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SODIUM.    Sym,  Na.     At.wt.  23-00. 

Occurrence.  Sodium  is  one  of  the  commonest 
and  most  widely  disseminated  elements,  con- 
stituting about  2J  p.o.  of  the  solid  crust  of  the 
earth.  It  occurs  in  nature  in  large  quantities 
as  chloride,  constituting  the  mineral  rock-salt 
or  halite,  of  which  very  large  deposits  exist  at 
Stassfurt  in  Germany,  Northwich  in  Cheshire, 
Salzburg  in  Austria,  and  many  other  localities. 
As  sodium  nitrate  or  Chile  saltpetre  it  forms 
deposits  several  feet  thick  in  the  rainless  districts 
of  northern  Peru,  and  a  double  fluoride  of  alumi- 
nium and  sodium  (NajAlF,)  called  cryolite, 
occurs  in  considerable  quantity  in  Greenland. 
It  is  also  found  in  nature,  althougb  in  smaller 
quantity,  as  the  sulphate  glauberite  Na2S04,7H20 ; 
as  the  sesquicarbonate  trona 

Na2C03,NaHC03,2HjO, 
and  as  borax  or  tijical  Na2B407,10H2Q,  as  a 
deposit  in  the  beds  of  certain  dried-up  lakes. 
Many  rock-forming  minerals  contain  sodium, 
the  most  important  being  albite,  soda-felspar 
NaAlSijO,,  Ic&radorite,  oligoclase,  sodalite 

Na4(AlCl)Ali,(SiO«)3, 
and  nepheline  KjNajAljSijOai,  whilst  it  is  an 
essential  constituent  of  many  zeolites,  such  as 
analcime  NaAlSi20„H20,  and  natrolite 

NaaAl2Si30,„,2H20. 
Sea  water  contains  about  2-6  p.c.  of  sodium 
chloride,  and  many  mineral  springs  and  certain 
lakes  also  hold  a  considerable  amount  of  this 
substance  in  solution. 

Preparation  of  metallic  sodium.  A  short 
account  of  the  history  and  earlier  methods  for 
the  preparation  of  metallic  sodium  has  been 
given  under  Potassium. 

The  first  impulse  to  the  preparation  of 
sodium  on  a  manufacturing  scale  was  given  by 
Deville  (De  TAluminium,  Paris,  1859,  60,  120 ; 
Ann.  Chim.  Phys.  1856,  [iii.]  46, 415 ;  Dingl.  poly. 
J.  134, 369 ;  141, 303),  who  employed  it  to  replace 
potassium  in  the  manufacture  of  aluminium. 
He  obtained  it  by  exposing  a  previously  calcined 
mixture  of  sodium  carbonate,  coal,  and  chalk 
or  lime  to  a  white  heat  in  wrought-iron  retorts 
set  in  a  furnace.  Sodium  distilled  over,  and 
was  collected  in  flat  receivers  of  peculiar  shape, 
designed  so  as  to  offer  a  large  condensing  surface 
and  by  rapid  cooling  of  the  vapour  prevent  the 
formation  of  explosive  compounds  of  the  metal 
Vol.  y.—T, 


and  carbon  monoxide,  although  the  liability  to 
the  formation  of  these  bodies  is  much  less  than 
in  the  case  of  potassium.  The  method,  however, 
was  very  costly  and  uneconomical,  as  only 
about  one-third  of  the  theoretical  yield  of  sodium 
could  be  obtained. 

A  material  improvement  on  this  process  was 
efiected  by  Castner  (D.  R.  P.  40415,  1886)  in 
1886,  who  replaced  the  sodium  carbonate  by 
caustic  soda,  and  heated  this  with  powdered 
carbide  of  iron  (prepared  by  adding  finely- 
divided  iron  to  melted  pitch,  and  coking  the 
mixture  in  cylinders).  This  process  was  success- 
fully worked  on  the  large  scale  for  some  time 
and  effected  a  considerable  reduction  in  the 
price  of  sodium,  but  was  eventually  super- 
seded by  another  process,  also  introduced  by 
Castner,  consisting  in  the  electrolysis  of  fused 
caustic  soda.  This  obviated  many  of  the 
difficulties  met  with  in  the  older  purely  chemical 
processes,  and  enabled  sodium  to  be  produced 
in  large  quantities  at  a  relatively  small  cost. 
At  the  present  time  the  whole  of  the  sodium  of 
commerce  is  manufactured  electrolytically. 


Fio.  1. 

The  apparatus  employed  by  Castner  (J.  Soo. 
Chem.  Ind.  1891, 777)  is  shown  in  the  accompany- 
ing diagram-  (Fig.  1).  It  consists  of  an  iron 
vessel  A,  mounted  in  brickwork  b,  in  whicb 
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the  caustic  soda  is  melted  by  means  of  the 
gas  burners  o.  The  vessel  A  is  provided  with 
one  or  more  extension  pipes  B,  through  which 
the  metallic  negative  electrode  H  passes,  the 
intervening  space  K  being  filled  with  molten 
caustic  which  becomes  set,  and  seals  H  in  posi- 
tion. Immediately  above  this  electrode  is 
fixed  a  tubular  iron  receptacle  O,  fitted  with  a 
lid,  TSf,  and  having  a  cylindrical  piece  of  wire 
gauze,  M,  attached  to  its  lower  end.  This  gauze 
surrounds  H,  and  rests  between  it  and  the 
positive  electrode  F.  F  is  an  opening  for  the 
escape  of  gas  and  for  the  insertion  of  a  ther- 
mometer, and  s  is  an  insulating  medium  such  as 
asbestos.  The  current  is  supplied  through  the 
conductors  i  and  L.  On  passing  the  current  the 
fused  caustic  soda  is  decomposed,  and  the 
liberated  sodium  B,  being  specifically  lighter 
than  the  electrolyte,  rises  to  the  surface  of  the 
caustic  in  c,  whence  it  is  removed  from  time 
to  time  by  a  perforated  iron  spoon  which 
allows  the  molten  caustic  to  drain  through  while 
retaining  the  metal.  Fresh  caustic  soda  is 
added  to  the  bath  from  time  to  time,  thus 
rendering  the  process  continuous.  The  size  of 
the  electrodes  and  their  distance  apart  must  be 
in  proportion  to  the  strength  of  the  current 
employed.  If  they  are  too  large,  a  quantity  of 
the  liberated  sodium  will  dissolve  in  the  bath 
and  be  lost  through  recombination,  and  if  too 
small  the  resistance  will  be  so  increased  that  the 
bath  becomes  unduly  heated.  Any  increase  of 
temperature  is  followed  by  a  proportionate  loss 
of  product  and  waste  of  pnergy ;  but  it  is  possible 
so  to  adjust  the  electrical  current  and  the 
quantity  of  alkali  forming  the  electroljdie  that 
nie  proper  temperature  mil  be  maintained  in  a 
previously  melted  bath  without  applying  ex- 
ternal heat,  or  even  by  an  increase  of  current  to 
melt  the  bath,  subsequently  reducing  the 
current  until  the  proper  working  temperature  is 
obtained.  The  apparatus  is  also  frequently 
water-jacketed  to  assist  in  maintaining  an  even 
temperature.  In  order  to  secure  a  fair  yield 
of  the  metal  for  the  current  applied  it  is  necessary 
that  the  temperature  of  the  electrolyte  should 
not  rise  more  than  20°  above  the  melting-point 
of  the  alkali,  i.e.  should  not  exceed  330°.  A 
current  of  1000-1200  amperes  with  an  E.M.F. 
of  4-5  volts  is  usually  employed.  Theoretically 
only  oxygen  should  be  liberated  at  the  anode 
ana  sodium  at  the  cathode ;  but  in  practice  a 
certain  quantity  of  hydrogen  is  always  evolved 
at  the  cathode  as  well,  owing  to  the  electrolysis 
of  the  water  formed  in  the  process. 
20H=HaO-J-0 
H,0=Hj+0. 

Slight  but  harmless  explosions  of  the  hydrogen 
and  oxygen  formed  sometimes  take  place.  As 
one  equivalent  of  water  is  produced  for  every 
two  equivalents  of  sodium  hydroxide  decom- 
posed, it  is  not  possible  to  obtain  more  than  50 
p.o.  of  the  theoretical  yield  of  sodium,  the  yield 
in  actual  working  being  usually  nearer  40  p.c. 

The  Castner  process  is  worked  in  England 
at  WaUsend-on-T^e  by  the  Castner  Kellner  Co., 
and  in  Germany  by  the  Farbwerke  von  Meister, 
liUCius  &  Bruning  at  Hochst  am  Main,  and  by 
the  Elektrochemischen  Wcrke  Natrium  at  Rhein- 
felden.  It  is  also  operated  by  the  Compagnie 
d'Electrochimie  at  Gavet  in  France,  and  by  the 
Electrochemical  Co.  at  Niagara  Falls,  U.S.A. 


Another  apparatus  for  the  production  of 
sodium  by  the  electrolysis  of  fused  caustic 
soda  is  that  of  Rathenau  and  Suter,  which  is 
used  by  the  Electrochemischen  Werke,  Bitter- 
feld,  Germany.  The  negative  electrodes  are 
allowed  just  to  dip  into  the  molten  electrolyte 
contained  in  the  iron  vessel  (Fig.  2).  The 
surface  tension  causes  the  electrolyte  to  rise  up 
slightly,  so  that  the  electrodes  are  not  actually 
below  the  surface  of  the  molten  caustic.  Metallic 
sodium  is  produced  at  the  ends  of  the  electrodes 
and  partidly  solidifies ;  it  is  then  removed  by 
means  of  perforated  ladles  as  in  the  Castner 
process.  The  cuirent  density  in  this  process 
must  not  exceed  10  amperes  per  sq.  cm. 


A  slightly  difierent  process  is  that  of  Becker, 
worked  by  the  Usines  de  BioupSroux  in  France, 
a  mixture  of  sodium  carbonate  and  caustic 
soda  being  electrolysed  in  the  decomposition 
cell  shown  in  the  foUowing  diagram  (Fig.  3). 

The  cathode  b  is  cone-shaped,  and  the  sodium 
as  it  is  produced  rises  to  the  collecting  hood  d, 
made  of  iron  or  ferronickel,  and  connected  to 
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the  negative  electrode  througn  a  resistance,  so 
that  wiion  the  metallic  sodium  comes  into  con- 
tact with  the  sides  of  the  hood  it  is  in  electrical 
connection  with  the  cathode,  and  is  not  further 
acted    on    by    the    molten    electrolyte.    The 
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sodium  being  specifically  lighter  than  the  electro- 
lyte rises  in  the  hood  and  flows  out  through  /. 
The  hood  d  is  cooled  either  by  water  or  sitoply 
by  a  current  of  air  circulating  round  it,  so  as  to 
prevent  the  metal  distilling  over  in  vapour 
through  the  tube  /,  should  the  temperature  rise 
too  high.  The  temperature  of  the  bath  (550°) 
is  much  higher  than  in  the  Castner  process, 
owing  to  the  sodium  carbonate  raising  the  melt- 
ing-point of  the  electrolyte.  Each  cell  requires 
a  current  of  1250  amperes,  and  produces  40 
kilos,  of  sodium  in  24  hours. 

The  process  of  Darling,  worked  at  Phila- 
delphia, U.S.A.,  differs  from  the  preceding  ones 
in  that  the  electrolyte  consists  of  fused  sodium 
nitrate.  As  the  liberated  sodium  would  react 
\rith  the  nitrate  to  form  sodium  nitrite,  a 
divided  cell  is  used,  the  anodic  compartment 
containing  fused  sodium  nitrate,  while  the 
electrolyte  in  the  cathode  cell  consists  of  fused 
caustic  soda.  The  Na  cations  are  liberated 
at  the  kathode,  and  the  NO,  anions  split  up  at 
the  anode  into  NOj  and  0,  which  are  passed  into 
water  to  form  nitric  acid.  The  apparatus 
employed  in  the  process  is  depicted  in  the 
accompanying  diagrams  (Figs.  4  and  5). 

It  consists  of  an  ijiner  cell  (17)  of  perforated 
sheet  iron,  which  is  placed  in  an  outer  cell  also 
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of  4)erforated  iron,  the  intervening  space  being 
filled  with  a  mixture  of  Portland  cement  and 
magnesia.  This  cell  is  used  as  the  cathode 
compartment,  and  is  filled  with  fused  caustic 
soda.  It  is  placed  within  a  closed  iron  vessel 
(7),  which  contains  molten  sodium  nitrate.  The 
cathode  compartment  is  surrounded  by  the  iron 
anode  formed,  by  the  ceir(7),  the  bottoin  of  this 
latter  being  covered  to  a  depth  of  6  ins.  with 
Portland  cement,  upon  which  the  inner  cell 
rests.  ,The  iron  outer  cell  (7)  is  connected  with 
the  positive  source  of  current,  the  cathode 
being  the  4-in.  iron  tube  (22).  About  5  p.c.  of 
the  total  current  is  allowed  to  pass  through  the 
metal  diaphragm  (17)  by  means  of  a  regulating 
resistance  (31),  and  although  this  causes  a  waste 
of  energy  it  greatly  prolongs  the  life  of  the  celh 
Any  gases  which  are  generated  escape  by  the 
pipe  (27).  At  the  commencement  of  the 
electrolysis  the  charge  inust  be  melted  by  apply- 
ing external  heat.  Fresh  charges  of  sodium 
nitrate  are  introduced  into   the  anodic   com- 


partment from  time  to  time,  and  the  process 
thereby  rendered  continuous.  In  actual  practice 
twelve  such  cells  are  worked  together,  each  one 
taking  400  amperes  at  15  volts. 

Many  attempts  have  been  made  to  employ 
the  cheaper  sodium  chloride  as  an  electrolyte 
in  the  production  of  metallic  sodium,  but  with 
only  partial  success.  The  chief  drawback  lies 
in  the  high  temperature  necessary  to  maintain 
the  bath  properly  fused.  At  this  temperature 
the  liberated  sodium  unites  with  the  excess  of 
sodium  chloride  to  form  the  so-called  sodium 
subchloride,  which  either  undergoes  oxidation 
at  the  surface  of  the  mass,  or  unites  with 
the  chlorine  set  free  at  the  anode  to  reform 
the  original  NaCl.  The  intense  activity  of  the 
liberated  chlorine  is  a  further  objection  to  the 
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process.  Various  attempts  have  been  made  to 
lower  the  fusing-point  of  the  electrolyte  by  the 
addition  of  various  salts,  the  most  successful 
being  that  of  Gfabau,  whose  process  was  formerly 
worked  commercially.  It  consisted  of  the 
electrolysis  of  a  .mixture  of  sodium  chloride  "with 
either  potassium  chloride  or  "alkaline  earth 
chlorides.  The  addition  of  sodium  fluoride  has 
also  been  tried  (Konsort.  fiir  Elektrochemie 
Nijmberg,  D.  R.  P.  160540,  1904). 

A  list  of  patents  relating  to  the  manufacture 
of  metallic  sodium,  together  with  an  indication 
of  the  improvements  claimed,  is  given  below : — 

J.  Dickson,  Eng.  Pat.  2266,  1862  (electrolysis 
of  the  fused  chloride) ;  E.  Sonstadt,  Eng.  Pat. 
1763,  1863  (replacement  of  the  chalk  or  lime  in 
the  ordinary  process  by  gypsum) ;  J.  Anderson, 
Eng.  Pats.  2801,  1867 ;  2134,  2216,  3493,  1871 ; 
513,  1089,  1872  (heating  the  slag  obtained  by 
the  action  of  hot  air  or  steam  on  strongly- 
heated  minerals  containing  silicates  of  sodium 
or  potassium  with  carbon  in  a  current  of  highly 
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heated  carbon  nionoxide) ;  S.  Larldn  and  W. 
White,  Eng.  Pats.  1990  and  3505,  1869;  23, 
1871  (modification  of  the  distillation  process) ; 
W.  aark,  Eng.  Pat.  473,  1875  (electrolysis  by 
a  specially  arranged  current) ;  W.  Anderson 
Smith,  Eng.  Pat.  363,  1876  (use  of  a  mixture  of 
soda  or  potash  with  pitch,  also  a  modified  retort 
and  condenser) ;  W.  P.  Thompson,  Eng.  Pat. 
2101,  1879  (decomposition  of  the  hydroxide  by 
fluid  iroii  in  a  Bessemer  converter) ;  C.  A. 
Fanre,  Eng.  Pat.  6058,  1882,  and  5489,  1883 
(heating  the  alkaline  compound  in  hydrogen  or 
nitrogen  by  an  electric  current) ;  A.  L.  Nolf, 
Eng.  Pat.  4349,  1882  (electrolysis  of  a,  strong 
solution  of  sodium  chloride  with-  a  mercury 
jathode) ;  P.  P.  Hamcd,  D.  R.  P.  26961,  1883 
(modification  of  the  mixture  used) ;  E.  A. 
Hoffner,  D.  R.  P.  30377,  1884  (electrolysis  of  the 
fused  chloride  with  a  copper  or  silver  anode) ; 
S.  G.  Thomas,  Eng.  Pat.  6367,  1884  (passage  of 
heated  water-gas  through  the  usual  mixture 
without  applying  external  heat) ;  Max  Sprenger, 
D.  R.  P.  39554,  1886  (electrolysis  of  the  chloride 
in  vacuS) ;  E.  C.  Kleiner-Fiertz,  Eng.  Pat.  8631, 
1886  (electrolysis  of  cryolite) ;  J.  B.  Thompson 
and  W.  White,  Fng.  Pat.  8426,  1887  (heating  a 
coked  mixture  of  alkaline  carbonate  and  tar) ; 
O.  M.  Thowless,  Fng.  Fat.  12486,  1887  (use  of  a 
mixture  of  separately  heated  alkaline  carbonate 
and  coke) ;  Curt  Nelto,  Eng.  Pats.  14602  and 
17412,  1887  (c/.  Eng.  &  Min.  Journal,  45,  449) 
(passing  fusod  soda  in  a  thin  stream  through 
strongly  heated  charcoal  or  coke) ;  L.  Grabau, 
Eng.  Pat.  9904,  1887  (comprises  the  cooling  of 
the  cathode  in  electrolytic  processes  ;  the  metal 
rises  to  the  surface  and  is  drawn  off  by  a  pipe) ; 
H.  C.  Bull,  Eng.  Pat.  10199, 1887  (electrolytic) ; 
A.  B.  Cunningham,  Eng.  Pat.  3601, 1888  (heating 
charcoal  with  caustic  soda) ;  G.  A.  Jarvis, 
Eng.  Pat.  4842, 1888  (modification  of  the  process 
for  reduction  by  coke) ;  W.  G.  Forster,  Eng. 
Pats.  9391,  10785,  and  14394,  1888  (reduction 
of  fused  alkali  with  coal-gas) ;  H.  M.  Wallis, 
Eng.  Pat.  12626,  1888  (modification  of  the 
mixture  commonly  used) ;  W.  White,  Eng.  Pat. 
13125,  1888 ;  H.  S.  Blackmore,  Eng.  Pat. 
15156,  1888  ;  G.  M.  Westman,  Eng.  Pat.  17736, 
1888;  W.  White,  Eng.  Pat.  9784,  1889  (all 
relating  to  modifications  of  the  mixture  or 
distillation  apparatus) ;  T.  Parker  and  A.  E. 
Robinson,  Eng.  Pat.  11707,  1889  (electrolysis 
of  a  mixture  of  the  hydroxide  or  carbonate  and 
carbon);  L.  Grabau,  Eng.  Pat.  16060,  1890 
(previously  described) ;  Castner,  Eng. '  Pat. 
13356,  1890  (previously  described) ;  H.  C.  Bull, 
Eng.  Pat.  10735,  1892  (electrolysis  of  the  fused 
chloride  in  a  divided  cell) ;  C.  J.  T.  Vaufin, 
Eng.  Pat.  10197,  1894  (production  of  a  lead- 
Bodium  alloy  by  the  electrolysis  of  fused  sodium 
chloride  with  a  cathode  of  molten  lead,  the  alloy 
being  run  off  and  distilled  in  a  retort  lined  with 
magnesia  or  carbon) ;  J.  A.  Kendall,  Eng.  Pat. 
23045,  1895  (reduction  of  a  mixture  of  carbonate 
or  hydroxide  and  carbon  in  hydrogen  gas) ;  G. 
Wolfram,  Eng.  Pat.  18604,  1898  (distillation  of 
a  mixture  of  caustic  soda  and  calcium  carbide) ; 
T.  Ewan,  Eng.  Pat.  14739, 1902  (use  of  a  divided 
cell  in  the  electrolysis  of  fused  caustic  soda) ; 
Cassel  Gold  Extraction  Co.,  Fr.  Pat.  330987, 
1903  (modified  apparatus  for  electrolysis);  T. 
Parker,  Eng.  Pat.  19196,  1903  {calcination  of  a 
misture  of  sodium  aluminate  and  carbon  in  an  , 


electric  furnace,  sodiu  m  volatilising) ;  J.  Raschetl,  | 

G.  Clayton,  and  the  United  Alkali  Co.,  Eng.  Pat.  ■  ■ ' 
2152,  1904  (employme&t  of  sodium-lead  alloy 
as  anode  in  electrolysis  of  caustic  soda ;  P.  L. 
Hnlin,  Eng.  Pats.  22824,  1908;  6063,  1910 
(modified  apparatus  for  the  electrolysis  of  fused 
caustic  soda) ;  A.  C.  Voumasos,  Eng.  Pat. 
23689,  1908  (preparation  of  sodium  by  heating 
a  mixture  of  salt  and  lead  shot  in  a. special 
furnace) ;  Chemische  Fabrik  Griesheim  Elektron,  ,  , 
Eng.  Pat.  29795,  1909  (heating  sodium  sulphide  i 
with  calcium  carbide) ;  P.  A.  Emanuel,  U.S. 
Pats.  957754-957756  and  957848,  1910  (produc 
tion  of  sodium  from  various  sodium  salts  by 
heating  with  carbon) ;  R.  J.  McNitt,  Eng.  Pat. 
20519, 1910  (electrolysis  of  fused  salt  in  presence 
of 'lead);  E.  A.  Ashoroft,  Eng.  Pats.  12377, 
1903 ;  5013,  1910  (electrolysis  of  a,  mixture  of 
sodamide  and  caustic  soda  with  a  fused  lead 
anode);  The  Nitrogen  Co.,  Eng.  Pat.  20386, 
1910  (formation  of  an  alloy  of  sodium  with  a 
heavy  metal  by  electrolysis,  and  utilisation  of 
this  as  anode  for  electrolysing  a  bath  of  fused 
alkali  cyanide) ;  P.  L.  Hulin  (J.  Ind.  Eng.  Chem. 
1911, 130)  (modified  apparatus  for  the  electrolysis 
of  caustic  soda). 

In  the  laboratory  sodium  can  be  made  by  a 
process  described  by  Bamberger  (Ber.  1898, '  ^ 
451),  which  consists  in  heating  a  mixture  of 
sodium  peroxide  and  charcoal  or  calcium 
carbide  in  a  covered"  crucible  to  300°-400°. 
Metallic  sodium  is  produced,  and  condenses  on 
the  cover  of  the  crucible. 

3Na202-f2C=2NajC03+Naj. 
7Na20j+2CaC2=2CaO+4NajC03-|-3Na,. 

Properties. — Freshly-cut  sodium  exhibits  a 
silvery  metallic  lustre,  which  rapidly  disappears 
on  exposure  to  air  owing  to  the  formation  of  a 
thin  film  of  oxide,  the  production  of  which  is 
accompanied  by  a  greenish  phosphorescence 
(Linnemann,  J.  pr.  Chem.  1858,  fi.]  75,  128). 
According  to  Long  (Chem.  Soc.  Trans.  1861, 
123)  sodium  crystallises  in  acute  octahedra 
which  belong  to  the  quadratic  system. 

At  a  temperature  of  —20°  sodium  is  hard, 
at  0°  it  becomes  ductile,  and  at  the  ordinary 
temperature  it  is  of  a  waxy  consistency.  On 
heating  it  softens  at  50°  and  melts  at  92°  (Holt 
and  Sims,  ibid.  1894,  65,  432),  97°  (Kamakow 
and  Puschin,  Zeitsch.  anorg.  Chem.  1902,  30, 
109).  Sodium  boils  at  877-5°  (Ruff  and  Johann- 
sen,  Ber.  1905,  38,  3601),  giving  a  vapour  which 
in  thin  layers  appears  colourless,  but  has  a  purple 
colour  when  viewed  in  quantity  by  transmitted 
light,  and  exhibits  a  green  fluorescence.  Its 
absorption  spectrum  has  been  examined  by 
Roscoe  and  Schuster  (Proc.  Roy.  Soo.  22, 
362),  and  by  Wood  and  Moore  (Phil.  Mag. 
1903,  6,  362),  and  the  ultra-violet  portion 
by  Wood  {ibid.  1909,  18,  530).  The  sp,gr.  of 
sodium  has  been  determined  by  Baumhauer 
(Ber.  1873,  6,  665),  who  obtained  the  values 
0-9735  at  13-5°/13-5»  and  0-9943  at  10°/10°. 
Later  determinations  by  Dewar  (Chem.  News, 
1902,  85,  289)  and  Richards  and  Brink  (J.  Amer. 
Chem.  Soc.  1907,  29,  117)  have  afforded  the 
values  0-9724  at  0°/0°  and  0-9712  at  20720° 
respectively.  Ramsay  (Ber.  1880,  13,  2146) 
found  the  sp.gr.  of  fused  sodium  near  its  boiling- 
point  to  be  0-7414.  No  satisfactory  determina.  \ 
tion  of  the  vapour  density  of  sodium  has  at 
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present  been  carried  out,  owing  to  the  di£Boulty 
of  finding  a  suitable  material  for  the  construc- 
tion of  the  apparatus  capable  of  resisting  attack 
by  the  sodium  vapour  (c/.  however  Ruff  and 
Johannsen,  Ber.  1905,  38,  3602).  The  molecular 
weight  of  sodium  was  determined  by  Ramsay 
(Chem.  Soc.  Trans.  1889,  55,  521)  by  Raoult's 
method.  He  found  the  molecular  weight  to 
vary  between  15-1  and  21-6  according  to  the 
ratio  of  the  metal  to  the  solvent  (mercury); 
but  the  method  is  open  to  objection  on  account 
of  the  existence  of  numerous  well-defined  com- 
pounds of  sodium  and  mercury. 

Sodium  has  been  obtained  in  the  colloidal 
state,  forming  an  unstable  violet  solution  in 
-  ether,  by  passing  an  electric  current  of  high 
potential  by  means  of  aluminium  poles  through 
the  granular  metal '  contained  in  a  porcelain 
dish  and  covered  with  ether  (Svedborg,  Ber. 
1905,  38,  3616). 

Sodium  oxidises  rapidly,  when  exposed  to 
moist  air,  but  can  be  distilled  unchanged  in  air 
or  even  oxygen  provided  that  all  traces  of 
moisture  be  excluded.  It  is  far  less  readily 
acted  on  by  halogens  than  potassium.  Dry 
chlorine  has  no  action  on  sodium,  even  at  the 
melting-point  of  the  latter  (Waiiklyn,  Chem. 
News,  20,  271 ;  Cowper,  Chem.  Soc.  Trans. 
1883,  155);  neither  has  bromine  at  tempera^ 
tures  up  to  150°,  whilst  sodium  and  iodine 
can  be  heated  together  to  350°-360°  without 
combination  (Merz  and  Holzmann,  Ber.  22, 
872).  Dry  hydrogen  chloride  can  also  be 
left  in  contact  with  sodium  for  many  weeks 
without  appreciable  action  resulting.  The 
presence,  however,  of  mere  traces  of  water  is 
sufficient  to  cause  immediate  and  violent  com- 
bination in  all  these  cases.  Heated  in  the  air 
sodium  takes  fire  and  bums  with  a  yellow 
flame,  forming  a  mixture  of  oxides.  Thrown  on 
to  cold  water  it  swims  on  the  surface,  disengaging 
hydrogen  and  dissolving,  but  not  evolving 
sufficient  heat  to  ignite  the  gas.  If  water  at 
60°  be  used,  or  the  free  motion  of  the  metal  be 
hindered  by  increasing  the  viscosity  of  the 
liquid  by  the  addition  of  gum  or  starch,  the 
evolved  hydrogen  ignites,  burning  with  a 
characteristic  yellow  flame. 

With  the  exception  of  gold,  silver,  and  copper, 
sodium  conducts  heat  and  electricity  better 
than  any  other  metal. 

MetaUio  sodium  is  lajgely  used  in  the  manu- 
facture of  cyanides,  sodamide  (used  in  the 
artificial  indigo  industry),  and  sodium  peroxide, 
and  also  finds  application  in  the  laboratory, 
being  employed  in  many  organic  syntheses,  in 
the  preparation-  of  pure  caustic  soda  and  in 
conjunction  with  alcohol  as  a  powerful  reducing 
agent.  The  most  characteristic  analytical  re- 
action furnished  by  sodium  is  the  intense  yellow 
colour  imparted  to  the  non-luminous  flame  of  a 
Bunsen  burner  by  all  cornpounds  of  the  metal. 
Viewed  through  a  spectroscope  two  characteristic 
yellow  bands  of  wave  length  5896  and  5890, 
known  as  Fraunhofer's  D  lines,  are  seen,  and  so 
delicate  is  this  test  that  so  small  a  quantity  as 
3  X  10-^°  grm.  of  sodium  can  be  detected  by  it. 
All  the  salts  of  sodium  are  soluble  in  water,  so 
that  no  satisfactory  precipitation  reactions  for 
its  detection  exist.  The  least  soluble  salts  of 
sodium  are  the  pyroantirr.oniate  Na^HaSbjO,, 
wUieh  requites  350  parts  of  cold  water  for  solu- 


tion, and  the  dihydroxytartrate.  According  to 
Ball  (Chem.  Soc.  Trans.  1909,  2126)  a,  solution 
of  bismuth  potassium  nitrite  containing  caesium 
nitrite  forms  a  reagent  capable  of  detecting  aa 
little  as  O'Ol  mg.  sodium  even  in  the  presenqe  of 
considerable  amount  of  potassium,  a  yellow  pre- 
cipitate being  formed. 

Sodium  alloys,  A  large  number  of  alloys  of 
sodium  with  different  metals  have  been  prepared, 
the  most  important  being  those  with  potas- 
sium. These  are  liquid  at  the  ordinary  tempera- 
ture and  resemble  mercury  in  appearance.  They 
are  produced  either  by  melting  the  constituent 
metals  together  under  rook-oil,  or  by  fusing 
sodium  with  caustic  potash  ( Jaubert,  Ber.  1908, 
41,  4116;  Bull.  Soc.  chim.  1908,  [iv.j  3,  1126). 
The  alloy  NaK^  is  now  made  commercially  by 
fusing  sodium  with  anhydrous  caustic  potash 
at  a  temperature  of  350°.  It  oxidises  rapidly 
on  exposure  to  air,  igniting  spontaneously  and 
yielding  a  mixture  of  the  peroxides  of  sodium 
and  potassium,  which  is  used  for  the  regenera- 
tion of  deoxygenated  air  in  life-saving  apparatus. 

Sodium  and  ammonia.  Sodium  dissolves  in 
liquid  ammonia  with  the  production  of  an 
intensely  blue  liquid ;  this  on  evaporation 
yields  a  copper-red  solid  which,  according  to 
Joannis  (Compt.  rend.  109,  900),  has  the  compo- 
sition NaNHj.  The  solid,  residue  easily  loses 
ammonia,  finally  leaving  a  crystalline  mass  of 
metallic  sodium,  Rufi  and  Geisel  have,  how- 
ever, shown  (Ber.  1906,  39,  828)  that  no  definite 
chemical  compound  exists,  and  the  liquid  must 
be  regarded  merely  as  a  solution  of  sodium  in 
ammonia.  The  solution  slowly  decomposes  on 
standmg,  with  formation  of  sodamide — 
Na2-f2NH3=2NaNH2+H2. 

This  reaction  can  be  considerably  accelerated 
by  the  addition  of  platinised  asbestos,  which 
acts  as  a  catalyst. 

Sodium  amalgam  is  best  prepared  by  adding 
successive  small  pieces  of  sodium  to  gently 
warmed  mercury  ;  as  each  piece  dissolves  it  pro- 
duces a  flash  of  light  and  emits  a  hissing  noise. 
With  1  part  of  sodium  to  100  of  mercury  the 
amalgam  formed  has  an  oily  consistency,  but 
■with  80  parts  of  mercury  to  one  of  sodium  a 
pasty  mass  results,  and  with  smaller  ratios  of 
mercury  to  sodium  hard  crystalline  amalgams 
are  obtained.  The  fluid  amalgams  are  only 
very  slowly  decomposed  by  water,  but  those 
containing  a  larger  proportion  of  sodium  react 
vigorously,  evolving  hydrogen.  The  rate  of 
decomposition  is  greatly  accelerated  by  the 
addition  of  a  small  amount  of  zinc  sulphate  or 
lead  acetate,  which  acts  catalytically.  By 
allowing  an  amalgam  containing  3  p.c.  of  sodium 
to  stand  under  water  crj'stals  of  a  compound 
NaHg,  can  be  obtained  (Kraut  and  Popp, 
Annalen,  1871,  159,  188),  which  at  a  temperature 
of  40''-42°  change  into  NaHgj  (Kerp  and  Bottger, 
Zeitsch.  anorg.-Chem.  1900,  25,  1).  Kurnakow 
{ibid.  1900,  23,  439)  and  SohuUer  (ibid.  1904, 
40,  385)  have  prepared  and  examined  a  number 
of  sodium  amalgams,  many  of  which  are  definite 
chemical  compounds.  According  to  Schiiller 
the  compound  of  maximum  m.p.  (360°)  possesses 
the  formula  NaHgj.  If  sodium  amalgam  be 
treated  with  solutions  of  the  other  alkalis  or 
alkaline  earths,  partial  replacement  —««£;«, 
an  amalgam  of  the  metal  employed  Up.l"g  pro- 
duced-(Byers,  J.' Amer,  Clxein.  Soc.   1908,  30, 
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1584;  Bottger,  J.  pr.  Chem.  3,  283).  Sodium 
amalgam  is  employed  in  the  laboratory  as  a 
reducing  agent,  and  an  amalgam  containing 
2-3  p.c.  of  sodium  is  used  to  some  extent  in 
gold  extraction  processes  to  prevent  the  '  sicken- 
ing '  of  the  mercury  by  reducLug  the  oxide  of 
the  base  metals  which  collect  on  it  and  interfere 
with  the  proper  working  of  the  process. 

Sodium  Compounds. 

Only  two  well-defined  oxides  of  sodium  are 
known,  i.e.  the  monoxide  Na^O  and  the  dioxide 
NajOj,  although  according  to  Johannis  (Ann. 
C!him.  Phys.  1906,  [viii.]  7,  75)  a  sesquioxide 
Na^Oa  can  be  obtained  by  the  action  of  oxygen 
on  sodammonium. 

Sodium  monoxide  is  produced,  together  with 
the  dioxide,  by  the  combustion  of  isodium  in  air 
or  oxygen.  If  the  supply  of  oxygen  be  limited 
and  the  sodium  be  not  heated  above  180°,  only 
the  monoxide  is  formed  (Holt  and  Sims,  Chem. 
Soc.  Trans.  1894,  442).  It  can  be  obtained 
perfectly  pure  by  partially  oxidising  the  metal 
and  separating  the  unchanged  sodium  by  dis- 
tillation in  vacud  (Rengade,  Cdmpt.  rend.  1906, 
143,  1152).  The  monoxide  is  also  formed  when 
metallic  sodium  is  heated  with  the  nitrite  or 
nitrate,  nitrogen  being  liberated. 

Sodium  monoxide  is  a  white,  hygroscopic 
substance  of  sp.gr.  2'27,  and  melts  at  a  red  heat. 
Hydrogen  reduces  it  to  metal  at  170°-180° 
(Rengade,  Ann.  Chim.  Phys.  1907,  [viii.]  11,424). 
It  combines  with  fluorine,  iodine,  and  sulphur 
with  incandesoencB,  and  reacts  violently  with 
water,  forming  sodium  hydroxide. 

Sodium  dioxide  or  peroxide  is  obtained  when 
the  metal  is  burned  in  an  excess  of  air  or  oxygen. 
It  is  now  made  on  the  large  scale  according  to 
Castner's  process  (Eng.  Pat.  20003,  1891),  which 
consists  in  placing  sodium  on  aluminium  trays 
loaded  on  to  smafi  waggons,  which  are  then  run 
through  an  iron  tube,  provided  at  each  end  with 
tightly-closing  iron  doors,  set  in  a  furnace  and 
heated  to  300°.  A  current  of  dry  air,  free  from 
carbon  dioxide,  is  passed  through  the  tube, 
the  peroxide  produced  being  withdra^vn  at  one 
end  and  fresh  charges  of  sodium  introduced  at 
the  other.  The  technical  product  thus  obtained 
contains  about  93  p.c.  of  sodium  peroxide. 
Pure  sodium  peroxide  is  yellow  and,  unlike  the 
monoxide,  is  not  deliquescent  (Jaubert,  Compt. 
rend.  1901,  132,  35).  It  absorbs  carbon  dioxide 
with  formation  of  sodium  carbonate  and  libera- 
tion of  oxygen,  and  a  mixture  of  this  oxide  with 
potassium  peroxide  is  used  in  life-saving  appara- 
tus to  regenerate  air  contaminated  by  respira- 
tion. With  CO  it  yields  sodium  carbonate,  and 
with  NjO  and  NO  sodium  nitrite.  Charcoal 
and  the  alkaline  earth  carbides  reduce  it  to 
metallic  sodium  at  a  temperature  of  300°-400° 
(Bamberger,  Ber.  1898,  31,  451).  Although 
sodium  peroxide  is  not  decomposed  when  heated 
alone  it  readily  gives  up  oxygen  to  other  sub- 
stances mixed  with  it,  and  hence  is  largely  used 
in  the  analysis  of  many  refractory  minerals, 
such  as  pyrite  and  ohromite.  As  fused  sodium 
peroxide  acts  most  energetically  on  platinum, 
iron,  '&o.,  it  is  necessary  to  use  crucibles  of 
nickel,  as  this  is  less  attacked  than  other  metals. 
In  the  presence  of  moisture  the  peroxide  acts 
powerfully  on  organic  substances  such  as  paper, 
cxidation  frequently  taking  place  wjto  ospjosjve 


violence.  Sodium  peroxide  dissolves  readily 
in  water  with  formation  of  caustic  soda  and 
hydrogen  peroxide,  a  portion  of  the  latter  simul- 
taneously vmdergoing  decomposition  into  water 
and  oxygen  owing  to  the  heat  evolved  during 
solution.  By  exposing  the  peroxide  to  moist 
air  free  from  carbon  dioxide,  or  by  the  cautious 
evaporation  of  its  solution  in  cold  water,  tabular 
hexagonal  crystals  of  a  hydrate  NajO^jSH^O  can 
be  obtained,  which  on  standing  over  sulphuric 
acid  lose  wates,  forming  the  dihydrate 

"  Naij02,2HaO. 
The  octahydrate  is  also  produced  by  adding 
1^2  times  its  volume  of  alcohol  to  a  solution 
of  caustic  soda  and  hydrogen  peroxide  (Schone, 
Annalen,  1878, 193,  241).  The  hydrate  dissolves 
in  cold  water  without  decomposition,  but  on 
heating  the-solution  oxygen  begins  to  be  evolved 
at  30°-40°,  the  decomposition  of  the  salt  being 
complete  at  100°. 

Sodium  peroxide  is  employed  as  an  oxidising 
agent,  as  a  source  of  oxygen  in  the-laboratory, 
and  in  the  preparation  of  bleaching  solutions 
containing  hydrogen  peroxide. 

Sodium  bydTOxide,  see  Caustic  Soda,  p.  45. 

Sodyl  hydroxide.  According  to  J.  Tafel  (Ber. 
1894,  27,  816,  2297),  a  substance  of  the  formula 
O  :  Na-OH  is  produced  by  the  action  of  absolute 
alcohol  on  sodium  peroxide  at  0°,  according  to 
the  equation 

Nai,02-t-C2H50H=NaOC2H5+0:Na-OH. 
It  is  a  white  powder,  soluble  in  cold  water,  the 
solution  decomposing  on  heating  into  caustic 
soda  and  oxygen,  the  same  decomposition  taking 
place  with  explosion  when  the  dry  substance  is 
heated. 

Sodium  fluoride  NaF  occurs  native  in 
small  quantities  in  nepheline  syenite  in  the  Los 
Islands,  and  in  considerable  amount  as  the 
double  fluoride  of  aluminium  and  sodium, 
cryolite  (3NaF-AlF3),  found  in  Greenland.  It 
may  be  obtained  from  this  latter  source  by 
treating  the  powdered  mineral  with  an  excess 
of  strong  caustic  soda  solution  in  iron  pans, 
whereby  the  alumina  is  dissolved  and  sparingly 
soluble  sodium  fluoride  remains  behind.  The 
pure  salt  is  best  made  by  neutralising  a 
solution  of  hydrofluoric  acid  with  sodiiim 
hydroxide  or  carbonate. 

Sodium  -fluoride  Vrystallises  in  colourless 
cubes  of  sp.gr.  2-766 '  (Schroder),  which  on 
heating  melt  at  about  900°,  but  volatilise 
slightly  at  a  lower  temperature.  The  salt  is 
only  sparingly  soluble  in  cold  water  (100  parts 
of  water  at  15°  dissolve  4  parts  NaF)  and 
the  solubility  increases  only  slightly  with  the 
temperature.  For  the  electrical  conductivities 
of  solutions  of  sodium  fluoride  of  varying 
strengths,  see  Kohlrausch  and  Steinwehr  (Sitz. 
der  Beil.  Akad.  1902,  581). 

Sodium  fluoride  unites  with  hydrofluoric 
acid  to  form  an  acid  salt,  Nai'HF,  which  can 
be  obtained  in  rhombohedral  crystals  from  a 
solution  containing  an  excess  of  hydrofluoric 
acid.  The  crystals  decompose  on  heating, 
evolving  HF  and  leaving  sodium  fluoride.  A 
number  of  double  fluorides  of  sodium  with 
other  metals  have  also  been  prepared,  for 
which  see  Wagner,  Ber.  19,  896. 

Uses.  Sodium  fluoride  is  occasionally 
employed    ij?    ao    antiseptio,    and    bos    been 
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recommendod  for  use  in  lotions  in  certain 
affections  of  the  skin. 

Sodium  chloride.  Chlorure  de  sodium, 
hydrochlorate  de  sovde,  sel  marin,  ¥r. ;  Sieinsah, 
Kochsalz,  Scdz,  Salzaures  Natrium,  CUornatrium, 
Ger. ;  sal,  Lat. ;  *A\j,  Greek. 

Sodium  chloride,  or  common  salt,  is  found  in 
nature  as  the  mineral  Ttalite,  or  rocle  salt.  It 
crystallises  in  cuhes,  occasionally  associated 
\vith  other  forms  derived  from  the  regular  sys- 
tem. Hardness,  2  ;  sp.gr.  2-2.  It  is  colourless 
and  transparent  when  pure,  but  is  usually  tinged 
yellow,  red,  brown,  or  green. 

Owing  to  its  wide  distribution  on  the  earth 
salt  has  been  known  from  the  very  earliest 
titnes.  It  is  frequently  mentioned  in  the  Bible. 
The  Jewish  law  commanded  the  people  to  season 
the  meat  offering  with  salt  (Lev.  ii.  13).  The 
Jews  used  a  very  impure  argillaceous  kind  of 
rock  salt,  from  which  they  extracted  the  salt 
by  means  of  water,  leaving  the  clay  as  mud. 
This  mud  still  contained  some  salt,  and  was 
either  used  directly  for  agricultural  purposes,  or 
was  allowed  to  lie  on  the  manure  heaps  before 
being  used,  where,  after  prolonged  exposure  in 
presence  of  nitrogenous  matter,  the  salt  was 
partially  converted  into  sodium  nitrate.  Hence 
we  find  the  expressions  (Matt.  v.  13), '  Ye  are  the 
■alt  of  the  earth ;  but  if  the  salt  haive  lost  his 
savour,  wherewith  shall  it  be  salted  ?  it  is 
thenceforth  good  for  nothing,  but  to  be  cast 
out  and  trodden  under  foot  of  men ' ;  and 
(Luke  xiv.  34)  'Salt  therefore  is  good:  but 
if  even  the  salt  have  lost  his  savour,  where- 
with shall  it  be  seasoned  ?  It  is  fit  neither 
for  the  land  nor  for  the  dunghill :  men  oast 
it  out.' 

Occurrence  of  salt.  Salt  is  very  widely  dis- 
tributed. Immense  deposits  of  it,  in  the  form  of 
rook  salt,  are  found  in  many  parts  of  the  world. 
It  is  the  principal  solid  constituent  of  sea- water 
and  of  many  salt  lakes,  and  is  found  in  brine 
springs  and  most  mineral  waters.  There  are  few 
countries  in  which  it  does  not  occur,  as  also  there 
are  but  few  geological  formations  from  which  it 
is  absent.  In  America  rock  saltas  met  with  in 
very  old  strata,  some  of  the  recent  discoveries  of 
it  being  in  the  Silurian  rocks. 

In  New  York  State,  Michigan,  and  in  Ontario 
it  is  found  in  the  Upper  Silurian  formation,  and 
usually  lies  at  a  depth  of  over  1000  ft.  from  the 
surface.  South  of  Rochester  (New  York),  in 
what  is  known  as  the  Warsaw  district,  the 
rock  salt  is  found  in  three  superposed  beds. 
The  top  layer  is  60  ft.  thick;  then  follows  10  ft. 
of  shale.  The  second  bed  is  20  ft.  thick,  and  is 
separated  from  the  third  by  30  ft.  of  shale. 
The  Ontario  deposits  are  found  in  the  counties 
of  Essex,  Lambton,  Middlesex,  Huron,  and 
Bruce  lying  along  the  shores  of  lake  Huron. 
The  beds  are  struck  at  depths  varying  from 
970  to  1650  ft.,  and  in  some  places  they  reach  a 
thickness  of  250  ft. 

Rock  salt  is  also  known  in  Manitoba  and 
Athabasca  {see  Geology  and  Economic  Minerals 
of  Canada,  Depart,  of  Mines,  Ottawa,  1909). 

The  rock  salt  found  in  Michigan  is  principally 
at  Saginaw,  Detroit,  and  Bay  City.  In  Utah 
there  are  extensive  deposits  embedded  in  red 
clay.  Salt  is  also  found  in  Virginia,  Ohio, 
Louisiana,  and  Kansas.  The  deposits  which 
occur  in  Louisiana  lie  in  the  post  Tertiary  forma- 


tion,  while  those  of  Kansas  are  found  in  the 
Permian.  The  latter  have  been  proved  to  be 
most  extensive,  reaching  into  Oklahoma. 

Rock  salt  is  known  in  Mexico,  Colombia, 
Venezuela,  and  the  Argentine.  There  are 
immense  deposits  in  Chile  and  Peru.  It  is  found 
at  Kulpi  in  Armenia,  at  Nachitschevan,  and  in 
many  places  in  the  Caucasus.  It  is  claimed 
that  the  rock  salt  deposit  near  the  town  of 
Iletz  Zaschtchiti  in  the  province  of  Orenburg, 
S.E.  Russia,  is  the  richest  in  the  world  (Chemical 
Trade  Journal,  Feb.  1910,  179). 

The  district  of  Ferghana  Turkestan  is  rich  in 
salt  deposits.  Rock  salt  is  widely  found  through- 
out the  basin  of  the  river  Donetz.  in  southern 
Russia,  and  at  Vsolje  where  it  occurs  in  Oolitic 
limestone.  It  is  also  known  at  Balachna  on  the 
Volga  and  in  the  Crimea. 

On  both  sides  of  the  Carpathians  rock  salt 
abounds,  most  of  it  in  Tertiary  formations. 
In  Galioia  the  principal  mines  are  at  Wieliczka 
(where  the  deposit  is  said  to  he  1200  ft.  thick), 
at  Stebnick  (where  three  beds  have  been  found), 
and  at  Bochnia.  Transylvania  and  Wallachia 
possess  many  mines.  In  the  Tyrolean  Alps 
rock  salt  occurs  in  Oolitic  limestone.  In  the 
Austrian  portion,  the  principal  deposits  are  at 
Salzburg,  Aussee,  Isohl,  Hallstadt,  and  Hallein  ; 
while  in  Bavaria,  salt  is  found  at  Berchtesgaden 
and  Reichenthal,  and  in  Hungary  at  Marmores. 
At  Volterra,  in  Italy,  there  are  several  deposits 
at  150-308  ft.  from  the  surface. 

In  Spain  rock  salt  is  plentiful ;  but  the  most 
remarkable  deposit  is  that  of  Cardona  (Barce- 
lona), where  there  are  two  hills  of  very  pure 
white  salt,  each  about  a  mile  ia  circumferckce. 

Germany  is  rich  in  salt.  The  principal 
formations  are  those  of  Stassfurt  which  lie  in 
the  Bunter  sandstone,  and  are  first  reached  at 
about  832  ft.  from  the  surface.  The  salt  is 
here  accompanied  by  beds  of  potassium  and 
magnesium  salts  {see  PoTASSitTM). 

Salt  is  also  found  at  Heilbronn  in  Wiirtenberg, 
Wimpffen  in  Hesse,  and  Rappenau  in  Baden, 
at  Langenberg  and  Kostritz  in  Central  Germany, 
at  Gera  in  Reuss,  at  Buffleben  in  Coburg  Gotha, 
and  at  Artem  in  Prussia. 

Deposits  are  found  in  the  Vosges  district  at 
Dieuze  and  Vic  in  Lorraine,  and  near  to  Nancy 
in  France  in  Keuper  marls.  Switzerland  pos- 
sesses salt  at  Bex  in  the  Rhone  valley  found  in 
the  Lias. 

The  Pyrenees  are  rich  in  brine  springs  and 
rock  salt  deposits.  The  beds  of  Dax  and  Ville- 
franohe  are  probably  Tertiary.  At  Jebel  Usdum, 
south  of  the  Dead  Sea,  there  is  a  hill  which  con- 
sists throughout  _of  a  single  mass  of  rock  salt, 
covered  with  a  thin  layer  of  calcareous  marl. 
Salt  is  found  in  Algeria  in  cretaceous  rocks,  and 
in  Abyssinia.  In  the  interior  of  Libya  it  ia 
found  associated  with  limestone  in  cliffs.  Hero- 
dotus mentions  five  mountains  which  lie  about 
equal  distances  from  one  another,  across  a  tract 
of  country  10  days'  journey  in  extent  {see  H.  B. 
■fristram.  The  Great  Sahara,  72). 

Rook  salt  is  found  in  India  in  the  red  marls 
and  sandstones  of  the  Devonian  group.  The  salt 
range  of  the  Punjab  contains  hills  of  very  pure 
salt  and  runs  across  the  districts  of  Jhelum  and 
Shakpur  from  the  bank  of  the  Jhelum  river  to 
Kalabagh  in  Bannu  district.  Similar  deposits 
are  found  in  Kohat  and  Mandi. 
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In  China  the  salt  bed  is  a  triangular  tract 
having  the  Min  river  from  Ching-ting-fu  to  ita 
junction  with  the  Yangtze  at  Sui-fu  for  its  base, 
and  its  apex  near  Tzelintsing  an  area  of  some 
1500  square  miles. 

The  first  discovery  of  rock  salt  in  the  British 
Isles  was  made  at  Marbury  near  Northwich  in 
Cheshire  in  the  year  1670. 

In  1779  it  was  found  at  Lawton  in  Cheshire, 
and  deeper  borings  at  Marston  in  1781  revealed 
the  existence  of  a  second  or  lower  bed  of  salt. 
These  Cheshire  beds  lie  in  the  Sahferous  marls 
of  the  Upper  Trias  formation  above  the  New  Red 
.  Sandstone,  probably  identical  with  the  Keuper 
marls  and  Bunter  sandstone  of  Germany.  At 
Northwich  the  top  bed  is  about  75  ft.  thick, 
and  lies  135-150  ft.  below  the  surface.  It  is 
covered  by  boulder  sands,  clays,  and  red  or  blue 
marl.  Below  the  top  rock  salt  there  is  a  bed  of 
hard  marl  30  ft.  thick,  which  contains  here  and 
there  veins  of  salt  and  masses  of  gypsum.  Under 
this  a  second  bed  of  rock  salt  is  found  about 
105  ft.  thick.  Deeper  borings  reveal  the 
presence  of  successive  thin  beds  of  salt.  At 
Marston  near  Northwich  the  Salt  Union  drilled 
a  borehole  2610  ft.  deep,  starting  at  77  ft.  above 
ordnance  datum,  and  found  a  bed  of  salt  90  ft. 
thick  at  124  ft.,  then  28  ft.  of  marl,  succeeded 
by  rock  salt  92  ft.  thick.  Below  this  they 
found  marl  and  thin  beds  of  salt  for  966  ft., 
and  then  passed  through  sandstone  and  marl  or 
pure  sandstone  for  1310  ft. 

A  borehole  over  2000  ft.  deep  is  reported  to 
have  been  drilled  recently  at  Holford  (3  miles 
east  of  Marston)  that  has  shown  the  existence 
of  beds  of  rock  salt  1027  ft.  from  surface, 
aggregating  503  ft.  thick. 

At  Winsford  in  Cheshire  the  beds  are  similar 
to  those  at  Northwich,  the  top  rock  being 
about  70  ft.  thick  and  the  bottom  120  ft.  Eock 
salt  is  also  found  in  Cheshire  at  Sandbach  and 
Lawton.  At  Droitwich  and  Stoke  Prior  in 
Worcestershire  the  salt  beds  lie  in  the  same 
formation  as  in  Cheshire.  At  Shirley  Brook, 
in  the  same  county,  rock  salt  is  found  273  ft. 
below  the  surface.  It  is  met  mth  at  the  village 
of  Preesal,  near  Fleetwood  in  Lancashire,  at  a 
depth  of  278  ft.  {see  Thompson,  Trans.  Man- 
chester Geol.  &  Mining  Soo.  30,  105),  and  is 
also  found  near  to  Barrow-iu-]?umess  and  in 
the  Isle  of  Man  at  the  Point  of  Ayre  at  617  ft. 
below  the  surface  {see  Dawkins,  Quart.  Jour. 
Geol.  Soc.  58,  1902).  At  Stafford  Common  in 
Staffordshire  it  is  263  ft.  deep.  In  the  neigh- 
bourhood of  Middlesbrough,  in  the  coimty  of 
Durham,  rock  salt  has  been  proved  to  exist 
over  an  area  of  20  square  miles.  The  most 
northerly  bore-hole  is  at  Greatham,  where 
salt  was  found  at  a  depth  of  889  ft.  below  sea 
level.  To  the  south,  at  North  Ormesby,  in 
Yorkshire,  the  bed  is  1340  ft.  from  the  surface, 
while  the  most  easterly  bore-hole  at  Lackenby 
strikes  the  salt  at  1C85  ft.  (119  ft.  thick),  and 
the  most  westerly  one  at  Haverton  Hill  reaches 
it  at  797  ft.  The  average  thickness  of  the  mai'n 
bed  of  salt  is  84  ft.  It  lies  in  marls  below  a 
thick  bed  of  red  sandstone  {see  Durham  Salt 
District  by  E.  Wilson,  Quart.  Jour.  Geol.  Soc. 
Nov.  1888  ;  also  John  Marley  on  the  Cleveland 
and  South  Durham  Salt  Industry,  N.  of  England 
Inst,  of  Milling  Engineers,  1892,  27).  Rock  salt 
U  found  at  puiicrue  and  Eden  near  Carrick- 


fergus,  and  at  Magheramome  near  Lame  in 
Ireland. 

Origin  of  rock-salt  deposits.  The  great 
variability  in  the  position  of  the  salt  deposits 
renders  it  impossible  to  consider  them  as  con- 
stituting a  definite  geological  formation,  but 
points  to  the  probability  that  their  origin  is 
due  either  to  volcanic  action  or  to  the  evapora- 
tion of  water  which  held  the  salt  in  solution. 
The  great  argument  in  favour  of  an  igneous 
origin  rests  upon  the  fact  that  sodium  chloride 
and  hydrochloric  acid  are  emitted  by  volcanoes ; , 
but  the  occurrence  of  layers  of  bitumen  and 
certain  organic  remains,  together  with  the  fact 
that  cavities  containing  liquids  are  found  in  the 
rock  salt,  renders  this  theory  untenable. 

The  general  character  of  the  beds,  too,  favours 
tiie  assumption  that  they  are  of  aqueous  origin. 
They  are  rarely  found  filling  cavities  or  dykes 
after  the  manner  of  volcanic  rocks,  but  are  in 
layers  of  very  considerable  area.  These  immense 
beds  of  rock  salt  most  probably  owe  their  origin 
to  the  evaporation  of  inland  seas,  and  a  careful 
examination  of  their  constitution  aSords  evi- 
dence which  goes  far  to  prove  this  theory.  The 
manner  in  which  the  deposits  were  formed 
appears  to  be  as  follows.  When,  by  slow  up- 
heaval of  the  land  or  by  the  accumulation  of  a 
bar  or  sand  bank,  a  portion'  of  the  sea  became 
partially  shut  off,  the  heat  of  the  sun  was  su£S- 
cient  to  evaporate  as  much  water  as  was  supplied 
by  the  sea  or  by  rivers. 

Then  the  volume  of  water  in  the  part  so 
separated  became  gradually  richer  in  dissolved 
salts.  The  upper  layers  when  concentrated  by 
the  sun  became  specifically  heavier  and  sank 
to  the  bottom,  the  more  dilute  rising  to  take 
their  place.  As  the  quantity  of  salt  in  solution 
rose,  all  those  living  organisms  which  were 
endowed  with  the  means  of  locomotion  left 
their  homes  and  returned  to  the  open  sea, 
while  those  which  were  lacking  in  this  particular 
died  off.  Their  remains  (such  as  did  not  dis- 
solve) are  found  as  insignificant  impurities  in 
the  gypsum  which  formed  around  them.  For 
by  degrees  the  lower  portion  of  the  water 
became  so  rich  in  mineral  constituents  that  it 
could  no  longer  retain  them  in  solution,  and 
they  began  to  separate  out.  The  least  soluble 
salt  was,  of  course,  the  first  to  deposit,  and 
this  was  followed  by  the  others  in  the  inverse 
order  of  their  solubUity.  The  calcium  carbonate 
and  ferrous  carbonate,  if  present,  would  pre- 
cipitate first,  and  then  the  calcium  sulphate 
would  follow  in  the  form  of  g3rpsum.  As  the 
degree  of  concentration  still  continued  to  rise 
the  sodium  chloride  began  to  separate  out, 
depositing  on  the  bottom  of  the  basin  in  a  hard 
compact  mass.  In  etises  where  the  connection 
with  the  sea  was  still  maintained,  or  where 
rivers  continued  to  send  in  water,  these  various 
phases  would  be  to  a  certain  extent  contempo- 
raneous ;  for  the  incoming  water  would  bring 
\vith  it  fresh  quantities  of  calcium  carbonate 
and  calcium  sulphate,  and  these  salts  would 
precipitate  along  with  the  sodium  chloride.  Nor 
would  this  separation  of  the  salts  in  the  inverse 
ratio  of  their  solubilities  proceed  with  absolute 
exactitude,  for  the  less  soluble  might  carry  down 
with  them  minute  quantities  of  the  more  soluble 
ones.  For  instance,  it  is  by  no  means  uncommon 
tp  find  m.igiiesium  si'.lphate   mij^ed  with  ropb 
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Bait,  especially  where  there  has  been  aluminous 
mud  washed  in  to  serve  to  carry  it  down.  Again, 
certain  combinations  of  the  same  salt  occur,  such 
as  iimonyite,  and  iischofite  is  found  in  solution 
;in  cavities  in  rock  salt  in  Cheshire,  where  also 
hydrophilite  is  not  infrequently  found.  As 
the  sodium  chloride  continued  to  deposit,  the 
mother  liquor  gradually  grew  richer  in  the 
more  soluble  salts  until  the  point  was  reached 
when  they  too  began  to  crystallise.  Potassium 
chloride  and  magnesium  chloride  separated 
from  the  solution  hi  combination  as  the  mineral 
eamallite.  Potassium  sulphate,  magnesium 
sulphate,  and  magnesium  chloride  became  asso- 
ciated as  kainite,  while  some  of  the  magnesium 
sulphate  crystallised  in  the  form  of  kieserite. 

It  is  obvious  that  when  the  supply  of  fresh 
water  from  the  ocean  was  continued  at  all  there 
would  be  a  deposit  of  salt  accompanying  the 
•  more  soluble  substances.  The  calcium  sulphate, 
however,  which  precipitated  from  this  sea  water 
would,  in  falling,  pass  through  the  layers  of 
mother  liquor  which  had  reached  a  high 
degree  of  concentration ;  hence  it  crystallised 
as  anhydrite.  The  whole  of  this  process  of 
crystallisation  was,  of  course,  subject  to  an  im- 
mense variety  of  disturbing  jafluences.  The 
rate  of  deposition  would  vary  greatly  with  the 
season  of  the  year,  not  only  on  account  of  the 
heat  of  the  sun  and  the  height  of  the  tides,  but 
also  on  account  of  the  amount  of  water  due  to 
the  rainfall.  There  were  probably  actual 
changes  in  climatic  conditions  giving  at  one  time 
a  tropical  heat  and  rapid  deposition  of  salt, 
and  at  another  copious  rainfall  which  arrested 
crystallisation  ana  caused  the  rivers  to  bring 
down  plentiful  supplies  of  mud.  In  examining 
beds  of  rock  salt  we  find  evidences  of  such  dis- 
turbances in  the  frequent  occurrence  of  layers 
of  clay,  sandstone,  or  marl,  which  show  that 
during  certain  periods  there  was  little  or  no 
deposit  of  salt.  In  many  cases  the  disturbance 
was  sufficient  to  remove  the  whole  of  the  mother 
liquors,  and  there  we  find  little  or  no  trace  of 
the  potassium  and  magnesium  salts. 

Such  is  the  generally  accepted  theory  of 
the  formation  of  the  great  deposits  of  rock 
salt.  The  ocean  has  for  ages  been  receiving  the 
waters  of  rivers  and  springs  charged  with  matter 
dissolved  during  the  passage  of  the  water 
through  or  over  the  various  rock  formations. 
Such  substances  as  were  required  to  build  up 
the  structure  of  marine  animals  and  plants  were 
■  by  them  extracted  from  the  water ;  the  rest  would 
obviously,  in  course  of  time,  accumulate, 
because  the  volume  of  sea  water  was  kept  nearly 
constant  by  continual  evaporation. 

Such  formation  of  salt  deposits  may  be  seen 
proceeding  at  the  present  time,  two  of  the  best 
examples  are  a&orded  by  the  Kara  Boghaz  or 
Black  Gulf  on  the  eastern  shore  of  the  Caspian 
Sea  and  the  Eunn  of  Cutch  in  India  {see 
Thos.  Ward,  Trans.  Manchester  Geo.  Soo.  18, 
396 ;  Riemann,  Monographicn  iiber  Chemisch- 
technische  Fabrikations-Methoden  Band,  xviii.  ; 
Halle,  1909,  8). 

Rock  salt.  Rock  salt  is  always,  found  in 
Sngland  associated  with,  a  coloured  marl,  and 
through  having  undulating  lines  of  this  impurity 
running  through  its  mass,  it  generally  presents 
(.he  appearance  of  stratification. 

fhe  tinge  of  colour  yayjes  with  the  coJoHy 
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of  the  marl  and  marlstone  with  which  it  is 
interstratified.  It  varies  from  dark  red  or 
brown  to  light  amber  or  white.  The  yellow 
rook  salt  is  preferred,  on  account  of  its  greater 
purity.  The  table  on  p.  9  shows  the  compo- 
sition of  the  salt  obtained  from  deposits  in 
various  parts  of  the  world. 

The  Cheshire  salt  mines  which  are  now 
being  worked  are  all  in  the  lower  bed.  The 
rock  obtained  is  purer  than  that  from  the  upper 
one,  and  there  is  less  trouble  required  to  keep 
out  surface  water  and  brine.  The  modem  mine 
is  provided  with  two  shafts  placed  from  10  to 
15  yards  apart,  with  generally  (unless  the 
winding  shaft  be  tubed)  another  permanent 
shaft  for  pumping  the  surface  water,  sunk  only 
as  deep  as  the  water  penetrates.  In  sinking  the 
shaft  it  is  especially  requisite  to  protect  the 
rock  salt  at  the  sides  from  being  dissblved  by 
water.  All  such  shafts  are  roofed  over  to  keep 
out  rain  and  snow,  and  are  carefully  cased  down 
to  a  solid  foundation  below  where  surface  water 
penetrates  in  the  ground.  The  casing  was 
originally  made  of  wood ;  but  lately  this  has 
been  replaced  by  iron.  The  method  of  procedure 
in  Cheshire  is  as  follows  : — 

A  solid  foundation,  such  as  is  generally 
to  be  found  at  a  certain  bed  of  marlstone  be- 
tween the  top  and  bottom  beds  of  rock  salt,  is 
obtained,  and  then  a  ledge  12  iris,  wide  all 
round  is  out  in  it,  care  being  taken  to  remove 
any  small  concretions  of  rock  salt  which  may  be 
in  the  marl.  A  bed  of  concrete  is  cast  upon  this 
ledge  and  carefully  dressed  on  the  surface  to 
receive  a  oast-iron  ring.  The  bottom  length  of 
tubing  (called  the  bell  mouth)  is  generally  about 
6  ft.  long,  and  is  in  three  segments  which,  when 
united,  taper  from  a  diameter  of  about  4  or  5  ft. 
at  the  bottom  to  3J  ft.  at  the  top,  and  on  this 
begirt  the  iron  cylinders  or  tubes  3  j  ft.  diameter 
and  6  ft.  long.  The  space  behind  the  bell- 
mouth  is  carefully  filled  with  cement  rammed 
well  down  to  the  concrete  foundation. 

In  the  bottom  bed  workings  the  height  of  the 
rock  salt  that  is  being  worked  varies  from  15  to 
18  ft.  in  Cheshire,  and  from  30  to  40  ft.  at 
Carrickfergus.  The  mode  of  working  the  mines 
in  both  districts  is  to  drive  out  in  the  upper  part 
about  5  ft.  9  ins.  high,  which  is  cafied  the 
'roofing,'  and  to  follow  up  with  what  is  called 
the  'benching,'  leaving  pillars  of  rock  salt  to 
support  the  roof.  In  driving  the  roofing  a  little 
holing  and  cutting  has  to  be  done  with  a  pick, 
and  as  much  as  possible  is  blown  out  with  gun- 
powder, after  which  the  roof  is  dressed  off  with 
a  pick.  The  benching  in  Cheshire  varies  from 
9  ft.  3  ins.  to  12  ft.  3  ins.  in  thickness,  and  in 
Ireland  from  24  ft.  3  ins.  to  34  ft.  3  ins.  This 
is  blo^vn  ofi  by  a  succession  of  shots,  arranged 
in  a  slanting  direction  from  the  top  to  the 
bottom.  In  some  of  the  mines  machines  are 
used.  In  charging  the  shot  the  fine  rock  salt 
made  in  drilling  the  hole  is  put  next  to  the 
powder  and  coarse-grained  rock  salt  upon  that. 
The  stemmers  and  prickers  are  all  made  of 
iron,  as  rock  salt  does  not  strike  a  light  with 
iron  or  steel. 

Flat  hemp  ropes  are  generally  used  for  wind- 
ing. In  some  cases  iron- wire  rope  is  used,  but  it 
has  to  be  kept  well  greased  to  prevent  it  rusting. 
Tram  roads  are  used  below  ground.  It  is  found 
by  experience  that  the  pillars  which  aye  left  to 


support  the  roof  should  be  in  proportion  to  the 
depth  of  the  mine.  At  a  depth  of  330  ft.  it 
is  found  necessary  to  leave  I  pillar  for  every  11 J 
times  its  area  of  rock  worked.  The  pillars  are 
left  10  yards  square,  and  stand  25  yards  apart. 
There  is  a  crushing  and  grinding  mill  at  the 
bank  of  nearly  every  rock-salt  pit,  and  in  this 
the  rock  is  ground  to  more  or  less  fine  powder 
when  so  required  for  shipment  {see  V.  Busch- 
man.  Das  Salz  dessen  Vorkommen  und  Verwer- 
tung,  Willhelm,  Engelmann,  Leipzig ;  also  F.  A. 
Fiirer,  Salzbergbau  und  Balmenkunde,  Vieweg 
und  Sohn,  Brunswick). 

The  rock  salt  which  is  found  in  the  neigh- 
bourhood of  Stassfurt,  in  Prussia,  is  accom- 
panied by  deposits  of  a  great  variety  of  otfier 
minerals,  especially  those  rich  in  potassium  and 
magnesium.  After  boring  through  the  Bunter 
sandstone,  a  bed  of  red  clay  and  gypsum  is  en- , 
countered,  under  -which  lies  the  upper  layer  of 
rock  salt,  varying  in  thickness  from  150  to  300 
ft.  For  particuSirs  of  Stassfurt  deposits  v. 
Potassium,  vol.  iv.  p.  337. 

The  salt  deposits  in  the  districts  of  Tara- 
paca  and  Ataoama,  in  Chile  and  Peru,  in  great 
measure  resemble  those  of  Stassfurt.  There  is, 
however,  one  remarkable  point  of  difference — 
the  Peruvian  beds  contain  large  quantities  of 
sodium  nitrate  or  Chile  saltpetre.  The  source 
of  this  nitrogen  has  long  been  a  matter  for 
discussion ;  but  recent  researches  afford  most 
probable  explanations  of  its  origin.  It  is  notice- 
able that  all  these  '  oaliohales  '  or  '  salitrales,'  as 
the  spots  are  called  where  the  '  caliche  '  or  im- 
pure soda  saltpetre  is  found,  lie  near  to  the 
coast,  just  inside  the  low-lying  coast  Cor- 
diUeras.  The  coast  in  this  part  of  Chile  is 
studded  with  small  islands  containing  deposits 
of  guano  rich  in  ammonia,  and  this  (in  the  form 
of  very  fine  dust)  is  carried  by  the  prevailing 
west  wind  far  inland,  and  would  doubtless  fall 
into  the  saline  lakes  when  in  process  of  evapo- 
ration. The  oxidation  of  this  nitrogenous  matter 
would  doubtless  readily  take  place  under  such 
climatic  conditions  as  obtained  when  the  salt 
deposits  were  formed. 

The  greater  prominence  of  the  more  soluble' 
potassium  and  magnesium  salts  in  the  nitre- 
bearing  Chilean  deposits  furthers  the  supposition 
that  they  were  formed  from  mother- liquors  de- 
canted from  salt  lakes  further  inland  by  volcanic 
upheaval.  The  theory  that  these  mother-liquors, 
running  down  to  the  sea,  were  intercepted  by  the 
coast  mountains  is  bOme  out  by  the  fact  that 
where  there  are  no  hills  along  the  shore  there 
are  no  nitre  beds. 

Manufacture  of  sail  from  brine. 
The  manufacture  of  salt  has  been  carried  on 
in  England  since  the  time  of  the  Bomans,  who, 
there  is  little  doubt,  made  it  from  brine.  Brine 
is  formed  by  fresh  water  reaching  the  surface 
of  the  rock  salt,  either  at  the  outcrop  of  the 
strata  or  through  a  fissure  in  the  overlying  marl. 
In  Cheshire  it  is  pretty  certain  that  the  water 
gains  admission  at  a.  higher  level  than  the  rock 
salt,  for  when  the  brine  is  first  struck  it  rises  up 
the  shaft  to  a  considerable  height,  in  some  cases 
nearly  to  the  surface.  The  natural  brine  is,  as 
would  be  supposed,  only  found  on  the  top  of 
the  upper  becfe  of  rock  salt.  It  is  reached  by 
sinking  a  huge  well  or  shaft,  sometimes  as  mijoh 
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as  10  ft.  in  diameter.  For  the  purpose  of 
keeping  water  out,  the-shait  is  lined  with  cast- 
iron  oVlindera  carefully  jointed  together  (see 
deiaoription  of  rdok-salt  mine  shaft),  or  with 
timber  backed  with  puddle.  This  shaft  is  carried 
down  until  the  marl  is  reached,  and  then  a 
bore-hole  is  driven  until  the  brine  is  tapped. 
The  top  bed  of  rock  salt  in  Cheshire  is  usually 
covered  with  a  bed  of  marlstone,  locally  called 
'  the  flag,'  which  is  very  hard  and  impervious 
to  water.  For  a  few  feet  below  the  flag  the  marl 
in  which  the  rook  head  brine  runsis  of  a  granular 
structure,  locally  known  as  '  horse  beans '  or 
'  shaggy  metal,'  and  is  probably  the  remains  of 
marl  or  other  impurity  originally  combined  with 
the  rock  salt,  but  left  behmd  as  the  rook  salt  is 
dissolved  into  brine.  On  piercing  the  flag  the 
brine  rises  into  the  shaft  with  great  force. 
Common  lift  pumps  are  employed  to  raisfe  the 
brine  to  the  surface.  They  are  suspended  by  a 
(Main  of  rods  depending  from  a  rooking  shaft  or 
R  bob  at  the  top  of  the  well.  One  engine, 
placed  near  the  lop  of  the  shaft,  generally  works 
a  pair  of  pumps.  The  brine  is  delivered  into 
reservoirs  which  are  lined  with  puddle-clay  and 
brickwork. 

The  clay  suffices  to  make  them  watertight, 
and  the  bricks,  which  are  laid  without  mortar 
on  the  top  of  the  puddle,  keep  it  from  being 
washed  away.  Very  frequently,  large  wooden 
tanks  are  used  as  brine  reservoirs.  These  are 
constrftoted  of  stout  planks  held  together  by 
wooden  plugs  (nails  cannot  be  usi  .  on  account 
of  corrosion)  and  carefully  caulked  with  oakum. 
The  brine  is  distributed  to  the  salt  pans  through 
pipes.  In:  many  places  it  is  common  to  employ 
pipes  made  out  of  the  trunk  of  a  tree  bored  out 
in  the  core  and  tapered  at  one  end.  The  taper 
end  fits  into  the  core  of  the  next  pipe. 

Such  ranges  are  found  to  stand  changes  of 
temperature  better  than  iron  ones.  In  Austria 
also  there  are  marty  miles  of  such  ranges  of 
pipes.  The  strength  of  brine  varies  very 
greatly.  It  is,  of  oouraei  dependent  upon 
the  volume  of  water  which  passes  over  the  rock 
salt,  the  area  of  the  surface  over  which  it  runs, 
and  the  length  of  time  it  is  in  contact  with  it. 
The  table  on  this  page  shows  the  composition  of 
bi-ine  in  various  places  and  countries. 

In  some  countries  where  the  brine  is  found 
too  weak  to  make  the  ordinary  method  of 
evaporation  a  profitable  one,  recourse  is  had  to 
a  device  to  strengthen  the  brine  by  evaporation 
at  the  ordinary  temperature.  This  is  done  by 
means  of  so-called  gra<duation  towers  or  houses 
(German,  Gradirhauser).  They  consist  of  scaf- 
folding which  incloses  bundles  of  brambles 
or  thorns,  built  up  in  regular  walls.  The  weak 
brine  is  pumped  up  to  the  top,  and  carefully  dis- 
tributed by  means  of  perforated  troughs  all  over 
the  summit  of  the  pile.  It  then  falls  from  twig 
to  twig,  and  is  divided  into  a  fine  shower  on  its 
way  to  the  ground,  thus  exposing  an  immense 
surface  to  the  action  of  the  air  or  wind.  At  the 
bottom  it  falls  into  a  eoUeeting  trough,  whence 
it  is  returned  to  the  top  of  the  same  or  another 
tower  until  it  becomes  sufficiently  concentrated, 
In  time,  the  thorns  become  coated  with  a  scale 
of  calcium  carbonate  and  sulphate,  and  then 
they  have  to  be  renewed.  This  incrustation  is 
technically  known  as  thorn-stone  (German, 
Vormnstein).    The   graduation  .bons«   should 
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be  built  lengthwise  in  the  direction  of  the  pre- 
vailing ■mad.  The  rapidity  of  evaporation 
depends  upon  the  hygrometrio  state  of  the 
atmosphere.  On  raiay  days  graduation  cannot 
go  on.  Experience  shows  that  from  May  to 
August  is  the  best  season.  It  has  been  calcu- 
lated that  in  ordinary  good  weather  60  kilos. 
(13  gallons)  of  water  are  evaporated  in  the 
course  of  24  hours  for  every  square  foot  of 
surface  of  the  thorns.  This  method  of  evapora- 
tion is  employed  among  other  places  at  Moutiers 
in  France,  and  at  Nauheim,  Diirrenberg, 
Bodenberg,  and  Schonfaeck  in  Germany. 

In  some  districts  where  rock  salt  is  found 
the  water  does  not  naturally  percolate-  to  the 
strata,  and  therefore  no  brine  is  struck  when 
borings  are  made.  An  artificial  brine  is  readily 
prepared  by  turning  a  stream  of  fresh  water 
down  on  to  the  bed  of  salt,  and  then  pumping  it 
up  again  as  it  becomes  saturated  with  salt.  The 
strong  brine,  being  much  heavier  than  water, 
collects  at  the  bottom  of  the  shaft,  so  the  pumps 
are  made  to  draw  from  the  bottom,  and  are  only 
run  so  long  as  the  brine  delivered  keeps  up  to 
strength.  The  yield  of  such  a  brine  shaft,  of 
course,  depends  upon  the  area  of  the  surface  of 
the  rock  salt  which  the  water  can  act  upon,  and 
this  it  will  be  seen  is  always  increasing.  The 
whole  of  the  brine  evaporated  in  the  Middles- 
brough district  is  made  in  this  way.  Water  from 
the  sandstone  strata  is  allowed  to  flow  down  the 
well  outside  the  pump  barrels,  and  thus  solution 
of  the  salt  takes  place  at  the  top  of  the  bed,  by 
which  a  cavity  is  formed.  As  the  brine  is 
pumped  from  the  bottom  of  the  cavity  more 
water  flows  down,  and  thus  the  cavity  becomes 
larger  and  its  productive  power  is  increased.  As 
the  specific  gravity  of  brine  is  about  1-2,  the 
column  inside  the  suction  pipe  rises  to  |  of  the 
height  of  the  water  column  outside. 

The  removal  of  these  subterranean  beds  of 
rock  salt  by  the  agency  of  water  occasions  in  some 
districts  very  serious  consequences.  In  carefully 
worked  mines  the  pillars  which  are  left  are 
ample  to  support  the  superincumbent  strata  so 
long  as  the  mine  is  kept  dry.  But  if,  by  any 
chance,  water  finds  its  way  in  large  quantities 
into  a  salt  mine  the  pillars  are  rapidly  dissolved, 
and  a  large  area  of  roof  is  left  without  any  sup- 
port. Then  a  subsidence  of  the  land,  occurring 
more  or  less  rapidly,  is  sure  to  take  place.  The 
water  which  finds  its  way  doivn  to  the  rock-salt 
beds  may  run  for  miles  along  its  surface,  and  so 
gradually  remove  an  ever-increasing  layer  of  the 
salt.  If  there  is  no  natural  outlet  the  solution 
of  salt  ceases  when  the  water  becomes  saturated  ; 
but  if  the  brine  is  pumped  out  for  manufacturing 
purposes  an  equivalent  volume  of  fresh  water  is 
induced  to  flow  in,  and  so  the  destruction  of  the 
salt  bed  is  greatly  intensified.  This  constant 
removal  of  the  support  causes  as  constant  a  sub- 
sidence of  the  outlyuig  lands,  and  it  is  by  no 
means  uncommon  in  the  brine-pumping  districts 
for  pieces  of  land  to  sink  at  the  rate  of  a  foot  a 
year  {see  Subsidences  in  the  Salt  Districts  of 
Cheshire ;  their  History  and  Cause,  Thos.  Ward, 
Trans.  JIanohester  Geol.  Soc.  vol.  six.,  part  vii. 
1886-7). 

The  manufacture  of  salt  from  brine  is 
essentially  a  very  simple  process.  It  is  merely 
necessary  to  evaporate  a  certain  amount  of 
Vtatcf  and  collect  the  salt  wliicji  deposits,     This 


is  effected  either  by  artificial  heat  or  by  the  heat 
of  the  sun.  When  the  former  is  employed,  it  is 
obvious  that  the  best  process  is  that  which 
secures  the  greatest  evaporation  for  the  smallest 
expenditure  of  fuel.  Until  recently,  the  method 
imiversaUy  adopted  was  to  use  an  open  shallow 
pan  and  heat  it  by  a  fire  placed  underneath. 
The  Romans  in  Cheshire  used  leaden  pans 
which  contained  only  a  few  gallons  of  brine  ;  but 
the  modem  pans  are  made  of  wrought  iron 
plates  riveted  together  and  frequently  hold  as 
much  as  50  cubic  metres.  Apart  from  this 
variation  in  the  construction  and  size  of  pans, 
the  process  has  been  little  affected  by  the  various 
and  numerous  patents  taken  out  for  improve- 
ments until  about  1892. 

The  following  is  a  list  of  some  of  the  most 
important  of  the  patents  : — 

In  1764  John  Baker  patented  a  salt-pan 
covered  over  from  end  to  end  with  a  brickwork 
arch,  and  so  arranged  that  the  hot  gases  which 
had  already  passed  under  the  pan  should  bo 
dra^^^l  over  the  surface  of  the  brine. 

In  1772  Daniel  Scott  and  John  Mackay  pro- 
posed to  arrange  pans  three  high,  and  conduct 
the  steam  from  the  bottom  boiling  pan  through 
false  bottoms  under  the  other  two. 

In  1801  James  Manly  patented  a  process  for 
purifying  brine.  He  proposed  to  heat,  in  order 
to  remove  part  of  the  impurity,  and  then  to  add 
sodium  carbonate  to  it. 

In  1806  Richard  Tomkinson  designed  a  salt- 
pan which  contained  a  hollow  iron  cylinder 
running  right  down  the  centre  and  out  at  the 
other  end.  The  middle  of  the  pan  was  deeper 
than  the  sides,  and  the  cylinder  was  supported 
so  that  the  brine  surrounded  it  at  all  times. 
The  fire  was  placed  in  the  cylinder  at  one  end 
of  the  pan. 

In  1808  WiUiam  Steel  patented  a  plant  con- 
sisting of  three  separate  vessels.  The  boiling 
vessel  was  provided  with  an  air-tight  cover, 
and  the  steam  from  it  was  conducted  under 
a  second  vessel.  The  hot  air  andflame  from 
the  flue  of  the  first  was  taken  under  a  third 


In  1824  W.  A.  Jump  and  W.  Court  proposed 
to  heat  the  first  brine  in  metallic  pipes,  placed 
in  the  flues  under  the  pan. 

In  1831  W.  A.  Jump  patented  a  pan  provided 
with  mechanical  rakes  to  draw  the  salt  to  the 
side  of  the  pan. 

In  1833  W.  Newton  proposed  to  blow  hot  air 
through  the  evaporating  brine. 

In  1838  Joseph  Hafi  patented  a  circular  re- 
volving pan.  The  salt,  as  it  formed,  was  scraped 
by  means  of  a  fixed  rake  into  a  pocket  at  the 
circumference  of  the  pan.  He  also  described  a 
semicircular  pan  with  a,  reciprocating  motion. 
He  claimed  that  in  such  pans  the  heat  was  more 
evenly  distributed  and  the  wear  consequently 
less. 

In  1839  Edward  Law  patented  •  machine 
for  evaporating  brine  by  exposing  ai.  ei..oi.ai.o 
surface  to  the  action  of  a  brisk  current  of 
air.  The  apparatus  consisted  of  an  upright 
shaft  or  axis  oarrj'ing  ten  frames  covered  with 
canvas.  These  were  constantly  moistened  with 
brine  while  the  machine  was  turned  rapidly  on 
pivots. 

Ill  the  same  -par  (July  16,  1839,  No.  8155) 
an  important  step  vv.is  taken  by  John  ReynolUs, 


SODIUM. 


13 


who  invented  a  pfooess  for  improving  the  manu- 
facture of  salt  by  '  causing  the  steam  produced 
by  boiling  brine  or  salt  water  in  a  plosed  vessel 
to  transfer  its  heat  to  and  thereby  boil  brine  or 
salt  water  in  a  second  closed  vessel,  so  that  the 
steam  from  such  second  closed  vessel  may  in 
like  manner  transfer  its  heat  to  brine  in  a  third 
vessel,  and  so  on,  by  maintaining  in  each  of  a 
series  of  closed  vessels  in  which  brine  is  sub- 
jected to  evaporation  such  relative  pressure  as 
will  cause  the  respective  boiling-points  of  the 
brine  contained  in  each  to  be  lower  from  the 
first  to  the  last  of  the  series,  so  that  the  steam 
or  vapour  produced  from  the  brine  in  each  vessel 
may  be  condensed  in  a  vessel  of '  thin  metal 
immersed  in  the  brine  of  the  next  succeeding 
vessel.  The  graduations  of  pressure  may  be 
obtained  either  by  diminishing  a  pressure 
superadded  to  that  of  the  atmosphere,  or  by 
diminishing  the  pressure  of  the  atmosphere 
alone.' 

In  1855  L.  J.  F.  llargueritte  proposed  to  pre- 
cipitate salt  from  a  solution  by  passing  hydro- 
gen chloride  into  it. 

In  1864  D.  Hall  and  A.  L.  Roosen  patented 
the  application  of  surface  heating  for  the  evapo- 
ration of  brine.  The  pan  was  covered  with  a 
brick  arch,  and  the  heat  from  the  furnace  was 
allowed  to  pass  over  the  surface  of  the  brine,  and 
then  afterwards,  together  with  the  steam  evolved, 
under  an  ordinary  open  salt-pan. 

In  1889  Alberger,  Williams  and  Alberger 
patented  a  combination  of  tubular  steam 
heaters  and  a  circular  open  pan  termed  a 
'grainer.' 

In  1893  C.  Hirzel  proposed  to  freeze  brine 
at  —20°  and  separate  the  hydrate. 

In  1898  Vis  patented  the  use  of  calcium 
chloride  to  prevent  the  calcium  sulphate  in 
brine  scaling  a  pan.  < 

In  1899  Vis  patented  an  arrangement  for 
preventing  scaling  in  vacuum  apparatus. 

In  1899  Duff  patented  a  special  arrangement 
of  multiple  effect  vessels. 

In  1900  Vis  proposed  the  purification  of 

brine  by  electrolysing  it  until  caustic  soda  was 

formed  in  sufficient  quantity  to  precipitate  the 

calcium   and   magnesium   salts   when   treated 

.  subsequently  with  carbon  dioxide. 

In  1902  Sachse  and  Kaufmann  patented 
apparatus  for  keeping  the  tubes  of  a  vacuum 
evaporator  clear  by  causing  a  weighted  chain  to 
bump  over  the  top  tube  plate. 

In  1903  Trump  took  out  a  patent  for  vacuum 
apparatus  containing  a  circulating  pump  which, 
by  causing  the  crystals  and  mother  liquor  con- 
stantly to  oe  returned  to  the  evaporator,  allowed 
the  crystals  to  grow  larger  and  at  the  same  time 
tended  to  prevent  the  formation  of  scale  by  scour- 
ing action. 

In  1903  Tee  patented  a  process  tor  making 
white  salt  by  melting  rock  salt,  blowing  heated 
air  through  the  liquid,  allowing  impurities  to 
settle  and  then  drawing  off  the  clear  salt  into 

vTAaQAlia  f\o  cool 

In  1908  Malcolm  and  Munton  patented  a 
process  for  preventmg  scaling  in  yacuum 
evaporators  by  purifying  the  bnne.  The  mag- 
nesium salts  are  removed  by  adding  partially 
electrolysed  brine  (i.e.  brine  containing  some 
caustic  soda)  to  the  raw  brine  and  then  the 
oaloinm  salts  are  precipitated  by  the  addition  of 


more  electrolysed  britto  and  treatment  With  flue 
gases  (i.e.  COj).  ' 

Of  late  years  the  greatest  improvements 
which  have  been  made  in  the  manufacture  of 
salt  have  been  in  the  direction  of  the  triple 
effect  apparatus  described  by  Reynolds  in  1839. 

The  cost  of  fuel  is  so  large  an  itcni,  in  the 
cost  of  production  of  salt  that  any  economy 
effected  in  its  use  materially  increases  the 
margin  of  profit.  With  the  ordinary  open  pans, 
1  ton  of  fuel  (slack  mth  15-20  p.c.  of  ash)  will 
make  from  2  to  2-5  tons  of  salt ;  but  a  well 
constructed  triple  effect  plant  will  yield  5-6  tons 
of  salt  per  ton  of  fuel.  In  addition  to  giving 
greater  economy  in  consumption  of  fuel,  these 
vacuum  pans  have  a  much  larger  production 
capacity  than  the  ordinary  pans. 

While,  with  a  direct-&-ed  pan  of  large  size, 
it  is  considered  good  to  get  15  tons  of  salt  per 
24  hours,  it  is  not  uncommon  for  a  set  of  multiple 
effect  vacuum  evaporators  to  yield  500  tons 
per  day,  and  some  are  now  being  built  to 
produce  720  tons  per  set  of  three  vessels.  The 
evaporators  are  constructed  with  a  central  heat- 
ing portion,  a  dome-covered  upper  part  and  a 
conical  lower  portion  communicating  with  a  salt 
receiver. 

Heat  is  applied  to  the  vessels  through  tubes 
which  prevent  the  brine  from  coming  into 
actual  contact  with  the  heating  medium.  Steam 
or  any  hot  gases,  such  as  flue  gas  or  exhaust 
from  gas  engines,  can  be  employed  for  heating 
the  first  vessel  in  the  series.  The  steam  which 
is  evolved  from  the  boiling  brine  in  the  first 
vessel  is  employed  for  heating  the  second  of 
the  series,  and  that  from  the  second  serves  to 
heat  the  third.  Where  a  fourth  vessel  is  em- 
ployed, the  heating  is  effected  by  steam  from 
the  third.  The  steam  evolved  from  the  last 
vessel  of  the  series  passes  to  a  vacuum  engine 
cither  direct  or  after  a  condenser.  With  this 
arrangement,  evaporation  takes  place  in  each 
vessel  at  a  lower  pressure,  and  therefore  at  a 
lower  temperature,  than  in  the  preceding  vessel, 
so,  while  the  pressure  in  the  first  may  be  little 
below  atmospheric,  that  in  the  last  is  a  high 
vacuum. 

To  facilitate  the  removal  of  salt  vrithout 
interruption  of  the  process  of  evaporation,  it  is 
usual  to  make  a  long  leg  to  the  evaporators  so 
as  to  maintain  a  column  of  brine  equal  to  the 
vacuum  and  allow  the  crystals  to  fall  into  a 
receptacle  which  lutes  the  bottom  of  the  leg. 
It  is  common  to  provide  this  with  an  elevator 
and  so  remove  the  salt  as  it  forms  to  a  storage 
hopper. 

Fig.  6  shows  the  arrangement  of  a  typical 
multiple  effect  plant.  In  this  plan  (copied  from 
a  recent  patent)  four  vessels  are  shown,  marked 
AI,  A2,  A3,  and  A4.  The  heating  chambers  are 
marked  Bl,  B2,  B3,  and  B4.  That  of  B2  is  shown 
in  part  section  to  illustrate  the  arrangement  of 
tubes  through  which  the  brine  circulates.  The 
long  legs  C  of  each  pair  of  vessels  meet  in  one 
boot  at  aii  elevator  bottom,  and  the  salt  is 
raised  by  the  elevators  K  to  the  receptacle  P. 
G  is  a  condenser  for  producing  vacuum  by  the 
condensation  of  steam. 

Fig.  7  shows  an  end  view  of  the  same  plant. 
Each  vessel  has  a  separate  brine-feed  pipe  from 
a  common  main. 

Fig.  8  (p.  15)  illustrates  another  form  of  plaul 
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where  the  vessels  are  placed  at  different  heights,  I  vacuum  in  the  vessel.     Here  each  evaporator  has 
so  as  to  give  a  length  of  leg  in  proportion  to  the  |  its  own  elevator. 
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This  process  has  rendered  the  manufacture 
of  salt  remunerative  in  places  where  heat  was 
in  some  form  or  other  being  wasted.  One  of  its 
first  applications  was  in  utilising  the  exhaust 
steam  from  the  lumber  miUs  of  Michigan,  and . 
latterly  it  is  being  found  suitable  for  making 
use  of  the  steam  from  turbines  and  for  gene- 
rating electricity.  The  great  source  of  trouble 
in  worldng  the  process  is  the  impurity  of 
ordinary  brine.  The  calcium  sulphate,  which 
every  natural  brine  contains,  separates  in  the 
form  of  scale  on  the  tubes.  This  scale,  con- 
taining anhydrite  and  a  large  quantity  of  salt, 
has  to  be  constantly  removed  because  it  seriously 
interferes  with  the  transfer  of  heat. 

Many  devices  have  been  tried  to  overcomo 
this  difficulty.  Some  of  the  most  obvious  are 
those  which  dear  with  the  partial  purification  of 
the  brine  prior  to  its  use  in  the  evaporators. 
Other  mechanical  ones  have  been  fairly  success- 
ful, notably  that  patented  by  Trump  in  1903. 
The  best,  however,  appears  to  be  the  addition  of 
calcium  chloride  to  the  brine  during  evaporation, 
as  suggested  by  Vis  in  1898.  This  causes  pre- 
cipitation of  the  calcium  sulphate  in  the  form  of 
small  crystals  that  mix  -with  the  salt  and  does 
not  allow  scale  to  form  on  the  tubes.  The  salt, 
on  withdrawal  from  the  apparatus,  is  washed 
free  from  calcium  chlo];ide  with  fresh  brine. 
The  washings  a^e  sent  with  the  brine  fed  into 
the  evaporators  and  so  the  calcium  chloride  is 
used  over  and  over  again. 

Salt   makers    experience   one    difficulty   in 
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Workiug  vacuum  plant,  and  tlia^  is,  the  giain 
of  the  salt  produced  is  always  fine.  Where  a 
coarse  grain  of  salt  is  required,  brine  Which  has 
been  heated  in  a  vacuum  evaporator  has  to  be 
allowed  to  flow  through  an  ordinary  open  pan 
or  a  grainer  so  as  to  permit  the  crystals  of  salt 
to  form  slowly  and  to  grow. 

Ja  the  ordinary  process  of  manufacturing 
salt  the  brine  is  run  into  a  shallow  pan,  whion 
is  heated  from  below,  and  is  made  of  such  a 
skape  as  will  expose  as  much  surfaice  as  pos> 
sible  both  to  the  action  of  the  fire  and  of  the 
air.  The  oldest  pans  of  which  there  is  any 
record  were  made  of  sheet  lead,  and  were  only 
about  3  ft.  square  and  3-4  ins.  deep,  holding 
little  more  than   16  gallons.    These  so-called 


'leads,'  when  filled,  were  sot  aside  in  «,  warm 
place  or  on  a  hot  flue,  until  the  brine  deposited 
its  salt.  About  the  middle  of  the  seventeenth 
century  iron  pans  superseded  the  leaden  ones. 

Writing  in  1748,  Brownrigg  describes  pans 
then  in  use  as  being  made  of  '  pKtes  of  iron 
joined  together  with  nails  and  tht  joints  filled 
with  a  strong  cement.  Strong  iron  hooks  hang 
down  from  beams  of  iron  fixed  across  the  pan 
and  are  linked  to  other  hooks  on  the  bottom  of 
the  pan  and  thus  prevent  it  from  bending  down ' 
(The  Art  of  Making  Common  Salt). 

In  1765  the  largest  pans  used  at  North wieh 
were  20  ft.  long  by  9  or  10  ft.  wide.  At  the 
present  time  the  smallest  employed  are  25  ft. 
long  by  20  ft.  wide  and  15  ins.  deep,  while  some 
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of  the  pans  used  for  making  coarse  salt  are  70  ft, 
long  by  25  ft.  wide  and  18  ins.  deep. 

The  pans  are  placed  upon  brickwork,  which 
serves  for  a  support  and  also  forms  the  walls 
of  the  flues.  The  fireplaces  are  placed  in 
the  front,  and  vary  in  number  from  2  to  4, 
according  to  the  size  of  the  pan  and  the  work  it 
has  to  do.  The  flues  are  frequently  carried 
straight  from  front  to  back  of  the  pan.  In 
some  pans  the  portions  marked  B  in  Figs.  10  and 
12  are  shut  off  from  the  flues  in  order  that  when 
the  salt  is  raked  up  to  the.  side,  previous  to 
drawing,  it  does  not  cause  super-heating  of  the 
pan  plates.  Fig.  9  shows  the  front  view  of  a 
salt  pan ;  Fig.  10  is  a  cross  section  at  the  break 
shown  in  Fig.  11 ;  Fig.  11  is  a  longitudinal  sec- 
tion J  Kg.  12  is  a  plan  of  the  flues. 

The  pans  are  made  of  wrought-iron  plates 
carefully  riveted  together  like  boilers.  The 
plates  which  lie  directly  over  the  fires  are  made. 


of  greater  strength  than  the  rest  of  the  pan,  on 
account  of  the  greater  wear  which  they  have  to 
stand.  As  these  plates  have  to  be  renewed  more 
frequently  than  any  others,  they  are  made 
smaller,  and  are  so  arranged  that  they  can 
readily  be  cut  out  (see  Fig.  13).  Each  set  of  fire- 
plates  A,  A,  A,  A,  is  separated  from  its  neighbours 
by  a  midf  eather  plate  B,  B,  which  rests  upon  the 
wall  dividing  two  fireplaces.  The  two  outer 
sets  are  separated  from  the  side  of  the  pan  by  a 
similar  long  plate.  The  bottom  and  sides  of  the 
pan  are  joined  by  means  of  an  angle  iron,  to 
which  each  is  firmly  riveted  (Fig.  14). 

As  above  stated,  the  plates  A  which  lie  in 
the  vicinity  of  the  fires  are  subjefcted  to  the 
greatesi;  wear.  When  they  become  over-heated 
they  sink  and  stretch,  and,  in  so  stretching, 
they  tear  the  plates  o  at  the  front  of  the  pan- 
It  is  obvious  that  the  removal  of  the  front  plate 
would  necessitate  frequent  interference  with  the 
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angle  il-ott,  and  this  would  entail  a  greater 
expenditure  o£  labour;  therefore  it  is  found 
advisable  to  place  two  rows  of  plates  along^  the 
front.  All  the  places  used  in  the  neighbourhood 
of  the  fires  are  f  in,  thick,  while  those  em- 
ployed for  the  back  parts  are  J  in.  Some 
French  pans  have  the  fire-plates  raised  towards 
the  centre  above  the  level  of  the  rest  of  the  pan 
{see  Fig.  17),  in  order  that  the  salt,  when  formed, 
may  float  off  the  fire-plates.  Salt-pans  should 
be  made  to  extend  about  1  ft.  or  1  ft.  6  ins. 
beyond  the  front  wall,  in  order  to  keep  the 
angle  iron  well  out  of  the  fires.  They  are  also 
made  to  overlap  the  side  walls  by  about  6  ins.. 


Tia.  9.— Setting  of  Salt-pans. 
A.  The  salt-pan.    i).  The  Jront  wall  or  Jore-bye. 
c,'  0,  c,  c.  The  fireplaces,    n,  s,  D,  D.  Ash  holes. 

for  the  double  purpose  of  keeping  the  angle 
iron  clear  of  the  flues,  and  for  allowing  what  is 
known  as  toe-room  for  the  man  wno~  draws 
the  salt  out  of  .the  pan.  If  the  drawer  can  place 
his  toe  under  the  pan,  he  is  able  to  get  his  leg. 
flat  against  the  side  of  the  pan.  This  affords 
him  greater  power  in  stooping  over  the  pan, 
and  prevents  him  wearing  the  skin  off  his  Imee, 
The  best  method  of  setting  the  pan  on  the  side 
walls  is  to  build  up  a  9-in.  wall,  and  make  the 
top  course  of  bricks  only  4J  ins.  deep  {see  Fig.  15). 
What  is  technically  known  as  the  '  standing 
side '  consists  of  a  gangway  of  2-in.  planks 
about  2  ft.  wide,  which  runs  the  entire  length  of 
the  pan,  on  a  level  with  the  top  of  the  9-ih. 
side  wall.  On  both  sides  of  the  pan,  and  often 
across  the  back,  there  runs  a  platform  composed 
of  2-in,  planks  well  jointed  together,  and 
caulked  with  oakum.  These  stages  are  techni- 
cally known  as  the  '  hurdles,'  and  serve  for  a 
receptacle  for  the  wet  salt  freshly  drawn  from 
the  pan.  They  have  a  fall  towards  the  centre 
or  half-length  of  the  pan,  and  are  bordered  on  the 
pah  side  by  a  gutter  in  order  that  the   brine 
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are  25-35  ft.  long  and  20-24  ft.  wide,  and 
15-18  ins.  deep.  The  brine  is  boiled  and  reaches 
the  temperature  of  226°P.  or  107-5°C.  As  the 
salt  forms  it  is  raked  off  the  fire-plates  to  the 
side  of  the  pan  from  timfe  to  time. '  Twice  or 
three  times  in  24  hours  the  salt  is  drawn  from  tho 
pan. 

The  salt  is  lifted  out  of  the  pan  on  a  ]  er- 
forated  sort  of  shovel,  known  as  a  '  skimmer ' 
(Fig.  19).    As  it  is  drawn  out  of  the  pan  it  is 


no,  10. — Setting  op  Salt-pans, 
A,  The  salt-pan,    E,  e,  e,  e.  The  flues, 

which  drains  from  the  salt  may  run  back  into  the 
pan  (Fig.  16),  It  is  customary  on  the  Continent 
to  cover  in  the  salt-pans  vrith  a  wooden  shelter, 
provided  with  an  upright  shoot  to  take  off  the 
steam.  In  such  cases  this  cover  serves  instead 
of  the  hurdles,  and  it  possesses  the  distinct 
advantage  that  the  heat  from  the  pan  serves  in 
a  great  measure  to  dry  the  salt.  In  some  Con- 
tinental works  a  tramway  runs  down  the  centre 
of  this  wooden  cover,  and  the  salt  is  taken  off 
in  trucks  {set  Figs.  17  and  18). 

Fine-grained    or    lump    salt.    Fine-grained 
gait  is  made  in  the  smallest-sized  pans.    These 


Fig.  11. — Setting  op  Salt-pans. 

A.  The  salt-pan,    0,  The  fireplace,    d.  Ash  hole. 

B,  Flue.. 

placed  either  in  wooden  boxes  (Fig,  20)  standing 
on  the  hurdles,  or  throvm  on  to  the  hurdles  in 
bulk.  As  it  cools  in'  the  boxes  the  hot  brine 
which  it  contains  crystallises,  and  suffices  to 
cement  the  whole  together  into  a  solid  mass. 
This  is  knocked  out  of  the  box  and  placed  in 
the  stoving  chamber  to  dry.  This  hot  room  is 
generally  heated  by  the  waste  heat  from  the 
flues  of  boiling  pans.  The  fine  table  salts  are 
prepared  by  crushing  and  grinding  the  lumps 
after  drying. 

Common  salt.  The  name  '  common  '  is  given 
to  that  grain  of  salt  which  is  made  for  use  in 
various  manufacturing  operations.  It  is  made 
at  a  temperature  of  160°-180°F„  or  61°-82°C„ 
in  pans  45  ft.  long  by  26  ft.  wide  and  18  ins. 
deep.  The  salt  is  raked,  off  the  fires  about 
every  2  hours,  and  drawn  out, of  the  pan  every 
24  or  48  hours.  After  draining  on  the  hurdles 
for  some  hours  it  is  shipped  off  in  railway 
waggons. 


Fig.  12. — Setting  op  Salt-pans. 
E.  Flues,    v.  Blank  spaces. 

Fishing  salt.  Fishing  salt  is  a  coarse- 
grained variety  manufactured  for  the  fish- 
curing  trade.  It  is  made  at  a  temperature  of 
100''-140°F.,  or  37-7°-60°C.,  in  pans  50-60  ft. 
long  by  24-25  ft.  wide  and  2  ft.  deep.  The 
salt  is  drawn  out  once  a  week  or  once  a  fortnight, 
according  to  the  grain  required.  These  pans  are 
often  heated  by  the  flue  gases  from  boiling-pans. 
A  little  alum  is  added  to  the  brine  to  harden 
the  crystals  of  salt. 

Bay  salt.  Bay  salt  is  the  coarsest-grained 
salt  manufactured.  The  pans  employed '  are 
very  large,  sometimes  even  140  ft.  long  by  26- 
30  ft.  broad.  The  temperature  of  the  brine  is 
kept  at  about  100°-120°F.  The  salt  is  d*awn 
every  3  weeks  or  month. 

The  salt  manufacturer  frequently  manipu- 
lates his  brine  in  order  to  obtain  the  exact  grain 
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of  salt  that  he  requires.  The  addition  of  gelatin, 
clue,  or  any  kind  of  grease  causes  the  salt  to 
form  in  very  small  crystals,  whilst  the  addition 
of  alum  has  the  opposite  eSeot.  The  operation 
of  adding  such  substances  is  technically  known 
as  '  poisoning  the  pan.'  Alum  is  employed  in 
the  manufacture  of  the  variety  of  salt  known  as 
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Fio.  13. — Plan  of  Salt-pan,,  showing 
Abrangbment  Off  Plates. 
'hopper  salt.'  It  causes  the  salt  to  crystallise 
in  hollow  cubes,  and  as  these  float  about  before 
falling  to  the  bottom  of  the  pan  they  become 
surrounded  by  others,  and  gradually  form  into 
the,  shape  of  a  Shoot  or  hopper  (Kg.  21). 

Natural  brine  is  seldom  a  solution  of  pure 
sodium  chloride,  but  generally  contains  other 
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Fig.  li. 
salts  in  solution,  as  will  be  seen  from  the  fore- 
going analyses  (p.  11).  Certain  of  these  sub- 
stances separate  out  during  the  process  of 
evaporation,  and  not  only  render  the  salt  impure, 
but  give  trouble  in  the  pan.  If  the  brine  con- 
tains calcium  bicarbonate,  the  application  of  heat 
produces  a  precipitation  of  calcium  carbonate. 


called  a  •  cat.'  This  is  not  the  vonly  trouble 
caused  by  a  leaky  pan,  for,  in  addiHon,  hydro- 
chloric acid  is  frequently  formed,  through  the 


J!IG.  lU. 
A.  Salt-pan.  n,  b.  The  hurdles,  c.  maiidin;;  aside, 
decomposition  of  sodium  chloride  by  sulphur 
dioxide  in  the  presence  of  water.  The  sulphur 
dioxide  is  generated  by  the  combustion  of 
small  quantities  of  pyrites   in  the  fuel.    All 


liG.  If. 
When,  this  occurs  in  a  salt-pan  the  calcium  car- 
bonate (which  is  almost  always  accompanied  by 
oxide  of  iron)  deposits  on  the  top  of  the  fire 
plates,  and  forms  what  is  technically  called 
'  sand  scale.'  This  has  to  be  broken  from  time 
to  time  with  a  blunt  pick  and  fished  out  of  the 
pan,  otherwise  the  plateS  would  get  red  hot 
and  bum  away.  When  a  pan  begms  to  leak, 
the  brine  often  crystaUises  as  it  drops  into  the 
flue,  and  forms  a  stalactitic  muss,  which  is  locally 
yoL.  v.— 2*. 


Fio.  17. — Longitudinal  Section  of  a  French 
Salt-pan,  showing  Shape   op  Pan  and 
Abrangement  of  Wooden  Covee. 
A.  Salt-pan.  a,  a,  a.  Baised  flre-plates.  n.  Fireplace. 

c.  Flue.    D,  D,  D,  &c.  Movable  doors  in  cover,    e,  E  E. 

Cover  forming  hurdles. 

British  salt  works  are  now  under  Government 
inspection,  and  the  chimney  gases  are  tested 
from  time  to  time  by  the  inspectors. 

If  brine  contains  calcium  sulphate,  it  de- 
posits it  when  heated.    This  falls  to  the  bottom 


Fig.  18. — Front  view   of  a  French    Salt- 
pan, SHOWING   Chimneys  to  carry  oeb 
the  Steam. 
Dotted  line  shows  curve  ol  the  pan  over  tt)e  flres. 
of  the  pan,  and  forms  a  scale  which  frequently 
contains   a   large   quantity   of  salt.     It  some- 
times accumulates  to  a  thickness  of  4  ms.  and 
is  known  as  '  pan  scale.'    On  account  of  the 
growtli  of  scale  and  the  consequent  decreased 
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efficiency  of  the  pan,  it  becomes  necessary  after 
working  for  a  given  time  to  run  oH  all  the  liquid 
from  the  pan  and  remove  the  scale.  This  opera- 
tion is  termed  '  picking  '  the  pan. 
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Fig.  19.  V 

Solar  salt.  In  some  places,  where  the 
natural  brine  is  so  weak  or  fuel  is  so  scarce  that 
evaporation  by  artificial  heat  is  not  remimera- 
tive,  salt  is  made  by  exposing  the  brine  to  the 
rays  of  the  sun  in  large  wooden  pans  resting  on 
the  ground.  Such  pans  are  frequently  provided 
with  movable  covers  which  are  pushed  aaide  in 
fine  weather  and  drawn  over  if  rain  comes. 

.Along  the  sea-coast  of  countries  which  possess 
a  dry  climate  or  habitually  experience  a  hot 
summer,  salt  is  made  by  solar  evaporation  of 
sea  water. 
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The  mother-liquors  are  comparatively  rich  in 
bromides  of  calcium  andmagnesium,andare  some- 
times employed  for  the  extraction  of  bromme. 

In  some  cold  countries,  such  as  Russia  and 
Sweden,  salt  water  is  allowed  to  freeze,  and  the 
ice,  which  consists  of  nearly  pure  water,  is 
removed.  By  repeating  this  several  times,  a 
mother -liquor  is  obtained  which  is  sufficiently 
strong  to  boil  down-.  The  salt  obtained  does  not 
contain  more  than  75-85  p.c.  of  sodium  chloride. 

J.  I.  W., 
Sodium  bromide  can  be  prepared  by  neutral- 
ising a  solution  of  sodium  hydroxide  or  carbonate 
mth  hydrobromic  acid,  but  is  usually  made  techni- 
cally by  adding  bromine  to  a  hot  solution  of  caustic 
soda,  mixed  with  powdered  charcoal.  Sodium 
bromide  and  bromate  are  first  produced,  but  on 
evaporating  the  solution  to  dryness  and  heating 
the  residue,  the  latter  is  reduced  by  the  charcoal. 
6NaOH+3Br2=5NaBr+NaBr03+3HsO 
2NaBr03+3C=2NaBr4:3C02. 
Sodium  bromide  forms  white  crystals  which, 
when  prodiiced  from  solutions  below  60°,  con- 
tain two  molecules  of  water  and  belong  to  the 
mouoclinie  system.  Above  that  temperature 
the  anhydrous  salt,  crystallising  in  cubes  of  sp.gr. 
3014,isobtained.  Asecoridhydrate,NaBr,5HiiO, 
separates  out  from  strongly  cooled  solutions  of 
the  salt.  The  anhydrous  salt  melts  at  about 
760° ;  it  dissolves  in  water  with  considerable 
absorption  of  heat,  its  solubility  being  given 
below  (De  Coppet,  Ann.  Chim.  Phys.  1883,  [vi.] 
30,  420)  :— 

Temp.    —10°    0°     20°     40°     60°     80°     100°    120° 
Grams 

75-1  79-5  90-3  lOo'S  117  118-5  120-5  122-5 


"Fro.  20. — A  Box  fob  Lump  &ali. 
A  large  piece  of  land,  slightly  below  high- 
water  mark,  is  levelled  and  surrounded  by  a 
wall  or  bank.  The  ground  is,  if  necessary, 
puddled  with  clay  to  make  it  water-tight,  and  the 
enclosed  space  is  divided  into  compartments 
by  internal  walls.  Sea  water  is  admitted  at 
liigh  tide,  and,  after  being  allowed  to  deposit 
any  solid  matter  it  may  contain,  is  run  from 
compartment  to  compartment  until  salt  crystal- 
lises out.  This  is  then  raked  together  into  heaps 
apid  allowed  to  stand  while  the  more  deliquescent 
salts,  such  as  magnesiuin  chloride,  run  away. 


Fig.  21. 
These  salt  gardens  (German,  Salz-Garten)  are 
freely  worked  in  Portugal,  Spain,  France, 
Austria,  Corsica,  Italy,  Cyprus,  Smyrna,  and  in 
India,  and  produce  very  large  quantities  of  salt. 
The  product  is  naturally  much  more  impure  than 
that  made  from  brine  derived  from  rock  salt. 
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water 

The  saturated  solution  boils  at  121°  It  is 
also  soluble  in  alcohol  and  in  acetone,  one  part 
of  the  salt  requiring  at  the  ordinary  temperature 
14  parts  of  eth^  alcohol  or  4-6  parts  of 
metliyl  alcohol  for  solution.  For  the  sp.gr.  of 
sodiuin  bromide  solutions,  see  Kremers  (Pogg. 
Ann.  1855,  96,  39);  for  their  electrical  conduc- 
tivity, see  Ostwald  (Allgem.  Ch.,  Leipzig,  1893), 
and  for  their  refractive  indices  see  Borgesius 
(VVied.  Annalen,  1895,  54,  233). 

Sodium  bromide  is  occasionally  employed  in 
medicine  in  place  of  the  potassium  salt,  which  it 
resembles  in  its  physiological  effects. 

Sodium  iodide.  This  salt  can  be  prepared 
artificially  in  a  manner  analogous  to  that  given 
under  sodium  bromide  (.q.v.),  or  by  double  de- 
composition between  solutions  of  ferrous  iodide 
(prepared  by  acting  on  iron  filings  with  iodine 
in  the  presence  of  water)  and  caustic  soda.  It 
separates  from  solutions  at  temperatures  under 
65°  in  white,  slightly  deliquescent  crystals  con- 
I  taihing  two  molecules  of  wuter,  which  are  iso- 
morphous  with  the  corresponding  hydrates  of 
sodium  bromide  and  chloride.  Above  65°  the 
anhydrous  salt  is  obtained.  Panfiloff  (J.  Buss. 
Phys.  Chem.  Soo.  25,  272)  has  obtained  the 
hydrate  NaI,5HjO  by  cooling  a  solution  of  the 
salt  to  —14?.  Sodium  iodide  melts  at  about 
650°.  The  sp.gr.  of  the  anhydrous  salt  is  3-665. 
The  salt  is  very  soluble  in  water,  100  parts  ol 
this  liquid  dissolving  at 
0°  10°  20°  30°  40°  60°  60°  80°  100° 
159  169  179  190  205  228  257  295  302, 
parts  of  sodium  iodide  (De  Coppet,  Ann,  Cliim. 
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Phys.  1883,  30,  420).  The  boiling-pojnt  of  the 
saturated  solution  is  141°.  One  part  of  the 
salt  dissolves  in  1-7  parts  of  ethyl  or  1'2  parts 
of  methyl  alcohol  at  ordinary  temperatures,  and 
it  is  also  very  soluble  in  acetone.  If  sodium 
iodide  be  kept  fused  for  a  considerable  time  in 
contact  with  air,  it  loses  a  little  iodine.  Heated 
with  carbon  in  presence  of  air  it  is  almost  com- 
pletely converted  into  carbonate.  For  the 
electrical  conductivity  of  sodium  iodide  solutions, 
see  Kohlrausoh  and  Holbom,  Leitvermogeu  der 
Elektrolyte,  Leipzig,  1898.  Tor  the  melting- 
points  of  mixture  of  KI  and  Nal,  see  Kumakow 
and  Shemtsohushui,  Chem.  Zentr.  1906,  i,  527. 
A  compound  Nal5,2(C8H6N02)  has  been  isolated 
by  Dawson  and.  Goodson  (Chem.  Soo.  Trans. 
1904^85,  796)  from  a  solution  of  sodium  iodide 
in  nitrobenzene  saturated  with  iodine,  in  the  form 
of  greenish  metallic  crystals  which  deliquesce  in 
the  air.  Sodium  iodide,  like  sodium  bromide,  is 
used  to  a  small  extent  in  medicine  in  place  of  the 
potassium  salt.    See  also  vol.  iii.  p.  153. 

Sodium  hyposulphite,  see  under  Byposid- 
phwovs  acid,  art.  Stilphub. 

Sodium  sulphides.    See  p.  29. 

Sodium  sulphites.  Three  sulphites  of  sodium 
are  known,  i.e.  the  normal  sulphite,  the  bisul- 
phite, and  the  metabisulphite. 

Normal  sodium  sulphite  can  be  prepared  in 
the  anhydrous  state  by  heating  sodium  bisulphite 
with  the  theoretical  amount  of  sodium  bicar- 
bonate or  by  passing  ammonia  gas  into  a  solution 
of  sodium  ohloride  and  ammonium  sulphite.  If 
a  cold,  saturated  solution  of  the  heptahydrated 
salt  be.  heated,  a  crystalline  precipitate  of  the 
a,nhydrou8  sailt  is  formed. 

The  salt  is  unalterable  in  air  and  dissolves 
readily  in  water  ;  by  evaporation  of  the  solution 
Vliite,  monoclinio  crystals  of  the  heptahydrate 
are  obtained.  These  have  a  sharp  taste, 
effloresce  on  exposure  to  air,  and  dissolve  fairly 
easily  in  water,  yielding  a  solution  which  reacts 
alkaline.  The  solubility  for  different  tempera- 
tures has  been  determined  by  Kremers — 

Temperature  .  .  '  .  0°  20°  40°  100° 
GramsNaaSOaperlOOof  water  14  29    50      33 

According  to  Mitscherlich  (Pogg.  Ann.  1827, 
12,  140)  the  solubility  of  the  salt  reaches  a 
maximum  at  33°,  which  temperature  represents 
the  transition-point  of  the  hydrated  into  the 
anhydrous  salt. 

Dilute  solutions  of  sodium  sulphite  oxidise 
rapidly,  but  a  20  p.c.  solution  is  stable  (Lumifere 
and  Seyewetz,  Revue  g6n.  chim.  pur.  et  app. 
1896,  7,  111).  The  oxidation  is  greatly. accele- 
rated by  the  presence  of  small  quantities  of 
copper  sulphate,  whilst  potassium  thiocyanate 
and  maunitol  have  a  retarding  action.  On 
heating  in  air  sodium  sulphite  yields  a  mixture 
of  sulphide  and  sulphate — 

4Na2S03=3NajSOi4-Nai,S. 

On  the  Jarge  scale  sodium  sulphite  is  prepared 
by  passing  sulphur  dioxide  through  a  solution 
dJ  sodium  carbonate  or  through  a  vessel  filled 
with  the  crystallised  salt,  until  the  product  has 
an  acid  reaction.  The  resulting  solution,  con- 
sisting chiefly  of  bisulphite,  is  converted  into  the 
normal  sulphite  by  adding  sodium  carbonate  to 
the    boilinf   siylntion    until    no    more    carbon 


dioxide  is  evolved.  The  liquid  is  then  allowed 
to  settle,  decanted  and  evaporated  to  the 
crystallising-point. 

(i.)  NajC03+2S02-fHjO=2NaHS03+COa. 
(ii.)  2NaHS03-)-NajC03=2Na2S03-fC02. 

Sodium  bisulphite  NaHSO,  is  produced  by 
saturating  a  solution  of  sodium  carbonate  with 
sulphur  dioxide.  It  forms  a  white  powder, 
smelling  of  sulphur  dioxide,  is  only  sparingly 
soluble  in  water,  and  is  precipitated,  from  its 
aqueous  solution  by  alcohol.  On  heating,  it 
decomposes,  evolving  sulphur  and  sulphur 
dioxide  and  leaving  a  residue  of  sulphate.  A 
crystallised  trihydrate  and  tetrahydrate  have 
been  obtained  by  strongly  cooling  the  solution 
of  the  bisulphite  made  in  the  above  men- 
tioned way ;  both  are  very  unstable,  and  rapidly 
change  into  the  stable  metabisulphite. 

Sodium  metabisulphite  Ha^SjOg  is  prepared 
by  supersaturating  a  solution  of  sodium  car- 
bonate with  sulphur  dioxide,  when  it  is  obtained 
in  anhydrous  crystals  on  cooling  the  solution. 
The.  salt  only  slowly  oxidises  on  exposure  to 
air  at  the  ordinary  temperature ;  on  cautious 
heating  at  80°  it  loses  1  molecule  of  SOj,  and  on 
further  rapid  heating  evolves  sulphur  and  sulphur 
dioxide,  leaving  sodium  sulphate 

(Schultz-Sellack,  J.  pr.  Chem.  p.]  110,  459). 

It  is  made  technically  by  the  method 
described  above  or  by  passing  sulphur  dioxide 
over  monohydrated  sodium  carbonate  (Carey 
and  Hurter,  Eng.  Pat.  4512,  1882). 

The  normal,  hi-,  and  metabisulphites  of 
sodium  are  largely  employed  in  various  indus- 
tries, chiefly  as  antiseptics,  reducing  agents,  and 
sources  of  sulphur  dioxide.  The  boiling  solution 
of  the  sulphite  has  the  property  of  readily  dis- 
solving the  resin,  gum,  &c.,  contained  in  wood 
without  in  any  way  affecting  the  cellulose. 
Hence  the  bisulphite  is  used  in  preparing  the 
'  sulphite  pulp  '  now  so  largely  made  from  wood 
for  use  in  the  manufacture  of  paper.  It  is  also 
employed  in  the  calico-printing  and  colour 
industries  as  a  reducing  agent,  and  as  an 
'  antiehlor '  for  removing  the  last  traces  of 
chlorine  from  the  bleached  pulp  obtained  in 
paper-making.  It  also  finds  application. as  an 
antiseptic  for  steeping  grain,  preserving  food,  &e., 
and  a  strong  solution  is  employed  as  a  sterilising 
medium  for  brewers'  casiis.  Owing  to  its 
property  of  combining  with  many  organic 
aldehydes  and  ketones  to  form  ciystalline, 
mostly  insoluble,  additive  compounds  which  can 
easily  be  isolated  and  purified,  it  is  used  in  the 
laboratory  in  the  identification  and  purification- 
of  these  classes  of  compounds.  Normal  sodium 
sulphite  finds  application  in  medicine  as  an 
antiseptic  and  as  an  antizymotic  for  internal 
use.  Its  solution  has  been  proposed  for  use  in 
gas  analysis,  owing  to  its  power  of  absorbing 
nitric  oxide..  Both  the  normal  and  metabi- 
sulphites are  extensively  employed  in  the  pre-  , 
paration  of  photographic  developers .  for  pre- 
venting the  oxidation  of  the  pyrogallol,  hydro- 
quinbne,  &o.,.  which  these  contain,  and  the  ^ 
normal  salt  has  been  proposed  by  Abney  (Phot. 
News,  1885,  370)  as  a  substitute  for  the  sodium 
thiosulphate  used  to  dissolve  out  the  unaltered 
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silver  salts  in  the  process  of  fixing  photographic 
prints,     A  large  number  of  double  sulphites  of 
sodium  with  other  metals  are  known,  the  most 
interesting   being  the   sodium   potassium   sul- 
phite, which  was  formerly  thought  to  exist  in 
two  isomerio  forms.    This  view  has,  however, 
been  shown  to   be  incorrect  (Barth,  Zeitsch. 
physikal.   Chem.    1892,   9,   176;    Arbusoff,   J. 
RusB.  Phys.  Chem.  Soc.  1909,  41,  447). 
Sodium  thiosulphate.    See  p.  29. 
Sodium  silicates.    The  solubility  of  silica  in 
alkalis  was  well  known  to  the  alchemists,  a 
method   for   preparing   sodium   silicate   being 
described  aa   early  as  1520.    They  were  also 
well  acquainted  with  many  of  the  properties  of 
the  resulting  solution,  such  as  the  coagulation 
which  takes  place  on  adding  an  acid.     Sodium 
silicates  are  prepared  by  fusing  together  silica 
and  sodium  carbonate   or  by  digesting  finely- 
divided  silica  with  caustic  soda  solution.    Tne 
composition  of  the  resulting  silicate  varies  with 
the  duration  of  the  heating,  the  temperature, 
and  the  relative  amoxmts  of  silica  and  alkali 
employed.     A  number  of  sodium  silicates  have 
been  prepared  and  examined  by  Ordway  (Amer. 
J.  Soi.  [ii.]  32,  162,  337 ;  33,  27,  35  ;  35,  35,  185), 
but  the  metasilicate  Na^SiOs  is  the  only  well- 
defined   one.     It   may    be   obtained   pure   by 
digesting   the   theoretical  amount  of   freshly- 
precipitated,  hydrated  silica  with  caustic  soda 
solution.    On  adding  twice  the  volume  of  alcohol 
it  is  precipitates  as  a  white,  crystalline  powder. 
Only  the  metasilicate  has  been  obtained  in  the 
crysta.lline  condition,  the  others  forming  amor- 
phous, glassy  bodies. 

,  Plire  sodium  metasilicate  is  a  white,  crystal- 
line salt,  melting  at  about  1000°  (Kultascheff, 
Zeitsch.  anorg.  Chem.  1903,  35,  187).  Hydrates 
containing  5,  6,  7,  8,  and  9  mols.  of  water 
have  been  d,^scribed,  but  their  existence  is 
somewhat  doubtful.  The  aqueous  solution  of 
the  salt  has  an  alkaline  reaction  owing  to 
hydrolytic  dissociation.  Kahlenberg  and  Lin- 
cohi  (J.  Phys.  Chem.  1898,  2,  81)  state  that  at  a 
dilution  of  1  grm.  mol.  in  48  litres  the  hydrolysis 
is  complete,  according  to  the  equation  : 

Na2Si03+H20=SiOa+2NaOH 
the  silica  being  in  colloidal  solution. 

Aqueous  solutions,  even  dilute  ones,  of  sodium 
silicate  are  precipitated  by  alcohol.  On  treat- 
ment with  acids,  even  carbonic  acid,  the  salt  is 
completely  decomposed  with  separation  of 
gelatinous  sili6a ;  the  alkaline  carbonates  and 
chlorides,  especially  ammonium  chloride,  also 
precipitate  the  silica.  Salts  of  the  alkaline 
earths  give  precipitates  of  insoluble  double 
sihcates.  Commercial  sodium  silicate,  also 
called  soluble  glass  or  water-glass.usually  approxi- 
mates to  the  composition  Na20,4Si02,  con- 
taining about  79  p.c.  of  silica.  It  is  prepared 
on  the  large  scale  by  two  processes,  known  as  the 
dry  and  wet  methods  respectively.  In  the  dry 
method,  a  mixture  of  powdered  quartz  or  white 
sand  and  either  sodium  carbonate  or  sulphate 
is  fused  in  a  Siemen's  regenerative  furnace  or 
similar  gas-fired  furnace  foi;  5-8  hours  at  a 
temperature  of  about  1100°.  Continuous  coal- 
fired  furnaces  are  also  in  use,  which  are  capable 
of  turning  out  1250  kilos,  of  water-glass  in  24 
hours  with  a  consumption  of  1500  kilos,  of  coal. 

The  product  is  run  out  in  a  f tised  condition 
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into  an  iron  receptacle  and  aUowed  to  cool. 
Typical  mixtures  employed  for  the  charge  are 
given  below,  the  coal  being  added  to  assist  m 
the  reduction  of  the  carbonate  or  sulphate. 


1  2 

100  lbs.  powderea  quartz     100  lbs.  powdered  quartz 
28  Iba.  calcined   sodium    60  Iba.   calcined    sodium 
carbonate  -  sulphate 

15-20  lbs.  coal 

3  4 

180  lbs.  white  sand  180  lbs.  white  sand 

110  lbs.     sodium    sul-  100  lbs.  50  p.c.  sodium  car 

phate  bonate 

10  lbs.  coal  3  lbs.  coal 

The  fused  product  is  broken  up  by  a  stone- 
breaker  or  ground  by  suitable  machinery  and 
dissolved  by  long  boiling  with  water,  preferably 
under  pressure.  The  resulting  solution  is 
aUowed  to  clarify,  and  is  then  evaporated  to 
40°Be.  in  iron  pans.  The  small  proportion  of 
sulphide  sometimes  present  from  the  reduction 
of  the  sulphate  can  be  removed  by  adding  a 
little  copper  scale  or  litharge  when  preparing 
the  solution.  100  lbs.  of  the  solid  yield  about 
300  lbs.  of  a  solution  of  40°Be. 

The  wet  method  of  preparation  is  largely 
employed  on  account  of  the  greater  uniformity 
of  the  product,  and  the  fact  that  it  is  obtained 
at  once  in  the  form  of  a  solution.  It  consists 
in  digesting  silica — ^preferably  infusorial  earth — 
with  a  solution  of  caustic  soda  of  sp.gr. 
1  ■23-1 -24  (prepared  by  oausticising  a  solution 
of  sodiuih  carbonate  with  lime)  under  three  or 
four  atmospheres  pressure.  The  liquid  is  heated 
by  blowing  in  steam  and  is  kept  stirred  by 
machinery.  Complete  solution  is  attained  in 
about  3  hours,  as  shown  by  withdrawing 
a  sample,  when  the  suspended .  matter  ought 
to  settle  rapidly  and  be  of  a  brick-red  colour 
(FejOj),  whUst  the  liquid  should  be  almost  free, 
from  alkaline  reaction.  The  caustic  soda  must 
not  be  above  1-24  sp.gr.  as  a  stronger  solution 
holds  the  fine  sand  and  ferric  oxide  in  suspension 
for  a  long  time,  such  solutions  not  clarifying 
properly  even  after  standing  for  several  days. 
The  clarified  liquid  is  dra-mi  off  and  concentrated 
to  the  required  strength  (usually  1-7  sp.gr.)  in 
iron  pans.  2-8  parts  of  infusorial  earth  are 
employed  for  every  part  of  caustic  soda,  and  the 
resulting  water-glass  solution  has  a  density  of 
about  I'18,  the  decrease  in  specific  gravity  being 
due  to  the  dilution  produced  by  the  condensed 
steam.  Instead  of  infusorial  earth,  other  forms 
of  silica,  such  as  powdered  flints,  quartz,  &o.,  can 
be  employed,  but  the  digestion  must  then  be 
continued  for  a  longer  time  and  under  7-8 
atmospheres  pressure. 

A  pure  silicate  may  be  made  from  the  crude 
product  by  passing  a  current  of  carbon  dioxide 
through  the  solution,  filtering  off  the  precipitated 
hydrated  silica  and  redissolving  it  in  caustic  soda. 
The  aqueous  solution  of  sp.gr.  1-7  usually 
has  the  following  composition  :  silica  32-33  p.c, 
soda  16-16J  p.c,  other  sodium  salts  2J-3  p.c., 
water  48-49  p.c. 

A  water-glass  known  as '  double  soluble  glass,' 
and  containing  about  equal  proportions  of 
sodium  and  potassium  silicates,  is  preparetl  by 
using  the  proper  quantities  of  potassium  and 
sodium  carbonates  in  place  of  sodium  carbonate 
alone.  It  is  said  to  give  a  thinner  solution  than 
either  the  potassium  or  sodium  salt  of  gorre- 
sponding  strengtl), 
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Commercial  water  glass  is  sometimes  colour- 
less, but  usually  has  a  brownish  or  greenish 
colour.  It  is  nearly  insoluble  in  cold  water, 
but  dissolves  completely,  although  slowly,  in 
boiling  water,  the  solubility  decreasing  as  the 
percentage  of  silica  in  the  substance  increases. 
Silicates  containing  more  alkali  than  corresponds 
with  the  composition  NajO-2JSi03  are  deliques- 
cent, and  too  poor  in  silica  to  be  applicable  to  the 
ordinary  uses  of  water -glass  (Ordway,  Amer.  J. 
Sci.  [ii.]  35,  193). 

The  following  is  a  list  of  patents  dealing  with 
the  manufacture  of  water-glass  : — 

Ransome,  Eng.  Pats.  10360,  1844;  10665, 
1845;  1666,  1853;  645,  1855;  2267,  1856. 
Kuhlmann,  Eng.  Pat.  367,  1853.  Losh,  Eng. 
Pat.  14208, 1852.  Gossage,  Eng.  Pats.  762, 1854 ; 
799,  1099,  1859.  Kayser,  WilBams,  and  Young, 
Eng.  Pat.  11493,  1887.  Sievert,  Eng.  Pat.  4021, 
1890.  Crosfield  andMarkel,  Eng.  Pat.  18998, 1894. 
Garroway,  Eng.  Pat.  2489,  1896.  I.  J.  Brown, 
Eng.  Pat.  24237,  1902.  Watson,  Eng.  Pat. 
25394,  1904. 

Sodium  silicate  is  largely  used  on  account  of 
its  detergent  properties  as  an  addition  to  soap, 
principally  to  those  intended  for  toilet  use,  as 
it  imparts  hardness  and  durability.  Two 
typical  analyses  of  such  soaps  are  given  below : — 

I.  II. 

Soda  .         .     12  p.c.        12-5  p.o. 

Silica  .         .     10    „  8-5    „ 

Water        .         .     30    „  33-0   „ 

Eatty  acids         .     48    „  46-0   „ 

Water-glass  is  also  employed  in  the  calico- 
printing  and  dyeing  industries  as  a  fixing  agent 
for  pigments  ;  in  printing  indigo ;  as  a  resist  for 
certain  colours,  and  in  the  finishing  of  cotton 
goods.  It  is  a  constituent  of,  certain  lead-free 
enamels  for  glazing  pans,  &c.,  intended  for 
domestic  use,  and  is  occasionally  employed  in  the 
basic  linings  of  Bessemer  converters.  It  is  used 
in  fixing  fresco-painting  (stereoohromy),  for 
rendering  wood,  paper,  &o.,  uninflammable,  in 
bleaching  jute,  for  preventing  wood  from  rotting, 
and  for  preserving  eggs.  A  mixture  of  2  parts 
fluorspar  and  1  part  powdered  glass  made  into 
a  thick  paste  with  water-glass  is  used  as  a 
,  cement  for  glass  and  porcelain.  The  so-called 
'  artificial  vegetation  '  is  made  by  dropping 
small  -fragments  of  cobalt  chloride,  ferrous 
sulphate,  and  many  other  salts  into  a  solution 
of  sodium  silicate,  when  frond-like  appearances, 
due  to  the  formation  of  insoluble  metallic  sili- 
cates, are  producd. 

Sodium  silicate  is  largely  used  for  impregnat- 
ing sandstone  and  other  porous  stones  as  a 
protection  against  weathering.  The  stone  is 
treated  with  a  solution  of  water-glass,  followed 
by  the  application  of  a  solution  of  calcium 
chloride  or  aluminium  sulphate,  which  causes 
the  deposition  of  an  insoluble  silicate  in  the  pores 
of  the  stone,  greatly  increasing  its  hardness  and 
durability.  The  soluble  sodium  salt  formed  is 
removed  by  a  subsequent  washing  {see  also 
Bumell,  J.  Soc.  Arts,  8,  240).  An  important 
application  of  water-glass  is  in  the  manufacture 
of  artificial  stone.  The  following  is  an  out- 
line of  the  process  used  at  an  Engflsh  works  for 
the  manufacture  of  chimney-pots,  mouldings, 
&c.  The  sand  or  sandstone  employed  having 
been  ground  wet  and  passed  through  a  40-mesh 


sieve  is  thoroughly  dried  and  mixed  in  a  revolving 
pan  provided  with  scrapers  and  edge  mixers 
with  Bufiioient  liquid  water-glass  to  form  a 
moist,  coherent  mass.  It  is  then  pressed  into 
moulds  and  is  saturated  before  removal  with  a 
solution  of  calcium  chloride  (prepared  by  miming 
hydrochloric  acid  over  calcspar)  drawn  through 
by  a  vacuum  equal  to  about  20  ins.  of  mercury. 
Calcium  silicate  having  thus  been  formed  as 
above,  the  stones  are  transferred  to  boiling  tanks 
heated  by  steam,  and,  after  a  sufficient  time 
to  complete  the  setting,  are  conveyed  to  washing 
tanks,  in  which  they  are  subjected  to  the  action 
of  running  water  for  a  fortnight,  to  remove  the 
whole  of  the  sodium  chloride. 

Sodium  sulphate,  technically  called  'sul- 
phate,' or  '  salt-cake,'  was  first  obtained  by  its 
discoverer,  Glauber,  as  described  by  him  in  1658, 
exactly  in  the  same  way  as  it  is  prepared  now, 
by  the  decomposition  of  common  salt  by  sul- 
phuric acid.  The  crystallised  salt,  containing 
10  molecules  of  water  of  hydration,  is  still 
called  '  Glauber's  salts.'  Both  the  anhydrous 
and  the  hydrated  salt^  are  found  in  many  places 
in  nature ;  the  former,  as  a  mineral,  is  called 
thenardite,  the  latter  mirabilite.  Large  quanti- 
ties of  sodium  sulphate  occur  native,  especially 
in  Spain,  at  Lodosa,  in  the  Ebro  valley,  and  else- 
where, and  in  the  Western  States  of  North 
America. 

The  double  sodium  and  calcium  sulphate 
caUed  glaiiberite,  also  occurs  naturally  in  large 
quantities  and  in  many  places. 

Sodium  sulphate  is  frequently  obtained  as  a 
bff-product  of  other  manufactures,  of  which  we 
mention  only  two. 

Impure  sodium  sulphate  is  obtained  in  the 
(now  almost  obsolete)  manufacture  of  hydro- 
chloric acid  in  cast-iron  cylinders  from  common 
salt  and  sulphuric  acid ;  this  product,  called . 
cylinder-cake,  mostly  contains  from  7  to  10  p.c. 
of  undecomposed  sodium  chloride.  On  the 
other  hand,  the  nitre-cahe,  obtained  in  decom- 
posing sodium  nitrate  by  sulphuric  acid,  always 
contains  a  considerable  proportion  of  acid 
sodium  sulphate  NaHSOj. 

A  certain  quaptity  of  sodium  sulphate,  prin- 
cipally in  the  state  of  Glauber's  salts,  is  made 
from  the  residues  left  on  dissolving  the  crude 
carnallite  (' Abraumsalz ')  at  Stassfurt.  The 
latter  contains  a  large  quantity  of  insoluble 
kieserite  MgS04,H20,,  which,  on  being  e;cposed 
to  the  weather,  or  brought  into  contact  with 
water  for  some  time,  gradually  yields  soluble 
magnesium  sulphate  MgS04,7H20.  The  resi- 
dues at  the  same  time  contain  much  common 
salt,  and,  if  necessary,  more  of  the  latter  is 
added,  so  as  to  bring  up  the  quantity  to  the  pro- 
portion of  2  NaOl  to  1  MESO4.  When  this 
mixture  is  dissolved  in  water  a^d  the  solution  is 
exposed  to  a  natural  or  artificial  cooling  a  few 
degrees  below  0°,  the  following  decomposition 
(noticed  by  Scheele  as  early  as  1787)  sets  in  : — 

MgS04+2NaCl,=NajS04-4-Mga2. 
The  sodium  sulphate  crystallises  as  Glauber's 
salts,  the  magnesium  chloride  remaining  behind. 
Many  thousands  of  tons  of  Glauber's  salts  are 
made  at  Stassfurt  in  this  way. 

By  heating  metallic  sulphides  with  common 
salt  in  the  presence  of  air,  sodium  sulphate  is 
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produced  in  considerable  quantities.  This  pro- 
cess has  been  known  for  more  than  a  century  in 
metallurgy,  where  it  is  employed  for  eictraoting 
silver  and  copper  from  their  ores.  In  this  case, 
of  course,  the  metal  is  the  product  really  aimed 
at,  and  the  sodium  sulphate  is  in  actual  practice 
run  to  waste  in  the  shape  of  impure  solutions. 
In  1842  Longmaid  introduced  a  modification  of 
this  process,  oy  which  the  sodium  sulphate  was 
obtained  in  a  marketable  form ;  but  this  was 
only  practicable  when  employing  ordinary  iron 
pyrites,  free  from  copper,  and  the  sodium  sul- 
phate obtained  in  this  way  could  not  compete 
with  that  made  in  the  usual  way  from  common 
salt  and  sulphuric  acid,  as  foiind  out  in  the 
working  of  Longmaid's  process  in  several  places 
through  a  number  of  years.  A  similar  process 
is  employed  up  to  this. day  for  the  recovery  of 
copper  from  cupreous  pyrites ;  biit  here  the 
sodium  sulphate  is  lost,  all  attempts  to  recover 
it  having  failed  on  account  of  expense. 

Iron  pyrites  is,  however,  employed  in  a 
different  manner  for  manufacturing  nearly  all  the 
sodium  sulphate  found  in  trade — ^namely,  either 
by  first  manufacturing  sulphuric  acid  and  em- 
ploying this  for  decomposing  common  salt,  or 
by  the  direct  process  of  Hargreaves  and  Robin- 
son, in  which  the  pyrites-kiln  gases  are  made  to 
act  upon  common  salt  under  such  circumstances 
that  sodium  sulph*e  and  hydrochloric  acid  are 
produced.  We  shalTnow  describe  these  two  pro- 
cesses. 

The  decomposition  of  sodium  chloride  by  sul- 
phuric acid  is  the  process  employed  by  Glauber, 
and  by  Leblanc,  and  at  present  produces  by  far 
the  larger  part  of  the  sodium  sulphate  used. 
We  shall  omit  mention  of  the  obsolete  processes 
of  performing  this  operation  in  glass  retorts  or 
iron  cylinders,  and  describe  the  process  as  now 
carried  out. 
r       The  raw  materials  for  the  salt-cake  process  are : 

1.  Common  salt — ^that  is,  impure  sodium 
chloride.  In  England  '  pan-salt '  is  generally 
used,  the  porous  condition  and  coarse  grain 
of  which  is  of  great  advantage  in  the  process  ; 
it  is  also  generally  fairly  pure,  but  contains 
varying  quantities  (8  to  10  p.o.)  of  water; 
Book  salt  is  also  employed  to  a  great  extent  i 
this  must  be  coarsely  crushed,  not  finely  ground, 
and  should  be  as  free,  as  possible  from  calcium 
sulphate.  As  is  to  be  expected,  the  impurities 
and  their  amounts  permissible  in  salt  to  be 
used  for  the  production  of  salt-cake  depend  on 
the  purpose  for  which  the  salt-cake  is  afterwards 
to  be  used. 

2.  Nitre-calce — that  is,  the  residue  from  the 
manufacture  of  nitric  acid,  consisting  of  a 
mixture  of  a  normal  and  acid  sodium  sulphate. 
Nitre-cake  is  frequently  mixed  off  with  an 
ordinary  charge  of  salt.  The  free  acid  deter- 
mined by  analysis  replaces  part  of  the  sulphuric 
acid  which  would  otherwise  be  required  to 
decompose  the  salt  used.  The  nitre-cake  is 
broken  into  lumps  which  readily  melt  in  the 
decomposing  pan. 

3.  Sulphuric  acid.  This  should  be  neither 
too  weak  nor  too  strong,  preferably  about  140° — 
that  is,  at  the  strength  it  usually  comes  from 
the  Glover  tower.  Stronger  acid  acts  too 
lapidly,  and  yields  badly  mixed  batches  ;  weaker 
acid  retards  the  operation  and  injures  the  pots. 

The    decomposition    of    NaCl    by    HjSOj, 


though  commencing  at  ordinary  temperature, 
is  not  completed  until  a  duU  red  heat  is  attained. 
It  is  the  usual  practice,  therefore,  to  divide  the 
operation  into  two  stages,  the  first  of  which  is 
performed  almost  always  in  a  cast-iron  pot, 
the  second  in  a  brick  furnace. 

The  two  stages  are  generally  expressed  as  : 

1.  H2SOj4-2Naa=NaHS04-f  Naa-1-HCl 

2.  NaHS0i-fNaa=NajS04-)-Ha. 

In  practice  more  than  50  p.c.  of  the  reaction 
takes  place  in  the  first  stage.  The  actual 
amount  depends  on  the  temperature  of  the 
charge  in  the  decomposing  pan  or  pot,  and 
varies  from  65  to  75  p.o.  of  the  whole. 

The  salt-cake  pats  are  now  always  made  in 
the  shape  of  shallow  cast-iron  dishes,  9  to  11  ft. 
in  diameter,  and  I  ft.  9  ins.  to  2  ft.  6  ins.  deep ; 
the  thickness  of  the  metal  varies  from  5  to  7  ins. 
in  the  centre, -and  from  2  to  3  ins.  at  the  sides. 
These  '  pots  '  weigh  from  5  to  6J  tons,  and  must 
be  made  of  a  special  mixture,  so  as  to  combine 
resistance  to  chemical  action  with  toughness 
and  resistance  to  changes  of  temperature.  Their 
edge  is  sometimes  quite  plain,  sometimes  pro- 
vided with  an  ordinary  horizontal  flange ;  but, 
best  of  all,  with  an  upstanding  margin  on  a 
horizontal  flange  as  shown  in  Fig.  22  (v.  p'.  23). 
In  the  latter  case  they  are  arched  over  in  such 
a  way  that  the  arch  is  sprung  from  the  pan-edge 
itself,  so  that  any  leak  occurring  here  cannot 
cause  the  escape  of  hydi'ochloric  aqid  into  the 
fire-flues.  The  arch  or  dome  over  the  pot  is 
built  of  acid-resisting-  brick,  usually  set  in  a 
mixture  of  salt  and  mortar.  The  common 
custom  is  to  fill  the  pot  with  salt  and  then  heap 
on  more  salt  until  a  conical  mound  of  salt  is 
obtained  of  the  desired  shape,  and  the  arch  is 
then  built,  using  the  mound  of  salt  as  the 
centering. 

Near  the  decomposing-pan  there  must  be  a 
cistern  for  measuring  the  sulphuric  acid  to  be 
run  in  for  each  charge.  It  is  preferable  that 
this  acid  should  be  moderately  warm,  and  this 
6an  be  attained  by  employing  as  gauge-vessel  an 
iron  pan  lined  with -lead,  and  placing  this  over  a 
hot  flue. 

The  sulphuric  acid  from  the  gauge-vessel  is 
run  into  the  pan  through  a  luted  lead  pipe 
which  passes  through  the  dome  or  arch  and 
delivers  a  slow  stream  of  acid  on  to  the  salt 
in  the  centre  of  the  pan. 

The  calcining-furnace  {roaster  of  drier)  may  be 
of  various  patterns — either  a  re  verberatory  {open) 
furnace,  or  a  muffle-furnace  {close  or  blind 
roaster).  The  open -furnaces  have  now  nearly 
all  disappeared  and  been  replaced  by  muffle- 
furnaces  owing  to  the  greater  difficulties  and 
expense  of  efficiently  cooling  and  condensing 
the  hydroohlorio  acid  produced  in  the  roaster 
when  mixed  with  the  products  of  combustion 
from  the  fireplace ;  on  the  other  hand,  the 
muffle-  or  closed-furnaces  are  naturally  more 
difficult  to  construct  and  cost  more  in  repairs. 

Figs.  22  and  23  show  a  common  form  of  open- 
furnace  with  the  pan  attached  in  sectional 
elevation  and  plan,  a  is  the  fireplace  of  the 
furnace,  the  area  of  which  is  comparatively 
small  compared  with  that  of  the  furnace-bed  i 
6  is  the  furnace-bed,  with  two  working  doors  /; 

c,  the  outlet  for  the  mixed  fire-gas  and  acid-gas ; 

d,  the  decomposing  pan,  covered  by  an  arch 
resting  upon  the  pan -flange;    e,  the  gas-pipe; 
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h,  a  balanced  double  cast-iron  damper,  which 
closes  the  passage  k  (Kg.  23)  (the  '  shoving 
hole ')  between  pan  and  furnace ;    m,  the  fire- 

frate  of  the  pan,  covered  by  the  arch  n,  pierced 
y  a  number  of  holes ;  o  o,  a  circular  wall  on 
Which  the  pan  is  supported,  equally  pierced 
with  holes,  so  that  the  flame  escapes  into  the 
annular  space  outside,  and  thence  into  the  main 
flue.  It  is  evident  how  the  setting  of  the  pan 
aims  at  causing  the  flame  to  avoid  striking  the 
pin,  and  to  distribute  the  heat  as  equally  as 
possible. 


In  the  early  days  of  the  muffle  salt-cake 
furnaces  very  considerable  difficulties  were 
experienced  in  keeping  the  furnace  sufficiently 
"arch  tight  to  prevent  leakage  of  the  HCl  from 
inside  the  muffle  into  the  chimney  flue.  This 
was  not  only  a  source  of  loss  of  HCl,  but  was 
liable  at  any  time  to  cause  an  infringement  of 
the  Alkali  Acts  which  specify  in  Great  Britain 
a  maximum  HCl  content  of  the  chimney  gases 
of  0-2  gm.  HCl  per  cubic  foot. 

To  meet  this  difficulty  suggestions  were  made 
by  Muspratt  and  by  Gamble  of  means  to  place 
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the  flue  gasea  under  a  higher  pressure  than  the 
gases  inside  the  muffle  and  thus  to  cause  any 
leakage  which  might  take  place  to  be  from  the 
fire-gas  flue  into  the  muffle.  In  1876  Deacon 
brought  out  the '  plus  pressure '  salt-cake  furnace 
wiiion  bears  his  name,  and  which  is  to-day  by 
far  the  most  extensively  used  of  all  the  hand 
salt-cake  furnaces  (Figs.  24-27). 

The  plan  adopted  by  Deacon  was  extremely 
simple,  and  consisted  in  the  building  of  the  fire- 
place oi  a  lower  level  than  the  furnace,  thus 
utilising  the   pressure   due   to   the   ascending 


current  of  hot  gases  to  balance  the  pull  of  the 
chimney  in  the  flue  space  over  the  furnace  arch. 

Figs.  24  and  27  show  how  the  flame  generated 
on  a  grate  far  below  the  top  of  the  muffle  is  made  to 
play,  first  on  the  top,  then  under  the  bottom,  of 
tlie  muffle,  which  is  supported  by  a  number  of 
dwarf  walls.  The  flame  then  travels  on  by  an 
exit  flue  under  the  bottom  of  the  pan,  which  is 
thus  heated  without  any  expenditure  of  special 
fuel. 

It  will  be  noticed  in  both  the  illustrations  of 
the    open-furnace    and    the    Deacon-furnaces, 
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Figs.  22  and  23,  that  great  care  is  taken  in  the 
setting  of  the  pan  so  as  to  ensure,  as  far  as 
possible,  equal  heating  over  its  surface.  This 
care  is  essential  to  the  life  of  the  pan  which 
depends  on  the  mixture  of  iron  used  in  the 
casting,  on  the  strength  of  the  vitriol  used,  on 
the  design  of  the  pan  setting,  and,  of  course, 
also  on  the  carefulness  of  the  men  working  the 
charges.  With  attention  to  these  points  salt- 
cgike-pans  will  last  while  the  furnaces  produce 
up  to  4000  tons  of  salt-cake. 

Whether  the  roaster  be  an  open  or  a  blind 
one,  the  work  in  salt-cake  making,  as  far  as  the 
pan  is  concerned,  is  almost  entirely  the  same. 


Only  the  size  of  the  batches  differs  in  the  two 
cases.  With  open  roasters,  which  admit  of 
flnishing  a  batch  once  an  hour,  or  even  oftener, 
batches  are  made  of  6  or  8,  or  at  most  10,  cwt. 
of  salt.  With  close  roasters,  requiring  2  hours 
for  each  batch,  they  are  in  England  made  larger, 
up  to  18  cwts.  of  salt ;  but  on  the  Continent  even 
then  smaller  batches  are  preferred.  In  any 
case,  the  pan,  after  removing  the  last  batch,  is 
carefully  cleaned  from  crusts,  which  would  bum 
fast  and  cause  it  to  crack  prematurely.  A  small 
quantity  of  the  next  charge  of  salt  is  then 
thrown  into  the  pan,  and  the  sulphuric  acid, 
preferaUIy  heated  to  some  extent,  is  started 
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rmming  in  ;  the  rest  of  the  salt  is  then  throivn 
in  as  quickly  as  possible.  The  quantity  o£  the 
acid  must,  of  course,  be  exactly  regulated,  and 
in  measuring  it  in  the  gauge-vessel  (c/.  p.  22), 
not  merely  the  volume  and  the  hydrometrio 
strength,  but  also  the  temperature. of  the  acid 
must  be  carefully  observed,  since  the  speoifio 
gravity  by  itself  is  no  index  of  the  strength 
of  anid,  without  taking  into  account  the  tempera- 
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ture.  A  table  for  reducing  the  specific  gravities 
of  sulphuric  acid  of  various  strengths  to  any 
other  temperature  between  0°  and  100°C.  is 
given  in  The  Technical  Chemist's  Handbook,  by 
Lunge. 

Aj3  the  Twaddel  hydrometer  is  practically 
universally  employed  in  England,  it  is  useful  to 
remember  that  for  sulphuric  acid  of  the  strength 
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here  used,  10°F.  in  temperature  corresponds  to 
a  rise  or  fall  of  l°Tw.  in  specific  gravity. 

Theoretically,  100  parts  of  pure  sodium 
chloride  would  require  83-82  parts  of  pure 
monohydrated  sulphuric  acid,  or  106-28  parts  of 
acid  at  144°Tw.,  measured  at  I5°C.  But  com- 
mon salt  is  never  pure  NaCl.  This  must  be 
taken  into  account  as  well,  by  daily  testing  the 
salt  at  least  for  moisture,  and  allowing,  say. 


Fig.  26. 

2  p.c.  for  other  impurities.  Thus,  100  parts  of 
salt  containing  95  p.c.  of  NaCl  would  take  79-63 
parts  of  SOjHj  or  -100-97  parts  by  weight  of 
sulphuric  acid  of  144°Tw.,  measured  at  15°C. 
This  means  100-97/1-72=58-70  litres  of  acid  of 
144°Tw.  for  each  100  kilos,  of  95  p.c.  salt,  if 
the  acid  be  measured  at  15°C. ;  but,  if  the  tem- 
perature were  100°C.,  the  rates  of  the  specific 
gravities  (as  per  the  tahle  quoted  above)  is  as 
1-64  and  1-72,  and  hence  the  68-70  litres  will 


become  61-56  litres,  or,  directly  calculated, 
100-97/ll-64=61-56  Utres., 

Practically  a  little  more  acid  must  be  em- 
ployed, partly  because  the  mixture  can  never  bo 
theoretically  perfect,  partly  because  a  little  sul- 
phuric acid  orahhydride  is  volatilised,  especially 
in  the  roaster.  With  open  roasters  the  excess 
of  vitriol  required  is  about  5  p.c. ;  with  close 
roasters,  only  2  or  3  p.c.  Whether  the  propor- 
tions employed  have  been  correct  or  not  mu^t 
be  decided  in  each  particular  case  by  testing 
the  salt-cake,  which  ought  not  to  contain  more 
than  0-5  p.c.  undecomposed  salt,  or  above  1  p.c. 
free  acid  (calculated  as  SOj). 

The  first  reaction  between  the  ingredients  in 
the  salt-cake  pot  is  very  violent,  and  there  is  a 
tendency  of  the  mass  to  rise  and  to  froth  over, 
which  is  counteracted  by  throwing  in  a  little 
tallow.  The  salt  should  be  dissolved  in  the 
vitriol,  which  is  easily  done  with  common  pan- 
salt,  but  much  less  easily  with  rock  salt,  and  is 
assisted  by  occasional  stirring,  the  handle  of  the 
rake  passing  through  a  hole  in  the  charging 
door.  The  fire  is  then  increased  to  drive  off 
more  hydrochloric  acid,  but  not  too  much,  lest 
the  batch  becomes  too  stiff ;  the  work  is  regu- 
lated in  such  manner  that  the  batch  is  readv  to 
be  '  cast '  or '  shoved  '  into  the  roaster,  iust  when 
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the  last  charge  has  been  drawn  from  the  latter. 
For  this  purpose  the  damper  h  (Fig.  22)  is  raised. 
The  work  in  the  roaster  must  be  carried  on  in 
such  manner  that  the  batch  is  thoroughly  turned 
over  and  mixed. 

The  temperature  within  the  furnace  should 
ultimately  be  a  red  heat,  and  no  more  vapours 
should  be  seen'  rising  from  the  mass.  Still,  it 
usually  happens  that,  on  drawing  the  batch  out 
of  the  furnace,  gases  are  given  off  (those  of 
sulphuric  anhydride  being  less  pungent  than 
those  of  hydrogen  chloride),  and,  to  avoid 
nuisance,  the  mass  is  frequently  first  drawn  into 
a  closed  box,  where  it  cools  down  and  is  then 
removed  without  causing  inconvenience. 

The  yield  of  salt-cake  is  very  nearly  that 
calculated  by  theory  from  the  dry  salt.  It  may 
be  taken  as  about  120  parts  upon.  100  of  dry 
salt.  Calculated  upon  the  sulphur  burnt  in  the 
pyrites  kilns,  it  varies  from  405  to  430  parts  to 
100  of  sulphur  actually  burnt,  open  furnaces 
yielding  rather  less  than  close  ones  (owing  to 
the  volatilisation  of  SO,). 

The  consumption  of  fuel  varies  in  hand- 
furnaces  from  30  to  50  parts  to  100  of  salt-cake ; 
it  is  higher  with  close  roasters  than  with  opeo 
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onrp.  but  t'  e  differenci:'  is  less  wbcm  tlie  pans 
are  heated  by  the  waste  fire  of  the  muffle-furnace. 
Mecfmnicdl  salt-cake  furnaces  have  been  oon- 
^  Etructed  by  many  mventors  to  economise  labour 
and  coals.  We  mention  among  such  furnaces 
those  of  Jones  and  Walsh  (1875 ;  improved  in 
1887;  cf.  Chem.  News,  35,  51);  Black  and 
Hill  (1877);  Cammack  and  Walker  (1876); 
Black  and  Larkin  (1884);  Thomson  and 
Worsley  (Eng.  Pats.  21945  and  21946,  1894). 
Some  of  these  have  not  answered  in  the  long 
run,  and  we  shall  confine  ourselves  to  a  descrip- 
tion of  one  of  the  most  successful  of  mechanical 
sali-cake  furnaces,  that  of  Maotear  (1879, 
described  and  discussed  J.  Soc.  Chem.  Ind. 
first  General  Meeting,  1881,  p.  29  et  seq.),  and 
shown  in  Fig.  28.  It  consists  of  a  revolving 
circular  bed,  covered  by  a  fixed  arch,  the  fire 

Eassing  between  them,  and  the  access  of  air 
eing  prevented  by  a  '  lute '  filled  with  salt- 
cake.  In  the  centre  there  is  a  kind  of  pot  into 
which  both  salt  and  acid  are  continuously  fed, 
and  in  which  they  are  mixed.  The  pasty  mass 
overflows  into  the  outer  beds,  and  is  both 
continually  stirred  and  gradually  carried  to  the 
outer  circuroference  by  means  of  a  number  of 
stirrers,  which  are  protected  against  the  action 
of  the  fire  and  the  acid  gases  by  being  placed 
between  the  gas-flues.    The  flnished  salt-cake. 
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arriving  at  the  outer  edge,  falls  into  the  delivery 
trough-  running  all  round  the  furnace,  and  at 
the  same  time  forming  the  'lute.'  The  acid 
vapours  and  products  of  combustion  pass  away 
together  in  two  flues,  arranged  at  each  side  of 
the  row  of  stirrers.  The  bed  of  the  furnace  is 
lined  with  fire-brick,  boiled  in  tar  and  set  in  a 
special  cement,  which  becomes  even  harder 
when  subjected  to  the  action  of  the  heat  and 
sulphate. 

A  great  point  in  the  Mactear  furnace  is  the 
continuous  decomposition  of  salt.  Thus  a  con- 
tinuous and  even  stream  of  hydrochloric  acid  is 
evolved,  and,  although  this  is  mixed  with  all 
the  fire-gases,  it  was  claimed  that  the  condensing- 
plant  iequired  is  decidedly  less  than  that  found 
necessary  with  close  furnaces.  This,  however, 
is  not  in  agreement  with  modem  practice,  and 
makes  no  aUowance  for  the  much  more  extensive 
and  expensive  cooling  plant  necessary  to  cool 
the  gases  when  mixed  with  the  products  of  com- 
bustion as  they  are  with  the  Mactear  furnace  than 
in  the  case  of  a  muffle-fulnace,  such  as  the 
Deacon  '  plus  pressure '  salt-cake  furnace. 

The  Mactear  furnace  was  first  fired  with 
coke ;  then  '  Wilson  '  producers  were  attached  to 
it  (compare  above) ;  but  these  have  had  to  be 
given  up  again  for  coke,  so  that  the  hoped-for 
economy  in  firing  has  not  been  realised 


The  Black  arid  Larkin  furnace,  which  is  com- 
bined with  an  ordinary  pan,  is  a  peculiarly  con- 
structed muffle,  heated  from  without  by  a  number 
of  small  fires,  both  above  and  below,  practically 
on  the  '  plus-pressure '  system,  with  a  very 
efficient  mechanical  stirring  apparatus,  thus 
permitting  all  the  work  to  be  done  with  clcfsed 
doors,  and. avoiding  'low-level  escapes.'  Natu- 
rally the  condensation  of  the  hydrochloric  acid 
is  as  easy  in  tliis  case  as  with,  ordinary  close 
roasters.  One  such  furnace  decomposes  from 
72  to  80  tons  of  salt  per  week.  These  furnaces 
have  been  successful,  and  are  still  at  work  in 
the  place  where  they  were  originally  introduced. 
Another  mechanical  furnace,  composed  of  two 
revolving  cylinders,  is  that  of  A.  Walker  (Eng. 
Pat.  9760,  1887).  Generally  speaking,  although 
mechanical  salt-cake  furnaces  have  been  used  Kir 
so  many  years  and  have  absorbed  so  much  skill 
and  patience  in  their  design,  they  have  not  been 
generally  adopted,  owing  to  the  fact  that  their 
undoubted  economy  in  labour  and  power  of 
producing  a  more  uniform  salt-cake  is  more  than 
balanced  by  the  higher  first  cost,  cost  of  repairs, 
and  the  difficulties  of  condensation. 

The  direct  process  of  manufacturing  sodium 
sulphate  from  common  salt,  sulphurous  acid,  and 
air,  without  the  intervention  of  sulphuric  acid, 
has  been  the  subject  of  many  efforts,  commencing 
with  Gossage's,  in  18.')0.  None  of  these  had  any 
practical  success  until  Hargreaves  and  Robinson 
(beginning  from  1870)  introduced  a  number  of 
improvements  which  have  made  that  process 
practicable  and  successful.  We  shall  here 
describe  it  in  its  improved  form. 

The  process  consists  in  conducting  the  gases 
from  pyrites  kilns  of  the  usual  type,  mixed 
with  a  suitable  quantity  of  steam,  through  a 
series  of  large  oast-iron  cylinders,  charged  with 
common  salt,  in  such  mannerthat  the  fresh  gas 
meets  with  the  salt  which  has  been  the  longest 
time  exposed  to  the  treatment,  whilst  the  nearly- 
exhausted  gas  is  brought  into  contact  with 
fresh  common  salt.  In  this  way,  on  the  one 
hand,  the  salt  is  completely  converted  into 
sulphate,  and,  on  the  other  hand,  the  pyrites 
Idln  gases  are  nearly  as  fully  utilised -as  they 
would  have  been  by  passing  them  into  vitriol- 
chambers.    The  reaction : 

2Naa+S02+0-fHjO=Na2S04+2HCl, 
takes  place  at  a  temperature  of  about  500°- 
550°C.,  and  this  must  be  maintained  against  the 
radiation  into  the  surrounding  space  by  external 
heating  ;  but  as  the  reaction  itself  produces  heat, 
the  amount  of  fuel  required  is  not  exorbitant — 
if  care  is  taken  to  avoid  undue  loss  of  heat  during 
the  process.  This  is  all  the  more  necessary,  as 
the  process  is  a  slow  one  :  it  takes  from  2  to  4 
weeks  before  the  salt,  charged  into  one  of  the 
cylinders,  can  be  taken  out  in  the  shape  of 
finished  salt-cake. 

The  first  step  is  bringing  the  salt  into  such 
a  condition  that  the  gases  can  readily  pass 
through  it  and  yet  reach  all  parts  of  it  to  the  very 
core.  Salt  of  fine  grain  must  be  used,  and  usually 
either  the  salt  known  as  *  butter  salt '  or  powdered 
rock  salt,  or  a  mixture  of  both,  is  taken.  A 
method  of  preparation  gfenerally  adopted  is  as 
follows :  The  salt  is  crushed  and  moistened  by 
water  or  exhaust  steam.  It  then  falls  from  a 
hopper  upon  an  endless  chain  of  plates,  each 
about  12  ins.  broad  and  5  ft.  across,  of  a  total 
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length  of  about  100  ft.,  or  more,  lising  up 
in  a  sloping  oven  and  returning  underneath. 
On  falling  upon  that  traveUing-platform,  the 
salt  is  mechanically  beaten  do'wn  into  a  layer 
of  1— li  in.  thickness,  which  is  at  once  out, 
by  means  of  mechanically-moved  knives,  into 
cakes  about  3J  ins.  square.  These  now  enter 
into  an  oven,  which  is  heated  by  the  waste  heat 
of  the  cylinders  or  direct  fire,  and  pass  through 
it  at  such  a  rate  that  they  arrive  perfectly  dry 
at  the  upper  end.  As  the  chain  turns  downwards 
the  dry  cakes  detach  themselves  and  fall  down 
upon  a  grating.  They  are  now  dense  enough 
to  retain  their  shape  in  the  cylinders,  and  to  be 
handled  without  formation  of  any  material  quan- 
tity of  dust,  and  yet  porous  enough  to  be  entirely 
penetrated  by  the  gases,  their  regularity  of  shape 
securing  regularity  of  draught  in  the  process. 

It  is  of  vital  importance  that  uncaked  or 
powdery  salt  shall  not  get  into  the  cylinders,  as 
if  it  does,  it  forms  areas  impermeable  to  the 
flow  of  the  gases,  and  thus  prevents  the  reaction 
from  being  completed. 

The  decomposition  of  the  salt  takes  place  in 
a  series  of  cylinders,  from  8  to  20  in  number, 
about  15  ft.'  in  diameter,  and  12  ft.  high,  and 
holding  40  tons  of  salt-cake,  or  even  more. 
They  are  surrounded  by  small  vertical  flues  con- 
hectecl  with  a  fireplace  below,  ,ind  their  tops  are 
protected  against  cooling  by  a  thick  layer  of 
ashes.  Inside  there  is  a  movable  grate,  on 
which  the  salt  rests.  A  number  of  manholes  in 
the  top  serve  for  charging ;  a  large  door  above 
the  bottom  for  discharging.  A  set  of  large  cast- 
iron  pipes  serves  to  admit  the  burner-gas 
into  any  of  those  cylinders  and  for  passing  it 
through  the  whole  series,  the  gas  always  entering 
at  the  top  and  going  away  at  the  bottom. 
The  connections  between  the  main  gaspipe  and 
any  one  cylindeir  and  those  between  the  single 
cylinders  are  opened  or  closed  by  a  very  simple 
arrangement — viz.  by  dividing  the  connecting 
elbow  pipes  or  '  siphons  '  in  two  halves,  and 
either  shutting  the  connection  by  inserting  an 
iron  plate  or  else  leaving  it  open,  always  luting 
the  joint  by  a  mixture  of  mortar  and  salt.  From 
the  last  cylinder  of  the  series  the  gases  pass 
through  an  opening  in  the  bottom  of  the  drawing 
doorway,  into  a  flue. 

Fig.  29  shows  such  a  set  of  8  cylinders  seen 
from  the  top.  Fig.  30  shows  the  section  of  one 
of  the  cylinders..  Aj  to  A,  are  the  cylinders,  B 
the  discharging  doors,  c  o  the  iron  pipes  for 
burner-gas  with  their  connecting  siphons  D  and 
circulating  siphons  E ;  P  is  the  outlet  opening, 
a  the  gas-flue  for  the  exit  gas  ;  J  is  an  opening 
in  the  top  by  which  cold  air  can  be  admitted, 
in  case  the  cylinders  get  too  hot  through  the  heat 
of  reaction. 

The  pyrites  burners  employed  are  specially 
constructed  with  a  view  to  avoiding  radiation 
and  sending  the  gas  as  hot  as  possible  into  the 
cylinders.  The  necessary  steam  is  superheated 
by  the  waste  heat  of  the  gases,  and  is  usually 
introduced  in  the  upper  part  of  the  burners. 

The  gases  are  drawn  through  the  whole 
system  by  means  of  a  Root's  Blower  or  a  cast- 
iron  fan  placed  between  the  cylinders  and  the 
acid  condensers.  By  keeping  the  blower  so  hot 
that  no  liquid  acid  can  be  condensed  in  it,  it  is 
protected  against  the  action  of  the  acid  ;  but  the 
ends  of  the  shaft,  passing  through  the  blower. 


must,  on  the  outside,  run  in  water-cooled  bea^ 
ings.  The  exhaust  steam  of  the  engine  is  utilised 
fpr  the  steam  required  for  mixing  with  the 
bumesr-gas. 

The  amount  of  fuel  required  m  a  special  case 
was  as  follows  (calculated  upon  20  cwts.  of  salt- 
cake)  : 

For  heating  cylinders    .         .     4     cwts. 
For  preparing  salt         .         .     3        „ 
For  steam  .         .         .     0-75  c\vt. 

7-75  cwts. 
In  other  cases  nearly  10  cwts.  of  fuel  has  been 
required,  but  in  any  case  no  more  fuel  is  needed 
than  in  the  ordinary  process  of  making  sulphuric 
acid  and  employing  this  for  decomposing  the 
salt. 

The  amount  of  fuel  required  for  heating  the 
cylinders  depends  naturally  on  the  construction 
of  the  plant,  the  care  taken  to  avoid  radiation 
losses  and  to  get  the  pyrites  gases  as  hot  as 
possible  into  the  leading  cylinders.  It  ako 
depends  on  the  rate  at  which  the  jplant  is  woik- 


ing.  The  more  rapidly  heat  is  generated  in  the 
cylinders  the  less  the  proportion  of  that  heat 
which  will  be  lost  by  radiation.  .  The  chemical 
composition  of  the  salt  has  been  held  to  materi- 
ally affect  the  possible  speed  of  wor Icing,  and  the 
evidence  goes  to  show  that  other  things  bei^'g 
equal  the  salt  containing  the  largest  quantity 
of  iron  salts  decomposes  the  most  rapidly.  This 
is  the  usually  accepted  explanation  of  the  fact 
that  the  output  of  the  same  plant  using  powdered 
rock  salt  is  greater  than  when  using '  butter  salt ' 
which  contains  materially  less  iron. 

Hargreaves  (Fr.  Pat.  384144,  1907)  promotes 
the  reaction  by  the  addition  of  O-l-l'O  p.p.  of 
copper  or  iron  &alts  before  moulding  into  cakes, 
the  amount  used  depending  on  the  puritytof  the 
product  required. 

In  large  well-designed  plants  when  the  speed 
of  reaction  is  high  no  fuel  is  required  to  heat  the 
cylinders.  Great  care  is  necessary  in  watching 
and  controlling  the  temperature  of  the  Har- 
greaves cylinders.  If  the  later  cylinders  get  too 
hot  through  the  rapid  action  of  strong  hot 
sulphiirous  acid  gases  on  the  almost  untouched 
salt,  the  salt  itself  mil  flux  and  form  areas 
through  which  the  gases  cannot  penetrate  to 
complete  the  reaction. 

The  advantages  of  the  Hargreaves  process 
are  a  great  saving  in  space  and  either,  when 
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making  the  same  quality  of  salt-cake  lower 
process  costs  than  the  sulphuric  acid  and  salt 
process,  or,  with  about  the  same  process  costs 
the  power  to  make  a  higher  grade  salt-cake  more 
free  from  iron  than  is  possible  in  the  ordinary 
process  with  the  oast-iron  decomposing-pan. 
The'*  disadvantages  are  the  great  cost  of  the 
plant,  which,  unlike  the  lead  vitriol  chambers, 
does  not  return  a  large  proportion  of  the  initial 
cost  on  dismantling;  the  very  careful  super- 
vision required  with  the  consequent  liabiUty  to 
serious  difficulty  and  expense  if  the  supervision 
even  for  a  short  time  breaks  down ;  and  again 
the  impossibility  of  utilising  the  hydrochloric 
acid  gases  evolved  for  the  production  of  chlorine 
by  the  Seacon-chlorino  process,  owing  to  the 
quantity  of  sulphur  diojcide  and  carbon  dioxide 
they  contain  from  time  to  time.  This  sulphur 
dioxide  in  the.  Deacon  decomposers  is  fatal  to 
the  activity  of  the  catalyst  there  used,  viz.  cupric 
chloride.  The  Hargreaves .  process  is  worked 
successfully  in  England  in  several  manufactories, 
and  also  on  the  Continent,  but  has  failed  to 
extend  iriateriaHy  in  recent  years. 


Salt-cake  free  from  iron  (or  nearly  bo)  is 
required  especially  for  plate-glass,  window-glass, 
and  so  forth.  The  Hargreaves  sulphate  is 
frequently  pure  enough  for  this  purpose.  On 
the  Continent  it  is  sometimes  made  by  employing 
decomposing  pans  made  of  lead,  which  are 
certainly  mUch  more  difficult  to  manage  than 
the  cast-iron  pots  otherwise  used.  The  batch 
must  be  taken  out  much  thinner,  and  the  firing 
must  be  much  more  careful  than  with  cast-iron 
pots.  Purified  sodium  sulphate  is  also  made  by 
dissolving  ordinary  salt-cake,  precipitating  the 
iron  present  by  the  addition  of  a  little  bleach- 
ing powder  and  lime  and  evaporating  to  dry- 
ness. 

Glauber's  salt  is  crystallised  sodium  sulphate 
NajSOj.lOHjO.  It  is  manufactured  for  a  few 
purposes,  principally  for  medicinal  use  and  for 
freezing  mixtures.  A  considerable  quantity  is 
obtained  from  the  residuals  of  the  Stassfurt  salts, 
and  from  the  mother-liquor  in  the  manufacture 
of  sea-salt.  It  is  required  in  two  very  different 
states — viz.  in  very  small  or.  in  large  crystal?. 
The   small   acicular  crystals   are   obtained    I  y 
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making  the  solution  as  strong  as  possible  at 
a  temperature  of  34°0.,  settlmg,  running  into 
shallow  coolers,  and  stirring  the  solution  until 
it  has  cooled  down.  The  larger  crystals  ('soda 
fashion ')  are  made  by  dissolving  the  sulphate 
at  50°,  until  the  sp.gr.  is  1-257  (at  40°),  settUng 
for  an  hour,  and  running  into  deep  coolers 
(2-5  ft.  deep),  where  the  liquor  is  kept  quite 
undisturbed.  In  order  to  facilitate  the  forma- 
tion of  large  crystals,  wooden  staves  or  pieces  of 
twine,  weighted  with  a  little  lead,  are  hung  in 
the  vats.  The  cooUng  lasts  from  5  to  20  days, 
according  to  the  size  of  the  vats  and  the  season, 
the  crystals  are  large  (an  inch  and  more  thick), 
hard  aid  shining,  and  they  must  be  dried  at 
a  temperature  not  exceeding  30°,  to  prevent 
efflorescing. 

Testing  of  saU-cdke. — It  is  usual  in  the 
factory  to  test  the  salt-cake  only  for  free  sul- 
phuric acid  and  undecomposed  sodium  chloride, 
as  these  are  the  impurities  over  which  the 
workman  has  control;  the  other  impurities — 
iron,  Uine,  alumina,  &;c. — depend  on  the  quality 
of  the  salt  used. 

The  usual  methods  of  analysis  adopted  are 
given  in  Lunge's  Technical  Chemist's  Handbook. 

Two  characteristic  analyses  of  salt-cake  are 
given  below. 


n  .md  furnace 

nargreave? 

salt-cake  from 

salt  -  cake 

white  salt 

low  in  iron 
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NaCI 
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HjSOi     . 

1-5 

0-3 

CaSOi  and  insol. 
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FcjOa       . 
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The  chief  uses  of  salt-cake  arc  for  the  manu- 
facture of  caustic  soda  by  the  Leblanc  process, 
for  the  manufacture  of  sodium  sulphide  and  of 
glass.  For  the  manufacture  of  practically  all 
qualities  of  glass  except  lead  glass,  salt-cake  is 
superior  to  soda  ash  because :  It  is  cheaper 
per  unit  of  alkali,  and  owing  to  the  higher 
temperature  at  which  the  glass  furnaces  work 
when  using  salt-cake  a  higher  proportion  of 
silica  can  be  used,  thus  again  cheapening  the 
cost  and  also  producing  a  harder  and  more 
durable  glass. 

Sodium  sulphide  NajS.  In  practice  sodium 
sulphide  is  always  obtained  by-the^reduction  of 
socflum  sulphate.  The  preparation  of  sodium 
sulphide  has  been  the  subject  of  much  work  and 
many  patents.  Arret  (Eng.  Pat.  1370,  1859), 
Gossage  (Eng.  Pat.   2612,  1859),  Wilson  (Erg. 
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Fat.  1361,  1859),  Claus  (Eng.  Pats.  819  and 
2616,  1869),  VVillaus  (Eng.  Pat.  293,  1860),  and 
Weldon  (Eng.  Pats.  3370  to  3390.  1876  ;  and  444, 
445,  1877).  Winkler,  in  Chem.  Ind.  1880,  129, 
gives  a  description  of  the  method  of  making 
sodium  sulphide  in  a  small  reverberatory  furnace 
from  a  mixture  of  salt-cake  and  25-30  p.c.  of 
coal,  which  was  in  use  for  many  years.  Essp 
(Zeitsch.  angew.  Chem.  1889,  284)  also  describes 
the  production  of  sulphide  in  a  reverberatory 
furnace  from  salt-cake  and  60  p.c.  of  coal- 
dust. 

Gossage  and  Matheson  (Eng.  Pat.  3218, 
1888)  propose  the  mixing  of  a  considerable 
quantity  of  NaCl  with  the  salt-cake.  Gossage 
and  Williamson  (Eng.  Pat.  20921, 1892)  proposed 
to  add  to  the  mixture  of  salt-cake  and  coal  35  or 
40  parts  of  Leblanc  black-ash  waste  in  order  to 
prevent  the  action  on  the  furnace  lining. 

The  Society  Industriale  de  Pont  Saint  Martin 
and  A.  Kecinini  (Zeitsch.  angew.  Ohem.  1908, 
782)  prepare  sodium  sulphide  in  a  kiln  from  coke 
and  sulphate  by  heating  the  mixture  in  an  elec- 
tric furnace.  Another  interesting  proposition 
is  that  of  Gossage,  Matheson  and  Hawlicek 
(Eng.  Pat.  121480,  1886),  who  suggest  the  use  of 
furnaces  of  the  lime-kiln  type  for  the  production 
of  sodium  sulphide. 

EUershausen  (Eng.  Pat.  17815,  1890)  de- 
scribes the  difficulties  in  maintaining  the  fabric 
of  the  furnace  against  the  action  of  the  sulphide, 
and  ascribes  them  to  the  overheating  of  the 
charge.  He  constructs  his  furnace  with  a  fire- 
bridge 2  ft.  high  above  the  furnace-bed,  and 
avoids  overheating  the  bridge  by  means  of  an 
internal  air  channel.  The  flue  above  the  fire- 
bridge is  contracted  towards  the  centre  of  the 
furnace-bed,  so  that  the  sides  do  not  get  as  hot 
as  usual.  The  bed  is  also  made  to  rise  towards 
the  bridge  so  that  no  melted  sulphide  can 
accumulate  there.  The  sides  of  the  furnace 
round  the  bed  are  made  of  firebricks  in  such  a 
manner  that  they  are  independent  of  the  outer 
walls,  and  are  easily  renewed.  Lunge  thus 
describes  the  working  of  this  furnace  from  his 
personal  observation  (Sulphuric  Acid  and  Alkali, 
vol.  iii.  p.  296) :  •  The  charge  consists  of  7  cwt. 
salt-cake,  and  3^  cwt.  oolce  oreeze,  not  specially 
mixed,  but  put  in  the  usual  way,  first  upon  the 
back  bed  and  brought  there  to  a  dark  red  heat 
without  any  fusion.  The  fusion  takes  place  on 
the  front  bed,  where  the  mass  turns  first  thin, 
and  then  again  thickens,  just  like  an  ordinary 
black-ash  charge,  but  without  exhibiting  the 
well-known  '  candles.'  It  is,  however,  not  so 
pasty  as  black-ash,  and  more  porous.  It  is 
drawn  out  into  an  iron  box  after  first  lowering 
the  furnace  damper  to  prevent  its  burning  during 
the  discharging.  The  mass  cools  down.m  these 
boxes  without  any  special  precautions.  Sixteen 
such  charges  are  finished  during  24  hours  with 
a  consumption  of  1}  tons  of  coal.  The  heat  is 
not  so  high  as  in  blaok-ash  furnace,  and  the 
furnaces  do  not  require  much  repair.  ...  It  is 
very  remarkable  that  in  this  case  the  furnace 
bottoms  did  not  suffer  very  much,  seeing  that 
they  were  made  exactly  like  those  of  black-ash 
furnaces  {see  Leblano  Soda  Process,  p.  39), 
except  that  they  were  a  little  sloping  from  the 
firebridge  ;  the  slope  towards  the  working  door 
is  common  to  both.  The  reason  is  probably 
this,  that  with  the  large  quantity  of  small  coke 


50  p.c.  the  mass  always  remains  porous  ;  the 
infusibiUty  of  coke  is  also  an  advantage  in 
comparison  with  ordinary  mixing  coal.  During 
work  the  damper  must  always  be  kept  down  as 
much  as  possible  to  avoid  unnecessary  entrance 
of  air ;  if  this  is  not  done  the  mass  turns  more 
liquid,  evidently  by  the  formation  of  polysul- 
phides,  and  the  furnace  suffers  much  more.  The 
crude  sulphide  on  analysis  shows  only  a  trace  of 
polysulphides,  no  sulphate  at  all,  about  1^  p.c. 
thiosulphate,  and  about  10  p.c.  of  the  soda  as 
carbonate,  the  remaining  soda  being  present 
as  Na^S  ;  there  is  about  25  p.c.  insoluble.  This 
is  certainly  an  excellent  product.' 

The  crude  sulphide  or  sulphide  « black-ash,' 
was,  after  cooling,  originally  broken  up  into 
lumps,  packed  and  sold.  One  or  two  cases, 
however,  of  fire  on  board  ship  occurred  which 
were  attributed  to  spontaneous  combustion  of 
the  crude  sulphide,  and  carriage  in  this  form 
was  stopped  (J.  Soc.  Chem.  Ind.  1896,  838). 
The  crude  sulphide  is  now  all  lixiviated  in  vats 
similar  to  those  described  under  the  Leblanc 
process  for  lixiviating  Leblanc  '  blackash ' 
(see  Kgs.  34  and  35),  the  only  difference  being 
that  it  is  necessary  to  keep  the  vats  in  the  case 
of  sulphide  much  hotter  than  in  the  case  of 
Leblanc  soda  (see  p.  43). 

The  vat  liquor,  after  settling,  is  run  into 
crystallising  cones  and  allowed  to  cool,  when 
crystals  of  Na2S,9H20  separate  out  of  approxi- 
mately the  following  composition  : — 

NajS  ....  32-0  p.c. 

Na^SjOa    .         .         .         .  1-4    „ 

NaaSOj      .  .  .  .  1-4    „ 

HjO  (by  diff.)    .         .         .  65-2    „ 

100-0    „ 

The  crystals  after  well  draining  are  packed 
in  casks. 

Sodium  sulphide  is  moderately  soluble  in 
water,  and  crystallises  in  white,  quadratic 
crystals,  of  sp.gr.  2'471,  which  contain  9  mols. 
of  water.  Other  hydrates  have  also  been  de- 
scribed (Parravano  and  Fomaini,  Gazz.  chim. 
ital.  1907,  37,  ii.  521);  see  Gottig  (J.  pr.  Chem. 
1886, 34,  [u.]  229),  Abstinthe  (J.  Soo.  Chem.  Ind. 
1886,  534). 

The  aqueous  solution  of  the  salt  reacts 
strongly  altaline  owing  to  hydrolysis.  A  more 
concentrated  form  of  sodium  sulphide  is  made 
by  concentrating  the  vat  liquor  usually  in 
the  so-called  caustic  pots.  The  liquor  is  con- 
centrated until  the  temperature  rises  to  about  ' 
160°,  when  a  sample  will  be  found  to  test 
60  p.c.  Na^S.  The  fire  is  then  drawn  and  the 
pot  allowed  to  settle  for  4-6  hours,  and  then 
the  sulphide  is  packed  in  an  exactly  similar 
way  to  caustic  soda  into  the  ordinary  caustic 
soda  drum  (see  Eig.  43). 

The  sulphide  so  prepared  has  the  following 
composition : — 

M*2§  -      •         •         •         •     62-8    p.c. 


NajSjOa    . 

.       2-9 

Na,SO.     . 

.       1-1 

Naa 

1-7 

FejOj 

.       0-44 

Water  (by  diff.). 

.     3106 

100-0     „ 
The  concentrated  sulphide  is  also  put  on  the 


SODIUM. 


29 


market  iii  disks  2-4  ius.  thick  and  in  broken 
pieces  of  various  sizes. 

It  will  be  observed  that  the  concentrated 
sulphide  contains  over  30  p.o.  of  water.  It  has 
been  found  by  experience  that  this  quantity 
of  water  entirely  prevents  all  danger  of  the 
spontaneous  combustion  mentioned  above  as 
being  traced  to  the  impure  anhydtous  sulphide 
packed  direct  from  the  furnaces. 

Sodium  sulphide  is  largely  used  as  a  depilatory 
in  the  tanning  industry,  and  in  the  colour 
industry  as  one  of  the  raw  materials  of  the  so- 
called  sulphur  coloiirs,  and  as  a  solvent  of  these 
colours  in  the  dye-bath.  It  is  also  used  in  the 
manufacture  of  water-glass. 

A  disulphide,  trisulphide,  tetjrasulphide,  and 
pentasulphide  of  sodium  have  also  been  pre- 
pared. See  Eottger  (Annalen,  1884,  223,  335, 
338),  Locke  and  Anstell  (Amer.  Chem.  J.  1898, 
20, 592),  and  Hugot  (Compt.  rend.  1899, 129, 388). 

Sodium'thiosulphate  (hyposulphite) 
NajSj,Oj,5HaO. 
This  compound  was  first  prepared  in  1799  by 
Chaussier.  Small  quantities  of  the  salt  may  be 
made  by  taking  about  1  lb.  of  pure,  well- 
dried  sodium  carbonate,  mijdng  with  it  about 
-  one-third  its  weight  of  flowers  of  sulphur,  and 
then  heating  the  mixture  in  a  porcelain  basin  to 
the  melting-point  of  sulphur  for  some  time, 
stirring  well  all  the  while,  so  as  to  bring  every 
part  in  contact  with  the  air.  Oxygen  is  absorbed 
by  the  sodium  sulphide  formed,  which  is  con- 
verted, with  feeble  incandescence,  into  sodium 
thiosulphate.  When  cold,  the  mass  is  dissolved 
in  water,  boiled  with  sulphur  for  some  time,  and 
the  liquid  concentrated  by  evaporation  to  the 
crystaUising-point.  A  very  pure  product  may  be 
thus  obtained.  It  can  "be  prepared  by  boiling 
a  solution  of  sodium  sulphite  with  flowers 
of  sulphur,  filtering  from  the  excess  of  the 
latter,  and  allowing  the  solution  to  crystal. 
Use.  Another  method  consists  in  boiling 
sulphur  with  soda-lye  and  passing  sulphur 
dioxide  into  the  yellow  solu^on  until  it  becomes 
colourless.  The  anhydrous  salt  is  easily  prepared 
by  passing  air  over  anhydrous  NaSH  at  a  tempe- 
rature of  100°-150°. 

The  earthy  thiosulphates  are  obtained  by 
exposing  their  sulphides  to  the  oxidising 
action  of  the  air;  and  upon  this  principle  depends 
Losh's  process,  which  is  as  follows :  The 
tank  waste  produced  in  alkali  works  is  exposed 
to  the  air  for  a  week  or  more,  being  turned  over 
■  from  time  to  time,  so  as  to  bring  every  portion  in 
contact  with  air.  The  mass  is  then  lixiviated 
with  water,  and,  on  adding  sodium  carbonate 
solution  to  the  dissolved  thiosulphates  of 
sodium  and  calcium,  the  calcium  is  precipi- 
tated as  carbonate,  and  the  whole  of  the 
thiosulphuric  acid  is  converted  into  the  sodium 
salt.  The  solution  is  drawn  off  from  the 
insoluble  precipitate,  concentrated  by  evapora- 
tion, and  the  crystals  of  sodium  thiosulphate 
purified  by  recrystaliisation.  A  modification 
of  this  process,  by  Kopp,  is  as  follows  :  The  tank 
waste  is  mixed  with  10-15  p.o.  of  sulphur  and 
12-15  times  its  weight  of  water,  and  is  then 
boiled  for  an  hour.  The  solution  of  polysul- 
phide  obtained  is  put  into  a  closed  apparatus,  in 
which  it  can  be  agitated,  and  is  treated  with 
sulphur  dioxide.  The  solution  now  contains 
cijlojuiu  thiosulphate,  and  is  cijnye):te4  into  the 


sodium  salt  by  addition  of  sodium  sulphate. 
The  solution  of  sodium  thiosulphate  is  drawn  off 
from  the  precipitate  of  calcium  sulphate,  and  is 
concentrated  and  crystallised  as  before.  Another 
method  consists  in  allowing  the  liquid  extract 
of  the  oxidised  tank- waste"  to  run  down  a  to^er 
packed  with  coke,  where  it  meets  with  a  strong 
upward  current  of  air.  A  little  steam  is  also 
injected  into  the  tower.  The  polysulphides  are 
by  this  treatment  oxidised  to  thiosulphates. 
The  solution  running  away  from  the  bottom  of 
the  tower  has  an  acid  reaction,  and  is  neutralised 
with  milk  of  lime,  evaporated  to  a  sp.gr.  of  1-25, 
and  a  solution  of  sodium  sulphate  added  until 
the  precipitation  of  the  calcium  is  complete. 
The  precipitate,  consisting  chiefly  of  calcium 
sulphate,  but  containing  also  from  2  to  5  p.c. 
sodium  and  calcium  sulphites  and  thiosulphates, 
is  dried  at  100°,  and  sold  to  the  paper  makers, 
the  calcium  sulphate  serving  as  a  weighting 
material  and  the  sulphites,  &o.,  it  contains 
acting  as  an  antichlor.  The  filtered  solution  is 
evaporated  to  a  sp.gr.  of  1-65  and  allowed  to 
cool,  when  sodium  thiosulphate  and  a  little 
sulphite  crystallise  out. 

The  yield  of  thiosulphate  can  be  greatly 
increased,  by  suitable  treatment.  Sonaffner 
(Dingl.  poly.  J.  193, 42)  treats  the  yellow  sulphide 
liquors  with  sulphur  dioxide,  exactly  neutralises 
the  excess  of  the  latter  by  the  addition  of  a 
further  quantity  of  fresh  sulphide  liquor,  heats 
to  75°-90'',  and  adds  the  requisite  amount  of 
sodium  sulphate  (determined  by  the  analysis  of 
a  sample  of  the  liquid).  Finally,  a  little  caustic 
soda  is  added  to  ensure  the  complete  precipita- 
tion of  the  calcium  sulphate.  If  traces  of  sul- 
phides are  still  present  they  are  removed  by  the 
addition  of  a  little  sodium  bisulphite,  and  the 
clear  solution  is  then  evaporated  to  43°Beaum6 
and  allowed  to  crystallise.  The  crystals  so 
obtained  are  sold  directly  for  use  as  an  antichlor, 
but  if  required  for  photographic  purposes  they 
are  recrystallised  once  in  stoneware  pans. 

,  The  preparation  of  sodium  thiosulphate  has 
been  carried  out  as  follows  ;  Strontium  sulphide 
— olitained  by  reducing  strontium  sulphate  by 
means  of  powdered  coal— is,  while  still  hot, 
mixed  with  water  to  form  a  thin  paste.  The 
mass  is  boiled  with  sufficient  caustic  alkali  to 
combine  with  the  sulphur  of  the  sulphide. 
Strontium  hydroxide  crystallises  out  on  cooling, 
and  the  mother-liquor  consists  of  solution  of 
sodium  sulphide.  On  treating  this  liquor  with 
sulphur  dioxide,  sodium  thiosulphate  is  formed, 
and  free  sulphur  deposited  (J.  Soc.  Chem.  Ind. 
3,  30). 

Another  process  consists  in  the  reduction  of 
sodium  sulphate  by  fumacing  with  coal,  the 
extraction  of  the  Na^S  so  obtained  by  water, 
and  the  treatment  of  this  sulphide  solution  with 
sulphur  dioxide. 

Sodium  thiosulphate  may  also  be  prepared 
from  the  spent  lime  of  the  purifiers  of  gas  works, 
which  contains  the  calcium  salt  of  thiosulphuric 
acid  as  well  as  calcium  sulphide. 

Other  patents  for  the  technical  manufacture 
of  sodium  thiosulphate  are  given  briefly 
below : — 

Verein  Chemischer  Fabriken  zu  Mannheim, 
Eng.  Pat.  23217  b  and  c,  1907  (air  is  passed 
over  anhydrous  NaHS  at  100°-150°) ;  Sidler, 
D.  K.  PP.  81437  and  84240-  (sodium  sulphite  ia 
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heated  with  fused  sulphur  in  COj) ;  Verein  Gh. 
Fab.  zu  Mannheim,  D.  R.  P.  88594  (produc- 
tion of  sodium  thiosulphate  by  the  action  of 
SO2  and  steam  on  a  mixture  of  NaHSO,  and  S 
in  presence  of  water) ;  Clemm,  D.  R.  P.  180554 
(manufacture  of  sodium  thiosulphate  from 
bauxite). 

The  salt  forms  large  transparent  prisms,  be- 
longing to  the  monoohnic  system.  Its  solution 
is  neutral  to  test  paper ;  it  is  without  smell,  has 
a  cooling  taste,  and  does  not  change  on  exposure 
to  air.  The  crystals  melt  in  their  water  of  crys- 
tallisation at  45°,  all  the  water  being  expelled 
at  215° ;  and  at  220°  they  decompose,  with 
separation  of  sulphur  (Pape).  The  salt  has  a 
sp.gr.  of  1-672. 

It  dissolves  very  readily  in  water  with  con- 
siderable absorption  of  heat.  It  easily  forms 
supersaturated  solutions,  which  may  be  made  to 
contain  as  much  as  217  parts  of  the  salt  in  100 
of  water  at  0°.  It  is  insoluble  in  alcohol.  The 
aqueous  solutions  of  ■  the  salt  have  a  neutral 
reaction  arid  are  permanent  in  the  absence  of 
air  and  light.  Freshly  made  dilute  solutions 
commonly  alter  in  strength  at  first  owing  to 
the  action  of  the  carbon  dioxide,  usually  present 
in  water,  on  the  salt ;  hence  in  preparing  a  solu- 
tion of  sodium  thiosulphate  for  analytical  pur- 
poses it  is  necessary  to  allow  it  to  stand  for  a 
week  before  standardising  it.  After  all  the 
carbon  dioxide  present  in  the  water  has  reacted 
jvith  the  salt  the  solution  may  be  kept  almost 
indefinitely  without  further  alteration.  The 
solution  has  the  property  of  dissolving  many 
insoluble-salts,  such  as  lead  sulphate  and  silver 
iodide.  Besides  the  commonly  occurring  penta- 
bydrate  a  large  number  of  other  hydrates  have 
been  prepared  and  studied  by  Young,  Mitchell, 
and  Burke  (J.  Amer.  Cihem.  Soc.  1904,  26,  1389 
and  1413  ;  1906,  28,  315). 

Sodium  thiosulphate  is  used  as  an  antichlor 
for  removing  the  last  traces  of  the  chlorine  from 
bleached  fabrics,  the  reaction  being  essentially — 
Na2S203+4a2+5H20=2Naa+2H2S04-i-6Ha 

According  to  Lunge  (Bolley's  Technologie, 
Neue  Folge,  1909,  16,  74)  only  about  one-tSnth 
of  the  amount  of  chlorine  required  by  the  above 
equation  is  acted  upon,  as  a  large  quantity  of 
tetrathionate  is  formed,  while  a  further  portion 
of  the  thiosulphate  is  probably  decomposed  into 
trithionate  and  sulphide — 

2NajS203=Na2S30e+Na2S 
since  some  sulphuretted  hydrogen  is   always 
evolved. 

Sodium  thiosulphate  finds  an  extended 
application  m  photography.  Owing  to  its  power 
of  dissolving  silver  bromide,  iodide,  &c.,  a  solu- 
tion of  the  salt  is  employed  to  dissolve  out  the 
unaltered  silver  halogen  compound  from  the 
plates  or  prints  after  the  exposure  has  been 
made  and  the  image  developed,  the  negative  or 
print  being  thus  '  fixed '  and  rendered  unalter- 
able on  exposure  to  light.  It  is  also  used  in  the 
blea:ching  of  wool,  straw,  oils,  ivory,  bones,  &o. 
(as  a  source.of  SO^),  and  as  a  preservative  against 
fermentation  in  the  sugar,  industry.  In.  the 
calico-printing  and  dyeing  trades  it  is  employed 
in  the.;  preparationt  of  mordants-;  aluminium 
sulphate  is  treated  with  sodium  thiosulphate,  and 
the  resulting  solution  of  aluminium  thiosulphate 
thickened  as  usual  and  printed  on  the  flbre. 


On  steaming  the  printed  cloth  alumina  is 
deposited  on  the  fibre  by  the  decomposition  of 
the  aluminium  thiosulphate,  and  the  material 
can  then  be  dyed  with  alizarin,  &o.  It  has  been 
used  to  fix  aniline  greens,  and  in  conjunction  with 
salts  of  copper  to  produce  the  so-called '  argentine 
effects  '  which  depend  upon  the  deposition  of  a 
thin  film  of  copper  sulphide  on  the  fibre.  Sodium 
thiosulphate  is  also  employed  in  the  preparation 
of  various  artificial  colours,  and  in  the  reduction 
of  indigo  ;  in  -  the  wet  methods  of  preparation 
of  antimony  cinnabar,  and  ordinary  cinnabar ; 
in  metallurgy  for  wet  silver-extraction  processes, 
the  silver  being  converted  into  chloride  by 
roasting  the  ore  with  common  salt,  and  the  mass 
lixiviated  wth  a  solution  of  the  sodium  thio- 
sulphate (v.  Silver);  in  the  preparation  of 
silvering  and  gUding  solutions,  and  in  the 
extraction  of  gold  from  ores.  When  treated 
with  sodium  amalgam,  it  gives  sodium  sulphide 
and  sulphite : 

Na2SjOa-FNa2=NajSOj-fNa2S. 

The  property  which  the  salt  possesses  of 
fusing  at  a  low  temperature  in  its  water  of 
crystallisation  and  soUdifying  again  on  cooling 
has  been  utilised  by  Fleck  in  sealing  glass  tubes 
containing  explosives  to  be  used  under  water  in 
torpedoes. 

In  medicine  sodium  thiosulphate  is  used  in 
oases  of  sarcinous  vomiting,  and  as  an  external 
application  in  parasitic  skin  diseases. 

In  the  laboratory  the  salt  is  largely  used  in 
iodometry,  the  fundamental  reaction  being — 

2Na2Sa03-fl2=NajSi08+2NaI. 
For.  the  application  of  this  see  the  article  on, 
Akaiysis.  It  has  also  been  proposed  for  use  in . 
quantitative  analysis  for  the  precipitation  of 
various  metals  in  place  of  sulphuretted  hydrogen. 
Lea,d,  mercury,  silver,  copper,  and  chromium,  are 
all  quantitatively  precipitable  as  sulphides  (01- 
in  the  case  of  chromium  as  hydroxide)  Dy  boiling 
their  solutions  with  sodium  thiosulphate  (Faktar, 
Zeitsch.  anal.  Chom.  1900,  39  345). 

Sodium  thiosulphate  is  employed  in  the 
separation  of  iron  and  aluminium.  A  solution 
containing  these  two  metals  is  treated  in  the 
cold  with  sodium  thiosulphate ;  this  gives  rise 
to  the  aluminium  thiosulphate,  and,  when 
boiled,  the  latter  is  decomposed,  with  evolution 
of  sulphur  dioxide  and  deposition  of  sulphur  and 
alumina.  By  throwing  the  whole  on  a  filter, 
the  iron,  still  in  solution,  passes  through. 

Sodium  thiosulphate  forms  n,  large  number 
of  double  salts,  many  of  which  are  pf  extremely 
complex  composition.  Those  formed  with 
copper  and  silver  have  been  studied  by  Rosen- 
heim and  Steinhauser  (Zeitsch.  anorg.  Chem. 
1900,  25,  72)  and  0.  and  I.  Bhaduri  {ibid.  1898, 
17,  1).  See  also  L.  Shinn  (J.  Amer.  Chem. 
Soc.  1904,  26,  947). 

Sodium  nitrite  NaKOj  occurs  native  in 
small  amounts  in  Chile  saltpetre,  and  is  fre- 
quently found,  although  only  in  traces,  in 
mineral  waters.  It  can  be  prepared  artificially 
by  heating  sodium  nitrate,  either  alone  or  mixed 
with  deoxidising  substances,  metallic  lead,  iron 
filings,  or  graphite  being  those  usually  em- 
ployed. The  salt  prepared  in  this  way,  however, 
invariably  contains  some  caustic  soda  and 
undecomposed  nitrate.  The  pure  salt  is  best 
made  by  decomposing- a  solution  of  silver  nitrite 
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with  an  equivalent  amount  of  sodium  chloride, 
or  by  passing  the  nitioua  fumes  evolved  from  a 
mixture  of  nitric  acid  and  starch  into  a  solutioH 
of  caustic  soda  or  sodium  carbonate  (Divers, 
Chem.  Soc.  Trans.  1899,  86). 

It  may  also  be  obtained  by  the  electrolytic 
reduction  of  the  nitrate,  but  the  yield  obtEiined 
is  only  60  p.c.  of  the  theoretical  (MuUer,  Zeitsoh. 
Elektro.  Chem.  1903,  9,  95ff). 

Technical  manufacture.  On  the  large  scale, 
sodium  nitrite  is  made  by  the  reduction  of  the 
nitrate,  usually  with  metallic  lead. 

The  lead  employed  must  be  as  free  as  possible 
from  zinc  and  antimony,  and  is  rolled  out  into 
thin  sheets  previous  to  use.  The  theoretical 
amount  of  lead  required  for  the  decomposition 
of  100  parts  of  sodium  nitrate  according  to  the 
equation — 

NaN03+Pb=NaN02+PbO 
is  243  parts,  but  in  practice  an  excess  is  in- 
variably used. 

The  sodium  nitrate  (100  kilos.)  is  melted  in  a 
cast-iron  vessel  fitted  with  a  mechanical  stirrer. 
As  soon  as  the  whole  is  in  a  state  of  quiet  fusion, 
250  kilos,  of  lead  are  added,  which  rapidly 
oxidises  to  yeUow  PbO.  After  a  short  time 
more  lead  is  added,  and  the  mixture  kept  well 
stirred  for  three-quarters  of  an  hour,  the  whole 
operation  lasting  about  3J  hours.  Thorough 
stirring  is  essential,  as  if  any  of  the  mixture  is 
allowed  to  cake  on  the  sides  of  the  vessel,  the 
latter  is  soon  corroded  Snd  rendered  useless. 
The  product  from  the  fusion  (which  should 
contain  over  90  p.c.  of  NaNOj)  is  extracted  with 
water  in  wrought-iron  vfessels;  provided  with 
stirrers,  until  the  solution  has  a  density  of 
36°-39°  Beaum6.  The  alkaline  liquid  is  then 
carefully  neutralis_ed  with  dilute  nitric  acid,  and 
allowed  to  settle.  The  clear  solution  is  evapor- 
ated to  42°-43°  Beaum^  allowed  to  stand  three 
or  four  hours  to  clarify,  and  then  run  into  lead- 
lined  wooden  tanks  where  crystallisation  takes 
place.  The  crystals  obtained  contain,  after 
being  dried  at  60°,  97-98  p.c.  of  sodium  nitrite. 
The  mother -liquors  can  be  evaporated  several 
successive  times  after  addition  each  time  of  a 
little  fresh  liquid  from  the  vats.  The  purity  of 
the  nitrite  thus  obtained  continually  diminishes, 
as  the  following  figures  show  : — 

Percentage  of 
NaNO^  contained 
in  the  crystals  after 
drying  at  60°. 
Crystals  from  1st  evaporation     97     to  97-5  p.c. 
2nd  „  96-8  to  97     „ 

3rd  „  96-2  to  96-5,, 

4th  „  96     to  96-2  „ 

If  a  higher  content  of  nitrite  be  required,  the 
salt  must  be  recrystaHised.  When  the  crystals 
obtained  from  the  Uquid  show  less  than  96  p.c. 
of  NaNOj,  the  mother-liquor  is  evaporated 
separately  in  a  second  pan,  and  produces  crystals 
containing  86-94  p.c.  of  nitrite,  which  are 
employed  to  strengthen  the  fresh  lye-  The 
solution  separated  from  these  is  further  concen- 
trated in  a  third  pan,  and  yields  crystals  con- 
taining 50-75  p.c.  of  nitrite.  Those  containing 
above  65  p.c.  NaNO^  are  returned  to  the  second 
pan,  and  the  remainder  are  fused  up  again  with 
lead,  in  the  manner  described  above.  An 
analysis  of  the  final  mother-Uquors  gave  their 
oompositiopi  as : — 


Caustic  sdda 
Sodium  carbonate 
Sodium  nitrite 
Sodium  nitrate 
Sodium  chloride 
Sodium  sulphate 
Insoluble 


p.o. 
10-89 
22  00 
20-52 
16-23 

6-05 
17-39 

7-23 

100-31 


Another  process  for  making  sodium  nitrite 
consists  in  fusing  together  500  kilos,  sodium 
nitrate  and  500  kilos,  caustic  soda,  adding  225 
kilos,  iron  filings,  and  allowing  the  mass  to  react 
for  5-6  hours.  Various  other  reducing  agents, 
such  as  sulphur,  calcium  sulphide  (tank-waste), 
barium  sulphide,  zinc  blende,  and  galena  have 
also  been  employed. 

Properties.  Sodium  nitrite  forms  small 
rhombic  crystals,  which  usually  possess  a  faint 
yellow  colour,  although  according  to  Boguski 
(J.  Russ.  Phys.  Chem.  Soc.  1899,  31,  643)  the 
pure  dry  salt  is  colourless.  The  crystals  melt 
at  271°  (Divers)  and  dissolve  easily  in  water 
(1  part  of  the  salt  dissolves  in  1-2  parts  of  water 
at  15°)  forming  a  yellowish  solution  which  is 
alkaline  to  litmus.  The  salt  is  very  sparingly 
soluble'  in  absolute  alcohol,  100  parts  of  this 
solvent  dissolving  only  0-31  part  of  sodium 
nitrite  at  19-5°. 

For  the  density  of  sodium  nitrite  solutions, 
see  Boguski,  Anz.  Krak.  Akad.,  1898,  123.  For 
conductivity  measurements,  see  Roczkowsky 
and  Niementowsky,  Zeitsch.  physikal.  Chem, 
1897,  22,  147, and  Schumann,  Ber.  1900,  33,  532. 

Uses.  Sodium  nitrite  is  largely  used  in  the 
manufacture  of  coal-tar  colours,  and  also  in  the 
calico-printing  industry  in  the  preparation  of 
certain  colours,  such  as  paranitraniline  red,  which 
are  developed  on  the  fibre. 

Sodium  nitrate  {ciihic  nitre ;  Chile  saltpetre) 
NaNOj.  Tins  important  salt  occurs  as  nitratine 
in  the  natural  and  artificial  accumulations  of 
potassium  nitrate,  and  in  other  deposits  where  it 
has  been  produced  similarly  to  that  salt  («. 
Potassium  Nitrate,  art.  Potassium). 

The  natural  occurrence  of  the  sodium  nitrate, 
as  distinguished  from  the  potassium  salt,  does 
not  appear  to  have  been  fully  recognised  until 
the  present  century,  for  it  is  stated  in  Rees' 
Encyclopaedia,  1819  (art.  Nitrate  ob  Soda), 
that  it  had  not  been  found  up  to  that  time  in  a 
native  state,  although  its  manurial  value  had 
already  been  recognised  by  Lord  Dundonald. 

Sodium  nitrate  occurs  in  enormous  quantities, 
and  practically  free  from  the  potassium  salt,  in 
the  province  of  Tarapaca  in  South  America, 
and  this,  with  the  exception  of  certain  deposits 
on  the  coast  of  Bolivia,  constitutes  the  only 
source  from  which  the  salt  is  extracted  on  the 
large  scale. 

The  nitrate  deposits  do  not  form  beds  of  any 
definite  character,  but  represent  the  outcrop  of 
a  bed  of  salt  which  appears  to  have  been  left  at 
the  bottom  and  sides  of  ancient  tidal  lagoons  by 
the  upheaval  of  the  coast.  Although  the  dis- 
trict is  now  extremely  arid  and  only  receives 
rain  at  intervals  of  3  years  or  more,  there  is 
abundant  evidence  of  former  fertility  in  the  large 
quantities  of  biiried  trees  and  other  vegetation 
which  are  found  in  the  vicinity,  together  with 
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guano  and  fish  remains,  sea-shells,  and  other 
substances  of  marine  origin. 

The  nitrate  may  be  regarded  as  the  product 
of  the  decomposition  of  this  organic  matter  in 
presence  of  calcium  carbonate  and  the  salt  left 
by  the  evaporation  of  the  sea- water.  This  view 
is  borne  out  by  the  composition  of  the  deposit, 
especially  by  the  presence  of  sodium  iodide  and 
iodate  and  of  salts  of  magnesium  and  calcium. 
The  nitrification  appears  to  have  occurred  only 
at  the  outcrop  of  the  salt,  for  the  nitrate  dimin- 
ishes in  quantity  towards  the  middle,  and  is 
practically  absent  at  the  centre  of  the  deposit 

The  main  nitrate  belt  of  Tarapaca  has  a 
width  of  about  2^  miles,  and  is  included  between 
latitudes  2TS.  and  19°S.  for  a  total  length  of 
about  260  miles.  It  stretches  along  the  eastern 
elope  of  the  coast  range  of  the  mountains  which 
extend  from  the  northern  limit  of  Peru  to  the 
Straits  of  Magellan,  aiud  which  have  an  average 
height  of  about  2000  ft. 

The  deposit  occurs  some  500  or  600  ft. 
higher  than  the  valley  of  Tamaragal,  and  di- 
minishes in  richness  as  the  valley  is  approached, 
the  nitrate  disappearing  altogether  at  the  bottom. 
The  average  distance  from  the  sea  coast  is  about 
14  miles,  but  some  of  the  deposits  are  as  far 
distant  as  90  miles. 

The  'oaUche,'  as  the  crude  nitrate  is  called, 
is  never  found  at  any  great  depth.  It  is  usually 
covered  to  a  depth  of  6  or  10  feet  by  a  crust  or 
'  costra,'  consisting  of  a  conglomerate  of  por- 
phyry, felspar,  magnesia,  sodium  chloride,  &c., 
cemented  together  by  gypsum,  and  covered  by  a 
layer  of  fine  loose  sand  to  a  depth  of  8  or  10 
ins.  The  cajiche  proper  forms  a  rock-like 
mass  from  3  to  6  ft.  deep,  and  varies  in  colour 
from  almost  pure  white,  through  shades  of 
yellow,  orange,  brown,  bluish-grey,  &o.  The 
lower  part  of  the  caUche  (known  as  '  congelo  ') 
contains  but  little  nitrate,  and  abounds  in  the 
chlorides  of  sodium  and  magnesium,  and  in 
sulphates.  It  lies  upon  a  pale,  yeUowish-bro^vn, 
.  loose  clay  free  from  nitrate,  and  overlying  the 
primitive  rock. 

Various  (^uaUties  of  caliche  are  worked,  vary- 
ing from  40  to  80  p.o.  in  the  best  quality,  to 
30  to  40  p.c.  in  the  second,  and  17  to  30  p.c.  in 
the  inferior  kinds. 

A  good  ground  would  contain  »  bed  3-4  ft. 
thick,  containing  40-45  p.c.  NaNOj.  The  upper 
overlayer  varies  from  4  to  20  p.o.  In  poor 
grounds,  however,  20  p.c.  nitrate  would  become 
oiliche.'  The  ground  is  broken  by  blasting 
and  the  big  blocks  divided  into  smaller  ones 
with  crowbars  and  the  lumps  of  '  caliche ' 
separated  from  the  overlayer  or  '  costra  '  by 
hand. 

The  Tarapaca  deposits  were  worked  as  early 
as  1813  by  the  Spaniards,  who  exported  23,732 
quintals  (of  100  pounds)  in  that  j'ear ;  but  the 
industry  was  but  little  developed  until  1852, 
when  small  refining  works  were  established  by 
Smith  and  Sandes.'" 

The  method  of  separating  the  nitrate  from 
the  caliche  consists  merely  of  a  careful  system 
of  iisiviation.     At  the  Officina  of  Ramirez  (Tara- 

fiaca)  the  cahche  is  crushed  roughly  into  2-in. 
umps.  and  is  boiled  in  long  tanks  heated  by 
steam  coils. 

A  typical  boiling  tank  is  ,32  ft.  long  by  9  ft. 
deep  by  0  ft.  wide,  and  is  healed  by  a  steam 


coil  5  ins.  diameter,  which  makes  the  circuit  o' 
the  tank  five  times,  and  is  arranged  in  tiers  about 
9  ins.  from  the  sides.  The  '  caliche  '  is  supported 
on  a  false  bottom  about  1  ft.  from  the  real 
bottom  of  the  tank.  The  tanks  are  built  in  a 
series  of  six,  connected  by  a  O-iii.  pipe  for  circulat- 
ing the  hquor  from  one  to  the  other.  The  tank 
containing  the  nearly  exhausted  '  caliche  '  is  fed 
with  fresh  water,  the  others  work  in  series  with 
weak  Uquor  obtained  from  the  nearly  exhausted 
tank,  passing  through  them  and  leaving  finally 
from  the  tanK  last  charged  with  '  caliche.'  The 
hot  Uquor  or.'caldo'  finally  runs  off  at  112°, 
containing  about  80  lbs.  nitre  to  the  cubic  foot. 
After  cooling  for  4  or  5  days  in  the  orystallisers 
and  crystallising  out,  the  strength  of  the  liquor 
is  reduced  to  about  40  lbs.  nitre  per  cubic  foot. 
This  mother -Uquor  is  used  in  the  systematic 
Uxiviation  of  the  '  caUche  '  described  above,  and 
is  run  in  addition  to  the  weak  Uquor  from  final 
exhaustion  of  the  '  oaUche  '  on  to  the  later  tanks. 
A  good  form  of  crystalliser  is  a  sheet-iron 
tank  25  ft.  by  18  ft.  by  2  ft.  9  ins.  to  3  ft.  deep, 
the  inclined  bottom  assisting  in  the  draining 
of  the  crystals.  Six  such  tanks  as  have  been 
described  require  about  44  of  these  crystallising 


The  nitrate  from  the  orystallisers  is  drained 

and  is  placed  on  the  drying  floor  to  dry  for  5  or 

more  days,  when  its  composition  is  as  f  oUows  : — 

First  quality    Second  guality 

NaNO,      .         .       96-5  95-2 

NaCl  .         .        0-75  2-5 

NajSOj      .         .        0-45  0-6 

HjO  .         .        2-3  1-7 

An  important  by-product  in  the  Chile  nitrate 
industry  is  iodine,  which  occurs  in  considerable 
quantities  as  sodium  iodate  in  the  '  caUche.* 
The  iodine  recovery  is  effected  from  the  mother- 
Uquor  from  the  crystalliser  which  passes 
through  the  iodine  house  on  its  ^vay  back  to 
the  lixiviating  tanks  {v.  Iodine).  The  fuel 
consumption  averages  about  1  ton  coal  to  7 
tons  nitrate  produced. 

For  further  details  of  the  nitrate  manufacture, 
see  paper  by  Newton,  J.  Soc.  Qiem.  Ind.  1900, 
408,  from  which  most  of  the  above  statements 
have  been  taken. 

The  foUowing  analyses  show  the  composition 
of  caUohe.  (1)  Shows  the  composition  of  one 
of  the  largely-worked  deposits  (Forbes,  Phil. 
Mag.  1866,  32,  135);  (2)  shows  the  composition 
of  that  worked  at  the  Officina  Ramirez  (Harvey, 
Proc.  Inst.  C.E.  1885,  82,  337)  :— 


Sodium  nitrate 
Sodium  chloride 
Sodium  sulphate 
Calcium  chloride 
Potassium  iodide     . 
Aluminium  sulphate 
Magnesium  sulphate 
Insoluble  matter 
Moisture 


100-00     100 

Further  information  on  these  deposits  will  be 
found  in  the  works  of  Sturzer  (Nitrate  of  Soda, 
1887 ;  edited  by  Wagner)  and  BiUinghurst  (Estu- 
dio  sobre  la  Geografia  de  Tarapaca,  and  Chem. 
Zeit.   11,  752),   and   ui    the    various   ConsuJai 


(1) 

(2) 

2101 

51 

65-27 

26 

4-74 

6 

0-33 

— 

0-87 

— 

9-81 



5  93 

3 

2-04 

14 
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reports  to  the  British  and  United  States 
Governments. 

Sodium  nitrate  is  obtained  when  sodium  car- 
bonate or  hydroxide  is  dissolved  in  nitric  acid,  or 
when  common  salt  is  boiled  with  that  acid.  On 
the  large  scale,  however,  it  is  always  obtained 
from  the  natural  product  by  repeated  crystalli- 
sation. The  last  traces  of  chloride  are  best  re- 
moved by  adding  a  small  quantity  of  nitric  acid 
to  the  boiling  saturated  solution  of  the  salt,  and 
recrystallising. 

The  pure  salt  forms  transparent,  colourless, 
anhydrous  rhombohedra,  whose  angles  closely 
approximate  to  right  angles,  whence  its  name 
'  cubic  nitre.'  It  fuses  at  316°  (Camelley,  Chem. 
Soc.  Trans.  33,  276) ;  at  higher  temperatures — 
lower  than  that  at  which  potassium  nitrate 
decomposes — ^it  evolves  oxygen  vrith  production 
of  the  nitrite,  and  on  further  heating  it  gives  off 
nitrogen  and  nitrous  fumes,  leaving  a  residue 
of  sodium  monoxide  and  peroxide.  The  salt  as 
usually  obtained  is  hygroscopic  ;  but,  according 
to  Gentele  (Dingl.  poly.  J.  118,  203),  this  is  due 
to  the  presence  of  the  nitrates  and  chlorides  of 
calcium  and  magnesium,  and  is  not  observable  in 
the  pure  salt. 

According  to  Ditte  (Cbmpt.  rend.  80,  1164) 
100  parts  of  water  dissolve  the  following  pro- 
portions of  the  salt : — 


AtO" 

66-69 

At  18° 

83-62 

2° 

70-97 

21° 

85-73 

4° 

71-04 

26° 

90-33 

8° 

75-65 

29° 

92-93 

10° 

76-31 

36° 

99-39 

IS- 

79-00 

51° 

113-63 

IS" 

80-60 

68° 

125-07 

When  saturated  at  0°  the  solution  may  be  cooled 
to  —15-7°  without  crystallisation  ;  but  at  that 
temperature  the  salt  separates  out  in  fine 
laminated  plates  built  up  of  fine  needles  lying 
side  by  side.  A  hydrate  of  the  composition 
NaN03,7H20  appears  to  exist  (Ditte,  I.e.). 

Sodium  nitrate  dissolves  in  glycerol,  but  is 
almost  insoluble  in  absolute  alcohol ;  100  parts 
of  alcohol  of  16-4  p.c.  dissolve  21-25  parts  of  the 
salt  (Pohl,  Sitz.  Beii  6,  600). 

It  is  used  for  many  of  the  purposes  for  which 
the  potassium  salt  is  employed  ;  but  its  hygro-, 
Bcopic  nature  renders  it  inapplicable  to  the. 
manufacture  of  gunpowder  or  fireworks,  &c.  For 
the  making  of  nitric  acid,  for  supplying  that  acid 
in  the  suliihuric  acid  manufacture,  and  as  a 
manure,  it  has,  however,  entirely  replaced  potas- 
sium nitrate.  It  is  also  the  principal  source  of 
that  salt,  which  is  obtained  from  it  by  double 
decomposition  with  the  potassium  chloride  of 
Stassfurt. 

Sodium  bypophosphite  NaHuPOj  may  be  pre- 
pared by  boilmg  aqueous  or  alcpholio  soda  with 
phosphorus  until  evolution  of-  phosphoretted 
hydrogen  ceases 

6NaHO+2P4+6H20=6NaHjP02+2PH3. 
The  solution  is  poured  off,  treated  with  sodium 
bicarbonate  to  convert  any  unchanged  soda  into 
carbonate,  and  is  evaporated  and  digested  with 
absolute  alcohol,  which  dissolves  the  bypophos- 
phite. only.     The  salt  crystalh'ses  out  on  cooUng. 

For  pharmaceutical  purposes  it  is  usually 
prepared^by  double  decomposition  between  solu- 
tions of  sodium  carbonate  and  calcium  or  barium 
bypophosphite  {v.  riiosjihcnts  ox'dcs-  and  Oxy- 
Vol.  v.— y, 


acids,  art.  Phosphobus^.  The  filtered  solution  is 
evaporated  on  the  water-bath  with  frequent 
stirring  as  the  mass  becomes  syrupy,  in  order  to 
obtain  a  granular  salt.  To  obtain  the  salt  free 
frflm  phosphite,  Raymond  (Pharm.  J.  [iii.]  10, 407) 
treats  25  grms.  of  the  commercial  salt  with  1 
grm.  of  barium  bypophosphite  in  solution,  and 
dilutes  to  60  c.c,  adding  200  c.c.  of  strong  alcohol 
after  a  time.  The  liquid  is  allowed  to  stand  and 
filtered  from  the  precipitated  barium  phosphite 
and  bypophosphite,  and  the  last  traces  of 
barium  having  Been  removed  by  careful  addition 
of  sodium  nitrate,  is  filtered  and  mixed  with 
500  c.c.  of  strong  alcohol  and  a  sufficiency  of 
ether.  The  pure  bypophosphite  which  separates 
is  dried  in  a  current  of  air. 

Sodium  bypophosphite  crystallises  in  small, 
pearly,  rectangular,  very  deUquescent  plates  con- 
taining 1  molecule  of  water  of  crystalUsation. 
It  dissolves  at  15°  in  1  part  of  water,  .and  at 
100°  in  0-12  part.  It  is  also  soluble  in  alcohol. 
The  aqueous  solution  absorbs  oxygen  from  the 
air  with  formation  of  phosphite  (Wurtz,  Ann. 
Chim.  Phys.  [iii.]  7,  37). 

When  heated  to  200°  the  crystals  become 
anhydrous,  and  on  further  heating  are  con- 
verted into  metaphosphate  and  pyrophosphate, 
with  evolution  of  hydrogen  and  spontaneously, 
inflammable  phosphoretted  hydrogen : 

5NaHjPOa=Na4P20,-fNaP03-f2PH,+2Hj. 
It  explodes  when  triturated  or  heated  with  an 
oxidising  agent,  and  has  been  known  to  eSplode 
during  evaporation  on  the  water-bath  (Amer,  J. 
Pharm.  1860,  87). 

Sodium  bypophosphite  is  a  powerful  reducing 
agent,  and  precipitates  gold  and  silver  from 
solution.  With  copper  salts  it  gives  a  red 
precipitate  of  copper  hydride  CajH,.  It  is  used 
medicinally.  ,  v. 

Sodium  phosphates.  A  considerable  number 
of  these  salts  belonging  to  the  three  classes 
ortho-,  pyro-,  and  meta^  phosphates,  together 
with  a  large  series  of  double  salts,  are  taiown. 
The  three  classes  of  salts  may  be  distinguished  by 
their  beha,viour  with  silver  nitrate  and  albumen. 
The  orthophosphates  give  a  yellow  precipitate 
with  the  former,  while  the  pyro-  and  meta-  phos- 
phates give  a  white  precipitate ;  and  the  meta- 
phosphate alone  gives  a  precipitate  with  albumen. 

Our  knowledge  of  the  various  sodium  phos- 
phates is  largely  due  to  Graham  (Phil.-Trans. 
1833,  253).  The  metaphoaphates  have  been 
particularly  examined  by  Maddrell  (Chem.  Soc. 
Mem.  3,  373). 

Several  highly-complicated  phosphates  not 
belonging  to  any  of  these  classes  are  also 
known.  Thus  Fleitmann  and  Henneberg  (An- 
nalen,  65,  304)  have  obtained  ijeculiar  phos- 
phates, one  of  which  has  the  composition 
NaePjOij,  by  fusing  tetra-sodium  pyrophosphate 
with  sodium  monometaphosphate,  and  Filhol 
and  Sendferens  (Compt.  rend.  93,  388)  have 
obtained  a  phosphate  of  the  composition 
(NaHO)3(P206)s,,H20  by  adding  soda  to  a  solu- 
tion  of  orthophosphoric  acid  until  neutral  to 
colour  tests. 

Three  orthophosphiites,  respectively  contain- 
ing one,  two,  and  three  atoms  of  sodium  in  the 
molecule,  are  Imown. 

Trisodlum'  orthophosphate  NajPO, '  is  ob- 
tained by  adding  excess  of  caustic  soda  to  hydro- 
gen   sodium    phosphate,    and    crystallising    to- 
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remove  the  free  alkali.  It  may  also  be  prepared 
by  fusing  hydrogen  disodium  phosphate  with 
excess  of  soda  and  dissolving  and  crystallising. 
It  forms  ■non-effl.oresoent  six-sided  prisms  of  the 
composition  NaiP04,12H20.  According  "to 
Mohr  (Amer.  J.  Sci.  [iii.]  14,  281),  their  sp.gr. 
at  17'5°  is  2-5362.  They  fuse  at  about  73-4°  ; 
at  100°  they  lose  11  molecules,  but  they  retain 
the  last  until  the  heat  approaches  redness.  A 
hepta-  and  decahydrate  have  also  been  pre- 
pared. The  hydrated  salt  dissolves -in  about 
10  times  its  weight  of  water  at  15°.  The  solution 
reacts  strongly  alkaline  in  consequence  of  the 
salt  being  hydrolysed  to  a  great  extent  into 
UajHPOj  and  NaOH.  In  solutions  weaker 
than  decinormal  almost  the  whole  of  the  salt  is 
thus  decomposed  (Sabn,  Zeitsch.  physikal. 
Chem.  1907,  57,  471;  Shield,  ibid.  1893, 12, 167). 
In  consequence  of  this  hydrolysis  a -solution  of 
the  salt  is  decomposed  by  all  acids,  even  by 
COj,  with  formation  of  disodium  phosphate  and 
the  salt  of  the  acid  in  question,  liibasic  sodium 
phosphate  is  used  in  place  of  sodium  carbonate 
in  some  photographic  developers,  and  it  has 
been  proposed  to  use  the  melting-point  of  the 
dodecahydrated  salt  (73-4°)  as  a  standard  for 
use  in  calibrating  thermometers. 

Hydiogen  disodium  phosphate  Na^HFOt 
occurs  in  urine,  in  which  it  was  discovered  by 
Haupt  in  1740,  and  was  at  one  time  prepared 
from  it  under  the  name  sal  mirahih  perlaium. 
It  may  be  prepared  by  adding  sodium  carbonate 
to  phosphoric  acid  until  alkaline,  and  filtering, 
concentrating,  and  crystallising  the  solution. 

It  is  usually  prepared  from  the  acid  calcium 
phosphate  made  by  the  action  of  sulphuric  acid 
on  bone  ash.  For  this  purpose  the  hot  solution 
is  treated  with  sodium  carbonate  until  effer- 
vescence ceases,  and  the  solution  of  hydrogen 
sodium  phosphate  thus  produced  is  filtered  from 
the,  precipitated  trioalcium  phosphate,  and  is 
concentrated  and  crystallised. 

The  salt  crystallises  in  large,  colourless, 
transparent  monoclinic  prisms  of  the  composi- 
tion NajHPOi,12H20.  They  soon  effloresce, 
forming  the  heptahydrate,  and  become  opaque 
on  exposure  to  the  air. 

They  melt  at  35°  (Tilden,  Chem.  Soo.  Trans. 
45,  268),  and  have  a  sp.gr.  of  1-5235  at  15° 
(Stolba,  J.  Pharm.  Chim.  97,  563).'  When  dried 
over  sulphuric  acid,  or  heated  for  some  time  to 
45°,  they  become  anhydrous. 

On  further  heating  sodium  pyrosphophate  is 
formed,  the  transformation  being  complete  at 
300°: 

2Na2HP04=NajPjO,+H20. 

Sodium  phosphate  dissolves  readily  in  water, 
easily  forming  supersaturated  solutions.  The 
solubility  of  the  salt  at  different  temperatures  has 
been  determined  by  Mulder  (Scheidekund  Ver- 
hand.  1864,  100). 

Temp.       0°  10°  20°  30°   40"   50"   60°   tO°   80°   90°    99° 
Parts  1 

peVuiOofr^  3-9  9-3  24-1  63-9  825  91-6  950  966  9J-8  988 

water  '     f 

The  saturated  solution  boils  at  105°.  The 
salt  does  not  dissolve  in  alcohol.  Its  aqueous 
solution  reacts  alkaline  due  to  slight  hipdrolysis. 

According  to  Poggiale/J.  Pharm.  Chiin'.  [iii.] 
44,  273),  100  parts  of  water  dissolve  the  following 
amounts  of  the  anhydrous  salt : — 


0° 
10° 
20° 
30° 
40° 
50° 


1-55 
4-10 
1108 
19-95 
30-88 
43-31 


60" 

70° 

80° 

90° 
100° 
106-2° 


65-29 
68-72 
81-29 
95-02 
108-20 
114-43 


When  evaporated  at  33°,  it  deposits  mono- 
clinic  crystals  of  the  composition 

Hydrogen  disodium  phosphate  is  used  in  certain 
photographic  toning  solutions,  and  to  some 
extent  in  calico-printing  and  for  weighting  silk. 

Sodium  dihydiogen  phosphate  KaH2P04  is 
prepared  by  adding  phosphoric  acid  to  a  solution 
of  the  disodium  salt  until  the  liquid  ceases  to 
give  a  precipitate  with  barium  chloride.  It  is 
obtained  on  codling  the  hot  strong  solution  in 
rhombic  crystals  of  sp.gr.  1-90,  containing  2 
molecules  of  water,  which  are  very  soluble  in 
water  but  insoluble  in  alcohol.  A  hydrate 
NaH2P04,H20  has  also  been  prepared.  "On 
heating  to  100°  the  salt  becomes  anhydrous,  at 
210°  it  is  converted  into  the  acid  pyrophosphalie 
NajHjPjO,,  and  on  further  heating  yields'  a 
mixture  of  metaphosphate  and  trimetaphbsphate 
(Knorre,  Zeitsch.  anorg.  Chem.  1900,  24, '369). 

Many  double  orthophosphates  containing 
sodium  axe  known,  the  most  important  being 
'  microcosmio  salt '  Na(NH4)HPOj,4H20,  which 
occurs  in  urine.  It  was  well  Imown  to  the 
alchemists  under  the  names  of  '  microcosmio 
salt,'  'fusible  salt  of  urine,'  and  ' essential  salt 
of  urine,'  and  was  employed  by  them  as  a  source 
of  phosphorus.  It  has  also  been  met  with  in 
nature  as  the  mineral  atercorile,  found  in  some 
guano  deposits. 

The  salt  is  obtained  artificially  by  miixine 
hot  solutions  of  5  parts  disodium  phosphate  and 
2  parts  ammonium  phosphate,  and  aUowing  the 
solution  to  cool.  Another  method  consists  in 
mixing  hot  solutions  of  7  parts  disodium  phos- 
phate and  1  part  of  ammonium  chloride  : 

|NajHP0«+NH4a=Na(NHj)HP0,-fNaCl. 

The  crystals  obtained  by  this  latter  process 
contain  a  little  sodium  chloride,  and  must  be 
purified  by  recrystallisatioh  from  hot  water 
containing  ammonia.  Microcosmio  salt  forms 
transparent,  monoclinic  crystals  of  .sp.gr.  1-55, 
which  possess  a  saline  taste  and  lose  ammonia 
on  exposure  to  air.  The  aqueous  solution  o{ 
the  salt  has  an  alkaline  reaction ,  and  loses 
ammonia  on  boiling.  On  heating,  the  crystals 
melt  easily  and  evolve  water  and  ammonia, 
being  converted  into  sodium  dihydrogen  phos- 
phate. On  further  heating,  more  water  is  evolved 
and  a  residue  of  sodium  hexametaphosphate 
remains  as  a  clear,  glassy  mass.  This  substance 
possesses  the  property  of  dissolving  many 
metaUio  oxides  with  formation  of  characteristic- 
ally coloured  compounds,  hence  microcosmio 
salt  is  largely  employed  in  blowpipe  analysis. . 
With  silica  and  many  silicates  it  yield?  the 
characteristic  so-called  '  silica  skeleton  '  bead. 

Sodium  orthophosphates  of  the  composition 
Na3H3(P04)2  and  NaH5(P04)2  have  also  been 
prepared  (Giran,  Compt.  rend.  1902,  134,  711 ; 
Senderens,  ibid.  1902,  134,  713). 

Sodium  metaphosphates.  A  'largo  number 
of  these  salts  have  been  prepared.  The  different 
classes  are  known  as  mono-,  di-,  tri-,  hexameta- 
phoaphates,    &c.,  and  are  to  be  regarded  as 
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derived  from  the  simple  metaphosphorio  acid 
HPO,  and  its  polymers  {HPO,)„. 

According  to  Tamman  (Zeitsoh.  physikal. 
Chem.  1890,  6,  122;  J.  pr.  Cihem.  1892^  [ii.]  46, 
417)  the  hexametaphosphates  esdst  in  metamerio 
forma,  and  the  different  classes  of  the  sodium 
metaphosphates  are  represented  in  the  following 
table : — 


sodium  dimetaphosphate 
„  trimet-aphosphate 
„       hexametaphosphate 

metameric  sodium  hexameta- 


Na,(PO,), 
Na3{P0,), 
Na.(P03). 
Na,[Na.(P03).] 
Na,[Sra,(PO,),] 
Na,[Na(P03).]   , 
NapO,  Three  insoluble  monometa' 

phosphates. 

According  to  Warsohauer  (Zeitsch.  anorg. 
Chem.  36,  1$1)  the  so-called  dimetaphosphate  is 
in  reality  a  tetrametaphosphate.  All  the  meta- 
phosphates of  sodium  are  soluble  in  water 
except  the  monometaphosphates.  The  tri-  and 
tetra-  salts  may  be  distinguished  from  one 
another  by  the  action  of  barium  chloride  or  lead 
nitrate,  the  latter  class  giving  white  precipitates 
mth  these  reagents.  The  hexametaphosphates 
are  glassy  amorphous  salts,  which  yield  precipi- 
tates with  solutions  of  salts  of  the  alkaline  earths 
and  heavy  metals.  For  further  details  con- 
cerning the  sodium  metaphosphates,  reference 
must  be  made  to  the  original  papers.  See 
Tamman  {I.e.),  Knorre  (Zeitsch.  anorg.  Chem.' 
1900,  24,  378),  and  Warsohauer  {I.e.),  where  an 
account  of  the  literature  on  the  subject  is  given. 

Sodium  pyrophosphates.  Normal  sodium 
pyrophosphate  Na^PjO,  is  produced,  as  already 
stated,  by  heating  the  disodium  hydrogen  ortho- 
phosphate  to  300°,  when  it  remains  as  a  white, 
glassy  mass  of  sp.gr.  2'37  (Clarke),  which  melts 
at  about  880°.  The  salt  dissolves  in  water, 
yielding  a  solution  having  an  alkaline  reaction, 
and  can  be  obtained  by  evapora,tion  in  mono- 
ciiiiic  crystals  of  sp.gr.  1-82  containing  10  mols, 
of  water.  The  aqueous  solution  is  not  con- 
verted into  the  orthophosphate  by  boiling  alone, 
but  the  presence  of  an  acid,  even  sueh  a  weak 
one  as  acetic  acid,  is  sufficient  to  effect  the 
change  on  heating. 

Sodium  pyrophosphate  is  occasionally  used 
in  medicine  in  place  of  the  disodium  ortho- 
phosphate,  and  also  serveg  as  the  material 
for  wie  preparation  of  the  insoluble  metallic 
pyrophosphates  and  their  double  salts. 

Disodium  hydrogen  pyrophosphate 
NaaHjPjO, 
is  prepared  by  heating  sodium  dihydrogen 
phosphate  NaHjPO,  to  200°  for  several  hours, 
or  more  easily  by  dissolving  the  normal  pyro- 
phosphate in  glacial  acetic  acid  and  precipitating 
with  alcohol.  It  then  forms  a  white,  crystalline 
powder  which  dissolves  easily  in  water,  giving 
a  solution  with  an  acid  reaction.  By  evapora- 
tion it  may  be  obtained  crystallised  with  4  or  6 
mols.  of  water. 

A  delicate  test  for  alkaline  pyrophosphates 
is  furnished  by  luteocobaltic  chloride 

[(NH3)eCo]a3, 
which  gives  a  pale  reddish-yellow  precipitate 
with  iiiese  salt^.  By  means  of  this  reaction 
m'jj  part  of  pyrophosphate  can  be  detected  in 
the  presence  of  ortho-  and  metaphosphate 
(Brauh,  Zeitsch.  anal.  Chem.  3,  468). 


A  considerable  number  of  double  pyrophos- 
phates of  sodium  with  potassium,  calcium, 
barium,  and  other  metals  have  been  prepared. 

Sodinm  carbonate  {Carbonate  of  soda). 

Natural  occurrence  of  (he  sodium,  carbonates. 
The  sodium  carbonates  are  found  in  many 
mineral  waters  (especially  those  of  Aix-la- 
Chapelle,  Karlsbad,  and  Vichy),  in  the  'natron 
lakes '  of  Hungary,  Egypt,  Central  Africa,  the 
Caucasian  steppes,  and  in  those  of  North  and 
South  America ;  also  as  efflorescences  in  such 
steppes,  especially  in  the  neighbourhood  of 
natron  lakes.  These  eflorescenoes  or  crusts  are 
formed  either  by  the  partial  or  entire  drying  up 
fn  summer  of  such  lakes  or  ponds,  or  else  by  the 
evaporation  of  subsoil  moisture,  more  moisture 
(containing  soda)  being  always  brought  to  the 
surface  by  capillary  action.  The  soda  thus  ob- 
tained in  various  places  is  known  by  the  names 
rmtron,  trona,  or  urao.  '  Urao,^  according  to 
Chatard  (BuUetm  No.  60,  U.S.  Geological  Sur- 
vey, 1887-1888),  is  essentially  a  carbonate,  of  the 
formula  Na2C03,NaHC03,2HjO,  and  is  the  most 
usual  form  of  '  natural  soda.' 

The  oldest-known  occurrence  of  natural  soda 
is  that  in  Lower  Egypt,  where  the  natron  lakes 
dry  up  in  summer,  leaving  crusts  of  salt  behind  ; 
in  other  places  the  'trona'  appears  as  efflor- 
escences on  the  ground,  consisting  essentially  of 
sodium  sesquicarbonate,  according  to  former 
assumptions,  or  rather,  according  to  Chatard,  of 
'  urao  '  mixed  with  other  parbonates.  Several 
thousands  of  tons  of  this  article  are  yearly 
exported  from  Alexandria,  principally  for  soap- 
making.  Enormous  quantities  of  soda  are  found 
in  the  lakes  and  steppes  of  the  '  Alkali  Plain  ' 
and  other  parts  of  the  great  desert  east  and  west 
of  the  Rooky  Mountains.  One  of  the  most  con- 
siderable of  these  occurrences  is  in  Owen's  Lake, 
in  California,  which,  according  to  Chatard,  con- 
tains per  litre ; 

26-96  grms.  NaaCO, 
"   5-71      „      NaHCOj 
11-08      „      NajSO, 
29-41      „      NaCl 
3-14     „      KCl 
with  a  little  siUca,  alumina,  calcium,  magnesium, 
and  boric  acid.    This  lake  contains  from  twenty 
to  forty  milUons  of  tons  of  sodium  carbonate, 
which  is  easily  obtained  in  an  almost  pure  state 
by  solar  evaporation  in  shallow  ponds.    The 
Magadi  deposit  in  British  East  Africa,  which  is 
about  30  square  miles  in  area,  is  estimated  to 
conta.in  some  200,000,000  tons  of  soda.     The 
following  analysis  is  by  A.  Gordon  Salamon  : — 

Na,CO,  ....     43-55 


NaHCO, 

.     40-41 

Naa    . 

.      0-36 

SiOa       . 

.      0-07 

AljOa-f-FciiO, 

.      0-04 

Water  (by  diff.)       . 

.     15-57 

100-00 

Magadi,  which  in  the  native  dialect  denotes 
'  soda,'  is  situated  about  370  miles  from  the  port 
of  Mombasa,  and  some  60  miles  to  the  south  of 
Nairobi.  The  deposit  of  natural  soda  is  located 
at  about  2000  ft.  above  the  level  of  the  sea,  and 
lies  in  a  deep  depression  called  the  Bift  Valley, 
at  some  3000  ft.  bglow  the  level  of  the  Central 
African  plateau  that  surrounds  it. 
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This  natuial  soda  is  a  crystalline  sodium 
sesqui-caibonate  which,  when  calcined,  at  a 
low  led  heat,  yields  sodium  caibonilte.  (soda 
ash)  in  powder  form,  of  99  p.o.  purity.  The 
density  of  Magadi  soda  ash  will  correspond  to 
what  is  known  as  '  heavy  '  finish  («.  p.  69),  which 
is  an  important  point  in  its  favour,  both  for 
considerations  of  sale,  as  well  as  cheap  cost  of 
transport. 

The  development  of  this  natural  soda  deposit 
has  been  undertaken  by  the  Magadi  Soda  Com- 
pany, Ltd.,  formed  in  1911  with  a  capital  of 
£1,312,500.  A  branch  line  of  about  92  miles 
Is  being  constructed  from  the  Uganda  railway 
to  Magadi,  and  a  deep-water  pier  and  sidings 
are  in  the  course  of  construction  at  Mombasa, 
thereby  establishing  through  railway  communica- 
tion between  Magadi  and  the  sea,  and  ships  will 
be  able  to  lie  alongside  this  pier  when  taking  iA 
-  cargoes  of  soda.  It  is  expected  that  a  start 
will  be  made  with  the  exportation  of  soda  in  the 
early  part  of  1914. 

Mombasa,  being,  so  to  speak,  half  way  to  the 
Tar  East,  is'  well  situated  for  supplying  such 
important  markets  as  Japan,  China,  and  Aus- 
tralia ;  it  is  also  in  immediate  proximity  to  the 
markets  of  India  and  Cape  Colony. 

Soda  from  the  Odhes  of  plants.  Whilst  the 
soluble  part  of  the  ashes  of  most  land  plants 
contains  chiefly  potassium  carbonate  and  other 
potassium  salts,  there  exist  some  '  soda  plants,' 
growing  on  the  sea-shore  or  near  salt-springs, 
the  ashes  of  which  furnish  a  very  impure  kind 
of  soda,  formerly  much  used  by  soap-makers. 
Most  of  these  plants  belong  to  the  family 
Atriplicece — namely,  the  genera  Atriplex,  Cheno- 
podium,  SaUola,  SdLicomia,  Kochia,  &c.  The 
plants  growing  in  the  sea  itself,  especially  fiici, 
yield  another  kind  of  ashes,  called  '  kelp '  in 
Scotland  and  '  varec '  in  Normandy,  contain  very 
little  sodium  carbonate,  but  a  large  quantity 
of  potassium  chloride  and  sulphate,  along  with 
a  little  iodate,  which  formerly  was  the  only 
available  source  of  iodine ;  in  its  manufacture, 
'  kelp  salt ' — that  is,  sodium  chloride  containing 
some  carbonate — was  obtained  as  a  by-product. 
The  ashes  from  the  real  soda  plants  growing  in 
Spain  are  known  in  commerce  as  '  barilla ' ; 
those  from  the  south  of  France  as  '  blanquette,' 
'  salioor,' '  soude  douce,'  &c.  The  general  name 
of  these  products  is  vegetable  soda,  but  frequently 
harilla  is  used  in  the  same  sense. 

Vegetable  soda,  being  simply  fluxed  ashes 
not  purified  by  lixiviation,  contains  a  large  pro- 
portion of  residue  insoluble  in  water ;  the 
portion  soluble  in  water  contains  sodium  and 
potassium  carbonate,  sulphate,  and  chloride, 
along  with  small  quantities  of  sulphides  and  thio- 
Eulphates  formed  by  reduction  from  the  sul- 
phates ;  it  is,  moreover,  frequently  adulterated 
with  a  large  quantity  of  common  salt.  In  the 
analyses  by  Girardin,  the  proportion  of  sodium 
carbonate  varies  from  2  to  13'76  p.c.  (Limge, 
Sulphuric  Acid  and  Alkali,  Vol.  II.,  pt.  i,, 
p.  81. 

Artificial  soda. 

Historical.  Only  when  Duhamel,  in  1736,  had 
demonstrated  the  identity  of  the  base  of  common 
salt  with  that  of  '  mineral  alkali,'  as  the  natural 
soda  was  then  called,  was  it  possible  to  think  of 
manufacturing  soda  artificially.  But  the  problem 
was  not  actually  approached  until  about  1775, 


when  Scheelo  discovered  that  common  salt  could 
be  partially  converted  into  caustic  soda  by  means 
of  lead  oxide.  In  the  same  year  the  French 
Academy  of  Science  offered  a  prizefor  a  method  of 
converting  common  salt  into  soda  ;  and  this  was 
a  stimulus  to  many  inventors,  only  one  of  whom, 
Nicolas  Leblanc,  ultimately  proved  successful. 
His  first  experiments  are  said  to  have  been  made 
as  far  back  as  1784  ;  in  1789  his  process  was  so 
far  completed  that  he  was  able  to  submit  it  to 
the  Duke  of  Orleans  (whose  domestic  physician 
he  was)  in  order  to  obtain  the  capital  for  carrying 
it  out  on  a  manufacturing  scue.  This  led  to 
several  agreements  in  1790,  and,  in  1791,  to  a 
patent  which  practically  embodies  all^  the 
principles  of  the  Leblanc  process  as  carried  out 
to-day.  About  the  same  time  manufacturing 
operations  were  commenced  at  La  Franciade,  at 
St.  Denis.  Leblanc  himself  did  not  profit  by  his 
invention,  as  his  patent  was  taken  from  him  by 
the  French  Revolutionary  Government  '  for  the 
benefit  of  his  country,'  and  ultimately  the 
unfortunate  inventor  of  what  has  proved  one 
of  the  greatest  industrial  processes  of  modem 
times  committed  suicide  in  despair.  * 

Even  before  Leblanc  fell  a  victim  to  the  in- 
gratitude of  his  countrymen,  several  allcali  works 
employing  his  invention  were  founded  in  France. 
In  England  the  first  attempts  at  manufacturing 
artificial  soda  were  made  by  W.  S.  Losh,  at 
-Walker,  near  Newcastle-on-Tyne,  in  1806;  the 
Leblanc  process  was  tried  there  on  a  very  small 
scale  in  1814,  and  at  St.  Rollox  in  1818.  The 
enormous  salt  duty  levied  in  England  (302. 
per  ton)  at  that  time  practically  prevented  the 
establishment  of  alkali  works.  Immediately 
after  its  abolition  in  1823  James  Muspratt 
started  his  works  near  Liverpool,  which  for  6 
years  remained  the  only  one  in  England,  except 
a  few  small  works  on  the  Tyne.  The  small 
quantity  of  black  ash  then  made  in  Prance  and 
England  contained  only  about  10  or  12  p.c  of 
alkali ;  Muspratt,  however,  from  the  first 
succeeded  in  making  it  of  a  strength  of  24  p.o. 
of  alkali,  and  in  this  form  it  was  sold  to  the 
Liverpool  soap  makers  to  be  used  in  lieu  of  kelp.* 
It  was  found  when  this  black  ash  was  exported 
that  it  quickly  lost  strength,  and  this  led  to  the 
manufacture  of  sodium  carbonate  by  lixiviation, 
evaporation  of  the  liquor,  and  calcination  of  the 
residue.  • 

During  the  ensuing  50  years  an  enormous 
development  of  the  production  of  .  sodium 
carbonate,  and  later  of  caustic  soda,  by  the 
Leblanc  process  took  place  in  Great.Britain  and 
on  the  Continent,  and  during  this  period  the 
leblanc  process  was  praotipally  without  a  rival. 
Although  the  Leblanc  process  still  fully  maintains 
its  position  for  the  manufacture  of  caustic  soda, 
it  has  been  practically  superseded  by  the 
ammonia  soda  process  for  the  production  of 
sodium  carbonate. 

Later  still,  electrolytic  processes  have  been 
evolved  and  worked  on  a  commercial  scale. 
The  various  natural  deposits  of  soda  cxistiBg 
in  different  parts  of  the  world  have  up 
to  now  played  a  small  part  in  the  soda  in- 
dustry. 

'  Report  of  the  Committee  of  the  French  Kcadem; 
May  31,  1856,  and  CBpecially  'Nicolas  Leblanc,"  par 
Am;.  Anostasi,  Paris,  1884. 

•  E.  E.  Muspratt,  J.  Soc.  Chem.  Ind.  188fi,  408, 
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General  Rejiaeks  on  the  MAsurACTUBE 
Off  Soda. 

The. only  raw  material,  olTored  by  nature  in 
inexhaustible  abundance  for  the  manufacture  of 
both  sodium  and  chlorine  compounds,  is  sodium 
chloride,  which,  as  rock-salt,  forms  whole  geo- 
logical strata,  and  which  can  be  obtained  very 
cheaply  as  rock-salt,  or  by  evaporation  from 
brine,  or  in  sunny  climates  from  sea-water  by 
the  sun's  heat.  All  other  raw  materials  are  of 
very  little  importance  for  that  purpose ;  those 
which  possibly  contain  as  abundant  a  supply 
of  sodium— namely,  soda-felspar  and  certain 
other  silicates — are  not  fit  for  the  economical 
extraction  of  soda.  As  a  source,  of  chlorine, 
the  magnesium  chloride,  produced  in  enormous 
quantities  as  a  by-product  of  the  Stassfurt 
potash  industry,  has  been  regarded  as  a  possible 
rival  of  sodium  chloride,  but  is,  in  any  case,  only 
indirectly  concerned  in  this  question,  in  so  far 
as  it  may  influence  the  economical  aspects-  of 
the  various  soda  processes. 

The  object  of  the  alkali  manufacturer  is  to 
decompose  Sodium  chloride  according  to  the 
following  equation  : 

NaCl-fH,0=NaOH+HCl. 
Thermo-chemistry,  however,  shows  this  reaction 
to  be  enddthermic. 

lNa-a]+{Hj-0]=[Na-OH]+[H-n] 
97-7   +  580  102-.3     +  220 

i5?7  "      iJFs 

As-  a  rule,  chemical  change  can  only  take 
place  if  the  thermal  units  represented  by  the 
formation  of  the  new  compound  or  compounds 
are  superior  to  those  of  the  original  compound 
or  compounds.  In  order  to  bring  about  changes 
of  an  inverse  order,  such  as  that  which  concerns 
us  here,  we  have  practically  only  two  means  at 
our  command :  either  the  employment  of  a 
physical  force  more  potent  than  heat  in  over- 
coming the  latent  chemical  energy — that  is, 
electricity — or  else,  turning  the  difficulty  by  first 
applying  some  intermediate  reaction  whick  con- 
verts the  original  compound  into  one  more  easily 
split  up  by  chemical  means,  aided  by  a  proper 
temperature.  This  necessitates  the  employment 
of  auxiliary  substances,  which  sometimes  are  and 
sometimes  are  not  recovered  in  the  later  stages 
of  the  process ;  sometimes  new  products  are 
formed  which  contain  one  of  the  constituents, 
cither  of  the  original  substance  or  of  the  auxiliary 
bodies  in  such  a  form  that  it  seems,  and  fre- 
quently for  a  time  actually  is,  economically  im- 
possible to  recover  the  same. 

1.  The  Manufacture  of  Soda  by  the  Leblanc 
Pbocess. 

This  process  consists  in  first  of  all  convert- 
ing the  sodium  chloride  into  sodium  sulphate 
{see  Salt-caie,  p.  21),  and  then  in  heating  the 
sodium  sulphate  with  calcium  carbonate  and 
coal  until  the  .  mass  has  fluxed.  No  reaction 
takes  place  until  the  mixture  has  become  a 
semi-fluid,  pasty  mass,  after  which  the  reaction 
is  rapid  and  practically  complete. 

"nie  fluxed,  mass  so  obtained  is  called 
'  black  ash,'  and  the  batches  drawn  out  of  the 
furnace  are  frequently  called  '  balls.'  Black  ash 
is  a  very  complex  mixture  of  substances,  which 
tin^ergo  a  somewhat  rapid  change  by  the 
action  of  the  air.    It  is  separated  by  the  action 


of  water  ('lixiviation ')  into  a  residue — 'tank 
waste,'  '  alkali  waste,'  or  '  soda  waste  ' — and  a 
solution  containing  the  soda  chiefly  in  the  state 
of  carbonate,  along  with  some  hydroxide  and  a 
large  number  of  impurities.  From  this  either 
the  commercial  sodium  carbonate  ('soda  Ssh  ') 
or  the  commercial  hydroxide  ('  caustic  soda  ')  ia 
prepared  by  operations  to  be  described  below. 

The  reaction  taking  place  in  the  black -ash 
furnace  has  been  variously  interpreted.  The 
matter  is  complicated,  not  merely  by  the  large 
number  of  substances  found  in  black  ash,  but 
also  by  the  fact  that,  in  order  to  fully  de- 
compose the  sodium  sulphate,  an  excess  of 
calcium  carbonate  and  coal  must  be  employed. 
Taking  an  average  of  the  many  mixtures 
employed  in  practice,  we  may  assume  that 
with  100  parts  of  pure  NajSOj  usually  about 
100  parts  of  pure  CaCO,  and  35  of  pure  C  are 
employed — that  is,  to  1  molecule  of  Na.SOi 
1-42  mols.  of  CaCOj  and  4|  mols.  of  C;  or,  say, 
1  i  of  CaCOa  and  4|  of  C  ;  and  the  older  theories, 
in  fact,  assumed  those  proportions  to  represent 
the  number  of  molecules  entering  into  the  re- 
action, without  taking  into  account  the  fact  that 
in  a  case  like  the  black-ash  process,  where  tho 
mixture  never  enters  into  complete  fusion  and 
the  ingredients  are  never  absolutely  mixed  with 
one  another,  the  decomposition  of  the  most  valu- 
able portion,  the  Na^SOj,  can  be  brought  about 
only  by  a  mechanical  excess  of  the  other  ingre- 
dients, which  ensures  that  every  portion  of  the 
NajSOj  comes  into  contact  with  them. 

Apart  from  this  oversight,  the  first  theory  of 
the  black-ash  process — that  of  Dumas  (1830) — 
was  based  on  two  erroneous  assumptions, 
namely,  that  CaS  is  soluble  in  water  (confound- 
ing the  compound  Ca(SH)j  with  CaS,  as  was  * 
natural  at  that  time) ;  and  that  there  exists  in 
black  ash  an  insoluble  calcium  oxysulphide 
2CaS,CaO  (already  assumed  by  Th6nard).  Be- 
lieving that  the  action  of  water  must  cause  CaS 
at  once  to  act  upon  Na^COj,  Dumas  thought  that 
this  is  prevented  by  the  formation  of  2CaS,CaO, 
and  he  represented  the  black-ash  process  in  this 
way :  , 

2Na,SO4H-3CaCO3-H9C=2Na^CO3-l-CaO,2CaS-H0CO. 
This  would  require  for  100  Na^SOj  :  105-G  CaCOj, 
and  38  pure  C— quantities  decidedly  in  excess  of 
those  found  sufficient  at  many  alkali  works  for 
completely  decomposing  the  salt-cake,  which  fact 
alone  would  refute  Dumas 's  theory. 

That  theory  was  further,  but  not  very 
essentially,  modified  by  Unger,  Brown,  P.  VV, 
Hofmann,  and  E.  Kopp,  and  was  almost 
universally  adopted  until  Kynaston,  Gossage, 
and  Scheurer-Kestner  (1858-1807)  exposed  its 
fallacy  by  proving  the  non-existence  of  calcium 
oxysulphide  in  black  ash,  and  by  other  reasons 
equally  cogent.  They  also  disputed  the  assump- 
tion that  the  principal  oxide  of  carbon  formed  is 
CO,  not  COa — a  theory  upheld  by  Dubrunfaut, 
and  later  on  by  Mactear,  but  refuted  by  the 
extensive  investigations  of  Kolb  (Ann.  Chim. 
Phys.  [iv.l  7, 118),  and  by  laboratory  experiments 
made  by  Lunge  and  Fischer. ' 

As  the  final  result  of  the  prolonged  contro- 
versy on  these  points,  of  the  large-scale  experi- 
ments of  Scheurer-Kestner  and  Kolb,  and  of 

»  Compare  the  complete  discussion  of  the  various 
publioations  on  the  theory  of  the  black-ash  process  ia 
Lunge's  Alkali,  vol.  ii.  pt.  U.  p.  611. 
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Lunge,  the  theory  of  the  black-ash  process  may 
be  stated  as  follows :  the  principal  leaotion 
going  on  is  ultimately 

NajSOi+CaC03+2C=Na2CO,+CaS+2COj. 
It  b,  however,  extremely  probable  that  this  takes 
place  in  two  stages,  the  first  being  the  reduction 
of  sodium  sulphate  by  carbon  to  sulphide ;  the 
second  being  a  mutual  decomposition  of  the 
latter  with  calcium  carbonate  : 

(1)  Na,SO»+2C=2C02+Na,S. 
(2)  Na2S+CaC03=Na2C03+CaS. 
Nearly  all  the  Na.S  is  at  once  acied  upon  by 
CaCOs  immediately  after  its  formation,  so  that 
there  is  at  no  time  any  considerable  proportion 
of  it  present,  except  in  the  case  of  abnormal 
work. 

The  above  equations  would  require  for  100 
parts  of  pure  Na^SO,  only  70-42  pure  CaCOj  and 
XG-9  pure  C.  One  reason  why  much  more  of  the 
two  last  ingredients  must  be  employed  for 
decomposing  the  whole  of  the  Na^SOj  Kas  been 
already  stated,  but  there  is  an  additional 
reason.  In  order  to  lixiviate  the  melted  mass, 
it  must  have  a  certain  degree  of  porosity,  and 
must,  moreover,  be  further  disintegrated  during 
the  treatment  with  water.  Without  this,  the 
lixiviation  would  require  too  much  time,  too 
high  a  temperature,  and  too  great  dilution  of  the 
liquor,  and  would  thus  produce  a  very  inferior 
liquor,  as  well  as  a  bad  yield  of  soda.  The  above 
condition  is  practically  attained  by  employing 
an  excess  of  limestone  and  coal,  which  in  the 
last  stage  of  the  process,  when  the  temperature 
is  at  its  highest,  react  as  follows  : 

CaCO,+C=CaO+2CO. 

The  carbon  monoxide,  which  is  formed  at  a 
period  when  the  mass  has  become  pasty,  causes 
it  to  become  honeycomed,  like  the  dough  in  a 
fermenting  loaf  of  bread.  The  CO  is  actually 
seen  escaping  at  this  stage,  and  burning  with  a 
flame  tinged  yellow  by  sodium.  The  caustic 
lime  remains  behind,  and  afterwards,  on  being 
hydrated,  causes  the  balls  to  swell  up  and  burst 
during  the  lixiviation.  A  further  excess  of 
limestone  and  coal,  which  ought  hot  to  be  too 
great,  produces  greater  porosity  of  the  black  ash 
in  a  purely  mechanical  way,  since  they  are  not 
fused  like  the  remainder  of  the  mass.  I^Eistly, 
some  portion  of  the  coal  is  unavoidably  burned 
before  it  can  enter  into  action.  All  these  reasons 
fully  explain  the  necessity  of  employing  an  excess 
of  Umestone  and  coal ;  but  it  is  impossible  to 
embody  this  in  a  chemical  formula,  as  has  been 
attempted  by  Scheurer-Kestner,  seeing  that 
such  excess  acts  merely  in  a  mechanical  way, 
and  actually  differs  in  different  works. 

It  is  hardly  necessary  to  sa^  that  many  sub- 
sidiary reactions  take  place  at  the  same  time  ; 
but  these  have  nothing  to  do  with  the  theory  of 
the  black-ash  process,  and  merely  explain  the 
occurrence  of  the  impurities  always  found  ac- 
companying the  two  principal  products,  sodium 
carbonate  and  calcium  sulphide. 

Desobiption  or  the  Black-ash  Process. 
Saw  Materials. 
Sodium  sulphate  (saU-cahe).  This  is  nearly 
always  obtained  by  the  decomposition  of  common 
salt  by  sulphuric  acid,  or  else  by'Hargreaves  and 
Bobinson's  direct  process  from  °  common  salt, 
pyrites  kiln  gases,  and  air  (c/.  Sodium  avlphate). 


The  salt-cake  for  alkali-iuaking  should  be 
a  white  or  yellowish  powder  containing  only 
porous,  friable  lumps,  and  no  fluxed  pieces 
which  nearly  always  inclose  some  raw  salt  and 
decompose  badly  in  the  black-ash  furnace. 

Good,  strong  soda  cannot  be  made  with  salt- 
cake  containing  more  than  0-5  p.c.  of  unde- 
composed  NaCl. 

Good  commercial  salt-cake  contains  96-97 
p.c.  of  NajSOj. 

Calcium  carbonate.  Both  limestone  and 
chalk  are  employed — of  course,  the  purer  the 
better.  Magnesian  limestone  cannot  be  used, 
and  limestone  or  chalk  containing  much  silica 
causes  a  great  loss  of  soda  in  the  insoluble 
state.  The  chalk  ought  to  be  dried,  and  both 
it  and.  the  limestone  ought  to  be  crushed  to  about 
2-in.  cubes. 

The  Tyneside  works  mostly  use  the  chalk 
brought  down  from  the  Medway  by  colliers  as 
ballast.  The  Lancashire^  works  employ  mostly 
Buxton  limestone,  which  works  more  easily  in 
the  furnaces  than  does  chalk,  and  requires  less 
heat  for  the  '  balling  '  process. 

In  most  cases  the  lime  mud  obtained  in 
causticising  the  liquors  by  lime  is  used  to  replace 
part  of  the  limestone  in  the  blaok-ash  mixture. 

Coal.  The  quality  of  the  coal  employed  for 
the  black-ash  mixture  is  of  great  importance. 
It  ought  to  contain  as  little"  ash  as  possible, 
and  this  is  more  difficult  with  th^  small  coal 
or  '  slack '  generally  used  than  with  lump  coal, 
which  is-,  however,  too  dear  for  this  purpose. 
Even  after  washing,  such  small  coal  rarely 
contains  less  than  5  p.c.  of  ash ;  6  p.c.  is  the 
maximum  tolerated  by  some  German  alkali 
works ;  but  in  England  '  slack '  containing 
8  p.c.  ash  is  considered  as  very  good  for  mixing. 
The  coal  ashes,  consisting  principally  of  alumi- 
nium and  calcium  silicates  and  ferric  oxide, 
cause  the  formation  of  insoluble  double  silicates, 
which  lock  up  a  considerable  portion  of  soda  in 
a  non-available  form.  The  more  ashes  the 
mixing-coal  contains,  the  less  soda  ash  will  be 
obtained  with  it. 

Leblano  himself  employed  wood  charcoal, 
which  is  now  excluded  by  its  price.  Good 
lignite  or  crushed  coke,  if  otherwise  pure,  can  be 
very  well  employed  in  mixing.  In  any  case 
care  must  be  taken  to  decide  by  preliminary 
trials  on  a  working  scale  whether  a  certain 
description  of  coal  will  answer  for  soda-maldng 
or  not,  as  the  whole  success  of  the  operation 
depends  upon  this,  and  analyses  cannot  entirely 
decide  this  point  beforehand. 

The  nitrogen  contained  in  coal,  which  varies 
from  0-5  to  0'75  p.c,  gives  rise  to  the  formation 
of  cyanides,  part  of  which  are  converted  into 
cyanate  by  the  oxidising  action  of  the  flame. 
The  moisture  of  the  air  decomposes  the  cyanate, 
with  formation  of  ammonia,  which  is  evolved 
during  the  cooling  of  the  balls.  But  another 
portion  of  the  cj'anide  remains  behind,  and  is, 
during  the  lixiviation,  converted  into  ferro- 
cyanide. 

J.  Pattinson  (in  Trans.  Newcastle  Chem.  Soc. 
4,  183)  gives  analyses  of  nine  descriptions  of 
mixing-coal  as  used  on  the  Tyne.  That  de- 
scribed as  '  good  '  contains,  in  100  parts,  61'19- 
66-45  fixed  carbon,  25-27-27-36  bituminous  sub- 
stances, 0-6-1-47  volatile  sulphur,  0-M)-3 
sulphur  in   ashes,   4-8-8-32   ashes,   and   l-Ol- 
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1-67  moisture.  '  Inferior  ■  mixing-ooal  contains 
only  Bb-BS-S  fixed  carbon,  and  12-56-14'22 
ashes. 

Mixing-coal  acts  aU  the  better  the  more 
finely  divided  it  is  ;  it  is,  however,  rarely  ground 
by  itself,  especially  as  it  is  mostly  employed  in 
the  state  of  'small'  or  'slack,'  but  is  only 
screened  and  roughly  mixed  with  the  other 
materials. 

The  proporliona  in  ivhich  the  materiala  are 
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mixed  naturally  vary  with  theii- -  quality,  the 
amount  of  moisture,  &o.  Leblanc's  original 
proportions :  100  salt-cake,  100  chalk,  50  char- 
coal, are  very  nearly  identical  with  those  now 
m  use. 

The  BiiACE-ASH  FumrACBS. 
The  furnace  in  which  the  Leblano  process  was 
originally  worked  was  naturally  a  hand  furnace. 
Hand  furnaces  are  now  no  longer  used  for  the 


production  of  black  ash,  but  as  a  matter  of 
historical  interest,  the  following  illustrations 
(!Figs.  31,  32,  and  33)  and  description  are  added. 
The  furnaces  were  substantially  built  and  well- 
braced,  and  the  position  of  the  working  doors 
and  shape  of  the  furnace  allowed  easy  access 
for  the  working  tools  to  all  parts  of  the  beds. 

Fig.  31  is  a  sectional  plan  along  line  ab  of  !Fig. 
32,  passing  through  the  hollow  fire-bridge,  but 
showing  the  beds  and  the  pan  from  the  top ; 
Fig.  32  is  a  sectional  elevation  along  line  c  D  of 


the  plan  ;  Fig.  33  a  front  elevation,  showing 
only  the  firing  hole  and  the  drainer  in  section. 
Such  a  furnace  worked  off  a  3-owt.  charge  of 
salt-cake  in  45-50  mins.,  so  that  with  the 
necessary  pauses  for  cleaning  the  fire,  &o., 
24-27  balls  were  made  daily,  a  is  the  fire- 
place, provided  with  wrought-iron  grate-.bars  i 
the  bar  5  assists  in  poking  up  the  fire  from  below 
from  the  fire-cave  c.  (Such  '  oave-fires '  were 
said  to  consume  less  coals  than  fireplaces  with 
their  ash-pits  at  the  level  of  the  floor,  bv  tfcfj 
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greater  {acility  they  offer  for  attending  to  the 
file.)  At  d  the  fireplace  is  stepped  backwards, 
BO  that  the  flame  ranges  all  over  the  bridge  e. 
The  latter  was  very  carefully  and  strongly  built 
of  the  best  fire-bricks  procurable,  and  lasted 
about  3  months.  It  was  2|-3^  ft.  wide,  and 
usually  built  hollow.  A  cast-iron  bridge  plate, 
1  i-2  ins.  thick,  prevented  the  charge  from  fluxing 
through  the  bridge ;  it  was  protected  against 
overheating  by  an  air  channel,  open  at  each 
end.  h  and  »  are  the  tWo  furnace-beds.  The 
charge  weis  put  through  a  hopper  k  or  else  through 
the  door,  on  the  back  bed  i,  which  was  3  ins. 
higher  than  the  front  bed  A ; .  to  this  the  charge 
was  transferred,  "when  it  was  empty,  in  order  to 
be  finished  and  drawn  out  through  its  door. 
Sometimes  three-bedded  furnaces  were  met  with. 
The  front  bed  h  was  made  of  bricks  on  end,  and 
was  set  upon  a  layer  of  ground  chaUc  or  fire- 
clay, to  isolate  it  from  the  foundation.  The 
bricks  were  set  dry,  as  closely  together  as 
possible  (preferably  grinding  them  upon  one 
another,  so  as  to  minimise  the  width  of  the 
joints),  and  were  grouted  on  the  top  with  a  thin 
paste  of  fireclay.  The  long  joints  were  made  to 
run  towards  the  door,  and  the  whole  bed  was 
made  to  slope  about  2  ins.  that  way,  in  order  to 
facilitate  the  working  of  the  tools.  The  back 
bed  t  was  made  of  bricks  on  edge  {i.e.  4|  ins. 
high).  The  diagrams  show  how  these  beds  were 
made  within  fire-brick- 9-in.  walls,  so  shaped 
that  the  tools  could  easily  reach  every  part  of 
the  beds,  and  leave  no  dead  comers.  The  front 
or  working-bed,  even  if  made  of  the  best  material 
and  with  the  greatest  care,  rarely  lasted  longer 
than  S  months. 

On  the  Tyne  the  furnaces  were  cased  in  solid 
cast-iron  plates,  tied  together  by  upright  binders 
and  tie^rods  ;  but  in  I^ancashire  the  plates  were 
frequently  replaced  by  the  less  substantial  plan 
of  simple  straps  of  wrought  iron,  3-0  ins.  broad 
and  I  in.  thick.  The  ends  of  the  tie-rods  were 
tightened  up  by  screws  and  nuts,  or  else  by  loops 
and  wedges. 

In  front  of  the  working-doors  there  were 
special  door  plates  and  supporting  bars  for  the 
took.  The  doors  were  beat  closed  by  fire-clay 
slabs,  surrounded  by  an  iron  frame,  and  hung 
from  a  standard  with  chain,  pulley,  and  balance- 
weight. 

These  hand  furnaces,  like  the  early  mechanical 
black-ash  furnaces,  were  erected  for  the  manu- 
facture of  sodium  carbonate,  and  were  fitted 
with  pans  over  which  the  fire  gases  leaving  the 
furnace  passed  on  their  way  to  the  chimney, 
and  in  which  they  concentrated  by  top  heat 
the  crude  sodium  carbonate  solution  obtained 
on  lixivlation  of  the  black  ash.  Figs.  31,  32, 
Mid  33  show  the  concentrating-pan,  the 
working  of  which  is  described  later  under  the 
mechanical  black-ash  furnace  or  revolver  (p. 
41). 

The  teork  in  the  black-ash  furnace  was  carried 
on  as  follows  ;  The  mixture  was  put  on  the  back 
bed,  where  it  was  levelled,  and  during  its  stay 
there  was  twice  turned  over,  in  order  to  dry  it 
and  heat  it.  When  the  charge  in  the  front 
bed  had  been  drawn  out  the  fire  was  allowed 
to  play  on  the  empty  bed  for  a  little  while  to 
make  it  hot,  and  then  the  jjreviously  heated 
charge  was  pushed  over  from  the  back  bed. 
Sometimes  a  portion  of  the  ball  was  left  a 


little  longer  on  the  back  bed  ('  splitting  a  ball '). 
As  soon  as  it  was  empty  a  fresh  charge  was  put 
in.  The  principal  work,  of  course.  Went  on  on 
the  front  bed,  which  was  heated  to  at  least  the 
melting-point  of  silver. 

Revolving  Hack-ash  Jurnaees.  The  land  of 
work  done  by  a  ball-furnace  can  be  done  more 
efiioiently.  and  cheaply  by  mechanical  means, 
as  it  simply  consists  in  keeping  the  charge 
turned  over.  The  actual  solution  of  tms 
problem  proved,  however,  a  difficult  task,  even 
after  the  right  principle,  that  of  a  cylindrical 
furnace  revolving  as  a  whole,  had  been  found, 
by  Elliott  and  Russell,  in  1 853.  Apart  from  the 
mechanical  Imperfections  of  their  furnace,  it 
turned  out  the  black  £ish  much  too  hard  and  - 
in  a  very  bad  state  for  dissolving,- because  by 
the  continuous  rotation  all  the  gas  was  driven 
out,  and  the  honeycombed  structure  of  the  balls 
was  lost.  Stevenson  and  Williamson,  in  1855, 
overcame  both  diificulties,  a;nd  must  be  called 
the  true  originators  of  mechanical  black-ash 
furnaces,  usually  called  '  revolvers,'  which  have 
entirely  superseded  the  hand  furnaces. 

Figs.  34  and  35  show  an  ordinary  revolving 
black-ash  furnace  in  sectional  plan  and  in 
elevation,  fitted  with  the  top-heat  pans  em- 
ployed to  utilise  the'  waste  heat  from  the 
revolver  when  ash  or  sodium  carbonate  is  pro- 
duced from  the  Uquors. 

Fig.  36  represents  a  revolver  fitted  in  accord- 
ance with  the  custom  to-day  with  bottom- 
heated  pans  to  utilise  the  waste  heat. 

Where  black  ash,  as  is  practically  always  the 
case  now,  is  made  to  manufacture  caustic  soda, 
these  pans  are  used  to  concentrate  the  weak 
caustic  soda  solution  obtained  from  the  caustici- 
sers.  It  is  obvious  that  it  would  be  impossible 
to  pass  the  fuel  gases  over  the  causticised  liquor 
without  carbonating  it,  and  hence  the  less  efficient 
bottom  heating  has  to  be  adopted,  a  is  the  fire- 
place, with  two  working  doors  and  a  cylindrical 
opening,  2|  ft.  wide,  for  the  flame  to  pass  through. 
Between  this  and  the  revolving  cyUnder  there 
is  a  fire-brick  lined,  cast-iron  ring  6,  the  'eye,' 
hung  by  means  of  chain  and  puUeys,  which 
allows  some  air  to  enter  all  round,  and  the 
necessary  expansion  to  take  place.  The  cylinder 
e  consists  of  a  shell  of  J-in.  boiler  plates,  15J  ft. 
long  and  10^  ft.  wide  inside ;  cast-iron  tire  seats 
//,  and  cast-steel  tires  g  g,  are  shrunk  upon  the 
barrel,  and  work  upon  the  V-rollers  fc  h.  The 
cylinder  is  lined  inside  with  fire-bricks,  9  ins. 
thick  in  the  centre,  IJ  ft.  at  the  ends ;  this 
faciUtates  the  running  out  of  the  charge.  Two 
horizontal  '  breakers  ,  project  from  9  to  13  ins. 
above  the  other  lining,  and  promote  the  mixing 
of  the  charge  in  revolving.  A  IJ-ft.  manhole 
closed  by  an  iron  lid  allows  charging  and  empty- 
ing the  furnace.  Each  furnace  is  provided  with 
a  special  -engine,  possessing  double  gearing  so 
that  it  can  produce  either  a  slow  movement 
(one  revolution  in  10  mins.)  or  a  quick  movement 
(five  revolutions  per  minute).  The  gearing  acts 
upou  a  spur-wheel  m,  made  in  one  piece  and 
bolted  immovably  to  the  furnace.  The  exit 
opening  I  communicates  with  the  large  dust, 
chamber  m',  to  which  are  joined  the  two  boiUng- 
down  pans  n  and  »',  28  ft.  long  by  8  ft.  wide 
by  2i  ft.  deep  each,  with  their  drainers  o  and 
o',^  and  from  these  the  flame  goes  through  the 
flues  g  2  into  a  chimney.    The  purpose  of  the 
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partition  r  in  the  pana  is  to  reserve  one  part 
for  evaporating  the  mother -liquor  pumped  up 
from  the  drainers. 

A  tramway  runs  above  the  furnaces  for  charg- 
ing them,  and  another  (smaller)  tramway  runs 
underneath  them  for  moving  the  train  of  dis- 
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charging    trolleys    or    bogies '  into    which 
finished  charge  is  run  from  the  revolver. 

A  furnace  of  this  size  takes  charges  of  30 
cwts.  salt-cake  and  gets  through  15-18  tons  of 
salt-cake  in  24  hours,  with  a  consumption  of 
10-13  ewts.  of  firing  fuel  per  ton  of  salt-cake. 
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Much  larger  revolvers  have  been  erected,  a 
common  size  being  18  ft.  in  length  by  10  or  12. 
diameter.  Such  a  revolver  will  decompose  a 
3-  or  4-ton  charge  of  salt-cake  in  2  hours.  The 
largest  revolver  made  is  one  erected  by  the 
Widnes  Alkali  Co.,  in  1887;  it  is  30  ft.  long 


and  12  ft.  6  in.  in  diameter  (described  by  Watson 
Smith  in  the  J.  Soc.  Chem.  Ind.  1887,  417),  and 
decomposes  a  charge  of  8  tons  12  cwts.  salt- 
cake  in  Si  hours ;  and  one  at  the  works  of 
Messrs.  Kurtz,  St.  Helens,  which  is  30  ft.  0  ins. 
long  and  12  ft.  G  ins.  diameter. 


There  has  been  much  controversy  as  to  the 
best  way  to  mix  and  work"  the  charge  in  a 
'revolver.'  The  varioua  methods  suggested 
had  for  their  object :  (1st)  The_  production  of 
a  more  porous  and  more  easily  lixiviated  black 
ash,  and  (2nd)  the  destruction  of  the  cyanides 


formed  in  the  ordinary  process  which  are  re- 
sponsible for  carrying  iron  forward  in  a  soluble 
form  to  the  end  of  the  process. 

The  following  methods  of  working  the 
charge  have  been  practised  : — 

1.  The  chalk  or  Umestone  and  two-thirds  of 


the  coal  are  introduced  and  the  revolver  kept 
slowly  turning  round  till  the  appearance  of  a 
blue  flame  of  CO  round  the  man-hole  shows  some 
caustic  lime  has  been  formed.  This  liming 
process  lasts  1-1  i  hours.  Then  the  salt-cake, 
together  with  the  remainder  of  the  coal,  is  added 


andt^e  rotation  slowly  continued  until  the  mass  is 
nearly  fused ,  when  the  quick  movement  is  started. 
The  object  of  '  liming  '  is  to  produce  a  certain 
proportion  of  caustic  lime,  which  in  the  Uxiviat- 
ing  tank  will  cause  the  balls  to  burst,  and  ta 
be  more  easily  dissolved. 
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2.  Maotear  in  1874  patented  the  followmg 
method  of  work.  He  charges  the  salt-cake, 
coal,,  and  limestone  at  once,  but  only  uses  the 
theoretical  quantity  of  limestone ;  when  the 
charge  is  fused  he  stops  the  revolver  and  adds 
quicklime  equal  to  10  p.c.  on  the  weight  of  the 
salt-cake,  and  15  p.c.  of  cinders. 

3.  Pdchiney  (patents  1877  and  1878)  added 
at  the  end  of  the  charge  some  salt-cake  which 
has  the  effect  of  destroying  the  cyanide  present," 
and  of  preventing  the  formation  of  ferrooyanide. 

4.  Weldon  patented  (1878)  an  improvement 
on  the  Pe'chiney  process.  '  He  added  a  little 
limestone  dust  to  the  charge  along  with  the 
salt-cake  suggested,  by  P^chiney.  ■    -    ' 

The  advantages  of  the  Weldon-Peohiney 
process  were  the  subject  of  a  long  controversy 
between  Weldon  and  Mactear. 

fl.  Several  other  patents  were  taken  out 
about  the  same  time,  1878,  for  destroying  the 
cyanides  and  ferrocyanides  by  Mactear,  Gaskell, 
Deacon  &  Co.,  Pauli,  Brunner,  Allhusen,  and 
Glover. 

None  of  these  processes  appears  to  be 
necessary,  and  the  present  practice  is  to  drop 
the  whole  charge  into  the  revolver  at  once  and 
work  it  through  without  stoppage  or  addition. 

The  following  may  be  taken  as  the  normal 
mixing  for  a  black-ash  revolver  under  modern 
conditions. 

(a)  When  all  the  calcium  carbonate  is  added 
as  limestone ;  (b)  when  part  of  the  limestone 
is  replaced  by  the  calcium  carbonate  produced 
in  the  causticisers  (caustic  lime  mud). 


Salt-cake   .  .         . 

Limestone  . 
Lime  mud 

Slack  .  . 

Properties  of  black  ash.    The  yield  of  black 


a 

6 

cwt. 

cwt 

55 

52 

56 

37 

— 

45 

22 

21 

ash  is  about  If  times  the  weight  of  the  salt-cake 
furnaced.  Projierly  made,  black  ash  has  » 
blacldsh-brown,  in  some  places  a  liver-brown, 
surface ;  on  breaking,  it  exhibits  a  slate-grey 
colour  and  porous,  almost  pumice-like,  structure, 
and  looks  homogeneous,  without  any  black 
or  white  streaks  or  lumps.  Balls  wluch  are 
quite  black  on  the  outside  are  made  with  too 
much  coal,  or  are  very  badly  wrought,  so  that 
the  mixing  coal  was  not  all  consumed  and  the 
ball  could  not  be  '  cleared.'  If  there  was  a  defi- 
ciency of  limestone,  or  if  the  balls  were  over- 
heated, they  are  very  dense,  with  pale  pink 
spots  outside,  and  on  breaking  their  colour  is 
pink  or  purple,  in  the  worst  case  brick-red. 
Such  black  ash  contains  very  much  sodium  sul- 
phide or  even  polysulphide.  Kolb  found  this 
to  occur  whenever  the  melting-point  of"  silver 
was  exceeded.  'Soft'  balls  occur  when  the 
temperature  has  not  been  high  enough,  so  that 
the  mass  never  got  beyond  the  thinner  state  to 
the  pasty,  porous  one.  Such  black  ash  is  very 
difficult  to  lixiviate,  and  contains  much  undecom- 
posed  sulphate. 

In  order  to  check  the  furnace  men,  samples 
are  taken  from  each  man's  work,  sometimes  even 
from  every  single  balj,  and  are  roughly  tested 
foif  their  percentage  of  alkali,  of  sulphate,  and, 
of  sulphide;  but  as  these  cannot' be  average 
samples,  the  judgment  of  a  practised  eye  on  the 
appearance  of  the  ball  in  general  must  always 
be  taken  into  account  as  well.  The  testing- 
methods  are  the  same  as  those  used  for  tank 
liquor  (v.  infra). 

Of  the  published  analyses  of  black  ash  many 
are  not  trustworthy,  because  they  were  evidently 
made  vrith  a  material  changed  by  exposure  to 
air,  or  because  they  neglect  constituents-  which 
must  have  been  present ;  some  of  them  ^Iso 
because  they  give  highly  detailed  figures  for  con- 
stituents for  which  no  good  analytical  methods  are 
(or  were  then)  known.    Wo  quote  only  a  few : — 


From  Liverpool 
,  (Kynaston) 

From  Jarrow  (Stohmann) 

From  Amiens 
(Kolb) 

Hand  madu 

Eevclver  ash 

a 

6 

c    ■ 

'    d 

Sodium  carbonate 

36-88 

44-41 

43-27 

44-79 

„      silicate 

1-18 

— 

— 

1-52 

„      aluminate 

0-69 

— 

— 

1-44 

„      sulphate 

0-39 

1-54 

1-06 

0-92 

^     „      chloride 

2'53 

1-42      , 

1-48 

1-85 

Calcium  oxide 

9-27 

10-44 

7-13^ 

9-68 

„       sulphide 

28-68 

28-87 

27-73 

29-96 

„       carbonate 

3-31 

3-20 

7-62 

6-92 

„        sulphite,  &c. 

3'78 

— 

-^ 

— 

Magnesium  oxide 

0-25 

0-10 

0-19 

— 

Silica 

— 

0-89 

1-74 

_ 

Ferric  oxide       . 

2-66 

1-75 

1-48 

1-21 

Alumina            . 

113 

0-79 

0-72 

Iron  sulphate    . 

0-37 

— 

— 

Ultramarine  '  . 

0-96 

— 

— 

— 

Sand   ''-, 

0-90 

2-20 

2-66 

— 

Coal 

7-01 

6-32 

5-28 

1-20 

Water      . 

0-22 

— 

— 

Tota,l    . 

100-21 

100-93 

100-26 

98-49 

These  analyses  do  not  show  caustic  soda, 
which  is,  in  fact,  only  formed  on  lixiviation ; 
neither  do  they  count  up  a  number  of  rare  sub- 


stances, found  by  some  authors  in  the  samples 
examined  bythem.  But  the  analysts  ought  not 
to  have  neglected  the  cyanide,  nor  the  soda 
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present  in  an  insoluble  form.     There  is  also  no 

-mention  of  NajS,  which  is  never  quite  absent. 

All  these  are  accounted  for  in  the  following 


partial   analyses   of   black   ash   made   by   the 
P6chiney-Weldon  process : — 


Made  with  60  per  cent. 

100  sulphate,  77-8  lime- 

100 sulphate,  85-S  lime- 

cool  on  the  sulphate 

stone,  361  coal. 

Btbue,  44-1  coal 

AlkaU 

22-60— 24-51 

24-26—2600 

23-00—26-25 

Na^S 

0-28—  0-38 

0-31—  0-48 

0-20—  0-37 

Na^S  to  100  alkaU  . 

1-15—  1-60 

— 



NajSOi          .... 

0-41—  0-63 

0-18—  0-90 

0-18—  0-90 

Total  NajSOj  after  oxidation  . 

1-85—  2-24 

0-88—  1-90 

0-96—  2-00 

Available  alkali  in  soda  ash 

57-40—68-30 





Alkali  in  soda  waste 

0-21—  0-37 

0-19—  0-23 

0-17—  0-32 

NajFeCy,      .... 

— 

traces— 0-06 

traces— 0-052 

Juiisch   (J.  See.    Chem.    Ind.    1880,    241) 
gives    the    following    analyses    (in   which   we 


abridge  the  three  decimals  of  the  percentages 
to  one) ; — 


Muspratt,  revol- 
ver, July  1874 

Muspratt,  hand, 
November  1874 

St.  EoUox,  Mac- 
tear's  revolver 
process.  Feb.  1886 

Muspratt,  Mac- 
tear's  revolver 
process,  Aprill886 

Mixture :  Salt-cake 
Limestone 
Coal  10  P.C.  ash 
Macteai  s  lime 

/ 

100 

IOC. 

55 

100 
109 
60 

100 
73 
41 

7 

100 

78 
4-i 

NajCOj 
NaCl      . 
NajSOi 
NajSO, 
NajSsQj 
SiOj,      . 
A1,0,     . 
EejOj    . 
CaCO,   . 
CaO       . 
CaS        . 
MgO      . 
Coke      . 

41-6 
1-2 
1-2 
0-14 

2-4 

1-1 

0-9 
11-6 

5-7 
29-8 

4-4 

41 -S 
1-4 
2-3 
0-5 
0-3 
3-1 
1-5 
1-1 
6-6 
5-8 

31-9 
0-3 
3-3 

45-3 
1-7 
1-5- 

1-3 
3-1 
1-0 
0-7 

5-1 

1-3 

31-0 

0-3 

7-4' 

46-2 
0-7 
0-4 

0-6 
2-7 
0-8 
1-0 
9-7 
1-7 
33-6 
0-4 
3-6 

Black  ash  keeps  unchanged  in  the  absence  of 
moisture  and  carbon  dioxide,  but  in  the  presence 
of  these  it  soon  undergoes  a  change  (studied  by 
Kolb,  Ann.  Chim.  Phys.  [iv.]  7,  118 ;  8,  135;  10, 
106).  The  lime  attracts  both  HjO  and  CO^; 
on:  "being  hydrated  it  swells  up  and  cracks  the 
balls,  which  gradually  fall  to  powder.  On 
lixiviating,  they  now  yield  less  NaOH,  but,  on 
the  other  hand,  much  more  Na^S^nd  products 
of  its  oxidation,  since  the  action  of  the  atmo- 
sphere on  CaS  produces  calcium  hydrosulphide, 
polysulphide,  thiosulphate,  and  other  soluble 
calcium  compounds  which,  on  lixiviation,  at 
once  react  on  sodium  carbonate.  In  the  course 
of  time  the  reaction  may  thus  be  reversed,  and 
the  sodium  carbonate  may  be  entirely  decom- 
posed again.  Hence  black  ash  ought  not  to  be 
kept  too  long  before  working  it  up,  and  ought 
not  to  be  exposed  to  the  action  of  the  air  after 
being  once  cooled  down. 

The  action  of  water  on  black  ash  has  also 
been  studied  by  Kolb  {l.c.).  Erom  his  epxeri- 
ments  he  draws  the  following  conclusions.  The 
quantity  of  NaOH  formed  in  the  lixiviation  vats, 
by  the  action  of  lime  on  sodium  carbonate,  is 
not  materially  influenced  by  the  quantity  of 
water,  but  increases  bpth  with  the  time  of 
digestion  and  the  rise  of  temperature.    Almost 


exactly  the  same  conditions  govern  the  forma- 
tion  of  sodium  sulphide,  but  this  is  independent 
of  that  of  caustic,  and  evidently  takes  place 
by  the  action  of  dissolved  CaS  on-Na^COa.  NaCl 
slightly  increases,  Na^SO,  shghtly  diminishes 
the  quantity  of  CaS  entering  in  solution,  which 
always  takes  place  in  the  shape  of  Ca(SH)2. 
Boiling  CaS  with  water  will  effebt  this  slowly. 
Solutions  of  Na^COj  act  all  the  more  on  CaS  the 
more  dilute  and  the  hotter  they  are,  and  the 
longer  they  remain  in  contact  with  each  other ; 
the  presence  of  caustic  lime  or  caustic  soda  re- 
tards this  action.  Hence  the  lixiviation  should 
be  carried  on  as  quickly  and  at  as  low  a  tem- 
perature, and  with  as  little  water,  as  possible. 

Lixiviation  of  Black  Ash. 
During  the  first  period  of  the  manufacture  of 
artificial  soda,  the  black  ash,  as  it  came  out  of  the 
furnace,  was  directly  sent  out  to  soap  makers 
and  other  consumers.  Usually  (in  England  uni- 
versally) the  black  ash  is  separated  by  lixivia- 
tion into  a.  soluble  and  an  insoluble  portion. 
The  former  yields  commercial  soda  ash,  crystals 
or  caustic ;  the  latter,  which  contains  CaS,  as 
well  as  many  impurities,  was  a  waste  product, 
until  quite  recently  very  imperfectly,  if  at  all, 
utilised. 
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Tlie  lixiviation  is  not  meiely  a  mechanical 
process  for  dissolving  the  soluble  matter  ;  during 
its  course  chemical  reactions  set  in,  which  are 
partly  comparatively  harmless  (as  the  formation 
of  some  NaOH),  but  some  of  which  may  cause 
very  much  loss  by  the  conversion  of  NajCOj 
into  NftjS,  NajS04,  and  intermediate  states  of 
oxidation  as  will  be  understood  from  the  remarks 
made  upon  the  action  of  water  on  black  ash. 

Properly  made  porous  black  ash  requires 
only  breaking  up  into  large  pieces,  so  that  it  can 
be  handled  ;  but  dense,  overheated  or  under- 
heated  black  ash  must  be  crushed  to  a  coarse 
powder,  and  even  then  is  nothing  Uke  com- 
pletely exhausted.  Without  reconverting  much 
of  it  to  Na^S.  It  is,  of  course,  essential 
that  black  ash  should  be  completely  exhausted, 
that  the  Uquor  should  be  pure,  and  that  it 
should  be  as  concentrated  as  possible.*  We  have 
seen  above  that  this  can  be  done  only  by  work- 
ing quicklv  and  at  a  moderate  temperature.  The 
latter  is  specially  required  for  weak  Uquor,  which 
is  much  more  liable  to  act  upon  GaS  than  con- 
centrated liquor.  The  former  should  never  be 
hotter  than  43",  and  is  much  better  kept  between 
32°  and  37°  ;  the  latter  may  reach  G0°. 


It  is  further  upcessary  to  disturb  the  solid 
mass  as  little  as  possible,  in  order  to  prevent  the 
liquor  from  becoming  muddy  ;  and,  more  parti- 
cularly, any  exposure  of  the  wet  solid  resi^Jie 
to  the  atmosphere  must  be  avoided,  because  this 
leads  to  a  rapid  oxidation  of  CaS,  even  as  far  as 
CaSOj,  and  a  consequent  loss  of  soda. 

The  difierent  apparatus  formerly  used  for 
lixiviating  soda  ash  need  not  be  described 
here,  as  they  are  completely  obsolete.  The 
apparatus  universally  employed  was  ariginally 
invented  by  Professor  Buff,  of  Giessen,  but 
was  apparently  first  brought  into  practice  by 
Dunlop,  at  St.  Rollox,  in  1843,  and  made 
its  way,  first  into  Lancashire  (about  1860). 
In  England  it  seems  to  have  been  dominant 
about  1864,  on  the  Continent  10  years  later. 
Its  principle  is  to  allow  the  black  ash  to  re- 
main in  the  same  place,  and  to  cause  the  liquor 
to  circulate  in  a  methodical  manner,  so  that  it  is 
brought  up  to  concentration,  and  the  black  ash 
is  completely  exhausted  at  the  same  time,  with- 
out ever  being  exposed  to  the  air.  By  this  course 
the  liquors  are  much  stronger  and  purer,  and  the 
process  is  much  less  expensive  than  with  the 
plans  formerly  practised. 
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The  way  of  carrying  out  the  process  is 
shown  in  Fig.  37.  A  number  .of  '  tanks '  or 
'  vats  '-^at  least  three,  more  commonly  four, 
but  sometimes  five,  six,  or  even  more — is  com- 
bined to  form  a  set.  The  tanks  must  be  all  on 
the  same  level,  and  this  should  be  so  far  removed 
from  the  ground,  by  means  of  pillars,  that  no 
leaks  can  occur  without  being  observed.  They 
are  made  of  wrought  iron.  Near  the  bottom 
there  is  a  row  of  T-picces  bb,  for  supporting  the 
perforated  plates  cc,  forming  a  false  bottom. 
Whilst  the  true  bottom  is  often  made  to  slope 
to  one  side,  where  the  outlet  cock  is  placed,  the 
false  bottom  must  be  quite  horizontal.  Each  of 
the  tanks  contains  two  overflow  pipes,  one, 
marked  e,  for  weak  liquor,  and  another,  marked 
/,  for  strong  liquor.  This  is  best  seen  on  the 
section.  Fig.  38.  They  are  cast-iron  pipes,  a 
little  wider  in  the  upper  part,  with  a  conical  plug 
fitting  into  a  seat  bored  out  at  the  enlargement. 
Above  the  plug-seat  the  pipe  has  a  side-oranch, 
bolted  to  one  side  of  the  tank,  where  there  is  a 
corresponding  hole.  The  pipes  pjss  through  the 
false  bottom,  and  the  liquor  can  enter  into  them 
from  below.    If  the  plug  is  taken  out,  the  liquor 


contained  in  the  corresponding  tank  will  rise  from 
its  bottom  in  the  pipe  e  and  will  overflow  into 
the  next  tank  near  its  top,  and  thus  a  continuous 
stream  of  liquor  may  be  produced  right  through 
the  whole  set  of  tanks.  Where,  however,  it  is 
intended  not  to  run  the  liquor  upon  the  next 
tank,  because  it  is  concentrated  enough  to  bo  run 
off,  the  pipe  e  will  be  kept  closed  and  the  plug 
taken  out  of  pipe  /.  All  the  pipes  ff  are  ar- 
ranged on  the  front  side  of  the  set ;  they  are,  on 
the  outside,  provided  with  swivel-pipes/',  which, 
when  turned  up,  prevent  the  liquor  from  run- 
ning  out.  By  turning  the  branches/'  downwards 
at  the  same  time  as  the  plugS  are  taken  out,  the 
strong  liquor  runs  into  the  shoot  »,  and  from 
this  into  the  well,  from  which  it  is  pumped  into 
the  settlers. 

At  some  works  there  are  cooks  instead,  of  the 
swivel-pipes  /' ;  at  others  the  strong  liquor  pipes 
ff  are  omitted,  and  the  strong  liquor  is  run  ofl 
by  moans  of  the  bottom-cocks  gg,  which  must  be 
provided  in  any  case  ;  hut  neither  of  these  plans 
can  be  recommended.  The  bottom  cocks  gg  serve 
for  running  away  the  weak  li(]uor  previously  to 
casting  out  the  solid  waste.    This  liquor  passes 


SODIUM. 


45 


on  to  a  separate  well,  from  which  it  may  be 
pumped  into  the  water-conduit  k,  from  which 
the  tanks  are  supplied  by  a  separate  branch 
each.  A  special  set  of  pipes  serves  for  supplying 
either  steam  or  hot  water,  as  the  case  may  be. 

The  working  of  the  lixiviatioh  vats  is  carried 
on  as  follows  : — 

Let  us  consider  we  have  a  set  of  four  vats 
working  in  series,  and  that  the  spent  black-ash 
waste  has  just  been  thrown  out  ('  oast ')  from  one 
of  them.  The  empty  vat  is  filled  to  about  1  ft. 
from  the  top  with  lumps  of  black  ash  obtained 
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by  roughly  breaking  the  bkck  ash  balls  with  a 
sledge  hammer  into  pieces  a  man  can  readily 
handle.  The  other  three  vats  of  the  set  during 
this  time  are  working.  The  last  of  the  series 
in  which  the  black  ash  is  nearly  exhausted  is 
fed  with  fresh  water  and  maintained  at  a 
temperature  not  exceeding  35°G.  The  weak 
liquor  so  obtained  is  run  to  the  weak  liquor  store 
tank.  When  the  liquor  leaving  the  weak  vat 
has  in  this  way  been  washed  do^vn  until  it  shows 
no  strength  to  the  Twaddell  hydrometer^  the 
vat  is  allowed  to  drain  by  opening  the  bottom 
run-off  tap  g,  after  which  the  spent  waste  is 
thrown  out  and  the  vat  is  ready  for  filling  again, 
or  '  setting '  with  fresh  black  ash.  The  other 
two  ^ats  meantime  have  been  working  as 
follows :  Weak  hquor  from  the  weak  liquor 
store  tank  is  run  on  to  the  partially  exhausted  or 
intermediate  vat,  and-  from  it  overflows  by  the 
pipe  e,  on  to  the  strong  vat.  In  this  way  a 
constant  stream  of  partially -concentrated  liquor, 
gradually  dropping  in  strength  from  36°  to 
'  ()°Tw.,  is  run  through  the  strong  vat  where  its 
steength  is  raised  to  66°-36°Tw.,  or  an  average 
.  strength  throughout  the  run  of  about  •46°Tw. 
When  the  strength  of  the  liquor  leaving  the 
strong  vat  has  fallen  to  30°Tw.,  it  is  no  longer 
fit  to  remain  a  strong  vat. 

By  this  time  also  the  intermediate  vat  is 
low  enough  in  soda  to  become  the  weak  vat  and 
thus  to  take  the  place  of  the  one  just  ex- 
hausted. 

The  freshly-charged  vat  mentioned' above  is 
then  connected,  the  old  strong  vat  becomes  the 
intermediate  vat,  the  old  intermediate  vat 
taking  the  place  of  the  weak  vat  which, has  just 
been  cast,  and  the  whole  series  of  operations 
starts  again. 

The  great  points  to  be  observed  are  : — 

1st.  That  the  black  ash  should  be  as  uniform 
as  possible,  so  as  all  to  lixiviate  equally  and 
Vapidly. 


2nd.  That  the  lixiviation  process  should  be 
conducted  as  quickly  as  possible  with  complete 
exhaustion. 

&d.  That  the  temperature  of  the  weak  vats 
should  not  be  allowed  to  exceed  S5°C.,  and  the 
strong  vats  60°C. 

4th.  That  the  vat  waste  should  be  as  com- 
pletely exhausted  as  possible. 

Testing  msihods  for  black  ash,  vol  liquor, 
and  tank  waste.  In  order  to  test  black  ash,  a 
sample  consisting  of  several  pieces  of  the  ball 
(which  unfortunately  can  never  be  a  real  average 
sample)  is  finely  powdered,  and  50  grms.  of  it 
are  digested  with  tepid  water,  free  from 
oxygen  and  carbonic  acid  ;  the  solution  is  made 
up  to  500  CO.,  and  is  now  tested  just-  like 
the  tank  Uqnor  obtained  on  the  large  scale. 
1st,  for  total  available  alkali,  by  means  of 
standard  hydrochloric  acid  and  methyl  orange  ; 
2nd,  for  caustic,  by  addition  of  barium  chloride 
and  titrating  with  hydrochloric  or  oxalic  acid 
(in  the  last  case  without  filtration) ;  3rd,  for 
sulphide,  by  means  of  iodine  ;  4th,  for  sulphate, 
by  means  of  barium  chloride,  either  gravi- 
metrically  or  volumetrically ;  Sth,  for  total 
sulphur,  by  oxidising  with  bleaching  powder 
and  estimating  the  sulphate  formed ;  6th, 
for  chloride,  by  standard  solution  of  silver  ni- 
trate, after  having  exactly  neutralised  the  alkali 
by  nitric  acid  and  boiled  away  the  HjS ;  7th, 
for  ferrocyanide,  by  means  "of  Hurter's  copper 
suljjjate  solution.-  Vffi  waste  is  mostly  only 
tested  for  available  soda  by  treating  a  solution, 
obtained  as  previously  described  in  the  case  of 
black  ash,  with  CO^,  boiling,  filtering,  and  titra- 
ting the  clear  portion  ;  sometimes  also  for  total 
soda,  including  the  insoluble  portion,  which  is  a 
somewhat  lengthy  process.  (Details  of  all  these 
methods  in  Lunge's  Technical  Chemist's  Hand- 
book.) 

The  analyses  by  Jurisch,  given  in  the  first 
table  on  .p.  46  (Chem.  Ind.  1880,  441),  show  the 
composition  of  revolver  vat  liquors  (abridging 
the  three  decimals  to  one). 

A  comparison  between  different  systems  of 
working  is  afforded  by  the  figures  in  the 
second  '  tabl6  on  the  next  page,  which  give 
grms.  of  each  constituent  for  each  100  grms, 
of  available  soda  (as  NajCOj-f  NaOH)  in  tank 
liquor. 

The  vat  liquor  is  always  too  muddy  for  im- 
mediate further  treatment,  and  must  be  settled 
first.  This  will  cause  the  vat  waste  mechani- 
cally carried  away  to  subside^;  at  the  same  time 
the  action  of  the  air  will  cause  some  of  the  ferro- 
sodium  sulphide  to  be  decomposed,  and  the  FeS 
to  be  deposited  along  with  alumina  and  silica, 
partly  or  entirely  in  the  state  of  chemical 
combination. 

The  Manufacture  op  Caustic  Soda  from 
Leblano  Vat  Liquoe. 

Solutions  of  caustic  soda  have  been  made 
ever  since  soda  was  commercially  used,  espe- 
cially by  soap  makers  j  later  on  by  bleachers, 
paper  makers,  &c.  Most  of  these  prepared  such 
solutions  themselves ;  sometimes  they  bought 
them  in  the  state  of  caustic  liquor ;  but  from 
the  nature  of  things  this  could  never  be  a  large 
trade.  Such  a  trade  has  only  arisen  since 
caustic  soda  has  been  manufactured  in  the  solid  , 
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'  Average  of  four  months 

Highest  figure 

Lowest  figure 

Grnia. 

Od  100  parts 
available  soda 

Grms. 

On  100  parts 

Grms. 

On  100  parts 

per  litre  •' 

per  litre 

available  soda 

per  litre 

available  soda 

Total  NajO 

188-0     • 

_ 

198-4 

_ 

168-9 



Na.O  as  NajCO.  . 

147-9 

— 

161-2 

— 

131-7 

— 

Na,OasNaOH    . 

40-0 

21-3 

47-7 

24-8 

37-2 

18-7 

Na,CO,        . 

252-9 

— 

276-6 

— 

226-2 

— 

NaOH          .         . 

61^7 

— 

61-6 

— 

48-0 

— 

NaCl  . 

10-7 

6-7 

16-5 

8-1 

6-3 

3-2 

Na,SO«       . 

2-8 

1-4 

3-8 

1-9 

1-9 

I-O 

NajSO,       . 

0-3 

0-r 

0-6 

2-8 

0-1 

0-1 

Na.SjOs      . 

1-3 

0-7 

2-1 

1-0 

10 

0-5 

Na;S. 

4-1 

2-2 

60 

2-7 

2-9 

1-6 

TotalNajSOicalcul. 

13-1 

7-0 

14-7 

80 

10-7 

6-7 

TotalNajSOifovmd 

13-1 

VO        - 

15-5 

8-3 

10-6 

5-6 

Na^FeCy,    . 

0-S 

0-4 

1-1 

0-6 

0-5 

0-3 

SiOj,  AljOj,  Fe^Oa 

4-7 

•2-4 

6-6 

3-0 

3-8 

2-1 

Muspratt 

hand 
furnaces, 
16  days" 
average 

Muspratt 

revolvers, 

30  days' 

average 

Suncorn  Soap  and  Alkali  Works 

F^chiney  revolver 

P^chiney-Weldon 

aver- 
age 

high- 
est 

lowest 

aver- 
age 

high- 
est 

low- 
est 

aver- 
age 

high- 
est 

lowest 

NaaO  as  NaOH 
NaCl  . 

§!^l§*,    : 

Total  NagSOt  pal 
Total  ^8,80.  Jou 
NaiFeCys  . 
Si0„  AljOji,  Fcj 

nd 

33 

33-6 

7-3 

6-0 

0-4 

-    1-1 

J-4 

10-9 

10-9 

01 

2-7 

21-3 
5-9 
1-7 
0-2 
0-7 
2-1 
6-8 
6-8 
0-4 
2-4 

13-3  ■ 

41 

t5 
1-4 
9-6 
9-3 
0-2 

15-2 
?4 

re 

1-8 
10-6 
10-4 

0-4 

8-5 

2-8 

1-2 
0-9 
7-8 
90 
0-2 

191 
3-6 

To 

2-2 
9-4 
9-4 
0-2 

21-5 

1-5 

7-3 

30 

10-8 

10-8 

0-3 

15-2 
?2 

cig 

1-9 
8-0 
0-6 
0-2 

25-0 
30 
2-3 

10 
4^9 

30-0 
60 
4-4 

1-5 
6^5 

210 
0-75 
1-25 

0^5 
4-2 

Mixing  proportions : 

100 
1021 
52-1 

100 
76 
38 
8-3 

10 

^ 

^ 

- 

— 

- 

Salt-cake  96  p.c 
Limestone 
Coal 

Macteatlime 
•  Fichiney  salt-c 
„    .  limesto 
Sifted  cinders 

Ike 
nedu 

st 

'87-8 
64-4 
34-8 

1?2 
7-3 

- 

- 

-  - 

100 
74-4 
41-9 

11-6 
7-0 

- 

Btate,  which  was  first  done  about  1845  in  Ten- 
nant'a  works  at  St.  Bollox,  but  only  experimen- 
tally. The  development  of  that  large  industry 
only  dates  from  1863,  and  is  intimately  con- 
nected with  the  names  of  Gossage,  Dale,  Balston, 
Gamble,  Muspratt,  Pauli,  Deacon,  and  other 
Lancashire  manufacturers.  It  was  introduced 
much  later  into  the  Tyne  district  and  abroad. 

Solid  caustic  was  originally  only  made  from 
the  caustic  mother-Uquor  ('  red  liquor ')  ob- 
tained in  concentrating  vat  liquors  for  Leblanc 
Eoda  ash  as  hereinafter  described.  This  source 
of  caustic  soda  is  now  of  little  importance, 
owing  to  the  practically  complete  replacement 
of  Leblanc  soda  ash  by  ammonia  alkaU. 

Some  caustic  is  made  by  dissolving  and 
causticising  ammonia  alkali ;  but  the  bulk  of  it 
is  made  from  vat  liquors,  obtained  in  the  usual 
way. 

The  Leblanc  vat  liquors,  as  shown  in  the 
analyses  eiven  above,  contain  70-80  p.c.  of  the 
total  soda  as  Na^COs,'  and  have  first  to  be 
causticised  or  converted  as  completely  as 
possible  into  NaOH.,  The  proper  performance 
of  this  operation  plays  a  very  important  part 
in  the  manufactute  of  caustic  soda. 


The  method  adopted  for  causticisiiTg  the 
Leblanc  liquors  is  always  by  treatment  with 
quicklime : 

NajC03-fCaO+H20=2NaOH+CaCOj.  ' 
This  is  a  reversible  reaction,  and  the  condi- 
tions under  which  it  is  performed  govern  the 
proportion  of  NaOH  to  Na2C0,  in  the  causticised 
liquor.  The  apparatus  used  is  usually  a  large 
wrought-irpn  vessel,  fitted  with  either  horizontal 
or  vertical  mechanical  agitators  and  a  basket 
(see'h  in  Figs.  39  and  40],  into  which  the  lime 
required  is  placed. 

Formerly  the  •  agitation  was  frequently 
effected  by  steam  or  air,  but  these  have  been 
shown  to  be  less  economical  than  the  mechanical 
agitator.  The  strength  of  liquor  used  for  the 
causticising  operation  is  important,  there  being 
two  facts  to  be  considered. 

.  1st.  The  lower  the  strength  pf  the  liquor 
causticised  the  higher  the  proportion  of  thp 
total  soda  which  can  be  converted  into  NaOH 
by  the  lime. 

2nd.  The  higher  the  strength  of  the  liquor 
causticised  the  less  luel  is  afterwards  required 
for  concentration.  As  a  compromise  between 
these  two  factors  it  is  usual  to  caustieise  at  i> 
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ktiength  which  gives  a  causticised  Hquor  of 
20°-26''Tw.  or  1-1-1 -13  sp.gr.  With  careful  work 
«uoh  a  liquor  will  contain  91-92  p.c.  of  its  total 
soda  as  NaOH. 

The  operation  is  usually  carried  out  as 
follows :  Well-settled  vat  ,liquor  is  heated  as 
far  as  possible  by  waste  heat  or  exh'aust  steam, 
and  run  into,  the  causticiser  where  it  is  diluted 
to  a  strength  1-1-1-13  sp.gr.  with  weak  liquor 
obtained  from  a  later  stage  of  the  process,  and 
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by  water,  both  of  which  should  also  be  pre- 
heated when  possible  by  waste  heat.  The 
quantity  of  total  liquor  in  the  causticiser  should 
be  sufficient  to  just  cover  the  bottom  of  the 
cage  b.  The  liquor  is  then  heated  to  boiling 
by  steam  through  the  -steam  pipe,  and  the 
quicklime  thrown  in  gradually.  Care  is  re- 
quired to  prevent  the  causticiser  from  boiling 
over.  The  steam  can  now  usually  be  shut  off, 
the  heat  of  hydration  supplying  heat  to  make 
good  losses  by  radiation. 

More  vat  liquor  and  weak  liquor  are  gradually 
run  in  and  the  lime  added  until  the  causticiser 
is  full  and  the  calculated  quantity  of  lime  added. 
A  sample  should  then  be  taken  and  tested  to 
find  the  causticity  per  cent,  obtained,  and  if 
this  does  not  exceed  90  p.c.  more  lime  is  added. 
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The  agitator  is  then  stopped  and  the  liquor 
allowed  to  settle  for  about  li  hours.  The 
comparatively  clear  liquor  is  stripped  off  the 
top  by  a  drop  syphon  and  run  to  settlers.  The 
causticiser  then  remains,  perhaps,  one-third  full 
of  caustic  liquor  and  lime  mud.  This  can  either 
be  run  out  direct  on  to  a  filter  bed  or  the  causti- 
cisera  can  be  filled  up  with  water,  agitated  and 
again  settled.  The  weak  liquor  so  obtained, 
together  [with  washings  from  the  filter,  is 
used  for  diluting  another  batch  of  vat  liquor. 


The  washed  mud  is  then  run  on  to  a  filter  bed 
and  again  washed  with  water. 

It  is  by  no  means  uncommon  to  work  two 
or  even  three  batches  in  a  causticiser  without 
running  off  the  lime  mud.  This  saves  time  and 
makes  it  possible  to  work  each  batch  with  a 
larger  proportion  of  excess  free  lime  Ihan  would 
be  economical  for  the  single  batch.  The  in- 
creased quantity  of  free  CaO  slightly  increases 
the  causticity  per  cent,  obtainable. 

Many  investigations  have  been  made  into 
the  lime  causticising  operation,  and  several 
processes  have  been  suggested  with  the  object 
of  increasing  the  proportion  of  causticised  to 
uncausticised  soda,  t.e.  of  NaOH  to  N^COg  in 
the  final  Uquor  when  working  at  higher  strengths 
of  solution. 

Patents  were  taken  out  by  Pamell  (4144, 
18'n,  and  2203,  1878),  by  Wells  (3803,  1879), 
by  Menzies  (3804,  1879),  and  by  Herberts  (3677, 
1882)  for  conducting  the  causticising  operation 
under  pressure,  which  was  claimed  to  give  in- 
creased causticity  per  cent,  at  strengtl^  up  to 
1-2  sp.gr.  The  Parnell  process  was  tried 
extensively  on  a  large  scale  and  failed. 

The  investigations  of  Lunge  and  Schmidt 
(Ber.  1885,  3286)  showed  that  working  under 
increased  pressure  did  not  increase  the  causticity 
per  cent,  obtained. 

Herberts  also^  in  a  later  patent  (D.  H.  P^ 
43492),  claimed  that  higher  causticity  could  be 
obtained  with  liquors  of  1-14-1 '16  sp.gr. -when 
working  under  diminished  pressure.  Later 
investigations  on  this  subject  are  those  of  Bod- 
lander  (Zeitsch.  angew.  Chem.  1904,  1519), 
Leblano  and  Novotny  (Zeitsch.  anorg.  Chem. 
11,  181),  Wegscheider  and  Walter  (Chem. 
Zentr.  1907  ;  and  Monatsh.  28). 

At  the  present  time,  as  mentioned  above, 
however,  the  ordinary  practice  is  to  causticise 
at  1-1-1-13  sp.gr.  sua  obtain  about  91  'p,^.  of 
the  total  soda  as  NaOH. 

The  filters  on  to  which  the  Ume  mud  from 
the  causticisers  is  run  vary  considerably  in 
design  and  arrangement;  Fig.  41,  however,  is 
representative  of  a  large  number  of  filters,  and 
shows  a  thoroughly  efficient  and  satisfactory 
apparatus. 


-  VgMiUStee/ Sheets  nilh    ^3' Outlet  to  Vacuum  Pump 
'A'diam  perforations 
3'p/tc/i 

Fig.  41. 

bche  lime  mud  is  run  from  the  causticiser 
through  the  3-  or  4-inch  diameter  pipe  on  to 
the  mter  bed  and  the  vacuum  pump  started. 
As  soon  as  the  surface  of  the  mud  begins  to  dry 
cracks   are   jifcely   to    appear.    These   require 
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raking  over  with  a  rake  or  patting  with  a  spade 
to  close  them  up.  Hot  water  is  then  run  on  to 
the  bed  of  mud  to  wash  out  the  caustic  liquor 
which  is  held  up  by  and  surrounds  the  jwrtioles 
of  CaCO).  £^ally,  the  vacuum  pump  is  kept 
going  for  some  time  to  dry  the  mud  as  much  as 
possible.  Under  the  best  circumstances,  how- 
ever, it  will  retain  over  40  p.c,  and  usually 
nearly  SO  p.c.  of  water. 

On  the  care  with  which  this  washing  process 
is  conducted  depends  the  quantity  of  soda  left 
in  the  mud. 

With  careless  washing^  with  cracks  in  the 
bed  of  lime  or  round  the  sides  of  the  filter  or 
holes  and  inequalities  in  the  filter  bed,  there 
may  be  a  heavy  loss  of  soda. 

With  good  work  the  soda  loss  can  be  reduced 
to  well  below  1  p.c.  soda  on  the  weight  of  Ume 
mud ;  with  bad  work  it  may  rise  to  4  p.c,  and. 
even  6  p.c.  on  the  mud. 

As  there  are  about  2  tons  of  lime  mud  to 
the  ton  of  Leblanc  70  p.c.  caustic  soda,  it  is 
evident  that  this  may  be  a  very  serious  matter. 

As  mentioned  above,  the  washings  from  the 
filters  are  used  to  dilute  the  vat  liquor  to  the 
strength  required  for  the  causticisers. 

Other  forms  of  filter  for  caustic  lime  mud 
have  been  suggested  of  a  more  or  less  mechanical 
nature,  but  bave  not  met  with  extended  use, 
see  patents  by  J.  Brock  and  T.  Martin,  2J27, 
1887;  G.  H.  Bolton  and  T.  A.  Bullough, 
14563,  1888;  Hurter  and  DrifBeld ;  Solvay 
(Bng.  Pat.  4725,  1896) ;  and  Houghton  and  the 
United-  Alkali  bo.  (Eng.  Pats.  7967  and  28791, 
1903). 

The  following  analyses  of  caustic  lime  mud 
are  given  by  Davis  (Chem.  News,  32, 187) : — 


CaCO, 

40-2 

42-0 

Oa(OH).,       . 

3-7 

31 

SiO,    .         .         . 

0-7 

0-8 

A1,0,           .         . 

0-2 

0-3 

Fe,0, 

— 

0-7 

MgO    . 

0-1 

0-1 

NajO  . 

18 

1-6 

HjO    . 

48  0 

46-6 

99-6 

99-6 

Lime  mud  is  frequently  employed  to  replace 
part  of  the  limestone  required  for  the  revolver 
charge.  .For  this  purpose  it  is  used  in  the  wet 
condition.  The  following  shows  a  revolver 
mixing  with  and  without  lime  mud  :^- 
1  2 

Salt-cake      .         .52-0  65  owts. 

Limestone    .         .37-0  66  owts. 

Lime  mud    .         .  45-0 

Mixing  slack         .  21 'O  22.cwts. 

When  used  in  this  way  the  soda  contained 
in  the  mud  is  probably  recovered,  and  some 
limestone  is  saved.  The  output  of  the  revolver 
is,  however,  reduced,  and  the  labour  and  fuel 
charges  increased  per  ton  salt-cake  decomposed. 
The  advisability  of  utilising  the  lime  mud  in 
this  way  depends,  therefore,  on  a  balance  in 
which  the  relative  prices  of  limestone  and 
fuel  are  the  largest  factors.  In  some  works  the 
attempt  has  been  made  to  bum  the  calcium 
carbonate  in  the  mud  back  again  to  quicklime, 
and  it  is  reported  that  this  has  been  economically 
done  in  the  rotary  kilns  used  in  the  manufacture 
of  Portland  ceraont.     The  lime  mud  is  also  used 


as  a  raw  materiatfor  the  manufacture  of  Portland 
cement  (Rigby,  J.  Soc.  Chcm.  Ind.  1888,  301). 

A  very  important  and  increasing  outlet  for 
caustic  lune  mud  is  for  liming  the  soil.  For 
this  purpose  calcium  carbonate  is  as  useful  as 
the  oxide  and  the  ^finely-divided  condition  of 
caustic  lime  mud  renders  it  particularly  suitable. 

The  lime  improves  the  soil  by  opening  up 
the  land,  this  is  especially  valuable  in  the  case 
of  the  heavier  soils.  It  is  in  itself  a  plant  food, 
and  also  helps  to  bring  into  action  the  insoluble 
reserves  of  nitrogen  and  potassium  in  the  soil. 
It  corrects  acidity  in  the  soil,  and  is  the  best 
remedy  for  the  finger  and  toe  disease  in  turnips 
and  swedes.  See  leaflet  No.  170  of  the  Board 
of  Agriculture  and  Fisheries. 

A  totally  different  method  of  causticising 
is  that  of  Lowig  (Eng.  Pat.  4364,  18S2),  who 
evaporated  soda  liquors  with  pure  ferric  oxide, 
and  exposes  the  mixture  to  a  bright-red  heat. 
The  mass  is  thus  converted  into  sodium  ferrate 
(or  rather  '  f  crrite  '),  which  is  insoluble,  in  cold 
water,  so  that  it  can  be  purified  by  washing  with 
it :  it  is  then  treated  with  water  at  80°C.,  which 
decomposes  the  compound  into  caustic  soda  and 
regenerates  the  ferric  oxide.  Thus  concen- 
trated liquors  are  obtained,  quite  free  from 
iron.  In  patent  D.  R.  P.  41990  Lowig  extends 
this  plan  to  the  sesquicarbonate  or  roaster  ash 
of  the  ammonia  soda  process  produced  by  the 
partial  fumacing  of  the  sodium  bicarbonate 
first  obtained  to  expel  the  NHj,  and  part  of  the 
COo.  This  substance  is  then  further  treated  with 
ferric  oxide  in  a  revolving  furnace  until  the  whole 
has  been  converted  into  a  compound  of  soda, 
which  is  split  up  by  the  action  of  water  into 
caustic  soda  and  insoluble  ferric  oxide.  The 
British  patent  of  Mond  and  Hewitt  (No.  1974, 
1887)  states  that  for  the  efBcient  conduct  of 
the  process  it  is  necessary  to  use  a  pure  sodium 
carbonate  and  oxide  of  iron,  and  to  remove  the 
liberated  carbonic  acid  as  it  is  formed.  They 
also  advocate  the  use  of  a  revolving  furnace 
similar  to  the  black-ash  revolver  for  the  forma- 
tion of  the  '  ferrite,'  and  the  use  of  water  gas  as 
the  source  of  heat  in  order  to  keep  down  the 
partial  pressure  of  carbon  dioxide. 

The  Lowig  process  has  the  advantage  of 
yielding  a  stronger  solution  of  caustic  soda 
than  the  lime  method  of  causticising.  As 
mentioned  above,  the  lime  process  produces  a 
causticised  liquor  of  1'1-1-13  sp.gr.,  while  the 
Lowig  process  pnod^uces  one  of  1-32-1 '36  sp.gr., 
a  difference  which  corresponds  to  a  reduction 
in  the  quantity  of  water  to  be  evaporated  for 
the  manufalcture  of  solid  caustic  soda  of  about 
6  tons  water  to  the  1  ton  70  p.c.  caustic  soda. 

For  causticising  Uquors  such  as  the  Leblanc 
liquors  above  described,  the  process  is  out  of 
the  question,  as  before  it  can  be  worked  those 
liquors  have  to  be  evaporated  to  dryness,  and 
in  addition  there  is  the  fuel  required  for  the 
furnace  and  the  other  working  costs  which  are 
heavier  than  in  the  Ume  process.  The  Lowig 
process  is,  however,  used  for  causticising  on  a 
large  scale  the  solid  sodium  carbonate  obtained 
in  the  ammonia  soda  process,  but  it  is  doubtful 
oven  then  if  it  is  cheaper  than  the  lime 
process. 

Strontium  hydroxide  has  been  suggested  as 
a  substitute  for  Ume  in  the  causticising  operation 
(Bacon,  D.  R.  P.  09344),  because  the  reaction  in 
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much  mot*  (jomplcte  than  In  the  case  of  lime, 
and  can  be  carried  out  in  stronger  solution. 

The  process,  however,  has  not  been  adopted, 
as  far  as  is  knoTvn,  on  the  large  scale. 

The  liquor  from  the  oaustioisers  at  1'1-1-13 
sp.gr.  contains  9-10  tons  of  water  per  ton  of 
70  p.o.  caustic  soda,  and  the  economical  evapora- 
tion of  this  large  quantity  of  water  has  always 
been  one  of  the  technical  problems  of  caustic 
soda  manufacture.  The  usual  custom  is  to  do 
the  first  part  of  this  evaporation  by  means  of 
the  waste  heal  of  the  black-ash  revolvers  as 
mentioned  above.  Kg.  36  shows  a  revolver 
with  a  series  of  the  shallow  wrou^ht-iron  bottom- 
heated  pans  a,  a,  a,  a,  a  commonly  used  behind  it. 

The  hot  gases'from  the  revolver  dust  stack 

Ca  under  the  series  of  pans,  and  the  caustiuiscd 
.  Lor  from  the  settlers  is  fed  in  a  steady  stream 
into  the  pan  furthest  from  the  revolver  from 
which  it  overflows  from  pan  to  pan,  until  it 
leaves  the  front  pan  at,  4inder  good  condition, 
1  -2  sp.gr.  This  means  that  the  revolver  waste 
heat  has  in  this  way  evaporated  3-4  tons  of  water 
per  ton  70-  p.c.  caustic  soda  out  of  the  total 
9-10  tons. 

The  further  treatment  of  the  caustic  liquors 
to  obtain  solid  caustic  soda  is  divided  into  two 
stages,  *  concentration  '  and  '  finishing.' 

The  '  concentration  '  stage  carries  the  liquor 
up  to  such  a  strength  that  the  bulk  of  the 
NajCOa  left  in  the  causticised  liquor  (8-10  p.c. 
of  the  total  NajO)  and  the  Na^SO,  from  the  vat 
liquor  (see  Andysia)  separate  out,  forming  what 
are  called  '  caustic  salts.' 

The  '  finishing '  stage  takes  the  liquor  at 

'  l'4-l-5  sp.gr.,  settled  clear  of  'salts,'  evaporates 

the  balance  of  the  water,  amounting  to  1-2  tons 

per  ton  70  p.c,  and  beats  the  fluxed  anhydrous 

caustic  soda  to  full  redness. 

The  '  concentration  *  is  usually  now  per- 
formed in  large  cast-iron  self-fired  vessels 
called  caustic  pots  («ee  Fig.  42).     These  vesspls 
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•re  made  of  metal  specially  selected  for  the 
purpose,  and  vary  in  size  in  different  works.  A 
common  size  is  10  ft.  diameter  by  6  ft.  deep. 

The  setting  of  the  caustic  pot  is  a  matter  of 
importance,  as  the  life  of  the  pot,  especially 
when  used  as  a  *  finishing  pol '  is  largely  depen- 
dent on  the  prevention  of  direct  impact  between 
a  flame  blast  from  the  grace  and  the  metal  of 
the  pot.  It  is  usual,  therefore,  to  protect  the 
pot  opposite  the  fireplace  with  a  guard  wall. 

The  pot  is  filled  with  liquor  and  fired. 
The  loss  by  evaporation  is  made  up  by  a  con- 
stant slow  stream  of  fresh  liquor  untU  the 
sp.gr.  has  risen  to  1'4-1'5  as  the  case  may  be. 
The  strength  to  which  the  liquor  is  taken  in  this 
Stagedepcnds  on  the  strength  of  the  caustic  it 
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is  intended  to  pack.  The  fire  is  then  drawn  and 
the  pot  allowed  to  settle  for  some  hours. 

After  settling  the  clear  liquor  is  baled  out 
with  a  large  wrought-iron  ladle  cleverly  balanced 
on  the  pot  edge  and  worked  with  Uttle  exertion 
by  an  experienced  man. 

The  clear  liquor  is  either  baled  into  an 
adjacent  pot  for  the  finishing  operation  or  into 
a  tank  from  which  it  is  pumped  to  settlers 
where  a  further  batch  of  salts  settles  out  on 
standing  and  cooling. 

The  salts  are  fished  out  of  the  pot  with  a 
perforated  ladle  when  all  the  clear  liquor  has 
been  taken,  and  are  drained  as  well  as  possible 
or  jigged  in  a  centrifugal  machine. 

The  salts  are  a  great  source  of  trouble  and 
expense. 

The  following  analysis  represents  an  average 
composition  of  the  salts  fished  from  the  concen- 
trating pots  and  jigged  : — 

NajCO, 39 

Na^SOj 20 

NaOH 9 

A  small  part  of  these  salts  is  continually 
returned  to  the  revolver  to  prevent  too  heavy 


FtQ.  43. 


an  accumulation  of  NajSO,  in  the  liquors,  but 
the  chief  part  is  dissolved  and  mixed  with  the 
liquors  feeding  the  oausticiser  and  recausticised. 

The  total  quantity  of  salts  obtained  per  ton 
70  p.c,  caustic  varies  with  the  efficiency  of  the 
causticising  operation  between  5  and  7  cwts. 
Other  methods  of  concentration  have  been 
suggested.  One  vessel  frequently  used,  especi- 
ally in  former  days,  is  the  so-called  boat  pan, 
of  which  Fig.  43  is  a  cross  section. 

The  boat  pan  is  made  of  oast  iron  l\-\i  ins. 
thick,  and  its  dimensions  are  about  12  ft.  long, 
8  ft.  wide,  3  ft.  6  ins.  deep. 

Another  method  used  for  many  years  in 
some  factories  has  been  to  concentrate  the 
hquors  up  to  a  strength  well  short  of  the  salting- 
point  in  Lancashire  boilers,  usin  g  the  steam  raised 
at  low  prcssjure  for  heating  purposes.  The 
difficulty  is,  however,  that  after  a  few  years 
the  boiler  repairs  become  very  heavy,  and  there 
is  a  great  tendency  for  the  rivet  heads  to  shear  oft. 

Recently  multiple  effect  evaporation  has  been 
largely  applied  to  caustic  soda  Uquors  with 
success. 

Multiple  efi^ect  evaporation  consists  m 
maldng  use  of  the  latent  heat  of  the  vapour 
evaporated  from  one  Uquid  to  generate  vapour 
from  a  liquid  with  a  lower  boiling-point. 

These  liquors  can  either  be  really  different 
liquids  With   different  hpiling-points,  or,  as  m 
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the  case  Wc  are  Considering,  the  liquors  can  be 
the  same,  but  by  reduction  of  pressure  the 
boiling-point  of  the  second  lot  of  liquor  may  be 
lowered  sufiBciently  below  the  vapour  tempera- 
ture of  the  first  lot  to  allow  reasonable  heat 
transference  to  take  place. 
>  The  vapour  raised  from  the  second  lot  of 
liquor  can  be  similarly  used  for  evaporation 
of  a  third  lot  of  liquor,  whose  boiling-point  has 
been  made  still  lower  by  a  further  reduction  in 
pressure.  The  process  can  theoretically  be 
repeated  indefinitely,  but  actual  multiple  effect 
evaporators  vary  from  two  to  six  effects,  i.e. 
the  latent  heat  in  the  vapour  originally  evapo- 
rated is  made  use  of  from  one  to  five  times. 

Fig.  44  shows  a  common  form  of  an  evapo- 
rator for  use  with  cau  stic  soda  liquor  in  triple  effect. 

A.  is  the  first  effect. 

B.  is  the  second  effect. 

C.  is  the  third  effect. 

The  shells  of  these  vessels  are  cast  iron 
divided  ihto  three  divisiofts  by  the  tube  plates 
d,  d'.       ■  ■ 


The  tube  plates  themselves  are  connected 
by  a  number  of  wrought-irpn  tubes  about  2  ins. 
diameter,  and  one  central  big  tube  all  expanded 
into  the  tube  plates  top  and  bottom. 

The  space  between  the  tube  plates  d,  d', 
through  which  the  tubes  pass,  is  the  steam 
space  and  into  it  steam  usually  under  pressure 
from  boilers  is  admitted  through  v.  In  some 
cases  the  steam  used  in  the  first  effect  of  an 
evaporator  is  exhaust  steam. 

In  normal  work  the  evaporator  is  filled  with 
liquor  through  the  inlet  E  to  a  few  inches  above 
the  upper  tube  plate.  The  steam,  therefore, 
is  on  the  outside  of  the  tubes,  the  liquor  to  be 
heated  is  inside  them. 

The  weak  caustic  liquor  is  pumped  into  A 
by  a  pump  not  shown,  and  fcaUy  the  con- 
centrated uquor  is  drawn  from  o  by  a  pump 
also  not  shown. 

The  steam  raised  from  the  liquor  in  A 
passes  on  through  f'  into  the  steam  space  of  B, 
where  it  again  raises  steam  from  the  liquor  in 
b's  Uquor  Space.  The  steam  raised  in  B  passes 
similarly  into  O  steam  space,  while  the  steam 
raised  in  o's  liquor  space  passes  away  through  !•" 
to  the  condenser  and  vacuum  pump  not  shown. 

The  speed  at  which  work  is  done,  i.e.  the 
rate  at  which  heat  is  transferred  from  the 
Etpam  through  the  metal  of  the  tubes  to  the 
liquiir.  depends  first  on  the  difference  in  tem- 
perature of  the  steam  and  liquors,  and  secondly 
on  the  circulation  of  the  liquor  in  the  liquor 
space.    The  liquor  rises  through  ebullition  in 


the  small  tiibcs  from  the  bottom  division  of  thW 
evaporator  to  the  top  division,  and  then  returns 
downwards- through  the  big  central  tube.  On 
the  rapidity  and  uniformity  in  the  different 
tubes  of  this  circulation  depends  largely  the  heat 
transference  per  square  foot  of  metal  surface. 

Another  important  type  of  evaporator  is 
the  Kestner  so-called '  climbing  film  evaporator.' 
The  essential  point  about  this  evaporator  is 
that  it  contains  a  much  smaller  number  of  tubes 
than  the  type  previously  described,  and  that 
the  liquor  passes  once  only  up  the  tubes  in  eaoE 
effect.  In  this  way  the  circulation  is  obtained 
by  the  direct  action  of  the  liquor-feed  pump, 
and  does  not  depend  on  the  relative  heating 
effects  of  small  tubes  and  a  large  tube.  The 
tubes  in  the  Kestner  evaporator  are  much 
longer,  they  are,  however,  about  the  same 
diameter,  2  ms.,  and  are  of  wrought  iron.  In 
the  older  type  the  tubes  are  from  4  to  7  ft.  in 
length,  in  the  Kestner  evaporator  they  are  23  ffc 
long. 

Fig.  45  shows  construction  of  a  Kestner 
evaporator  which  explains  itself. 

Fig.  46  shows  the  arrangement  of  a  Kestner 
four-effect  evaporator,  where  A,  B,  c,  D  are  the 
four  effects,  and  e  is  the  condenser.  The  general 
construction  will  be  rcMily  understood  by 
comparison  of  Figs.  45  and  46. 

The  vessels  6,  c,  d,  e  are  save-alls  or  catch- 
boxes  to  collect  any  caustic  liquor  which  escapes 
the  baffles  at  the  top  of  the  evaporators  and  to 
prevent  its  loss. 

The  following  is  an  example  of  the  absolute 
pressure  in  the  steam  spaces  of  the  four  effects 
of  such  an  evaporator,  showing  the  gradual  fall 
from  effect  to  effect,  on  which  the  multiple 
evaporation  depends. 

Steam  space  of  1st  effect  abs.  press.  62  lbs. 

„        „       2nd        „         „  36  lbs. 

„       3rd        „         „  ISilbs. 

„       4th        „         „  74  lbs. 

Liquor  space  of  the  4th  effect  abs.  press.  1|  lbs. 

In  such  evaporators  as  have  been  described 
it  is  customary  to  concentrate  the  caustic 
liquors^  up  to,  but  not  beyond,  the  point  at 
which  salts  begin  to  deposit,  that  is  to  about 
1  -3  sp.gr.  For  higher  concentration  an  evaporator 
of  the  older  type  or  the  Kestner  type,  in  either 
case  with  oast-iron  tubes,  is  frequently  used, 
either  in  single  or  double  effect,  more  commonly 
in  single  effect.  One  way  of  working  an  evapo- 
rator of  the  older  type  is  to  fill  it  with  the 
liquor  at  1-3  sp.gr.  and  concentrate,  adding 
more  fresh  liquor  continuously  to  make  good 
the  loss  by  evaporation.  Eventually  when  the 
evaporator  is  full  of  liquor  at  1'4-1'6  sp.gr.,  as 
may  be  required,  the  bottom  valve  is  opened 
and  the  whole  contents,  liquor  and  salts,  allowed 
to  fall  into  a  settle*'  or  on  to  a  filter  bed.  The 
salts  are  separated  and  the  liquor  is  pumped 
to  the  store  tanks  feeding  the  finishing  pots. 
With  the  Kestner  type  of  evaporator,  which 
holds  practically  no  stock  of  liquor,  the  usual 
method  of  work  is  to  start  with  1-3  sp.gr 
Caustic  liquor  in  a  stock  tank,  and  to  circulate  ' 
it  round  and  round,  through  the  evaporator 
and  back  to  the  stock  tank,  until  the  whole  is 
up  to  1-4-1-5  sp.gr. 

Another  method  of  work  with  the  older 
typo  is  to  concentrate  continuously,  and  not 
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In  batdiM,  and  to  remove  the  salts  from  time 
to  time  from  the  bottom  of  the  evaporator  by 
means  of  a  Email  closed  vessel  underneath  it, 
which  oan^  be  connected  either  with  the  atmo- 
sphere or  the  evaporator.     Automatic  arrange- 


Drain 


I  Concentnted 
Liquor  Outlet 


Steam  Outlet 


!    * 
SieQm  Inlet. 


This  liquor  is  run  into  a  caustic  pot  similar 
to  that  described  above,  for  the  oonoentrationj, 
and  boiled. 

A  common  way  of  working  is  to  fill  up  two' 
pots  and  concentrate  until  all  the  water  is  driven^ 
ofi,  and  then  to  bale  the  liquor  from  one  into' 
the  other  pot,  and  so  make  one  full  pot.  The 
liquor,  being  of  practically  the  same  tempera- 
ture in  both  pots,  mixes  without  difficulty. 
At  other  times  one  pot  is  worked  by  itself  and 
continuously  fed  with  the  1-45  sp.gr.  liquor. 
When  the  temperature  of  the  pot  increases  and 
the  flowing  of  this  solution  on  to  highly-heated,, 
nearly  anhydrous  caustic  becomes  dangerous, 
it  is  usual  either  to  sprinkle  the  liquor  over  the 
surface  of  the  pot  by  running  it  through  a 
perforated  plate  or  ladle^  or  else  to  cover  the 
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ments  have  also  been  invented  for  continuous 
removal  of  the  s4ts  from  the  evapcjrators,  and 
it  is  understood  sjro  used  to  some  extent. 

We  have  now  the  caustic  soda  solution  as  a 
settled  liquor   afcout  'l'4S-15'  sp-gr;    at    15°. 


Fio.  46. 

pot  with  the  loose  wrought-iron  lid  which  is,  in 
any  case,  used  as  a  cover  during  the  last  stage 
of  the  finishing.  When  all  water  is  driven  off, 
and  the  jpot  is  full,  the  above-mentioned  loose 
lid  is  put  on  and  the  pot  gradually  heated  up 
until  the  molten  NaOH  in  it  is  a  just  visible 
dull  red  colour.  ,  j  c    ,. 

Aa  caustic  soda  is  usually  sold  at  definite 
strengths,  60  p.o.  NajO,70  p.o.  Na^O,  76  ^.o. 
Na.O,  &o.,  it  is  necessary  to  see  how  near  the 
contents  of  the  pot  are  to  the  required  test. 

A  sample  is,  therefore,  taken  out  on  a  spade 
or  in  a  mould,  aUowed  to  set,  and  then  tested 
in  the  laboratory.  The  caustic  in  the  pot  is 
usually  found  too  high  in  test,  and  has  to 
be  reduced  by  the  addition  of  a  oaloulated 
and  weighed  quantity  of  well-dried  salt  (NaU). 
The  salt  is  added  in  smaU  quantities  through 
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a  lid  in  the  sheet-iron  cover  mentioned  above. 
'I'he  salt  decrepitates  badly  when  it  comes  in 
Contact  with -the  caustic  soda,  and  causes  con- 
siderable irritation  to  those  near  the  pot  by 
spreading  finely^divided  caUstio  through  every 
Outlet  in  the  pot  cover. 

After  addition  of  the  salt  the  pot  has  to  be 
Again  fired,  as  the  fusion  of  the  salt  cools  it  con- 
siderably, and  unless  reheated  it  will  not  settle 
satisfactorily.  The  settling  takes  from  C  to  12 
hours,  and  during  this  period  the  temperature 
gradually  drops  to  about  330°.  The  quality 
of  the  caustic  depends  very  largely  on  the 
settling  of  the  impurities,  which' consist  chiefly 
of  ferric  oxide,  alumina,  and  silica.  The  clear 
settled  caustic  is  then,  after  cooling  to  about 
325°,  ready  for  packing. 

So  far,  one  important  point  has  not  been  dealt 
with,  and  that  is  the  removal  of  the  sulphide 
always  present  in  Leblanc  liquors.'  There  has 
been  much  discussion  as  to  the  best  way  of  doing 
this,  and  maiiy  expedients  have  been  tried. 
Hargreaves  proposed  oxidation  of  the  heated 
liquor  by  blowing  air  through  it.  In  this  case  the 
oxidation  was  very  slow  and  incomplete.  Pauli 
advocated  the  addition  of  '  Weldon  mud '  (see 
art.  CHliOBiNE,  under  heading  Weldon  bleaching- 
powder  process)  (Eng.  Pats.  130G  and  1530, 1879). 
A  detailed  description  of  the  oxidising  process, 
both  with  air  alone  and  by  Fauli's  process,  has 
been  given  by  Jurisch  (Dingl.  poly.  J.  240,  55). 

The  removal  of  the  sulphide  by  electrolysis 
was  patented  by  Merle  in  1875,  and  tried  at 
Salindres ;  it  was  the  subject  of  a  later  patent 
by  Deacon,  Hurter  and  Elmore  (Eng.  Pat. 
800.  1885).  Chance  (Eng.  Pat.  5920,  1885) 
decomposed  the  sulphides  by  a  mixture  of 
ferric  and  calcium  hydroxides  or  carbonate,  pro- 
duced by  precipitating  ferric  chloride  with  a 
large  excess  of  lime  or  calcium  carbonate. 

The  practically  universal  practice  now  is  to 
remove  the  sulphide  either  by  the  addition  of 
lino  oxide  in  the  causticiser  or  by  the  addition  of 
sodium  nitrate  to  the  finishing  pots  or  both. 
The  zinc  oxide  acts  according  to  the  equation  : 

ZnO+Na2S+HjO=ZnS+2NaOH. 
Sodium  nitrate  probably  acts  in  the  finishing  pot 
EB  follows : — 

SNaNOj+SNajS =5Na  jS04+4Na  ,0 +8N. 

Metallic  zinc  readily  dissolves  in  hot  caustic 
soda  liquor  of  about  1-13  sp.gr.,  and  the  solution 
so  obtained  is  run  into  the  causticiser  during 
the  causticising  process. 

The  sodium  nitrate  is  almost  always  now 
added  in  the  finishing  pot. 

A  common  practice  is  to  take  out  the  greater 
part  of  the  sulphide  with  zinc  in  the  causticiser 
and  then  to  finish  the  oxidation  with  sodium 
nitrate  in  the  caustic  pot. 

It  is  important  not  to  add  the  sodium  nitrate 
tmtil  the  pot  temperature  has  become  high,  say 
between  420°  and  470°.  If  the  sodium  nitrate  is 
added  before  the  pot  is  sufSciently  heated,  the 
oausticliquor  has  a  great  tendency  to  b»il  over. 

The  sodium  nitrate  is  added  until  a  small 
sample  of  caustic  taken  from  the  pot  is  only 
slightly  blackened  by  a  solution  of  lead  acetate. 
When  the  whole  of  the  sulphide  is  removed 
sodium  manganate  is  formed  in  the  caustic  soda 
and  colours  the  finished  product  green.  If 
accidentally  the  limit  is  passed  and  on  packing 


a  biufe  of  gfeeh  colour  is  observed,  it  can  he 
rectified  by  the  addition  of, a  small  quantity 
of  fiiifely-divided  sulphur. 

By  far  the  greater  proportion  of  the  caustic 
soda  is  packed  solid  in  what  are  called  caustic 
drums.  The  packing  consists  in  ladling  the  molten 
caustic  into  the  drums.  It  is  usual  to  surround 
one -side  of  the  pot  to  be  packed  with  a  semi- 
circle of  drums  into  which  the  caustic  is  succes- 
sively conveyed  by  a  wrought-iron  shute,  which 
is  moved  from  drum  to  drum. 

The  drums  are  cylindrical  sheet-iron  packages 
{see  Kg.  47)  with  lap  joints.  The  sheets  are 
neither  riveted  nor  welded,  but 
rolled  under  pressure.  In  order 
to  avoid  leakage  before  packing 
it  is  necessary  to  cool  the  caustic 
down  to  a  temperature  near  to 
the  point  of  solidification. 

The  clear  liquid  caustic  in  the 
upper  part  of  the  pot  is  packed, 
and  then  the  residue  called  '  caus- 
tic bottoms,'  which  is  a  mixture 
of  caustic  sodai  with  the  impurities 
settled  out  as  above  described,  j.j  ^^ 
is  baled  similarly  into  druins. 

The  bottoms  are  of  a  deep-red  colour,  due  to 
the  ferric  oxide  they  contain.  The  following  is 
an  analysis  of  a  sample  taken  from  a  pot  of  70  p.c. 
caustic  : — 

NaOH 63-2 


NajCO, 

.  1-6 
.  20 
.     5-4 

NajS 

.     0-1 

NajSiOa 

Na.Al.O, 

Ee^O, 

.  2-4 
.  14-2 
.  10-9 

99-8 

The  '  bottoms  '  vary  in  strength  between  53 
and  63  p.c.  Na^O  depending  on  the  strength 
of  the  caustic  from  which  they  are  made. 

For  many  purposes  the  solution  of  '  caustic 
bottoms  *  after  well  settling  is  as  efficient  per 
unit  of  free  Ka^O  as  that  made  from  white 
caustic  itself.  The  '  bottom^ '  are  either  sold 
at  a  reduced  price  as  '  caustic  bottoms,'  or  are 
dissolved,  and  the  well-settled  solution  returned 
to.  the  process. 

As  a  package  caustic  drums  are  cheap,  and 
from  the  fact  that  the  caustic  is  a  solid  block, 
caustic  in  drums  stows  well  for  transit.  On 
the  other  hand,  caustic  drums  containing  a  solid 
lump  of  caustic  weighing  6  cwts.  are  not  readily 
handled  by  inexperienced  hands.  The  best  way 
to  open  a  drum  of  caustic  and  break  up  the 
lumps  is  as,  follows  :  Lay  the  drum  on  its 
side  with  the  seam  upwards,  and  then  crack 
the  caustic  by  striking  the  drum  along  the 
seam  once  or  twice  for  its  full  length  with  a 
sledge  hammer.  Insert  a  chisel  under  the 
seam  and  lever  it  open.  The  two  ends  should 
then  fall  off,  and  the  caustic  can  easily  be 
separated  into  pieces  by  simply  inserting  the 
chisel  into  the  cracks  and  prizing  them  apart. 

Caustic  soda  solution  as  such  is  sold  to  some 
extent  usually  in  one  of  three  strengths  ' — •- 

90°Tw.  containing     .        .  32-2  p.c.  NajO 
100°Tw.        „  .         .  30-2         „ 

105°Tw.        „  .        .  38-2        „ 
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Tho  solution  is  carried  either  in  welded  iron 
drums  or  in  iron  tank  waggons. 

Caustio  soda  is  also  sold  in  a  form  called 
'detached,'  that  is  thin  sheets  broken  into 
small  pieces  and  packed  in  casks. 

-The  'detached*  caustio  is  usually  made  by 
baling  a  thin  layer  of  the  molten  caustio  on  to 
heavy  iron  plates,  where  it  almost  immediately 
solidifies,  and  can  be  broken  and  packed.  An 
apparatus  to  do  tliis  work  was  invented  by 
Boulouvard  (D.  E.  P.  34040). 

Menzics  (Eng.  Pat.  4274,  1879)  and  Hamed 
(Eng.  Pat.  4677,  1883)  described  apparatus  for 
grinding  to  a  powder  and  sieving  caustic  soda. 
Caustic  soda  powder  is  produced  to  some  extent 
for  the  market. 

The  commercial  methods  of  analysis  of 
caustio  soda  are  given  in  Lunge's  Technical 
Chemists'  Handbook,  ^.  184. 

Cream  caustic.  This  la  an  inferior  quality, 
formerly  made,  but  now  practically  unknown. 
It  was  made  by  concentrating  caustic  liquor  as 
described  above  until  only  about  12  p.o.  water 
was  left,  and  the  caustio  tested  about  60  p.c. 
NajO. 

The  following  are  some  analyses  of  com- 
mercial caustic  soda  of  different  strengths : — 
HuBon  and 


70  p.c. 
86-6 
2-7 
6-9 
3-2 
0-5 

trace 
0-2 


100-2    100-00  100-3    100-1 

Prodv£tion. — Of  the  total  NajO  charged 
into  the  revolver  as  salt-cake  the  average  pro- 
duction in  the  form  of  finished  caustio  soda  is 
about  85  p.c. 

The  greater  part  of  the  15  p.c.  loss  is  carried 
away  in  the  black  ash  waste,  partly  as  soluble 
soda  through  imperfect  washing  of  the  black  ash 
in  the  lixiviating  vats,  and  partly  as  insoluble 
compounds  vrith  the  alumina  and  sUica  derived 
from  th%  ash  of  the  mixing  fuel,  the  revolver 
lining,  and  the  limestone. 

I^blanc  soda  asb.  As  already  mentioned,  the 
original  Leblanc  process  was  introduced,  and 
for  many  years  worked  primarly  for  the  manu- 
facture of  sodium  carbonate  or  soda  ash. 

For  this  purpose  the  same  type  of  revolver 
was  used,  and  black  ash  made  as  for  the  caustic 
eoda  manufacture  just  described. 

The  charge  for  the  revolver  was  practically 
identical  with  the  all-limestone  charge  given 
(Under  caustic  soda  manufacture,  viz. : 

Salt-cake     .         .         .         .55  cwts. 
Limestone    .         .         .         ,   56    „ 
Mixing  slack         .         .         .   22    „ 

Tho  process  of  manufacture  was  the  same  as 
for  caustic  soda,  up  to  and  including  the  working 
of  the  Uxiviating  vats. 

From  the  vats  the  liquor  was  pumped  into 
settlers,  where  it  was  kept  sufficiently  warm  to 
avoid  crystallisation  of  the  NajCOa.lOH.O, 
A  large  amount  of  work  was  done  on  the  purifi- 
cation of  the  vat  liquor  from  iron  in  solution 
^chiefl^  as  a  double  sulphide),  from  silica  and 
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alumina,  and  from  ferrooyanides,  but  the  usual 
practice  was  to  take  the  well-settled  vat  liquor 
directly  for  concentration  for  ash.  References 
to  the  papers  and  patents  on  the  purification  of 
vat  liquor  are  as  follows  : — 
'  Hurter  (Chem.  News,  39,  25),  Carey, 
Gaslcell  and  Hurter  (Eng.  Pats.  1161,  1881; 
2939,  1879  ;  and  5310.  1882),  Newall  and  Sisson 
(.1.  Soo.  Chem.  Ind,  1887,  349),  Mathieson  and 
Hawliozek  (D,  R.  P.  40987,  1887),  Pauli  (Eng. 
Pats.  1306  and  1530,  1879), 

Figs.  34and  35  (p.  41 )  showablaok-ash  revolver 
fitted  with  the  top-heated  pans  adopted  generally 
for  the  concentration  of  vat  liquor  for  production 
of  ash.     In  Fig,  34  n,  n'  are  shallow  open  pans. 

When  properly  settled,  the  vat  liquor  was 
run  into  the  revolver  pans  n,  n'  (Fig,  34)  until 
they  were  nearly  full.  The  fire  gases  from  the 
revolver  passing  over  the  pans  concentrated  the 
liquor,  which  was  continually  replaced  by  fresh 
liquor  from  the  store  tanl^.  Eventually  the 
pans  became  full  of  a  magma  of  crystals  of 
NajCOj.HjO,  which  naturally  formed  first  at 
the  end  nearest  the  revolver.  It  was  the  duty 
of  the  man  in  charge  to  work  these  salts  to  the 
back  of  the  pans.  When  the  operation  was 
over  the  screw  bolts  were  undone,  the  doors 
p,  p'  (Fig.  34)  opened,  and  the  salts  raked  out 
into  the  drainers  o,  o'. 

The  waste  heat  from  the  revolver  passing 
over  such  a  pan  as  is  show-n  in  Figs.  34  and  35, 
concentrated  all  the  vat  liquor  made  by  the 
revolver  separating  the  soda  into  crystals  of 
fairly  pure  NajCOs.HjO  in  the  drainer,  and  a 
liquor  called  red  liquor,  containing  chiefly  caustio 
soda,  but  also  a  little  carbonate,  and  the  main 
part  of  the  impurities  of  the  vat  liquor.  With 
a  good  vat  liquor  tho  mother  or  red  liquor 
contained  20-30  p.c,  of  the  total  soda. 

The  composition  of  well-drained  Leblanc  pan 
salts  was  approximately  as  follows  : — 


Na^COj    . 

,    78-1 

NaOH      , 

.      0-3 

Naa 

.      0-2 

NajSO,    , 

.     0-4 

NajSO,    , 

.     0-2 

Na^SjOj  , 

.      0-3 

Insol, 

.      0-9 

Water  (by 

diff 

)■ 

.    19-6 

The  salts  after  well  draining  were  heated  to 
redness  in  a  reverberatory  furnace  when  the  con- 
carbonated  Uquor  left  in  the  salts  was  carbonated 
(sometimes  sawdust  was  added  to  the  salts  to 
aid  the  carbonation),  the  water  was  driven  off, 
and  the  small  quantity  of  organic  material 
present  destroyed. 

The  soda  ash  then  produced  had  a  test 
varying  in  accordance  with  the  draining  of  the 
salts  from  50  to  57  p.c.  NajO. 

The  following  is  an  analysis  of  Leblanc  soda 


made  from  well-drained  salts  : — 

p.c. 

NajCO,    . 

96-5 

NaOH      .... 

0-1 

NajSO,    .... 

1-1 

Naa       '. 

0-5 

SiO,         ,         ,         .         . 

1-1 

Fe^O^+AljOj   , 

0-5 

MgO         ,         ,         ,         . 

(!.<} 

loca 
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The  operation  of  finishing  soda  ash  is 
m'echanical,  but  required  continuous  attention 
and  work  from  the  furnace  man.  In  1876 
Mactear  invented  his  mechanical  finishing  fur- 
nace, which  was  largely  adopted.  It  consisted 
of  a  horizontal  circular  revolving  hearth  20  ft.  in 
diameter,  made  of  boiler  plate  lined  with  fire- 
brick. The  following  sketch  indicates  the 
general  construction. 


A  purer  form  of  sodium  carbonate  used  to 
be  made,  by  dissolving  the  ash  produced  as  above 
described  in  water — ^frequently  with  the  addition 
of  a  little  bleaching  powder.  The  solution  was  well 
settled,  and  boiled  down  until  it  became  a  magma 
of  crystals  of  monohydrate.  The  crystals  were 
drained  and  fumaced,  as  in  the  ca.se  of  the  pan 
salts  described  above.  The  product  so  obtained 
was  placed  on  the  market  as  refined  r.Ikab'. 


Soda  crystals.    See  under  Ammonia  soda. 
Crystal  carbonate.    See  under  Ammonia  soda. 
Bicarbonate  of  soda.  iSfeeunder  Ammonia  soda. 

ReCOVEBY   OE  StTLPHUR  FBOM  THE  VAT 

Waste. 

The  alkali  waste  was  for  many  years  a  great 
nuisance,  not  only  to  the  manufacturers,  but  to 
the  neighbourhood  of  the.  factories  producing 
it.  The  waste,  under  the  influence  of  moisture 
and  tbe  oxygen  and  carbonic  acid  of  the  atmo- 
sphere, decomposed  on  the  waste  tips  on  which 
it  was  deposited,  giving  off  a  strong  smell  of 
HjS,  and  contaminating  all  drainage  of  surface 
water  which  passed  through  it. .  As  is  evident 
from  the  description  of  the  Leblanc  soda  process, 
this  waste  contains  the  sulphur  originally  burnt 
in  the  pyrites,  and  formed  into  sulphuric  acid, 
and  which  then  passed  by  decomposition  with 
common  salt  into  the  sodium  sulphate  charged 
into  the  black-ash  revolvers. 

The  obvious  remedy  for  the  nuisance  as  well  as 
to  avoid. the  loss  of  sulphur  was  to  recover  the 
Sulphur  from  the  waste,  and  for  many  years  work 
was  done  and  processes  were  invented  to  this  end. 

As  the  difficulty  was  finally  solved  by  the 
Chance-Claus  process,  it  will  suffice  to  do  little 
more  than  mention  the  principal  processes 
previously  invented  and  tried. 

J.  L.  Bell  in  1852,  Ward  1862,  Heii-itt  1877, 
Kynastoh  1885,  Pamell  and  Simpson,  Schaffner 
1862,  Mond  1862,  Sohaffiier  and  Helbig  1878, 
proposed  processes  for  this  purpose. 

The  processes  of  Mond  and  Schaffner  were 
both  worked  for  some  time  on  the  large  scale, 
and  both  depended  on  the  partial  oxidation  of 
the  CaS  in  the  waste  by  the  oxygen  of  the 
atmosphere  which  rendered  a.  considerable 
proportion  of  the  sulphur  soluble'  in  the  form  of 
CaSjHj,  CaSjOs;  and  polysulphides.  The  solu- 
tion so  obtained  on '  addition  of  hydrochloric 
acid  deposited  sulphur. 

The  Schaffner  «nd  Helbig  process  depended 
on  the  power  of  MgCU  to  decompose  CaS  at  the 


boiling-point,  and  the  process  was  expressed  by 
the  following  equations  : — 

1.  CaS+MgCla-t-HjO=CaCaj-fMgO-kH2S. 

2.  Caa2+MgO-|-COj=CaCO,-i-Mgaj. 

A  good  account  of  this  process  is  given  by 
Chance  in  J.  Soc.  Chem.  Ind.  1882,  266. 

Other  processes  were  those  of  Kraushaar, 
Dingl.  poly.  J.  226,  412,  and  Alkali  Inspectors* 
Report,  1877-1878,  15  and  35  ;■  Opl'a  process, 
D.  R.  P.  23142;  Miller  and  Opl  process,  Eng. 
Pat.  2334,  1884.  The  last -mentioned  process 
was  tried  .af  the  Rhenania  Chemical  Works  {see 
Hasenclever,  Chem.  Ind.  1889,  434). 

The  Chance-Olaus  process  depends  on  a 
reaction  originally  observed  by  Gossage,  who, 
in  1837,  patented  (Eng.  Pat.  7416,  1837)  a 
process  in  -vfliich  the  calcium  sulphide  of  the 
alkali  waste  was  decomposed  by  carbon  dioxide. 

Gossage  himself  failed  to  make  the  process 
technically  successful. 

Since  his  time  others,  viz.  Opl,  Rawes  (Eng. 
Pat.  1393, 1882),  Oaus  (Eng.Pat.  5968, 1883),  pro- 
posed processes  depending  on  this  decomposition. 

The  reaction  is 

CaS+C02+H20=CaC03+H2S. 
The  difficulty  was  to  find  an  outlet  for  the 
sulphuretted  hydrogen.  The  earlier  efforts  to 
utiUse  fuel  gases'  or  gases  from  inefficiently- 
worked  lime-kilns  ■with  a  low  percentage  of 
carbon  dioxide  gave  a  gas  too  weak  in  sulphur- 
etted hydrogen  to  bum  by  itself. 

Chance  made  use  of  lime-kiln  gas  from  a 
more  efficiently-worked  lime  kiln,  and  also 
showed  the  -  way  to  get  a  gas  richer  in 
sulphuretted  hydrogen  by  taking  advantage  of 
the  fact  that  the  first  reaction  on  carbonating 
a  slurry  of  alkali  waste  is 

C02-|-2CaS-l-HjO=CaCOa4-CaS2Hj. 

This  means  that  at  f  rst  a  portion  of  the 
carbon  dioxide  is  absorbed,  but  no  sulphuretted 
hydrogen  is  given  off.  By  allowing  the  inert 
gases  present  with  the  COj  to  pass  away  during 
this  stage  of  the  process  a  double  equivalent  of 
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sulphuretted'  hydrogen  is  liberated  in  the  final 
stage  for  each  equivalent  of  carbon  dioxide, 
CaS5Hj+C02+H20=CaC03-)-2H2g. 

The  Chance  process  is  described  in  Eng.  Pat. 
"6,  1887,  and  in  a  lecture  by  Mr.  A.  M.  Chance 
(J.  Soc.  Chem.  Ind.  1888,  162). 

The  process  was  workod  by  Chance  at  Old- 
bury,  and  the  gases  enriched  as  above  described 
contained  about  33  p.c,  oi  even  38  p.c.  of 
sulphuretted  hydrogen. 

At  first  it  was  attempted  to  utilise  the 
sulphuretted  hydrogen  as  a  source  of  sulphuric 
acid.  The  dilution  and  varying  strength  of 
the  gas  obtained,  and  a  material  drop  in  the 
price  of  sulphur  in  pyrites  prevented  this  plan 
from  succeeding  economically.  It  was  not  until 
C'  F.  Glaus  pubhshed  his  patent  3608  of.  1882 
that  Chance  was  able  to  develop  his  process  on 
successful  •  lines.  Claus  showed  that  it  was 
technically  possible  to  bum  sulphuretted 
hydrogen  under  such  conditions  that  the  oxygen 
combined^  with  the  hydrogen  only,  and  the 
bulk  of  the  sulphur  could  be  obtained  at  once  in 
a  marketable  form. 

The  reaction  utilised  by  Claus  is  represented 
by  the  following  equation  :  HjS+0=HjO+S. 

'  ^Further  Clans  patents  are  Eng.  Pats.  6070, 
5958,  5959,  and  5960,  1883). 

The  following  is  a  description  of  the  plant 
and  method  of  work  usually  employed  at  present 
in  carrying  out  the  Chance-Clans  process. 

Alkali  waste  as  fresh  as  possible  is  mixed 
with  water  into  a  cream  of  1 -2-1 -25  sp.gr.  in 
an  iron  vessel  fitted  with  a  mechanical  agitator. 
From  the  mixer  the  waste  is  usually  run  into 
another  similar  vessel  passing  on  the  way 
through  a  coarse  mesh  sieve  to  remove  cinders 
and  lumps.  The  second  Vessel  acts  as  a  store, 
and  is  a6o  fitted  with  a  mechanical  agitator  to 
keep  the  waste  from  settling. 

From  this  store  tank  the  cream  of  waste  is 
pumped  by  a  large  ram  pump  into  a  shute  which 
feeds  the  series  of  carbonators  in  which  the 
waste  is  treated  with  carbon  dioxide. 

,The  carbonators  are  strong  cast-iron  vessels, 
arranged  usually  seven  in  a  series.  Fig.  49  shows 
a  carbonator. 

The  carbonators  are  cast  in  two  parts,  as 
shown  above,  and  are  usually  about  7  ft.  in 
diameter  by  15  ft.  high.  The  fresh  lime-kiln 
gas  is  pumped  first  into  the  nearly  spent  car- 
bonator, and  then  on  through  the  series  to  the 
freshly-charged  cylinder  at  the  other  end. 

The  somewhat  elaborate  pipe  connections 
necessary  to  enable  any^  one  cylinder  to  act  as 
a  leading  cylinder  are  shpwn  in  diagram  in  the 
patent  specification  of  Chance  and  Chance 
(Eng.  Pat.  8666,  1887)  and  described  in  Chance's 
paper  above  referred  to. 

From  the  carbonators  the  issuing  gas  passes 
into  a  gas  holder  of  considerable  size.  Chance's 
own  gas  holder  was  50  ft.  diameter  with  a  14-ft. 
lift  and  held  about  30,000  cu.  ft.  of  gas.  The 
gas  holder  plays  an  Important  part  in  neutralising 
the  fluctuations  in  the  strength  of  the  sul- 
phuretted gas  produced. 

The  working  of  the  carbonators  when  tho 
Chance  enrichment  process  is  used  was  described 
by  Chance  as  follows  : — 

'  M,  7  P.M.  Nos.  7  "iid  1  vessels  (Fig.  50, 
wnere  the  discs  represent  the  7  carbonators  of 
a.  series)  were  charged  with  fresh  waste.    The 


lime-kiln  gases  were  pumped  direct  into  No.  3 
vassel,  and  then  through  vessels  i,  6,  6,  7, 
and  1  by  opening  all  the  intermediate  taps ; 
the  useless  gases  escaped  from  No.  1  vessel 
into  the  exit  main,  and  thence  through  a  purifier 
into  the  air  for  a  period  of  1  hour  40  min. 

'  At  8.40  P.M.  the  sulphuretted  ^hydrogen 
gases  from  No.  5  vessel  were  sufficiently  strong 
for  use,  the  calcium  sulphide  having   mostly 
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Fig.  49. 
been  converted  into  calcium  sulphydrate ;  the 
sulphuretted  hydrogen  gases  taken  from  No.  5 
tested  over  30  p.c.  HiS,  while  the  useless  gases 
from  No.  1  tested  only  1  p.c,  thus  showing  that 
vat  waste  is  a  very  efficient  absorber  of  sul- 
phuretted hydrogen. 

'The. connections  were  then  altered  so  that 
the  H^S  gases  could  be  taken  from  No.  5  to  the 
gas  holder.  No.  2  vessel  containing  the  partially 
carbonated  waste  was  put  into  series,  and  the 
lime-kiln  gases  were  now  pumped  through 
Nos.  2,  3,  4,  5,  the  sulphuretted  hydrogen  gases 
from  No.  5,  continuing  to  be  taken  to  the  gas 
holder  for  a  period  of  2  hours  25  mins.,  till 
11.5  P.M.  It  was  then  found  that  the  sul- 
phuretted hydrogen  gases  were  under  30  p.c. 


Fig.  50. 
and  that  Nos.  2  and  3  were  carbonated  so 
thoroughly  that  water  filtered  from  the  mud  did 
not  tinge  lead  paper;  Nos.  2  and  3  were, 
therefore,  emptied  and  recharged.' 
•  Much  difficulty  was  experienced  in  workmgtha 
enrichment  process  when  the  Chance  plants  were 
started,  and  it  has  been  in  most  cases  abandoned. 
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The  following  description  shows,  with  the 
aid  of  the  diagram  Fig.  60,  the  method  of 
worldng  without  enrichment. 

No.  3  vessel  is  the  leading  carbonator  into 
which  the  lime-kiln  gases  are  first  pumped,  and 
is,  therefore,  the  most  nearly  finished. 

The  gases  pass  from  No.  3  through  Nos. 
4,  5,  6,  7,  and  1  carbonators.  No.  1  being  the 
last  charged,  and  from  No.  1  to  the  gas  holder. 


Fig.  51. 

No.  2  carbonator  is  empty  and  ready  for 
recharging. 

The  lime-kiln  gases  are  pumped  into  No.  3 
carbonator  until  the  liquor  -in  it  no  longer 
blackens  lead  paper.  No.  3  is  then  finished,  and 
is  disconnected.  No.   4  becoming  the  leading 


cylinder.  No.  2,  which  has  in  the  meantime 
been  refilled,  is  connected  up  to  the  series,  and 
becomes  the  final  cylinder  from  which  the  gases 
pass  to  the  gas  holder  under  sufficient  pressure, 
(about  8  ins.  water)  to  maintain  the  weight  of 
the  holder,  and  thus  supply  the  pressure  necessary 
to  drive  the  gases  on  through  the  remainder  of 
the  plant. 

It  is  usual  to  work  the  carbonators  in  2,  3, 
or  4  sets  of  7  vessels  each  in  parallel,  the  number 
depending  on  the-  quantity  of  waste  to  be 
treated.  By  this  means  also  the  effects  of  the 
inevitable  fluctuations  in  strength  of  the  gas  are 
materially  reduced.'  Two  such  sets  will  deal 
with  the  waste  from  300  tons  salt-cake  a  week. 
It  is  obvious  that  the  strength  of  the 
sulphuretted  hydrogen  produced,  as  well  as 
the  power  consumed  in  pumping  the  lime-kiln 
gas  through- the  carbonators,  depends  on  the 
steady  composition  and  percentage  of  carbon 
dioxide  in  the  lime-kiln  gases  themselves. 

Chance,  in  his  lecture  already  referred  to, 
gives  great  credit  to  Mond  for  his  improve- 
ments in  the  working  of  lime  kilns,  and  acknow- 
ledges the  assistance  received  from  him  in  this 
part  of  the  process.  Chance  goes  on  to  say, 
'  from  the  best-worked  lime  kiln,  however,  the 
escaping  gases  never  contain  on  an  average 
more  than  30  p.c.  COj.' 

Further  experience  in  working  has  some- 
what increased  the  amount  of  carbon  dioxide 
in  lime-kiln  gas. 

Two.  points    about    the    lime-Mln 
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addition  to  its  content  of  carbon  dioxide  are  of 
great  importance  for  this  process. 

1st.  It  ja  essential  the  gas  should  be  practi- 
cally free  from  oxygen,  as  oxygen  in  the  gases 
pumped  through  the  carbonators  oxidises  part 
of  the  sulphur  in  the  waste  to  sulphite  and 
thiosulphate,  and  prevents  its  recovery. 

2nd.  It  is  also  important  that  the  kiln  gases 
should  be  practically  free  from  carbon  monoxide 
because  the  combustion  of  this  gas  together  with 
the  sulphuretted  hydrogen  in  the  Claus  kihi 
liberates  additional  heat,  which,  as  will  be  seen 
later,  reduces  the  efficiency  of  the  Clans  kiln. 

We  have  now  in  the  gas  holder  when  worldng 
with  a  Ume-kUn  gas  containing  30  p.c.  CO,,  a 
gas  which ; — 

1st.  When  enriched  by  Chance's  nitrogen 
elimination  process  contains  30-33  p.c.  H^S. 

2nd.  When  not  so  enriched  contains  about 
25  p.c.  HjS.  These  figures,  of  course,  depend  on 
the  valves  that  regulate  the  distribution  of  the 
gases  to  the  carbonators  being  in  good  con- 
dition and  not  leaking. 

The  gas  from  the  gas  holder  then  passes 


through  a  small  vessel  called  a  mixer,  into  which 
a  carefully  regulated  supply  of  &a  is  pumped  by 
a  blower  or  fan,  and  then  through  a  water  lute 
mto  the  Claus  kiln. 

Fig.  51  sliows  a  section  of  an  average-sized 
Claus  kUn. 

•  JJ^^  ^"  "^  ™*''^  °^  wiought-iron  plates,  and 
IS  25  ft.  in  diameter  by  9  ft.  deep.  It  is  brick- 
hned,  and  has  a  table  of  perforated  tQes  on 
which  the  packing  is  placed. 

1st.  About  12  ins.  of  broken  fire  brick. 

2nd.  12  to  24  ins.  of  bog  iron  ore.  Water 
lutes  a^t  as  safety  valves  in  case  explosion 
takes  place.  ^ 

T^e  mixed  gases,  i.e.  the  gas  from  the  holder 
and  the  air,  pass  through  the  water  lute  6,  into 
the  top  of  the  kUn  above  the  packing.  The 
gases  pass  downwards  and  out  through  the 
exit  pipe  ft  into  a  oast-iron  receiver  d  Fig  52 
which  coltects  the  bulk  of  the  sulphur  ik  a Iquid 
form.  The  gases  pass  on  from  d  into  the  brick 
chamber  .  which  contains  several  baffle  wX 
and  in  which  almost  aU  the  remainder  of  the 
recoverable  sulphur  is   collected   as   ^  "a^. 
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powder.  The  towers  //  are  very  openly  packed 
wooden  scrubbers,  which  serve  to  collect  an 
additional  quantity  of  powdered  sulphur.  The 
Claua-kiln  reaction  is  not  complet«,  and  always 
an  appreciable  proportion  of  the  total  sulphur 
passes  away  as  sulphuretted  hydrogen  and 
sulphur  dioxide  nith  the  exit  gases. 

From  the  exit  //  it  is  usual  to  pass  the 
gases  through  a  furnace  to  bum  the  undecom- 
posed  sulphuretted  hydrogen  to  sulphur  dioxide 
before  piissing  them  on  to  the  chimney. 

Lunge  states  (Sulphuric  Acid  and  Alkali, 
vol.  iii.  11,  975)  that  of  every  100  parts  of 
sulphur  entering  the  Glaus  kiln,  85  parts  are 
recovered  as  remied  sulphur  and  15  p.c.  is  lost 
as  sulphur  dioxide  and  sulphuretted  hydrogen, 
and  polythionio  acids. 

This  figure  agrees  very  closely  with  the  loss 
to  be  expected  when  the  exit  contains  about 
16  grhs.  S  per  cubic  foot  of  gas,  and  the  initial 
strength  of  the  holder  gas  is  25  p.c.  HjS. 

The  bog-iron  ore  does  not  require  renewal 
for  many  years,  and  has,  in  some  cases,  remained 
unchanged  for  over  20  years. 

•The  worldng  of  the  process  is  controlled  by 
freq)ient  tests  of  the  exit  gases  from  the  Clans 
kiln  for  SOj  and  R^S. 

The  method  adopted  is  to  obtain  the  total 
sulphur  present,  as  SO^  and  H,S,  by  drawing 
the  gases  through  a  Imown  volume  of  standard 
iodine  solution  containing  a  little  starch  solution 
until  the  blue  colour  disappears,  and  noting  the 
volume  of  gas  aspirated. 

The  actual  sulphur  dioxide  in  the  gases  is 
determined  by  drawing  a  known  volume  of 
the  exit  gases  through  water  containing  hydrogen 
peroxide  and  then  titrating  the  sulphuric  acid 
formed  nith  standard  soda  solution,  using 
methyl  orange  as  indicator.  The  difference 
between  the  total  sulphur  per  cubic  foot  and  the 
sulphur  present  as-  sulphur  dioxide  is  taken  as 
the  sulphur  present  as  sulphuretted  hydrogen. 
The  result  in  this  country  is  usually  expressed 
as  grains  total  sulphur  per  cubic  foot,  and  as 
grains  sulphur  as  HjS,  and  grains  sulphur  as 
SO  2  per  cubic  foot. 

The  air  supply  is  adjusted  in  accordance 
with  the  relative  proportion  of  sulphur  as  HjS 
and  SOj.  If  the  mixture  of  gases  is  thoereti- 
cally  correct  there  should  be  obviously  2  HjS  to 
1  SO.,  that  is  to  say,  if  the  total  exit  is  15  gms. 
sulphur  per  cubic  foot  the  sulphur  as  11,8  should 
be  10  gms.,  and  as  SOj  6  gms.  per  cubic  foot. 

In  practice  it  is  Bsual  to  work  with  as  nearly 
equal  quantities  of  sulphur  as  H»S  and  SOj  per 
cubic  foot  as  possible  in  the  exit  gases. 

The  efficiency  of  the  sulphur  recovery  de- 
pends entirely  on  the  regularity  of  these  tests, 
and  the  care  with  which  the  air  supply  is 
regulated.  The  completeness  of  the  reaction  is 
largely  affected  by  temperature.  An  increase  in 
the  (laus-kiln  temperature  is  always  followed 
by  an  increase  in  the  exit  tests,  and  in  the  pro- 
portion, therefore,  of  sulphur  not  recovered. 

A  C3aus  kiln,  as  above  described,  will  make 
15-20  tons  of  sulphur  per  week,  but  with  30 
tons  per  week  the  temperatures  are  too  high, 
and  the  exit  tests  materially  raised. 

With  15  tons  sulphur  per  week  the  tempera- 
ture of  the  exit  gases  taken  1  ft.  from  the  kiln 
outlet  is  about  290°C.,  which  may  be  considered 
{t  good  working  temperature. 


A  number  Of  attempts  have  been  made  to 
improve  the  Claus-fciln  action  by  substituting 
Other  materials  for  bog-iron  ore.  Bauxite  is 
recommended  bv  the  Chemische  Fabrik  Rhe- 
nania  and  Projahn  (Eng.  Pat.  3122,  1900),  and 
is  now  largely  used.  The  Rhenania  in  Chem. 
Zeit.  1908,  249,  states  as  the  result  of  several 
years'  trial  of  this  substance  that  there  is  a 
material  reduction  in  the  Claus-kiln  exit  tests. 

Titanifei-ous  iron  ore  (Eng.  Pat.  25976, 
1907)  and  manganese  dioxide  have  both  been 
tried,  but  so  far  as  is  known  have  not  been 
successful. 

Many  efforts  have  been  made  to  utilise  the 
sulphur  in  the  Claus-kiln  exit  gases,  and  it  has 
been  suggested : 

1st.  To  bum  the  exit  gases  completbly  to 
sulphur  dioxide  and  pass  them  along  with 
pyrites  gases  into  vitriol  chambers  {see  Alkali 
Inspectors'  28th  Report)  and  also  through  the 
Hargreaves'  salt-cake  plant  {see  Alkali  In- 
spectors' 29th  and  30th  Reports).  The  38th 
Alkali  Inspectors'  Report  states  that  all  attempts 
to  deal  with  Clans-kun  exits  in  vitriol  chambers 
have  been  unsuccessful. 

2nd.  To  burn  the  sulphur  completely  to  sul- 
phur dioxide  and  utilise  it  for  production  of 
sulphur  trioxide  by  the  contact  process  (Carey 
and  Heslop,  Eng.  Pat.  10317,  1900). 

This  process  has  not  heen  adopted. 

3rd.  By  absorption  in  milk  of  hme  and  by 
the  slurry  from  the  oarbonators,  see  Alkali 
Inspectors'  Reports  for  1903  and  1904,  and 
Heaton,  Eng.  Pat.  21217,  1890. 

With  the  improved  exits  obtained  by  careful 
working,  especially  when  the  bauxite  packing 
is  used  in  the  Claus  kilns,  no  difficulty  is  ex- 
perienced in  turning  the  exit  gases,  after  com- 
plete burning  in  a  furnace,  into  the  atmosphere 
through  a  cmmney  without  raising  the  SO,  test 
of  the  chimney  gases  above  the  statutory  limit. 

We  have  still  to  deal  with  the  contePts  of 
the  carbonators  after  removal  of  the  sulphur. 
These  are  calcium  carbonate  and  a  weak  solu- 
tion of  soda  salts,  chiefly  sodium  bicarbonate. 

The  following  analyses  of  the  calcium  car- 
bonate and  the  oarbonator  Uquor  are  given  by 
Chance. 

Water  filtered  from  carbo- 
.  nator  mud  In  grns.  per 

gallon 
Soda  (present  as 

NaHOO.)  •  *76-3 

CaCO,         .         .  124-3 

Total  8        .         .     25-9   , 

SasSO^      .         .       1-0 

as  hyposulphites    12-85 

as  sulphides      .      Nil 


The  recovered  calcium  carbonate  contains  all 
the  CaCOs  used  in  the  revolver  mixing,  and 
Chance  originally  suggested  its  use  in  the 
revolver  over  again.  Mason  (Eng.  Pat.  21314, 
1901)  proposes  to  -mould  the  Chance  process 
waste  into  blocks  before  use  in  the  revolver. 

As  far  as  is  known,  however,  the  oarbonator 
mud  is  not  used  in  the  revolvers  at  present. 

Another  proposition  has  been  to  utilise  the 
Chance  waste  for  the  manufacture  of  Portland 
cement. 

Chance  waste  has  been  actually  used  for  this 


Becovered  calcium 

car- 

bonat-e  on  dry 

Calcium  carbonate 

87-16 

,j 

sulphate  . 

0-49 

jj 

chloride    . 

— 

,j 

silicate 

2-3 

Magnesium  carbonate  1'03 

Sodium  carbonate  , 

0-55 

sulphate    . 

0-21 

J, 

sUicate      . 

1-42 

AI2O3 

1-47 

FeS 

•                 •                 ■ 

0-71 

Coke 

•                 •                 • 

206 

Sand 

056 
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purpose  by  Rigby  (J.  Soc.  Chem.  Ind.  1890, 
25^),  and  for  many  years  by  Chance  himself.      * 

The  Chance  waste  is  also  an  excellent  form 
of  calcium  carbonate  for  agricultural  purposes, 
and  is  largely  used  in  the  districts  surrounding 
the  Chance  sulphur  recovery  plants  {see  remarks 
on  this  subject  under  Caustic  lime  mvd,  p.  48). 

Chance  also  drew  attention  in  his  original 
paper  to  the  value  of  the  water  filtered  from  the 
Chance  waste  for  use  on  the  black-ash  vats,  to 
which  it  would  return  quite  an  appreciable  part 
of  the  total  soda  loss  on  the  Leblano  process  (c/. 
Eng.  Pat.  by  Carey  and  United  Alkali  Co.,  Ltd., 
7404,  1911). 

With  the  discovery  and  practical  success 
of  the  Chance  sulphur  recovery  process  the 
Leblanc  process  was  materially  cheapened,  and 
a  complete  cycle  of  processes  created. 

The  sulphur  in  pyrites  passes  through  the 
following  series  of  steps,  finally  emerging  as  a 
very  pure  form  of  commercial  sulphur.  The 
sulphur  starts  in  the  pyrites,  passes  into  sul- 
phuric #cid,  into  sodium  sulphate,  into  black  ash 
as  calcium  sulphide,  into  sulphuretted  hydrogen, 
and  finally  into  pure  sulphur.  The  production, 
of  course,  varies  with  the  efficiency  of  the  plant, 
but  the  sulphur  recovered  represents  65-80  p.o. 
of  the  sulphur  in  the  salt-cake  charged  into  the 
revolver. 

2.  The  MANtrFACTUBB  of  Soda  by  the 
Ammonia  Soda  Process. 

The  first  germ  of  this  process,  which  has 
quite  revolutionised  the  alkaU  trade,  is,  as  usual, 
found  to  have  originated  in  various  quarters'. 
A  German  chemist,  Vogel,  is  said  to  have  known 
the  reaction  as  early  as  1822,  and  a  Scotch 
chemist,  John  Thorn,  seems  to  have  actually 
made  some  soda,  in  a  crude  way,  by  that  pro- 
cess in  1836.  Mond  has  definitively  disposed  of 
the  attempt  made  by  several  French  savants 
to  claim  the  merit  of  the  invention  of  this 
process  for  their  countrymen,  Schloesing  and 
BoUand.  Quite  recently  a  claim  has  been  set 
up  for  Frosnel,  who  is  said  to  have'made  soda 
from  common  salt  and  ammoniuin  carbonate  in 
1811,  according  to  some  hints  found  in  recently- 
discovered  private  letters  ;  evidently  he  did  not 
meet  with  much,  success,  as  nothmg  came  of 
his  attempts.  It  is  beyond  doubt  that  the  real 
history  of  the  ammonia  process  dates  from 
June  30,  1838,  on  which  day  Harrison  Grey 
Dyar  and  John  Hemming,  both  chemists  residing 
in  London,  patented  a  process  embodying  all 
the  principal  reactions  now  carried  out.  This 
was  done  even  more  clearly  in  an  additional 
patent,  taken  out  in  France  oh  May  18,  1840, 
on  their  behalf,  by  Delaunay,  where  tho-use  of 
a  current  of  carbonic  acid  is  first  mentioned. 
A  number  of  patents  by  other  inventors  followed, 
among  which  that  of  Gossage  (1852)  is  remark- 
able, and  those  of  Schloesing  and  Roiland 
(1854  and  1858)  have  become  oest  known  by 
the  detailed  description  they  gave  in  1868  of 
their  process.  "■  Although  tbeir  apparatus  was 
very  ingenious,  it  must  have  been  deficient  in 
important  portions,  for  they  could  not  make 
their  works  pay,  and  the  reasons  given  for  their 
abandoning  the  process  are  quite  mconclusive. 

In  manv  other  places  works  had  been  erected 
mr  mauing  ammonia  sona  :  by  Dyar  and  Hem- 
'  Anil.  Cliira.  Pbys.  I8fi8,  64,  l. 


mine,  in  Whitechapel ;  by  Muspratt,  at  Newton ; 
by  Gossage  and  Deacon,  at  Widnes ;  and  by  a 
number  of  French  and  German  manufacturers. 
But  although  we  find  every  feature  of  the  now- 
successful  processes  in  these  older  establish- 
ments, there  was  always  something  or  other 
wanting,  and  especially  the  loss  of  ammonia 
seems  to  have  been  too  great,  so  that  at  that 
time  the  ammonia  soda  could  not  compete  with 
the  Leblano  soda  even  in  localities  where  the 
loss  of  the  hydrochloric  acid  would  not  have 
been  of  much  consequence  at  that  time.  Ap- 
parently, about  1860,  nobody  manufactured 
ammonia  soda,  and  the  failure  of  all  previous 
attempts  in  that  direction  had  evidently  dis- 
couraged nearly  all  chemists. 

It  was  reserved  to  Ernest  Solvay,  of  Brussels, 
to  find  the  solution  of  that  long-pursued  problem. 
His  first  patent  dates  from  1861,  but  the  process 
as  we  know  it  no  w  is  first  described  in  his  English 
patent  of  September  12,  1863,  followed  by  many 
others  in  1872,  1876,  1879,  and  later  on.  His 
works  at  Couillet,  in  Belgium,  were  started  in 
1863,  and  soda  made  there  was  exhibited  in  Paris 
in  1867  without  exciting  much  attention.  But 
since  1872  his  triumph  was  assured,  and  has 
given  rise  to  a  host  of  other  inventions,  most  of 
which  have  again  passed  into  oblivion,  while  a 
few  have  stood  the  test  of  practice ;  so  that 
ammonia  soda  is  now  manufactured  not  merely 
by  Solvay's  processes  (which  certainly  furnish  the 
largest  share),  but  by  several  other  independent 
and  partly  secret  processes. 

The  reactions  on  which  the  ammonia  soda 
process  is  based  are  the  following  : 

(1)  Naa-f  NH3+C0s-)-Hj0=NaHC0j+NH,a; 

(2)  2NH,Cl.-f  Ca(OH),=2NH3+CaClj+2HjO ; 

that  is,  sodium  chloride  is  treated  with  am- 
monium bicarbonate,  either  directly  orindirectly, 
in  successive  stages — ^namely,  first  by  ammonia 
and  then  by  carbonic  acid.  If  this  treatment 
takes  place  at  a  low  temperature,  it  leads  to  the 

Erecipitation  of  sodium  bicarbonate,  this  salt 
eing  sparingly  soluble  in  a  solution  of  am- 
monium chloride.  From  sodium  bicarbonate 
the  normal  carbonate  can  be  obtained  by  heat- 
ing. The  mother-liquor,  containing  ammonium 
cmoiide,  is  treated  with  caustic  lime,  and  the 
ammonia  is  thus  rcbovered,  calcium  chloride 
remaining  behind  as  a  waste,  but  inoffensive, 
product. 

Simple  as  this  statement  appears,  a  great 
amount  of  research  has  been  devoted  to  working 
out  the  theory  of  the  reactions. 

From  the  nature  of  the  case  much  of  this 
work  has  hot  been  made  generally  inown,  and 
is  not,  therefore,  available,  but  the  following 
names  and  references  indicate  a  large  part  of 
what  has  been  published.  Alex.  Bauer,  Ber. 
1874,  292  ;  Grunsburg,  ibid.  1874,  644  ;  Honig- 
man,  quoted  by  Landolt  in  A.  W.  Hofmann's 
Vienna  Exhibition  Report,  1875,  1,  462; 
Schreib,  Zeitsch.  angew.  Chem.  1888,  283 ; 
1889,  445,  485;  Bodlander  and  Bruell,  ibid. 
1901,  381,  405 ;  M'Coy,  Amer.  Chem.  J.  1903, 
29,  437;  Hs.  Jiiptner,  Oest.  Chem.  Zeit. 
1904,  247 ;  Fedotieft,  Zeitsch.  physikal.  Chem. 
1904,  49,  2 ;  Oest.  Chem.  Zeit.  67 ;  Janeske, 
Zeitsch.  angew.  Chem.  1907,  15S9  ;  Meyerhoffer, 
Verb.  Gewerbst,  1905,  107;  Cojson,  J.  Soc. 
Chem.  Ind.  1910,  186), 
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The  work  done  has  practically  all  been  from 
the  point  of  view  of  the  physical  chemist,  and 
consists  in  attempts  partly  experimental  and 
partly  in  purely  theoretical  applications  of  the 
so-called  Phase  Rule,'  to  determine  the  con- 
ditions of  concentration  and  of  temperature 
under  which  the  reversible  reaction 

NaCl+NH^HCO,  ^  NaHCO,+NHja 
is  most  complete. 

These  conditions  are  in  practice  liable  to 
modification  from  the  practical  necessity  of 
obtaining  the  precipitate  of  sodium  bicarbonate 
in  such  physical  condition  that  it  leaves  the  car- 
bonators  readily  and  can  be  efficiently  washed. 

The  reactions  of  the  process  are  as  follows  : — 

1.  The  manufacture  of  caustic  lime 

C!aCO,=CaO+COa. 

2.  The  production  of  ammoniacal  brine  by 
solution  of  ammonia  in  saturated  brine. 

3.  The  carbonation  of  ammoniacal  bdne    . 
2Naa+2NHj+2HjO+2C02 

=2NaHC03-f2NHia. 

4.  The  calcination  of  bicarbonate 

2NaHC03=Na2C03-fHaO+CO,. 

6.  The  regeneration  of  ammonia 
2NH4Cl+CaO=Caaj+Hj,0+2NH3. 

The  total  cycle  of  operations  is  the  resultant, 
i.e.   the   algebraic   sum   of   all   the   foregoing 
reactions,  and  it  can  be  summed  up  in  the 
following  equation : — 
CaCOj-f2Naa=Na2CO3+Caa2-5200  Cal. 
(Solid)  (Dissolved)    (Solid)  (Dissolved) 

Practically,  however,  the  whole  cycle  of 
operations  cannot  be  considered  together,  but 
each  of  the  five  stages  or  reactions  has  thermally 
to  stand  alone,  and  not  one  can  be  technically 
performed  without  consumption  of  fuel. 

Equation  3,  representing  the  actual  central 
reaction    of    the    ammonia    soda    process,    is 
thermally  almost  a  balance 
(Naa)+(NH4HC03)  =  (NaHC08)+(NH,a) 
96-2+205-6  227-f72-7 

301-8  299-7 

The  equation  represents,  therefore,  a  typical 
case  of  a  reversible  reaction,  and  the  amount  of 
change  of  sodium  chloride  into  sodium  bicarbon- 
ate depends  on  the  relative  quantities  or  active 
masses  of  the  four  salts. 

For  instance,  Bradburn  (J.  Soc.  Chem.  Ind. 
1896,  882)  succeeded  by  a  ten-hours'  treatment 
with  a  current  of  air  at  21°C.  in  clearing  a 
sample  of  '  Tower  liquor  '  filled  with  suspended 
sodium  bicarbonate,  i.e.  the  sodium  bicarbonate 
had  been  completely  reconverted  into  sodium 
chloride  by  the  ammonium  chloride  in  the 
liquor,  and  the  ammonium  carbonate  formed 
had  been  carried  away  by  the  air.  This 
demonstrates  the  importance  of  the  presence 
of  excess  of  ammonium  carbonate  to  protect 
by  '  mass  '  action  the  sodium  bicarbonate  from 
decomposition  by  ammonium  chloride. 

Another  determining  factor  in  directing  the 
course  of  interaction  between  the  four  salts 
NaQ,  NH.HCO3,  NaHCO,,  and  NHiCl,  is 
temperature.  A  moderate  reduction  of  tem- 
perature, by  favouring  the  precipitation  of 
sodium  bicarbonate,  and  therefore  its  removal 
from  reaction,  increases,  in  accordance  with  the 
theory  of  mass  action,  the  formation  of  sodium 
bicarbonate. 


A  rise  in  temperature  or  a  reduction  of 
pressure  by  increasing  the  volatilisation  of  the 
only  volatile  member  of  the  group,  ammonium 
bicarbonate,  tends  to  decrease  the  amount  of 
sodium  chloride  converted  in  sodium  bicarbonate. 

The  situation  is,  however,  complicated  by 
the  phenomenon  that  by  too  great  a  reduction 
in  temperature  ammonium  bicarbonate  is 
thrown  down  with  the  sodium  bicarbonate,  and 
also_  that  too  low  a  temperature  produces  an 
unfavourable  physical  condition  of  the  sodium 
bicarbonate  precipitate,  which  makes  the  sub- 
sequent washing  process  in  extreme  cases 
practically  unworkable.  These  facts  limit  the 
possible  reduction  of  temperature  within  a 
small  range,  and  nothing  remains  but  to 
promote  the  conversion  of  sodium  chloride 
into  sodium  bicarbonate  by  influence  of  mass 
action,  which  is  in  practice  effected  by  working 
with  a  considerable  excess  of  sodium  chloride 
and  ammonium  bicarbonate,  assisted  by  the 
sparing  solubility  of  sodium  bicarbonate  in 
strong  solution  of  sodium  chloride. 

This  fact  emphasises  the  importance  of 
working  the  process  with  a  sodium  chloride 
solution  as  concentrated  as  possible. 

The  process. — The  general  nature  of  the 
ammonia  soda  process,  and  such  theoretical 
considerations  as  are  given  above,  are  well 
known,  and  have  been  public  knowledge  for  a 
considerable  time.  The  actual  working  con- 
ditions in  the  successful  ammonia  soda  works 
have,  however,  been  kept  to  a  large  extent 
secret.  A  great  number  of  patents,  almost 
entirely  for  apparatus,  have  been  taken  out, 
but  which  are  actually  used,  and  with  what 
modifications  on  the  patent  specification  descrip- 
tion, it  is  impossible  to  say. 

Generally  speaking,  success  in  this  process 
depends,  subject  to  careful  working  in  accord- 
ance with  the  theory  of  the  reaction  outlined 
above,  on  absolute  regularity  in  work,  and  on 
the  perfection  of,  and  accurate  interworking  of 
the  mechanical  arrangements  used,  for  the 
different  stages  of  the  process. 

It  is,  in  fact,  the  development  of  the  mechani- 
cal and  apparatus  side  of  the  ammonia  soda 
process  which  converted  the  failure  of  the 
older  workers  and  the  pioneers  of  the  process 
into  the  success  of  to-day's  great  industry. 

We  give  below,  however,  as  far  as  is  public 
knowledge,  the  working  details  and  apparatus 
used. 

The  raw  materials  required  are,  of  course, 
salt  (Nad),  limestone,  ammonia,  and  fuel. 

Salt.  !EVom  the  considerations  detailed  above 
it  is  clear  that  more  than  the  theoretical  quantity 
of  sodium  chloride  is  required.  The  actual 
excess  of  sodium  chloride  over  that  theoretically 
equivalent  to  the  sodium  carbonate  produced 
is  30-40  p.o.  If  the  sodium  chloride  has  to  bo 
used  as  rock-salt,  and  conveyed  any  consider- 
able distance,  the  charge  for  salt  per  ton  of  ash 
produced  becomes  an  extremely  serious  item. 

In  practice,  therefore,  the  chief  factories 
for  producing  ammonia  alkali  have  been  estab- 
lished on  sites  where  the  factory  can  pump  its 
own  salt  as  a  saturated  brine  from  salt  beds 
in  its  neighbourhood,  or  can  receive  its  supplies 
of  brine  through  a  pipe  line. 

When  the  brine  is  pumped  direct  by  the 
factory  itself  the  actual  cost  per  ton  of  Bftit  so 
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raised  may  be  as  low  as  Gd.  pei  ton  {see  Lunge, 
Sulphuric  Acid  and  Alkali,  iii.  35). 

Brines  vary  in  composition  within  wide  limits, 
but  according  to  Bradbuin  (J.  Soc.  Chem.  Ind. 
1$96, 880), '  A  good  brine  for  the  ammonia  soda 
process  should  contain  about  300  grms.  sodium 
chloride  per  litre,  and  as  little  as  possible  of 
Irme  and  magnesia.  Of  these  the  magnesia  is 
the  more  troublesome.' 

Bradbum  gives  the  following  analyses : — 


Naa 
CaSO, 
CaClj 
MgClj 


A  good 

brine. 

Grms.  per 

litre 


2980 
40 
10 
0-3 


Cheshire 
brine. 

Gnns.  per 
litre 


2950 
60 
0-93 
2-6 


New  York 

brine. 

Gnna.  per 

litre 


298-0 
4-4 
2-35 
0-65 
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Limestone.  The  quantity  ot  limestone  used 
by  tje  process  is  in  considerable  excess  of  that 
theoretically  required  and  amounts  to  20-24 
cwts.  per  ton  of  soda  ash.  It  is  therefore  of 
considerable  importance  that  the  ammonia  soda 
factory  should,  if  possible,  be  within  a  short 
distance  of  quarries  of  a  clean  limestone  free 
from  clay  and  low  in  magnesium  carbonate. 

We  will  taketheactual  processes  in  the  order  of 
the  equations  givenin  theearly  part  of  this  article. 

Process  1.  The  manufacture  of  caustic  lime: 
CaCO,=CaO+COj. 

The  limestone  is  invariably  burnt  by  heating 
with  coke  in  tall  vertical  kilns. 


The  limestone,  usually  broken  into  compara- 
tively small  pieces,  together  with  the  necessary 
quantity  of  coke,  is  charged  into  the  top  of  the 
kiln,  and  the  burnt  lime  is  drawn  out  from  the 
bottom.  , 

Kgs.  53  and  54  represent  types  of  lime  kilns, 

The  kilns  vary  considerably  in  size,  but  are 
usually  30-40  ft.  high  and  7-lQ  ft.  diameter. 

In  Fig.  53  A  is  the  charging  hole  throngjj 
which  the  limestone  and  coke  are  dropped  into 
the  kiln.  The  evenness  with  which  the  com- 
paratively small  quantity  of  coke  is  mixed  with 
the  larger  quantity  of  limestone  playa  a  verv 
important  part  in  determining  the  extent  to 
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which  the  quantity  of  coke  can  be  reduced,  and 
consequently  the  strength  of  the  carbon  dioxide 
obtainable  in  the  gases. 

It  is  necessary,  therefore,  to  pay  continual 
attention  to  this  important  point. 

The  burnt  lime  is  drawn  out  through  a 
number  of  openings  at  the  base  of  the  kiln,  of 
which  E,  x  are  two,  and  through  which  the  air 
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required  for  the  combustion  of  the  coke  enters 
the  kiln. 

c  is  a  brickwork  cone  called  a  '  dumjiling,' 
which  serves  to  prevent  the  accumulation  of 
dust  in  the  centre  of  the  kiln,  where  it  could  not 
be  got  at  for  removal,  and  which  assists  in  the 
distribution  of  the  air  to  the  centre  of  the  kiln. 

B  is  the  gas  exit  pipe  connecting  the  kiln  to 
the  coke  packed  scnibber  D,  of  which  there  are 
usually  at  least  two  in  series  to  each  lime  kiln. 

Fig.  64  represents  another  type  of  kiln  in 
Thich  the  charge  is  usually  supported  by  iron 


bars  at  A,  and  from  which  the  burnt  lime  is 
allowed  to  fall  from  time  to  time  either  on  to  the 
ground  or  into  a  bogie  placed  underneath  to 
receive  it. 

According  to  Lunge  such  kilns  as  those 
described  above  will  burn  200-300  tons  of  lime- 
stone a  week. 

The  important  point  in  lime  kiln  work  for 
the  ammonia  soda  process  is  to  obtain  as  high 
a  percentage  of  carbon  dioxide  in  the  gases 
leaving  the  kiln  as  possible,  combined  with  a 
reasonably  well  burnt  lime. 

The  percentage  of  carbon  dioxide  depends 
on  the  quantity  of  coke  used,  because  the 
carbon  dioxide  evolved  by  the  limestone  on 
heating  is  mixed  with  the  products  of  com- 
bustion from  the  coke,  which  contain  only 
20  p.o.  carbon  dioxide.  Hence  the  smaller  the 
quantity  of  coke  the  higher  the  strength  of  the 
kiln  gas.  The  following  calculated  figures 
show  approximately  the  relation  between  the 
coke  used  and  the  percentage  of  carbon  dioxi<^. 
Eiln  gas  strength  Cwts.  coke  per  ton  lime 

31  p.c.  .         .         6  cwts.  coke 

35  p.o.  .         .        4:-5    „      „ 

40p.c.  .         .        30    „      „ 

These  figures  assume  that  the  limestone  is 
completely  burnt,  and  the  gases  contain  neither 
oxygen  nor  carbon  monoxide,  which  is  never  the 
case  in  actual  work. 

The  great  object  being  to  conserve  heat  the 
kiln  is  worked  as  far  as  possible  on  the  regenera- 
tive principle.  The  cold  air  entering  the  bottom 
of  the  kiln  is  heated  by  the  burnt  lime  as  it  drops 
from  the  zone  of  maximum  temperature  to  the 
bottom  of  the  kiln,  and  the  hot  gases,  as  they 
rise  above  the  combustion  zone,  yield  their  heat 
to  the  cold  limestone  and  coke  freshly  charged 
into  the  top  of  the  kiln. 

Radiation  losses  are  kept  within  reasonable 
limits  by  the  thickness  and  construction  of  the 
kiln  walls,  and  are  materially  reduced,  of  course, 
by  a  high  speed  of  work. 

The  actual  figures  published  for  the  strength 
of  the  carbon  dioxide  obtained  in  various 
factories  vary  within  wide  limits. 

Chance  (J.  Soc.  Chem.  Ind.)  gives  for  good 
work  an  average  test  of  30  p.o.  carbon  dioxide. 
Jurisch  in  Chemisohe  Industrie,  1910,  392,  gives 
the  average  strength  as  30-31  p.c.  Again  in 
other  factories  for  many  years  an  average 
strength  of  32-33  p.c.  has  been  obtained.  Lunge 
describes  in  Sulphuric  Acid  and  Alkali, 
vol.  iii.  65,  the  Khem  lime  kiln,  improved  by 
Faber,  which  is  much  used  in  the  German  sugar 
works  (Centr.  fiir  Zucker  fabr.  1901,  532),  and 
which  is  stated  to  require  5  to  7  p.c.  only  of 
coke  on  the  weight  of  limestone,  and  to  give 
a  gas  containing  40  p.c.  carbon  dioxide.  This 
is  a  high  test,  but,  as  no  aid  is  afEorded  by  theory 
to  tell  us  what  is  the  highest  percentage  of 
carbon  dioxide  obtainable  in  lime  kiln  gases, 
still  higher  tests  may  be  possible. 

The  lime  kiln  gases  after  leaving  the  lime 
kiln  require  to  be  cooled  and  well  scrubbed  to 
remove  dust,  tarry  material,  and  sulphurous 
acid,  as  completely  as  possible. 

A  common  form  of  scrubbing  plant  is  two 
or  more  coke-packed  wrought-  or  oast-iron 
towers,  about  30  ft.  high  by  5-8  ft.  diameter, 
connected  in  series  and  down  which  a  stream 
of  water  is  run. 
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The  lime  drawn  from  the  bottom  of  the  kilns 
should  be  well  burnt.  Whatever  calcium  car- 
bonate is  left  nnbumt  is,  however,  recovered 
in  the  lime  pot,  and  is  returned  and  charged  a 
second  time  into  the  biln  with  the  fresh  lime- 
stone. A  factory  producing  500  tons  ammonia 
aoda  a  week  would  require  three  such  kilns  as 
those  described. 

2.  The  production,  of  ammontacal  hrine.  _  As 
mentioned  above,  the  impurities  in  the  brine, 
viz.  the  lime  and  magnesia  salts,  are  a  source 
of  trouble  in  the  pipes  and  connections  unless 
previously  removed.  In  practically  all  cases 
now  this  purification  takes  place  simultaneously 
with  the  absorption  of  ammonium  carbonate 
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which  throws  down  the  lime  salts.  The  puri- 
fication has  been  done  as  a  separate  process  by 
the  addition  of  sodium  carbonate  and  Ume,  but 
that  is  not  the  general  practice.  Occasionally  the 
soda  crusts  from  the  cleaning  of  the.  towers  and 
sweeping  of  dirty  soda  from  the  floors  are  used, 
but  as  a  rule  the  purification  is  done  as  stated 
above  by  the  ammonium  carbonate  in  .the 
ammonia  used  for  ammoniating  the  brine,  and 
the  scales  produced  by  the  hard  crystalline 
magnesium  salts  are  mechanically  cleaned  from 
the  pipes  and  connections  at  intervals. 

The  fresh  brine  entering  the  works  goes  into 
a  vessel  called  a  tower  washer  where  it  serves 
to  scrub  the  ammonium  carbonate  mechanically 
carried  over  from  a  battery  of  Solvay  towers. 
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A  common  type  of  tower  washer  is  shown  in 
Kg.  55  which  consists  of  a  series  of  cast-iron 
rings  a,  a,  &c..  divided  by  plates  with  central 
holes  6,  6,  &c.,  covered  with  a  cup  or  mushroom 
c,  c,  c,  &c.,  which  has  serrated  edges  and  often 
is  perforated  with  smaU  holes.  The  bnne 
running  down  the  tower  accumulates  on  each 
plate  until  it  is  sufficiently  deep  to  run  down  the 
overflow  pipe  d,  d,  d,  &c.,  to  the  shelf  below. 
The  gases  travelling  upwards  pass  througn  tne 
centrll  hole  of  each  shelf  under  the  mushroom, 
and  then  bubble  out  round  the  serrated  edge 
through  the  brine.  The  fresh  brine  entering 
the  top  of  the  tower  naturally  meets  the  gases 
from  which  the  ammonia  has  practically  all  been 
absorbed.  This  system  of  bringing  gases  and 
liquids  into  contact  in  towers  divided  into  com- 
partments by  a  number  of  shelves  with  a  central 
hole  for  the  passage  of  the  gases  covered  with 
a  mushroom,  the  serrated  edges  of  which  are 
luted  with  the  liquor,  is  characteristic  of  the 
Solvay  ammonia  soda  process,  and  is  used  in 
various  parts  of  the  process.  It  is  the  same 
idea  as  that  in  the  Coffey's  still  for  the  dis- 
tillation of  alcohol.  The  lime  in  the  brine  is 
to  a  large  extent  precipitated  in  the  tower 
washer  by  the  ammonium  carbonate  absorbed. 
The  calcium  carbonate  does  not,,  however, 
settle  out,  but  remains  in  suspension  in  the 
liquor  agitated  by  the  current  of  gas  and  travels 
on  with  the  brine  through  the  ammonia  absorber 
or"  ammoniating  vat  to  the  vats  or  store  tanks 
where  it  settles  out. 

In  consequence  of  the  calcium  carbonate 
remaining  in  suspension  the  tower  washer  runs 
for  many  months  without  necessity  for  cleaning. 
From  the  tower  washer  the  brine  runs  into  the 
ammonia  absorber  or  ammoniating  vat,  in  which 
the  brine  is  saturated  with  ammonia  from  the 
stills. 

The  ammonia  absorber  is  usually  a  cast-iron 
vessel  made  up  of  three  or  more  cast-iron  rings 
similar  in  principle  to  the  tower  washer  just 
described.  Kg.  56  shows  one  type  i  of  absorber : 
o,  a,  a,  are  the  shelves,  6,  &,  6,  mushrooms,  as 
described  in  the  case  of  the  tower  washer,  u,  c,  c, 
the  pipes  through  which  the  liquoi  overflows 
from  each  sheU  to  the  one  below. 

The  bottom  of  the  absorber  is  conical  and 
is  fitted  with  a  discharge  pipe  and  tap  through 
which  the  sludge  that  settles  out  may  from  time 
to  time  be  drawn.  Another  type  of  absorber 
is  shown  in  Fig.  57,  and  is  a  vessel  built  up  of 
several  cast-iron  rings,  frequently  about  8  ft. 
diameter,  but  without  the  shelves  shown  in 
Fig.  56.  In  this  case  the  gases  enter  by  the 
pipe  A,  and  are  distributed  by  the  single  mush- 
room B.  The  bottom^  of  the  vessel  again  is 
conical  to  permit  the  occasional  blowing  ofi  of 
slurry.  The  ammoniacal  gases  from  the  stills 
are  drawn  through  the  absorber  by  a  vacuum 
pump,  which,  as  a  check  on  ammonia  escape, 
sends  on  the  gases  it  has  exhausted  through  an 
additional  small  tower  or  washer  generally 
called  the  vat  washer.  The  vat  washer  usually 
receives  the  brine  coming  from  the  tower  washes 
and  only  in  very  exceptional  cases  is  fed  by  fresh' 
brine.  By  using  the  tower  washei  brine  a 
natural  and  continuous  circuit  is  established 
for  the  flow  of  the  brine  through  the  process. 

Heat  is  generated  in  considerable  quantities 
in  the  absorber  by  the  solution  of  ammonia 


SODIUM. 


63 


and  cooling  IS  nefioasafy.  This  is  done  either  by 
Eta  external  spraying  with  water  or  preferably 
by  internal  cooling  pipes. 

The  ammoniacal  brine  should  be  cooled  in 
the' absorbers,  and  should  not  at  any  rate  exceed 

ao-c. 

The  gases,  however,  entering  the  absorbers 
from  the  stills  should  be  maintained  at  about 
70°  in  order  to  prevent  blockages  of  the  ammonia 
main  by  the  formation  of  ammonium  car- 
bonate crystals. 

Deposits  of  ammonium  carbonate  and  of 
carbamide  are  thrown  down  and  block  up  the 

Sipes  and  connections.    It  is,  therefore,  a  very 
ifficult  matter  to  reduce  the  steam  in  these 
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Fig.  56. 

gases  to  a  low  enough  point  to  avoid  excessive 
dilution  of  the  brine.  At  the  best  these  gases 
can  only  enter  the  brine  saturated  with  moisture 
at70°-75''.  ,     . 

Naturally  the  strength  of  the  brine  solution 
is  a  very  important  point.  The  output  of  the 
plant  depends  on  it.  .     i , 

A  good  saturated  ammoniacal  brine  shoula 
contain  27-28  p.o.  sodium  ohkride  and  6-7-5  p.c. 
ammonia.  The  theoretical  equivalent  of  27 
sodium  chloride  is  7-8  ammonia,  so  that  nearly 
equal  equivalents  are  used.  The  following 
ffgures,-'  determined  experimentally'by  Schreib, 


indicate  the  variation  in  the  completeness  of 
the  darbonation  reaction  with  the  variation  in 
the  proportion  of  NH,  :  NaCl. 
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63-1 

146 

7-2 

27-2 

1-3 

9-3 

17-9 

67-8 

164 

8-9 

25-8 

1-3 

7-4 

18-8 

73-6 

168 

13-2 

235 

2-9 

9-5 

14-2 

620 

132 

The  large  scale  results  are  not  identical  with 
the  laboratory  results,  which  are  comparative 
only  between  themselves. 

Thelarge  scale  decomposition  with  the  normal 
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ammomaoal  brine  given  above  should  exceed  the 
maximum  figures  given  by  Sohneb,  and  is  stated 
to  vary  between  73  and  78  p.c.  ' 

The  presence  of  ammonia  and  ammonium' 
carbonate  deoteases  the  solubility  of  sodium; 
chloride  in  water. 


di 
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Lunge  gives  the  following  figures  for  the 
Bolubility  of  sodium  chloride  in  water  in  the 
IJresence  of  ammonia  at  15°. 


P.c.  NH, 

P.c.  NaCl 

by  vol. 

by  vol. 

— 

31-78 

3-5 

29-5 

5-0 

28-6 

60 

280 

6-5 

27-7 

P.c.  NHj 
by  vol. 

7-0- 

7-5 

8-0 
100 
120 


P.c.  NaCl 
by  vol. 
27-4 
27-1 
26-8 
25-4 
241 


The  bidk  of  a  brine  solution  on  addition  of 
the  6-7J  p.e.  ammonia  required  for  the  car- 
bonation  process  increases  by  9  p.c. 

Prom  the  absorber  the  ammoniacal  brine 
runs  in  a  continuous  stream  into  the  '  vats.' 

The  vats  are  frequently  cast-iron  vessels 
built  up  in  four  rings  on  a  cone-shaped  bottom 
piece  supported  on  columns  exactly  similar  to  the 
vessel  shown  in  Fig.  57  without  the  gas  deUvery 
pipe  A  and  mushroom  b.  A  common  arrange- 
ment is  for  the  ammoniacal  brine  to  run  in  a 
continuous  stream  through  two  of  these  vessels 
in  series  and  from  there  into  one  or  other  of  two 
more  similar  vessels  which  act  aa  measuring 
tanks,  one  being  emptied  while  the  other  is  filling. 
The  mud,  consisting  chiefly  of  calcium  carbonate 
mixed  with  a  considerable  proportion  of  ferrous 
carbonate  and  hydrate,  settles  out  mainly  in  the 
tiro  leading  vats  and  is  drawn  oS  through  the 
discharge  pipes  at  the  bottom  of  the  cones  at 
regular  intervals.  A  further  but  small  quantity 
of  mud  settles  out  in  the  measuring  vats. 

The  mud  is  usually  mixed  with  other  liquors 
(from  the  filters,  for  instance),  and  pumped  to 
the  ammonia  stills  where  the  ammonia  carried 
away  with  the  liquid  in  the  mud  is  recovered. 

The  '  tower  washer,'  ammoniating  plant, 
'  absorber  '  and  vats  are  usually  erected  at  such 
heights  that  the  brine  from  the  '  tower  washer  ' 
will  flow  by  gravity  into  the  '  absorber '  and 
then  on  to  the  '  vats.'  In  this  way  the  brine 
is  only  pumped  once.  The  absorber,  vats  and 
ammonia  still  are  usually  aU  included  in  the  same 
vacuum  circuit,  the  edaust  gases  from  which 
pass  through  the  vat  washer  or  final  small 
scrubber  mentioned  above  to  ensure  recovery 
of  all  ammonia. 

As  has  been  mentioned,  dilution  of  the  brine 
is  bound  to  take  place  to  some  extent  through 
the  uncondensed  steam  entering  the  absorbers 
with  the  gases  from  the  stills. 

It  was  formerly  the  custom  to  make  good 
this  dilution  by  the  addition  of  sohd  sodium 
chloride  in  the  carbonating  tower  itself.  This, 
however,  is  generally  discontinued  and  either 
the  cooled  ammoniated  brine  is  strengthened 
by  passing  through  a  separate  closed  vessel 
contaim'ng  salt,  on  its  way  from  the  coolers  to 
the  carbonating  towers,  or  it  is  pumped  direct 
to  the  carbonating  towers  at  the  strength  at 
which  it  leaves  the  absorbers. 

The  well-settled  ammoniacal  brine  has  now 
to  be  cooled  as  far  as  possible  before  being 
carbonated,  and  this  is  generally  done  in  a 
series  of  6-inch  cast-iron  pipes  arranged  in  tiers 
one  above  the  other.  The  pipes  are  either 
submerged  in  a  water  tank  or  cooled  by  a  stream 
of  cold  water  flowing  down  and  over  them.  The 
coolers  are  arranged  in  pairs  or  trios  so  as  to 
permit  of  cutting  out  a  cooler  for  cleaning.  For 
instance,  if  there  is  a  set  of  three  coolers,  two  of 
them  will  at  any  time  be  working,  the  third  will 


be  disconnected  for  cleaning.  Very  trouUesotae 
crusts  are  formed  in  these  coolers,  which  have 
first  to  be  steamed  to  soften  them  and  then 
chipped  out. 

Keinitzer  (Zeitsoh.  angew.  Chem.  1893,  446) 
gives  the  composition  of  these  crusts  as  NajCOs, 
MgCOj,  NaCl.  Pennoch,  Chem.  Trade  Journal, 
1893, 191,  found  crusts  in  the  coolers  of  the 
composition  MgCO,,  NajCOj. 

In  the  great  majority  of  the  ammonia  soda 
works  the  central  reaction  of  the  process,  viz. 
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the  carbonation  of  the  settled  cooled  ammoniated 
brine  is  carried  out  in  a  tower  originally  designed 
by  Solvay  (patented  in  1872),  and  which  is 
therefore  called  the  '  Solvay  Tower,'  and  is  the 
most  important  apparatus  in  the  process. 

Fig.  68  represents  a  Solvay  tower,  which 
consists  of  a  number  of  cast-iron  cyhnders  A  a 
&c.,  approximately  3  ft.  4  ins.  deep  by  5  ft.'  to 
8  ft.  diameter.  The  bottom  of  each  cyhnder  is 
formed  by  a  oast-iron  disc  with  a  central  opening 
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not  shown  in  the  drawing,  about  1  ft.  4  in. 
diameter.  Over  the  opening  is  supported  a 
perforated  coyer  c,  o,  &c.  (showm^in  detail, 
Kg.  59),  about  6  inches  less  in  diameter  than 
the  cylinder  itself.  The  actual  number  of  these 
cylinders  in  a  tower  varies  usually  between  15  to 
25  w'th  the  practice  of  the  different  factories. 

The  ammoniated  brine  enters  the  tower  by 
the  pipe  b  under  pressure,  and  is  maintained 
at  a  level  6  ft.  to  10  ft.  from  the  top  of  the  tower. 
The  object  of  feeding  the  fresh  liquoTc  part  way 
down  the  tower,  to  which  Solvay  attaches  great 
importance,  is  to  avoid  excessive  volatilisation 
of  ammonia,  which  if  driven  out  of  the  tower  is, 
of  course,  useless  for  the  reaction. 

The  carbon  dioxide  gases  from  the  lime  kiln, 
enriched,  as  will  be  described  later,  by  the  carbon 
dioxide  obtained  from  the  first  roasting  of  the 
bicarbonate,  are  compressed  to  sufficient  pressure 
(varying  with  the  height  of  the  towers  from 
1}  to  2^  atmospheres)  to  overcome  the  resistance 
of  the  Solvay  tower  and  the  subsequent  washers, 
and  enter  the  tower  through  the  pipe  D.  A  con- 
stant feed  of  ammoniated  brine  is  pumped  into 
the  tower  at  b,  and  a  constant  stream  of  carbon 
dioxide  is  pumped  into  the  bottom  of  the  tower 
at  D. 

The  gases  travelling  up  through  the  openings 
in  the  bottom  plates  of  the  cylinders  are  split 
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up  by  the  perforated  covers,  and,  part  passing 
through  the  perforation  in  the  mushrooms,  and 
part  bubbling  round  the  edges  of  the  mushrooms, 
come  in  a  comparatively  fine  state  of  division 
in  contact  with  the,  liquid  in  the  tower.  With 
the  assistance  of  the  constant  agitation  the 
stream  of  ammoniated  brine  carries  down  with 
it  practically  all  the  bicarbonate  precipitated 
from  it. 

The  increased  partial  pressure  of  carbon 
dioxide  in  the  gases  at  the  bottom  of  the  tower, 
due  to  the  pressure,  increases  the  speed  of  the 
reaction. 

One  of  the  most  important  technical  points 
in  the  working  of  the  Solvay  towers  is,  as 
indicated  above,  the  regulation  of  temperature. 
The  absorption  of  carbon  dioxide  by  aqueous 
ammonia  liberates  considerable  quantities  of 
heat,  the  larger  part  of  which  is  produced  in 
the  formation  of  the  mono-carbonate  (NH4)2C08. 

To  avoid  this,  in  some  cases  a  supplementary 
Solvay  tower  has  been  added  in  which  the  greater 
part  of  the  mono-carbonate  is  produced. 

In  other  cases  part,  or  the  whole  of  the 
Ammom'a  (NH3)  is  mono-carbonated  in  an  inter- 
mediate vessel  of  the  type  of  a  tower  washer 
placed  between  the  ammonia  vats  and  the  feed 
pump  to  the  Solvay  towers,  and  which  is  supplied 
independently  with  carbon  dioxide  from  the 
lime  kiln. 
Vol.  Y.—T. 


Bradburn  thus  describes  the  Working  of  a 
Solvay  tower. 

'  It  was  stated  that  the  carbonating  of  the 
vat  liquor  is  made  only  nearly  complete :  this 
is  of  course  completed  in  the  carbonating  tower. 
In  the  upper  rings,  where  the  liquor  is  warmer, 
the  crystals  of  bicarbonate  of  soda  begin  to 
form ;  if  the  tower  is  cooled  too  much  a  small, 
fine-grained,  muddy  bicarbonate  is  made  which 
is  very  difficult  to  wash  free  from  salt,  and  which 
is  very  difficult  to  dry.  On  the  other  hand,  if 
the  liquor  is  not  cooled  enough  the  production 
is  diminished.  But  at  a  certain  temperature 
and  point  in  the  tower  for  this  temperature, 
both  found  by  experience,  a  coarse-grained 
bicarbonate  is  obtained,  which  washes  quickly 
and  well,  and  which  when  taken  from  the  filters 
and  crushed  in  the  hand  no  water  is  squeezed 
out  of  it ;  this  kind  dries  in  calciners  without 
forming  balls  the  outside  of  which  is  ash  and  the 
core  bicarbonate.  The  temperature  of  the  gas 
going  to  the  tower  runs  about  28°.  The  pressure 
on  the  gas  runs  about  55  inches  of  mercury  at 
the  bottom,  and  about  9  inches  at  the  top  ;  the 
top  pressure  is  due  to  the  liquor  in  the  tower 
washer.  When  ordinary  vat  liquor  of  39  to  40 
grms.  COj  per  litre  is  fed  into  a  tower  there  is 
more  ammonia  carried  off  by  the  unabsorbed 
gas  than  when  liquor  of  69  to  70  grms.  COj  is 
used. 

'  Each  cubic  metre  of  waste  gas  carries  away 
about  112  grms.  of  NH5  when  40  grms.  COj 
liquor  is  used,  against  58  grms.  carried  off  when 
using  70  grm.  COj  liquor.  The  quantity  of 
bicarbonate  suspended  in  the  liquor  increases, 
of  course,  as  the  liquor  travels  down  the  tower. 
If  a  sample  of  liquor  be  taken  from  the  bottom 
it  will  be  found  after  standing  about  half  an 
hour  that  the  volume  of  the  bicarbonate  is 
from  a  quarter  to  a  third  of  the  total  volume  of 
the  sample.' 


Fig.  60. 

It  was  early  found  that  in  order  to  get  the 
full  output  from  a  Solvay  tower  it  was  necessary 
to  cool  the  tower. 

Originally  this  was  done  by  spraying  the 
exterior  of  the  tower  with  water.  This  is  natu- 
rally an  inefficient  method,  and  is  not  capable 
of  satisfactory  regulation.  Cogswell  (Eng.  Pat. 
1973  of  1887)  applied  a  system  of  internal  cooling 
pipes,  Figs,  59  and  60,  in  the  tower  cylinders  j 
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cooling  wate*  is  circulated  through  the  pipes 
and  enables  the  temperature  to  be  regulated 
in  the  difierent  parts  of  the  tower. 

The  top  of  the  tower  should  be  kept  as  cool 
as  possible  to  avoid  volatilisation  of  ammonia, 
and  the  middle  and  lower  parts  should  be  main- 
tained at  a  temperature  of  about  20°,  as 
steadily  as  possible. 

Cleaning  the  Solvay  tower.  The  Solvay  tower 
normally  runs  two  to  three  months  without 
blocking  up  and  requiring  cleaning. 

The  tower  is  cleaned  by  first  of  all  emptying 
out  the  liquor  in  it,  maintaining  the  usual  agita- 
tion by  pumping  in  Mln  gas  while  the  liquor 
runs  out.  Water  is  then  run  into  the  tower, 
and  the  whole  boiled  up  with  steam.  This 
dissolves  out  the  soda  crusts  that  have  been 
formed. 


Other  forms  oj  iarhonators.  Numerous  othe» 
forms  of  carbonators  have  been  suggested,  and 
some  are  \«Drked  on  the  large  scale.  . 

As,  however,  the  SolVay  tower  is,  with  a  few 
exceptions,  the  apparatus  universally  employed, 
only  a  list  of  the  more  important  alternatives 
are  given  here.  „n',an 

Of  the  vertical  type.  Schreib,  D.  R.  P.  701b9 ; 
Honigmann,  D.  B.  P.  13782 ;  Schreib,  Chem. 
Zeit.  1890,  492. 

Of  the  Jiorizontal  type.  One  of  the  oldest 
apparatus  is  that  of  Gossage  (Eng.  Pat.  422, 
1854 ;  Young,  Eng.  Pat.  2558,  1871). 

The  Boulouvard  apparatus,  which  has  been 
employed  successfully  in  France,  is  described  in 
Fr.  Pat.  125625,  1878 ;  Pechiney,  Eng.  Pats. 
2098  and  5394,  1880,  describes  a  modification  of 
the  Boulouvard  apparatus. 


Filtering  the  precipitated  bicarbonate  from  the 
Solvay  tower  liqugr.  Fig.-61  represents  a  common 
formof  filter.  Theshell  Ais  of  steel  plates,  varying 
in  size  up  to  12  ft.  diameter.  The  filter  bed  B 
usually  consists  of  a  perforated  cast-iron  plate  on 
which  rests  a  coarse  flannel  filter  cloth,  over  which 
is  a  wire  mesh  grid  to  protect  the  flannel  from  the 
spadeusedtoempty  the  bicarbonatefromthe  filter. 
A  series  of  five  such  filters  are  connected  to  a  bat- 
tery of  four  Solvay  towers,  and  are  alternately 
filled  with  the  fiquor  and  salts  flowing  from  it. 

While  fining,  the  space  below  the  filter  bed 
is  placed  under  vacuum,  and  receives  the  filtered 
liquor.  When  the  bed  of  bicarbonate  on  the 
filter  has  become  about  24-28  ins.  thick,  the 
stream  of  liquor  is  turned  on  to  another  filter. 
As  soon  as  the  mother  liquor  has  been  drawn 
through  the  salts,  the  surface  of  the  salt  is 


smoothed  over  and  any  cracks,  especially  round 
the  edges  of  the  vessel,  made  good.  The  saltg 
are  then>  washed  with  water,  delivered  by  a 
spray,  until  the  chloride  in  the  bicarbonate  has 
been  reduced  to  0-1-0-2  p.o.  NaCl. 

When  this  is  done  the  spray  of  wash  water  is 
stopped,  and  the  vacuum  maintained  until  the 
bicarbonate  is  drained  as  dry  as  possible.  The 
usual  rough  test  with  a  normal  good  grain 
bicarbonate  is  that  a  ball  of  the  salts  when 
pressed  in  the  hand  does  not  yield  water. 

Bradbum  gives  the  following  analysis  of  the 
washed  bicarbonate : — 


NaHCO, . 

.    70-75  p.c 

Na,COa 

•        3-5    ,, 

NaCl 

.  0-2-0-7     „ 

NH,         .         . 

.       0-56.  „ 

H,0 

.     24-25    „ 
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It  is  practically  impossible  to  wash  the 
precipitated  bicarbonate  free  from  ammonia  pr 
sodium  chloride  without  an  altogether  extrava- 
gant loss  of  bicarbonate. 

As  it  is,  the  washing  results  in  a  material 
loss  of  bicarbonate. 

The  efficiency  of  the  washing  operation 
depends  more  upon  the  physical  condition  of  the 
bicarbonate  itself  than  upon  apparatus.  This 
physical  condition,  as  described  above,  depends 
on  the  tejiperature  conditions  of  the  Solvay 
tower. 

At  low  tsjUperatures  in  the  tower  not  only 
is  the  precipitate  in  a  very  fine  state  of  division, 
and  practically  impossible  to  wash,  but  it 
3on'.ains  ammonium  chloride  in  the  solid  state, 
which  experience  has  shown  is  with  the  utmost 
difficulty  taken  up  by  the  wash  water. 

The  mother  liquor  and  wash  liquor  after  the 
removal  of  the  vacuum  under  the  filter  are  run 
dS  into  the  store  tanl^  or  wells,  from  which  they 
are  afterwards  pumped  to  the  ammonia  stills. 

Several  mechanical  filters  have  been  devised 
which   permit   of   continuoua   and   automatic 


filtering.  Washing,  drying,  and  removal  from  the 
filter  bed,  thus  effecting  a  material  saving  in 
labour. 

Kgs.  62  and  63  represent  the  filter  patented 
by  Solvay  (4725,  1896),  in  which  A  is  a 
drum  revolving  in  the  vessel  B  into  which  the 
liquor  and  salts  from  the  towers  are  fed,  and  in 
which  they  are  kept  agitated. 

The  drum  A  revolves  about  a  horizontal 
hollow  axle  o  connected  with  a  vacuum  pump. 
The  periphery  of  the  drum  A  is  formed  of  a 
perforated  metal  sheet,  covered  with  a  fine 
metallic  cloth  in  which  a  piece  of  flannel  is 
secured.  As  the  drum  revolves  the  internal 
suction  draws  in  liquor  and  forms  a  coating  of 
bicarbonate  on  the  surface. 

In  order  to  prevent  the  pores  of  the  filtering 
bed  becoming  clogged,  internal  pressure  is 
substituted  for  the  vacuum  from  time  to  time. 

The  cake  of  bicarbonate  as  it  travels  round 
is  sprayed  with  water  and  is  effectively  washed 
at  a  later  stage  of  the  revolution,  the:  vacuum 
drys  the  thin  cake  of  bicarbonate,  after  which 
it  is  continuously  removed  by  a  scraper. 
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Another  mechanical  filter  is  described  in 
Eng.  Pats.  7957  and  28791,  1903,  taken  out  by 
Houghton  and  the  United  Alkali  Co.,  Ltd. 

This  filter  consists  of  an  incUned  rotating 
dish  provided  with  a  false  bottom  of  filtering 
matepal.  The  dish  is  divided  into  compart- 
ments below  the  filter  bed,  which  are  alternately 
in  communication  with  the  suction  device  to 
carry  away  filtrate,  and  with  a  supply  of  mother 
liquor  or  water  to  wash  the  soUd  matter  from  the 
pores  of  the  filtering  material.  A  stream  of 
liquor  and  salts  from  tower  is  run  on  to  the 
rotating  filter  bed,  the  liquor  passes  through, 
drawn  by  the  suction,  and  the  bicarbonate  is 
left  as  a  comparatively  thin  layer,  which  in  the 
course  of  revolution  of  the  dish  is  washed  by  a 
water  spray  and  then  automatically  removed  by 
a  scraper  or  plough. 

From  the  filters  the  washed  and  drained 
bicarbonate  is  taken  to  the  roasters  or  furnaces 
to  be  converted  into  the  monocarbonate  or  soda- 
ash.  From  the  ordinary  filters  of  the  type 
shown  in  Kg.  61  the  bicarbonate  is  discharged 
by  hand  into  barrows  or  trollies,  in  which  it  is' 
conveyed  to  the  roasters. 

From  the  mechanical  filters  the  bicarbonate, 
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as  it  is  continuously  removed  by  the  plough, 
is  carried  away  by  a  conveyor  and  fed  con- 
tinuously into  the  roaster. 

The  roasting  and  furnacing  opercUion.  From 
the  readiness  with  which  sodium  bicarbonate 
decomposes  it  would  be  anticipated  that  the 
roasting  and  furnacing  operation  would  be  an 
easy  matter.  Practically  it  has  been  found 
that  the  economical  performance  of  this  operation 
is  one  of  the  most  difficult  problems  in  the  process. 
'  The  difficulty  is  indicated  by  the  large  numbei 
of  patents  on  this  part  of  the  process  taken  out 
by  Solvay  and  others. 

The  practice  in  the  various  works  is  under- 
stood to  vary  widely,  and  the  details  of  the 
apparatus  in  actual  use  are,  as  is  the  case  with 
so  much  of  this  process,  kept  secret. 

Below  are  given  short  descriptiona  of  some 
of  the  furnaces  which  have  been  used. 

It  is  usual  to  divide  the  calcining  operation 
into  two  stages.  In  the  first,  the  bicarbonate 
is  dried  and  the  ammonia  contained  is  driven  off 
together  with  about  76  p.c.  of  the  second  mole- 
cule of  carbon  dioxide.  The  product,  called 
'  roaster  ash,'  is  then  subjected  to  a  second 
calcination  at  a  higher  temperature  to  complete 
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the  decomposition  of  the  bicarbonate.  Fig.  64 
represents  a  form  of  roaster  which  has  been 
much  used.  It  consists  of  a  cast-iron  pan  A  closed 
by  a  cover  b  through  which  passes  a  vertical 
shaft,  carrying  an  arm  with  scrapers.  The  pan  is 
heated  by  the  fireplace  c,  and  is  provided  with 
an  exit  pipe  D,  through  which  the  gases  evolved 


— steam,  ammonia,  and  carbon  dioxide — pass 
away. 

The  pan  of  such  a  roaster  varies  in  size  from 
10-U  feet. 

!Fig.  65  represents  an  apparatus  modelled 
on  the  Thelen  pan  described  in  Die  Chemische 
Industrie,  1878,  7,  and  which  has  been  very 
largely  used  for  the  finishing  operation  where  a 
light  quality  ash  is  wanted. 


The  Thelen  pan  consists  o{  a  Cast-iroll 
dish  7-8  ft.  diameter  by  30  ft.  long,  hooded 
with  a  sheet  iron  cover.  The  pan  is 
-heated  by  an  external  fire  and  rests  on  brick 
walls.  The  roaster  ash  is  fed  continuously 
at  the  firing  end,  and  slowly  moved  by  the 
oscillating  movement  of  the  scrapers,  which  rock 
through  an  angle  of  about  90°,  to  the  other  end 
of  the  pan,  where  it  is  delivered  to  a  conveyor, 
or  to  an  elevator,  which  lifts  it  to  the  so-caJled  ' 
cooling  conveyor,  usually  placed  in  the  roof  of 
the  building,  and  frorn  which  the  ash  is  after- 
wards conveyed  to  the  store  or  to  the  dressing 
and  packing  plant. 

The  cooling  conveyor  is  sometimes  an  atmo- 
spherically cooled  revolving  shell,  having  an 
inside  screw  fastened  to  the  shell,  and  sometimes 
a  water-cooled  conveyor. 

The  Thelen  pan  as  shown  above,  but  fitted 
with  an  exit  pipe  near  the  fire  end,  is  also  used 
for  the  whole  operation  of  drying  and  fumaoing. 

The  wet  bicarbonate  is  fed  in  at  the  fire  end, 
and  the  monocarbonate  delivered,  as  described 
above,  from  the  end  further  from  the  fire  into 
the  elevator  feeding  the  cooling  conveyor. 
The  water  vapour,  ammonia,  and  carbon  dioxide 
escape  by  the  exit  pipe. 

Bradbum  (J.  Soc.  Chem.  Ind.  1896,  884) 
states  that  in  the  United  States  the  form  of 
dryer  shown  in  Fig.  64  is  in  use,  but  is  being 
replaced  by  the  oalciner  described  in  U.S.A. 
Pat.  386664,  1888.  This  calciner  consists  of  a 
oast-iron  cyb'nder  about  60  ft.  long  by  5  ft. 
diameter,  supported  at  the  ends  and  in  the 
middle  on  roller  bearings,  and  revolved  by  gear 
fixed  in  the  middle.  A  furnace  chamber  is 
built  round  each  half  of  the  calciner,  conneqted 
together  by  flues.  The  ash  is  moved  by  means  of 
a  heavy  chain  lying  along  the  length  of  the 
cyhnder. 

The  apparatus  described  above  yields  the 
sodium  carbonate  in  the  form  of  a  light  powdery 
ash  requiring  very  little  grinding  before  packing. 


but  occupying,  when  compared  with  Leblano 
ash,  materially  more  package  space. 

For  many  purposes  this  bght,  somewhat 
dusty  ash  is  not  liked,  and  a  denser  form  has  to 
be  made  by  subjecting  it  to  direct  fire. 

When  this  is  done  the  '  roaster  ash,'  that  is 
the  not  completely  decomposed  bicarbonate  or 
Eesquicarbonate,  taken  from  either  the  dish 
roaster  shown  in  Fig.  64  or  produced  in  a  lightly 


fired  Thelen  pan,  is  finished  in  a  furnace  of  the 
type  of  the  Mactear  furnace  shown  in  Fig.  48, 
p.  64,  or  in  a  rotating  furnace  of  the  type  of 
the  black  ash  revolver,  where  the  ash  is  brought 
into  direct  contact  with  the  fire  gases,  and  there- 
fore raised  to  a  much  higher  temperature  than 
m  the  Thelen  or  other  similar  pan. 

Bradbum  gives  the  difference  between  the 
light  and  heavily-finished  ash  as  follows :— 
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A  1000  o.c.  jar  filled  and  well  shaken  down 
with  light  ash,  will  hold  900  to  1000  grms. 
weight  of  ash.  If  the  ash  is  heavily  &iished, 
the  jar  will  hold  about  1550  grms. 

As  mentioned  above,  whatever  apparatus 
is  used  for  drjring  and  roasting  the  bicarbonate, 
arrangements  are  made  to  draw  off  the  gases 
(NHj,  COa  and  HjO)  evolved. 

The  gases  are  drawn  by  means  of  a  pump, 
first  through  a  series  of  water-cooled  cast-iron 
pipes,  similar  to  the  cooler  for  the' ammoniacal 
brine,  to  cool  them  and  condense  the  bulk  of 
the  water  vapour  which  carries  with  it  a  part  of 
the  ammonia. 

They  are  then  usually  drawn  through  one  or 
more  coke-packed  towers,  down  which  water  is 
running,  and  in  which  the  remainder  of  the  am- 
monia is  condensed  as  ammonium  bicarbonate. 
The  ammonia  liquor  both  from  the  cooler  and  the 
scrubber  is  run  to  the  store  tank  for  ammoniacal 
liquor,  from  which  the  ammonia  still  is  fed. 

The  gases  leaving  these  scrubbers  consist  of 
carbon  dioxide  diluted  by  the  air  drawn  into  the 
roaster. 

Great  care  is  taken  to  reduce  this  air  leakage 
to  a  minimum,  because  with  absolute  freedom 
from  leakage  the  carbon  dioxide  from  the 
roaster  would,  of  course,  test  100  p.c.  CO^,  and 
when  mixed  with  the  lime  kiln  gases  pumped 
into  the  Solvay  towers  or  carbonators  would 
materially  increase  their  strength. 

In  the  early  days  the  roaster  carbon  dioxide 
tested  as  low  as  25  p.c.  With  the  dish  roasters 
(Fig.  6i)  the  carbon  dioxide  is  stated  to  test 
about  60  p.c.  With  great  care  and  the  more 
modem  roaster,  such  as  those  of  the  Thelen 
'type,  it  is  stated  that  a  gas  containing  60-80  p.c. 
carbon  dioxide  is  obtained. 

Ammonia  recovery:  The  ammonia  used  in 
the  process,  with  the  exception  of  the  unavoid- 
able losses,  is  recovered  by  the  distillation  of  the 
various  ammoniacal  liquors  collected  as  de- 
scribed above. 

The  larger  part  of  the  ammonia  is  contained 
in  the  mother  liquors  from  the  filters,  and 
is  present  mainly  as  ammonium  chloride.  Of 
the  total  ammonia  going  to  the  stills,  about 
15-20  p.p.  is,  however,  present  as  bicarbonate, 
and  is  therefore  volatile.  Again,  the  ammonia 
losses  are  made  good  by  the  addition  of  fresh 
ammonia  liquor  from  gas  works  and  recovery 
coke  ovens,  which  is  chiefly  in  the  form  of 
oxide  with  some  carbonate  and  sulphide. 
This  fresh  liquor  is  added  to  the  general  stock  of 
filter  liquor,  and  is  fed  with  it  into  the  still. 

The  liquors   also   contain,   of   course,   the 
excess  of  sodium  chloride  which    has 
through  the  Solvay  towers. 

Fig.  66  shows  the  form  of  still  in  general  use. 
A,  A,  A,  are  compartments  made  of  steel  plates 
or  oast-iron  rings,  separated  by  cast-iron  plates, 
each  with  a  large-sized  hole  in  the  centre  covered 
by  an  umbrella-shaped  mushroom. 

B  is  the  chamber  into  which  the  milk  of  lime 
necessary  to  decompose  the  fixed  ammonia, 
i.e.  such  salts  as  the  chloride  which  are  not 
decomposed  by  heat,  is  run- 

c,  c,  c,  c,  are  a  number  of  compartments,  each 
consisting  usually  of  a  cast-iron  ring.  The 
bottom  plate  of  each  ring  has  a  central  hole 
povered  with  a  plate. 

The  filter  liquors  arc  fed  in  at  the  top  of  the 


still  through  the  pipe  B,  and  passing  down  the 
upper  part  of  the  still  or  '  heater  '  are  heated 
by  the  steam  rising  from  the  lower  half,  and  the 
ammonium  carbonate  and  bicarbbnate  are 
decomposed  and  driven  off. 

The  liquor  then  passes  into  the  chamber  B, 


s 


Fio. 


where  it  is  mixed  with  the  milk  of  lime  pumped  in 
through  the  inlet  o. 

The  lime  decomposes  the  fixed  ammonia, 
namely  ammonium  chloride,  and  any  sulphate 
present,  and  in  passing  down  through  the  com- 
partments A,  A,  &o.,  the  hberated  ammonia  is 
driven  off  by  the  steam  which  enters  at  F. 

From  the  top  of  the  still  ammonia,  steam,  and 
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caibon  dioxide  pass  away  through  the  outlet  D, 
at  a  temperature  of  80°-85°. 

As  has  been  stated  previously,  it  is  very 
important  before  the  ammonia  is  brought  in 
contact  with  the  brine,  that  as  much  steam  as 
possible  should  be  condensed,  and  that  it  has  been 
found  that  the  gases  should  be  cooled  so  that  they 
enter  the  absorbers  at  70°-75°. 

The  distiller  cooler  or  condenser  may  be  of 
various  forms,  but  is  usually  a  vessel  built  up 
of  cast-iron  rings.  Near  the  top  of  the  vessel, 
and  also  near  the  bottom,  is  a  cast-iron  tube 
plate,  into  which  are  expanded  a  number  of 
tubes.  GioUng  water  is  circulated  through 
these  tubes,  entering  below  the  bottom  tube 
plate  and  flowing  away  from  the  top.  By 
regulating  the  cooling  water  supply,  the  tempera- 
ture of  ammoniaoal  gases  leaving  the  cooler  or 
entering  the  absorber  is  contj^oUed.  The 
ammoniaoal  liquor  condensed  in  the  cooler  is 
either  run  back  into  the  filter  liquor  store  or 
into  the  stiU  itself  at  some  point  in  the  upper 
or  heater  part  of  the  stiU  depending  on  the  levels. 

Tor  the  efficient  working  of  the  still  itself, 
and  for  the  smooth  interworking  of  the  stUl  and 
the  absorber,  regularity  is  required-— 

1.  In  the  test  of  the  ammonia  in  the  filter 
liquor  feed.  It  is  therefore  a  matter  of  import- 
ance to  watch  carefully  the  average  strength 
of  the  liquors  collected  in  the  filter  liquor  store 
tanks. 

.  2.  In  the  supply  of  the  milk  of  lime,  which 
should  always  be  in  slight  excess.  If  there  is 
it,  deficiency  of  lime  there'  is  incomplete  de- 
composition of  the  ammonium  chloride,  and 
loss  of  ammonia. 

3.  In  the  supply  of  steam,  because  if  there  is 
a  deficiency  of  steam  there  is  incomplete  distilla- 
tion of  the  ammonia,  and  loss  in  the  exit  liquors. 
If,  on  the  other  hand,  there  is  an  excess  of  steam, 
the  cooler  will  be  overworked,  and  the  gases 
entering  the  absorber  will  contain  an  excess  of 
water,  and  thus  dilute  the  brine. 

The  lower  parts  of  the  stills  gradually 
become  blocked  up  with  scale  which  adheres 
to  the  shell,  the  mushroom,  and  all  parts  of  each 
compartment,  sometimes  to  the  thickness  of 
three  inches. 

From  time  to  time  this  has  to  be  cleaned 
away,  and  the  only  method  available  is,  after 
well  steaming  out  the  still  and'  allowing  it  to 
cool,  to  chip  off  the  scale  by  hand. 

The  sealing  requires  to  be  done  every  one  to 
two  months,  depending  on  the  speed  of  work. 

The  loss  of  ammonia  in  the  whole  process 
varies  between  |  and  2  p.c,  estimated  as  am- 
monium sulphate  on  the  ton  of  soda  ash  made. 
Good  ammonia  results  are,  of  course,  dependent 
on  the  careful  carrying  out  of  the  precautions 
indicated  above,  and  have  been  effected  only  by 
the  gradual  accumulation  of  experience  and 
improvement  of  apparatus.  Bradburn  says 
that  an  ammonia  soda  works  requires  to  carry 
a  stock  equal  to  two  tons  of  ammonium  sulphate 
per  ton  of  ash  made  per  day.  Of  this  25  cwts. 
are  in  the  form  of  working  hquors. 

The  waste  liquor  leaving  the  still  is  a  solution 
of  calcium  and  sodium  chlorides,  containing  the 
excess  of  lime  mentioned  above,  and  also  calcium 
carbonate,  due  to  the  unburnt  calcium  carbonate 
in  the  lime  which  gets  past  the  filters  of  the  lime 
slaker.  and  also  due  to  any  carbon  dioxide  not 


driven  off  in  the  upper  part  of  the  still.  The 
liquor  also  carries  away  any  other  impurities 
which  may  have  been  in  the  limestone. 

It  is  the  usuaJ  custom  to  run  this  liquor 
through  settling  ponds,  where  the  lime,  calcium 
carbonate,  and  other  solids  separate  out,  aftei 
which  the  solution  of  chlorides  is  run  away. 

It  will  be  noted  that  the  ..calcium  chloride 
thus  run  away  contains  all  the  chlorine  com- 
bined with  the  sodium  which  has  been  converted 
into  sodium  carbonate,  and,  in  addition,  the 
liquor  carries  away  unused  about  20-40  p.c.  of 
the  total  salt  brought  into  the  process. 

A  very  great  amount  of  work  has  been  done 
to  try  and  utilise  the  chlorine  thus  lost  by  the 
ammonia  soda  process,  but  without  success. 
See  article  Chloeinb,  p.  43,  vol.  ii. 

It  is  necessary  to  reiterate  that  success  in 
the  working  of  the  ammonia  soda  process 
depends  on  the  balance  of  the  different  sections 
of  the  plant,  so  that  by  careful  supervision  a 
mechanical  interworking  of  the  different  parts 
of  the  process  may  be  attained. 

Application  of  the  ammonia  soda  process  to 
sodium  sulphate.  As  the  ammonia  soda  process 
starting  from  sodium  chloride  does  not  economi- 
cally yield  hydrochloric  acid,  attempts  have 
been  made  to  work  the  process  using  sodium 
sulphate  as  the  starting-point. 

In  this  case  the  hydrochloric  acid  is  evolved 
in  the  production  of  the  sodium  sulphate. 
The  process  is  first  mentioned  by  Bower  (Eng. 
Pat.  8413,  1840),  and  was  afterwards  considered 
by  Gerlach  and  by  Weldon  (see  Eng.  Pat.  5605, 
1883).  Gaskell  and  Hurter  were,  however,  the 
first  to  seriously  attack  the  difficulties  of  the 
process  (see  Eng.  Pats.  5712,  1883  ;  8804,  1884  ; 
and  9208,  1886).  The  great  difficulty  was  how 
to  deal  with  the  ammonium  sulphate  formed 
in  the  reaction.  Gaskell  and  Hurter's  scheme 
was  to  heat  the  ammonium  sulphate  with 
sodium  sulphate  in  a  current  of  steam,  when  the 
ammonia  is  liberated  and  acid  sodium  sulphate 
left  behind.  The  process  then  followed  the 
three  reactions — 

(1)  NaaS04-f2NHa-f2COj+2HjO 

=2NaHC08-f(NH,)2SO,. 

(2)  (NH4)2S04-l-NajSOi=2NHa+2NaHS04. 

(3)  NaHS04+Naa=Na2S04+HCl. 

The  second  stage  of  the  process  was,  however, 
always  the  stumbling  block,  and,  owing  largely 
to  its  cost,  this  interesting  process  was  not 
persevered^  with. 

Application  of  the  ammonia  soda  process  to 
sodium  nitrate.  This  was  suggested  in  1876  by 
Gerlach  and  patented  in  1877  by  Lesage  &  Co., 
and  again  by  Chance  (Eng,  Pat.  5919,  1885). 
Colson  (J.  Soc.  Chem.  Ind.  1910,  190),  again, 
recommends  this  process  as  being  theoretically 
more  favourable  than  the  sodium  chloride 
process. 

Caustic  soda  from  ammonia  soda.  In  com- 
petition with  Leblanc  process,  caustic  soda  is 
manufactured  on  a  considerable  scale  by  the 
makers  of  ammonia  soda.  As  has  been  stated' 
before,  although  the  ammonia  soda  process  has 
proved  itself  much  the  cheaper  process  for  the 
manufacture  of  sodium  carbonate,  the  Leblanc 
process,  owing  to  the  numerous  bye-products 
produced,  and  to  the  fact  that  the  Leblanc  vat 
liquors    ftte  already   a   solution    of   partially 
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caustioised  soda,  is  the  better  adapted  for  the 
production  of  caustic  soda. 

The  manufacturers  of  caustic  from  ammonia 
soda  either  make  use  of  Lowig's  ferrite  process 
described  on  p.  48,  and  thus  produce  a  solution 
of  l'32-l-36  sp.gr.  at  once,  or  dissolve  the  ash 
in  water  and  causticise  by  lime  in  exactly  the 
same  way,  and  using  the  same  apparatus  as  is 
described  above  for  the  Leblanc  vat  hauors, 
p.  45. 

Although  the  Lowig  process  has  been  adopted 
by  some  of  the  largest  makers  of  caustic  from 
ammonia  soda,  and  although  it  possesses  the 
double  advantage  of  producing  a  stronger 
solution  of  caustic,  and  of  avoiding  the  very 
serious  trouble  of  finding  an  outlet,  or  depositing 
ground,  for  the  large  quantities  of  caustic  lime 
mud  produced  by  the  lime  process,  it  is  doubtful 
if  there  is  much  difference  in  cost  between  the 
processes. 

In  either  case  the  later  stages  of  the  con- 
centration and  finishing  are  carried  on  in  the 
same  way,  and  in  the  same  apparatus,  viz. 
cast-iron  caustic  pots,  sometimes  supplemented 
by  multiple  effect  evaporators,  such  as  have  been 
already  described  under  the  Leblanc  process. 
'  To  some  extent  ammonia  ash  is  also  causti- 
cised  by  consumers  such  as  paper  makers, 
textile  bleachers,  and  soap  makers,  who  require 
a  solution  of  comparatively  low  strength  caustic 
soda  liquor  in  their  manufacture.  When  actual 
dosts  are  obtained,  however,  it  is  v«ry  rarely 
found  that  the  production  of  their  own  caustic 
liquor  pays  when  compared  with  price  of  already 
made  caustic. 

Local  conditions  as  to  prices  of  fuel,  lime,  and 
facilities  for  waste  deposit  vary  too  much  to 
enable  a  standard  comparison  to  be  made, 
applicable  to  every  case,  but  it  is  necessary  to 
remember  that  to  produce  caustic  liquor  of  I'l- 
1'13  sp.gr.,  equivalent  to  1  ton  70  p.c.  caustic 
soda,  requires  from  actual  results  in  such  works, 
29-30  cwts.  58  p.c.  soda  ash,  17-18  cwts.  lime, 
20  cwts.  fuel. 

In  addition  to  this  there  have  to  be  deposited 
2J-2J  tons  of  caustic  lime  mud,  and  the  wages, 
repair  and  capital  charges  to  be  met.  The  soda 
liquor  obtained  in  this  way  contains  about  90  p.c. 
of  its  total  soda  only  as  hydroxide,  the  remainder 
as  carbonate,  and  if  great  care  is  not  exercised 
in  the  washing  of  the  lime  mud  on  the  filters 
before  sending  to  the  tip,  the  soda  losses  may  be 
largely  increased. 

Soda  crystals.  For  some  purposes  soda  is 
required  not  in  the  calcined  form,  as  soda  ash, 
I  but  in  the  crystalline  form,  in  which  it  contains 
10  molecules  of  water..  Although  soda  crystals, 
if  chemically  pure,  contain  only  37-08  p.c.  of  an- 
hydrous sodium  carbonate,  or  21'71  p.c.  of  avail- 
able soda  (NajO),  and  thus  cost  much  more  than 
their  equivalent  of  soda  ash  for  packages  and 
carriage,  they  are  preferred  to  the  latter  in  some 
cases,  for  the  following  reasons  :  while  soda  ash 
is  a  more  or  less  white  powder,  whose  value  can- 
not be  recognised  at  a  glance,  and  which  may 
contain  more  or  less  useless,  or  even  injurious, 
impurities,  soda  crystals  by  their  very  appear- 
ance seem  to  guarantee  to  the  buyer  a  product  of 
sufficient  purity  and  of  uniform  strength.  Their 
greatest  recommendation  for  household  use,  as 
well  as  for  the  scouring  of  wool  and  some  other 
purposes,  is  their  absolute  freedom  from  caustic. 


which  is  very  injurious  both  to  the  skin  and  to 
the  fabrics  to  be  washed  or  scoured.  For  all 
manufacturing  purposes  soda  crystals  are  now 
advantageously  replaced  by  ammonia-soda, 
which  is  equally  free  from  caustic ;  but  for 
household  purposes  the  ordinary  soda  crystals 
are  likely  to  retain  their  hold,  and  are  consumed 
in  very  large  quantities  as  '  washing  soda,'  and 
under  various  fancy  names. 

Originally,  of  course,  all  soda  crystals  were 
made  from  Leblanc  soda,  and  the  great  effort  of 
the  crystal  makers  wag.  to  find  out  how  to  obtain 
a  good  crystal  from  the  vat  or  tank  liquor  direct. 
The  bulk  of  the  crystals  made  and  probably  all 
those  of  good  quality  were,  however,  produced 
from  Leblanc  ash  by  the  same  method  as  is 
adopted  for  their  manufacture  from  the  am- 
monia alkali  which  is  now  always  used. 

The  ammonia  alkali  is  dissolved  in  any 
suitable  dissolver  fitted  with  a.  mechanical 
agitator  and  fed  with  hot  water.  In  a  vessel 
8  ft.  diameter  by  6  ft.  high,  40  tons  of  58  p.c, 
ash  can  be  dissolved  in  16  hours. 

The  solution  is  made  to  1-3  sp.gr.  hot,  and  is 
then  pumped  to  settlers  in  which  a  small  quantity 
of  sodium  sulphate  is  added,  as  commercial 
crystals  require  anything  up  to  1  p.c.  sodium 
sulphate  to  give  them  the  desired  crystalline 
form.  While  settling  the  temperature  of  the 
liquor  has  to  be  maintained  above  34°,  the 
temperature  of  maximum  solubility.  If  the 
settlers  are  large  and  sheltered  there  is  usually 
little  difficulty  in  this. 

The  liquor  is  run  from  the  settlers  into  the 
crystallisers,  which  are  iron  vessels  varying  in 
different  factories  between  the  widest  limits  of 
shape  and  size.  These  vessels  have  in  all  cases 
a  hole  in  the  bottom  stopped  up  with  a  long 
wooden  plug.  This  hole  is  to  permit  the  mother 
liquor  from  the  crystallisers  at  the  end  of  the 
crystallising  operation  to  drain  into  shutes 
below,  which  convey  it  to  collecting  tanks  or 
wells  in  the  floor,  from  which  it  is  pumped  into 
the  dissolver  again  to  assist  in  making  up  the 
next  batch.  Across  the  top  of  the  crystallisers 
from  side  to  side  is  usually  placed  a  number  of 
bars  or  strips  of  metal,  in  order  to  support  the 
crystals  formed  near  the  top  of  the  liquor,  and 
in  this  way  to  obtain  fine  large  crystals. 

The  crystallisers  are  usually  placed  in  double 
rows,  with  a  mother  liquor  shute  between  them, 
in  large,  airy,  lattice-sided  sheds. 

Crystallisers  yielding  1  to  IJ  tons  of  crystals 
usually  finish  in  about  one  week  in  winter  and  a 
fortnight  in  summer. 

After  the  mother  liquor  has  been  run  off  and 
the  crystals  allowed  to  drain  well  in  the  crystal- 
iiser,  the  crystals  are  taken  out  and  placed  in 
blocks  on  wooden  shelves  to  drain  for  at  least 
24  hours,  after  which  they  are  ready  to 
pack. 

Other  crystals  are  crushed  to  comparatively 
small  pieces  in  a  crusher  frequently  of  the 
Blake  type  and  'whizzed'  in  «.  centrifugal 
machine. 

Soda  crystals  are  either  packed  m  wooden 
casks  or  kegs  or  in  bags.  When  the  casks  or 
kegs  are  used  it  is  usual  to  take  the  crystals 
from  the  draining  shelf.  When  bags  are  used 
the  better  dried  crystals  from  the  centrifugal 
are  taken,  because  the  presence  of  any  hquor  m 
that  case  discolours  the  bag  and  the  crystals. 
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The  following  is  an  analysis  of  a  good  brand 
of  commercial  soda  crystals. 

Na^CO, 
NaHGO, 
NajSO, 
NaCl     . 


Water  (by  di£E.) 


36-60 
0-25 
014 
015 

62-86 

100  00 


The  mother  liquor  eventually  contains  too 
much  sodium  chloride  to  be  used  again.  It  is 
therefore  evaporated  to  dryness  and  the  residue, 
which  will  contain  about  29  p.c.  Na20  and  34 
p.c.  NaCl,  is  sold  for  what  it  will  fetch.  This 
necessity  recurs  at  such  long  intervals  that  if  the 
residue  is  thrown  away  the  debit  on  the  soda 
crystals  made  is  negligible. 

Commercial  soda  crystals  are  sometimes 
adulterated  with  Glauber's  salts,  specially  manu- 
factured in  'soda-fashion,'  and  it  is  said  that 
now  and  then  Glauber's  salts  are  vended  as 
'  best  Scotch  soda,'  but  it  is  hardly  credible  that 
such  an  easily  discoverable  fraud  is  frequently 
committed. 

Mactear  (Eng.  Pat.  10651, 1884)  has  construc- 
ted an  apparatus  for  obtaining  soda  crystals  in  a 
granular  form,  by  subjecting  the  solution  during 
crystalUsation  to  the  combined  action  of  cooling 
by  cold-water  action  from  the  outside,  and 
mechanical  agitation. 

In  another  patent  (Eng.  Pat.  1989,  1886)  he 
describes  compressing  those  granular  crystals 
into  the  shape  of  tablets,  cakes,  or  blocks,  most 
conveniently  of  a  rectangular  form,  so  that 
they  can  be  packed  without  waste  of  space. 

Crystal  carbonate.  This  is  the  name  given 
originally  by  Messrs.  Gaskell,  Deacon  &  Co.  to 
a  very  pure  monohydrated  sodium  carbonate, 
Na2C03,H20,  obtained  by  direct  evaporation 
from  tank  liquors,  thoroughly  carbonated  with 
addition  of  baujdte,  and  afterwards  purified 
from  ferrocyanide  by  superheating  to  180° 
(Carey,  Gaskell  and  Hiirter,  Eng.  Pats.  1161, 
1881  ;  2939,  1879 ;  5310,  1882).  This  sub- 
stance  was  absolutely  free  from  caustic,  silica, 
and  alumina,  and  was  altogether  far  superior  to 
ordinary  soda  crystals,  not  merely  in  strength, 
but  also  in  purity. 

As  in  the  case  of  soda  crystals,  however,  the 
Leblanc  vat  liquor  has  been  replaced  by  am- 
monia alkali,  and  the  crystal  carbonate  is  now 
obtained  in  a-still  purer  state  from  this  source. 

The  following  is  an  analysis  of  crystal  car- 
bonate, made  from  ammonia  alkah : — 


NajCOj 

.      820 

NaOH  . 

.       00 

NajSOi 

trace 

NaCl     . 

.        0-25 

Water  . 

.      17-5 

99-75 
Crystal  carbonate  dissolves  in  water  much 
more  easily  than  ordinary  soda  crystals,  because, 
instead  of  lowering  the  temperature,  it  sUghtly 
raises  it  in  the  act  of  solution,  and  because  its 
grainy  texture  offers  a  much  larger  surfaee  to 
the  water  than  soda  crystals  do. 

One  ton  of  crystal  carbonate  contains  as 
much  alkali  as  48  cwt.  of  soda  crystals,  and 
occupies  only  65  cubic  feet  against  150  cubic 
taet  occupied  by  ^8  cwt.  pf  spda  pry3tal|| 


Bicarbonate  of  Soda.  Bicarbonate  of  soda 
was  formerly  made  by  the  action  of  carbonic  acid, 
usually  obtained  by  decomposing-  CaCOj  with 
hydrochloric  acid,  on  soda  crystals. 

The  soda  commonly  employed  was  in  the 
state  of  ordinary  crystals  ;  those  of  yellow  colour 
or  otherwise  inferior  quality  could  be  utilised 
quite  well.  They  were  exposed  to  the  action  of 
the  gas  in  apparatus  of  various  shapes,  made 
of  brickwork,  wood,  or  preferably  of  iron,  hold- 
ing up  to  60  tons  of  crystals.  They  were  con- 
nected in  such  way  that  the  gas  passed  from  one 
chamber  to  another.  Large  doors  served  for 
charging  and  emptying.  A  false  bottom,  made 
of  laths,  was  laid  down  inside,  below  which  the 
gas  entered  and  above  which  the  crystals  were 
put  up  in  regular  layers.  The  space  below 
served  for  holding  the  abundant  drainage  of 
mother-liquor  caused  by  the  fact  that  nine  of  the 
ten  molecules  of  water  of  crystallisation  were  set 
free:  Na2CO3,10HjO-t-COj=2NaHCO,-t-9H2O. 
This  liquor  dissolved  the  small  quantity  of 
foreign  salts  and  other  impurities  contained  in 
the  crystal  soda,  and  ran  o£E  through  a  U-tube 
fixed  in  the  chamber  bottom.  The  end  of  the 
process  was  indicated  by  the  stoppage  of  this 
flow,  which  generally  occurred  in  from  6  to  9 
days. 

On  opening  the  chambers  the  bicarbonate 
was  found  apparently  in  the  shape  of  the  crystals 
originally  charged,  but  in  reality  only  as  a  loose 
powder.  It  was  very  damp,  and  had  to  be  dried 
in  stoves  heated  to  a  temperature  not  exceeding 
45°.  Dry  and  warm  oarnonio  acid,  if  not  too 
expensive,  would  have  greatly  expedited  the 
drying,  which  generally  lasted  8  or  10  days. 

Mathieson  and  Hawliczek  (Eng.  Pat.  150, 
1886)  prepared  pure  sodium  bicarbonate  from 
black  ash,  crude  sodium  sulphide,  or  crude 
bicarbonate,  as  obtained  in  the  ammonia-soda 
process,  by  dissolving  those  products  in  a  solu- 
tion of  sodium  chloride  of  from  16  to  19  p.c, 
and  treating  the  solution  with  carbon  dioxide, 
whereby  nearly  all  the  bicarbonate  was  precipi- 
tated in  a  crystalline  form.  The  bicarbonate  is 
said  to  be  obtained  nearly  in  a  chemically  pure 
state.  With  impure  materials,  as  black  ash  or 
crude  sodium  sulphide,  the  COj  first  precipitates 
iron,  alumina,  and  silica,  and  these  are  separr 
ated  by  filtration  before  precipitating  the  bi- 
carbonate itself. 

A  totally  different  process  from  that  formerly 
employed  is  that  of  Carey,  Gaskell  and  Hiirter 
(1881  and  1882).  It  is  principally  based  on  the 
employment  of  the  '  crystal  carbonate '  pre- 
viously described,  which  is  exposed  in  a  re- 
volving cylinder  to  the  action  of  pure  carbon 
dioxide,  entering  at  one  end  and  escaping  out  of 
the  other ;  after  being  passed  in  a  pipe  upwards, 
say  30  ft.,  and  down  again,  it  is  sufficiently  de- 
prived of  moisture,  and  is  re-introduced  into  the 
first  cyhnder,  or  else  into  another  cylinder.  A 
cyUnder  of  8  ft.  length  and  5  ft.  6  m.  wide  con- 
tains a  charge  of  IJ  tons,  and  produces  2  tons 
of  bicarbonate.  It  is  supported  on  hollow 
ti-unnions;  gas-pipes  pass  through  these,  and  up. 
wards  inside  the  cylinder,  so  that  they  are  not 
stopped  up  by  the  salt.  By  taking  the  exit  pipe 
upwards  for  about  30  ft.  and  down  again,  and 
thus  cooUne  the  gas,  a  difference  of  temperature 
is  produced  which  effects  a  sufficient  circulation 
of  the  gas,  while  at  the  same  time  the  exp^aa  oj 


SODIUM. 


73 


moisture  is  condensed,  and  the  water  is  run  off 
before  the  gas  passes  again  into  the  cylinder. 
This  circulation  is  in  practice  best  promoted  by 
mechanically  pumping  the  gas  back  again.  The 
temperature  rises  very  much  during  the  absorp- 
tion, but  the  cooling  action  of  the  air  keeps  it 
down  ;  practically,  the  bicarbonate  made  in  this 
way — ^that  is,  under  a  certain  pressure — ^is  very 
strong,  containing  about  97  p.o.  real  NaHCOa, 
against  87-90  p.c.  in  the  old  process.  The 
moisture  must  be  regulated ;  if  the  mass  be- 
comes too  dry,  the  carbonic  acid  introduced 
must  be  moistened  by  means  of  a  small  coke 
tower;  With  the  progress  of  absorption  the 
temperature  falls  again,  and  it  is  finished  in 
5  or  6  hours. 

The  patent  contains  also  provision  for  em- 
ploying impure  carbon  dioxide,  by  passing  the 
gas  through  a  series  of  absorbing  cylinders ;  but 
this  process  does  not  seem  to  be  in  practical  use. 
Anhydrous  monocarbonate  can  also  be  used 
(Eng.  Pat.  2876,  1882)  by  introducing  steam 
together  with  carbonic  acid. 

The  bicarbonate  made  by  this  process  had 
almost  superseded  that  made  by  the  old  process, 
when  it  was  itself  displaced  by  the  bicarbonate 
made  in  the  ammonia-soda  process.  This  for- 
merly could  not  be  immediately  employed  for  use 
as  baking  powder,  &c.,  owing  to  the  ammonium 
compounds  it  contains.  Mond  and  Jarmay 
(Eng.  Pat.  2996,  1884)  found  that  on  dissolving 
the  crude  bicarbonate  in  warm  water  and  cooling 
pure  bicarbonate  of  soda  crystallises  out  and 
the  ammonia  salts  remain  in  solution. 

They  dissolve  the  crude  salt  at  65°,  filter  off 
the  insoluble  impurities  and  aUow  the  solution 
to  cool.  The  bicarbonate  separates  out  in 
granular  crystals,  which  are  drained,  dried  and 
ground.  The  solution  can  be  made  at  a  higher 
temperature  in  an  atmosphere  of  carbon  dioxide 
under  pressure,  but  it  mtist  be  cooled  down  to 
65°  before  removing  the  pressure.  The  mother 
liquors  can  be'  used  many  times  over  untU  they 
get  too  rich  in  ammonia. 

Jarmay  (Eng.  Pat.  23890,  1893)  describes 
improvements  made  in  this  process,  and  states 
the  crude  bicarbonate  is  dissolved  in  a  closed 
vessel  provided  with  an  agitator  in  which  the 
temperature  is  maintained  by  a  closed  steam 
coil  between  85°  to  90°. 

The  escaping  vapours  containing  NH„  some 
COj  and  steam,  are  passed  through  a  multi- 
tubular cooler,  where  they  are  surrounded  by 
mother  liquor  from  a  former  operation. 

The  solution  in  the  dissolver  containing  bi- 
carbonate and  some  sesquicarbonate  is  passed 
through  a  filter  press  and  then  pumped  into  an 
iron  tower  containing  many  compartments  and 
water  cooled.  Here  the  temperature  of  the 
solution  is  reduced  to  72°.  Lime  kiln  gas  is 
pumped  into  the  bottom  of  the  tower  and  causes 
constant  agitation.  The  carbonated  Uquor  and 
precipitated  bicarbonate  runs  from  the  bottom 
of  the  tower  on  to  a  filter  and  the  mother  liquor 
flows  back  to  the  dissolver  through  the  cooler 
mentioned  above. 

Jarmay  (Eng.  Pat.  3889,  1893)  describes  the 
drying  of  the  moist  bicarbonate  obtained  as 
above  ui  a  long  covered  trough  through  which 
the  bicarbonate  is  carried  on  a  conveyor  and 
through  wliich  also  air,  preferably  mixed  with 
garbon  dioxide  and  heatpd  to  05°,  is  blown, 


Brook  and  Hawlicek  (Eng.  Pat.  8314,  1896) 
treat  the  ammonia  soda  roasted  ash  or  the  crude 
bicarbonate,  after  removal  of  the  ammonia  and 
part  of  the  carbon  dioxide,  with  steam  and  carbon 
dioxide,  either  in  rotation  or  simultaneously,  in 
order  to  obtain  a  pure  bicarbonate. 

The  composition  of  commercial  refined  bi- 
carbonate is  given  as — 


NaHCO, 
Na,CO, 
NajSO. 
NaCl  . 
HjO  . 
Insol.    . 


97-2 
1-9 

trace 
0-35 
0-82 
0 


(See  Lunge's  Alkali,  vol.  iii.  p.  211.) 

Sodium  bicarbonate  is  chiefly  used  for  the 
following  purposes :  as  a  chief  ingredient  of 
baking  powder ;  as  the  carrier  in  the  washing 
blue  used  in  laundries  ;  as  the  source  of  carbonic 
acid  in  the  manufacture  of  mineral  waters,  for 
which  it  has  the  advantage  over  CaCOj— -which 
was  formerly  used  for  the  purpose — of  yielding 
double  the  quantity  of  COj  gas  perojnit  of  sul- 
phuric acid  and  of  leaving  a  soluble  salt  in  the 
generator,  viz.  NajSOj  instead  of  CaSOj. 
Sodium  sesquicarbonate 

NajC03,NaHCOj,2H20 
is  made  by  Watts  and  Richards  (Eng.  ,Pat. 
13001,  1886)  by  preparing  a  solution  containing 
the  above  proportions  ana  allowing  it  to  crystal- 
lise not  below  35°,  keeping  it  agitated  all  the 
time.  Such  a  solution  can  be  prepared  by  heat- 
ing sodium  bicarbonate  so  as  to  deprive  it  of 
about  one-third  of  its  carbonic  acid  and  dis- 
solving the  residue,  or  by  adding  to  a  hot  solu- 
tion of  84  parts  of  sodium  bicarbonate  106  parts 
of  sodium  carbonate.  This  salt,  which  crystal- 
lises in  fine  needles,  does  not  effloresce  or  deU- 
quesce,  and  is  readily  soluble  in  water.  Its 
principal  employment  is  for  wool  washing. 
The  composition  of  sesquicarbonate  is  given 


NajCO, 

• 

, 

46-57 

NaHCO, 

, 

, 

37-0 

Water  of 

crystallisation 

16-24 

NaCl     . 

. 

. 

018 

Insol.    . 

. 

. 

0-02 

(See  Lunge's 

AlkaU, 

vol.  iii. 

212.) 

The  Manufactorb  of  Soda  by  Electkolysis. 

Practically  all  soda  manufactured  by  elec- 
trolysis is  produced  by  the  electrolysis  of  sodium 
chloride. 

The  electrolysis  of  sodium  chloride  is  de- 
scribed, together  with  the  chief  types  of  appara- 
tus in  use,  under  the  article  Chlobinb,  vol.  ii. 
p.  21. 

The  types  of  cell  in  that  article  are  classified 
under  four  beads  : — 

I.  The  cells  in  which  the  electrolyte  consists 
of  fused  sodium  chloride. 

II.  The  cells  in  which  the  electrolyte  is  a 
NaCl  solution  and  in  which  the  cathode  and 
anode  are  separated  by  a  porous  partition. 

III.  The  cells  in  which  the  electrolyte  is  a 
NaCl  solution,  but  in  which  a  moving  cathode 
of  mercury  is  used  to  remove  the  sodium  pro- 
duced from  the  action  of  the  chlorine. 

IV.  The  cells  in  which  the  electrolyte  is  a 
NaCl  solution  and  which  depend  on  specific 
gravity  to  keep  apart  the  alkali  and  tUa  chlorine. 
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Class  I.  The  cells  of  this  class,  described 
p.  22,  vol.  ii.,  are  the  Vautin  and  Acker  cells,  in 
both  of  which  the  sodium  is  obtained  as  a  lead 
sodium  alloy.  The  sodium  was  obtained  by 
Acker  in  the  form  of  caustic  soda  by  treating 
the  molten  alloy  with  steam  in  the  absence  of 
air,  as  described  in  his  Eng.  Pat.  14269,  1898. 

Class  II.  With  the  exception  of  the  Har- 
greaves  Bird  cell,  all  cells  of  this  class  yield  a 
solution  of  Caustic  soda  mi±ed  with  varying 
but  always  large  quantities  of  sodium  chloride. 
These  solutions  are  concentrated  and  finished 
in  apparatus  similar  to  that  desdribed  under 
the  manufacture  of  soda  by  the  Leblanc  process, 
p.  49.  Instead  of  the  comparatively  small 
quantities  of  salts  which  are  deposited  during 
concentration  of  Leblanc  soda,  much  larger 
quantities  of  NaCl  are  thrown  down  and  have 
to  be  fished  out.  This  large  quantity  of  salt 
is,  after  draining,  usually  washed  with  fresh 
cathode  liquor  from  the  cell,  redissolved,  and 
returned  to  the  process. 

Constitution  of  the  cathode  liquors  from  the 
various  cells  mentioned  has  been  given  approxi- 
inately  as — 

The  Griesheim  cell,  8  p.c.  NaOH,  20  p.c. 
NaCI; 

The  Townsend  cell,  150  grms.  NaOH  and 
213  grms.  Nad  per  litre  ; 

The  Knley  cell,  7  p.c.  NaOH. 

In  the  case  of  the  Hargreaves  Bird  cell,  the 
liquor  from  the  cathode  compartment  is,  as 
described  vol.  ii.  p.  23,  a  solution  of  carbonate 
mixed  with  sodium  chloride. 

Hargreaves  (Eng.  Pat.  21178, 1897)  describes 
a  method  of  separating  the  sodium  carbonate 
from  the  salt.  The  sodium  carbonate  is 
generally" produced  in  the  form  of  soda  crystals 
(washing  soda). 

Kershaw  (Electrician,  1898,  547)  gives  the 
following  analyses  of  two  samples  of  the  soda 
liquor  flowing  from  this  cell : — 

Molecules  KaCI 
on  100  mol. 
Sp.gr.        NajCO,  NaCl        NajCO, 

(1)  1-125        10-9  p.o.        0-94        15-6 

(2)  1-094        10-44  „  01  1-73 

Class  III.  The  soda  solution  obtained 
from  the  decomposition  of  the  sodium  amalgam 
produced  by  cells  of  this  class  is  very  pure  and 
free  from  Nad.  Its  concentration,  therefore,  is 
not  complicated  by  the  production  of  '  salts.' 

The  solutions  obtained  are  usually  of  about 
45°Tw.  (Lepsius,  Ber.,  1909).  There  is,  there- 
fore, about  4  tons  of  water  to  be  evaporated 
before  the  solid  caustic  soda  is  obtained.  The 
apparatus  used  for  the  concentration  is  similar 
to  that  described  under  Leblanc  caustic  soda, 
p.  49. 

Class  IV.  As  in  the  case  of  the  cells  with 
the  porous  diaphragm,  the  soda  solution  yielded 
by  such  cells  as  the  Glocken  coll  contains  large 
quantities  of  undecomposed  sodium  chloride, 
which  has  to  be  separated  during  concentration, 
drained,  washed,  and  returned  to  process. 

The  constitution  of  the  solution  obtained  is 
given  in  Chem.  Zeit.  1901,  1171,  as  alkaU, 
6-12  p.c.  ;   sodium  chloride,  16-30  p.c. 

A  modification  of  the  Glocken  cell  has  been 
patented  by  the  Society  of  Chemical  Industry 
of  Bale,  25118,  1909,  the  main  point  of  which 
is  the  continuous  saturation  of  .the  brine  by 


causing  the  fresh  electrolyte  to  flow  from  an 
upper  to  a  lower  electrode  in  order  to  drive 
backwards  the  ions  of  the  newly  formed  pro- 
ducts. The  mode  of  operation  consists  in 
causing  the  electrolyte  which  has  been  partially 
impoverished  at  the  upper  electrode  to  be  en- 
riched again  between  the  two  electrodes  by 
solid  salt  fed  in  a  special  manner.  The  advan- 
tage consists  in  obtaining  a  higher  strength 
caustic  soda  with  a  good  current  efSciency. 
The  theoretical  considerations  involved  are  dealt 
with  in  the  patent. 

4.  Manui'actube  of  Soda  by  other  Peocesses. 

enumeration  op  peocesses  proposed  fob 

mannpactxtrinu  soda. 

A.  From  common  salt  without  converting  it  into 

sodium  sulphate. 

Potash  (potassium  carbonate)  was  used  in  the 
infancy  of  the  manufacture  of  soda  by  Bergman, 
Hahnemann,  Losh,  and  others,  at  a  time  when 
th&  former  alkali  was  less  valuable  than  the 
latter,  the  reaction  being 

K2C03+2Nad =2Kd+Na2COj. 

Lime  slightly  decompeses  common  salt,  as 
first  noticed  by  Scheele.  In  1782  Guyton  de 
Morveau  and  Camy  obtained  a  Rrench  patent 
for  this  process,  wluch  they  actually  worked  for 
some  time,  of  course  with  very  little  success. 

Lead  oxide.    Scheele,  in  1773,  noticed  thai 
common  salt  is  (partially)  decomposed  by  lead 
oxide,  caustic  soda  and  lead  oxychloride  being 
formed : 
2Nad +2PbO  -f-H^O =2NaOH-t-PbO,Pbdj. 

This  process  was  at  first  considered  one  of 
the  most  favourable  for  the  manufacturing  of 
soda,  and  was  worked  both  in  France  and 
England,  where  many  patents  were  taken  for  it. 
It  was  the  process  first  employed  by  Losh  at 
Walker-on-Tyne,  at  the  same  works  where  also 
one  of  the  later  patents  belonging  to  this 
class,  Bachet's,  received  a  serious  trial  in  1870, 
but  with  hardly  more  success  than  formerly. 
The  incompleteness  of  the  reaction  is  the  prin- 
cipal obstacle  to  this  process.  A  new  patent 
for  it  is  Knab's  (Eng.  Pat.  3082,  1877).  The 
Soci6t6  Anonyme  Lorraine  Industrielle  (D.  R.  P. 
23791)  separates  the  caustic  from  the  lead  oxide 
by  alcohol. 

Eomiquiferes  (Eng.  Pat.  14977,  1888)  dis- 
solves finely-divided  lead  in  caustic  soda  by 
means  of  a  current  of  air.  The  solution  of 
NajPbOj  thus  obtained  is  treated  with  Nad, 
and  thus  two  molecules  of  NaOH  for  each 
molecule  previously  employed  are  formed,  Pbdj 
being  precipitated. 

Berl  and  Austerweil  (Zeitsch.  Elektrochem. 
1907,  165)  describe  the  reaction  as  reversible, 
and  give  two  equations : 

1.  For  '  normal  concentration  ' — 
6PbO-fHjO-f2Nad-K  ^  4PbO,PbClj-l-2NaOH. 

2.  For  higher  concentrations — 
2Nad-^4PbO■^H^O  ^  3PbO,Pbd2+2NaOH. 

The  conversion  of  Nad  to  NaOH  beine 

18>'C 50p.l 

48''C 43  ,, 

74°c. 37 :: 

Voumassos  (Eng.  Pat.  23689,  1908)  decern- 
poses  Nad  in  a  fused  state  by  means  of  PbO. 
Magnesia  has  been  patented  by  W.  Weldon 
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(March  1,  1866)  for  the  following  reaction : 
2Naa+MgCO,+CO,+HjO=2NaHC08+Mgaj. 
The  inventor  expected  to  obtain  all  the  soda  as 
bi-o^bonate,  and  to  decompose  the  MgClj  into 
MgO  and  HCl.  It  is  hardly  necessary  to  point 
out  that  both  of  these  reactions  are  far  too 
incomplete  for  practical  use. 

Sulphide  of  Iron  is  used  by  Geynaud  (Eng. 
Pat..  14483,  1890),  who  heats  it  with  NaCl,  with 
the  production  of  chlorine,  sodium  sulphate,  and 
ferric  oxide.  This  residue  is  mixed  with  coal 
and  heated,  producing  a  ferro-sodium-sulphide, 
which  is  treated  by  Blythe  and  Kopp's  process 
{see  below). 

Oxalic  acid  and  oxalates  of  ammonium  and 
magnesium  have  been  employed  by  various  in- 
ventors. Their  action  is  based  on  the  sHght 
BolubiUty  of  the  mouosodium  oxalate.  None 
of  these  agents  seems  ever  to  have  been  tried  on 
a  large  scale. 

Hydrofluoric  acid  was  proposed  by  Weldon 
(in  1866),  and 

Hydrofluosilicic  acid  by  many  inver'^ors, 
these  acids  forming  very  slightly  soluble  sodium 
salts.  A  factory,  working  on  a  patent  by 
Karoher  and  Tcssie  du  Motay,  existed  for  some 
years  up  to  1870,  near  Saargemiind,  and  the 
process  seems  to  have  given  better  results  than 
might  have  been  anticipated ;  but  the  various 
reactions  on  which  it  is  based  are  too  incomplete 
for  practical  use. 

Calcium  fluoride  is  employed  by  Brochon 
(Fr.  Pat.  208754). 

Alumina  decomposes  sodium  chloride,  in  the 
presence  of  steam,  at  a  very  high  temperature  ; 
this  was  utiUsed  by  Tilghman  in  1847,  and  it 
has  been  taken  up  more  vigorously  since  the 
discovery  of  native  alumina  in  the  mineral 
bauxite.  Sodium  aluminate  is  formed,  and  is 
decomposed  as  in  the  munufacture  of  soda 
from  cryolite  {see  below).  But  the  temperature 
required  for  the  above-mentioned  decomposi- 
tion is  too  high,  and  the  vessels  employed 
cannot  be  made  to  last.  On  this  account  the 
attempts  of  Gossage  (1862J,  of  Griineberg  and 
Vorster  (1876),  and  of  Lieber  (1878)  have  had 
no  practical  results. 

Peniakoff  (Fr.  Pat.  40£;611,  1908)  concen- 
trates the  impure  liquors  containing  sodium 
carbonate,  which  are  obtairied  in  making  pure 
alumina  from  batxite^to  about  1-3  sp.gr .»  and 
then  treats  them  with  carbon  dioxide,  which 
precipitates  sodium  bicarbonate. 

Clay,  common  salt,  and  water  are  employed 
by  Kayser,  Williams,  and  Young  (Eng.  Pat. 
11492,  1887). 

Silica  and  steam  were  employed  as  early  as 
1809  for  decomposing  common  salt  by  Gay- 
Lussac  a,nd  Thenard.  This  reaction  was  after- 
wards tried  on  a  practical  scale  by  Blanc  and 
Bazille  (1840),  Fritzsohe  (1858)  and  others, 
especially  by  Gossage  (1862),  who  brought 
sodium  chloride  in  the  state  of  vapour,  along 
with  steam,  into  contact  with  intensely  heated 
quartz.  •  The  sodium  silicate  formed  runs  down 
in  a  fluid  state.  It  is  either  used  as  such,  or 
converted  by  CaO  into  NaOH,  or  by  COj  into 
Na^COj.  This  process  was  worked  for  some 
time,  but  the  decomposition  was  too  incomplete, 
the  Hd  was  too  difficult  to  condense,  and  the 
apparatus  could  not  resist  the  intense  heat. 

Chromium  oxide  and  ste^m  h»s  been  patented 


by  Swindells  (1851),  and  Kessler  (1687),  but  the 
reaction  is  quite  incomplete. 

Boric  acid  and  steam  have  been  patented  by 
Margueritte  (1856) ;  boric  acid  alone  by  Garro- 
way  (Eng.  Pat.  17395,  1889). 

Steam  alone  decomposes  Nad  at  a  very  high 
temperature,  and  this  reaction  has  been  the  sub- 
ject of  many  patents,  but  unfortunately  the  re- 
action NaCl+H20=NaOH+HC!l  proceeds  only 
a  very  little  way,  otherwise  this  would  be  un- 
doubtedly the  simplest  way  of  decomposing  NaCl . 

Magnesium  sulphate  (kieserite)  is  heated 
with  sodium  chloride  and  silica  or  clay  in  a 
current  of  air  to  500°  or  700°C.  Chlorine  is 
given  off ;  sodium  sulphate  and  magnesia 
remain  behind  (Townscnd,  D.  R.  P.  10641 ). 

Soda  feom  Sodium  Sulphate. 
Without  converting  it  into  Sulphide. 

Lime.  In  1789  Delius  proposed  this  agent, 
and  many  other  chemists  followed  him ;  in 
1865  Hunter  added  the  action  of  pressure. 
But  the  change  is  extremely  imperfect  as 
proved  by  Hill  (Chem.  News,  27,  165),  and 
experiments  made  by  Lunge  (Dingl.  poly.  J. 
238,  69),  and  by  Cross  and  Bevan  {ibid.  213, 
137),  confirm  this. 

Caustic  baryta  easily  and  completely  decom- 
poses sodium  sulphate,  but  it  is  much  too  dear 
for  practical  use,  in  spite  of  several  patents  having 
been  taken  out  for  this  process. 

Caustic  strontia  was  proposed  for  a  very  in- 
genious cycle  of  reactions  by  Ungerer  {ibid. 
188,  140).  But  as  this  process  is  very  compli- 
cated, and  includes  the  intervention  of  ammonia, 
it  is  far  simpler  and  cheaper  to  employ  Dyar 
and  Hemming's  process.  There  is  also  an 
American  patent  for  strontium  compounds 
(454136)  by  G.  H.  Gray. 

Another  process  is  suggested  by  Eichstadt 
(Eng.  Pat.  15136,  1891),  which  depends  for 
recovery  of  the  Sr(0H)2  on  the  following 
reactions — 

(a)  SrS04+Na2SOi+8C=SrS4-Na,S+8CO. 
(5)  SrS-|-Na2S+2H20=Sr(OH)2-f2NaSH. 

Calcium  bicarbonate  was  patented  in  France 
by  Pongowski  (1872).  Lunge  (Dingl.  poly.  J. 
243,  157)  found  that  this  causes  no  formation  of 
sodium  carbonate  whatever. 

Strontium  carbonate  is  nearly  always  men- 
tioned at  the  same  time  as 

Barium  carbonate.  This  has  been  tried  in 
the  dry  way,  by  Kastner  (1826).  and  Anthon 
(1840) ;  in  the  wet  way  by  many  inventors, 
beginning  with  Kolreuter,  in  1828.  The  re- 
action :  NajS04-(-BaC03=Na2C03+BaS04  is, 
however,  incomplete,  whatever  temperature  may 
be  employed,  even  with  excess  of  BaCOs.  But 
the  decomposition  is  quite  complete  when 
barium  bicarbonate  is  employed,  or  much  more 
simply  and  cheaply  by  passing  a  current  of  COj 
into  an  agitated  mixture  of  BaCO,  and  solution 
of  NajSOj,  as  patented  by  Lunge  in  1866.  This 
process  would  be  practicable,  if  a  cheap  method 
of  recovering  the  BaCO,  from  the  BaSO,  could 
be  found.  At  present  it  cannot  compete  with  the 
ammonia  soda  process.  Bramley  (Eng.  Pat. 
1050,  1866)  regenerates  the  barium  carbonate 
from  the  sulphate,  formed  from  the  carbonate,  by 
reducing  the  sulphate  to  BaS,  then  dissolving 
this  in  HCJ,  and  treating  the  solution  of  Bad, 
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with  hydrated  magnesia  and  carbonic  acid  (a 
very  hopeless  process  !). 

In  1892  Nauhardt  took  »  French  patent 
(223339)  for  manufacturing  sodium  carbonate 
by  digesting  sodium  sulphate  with  BaCOj, 
prepared  by  treating  BaS  with  COj. 

Ammonium  carbonates  have  been  several 
times  proposed  for  decomposing  NajSOj,  first 
by  Bower  (18-10).  After  the  analogous  pro- 
cess with  NaCl  had  attained  such  complete 
success,  the  above  has  been  again  proposed, 
principally  in  order  to  recover  the  chlorine,  as 
well  as  the  soda,  by  interposing  the  manufacture 
of  sodium  sulphate  and  hydrogen  chloride. 

Alumina  decomposes  KajSOj  in  the  presence 
of  steam.  Thia  reaction,  first  proposed  by 
Tilghman  in  1847,  furnishes  sodium  aluminate, 
which  is  easily  decomposed  by  COj,  NajCO, 
being  formed  and  alumina  being  regenerated. 
In  Ueu  of  pure  alumina,  the  mineral  bauxite, 
found  at  Baux  in  the  South  of  France,  and  in 
"  several  other  places,  also  at  Irish  HiU  and 
Straid,  County  Antrim,  can  be  employed. 
Several  German  patents  by  Lowig  Brothers 
(93  and  1650,  1877)  describe  this  process,  in 
which,  however,  the  manufacture  of  hydrated 
alumina  is  the  principal  feature.  A  modifica- 
tion of  the  alumina  process  was  proposed  by 
Vogt  and  Figge  (D.  E.  P.  31675),  another  by 
Behnke  (D.  R.  P.  7256). 

Ph.  B.  and  S.  P.  Sadtler  (U.  S.  Pat.  877376, 
1908;  and  Eng.  Pat.  273,  1908)  decompose 
alkaline  sulphates  by  heating  with  excess  of 
bauxite.  PeniakofE  (D.  R.  P.  80063)  ignites 
bauxite  or  aluminium  sulphate  with  sodium 
sulphate  in  the  presence  of  alkaline  sulphides  or 
pyrites  to  produce  sodium  aluminate  and  sulphur 
dioxide.  Projahn  (D.  R.  P.  112173;  Eng. 
Pat.  6790,  1899)  heats  salt-cake  by  itself,  or 
with  aluminous  substances  with  exclusion  of 
air,  and  with  metallic  iron  at  a  dark  red  heat,  and 
then  lixiviates. 

Silica  decomposes  Na^SO^,  especially  in  thd 
presence  of  coal,  sodium  silicate  being  formed, 
which  is,  indeed,  one  of  the  ways  in  which  this 
compound  is  manufactured.  It  has  been  pro- 
posed to  employ  this  as  a  soda-manufacturing 
process,  by  subsequently  converting  the  sodium 
silicate  into  carbonate  or  hydroxide. 

HydloDuoric  acid  is  mentioned  in  Weldon's 
patents  of  March  1,  1866,  which  are  quite 
impracticable. 

Calcium  bisulphite  and  sodium  sulphate  yield 
calcium  sulphate  and  sodium  bisulphite.  By 
heating  the  latter  SOj  is  given  off ;  the  residual 
NajSOj  is  converted  by  lime  into  NaOH  and 
calcium  sulphite  (Gutzkow's  U.  S.  Pat.  198293, 
1877). 

A  mixture  of  carbon  dioxide  and  monoxide 
is  supposed  to  decompose  sodium  sulphate  at  a 
red  heat  into  carbonate  and  sulphur  dioxide 
(Kayser,  Young  and  Williams,  Eng.  Pat.  7355, 
1 885).  This  process  is  entirely  useless,  according 
to  the  investigation  of  Watson  Smith,  and  Hart 
(J.  Soc.  Chem.  Ind.  1886,  643).  It  has  been  tried 
on  a  practical  scale  at  the  Hautmont  works,  in 
France,  in  an  apparatus  similar  to  that  of  Har- 
groaves  and  Robinson  for  the  manufacture  of 
sodium  sulphate,  as  the  reaction  is  a  very  slow 
one.  The  drawbacks  found  there  were  :  that 
the  mass  crumbles  to  powder,  which  stops  the 
passage  of  the  gas  ;    that  it  is  very  tlifficutt  to 


keep  the  temperature  at  the  proper  point ;  and 
that  all  the  sulphur  escapes  in  the  shape  of  sul- 
phur dioxide,  too  dilute  for  utilisation  (Lunge, 
Pariser  Ausstellungsbericht,  1889,  15). 

Crude  phenol  from  coal-tar  was  proposed  by 
Staveley  (Eng.  Pat.  17657,  1887).  He  agitates 
it  with  milk  of  Ume  and  treats  the  resulting 
solution  of  calcium  phenate  with  sodium  sul- 
phate. Calcium  sulphate  is  precipitated  ;  the 
solution  of  sodium  phenate  is  decomposed  by 
CO  2  into  sodium  carbonate  and  free  phenol, 
which  is  used  over  again.  Cp.  also  Staveley's 
paper,  J.  Sbe.  Chem.  Ind.  1888,  807.  This 
process  is  ingenious,  but  no  doubt  impracticable, 
especially  owing  to  the  hardly  avoidable  loss  of 
phenol. 

Calcium  hydrosulphide  is  employed  by  Had- 
dock and  Leith  (c/.  infra,  sub.  Soda  waste) ; 
also  by  Simpson  (Eng.  Pat.  17765,  1890)  in  the 
following  way  :  Saltoake,  nitre-cake,  or  the  like 
are  converted  by  Ca(SH)2  into  CaSOj  and 
NaHS  ;  this  is  carried  on  in  closed  vessels  under 
a  pressure  of  60-80  lbs.  per  square  inch.  The 
clear  Uquor  is  decomposed  by  COj,  and  the  HjS 
set  free  is  passed  into  milk  of  hme,  in  order  to 
re-form  the  original  calcium  hydrosulphide. 
The  soda  is  precipitated  as  NaHCOj.  A  special  , 
appUcation  of  tlus  process  is  made  upon  low- 
class  phosphatic  minerals,  which  are  suspended 
in  water  and  treated  with  HjS,  the  Ca(SH)2  in 
solution  being  employed  as  above,  whilst  the 
enriched  phosphatic  mineral  remains  behind. 

Calcium  phosphates  are  employed  in  another 
patent  of  Simpson's  (Eng.  Pat.  18835,  1890). 
They  are  made  to  react  with  sodium  sulphate ; 
the  sodium  phosphate  thus  formed  is  converted 
by  lime  into  caustic  soda  and  calcium  phosphate. 

Soda  from  Sulphate,  after  converting  it 
into  Sulphide. 

By  heating  sodium  sulphate  with  coal  a 
mixture  of  sulphide  and  carbonate  is  obtained, 
and  this  process  has  been  proposed  from  a  very 
early  period  down  to  1839,  among  others  by 
Berzelius,  Gay-Lussac,  Graham,  and  liebig. 
It  is,  however,  quite  impracticable  for  soda- 
making,  except  as  an  intermediary  for  other 
processes,  in  the  first  instance. 

By  adding  calcium  carbonate,  which  is  Le- 
blanc's  process,  and  has  already  been  described. 

Barium  carbonate  has  been  proposed  by 
Reinar  (1858),  in  lieu  of  calcium  carbonate,  but 
there  is  no  advantage  in  this,  and  the  cost  is 
much  too  great. 

Carbonic  acid.  In  1819  At  wood  obtained 
an  English  patent  for  the  decomposition  of 
NajS  by  COj. 

Since  that  date  many  inventors  have  tried 
to  develop  processes  for  the  manufacture  of 
carbonate  of  soda  by  this  reaction,  among 
others:  Gossage  (1838),  Hunt  (1861),  Theissig, 
Verstract  and  Oliver,  Claus  Gomeg,  Weldon, 
Thompson  (1887),  Chance  (1888),  Parnell  and 
Simpson  (1888),  Mathieson  and  Hawhoek  (1886), 
Gossage  and  Williamson  (1888). 

NajS  requires  more  than  one  equivalent  of 
CO2  for  complete  decomposition,  in  fact  it  is 
necessary  to  convert  nearly  all  the  soda  into 
bicarbonate 

I         Na2S+2COj+2H,0=2NaHC03-|-HjS. 

i  The  bicarbonate  of  soda  separating  put  iu  fine 
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Wystals.  Most  of  the  ptocessea  suggested  differed 
Only  in  the  apparatus  used  to  bring  the  oarbou 
dioxide  and  sulphide  into  contact. 

Hunt,  however,  suggested  treating  the  solid 
sulphide  with  carbon  dioxide  and  steam.  Mathie- 
Bon  and  Hawlioek  suggested  the  use  of  a  brine 
solution  instead  of  water  to  dissolve  the  NajS  in 
order  to  take  advantage  of  the  lower  solubility 
of  NaHCOa  in  brine  than  in  water. 

Gossage  and  WiUiamson  for  some  years  made 
determined  efforts  to  succeed  with  this  process, 
but  as  far  as  is  known,  the  sulphide  process  is 
not  in  use  to-day.  The  difSculties  were  : 
(1)  The  technical  difficulty  of  making  the 
sodium  sulphide  itself,  owing  to  its  rapid  action 
in  the  fused  state  on  silicious  material ;  (2)  the 
fall  in  price  of  carbonate  of  soda  owing  to  the 
development  and  cheapening  of  the  ammonia 
soda  process. 

Sodium  bicarbonate  decomposes  NajS  thus  : 
Na,S+2NaHCOs=2NajCO,+H2S.  This  reac- 
tion has  been  several  times  patented  as  a  soda- 
making  process  (first  by  Wilson  in  1840),  but  it 
seems  to  have  a  chance  of  success  ouly  as  a 
means  of  purifying  the  liquor  of  the  Le{>lano 
process  from  the  Na^S  always  contained  therein, 
and  even  there  the  adtion  is  not  instantaneous. 

On  the  contrary,  sodium  sulphide  cannot  be 
completely  decomposed  by  COj,  until  about 
1-6  equivalents  of  COj  are  present  to  1  equiva- 
lent of  soda. 

Alumina  mixed  with  sodium  sulphide  is 
treated  in  a  current  of  hot  air  by  Liermann 
(1878) ;  sodium  aluminate  is  formed,  and  the 
gaseous  products  which  escape  are  passed  into  a 
vitriol  chamber. 

Metallic  oxides — such  as  copper,  zinc,  lead, 
iron  or  manganese  oxide — have  been  very  fre- 
quently proposed  for  decomposing  Na^S  into  a 
metallic  sulphide  and  caustic  soda.  These  pro- 
posals have  hitherto  mostly  failed,  first,  on 
account  of  the  difficulty  of  preparing  NajS  on  a 
manufacturing  scale  ;  second,  because  in  practice 
much  more  than  an  equivalent  of  the  metallic 
oxide  is  required  for  effecting  a  complete  decom- 
position of  NajS  ;  third,  because  the  recovery  of 
the  metallic  oxide  from  the  sulphide  is  too 
costly,  always  entailing  a  loss  of  some  of  the 
metal,  and  never  effecting  a  thorough  utilisation 
of  the  sulphur.  Such  processes  have  been  found 
more  useful  for  purifying  Leblanc's  liquors  from 
Na^S.  StUl,  attempts  are  continually  made  in 
this  way — e.g.  by  Lalande  (D.  R.  P.  41991, 
1887).  lalande's  process  (which  employs  zinc 
oxide)  has  been  found  to  effect  the  desulphnri- 
sation  very  well  when  tried  at  the  St.  Gobain 
works,  but  the  separation  of  the  ZnS  arid  the 
regeneration  of  ZnO  were  found  to  be  too 
troublesome. 

Another  form  of  this  type  of  process  has  been 
invented  by  Ellershausen  (Eng.  Pats.  1015, 
9112,  16676,  1890).  He  first  forms  a  'ferrate 
of  soda,'  similar  to  Lowig's  (p.  48),  by  heating 
sodium  carbonate  with  ferric  oxide ;  on  filtering 
a  solutioti  of  sodium  sulphide  through  a  layer 
of  ferrate  of  soda,  the  sodium  sulphide  is  entirely 
converted  into  sodium  hydroxide,  which  can  be 
easily  manufactured  into  commercial  caustic 
soda.  The  sulphur  is  retained  in  the  form  of  an 
insoluble  ferrosodium-sulphide,  to  which  Ellers- 
hausen gives  the  formula  FejNajSj,  and  which 
retains  one-sixth  of  the  total  soda. 


Iron  or  iron  oxides  decompose  NajS  also  at  a 
red  heat.  Malherbe  in  1778  proposed  iron  which 
was  oxidised  by  the  fire  gases.  Blythe  and  Kopp, 
in  1855,  patented  the  use  of  iron  oxides.  Their 
process  was  tried  on  a  large  scale,  but  given  up 
as  useless  ;  and  this  result  has  been  confirmed 
by  very  extensive  experiments  on  a  manufac- 
turing scale  made  by  Lunge  m  1865.  There 
is  a  double  sulphide  formed  in  this  process,  the 
formula  of  which  is  stated  by  Stromeyer  (Anna- 
len,  107,  233)  to  be  EejNajS, ;  this  must  be  de- 
composed by  COj  in  order  to  yield  Na^CO,  and 
FeS;  but  much  HjS  escapes,  and  the  EeS  is 
much  too  impure  to  be  burned  for  SOj,  as  had 
been  intended  by  Blythe  and  Kopp.  The  mass, 
moreover,  contains  much  sodium  thiosulphate 
and  re-formed  sulphate,  and  the  furnace  bottoms 
are  very  strongly  acted  upon  whatever  material 
may  be  used  for  them, 

MANtTFACTURE  OP  SODA  FROM  SODIUM  NiTKATB. 

A  very  large  quantity  of  sodium  nitrate  is 
indirectly  converted  into  carbonate,  inasmuch 
as  it  is  first  worked  for  nitric  acid,  and  the 
residual  acid  sulphate  ('nitre-cake')  is  worked 
up  along  with  common  salt  in  the  ordinary 
decomposing  pans.  A  considerable  number  of 
proposals  have  been  made  for  making  soda 
purposely  from  sodium  nitrate,  always,  of  course, 
with  the  condition  of  fully  utilising  the  nitric 
acid  as  well.  For  some  time  artificial  potassium 
nitrate  was  made  by  decomposing  native  sodium 
nitrate  by  potassium  carbonate,  chiefly  in  the 
impure  form  of  carbonised  '  vinasse,'  from  the 
manufacture  of  beet-root  sugar  ;  but  this  process 
has  long  been  superseded  by  the  use  of  Stassfurt 
potassium  chloride. 

Silica  or  alumina  expel  nitric  acid  from 
NaNO, ;  so  does  calcium  carbonate  ;  in  all  cases 
the  reaction  takes  place  at  such  high  tempera- 
tures that  the  nitr;o  acid  is  decomposed,  and 
although  its  re-composition  can  be  effected  by 
an  excess  of  air  and  water,  this  costs  too  much 
to  compete  with  the  ordinary  manufacture  of 
nitric  acid.  The  vessels  employed  are  also 
corroded  to  an  enormous  extent.  The  advan- 
tage of  obtaining  the  sodium  in  the  shape  of 
sihoate,  aluminate,  or  even  hydroxide  cannot 
compensate  for  these  drawbacks. 

Ferric  oxide  is  used  by  Bradbum  (Eng.  Pat, 
6710,  1889)  to  convert  sodium  nitrate  (being 
the  residue  of  Dunlop's  chlorine  process)  into 
hydroxide. 

Manupacturb  of  Soda  from  Fblspab. 

Soda  felspar  has  been  several  times  proposed 
for  manufacturing  soda — e.g.  by  Ward  and 
Wynants  (1857  and  1864),  who  heated  it  with 
fluorspar,  chalk,  and  lime  ;  but  this  process  has 
been  found  far  too  costly  even  for  potash,  and 
is  not  likely  ever  to  answer  for  soda. 

Manufactukb  of  Soda  from  Cryolite, 
This  mineral  is  found  mainly  in  one  locality 
—namely,  the  bay  of  Evigtok,  in  South  Green- 
land,  where  it  was  discovered  by  whalers,  and 
again  by  Giesecke'  (1806-1813).  Since  1849  it 
has  become  of  some  importance,  because  Julius 
Thomsen,  of  Copenhagen,  proved  it  to  be 
easily  decomposable  by  Ume,  and  to  yield  very 
pure  soda  and  alumina.  It  was  first  worked 
upon  a  large  scale  in  1854,  and  several  factories 
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were  erected  for  this  purpose  in  various  parts  of 
Europe,  but  since  1865  the  Pennsylvania  Salt 
Manufacturing  Company  at  Natrona,  near 
Kttsburg,  has  obtained  the  control  of  nearly 
all  the  available  mineral,  so  that  no  soda  is  made 
from  it  elsewhere. 

Cryolite  is  a  double  fluoride  of  aluminium 
and  sodium,  of  the  formula  AljF,,6NaF ;  in  the 
pure  state  it  contains  12-85  Al,  32-78  Na,  64-37 
P,  corresponding  to  24-23  Mfi,  and  44-17  NajO, 
but  as  it  comes  into  trade  it  usually  contains 
about  15  p.c.  of  impurities  (galena,  pyrites,  fluor- 
spa;r,  limespar).  It  is  a  snow-white  mineral, 
easily  fusible,  and  soluble  in  concentrated  sul- 
phuric aSd,  but  insoluble  in  hydrochloric  acid. 

Thomsen's  process  for  working  it  up  (which 
is  the  only  one  carried  out  in  practice)  consists 
in  igniting  it  with  calcium  carbonate,  when  COj 
escapes  and  soluble  sodium  aluminatet  with  in- 
soluble calcium  fluoride,  remain  behind  : 
AUFj-eNal"  +  6CaCOs=Al203,3IfajO  +  eCaTa+eCOa. 

Finely-ground  cryolite  (100  parts  J)  is  inti- 
mately mixed  with  150  parts  of  ground  chalk, 
and  some  of  the  impure  CaFj  obtained  in  the 
process  itself  is  added  to  the  mixture,  which 
causes  it  to  decompose  more  completely  and 
greatly  increases  the  yield  of  valuable  products. 
The  mass  must  be  spread  in  a  thin  layer,  and 
must  be  heated  to  a  red  heat,  but  short  of  being 
fluxed,  which  would  cause  an  imperfect  decom- 
position. This  is  done  in  furnaces  specially  con- 
structed by  Thomsen  for  thia  purpose,  which 
finish  each  charge  of  9J  cwt.  in  2  hours  (c/. 
Lunge's  Sulphuric  Acid  and  Alkali,  iii.  p.  220). 

The  furnace  charge  is  put,  while  hot,  into 
the  lixiviating  tanks,  and  is  methodically  washed. 
The  residue  from  tiiis  operation  is  an  impure 
calcium  fluoride  (containing  62  p.c.  CaF^,  12  p.c, 
CaCOj,  5-6  p.c.  CaO,  &o.).  It  is  used  for  malang 
bottle  glass,  for  enamelling  stone  ware,  as  a 
metallurgical  flux,  &c.  The  solution  of  Sodium 
alumiuate  obtained,  which  tests  from  48°-60° 
Tw.,  is  decomposed  in  revolving  cylinders,  or  in 
vessels  provided  with  agitators,  by  the  carbon 
dioxide  from  a  lime  kiln. 

The  final  result  of  the  decomposition  is 
stated  thus : 

Al203,3NajOH-3COii+3H20=Alj(OH)a+3Na2C03; 
but  in  reality  a  compound  of  45  p.c.  alumina, 
20  p.c.  sodium  carbonate,  and  35  p.c.  water  is 
precipitated  in  a  granular  state,  and  must  be 
freed  from  soda  by  long  washing  with  hot  water. 
This  is  carried  on  until  the  aluminium  hydroxide 
contains  only  2  p.c.  of  soda.  Most  of  it  is  con- 
verted into  aluminium  sulphate  by  dissolving  it 
in  dilute  sulphuric  acid  at  90°C.,  and  boiling 
down  the  solution  in  copper  pans  to  the  con- 
sistency of  treacle ;  it  is  then  poured  into 
moulds  and  soUdifies  on  coohng.  The  richest 
commercial  article  contains  20  p.c.  AljOj. 

The  solution  produced  in  the  precipitating 
vessels  is  boiled  down  to  66°Tw.,  and  on  cooUng 
yields  a  crop  of  extremely  pure  soda  crystals, 
containing  hardly  more  than  J  p.c.  of  foreign 
salts.  The  mother-liquors  are  so  pure  that  they 
can  always  be  taken  back  again  into  the  process. 

The  Commercial  Soda  Test. 

The  commercial  soda  test  used  for  trade 

purposes  for  both  caustic  soda  and  soda  ash 

does  not  agree  with  the  real  percentage  of  NajO 

in  the  product.    This  is  well  known  to  the  trade 


and  is  universally  accepted  under  the  naltee  oi 
the  Liverpool  test. 

The  discrepancy  between  real  soda  and  the 
commercial  test  originated  in  the  early  days  of 
the  manufacture,  when  the  equivalent  of  NajO 
was  considered  to  be  32  and  of  NajCOj  54. 

The  percentage  of  Na^O  in  Na^COa  was 
therefore  co~nsidered  to  be  59-26  p.c. 'NajO. 
With  the  modem  equivalents  of  31 :  53,  the 
actual  percentage  of  Na^O  in  Na^CO,  is  of 
course  58-49  p.c.  Na^O. 

In  the  same  way,  a  caustic  soda  with  an  actual 
test  of  70  p.c.  Na^O  would,  by  the  commercial 
test,  be  said  to  contain  70-92  p.c.  NajO.     A.  C. 

Sodamide  NaNHj  was  discovered  by  Gay 
Lussao  and  Th^nard.  It  is  produced  when  a 
solution  of  sodium  in  liquid  ammonia  is  allowed 
to  stand  at  the  ordinary  temperature : 

2Na+2NH3=2NaNH2+H2 
The  reaction  is  considerably  accelerated  by  the 
presence  of  a  catalyst,  such  as  platinised  asbestos: 

The  usual  method  of  preparation,  and  the 
one  employed  technically,  consists  in  passing  a 
stream  of  dry  ammonia  gas  over  metallic  sodium 
heated  to  SOO'-iOO"  in  an  iron  retort,  when  it  is 
obtained  as  a  waxy  mass  which  is  white  when 
perfectly  pure,  but  usually  possesses  a  brownish 
or  greenish  tint  due  to  the  presence  of  traces  of 
other  substances. 

When  heated,  sodamide  softens  at  149°  and 
melts  at  155°,  forming  a  bright  green  liquid. 
At  a  red  heat  it  decomposes  slowly  into  its 
elements,  but  it  may  be  distilled  under  ordinary 
pressure  at  about  400°  with  only  slight  de- 
composition. On  exposure  to  air  it  absorbs 
moisture  and  carbon  dioxide  and  becomes  con- 
verted into  a  mixture  of  sodium  nitrite,  car- 
bonate and  hydroxide.  Sodamide  is  an  ex- 
ceedingly reactive  substance  ;  heated  in  a  current 
of  carbon  dioxide  it  glows,  and  is  converted  into 
cyanamide : 

2NaNH2-fC02=2NaOH-fCN-NH2 
with  nitrous  oxide  it  yields  sodium  azide  : 
NaNHj+N20=N3Na+HjO 

It  is  decomposed  by  water  with  explosive- 
violence,  producing  ammonia  and  caustic  soda, 
and  acts  as  an  extremely  powerful  dehydrating 
agent.  On  this  account  it  has  of  late  years 
been  manufactured  on  the  large  scale  for  use  in 
the  artificial  indigo  industry  to  replace  the 
caustic  soda  formerly  employed  to  remove, 
water  in  the  conversion  of  phenylglycocoU  into 
indigo  blue  (vide  Indigo,  aktificial). 

It  has  also  found  application  in  many  other, 
organic  syntheses,  and  in  the  preparation  of 
pure  hydrazine,  which  it  yields  when  heated 
with  hydrazine  hydrate. 

Sodamide  is  an  intermediate  product  in  the 
manufacture  of  sodium  cyanide.  In  this  pro- 
cess, ammonia  is  led  into  a  fused  mixture  of' 
sodium  cyanide,  metallic  sodium  and  carbon, 
when  the  sodamide  first  produced  reacts  with 
the  cyanide  to  form  disodiumoyanamide : 

NaNHj+NaCN=CN-NNa2+H2 
At  a  somewhat  higher  temperature,  this  com- 
pound is  decomposed  by  the  carbon  present, 
being    converted    quantitatively    into    sodium 
cyanide. 

Sodium  nltroprussideNaj[Fe(NO)(CN)B],2H20 
was  discovered  by  Playfair  in  1^50.     In  order 
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to  prepare  it,  powdered  potassium  ferrooyanide 
is  treated  with  twice  its  weight  of  concentrated 
nitric  acid,  previously  diluted  with  its  own 
volume  of  water.  The  mixture  turns  brown, 
and  carbon  dioxide,  cyanogen,  nitrogen,  and 
hydrocyanic  acid  are  evolved.  As  soon  as  solu- 
tion is  complete  the  liquid  is  warmed  on  a 
water-bath  until  a  few  drops  give  a  slate- 
coloured  precipitate  on  the  addition  of  ferrous 
sulphate.  It  is  then  allowed  to  cool,  when 
crystals  of  potassium  nitrate  separate  out.  The 
solution  separated  from  the  crystals  is  neutralised 
with  sodium  carbonate,  filtered,  and  evaporated, 
when  ruby-red  crystals  of  sodium  nitroprusside 
are  obtained,  which  must  be  reorystallised  to 
free  them  from  admixed  nitrate. 

Another  method  of  preparation  consists  in 
mixing  a  concentrated  aqueous  solution  of  ferrous 
sulphate  with  a  solution  containing  equal  parts 
of  potassium  cyanide  and  sodium  nitrite,  and 
allowing  the  mixture  to  remain  at  the  ordinary 
temperature  for  five  hours.  Ferric  hydroxide 
is  deposited,  and  nitrogen  and  nitric  oxide 
evolved.  The  liquid  is  then  heated  to  25°  for  a 
short  time,  made  shghtly  alkaline  with  caustic 
soda,  filtered,  and  the  sodium  nitroprusside  ob- 
tained by  evaporation  and  crystallisation. 

Sodium  nitroprusside  forms  ruby-red  rhombic 
crystals,  which  contain  two  molecules  of  water 
of  crystallisation.  It  dissolves  in  2J  parts  of 
water  at  15°,  and  in  a  smaller  quantity  of  hot 
water.  The  solution  decomposes  on  exposure 
to  light  with  separation  of  Prussian  blue  and 
evolution  of  nitric  oxide.  A  concentrated 
solution  is  used  as  a  reagent  for  the  detection  of 
smaU  amounts  of  sulphur  existing  in  the  form  of 
allialine  sulphide,  ,a  deep  violet  colour  being 
produced.  The  colour  is  suificiently  intense  to 
be  noticeable  in  a  solution  containing  only 
0-0000018  grms.  of  HaS  in  the  form  of  ammonium 
sulphide,  and  by  employing  a  capillary  tube  when 
applying  the  test  one-tenth  of  this  amount 
can  b»  detected.  The  solution  to  be  tested  must 
be  as  concentrated  as  possible,  and  an  excess  of 
caustic  soda  in  the  liquid  should  be  avoided,  as 
this  tends  to  prevent  the  development  of  the 
colour.  The  most  suitable  alkali  to  employ  is 
ammonia,  an  excess  of  which  has  no  such  re- 
tarding action  (Reichard,  Zeitsch.  anal.  Chem. 
1904,  43,  222). 

The  nature  of  the  coloured  compound  pro- 
duced is  at  present  a  matter  of  uncertainty,  but 
it  is  probably  represented  by  the  formula 
■Na3[I'e(N0-SNa){CN)j]  as  the  action  of  thiourea 
on  sodium  nitroprusside  yields  a  compound 
Na3|Te(NO-NH-CS-NH2){CN)s]  which  is  a  car- 
mine red  powder,  closely  resembling  the  sub- 
stance formed  from  nitroprussides  and  sulphides. 

SOFT  CEMENTS  v.  Lutes. 

SOILS.  (1)  Classification,  Various  classi- 
fications of  soils  have  been  proposed,  the  most 
general  may  be  described  as  Genetic,'  in  which 
the  position  of  the  soil  is  determined  by  its 
origin,  and  the  factors  of  climate  and  vegetation 
which  have  given  rise  to  it.  TulaikofE  (J.  Agrio. 
Sci.- 1908,  3,  80)  distinguishes  : 

1.  Lateiite  soils  developed  in  humid  tropical 
climates  and  marked  by  a  large  proportion  of 
hydrated  ferric  oxide  and  alumina, 

2.  Wind  blown  loess  soils. 

3.  Soils  of  the  dry  steppes,  distinguished  by 
their  richness  in  soluble  salts,  often  alkaline. 


4.  Black  soils  (Tchemozem),  containing  large 
quantities  of  neutral  humus. 

6.  Gray  forest  soils  containing  less  humus. 

6.  Peat  and  ashy  soils  (Podzol).  In  this 
group  are  included  all  the  soils  of  Great  Britain. 

7.  Tundra  soils. 

Under  British  conditions  we  may  distinguish 
between  sedentary  soils  which  have  arisen  in 
situ  through  the  weathering  of  the  underlying 
rock,  and  drift  soils  (soils  of  transport  or  alluvJEil 
soils)  which  have  reached  their  present  position 
through  the  action  of  running  water  or  ice. 
The  mixed  soils  of  steep  slopes  which  have 
either  been  washed  or  rolled  down  from  above 
and  containing  angular  fragments  of  diverse 
origin  are  sometimes  separated  as  coUuvial  soils. 

The  farmer  is  accustomed  to  classify  soils 
according  to  the  ease  or  otherwise  with  which 
they  can  be  worked,  as  sand,  loams,  and  clays, 
with  suitable  subdivisions,  e.g.  sandy  loams. 
These  terms  possess,  however,  widely  different 
meanings  according  to  the  amount  of  rainfall 
which  prevails,  and  can  only  be  given  any 
scientific  value  by  correlating  them  with  the 
mechanical  analysis  of  the  soil. 

(2)  Proximate  composition  of  the  soil :  mechani- 
cal analysis.  The  texture  of  the  soil  and  the 
inanner  in  which  it  will  behave  under  cultivation 
are  determined  by  the  relative  proportions  of 
sand,  clay,  calcium  carbonate,  and  humus  or 
organic  matter  which  it  contains.  By  sand  is 
meant  the  coarser  particles  generally  consisting 
of  silica.  As  it  is  convenient  to  take  an  arbitrary 
limit  of  size,  sand  may  be  defined  as  consisting  of 
particles  smaller  than  1  and  coarser  than  0"04  mm. 
in  diameter.  Such  material  is  distinguished  by 
the  small  amount  of  water  it  will  contain  and 
by  its  lack  of  coherence  when  dry.  Clay  con- 
sists of  the  finest  particles  present  in  the  soil 
and  is  distinguished  by  the  large  amount  of 
water  that  it  will  retain,  by  its  plasticity  and 
impermeability  to  water  when  wet,  and  by  its 
power  of  shrinking  and  cracking  when  dry  and 
swelling  again  on  wetting.  When  diffused 
through  water,  the  clay  particles  can  be  floccu- 
lated or  coagulated  by  small  quantities  of 
various  soluble  salts  (Hall  and  Morison,  .1.  Agric. 
Sci.  1907,  2,  244).  The  properties  of  clay  have 
been  attributed  to  the  presence  of  a  small  pro- 
portion of  colloidal  material,  but  it  is  doubtful 
if  any  such  distinction  can  be  drawn.  If  we 
take  0-002  mm.  as  the  superior  limit  of  size  for 
the  clay  particles  they  run  down  without  any 
break  to  particles  of  ultra-mioroscopio  size 
which  remain  indefinitely  in  suspension  in  a 
neutral  liquid,  forming  what  might  be  described 
as  a  '  coUoidalsolution.'  While  clay  mainly  con- 
sists of  hydrated  silicates  of  alumina  (kaolinite) 
there  are  also  present  notable  proportions  of 
zeolites — double  silicates  of  alumina  with  soda, 
potash,  lime  and  magnesia,  also  ferric  hydrates 
and  an  admixture  of  very  finely  divided  silica. 
For  the  purposes  of  analysis,  the  clay  particles 
are  divided  by  their  size  and  not  by  their  chemi- 
cal composition.  It  is  generally  convenient  to 
distinguish  the  groUps  of  particles  intermediate 
between  sand  and  clay  as  silts. 

All  fertile  soils  contain  some  proportion  of 
calcium  carbonate  finely  disseminated  throughout 
the  soil.  The  proportion  may  vary  from  60  p.c. 
or  more  in  purely  calcareous  soils  down  to  an 
inappreciable  amount.    Soils  in  which  calcium 
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carbonate   ahd   clay   ptcdomiuatc   are   usually 
distinguished  as  marls. 

The  organic  matter  of  soils  consists  in  the 
main  of  the  debris  of  previous  vegetation.  It 
is  a,  mixture,  of  various  complex  substances, 
some  of  them  containing  nitrogen,  and  from  it 
a  few  distinct  compounds  have  been  isolated  {see 
Schreiner,  U.S.  Bureau  of  Soils,  Sull.  53  and  74). 
In  fertile  soils  the  organic  matter  usually  possesses 
a  neutral  reaction  and  largely  consists  of  calcium 
salts  of  the  so-called  '  humic  acid.*  Humio  acid 
does  not  possess  any  distinct  composition  and 
though  it  may  in  part  be  identical  with  the 
humic  acid  that  can  be  prepared  by  the  de- ' 
composition  of  sugar,  it  cannot  be  obtained  from 
soil  in  a  state  free  from  nitrogen.  Humic  acid 
is  soluble  in  ammonia  and  other  alkalis  and 
may  be  extracted  from  soil,  peat,  &c.,  by  first 
treating  the  material  with  hydrochloric  acid  to 
decompose  the  calcium  humate,  washing,  and 
then  extracting  with  an  alkali  solution  from 
which  it  may  be  precipitated  by  acid.  Soils  in 
which  the  organic  matter  predominates  are 
always  black  in  colour,  retentive  of  water  and 
possessed  of  a  very  friable  texture  when  dry. 
These  peaty  or  boggy  soils  may  Jbe  either  acid 
in  reaction,  e.g.  peaty  and  moorland  soils,  or 
neutral  like  the  soils  of  the  Fens. 

The  separation  of  the  soil  into  its  proxi- 
mate constituents  is  known  as  a  mechanical 
analysis,  and  the  process  consists  in  grading  the 
particles  (a)  according  to  the  velocity  of  the 
stream  of  water  by  which  they  can  be  carried,  or 
(5)  according  to  the  time  in  which  they  will 
remain  suspended  in  a  column  of  water  of  a 
given  height.  The  two  methods  are  identical 
in  principle  and  may  be  made  to  give  similar 
results,  but  in  most  laboratories  it  is  convenient 
to  adopt  the  beaker  method  of  separation  by 
suspension. 

A.  Sampling.  In  Great  Britain,  the  layer 
down  to  a  depth  of  9  ins.  is  usually  considered 
to  represent  the  soil.  Probably  a  depth  of 
20  cm.  would  have  been  more  satisfactory,  since 
it  represents  more  nearly  the  layer  which  is 
usually  stirred  by  the  plough,  but  so  many 
analyses  have  now  been  made  on  the  9  in.  basis 
that  it  is  desirable  to  retain  the  convention.  In 
certain  cases  •  of  very  shallow  soils  the  soil 
changes  suddenly  at  a  smaller  depth  than  9  ins. 
into  something  which  can  hardly  be  regarded 
as  sub-soil,  as  for  instance,  into  pure  chalk  rock. 
In  these  cases,  the  sampling  must  be  stopped  at 
the  line  of  division,  which  should  be  recorded. 
To  obtain  a  sample  two  methods  are  commonly 
employed.  In  the  first,  a  steel  box,  6  ins.  in 
section,  is  driven  into  the  ground  to  a  depth  of 
9  ins.  and  its  contents  removed.  In  the  second 
case,  an  auger  of  not  more  than  2  ins.  in  diameter 
is  employed.  It  is  always  necessary  to  take  a 
number  of  samples  on  the  same  piece  of  land 
and  mix  them  before  analysis,  and  the  advantage 
of  the  auger  method  lies  in  the  number  of 
samples  that  can  be  quickly  obtained  without 
unduly  increasing  the  bulk  of  material  to  be 
handled.  The  firat  sampling  is  usually  followed 
by  <i  second  one,  taking  the  second.  9  ins.  to 
represent  the  subsoil.  Small  samples  for 
examination,  and  even  for  approximate  analyses, 
may  be  rapidly  obtained  down  to  a  considerable 
depth  by  means  of  an  auger  such  as  is  used  by 
shipwrights.    For  details  of  sampling,  Hall's 


'The  Soil'  (Muttray,  1908),  p.  47,  may  be 
consulted. 

The  samples,  on  reaching  the  laboratory, 
should  be  spread  out  on  shallow  trays  to  dry  at 
a  temperature  not  exceeding  40°.  The  proc|sa 
is  much  accelerated  by  occasionally  stirring  and 
by  crumbling  down  the  lumps  of  the  stiffer  soils 
with  the  fingers  before  they  become  quite  dry. 
The  dried  soil  is  passed  through  a  brass  sieve 
with  holes  3  mm.  in  diameter,  the  lumps  being 
gently  worked  down  in  a  mortar  with  a  wooden 
pestle.  The  material- passing  through  the  sieve 
is  approximately  weighed  and  also  the  material 
remaining  on  the  sieve,  which  is  then  thoroughly 
washed  on  the  sieve  under  a  stream  of  running 
water.  After  drying,  the  stones  which  remain 
on  the  sieve  are  weighed  to  obtain  the  proportion 
of  stones  in  the  total  sample  as  brought  from 
the  field.  The  material  which  passes  the  3  mm. 
sieve  is  regarded  as  the  fine  earth  for  analysis. 

B.  Mechanical  analysis.  Two  portions  of. 
10  grms.  and  one  of  50  grms.  of  the  fine  earth 
are  weighed  out.  One  10  grm.  portion  is  dried 
for  24  hours  at  100°,  and  then  ignited  in  an  open 
basin  over  an  Argand  at  a  dull  red  heat  with 
occasional  stirring  to  obtain  (1)  hygroscopic 
moisture,  (2)  loss  on  ignition.  The  second 
10  grm.  lot  is  placed  in  a  basin  and  covered  with 
100  CO.  of  N/5  hydrochloric  acid  to  dissolve 
out  the  carbonates  and  break  up  the  calcium 
humate.  The  soil  is  rubbed  up  into  a  fine  paste 
with  a  rubber  pestle  made  by  fixing  a  small  solid 
rubber  bung  on  a  stout  glass  rod.  After  stand- 
ing for  an  hour  the  soil  is  thrown  upon  a  tared 
filter  and  washed  until  all  acid  is  removed.  The 
filter  and  its  contents  are  then  dried,  the  loss 
representing  the  hygroscopic  moisture  plus 
soluble  salts.  The  soil  is  now  washed  off  the 
filter  with  water  containing  abopt  1  c.c.  of 
ammonia  in  600  c.c.  water  on  to  a  small  sieve 
made  with  No.  100  brass  wire  cloth,  the  portion 
passing  through  being  collected  in  a  beaker  7  or 
8  o.c.  in  diameter  with  a  mark  on  the  side  8-5  c.c. 
from  the  bottom.  The  material  on  the  sieve  is 
dried  and  weighed  to  represent  the  coarse  sand 
and  fine  gravel.  As  the  proportion  of  this 
coarse  material  is  likely  to  be  affected  by 
irregular  sampling  when  determined  on  10  grms. 
only,  it  is  advisable  to  repeat  these  operations 
on  the  50  grm.  sample  without,  however,  pre- 
serving the  material  passing  through  the  sieve. 
The  residue  after  drying  and  weighing  is  then 
divided  into  '  fine  gravel '  and  '  coarse  sand  ' 
by  means  of  a  sieve  with  round  holes  1  mm.  in 
diameter.  The  beaker  containing  the  portion 
of  the  10  grm.  sample  which  passed  through  the 
wire  cloth  sieve  is  now  well  stirred  up  with  the 
rubber  pestle,  filled  to  the  8-5  mark  with 
ammoniacal  water  and  put  aside  to  stand  for 
24  hours.  The  turbid  supernatant  liquid  is 
then  rapidly  poured  off  into  a  large  jar,  and  the 
deposit  at  the  bottom  of  the  beaker  is  rubbed  up 
with  a  rubber  pestle  and  more  ammoniacal 
water  as  before.  The  operations  of  filling  up 
to  the  mark,  standing  for  24  hours,  and-jrouring 
off  the  turbid  liquid  are  gone  through  as  before 
and  repeated  every  day  as  long  as  any  material 
remains  in  suspension  for  the  24  hour  period. 
Generally,  7  to  10  decantations  will  be  sufficient, 
after  which  the  bulk  of  turbid  liquid  is  evaporated 
down  and  finally  brought  into  a  tared  basin, 
dried  and  weighed.    This  fraction  consists  of 
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clay  patticles  less  than  0-002  mm.  in  diameter, 
together  with  a  certain  amount  of  humus. 
After  drying  it,  is  ignited  as  before  and  re- 
weighed  to  obtain  the  weight  of  the  '  clay.'  The 
sediment  from  wliich  the  clay  has  been  removed 
is  worked  up  as  before  in  the  beaker,  which, 
however,  is  only  filled  to  the  depth  of  7-5  cm. 
The  contents  are  allowed  to  stand  for  12J 
minutes  only,  when  the  liquid  is  poured  off  into 
a  large  jar  as  before.  The  operations  are  re- 
peated until  aU  the  sediment  settles  in  12 J 
minutes  and  the  liquid  above  is  left  quite  clear. 
The  contents  of  the  second  jar  are  now  eva- 
porated to  dryness  and  weighed  as  in  operation 

3.  before  and  after  ignition ;  this  fraction  is 
designated  '  fine  silt '  and  consists  of  particles 
between  O-OIO  and  0-002  mm.  in  diameter. 

The  sediment  remaining  in  the  beaker  is 
worked  up  afresh  just  as  in  the  previous  opera- 
tions, the  mark  being  now  placed  10  cm.  from 
the  bottom  of  the  beaker,  and  the  time  of  settle- 
ment fixed  at  one  hundred  seconds.  The  sedi- 
ment is  dried  and  weighed  as  '  fine  sand  '  while 
the  portion  that  is  poured  off  is  obtained  by 
evaporation  as  in  the  previous  operations  and 
is  designated  as  '  silt.'  The  soil  has  thus  been 
divided  iuto  the  following  series — 

Diameter  in  millimetres 

Max.  Min. 

1.  Stones  and  gravel       —  3-0     1  Separated 

2.  Fine  gravel     .         .3-0        1-0     [     by  sift- 
•  3.  Coarse  sand    .         .1-0  0-2     )     ing. 

4.  Fine  sand       .         .  0-2  0-04  ]s.„..„t.d 

5.  Silt        .         .         .  0-04  0-01   P X'^^'b- 

6.  Fine  silt  .         .  001  0-002      ^^^o 

7.  Clay      .         .         .  0-002       —   J    «<lenoe. 

The  sizes  of  the  particles  in  the  above  groups, 
which  is  determined  by  the  depth  of  the  liquid 
and  the  time  of  settlement,  are  purely  conven- 
tional and  are  those  in  use  by  agreement  in  the 
United  Kingdom.  For  discussion  of  the  method 
see  HaU,  Chem.  Soc.  Trans.  1904,  85,  950. 

Chbmioai,  Analysis. 
As  in  a  mechanical  analysis,  certain  conven- 
tions as  to  the  sampling,  nature  of  the  solvent, 
and  time  of  its  action  have  to  be  adopted.  The 
conventions  followed  below  are  general  in  the 
United  Kingdom.  The  air-dried  fine  earth 
passing  the  3  mm.  sieve  is  taken  and  a  portion 
of  about  100  grms.  is  ground  in  a  miU  or  broken 
in  a  steel  mortar  until  it  aU  passes  through  a 
sieve  with  round  holes  1  mm.  in  diameter. 
Hygroscopic  moisture  and  loss  on  ignition  are 
determined  as  before. 

C.  Nitrogen  is  determined  in  10  to  20  grms. 
of  the  ground  material  by  Kjeldahl's  process ; 
no  correction  need  be  made  for  the  nitrate  that 
is  present. 

D.  The  determination  of  calcium  and  other 
earthy  carbonates  is  of  great  importance, 
especially  when  the  amount  is  low.  It  is  not 
sufficient  to  determine  the  calcium,  which  may 
be  present  in  considerable  amounts  as  silicate, 
humate,  &o.,  even  when  the  soil  is -acid  from 
lack  of  calcium  carbonate.  The  earthy  car- 
bonates are  best  determined  from  the  carbon 
dioxide  evolved  on  treatment  with  acid,  being 
calculated  as  though  they  consisted  entirely  of 
calcium  carbonate.  The  most  exact  method, 
when  the  quantity  involved  is  small,  consists  in 
liberating  the  carbon  dioxide  by  treatment  with 
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dilute  acid  at  low  pressure,  absorbing  the  carbon 
dioxide  by  dilute  caustic  soda  in  a  Beiaet  tower 
and  estimating  the  carbon  dioxide  by  double 
titration,  first  with  phenolphthalein  and  then 
with  methyl  orange  as  indicators  (see  Amos,  J. 
Agric.  Sci.  1905,  1,  322). 

E.  For  the  determinations  of  soluble  con- 
stituents, 20  grms.  of  the  powdered  soil  are 
placed  in  a  flask  of  Jena  glass,  covered  with 
about  70  c.c.  of  strong  hydrochloric  acid,  and 
boiled  for  a  short  time  over  a  naked  flame  to 
bring  the  acid  to  constant  strength  containing 
about  20-2  p.c.  of  pure  hydrogen  chloride.  The 
flask  is  loosely  stoppered,  placed  on  the  water- 
bath,  and  the  contents  allowed  to  digest  for 
48  hours.  The  solution  is  then  cooled,  diluted, 
and  filtered.  The  washed  residue  is  dried  and 
weighed  as  the  material  insoluble  in  acids. 

The  solution  is  made  up  to  a  litre  and  aliquot 
portions  are  taken  for  the  various  determina- 
tions. The  analytical  operations  are  carried 
out  in  the  usual  manner,  but  special  care  must 
be  taken  to  free  the  solution  from  silica  and 
organic  matter. 

For  determination  of  the  potash  and  phos- 
phoric acid,  50  c.c.  of  the  solution  is  taken  and 
evaporated  to  dryness,  about  half  a  gram  of 
calcium  carbonate  being  added  during  evapora- 
tion if  the  soil  is  poor  in  calcium.  The  contents 
of  the  dish  are  then  ignited  over  an  Argand  or 
a  Bunsen  burner  at  a  black  or  very  dull  red  heat, 
the  material  being  constantly  stirred  with  a 
small  glass  pestle  made  by  flattening  out  the 
end  of  a  glass  rod.  After  cooling,  a  few  c.c.  of 
water  is  added  and  the  mass  is  worked  up 
with  the  pestle,  60-80  c.c.  of  water  is  then 
added  and  the  contents  of  the  dish  are  boiled 
for  half  an  hour.  The  solution  is  filtered  off, 
the  residue  washed  and  the  solution  taken  for 
determination  of  the  potash  by  precipitation 
with  platinic  chloride  in  the  usual  way.  The 
residue  is  washed  back  on  to  the  dish,  50  c.c.  of 
water  and  10  c.c.  of  strong  sulphuric  acid  are 
added  and  the  whole  boiled  for  half  an  hour. 
The  solution  is  filtered  and  used  for  the  deter- 
mination of  phosphoric  acid  by  precipitation 
with  ammonium  molybdate,  the  molybdic  acid 
precipitate  being  either  weighed  or  estimated 
by  titration,  m  some  cases,  finely  divided 
ferric  oxide  comes  through  the  filter  paper  in 
making  up  the  solution,  in  which  case  5  c.c.  of 
hydrochloric  acid  is  added  and  the  whole  eva- 
porated nearly  to  dryness.  This  will  bring  the 
iron  into  solution,  when  it  will  not  interfere 
with  the  determination. 

Calcium,  magnesium,  iron,  manganese,  and 
sulphuric  acid  may  also  be  determined  in  the 
hydrochloric  acid  extract. 

The  determinations  just  described  give  what 
is  commonly  called  the  total  plant  food  in  the 
soil.  It  wiU  be  seen  that  the  quantities  re- 
vealed are  usually  very  great,  if  we  consider  that 
the  layer  of  soil  down  to  the  depth  of  9  ins.  over 
an  acre  weighs  from  24  to  3  million  pounds. 
As  a  rule,  hydrochloric  acid  toII  extract  some- 
thing in  the  order  of  0-1  p.c.  of  phosphoric  acid 
and  from  0-3  to  0-5  p.c.  of  potash,  proportions 
which  would  correspond  to  about  3000  pounds 
of  phosphoric  acid  and  10,000  lbs.  of  potash  per 
acre,  whereas  the  average  crop  will  remove  not 
more  than  60  lbs.  of  phosphoric  acid  and  200  lbs. 
per  acre  of  potash.   It  is  clear  that  the  quantities 


82 


SOILS. 


thus  determined  throw  very  little  light  upon 
the  need,  or  otherwise,  for  the  application  of 
particular  fertilisers  to  the  soil,  since  the  soil 
is  shown  to  contain  far  more  than  is  sufficient 
for  a  maximum  crop.  Even  the  extraction  with 
hydrochloric  acid  does  not  measure  the  total 
amount  of  plant  food  in  the  soil ;  if,  for  example, 
the  soil  is  completely  brought  into  solution  by 
fusion  with  ammonium  fluoride  as  much  as 
2  p.o.  of  potash  may  be  found  in  clay  soils,  and 
this  quantity  is  in  a  sense  the  only  absolute 
measurement  that  can  be  made. 

In  order  to  obtain  by  analysis  some  practical 
guidance  as  to  the  requirements  of  the  soil, 
attempts  have  been  made  to  discriminate  between 
the  total  amount  of  plant  food  in  the  soil  and  that 
which  may  be  regarded  as  readily  available  to  the 
plant,  i.e.  that  which  is  soluble  in  such  weak 
solvents  as  may  be  at  work  under  natural  con- 
ditions. In  the  soil  ire  situ  there  is  every  reason 
to  suppose  that  the  solvent  action  is  carried  on 
by  water  containing  carbon  dioxide  in  solution, 
partly  by  the  natural  soil  water,  and  partly  by 
the  more  concentrated  solution  of  carbon 
dioxide  which  forms  in  contact  with  the  plant 
roots  that  are  always  excreting  carbon  dioxide. 
As  the  gases  entangled  in  the  soil  always  contain 
more  carbon  dioxide  than  ordinary  air  (up  to 

5  p.c.  by  volume),  the  soil  water  contains  a 
corresponding  amount  of  carbon  dioxide,  and 
BO  becomes  a  more  effective  solvent  of  phosphoric 
acid  and  potash.  Attempts  have  been  made  to 
use  water  saturated  with  carbon  dioxide  as  an 
analytical  agent  to  determine  the  available 
mineral  constituents  in  the  soil ;  but  although  this 
is  the  solvent  with  the  best  a  priori  justification, 
its  use  has  not  been  general  and  there  are  not 
sufficient  data  obtained  by  its  means  for  com- 
parison. For  the  present,  therefore,  it  must 
remain  as  a  research  method  hardly  available  for 
general  analytical  purposes.  It  is  customary  to 
employ  a  solution  containing  1  p.c.  of  citric  acid 
to  determine  the  phosphoric  acid  and  potash  that 
may  be  regarded  as  available.  Other  available 
constituents  which  may  be  taken  to  measure 
the  fertility  of  a  given  soil  are  the  nitrates  and 
the  ammonium  compounds  and  also  the  humus 
compounds  soluble  in  dilute  alkali — ^the  soluble 
humus  or  matiere  noire — which  represents  that 
part  of  the  organic  matter  in  the  soil  likely  to 
be  readily  oxidised. 

F.  Nitrates.  The  soil  sample  niust  be 
rapidly  dried  in  the  steam  oven,  since  slow 
drying  at  temperatures  a  little  above  the  normal 
would  result  in  the  formation  of  nitrates. 
After  drying  the  soil  is  roughly  powdered  and 
passed  through  a  3  mm.  sieve  as  before.  200 
grms.  of  the  sample  are  then  packed  on  a 
Buchner  funnel,  6  ins.  in  diameter,  connected 
with  a  filter  pump.  The  soil  is  washed  with 
successive  portions  of  hot  water,  and  if  care  is 
taken  to  avoid  plastering  the  wet  soil  it  is 
possible  to  wash  all  the  nitrates  through  in  the 
first  100  c.c.  or  so  of  the  water  that  reaches  the 
filtering  flask.  The  nitrates  in  the  solution  thus 
obtained  are  estimated  by  the  standard  methods. 
In  the  Rothamsted  laboratory,  it  has  been  found 
most  convenient  to  proceed  by  reducing  them 
to  ammonia  by  the  zinc -copper  couple,  as 
devised  by  Thorpe  (Chcm.  Soo.  Trans.  1873, 
20,    541).     Strips    of    thin    sheet    zinc    about 

6  ins.  long  and  1^  ins.  broad  are  cleaned  by 


immersion  in  dilute  caustic  soda,  fallowed  by 
very  dilute  sulphuric  acid,  and  are  then  dipped 
in  a  dilute  solution  of  copper  sulphate  until 
they  have  obtained  a  heavy  black  deposit  of 
copper.  After  washing  finally  in  ammonia-free 
water  they  are  placed  in  a  bottle  with  the  soil 
extract  and  a  crystal  of  oxalic  acid.  The  bottle 
is  kept  in  a  warm  place  or  an  incubator  at  25° 
for  24  hours,  then  the  ammonia  is  distilled  off 
and  determined  by  titration  or  by  '  Nesslerising.' 

G.  For  determinations  of  the  ammonium 
salts,  100  grms.  of  the  soil  are  placed  in  a  dis- 
tillation flask  with  2  grms.  of  magnesia  and 
100  c.c.  of  water.  The  tube  from  the  flask  is 
connected  to  a  100  c.c.  pipette  which  leads  into 
a  filter  flask  serving  as  a  receiver  and  containing 
50  c.c.  of  standard  acid.  The  distilling  flask  is 
placed  in  a  water-bath  kept  at  30°  and  the  filter 
flask  is  connected  with  a  pump  to  maintain  a 
partial  vacuum.  Distillation  at  this  tempera- 
ture proceeds  for  6  hours,  after  which  the 
pipette  is  disconnected  and  the  acid  titrated  {see 
RusseU,  J.  Agric.  Sci.  1910,  3,  233). 

H.  Available  phosphoric  acid  and  potash. 
200  grms.  of  air-dried  soil  are  placed  in  a  Win- 
chester quart  bottle  with  20  grms.  of  citric  acid 
and  2  litres  of  water.  By  the  original  method 
{see  Dyer,  Chem.  Soc.  Trans.  1894,  65,  115),  the 
contents  of  the  bottles  are  shaken  up  from  time 
to  time  for  7  days  and  then  filtered ;  but  it  has 
been  shown  that  identical  results  can  be  obtained 
in  24  hours  if  the  bottle  is  placed  in  an  end-over- 
end  shaker  and  kept  in  continuous  agitation. 
After  filtering,  two  portions,  each  of  500  c.c, 
are  taken  for  the  determination  of  phosphoric 
acid  and  potash  by  the  methods  previously 
described,  after  evaporation  and  incineration- 
to  get  rjji  of  the  citric  acid  and  dissolved  sUica. 

I.  Soluble  humus.  10  grms.  of  the  air-dried 
soil  are  treated  with  dilute  hydrochloric  acid  in 
order  to  decompose  the  humus  as  in  the  method 
for  mechanical  analysis.  After  filtering  and 
washing  away  the  acid  the  soil  is  washed  into  a 
flask  with  500  c.c.  of  4  p.c.  solution  of  ammonia. 
Flask  and  soil  are  then  shaken  for  24  hours, 
allowed  to  stand  for  several  hours,  and  filtered 
until  200  c.c.  of  filtrate  are  obtained.  This, 
representing  4  grms.  of  the  original  soil,  is 
then  evaporated  to  dryness  in  a  tared  basin 
and  weighed.  The  basin  and  its  contents  are 
ignited  to  determine  the  ash  and  inorganic 
matter  also  present,  the  weight  of  which  must 
be  deducted  from  the  weight  of  soluble  humus 
previously  obtained.  Determinations  are  some- 
times made  of  the  nitrogen  contained  in  the 
soluble  humus  ;  50  c.c.  of  the  extract  are  placed 
in  a  Kjeldahl  distillation  flask  and  evaporated 
nearly  to  dryness  with  the  addition  of  2  grms. 
of  magnesia,  after  which  the  residue  is  digested 
with  sulphuric  acid  and  the  nitrogen  estimated 
in  the  usual  way. 

J.  Physical  determinations.  In  addition  to 
the  mechanical  analysis  of  soils,  several  other 
physical  constants  of  soil  have,  from  time  to 
time,  been  .determined  :  for  example,  the  maxi- 
mum and  minimum  water  capacity,  the  capil- 
larity, the  apparent  and  real  density,  the 
hygroscopic  moisture,  the  heat  evolved  on 
wetting  (Bonetzung-warme),  specific  heat,  &c. 
The  methods  by  which  these  determinations  are 
made  may  be  found  in  standard  wo'rlcs  on  soil, 
but  at  the  present  time  little  value  can   be 
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attached  to  the  results.  In  many  oases,  the 
results  are  conditioned  by  the  state  into  which 
the  soil  has  been  brought  by  the  process  of 
sampling,  and  as  no  satisfactory  method  exists 
of  testing  the  soil  in  situ  or  bringing  it  in  an 
unchanged  condition  into  the  laboratory,  deter- 
minations made  upon  the  usual  samples  possess 
no  value.  Purther,  in  nearly  all  cases  it  is 
difficult  to  attach  any  interpretation  to  the 
results,  i.e.  to  correlate  them  with  the 
behaviour  of  the  soil  in  the  field.  To  two  deter- 
minations, however,  some  practical  value  may 
be  attached,  viz.  the  hygroscopic  moisture  and 
the  water  content  when  the  soil  is  in  its  optimum 
working  condition  and  possesses  a  crumb  struc- 
ture. Hygroscopic  moisture  is  usually  deter- 
mined by  exposing  the  dried  soil  in  a  shallow 
tray  to  an  atmosphere  saturated  with  moisture 
at  the  ordinary  room  temperature.  The  dish 
containing  the  soil  is  placed  under  a  bell  jar  over 
water  and  the  interior  of  the  bell  jar  is  lined 
with  filter  paper  which  dips  into  the  water 
below.  It  will  be  found  almost  impossible  to 
obtain  consistent  results  by  this  method  because 
of  the  deposition  of  dew  upon  the  dish  or  the 
soil.  A  better  method  is  to  place  the  soil  in  a 
shallow  layer  in  a  flat  boat  contained  in  a  wide 
tube.  The  tube  is  immersed  io  a  water-bath, 
maintained  at  a  constant  temperature  of  25°  by 
a  thermostat,  and  a  slow  current  of  air  is  drawn 
over  the  soil,  the  air  current  being  previously 
bubbled  through  a  potash  bulb  containing  water 
immersed  in  the  same  bath,  so  as  to  become 
saturated  with  vapour  at  the  temperature  of 
the  experiment.  Consistent  and  comparable 
results  can  in  this  way  be  obtained,  and  the 
hygroscopic  moisture  thus  determines  serves  as 
a  measure  of  the  absorbing  surface  possessed  by 
the  soil.  The  water  content  of  the  soil  in  its 
optimum  working  condition  is  a  conception 
introduced  by  F.  K.  Cameron  (J.  Phys.  Chem. 
1910,  14,  320)  and  represents  that  condition  in 
which  the  soil  can  be  cultivated  and  made  to 
break  down  into  small  particles  without  puddling. 
Several  pounds  of  the  soil  in  a  dried  condition 
are  placed  in  a  large  basin  and  slowly  wetted 
with  a  fine  spray  of  distilled  water ;  the  soil  is 
carefully  worked  about  with  the  hands  to 
equalise  the  wetting, -and  it  wiU  be  found  that  a 
point  is  eventually  reached  when  the  soil  is 
distinctly  moist  and  yet  can  be  broken  down  to 
a  crumb  without  getting  into  a  pasty  condition. 
If  the  moisture  is  increased  beyond  this  point, 
the  soil  becomes  obviously  wet  and  gets  sticky 
and  puddled  when  any  attempt  to  work  it  is 
made.  The  experimenter  must  use  his  judg- 
ment as  to  when  the  right  point  has  been 
reached,  then  a  sample  of  the  soil  is  taken  and 
its  water  content  determined.  With  a  little  prac- 
tice it  will  be  found  that  successive  results  can  be 
obtained  with  the  same  soil  that  agree  within  1 
or  2  p.c.  The  mean  of  several  determinations 
may  be  taken  as  the  optimum  water  content. 

For  further  particulars,  the  following  books 
may  be  consulted :  Hall,  The  Soil,  London, 
1908;  Hilgard,  Soils,  New  York,  1906;  Wiley, 
Principles  and  Practice  of  Agricultural  Analysis, 
vol.  i. ;  Bamann,  Bodenkunde,  Berlin,  1911. 

Bacteria  of  the  Soil. 
A   recognition   of    the   importance    of   the 
biological  factors  at  work  in  the  soil  is  com- 


paratively recent,  indeed  it  can  hardly  be  said 
to  date  further  back  than  1877,  when  Schloesing 
and  Miintz  showed  that  the  formation  of  nitrates 
from  the  organic  nitrogen  compounds  in  the 
soil  is  a  process  brought  about  by  a  living  agency. 
It  is  now  agreed  that  as  regards  all  the  com- 
pounds of  carbon  and  nitrogen  present  in  the 
soil,  their  transformation  into  compounds 
capable  of  serving  as  food  for  plants  is  brought 
about  by  micro-organisms  of  one  class  and 
another,  and  that  the  fertility  of  the  soil  is  very 
largely  determined  by  the  relative  activity  of 
the  different  groups.  It  is  possible  to  show  by 
the  ordinary  methods  of  plate  culture  that  the 
soil  contains  bacteria  in  numbers  of  the  order  of 
0-5  to  50  million  per  gram  of  soil,  and  there  are 
several  important  groups  of  bacteria  which  do 
not  grow  on  the  usual  gelatine  media  and  there- 
fore do  not  get  included  in  this  account.  In 
addition  to  the  bacteria,  the  soil  possesses  a 
micro-flora  of  yeasts,  moulds,  and  other  fungi, 
while  latterly  certain  higher,  organisms — 
protozoa  and  amoebae,  nematodes  and  the  like, 
have  been  shown  to  play  an  important  part  in 
determining  the  activity  of  the  lower  organisms 
and  therefore  the  fertility  of  the  soil.  A. large 
amount  of  work  has  been  done  in  the  way  of 
isolating  and  describing  particular  organisms 
present  in  the  soil,  but  for  practical  purposes  it 
is  less  important  to  identify  species  than  to 
ascertain  the  collective  activity  of  groups  of 
organisms  which  possess  the  same  function. 
Many  efforts  have  been  made  to  measure  the 
activity  of  these  various  groups  so  as  to  obtain 
a  quantitative  estimate  of  the  factors  which 
determine  the  preparation  or  destruction  of 
plant  foods,  but  it  cannot  be  said  as  yet  that  the 
methods  devised  are  satisfactory,  or  have  re- 
ceived general  acceptance  as  leading  to  results 
which  can  be  correlated  with  the  fertility  of  the 
soil  when  determined  by  the  yield  of  test  plots. 

The  soil  organisms  may  be  conveniently 
grouped  under  the  following  heads  : — 

(o)  Humus-making  organisms  which  trans- 
form carbohydrates  and  other  plant  residues 
into  humus. 

(6)  Nitrogen-fixing  organisms  which  are 
capable  of  taking  up  free,  gaseous  nitrogen  and 
bringing  it  into  combination  in  the  material  of 
which  their  own  cells  are  composed. 

(c)  Ammonia-making  organisms  which  attack 
the  proteins  and  other  less  complex  compounds 
of  nitrogen  and  break  them  down  with  formation 
of  ammonia. 

(d)  Nitrifying  organisms  which  oxidise  am- 
monium compounds  and  give  rise  to  nitrites 
and  nitrates. 

(e)  Denitrifying  organisms  which  reduce 
nitrates  to  nitrites  and  to  free  nitrogen  gas.  In 
this  group  are  generally  included  a  further  set 
of  organisms,  probably  distinct,  which  set  free 
nitrogen  gas  from  organic  compounds  of  nitrogen. 

In  addition  to  these  main  groups  there  are 
other  organisms  which  sometimes  play  an  im- 
portant part  in  the  soil,  for  example,  the  reducing 
organisms  which  form  sulphides,,  hydrogen  sul- 
phide, and  free  sulphur  from  sulphates,  and  the 
iron  organisms  which  secrete  hydrated  ferric 
oxide  from  solutions  containing  ferrous  car- 
bonate. 

1.  The  relative  predominance  of  organisms 
of  the  bacteria  or  fungoid  (^'pe  seems  to  be 
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determined  by  the  reaction  of  the  soil.  In 
neutral  or  very  slightly  alkaline  soils,  bacteria 
predominate,  in  acid  soils,  micro-fangi  are 
chiefly  active  and  many  important  groups  of 
bacteria,  such  as  those  bringing  about  nitrogen 
fixation  and  nitrification,  may  ,  be  entirely 
absent. 

For  the  determinations  of  the  number  of 
organisms  present  in  the  soU,  and  indeed  for  aU 
determinations  of  bacterial  action,  special 
samples  must  be  taken. 

A  thin  brass  tube  about  1  in.  in  diameter, 
sharpened  at  the  lower  end  like  a  cork  borer,  ia 
forced  into  the  soil  to  a  depth  of  6  ins.,  then 
placed  in  a  sterilised  glass  tube  plugged  with 
cotton  wool  for  removal  to  the  laboratory. 

Another  method  which  is  more  convenient,  as 
yielding  samples  from  various  depths,  begins  by 
the  construction  of  a  special  boring  tool  which 
can  be  driven  into  the  ground.  The  tool  con- 
sists of  two  strips  of  steel,  \  in.  in  thickness,  8  ins. 
long  and  2  ins.  wide,  each  bent  down  the  whole 
length  of  the  strip  so  as  to  form  two  wings,  1  in. 
wide,  at  right  angles  to  one  another.  The  edges 
are  then  IjoveUed  off  until  the  two  pieces  of 
steel  can  be  put  together  so  as  to  form  a  box, 
1  sq.  in.  in  section  and  8  ins.  long,  in  which 
position  the  pieces  are  retained  by  steel  rings 
which  can  be  forced  over  the  two  ends.  The 
lower  end  of  the  tool  is  sharpened  and  it  is  then 
driven  into  the  soU  to  the  required  depth  of 
6  ins.  After  removal,  the  rings  can  be  knocked  off, 
whereupon  the  box  falls  apart  showing  a  square 
core  of  soil,  any  portion  of  which  can  be  taken. 
In  the  laboratory  the  soil,  stiQ  in  a  moist 
condition,  is  carefully  broken  down  with  a 
spatula  and  is  worked  through  a  sieve  with 
holes  3  mm.  in  diameter.  Two  portions  of 
25  grms.  are  weighed  out,  one  is  dried  to  deter- 
mine the  water  content,  the  other  is  shaken  up 
for  about  5  minutes  with  250  o.c.  of  steiUe 
physiological  salt  solution,  containing  0-5  p.c. 
sodium  chloride  and  0-2  p.c.  of  magnesium  sul- 
phate. From  this  turbid  liquid,  1  c.c.  is 
pipetted  off  and  added  to  another  flask  con- 
taining 99  c.c.  of  similar  sterile  salt  solution. 
After  well  shaldng  1  c.c.  from  this  dilution  is 
again  transferred  to  a  further  99  c.c.  of  sterile 
salt  solution,  and  after  again  shaldng  1  c.c.  of 
this  last  dilution  is  added  to  a  test  tube  con- 
taining 10  0.0.  of  nutrient  gelatine,  and  the 
plate  poured  in  the  usual  way.  The  plates  are 
incubated  for  8  days  at  a  temperature  of  20° ; 
each  plate  represents  00001  gram  of  soil  in 
its  moist  state.  The  gelatin  medium  usually 
employed  contains  1  p.c.  of  beef  extract,  1  p.c. 
of  peptone,  and  0-5  p.c.  of  sodium  chloride  with 
10  to  12  p.c.  of  gelatin.  A  gelatin  medium 
has  the  advantage  of  showing  the  liquefying 
organisms,  of  which  a  separate  count  can  be 
made ;  humus-making  organisms  can  also  be 
distinguished  by  the  furry  appearance  of  the 
colonies  or  even  by  the  formation  of  a  brown 
ring,  but  the  gelatin  has  the  disadvantage  of 
inhibiting  a  number  of  organisms  which  do  not 
develop  in  the  presence  of  much  organic  nitrogen. 
In  place  of  the  gelatin,  1-5  p.c.  agar  may  be 
used ;  but  though  the  agar  plates  permit  of  the 
growth  of  other  organisms,  they  do  not  distin- 
guish between  liquefying  and  non-liquefying 
organisms,  and  many  motile  organisms  work 
about  the  surface  and  may  obscure  the  results 


or  give  rise  to  secondary  colonies.  Another 
useful  medium  is  soil-extraot  agar  made  up  as 
follows  :  Equal  quantities  of  water  and  soil  are 
boiled  for  half  an  hour  and  filtered,  the  liquid 
being  further  filtered  through  a  Chamberland 
filter  to  get  a  clear  extract.  To  the  extract, 
1  p.c.  peptone  and  1  p.c.  dextrose  or  1  p.c. 
dextrose  alone  are  added,  and  the  jelly  is  made 
up  with  1^  p.c.  agar  as  usual.  This  medium, 
without  peptone,  will  permit  of  the  growth  of 
the  nitrogen-fixing  organisms,  though  it  will 
inhibit  the  putrefactive,  ammonia-spUtting,  and 
other  organisms,  dependent  upon  combined 
nitrogen. 

Another  method  of  determining  the  collective 
action  of  the  bacteria  of  the  soil  has  been  devised 
by  Russell  (J.  Agric.  Sci.  1905,  I,  261).  He 
determines  directly  the  oxidising  power  of  the 
soil  and  finds  it  correlated  with  its  fertility.  The 
apparatus  consists  of  a  bulb  of  about  100  c.c. 
capacity  with  two  tubes  sealed  into  its  neck, 
one  of  which  is  a  long  narrow  tube  dipping  into 
mercury  and  constituting  a  gauge,  while  the 
other  expands  into  a  small  flask  partly  filled  at 
the  beginning  of  the  experiment  with  a  solution 
of  potash.  10  grms.  of  air-dried  soil  are  placed 
in  the  flask  with  2  c.c.  of  water,  the  flask  is 
then  sealed  up  and  placed  in  a  water-bath 
maintained  at  a  constant  temperature  of  about 
20°.  The  apparatus  is  left  for  several  days, 
whereupon  the  oxygen  contained  in  the  enclosed 
air  is  sloWly  converted  into  carbon  dioxide  which 
is  absorbed  by  the  potash,  resulting  in  the 
diminution  of  the  pressure  of  the  enclosed. air. 
Finally,  the  rate  of  oxidation  is  determined  by 
the  reduction  in  pressure  which  has  taken  place. 
It  is  necessary  to  make  comparative  trials  with 
soils  whose  behaviour  in  the  field  is  known,  and 
while  no  absolute  value  can  be  given  to  the 
results,  they  are  valuable  as  measuring  the  gross 
rate  of  bacteria]  activity  in  the  soil  and  as 
supplying  valuable  indications  of  its  fertility. 

2.  Humus  making  organisms.  The  decay  of 
organic  matter  in  the  soil  seems  to  proceed  in 
two  distinct  fashions ;  in  the  presence  of  air 
the  organic  matter  is  broken  down  by  micro- 
organisms of  all  kinds  with  the  eventual  pro- 
duction of  carbon  dioxide,  water  and  ash.  On 
the  other  hand,  if  the  decay  takes  place  under 
conditions  which  exclude  oxygen,  the  process 
is  more  limited ;  carbon  dioxide,  marsh  gas, 
hydrogen  and  other  compounds  are  produced 
and  there  is  left  behind  a  black  material  con- 
taining more  carbon  but  less  oxygen  and  hydro- 
gen than  the  original  vegetable  matter.  Both 
aerobic  and  the  anaerobic  decay  gives  rise  to 
brown  or  black  humus  compounds,  but  it  is  not 
certain  whether  the  same  organisms  take  part 
in  both  processes  or  which  predominate  unden 
ordinary  soil  conditions  of  partial  exclusion  of 
oxygen.  The  anaerobic  processes  have  been 
studied  in  some  detail,  and  Omelianski  has 
isolated  two  organisms  which  are  capable 
of  attacking  carbohydrates  like  cellulose.  In 
one  case,  the  products  are  carbon  dioxide, 
hydrogen,  various  organic  acids,  and  humus; 
and  the  other,  which  is  perhaps  the  more 
general,  carbon  dioxide,  methane,  but3rrio  and 
other  organic  acids,  are  produced.  The  process 
may  be  readily  illustrated  by  filling  a  flask  with 
a  nutrient  solution  containing  0-1  p.c.  KH,PO. 
01(NH«)3PO«,  005MgSO4.  and  a  trace  of  NaCl,' 
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ftnd  mtro  Jucing  strips  of  filter  paper  with  a  small 
quantity  of  soil,  or  better  still  of  pond  mud. 
The  flask  is  closed  with  an  exit  tuhe  dipping 
down  into  water.  After  some  days'  incubation 
at  34°-35°,  the  filter  paper  will  begin  to  dis- 
integrate, at  the  same  time  gas  will  be  given  off 
consisting  of  a  mixture  of  carbon  dioxide, 
(litrogen,  methane,  and  sometimes  hydrogen. 
Humus  may  be  either  acid  (as  in  peat  soils),  or 
neutral  when  it  is  formed  in  the  presence  of 
calcium  carbonate,  as  is  usual  in  soils. 

Nitrogen  fixing  organisms.  The  first  demon- 
stration that  the  soil  contains  bacteria  capable 
of  bringing  gaseous  nitrogen  into  combination 
was  due  to  Hellriegel  and  Wilfarth  in  1886,  who 
showed  that  the  small  nodules  which  may  be 
found  upon  the  roots  of  clover,  beans,  and  other 
leguminous  plants  contain  colonies  of  baateria 
living  symbiotioally  with  their  host  plant, 
deriving  from  it  the  carbon  compounds  which 
they  need,  and  handing  over  nitrogen  which  they 
have  '  fixed '  from  the  atmosphere  with  which 
the  plant  roots  are  in  contact.  It  was  found 
that  clover  and  other  plants  possessing  such 
nodules  upon  their  root  do  become  richer  in 
nitrogen  and  that  in  practice  the  soil  is  markedly 
enriched  by  their  growth.  Such  gains  in  nitro- 
gen only  take  place  when  the  seedfing  plant  can 
become  infected  either  by  growing  in  soil  which 
normally  contains  the  organism,  or  by  addi- 
tion to  a  sterile  soU  of  either  the  extract  from 
a  nodule  of  some  infected  plant  or  a  trace  of 
normal  soil.  To  the  organism  the  name  of 
Psevdomonas  radicicola  has  been  given,  and 
further  investigation  has  shown  that  while  only 
one  general  species  can  be  distinguished  it 
has,  to  a  certain  extent,  been  specialised  by 
association  with  particular  plants.  Thus 
better  results  are  obtained  wheii  beans  are 
inoculated  with  the  organism  derived  from  a 
nodule  of  a  bean  plant  than  with  organisms 
from  a  lupin  plant,  and  in  some  cases  (lupins 
and  lucerne)  this  specialisation  has  proceeded  so 
far  that  the  plant  is  only  very  slightly  infected 
by  the  neutral  form  of  the  organism  which  exists 
in  ordinary  soil.  In  the  soil,  the  organism 
appears  to  exist  in  minute  rod-shaped  organisms 
in  rapid  motion  which  infect  the  plant  by  passing 
through  the  cell  walls  of  the  root  hairs.  Inside 
the  plant,  the  organism  first  of  all  develops  into 
much  larger  rod-shaped  organisms,  which 
finally  become,  in  the  nodules,  characteristically 
bent  or  Y-shaped  organisms  known  as  bacteroids. 
It  is  pcssible  to  cultivate  Peeudomonaa  radicicola 
on  the  non-nitrogenous  media  described  above, 
as,  for  example,  soil-extract  dextrose,  agar-agar, 
but  the  fixation  of  nitrogen  under  these  con- 
ditions is  inconsiderable. 

from  time  to  time,  soils  are  found,  the 
commonest  example  being  peats  and  heaths 
of  an  acid  reaction,  in  which  Pseudomonaa 
radicicola  is  not  present,  and  when  these  soils 
are  brought  into  cultivation,  leguminous  plants 
do  not  at  first  develop  nodules  and  fix  nitrogen. 
In  this  case,  it  may  be  desirable  to  proceed  to 
an  inoculation  of  the  soil  which,  however,  must 
first  be  rendered  a  suitable  medium  for  the 
development  of  the  organisms  by  the  removal 
of  its  acidity  and  the  addition  of  lime  and 
phosphates.  One  method  of  effecting  the  in- 
oculation is  to  strew  over  the  field  about  |  ton 
to  the  acre  of  soil  taken  from  a  cultivated  field 


on   which   the  legulhinoils   plants    haVe  been 
growing  normally.     Another  method  is  to  pre- 
pare an  active  culture  of  organisms  from  a 
nodule  of  the  crop  it  is  desired  to  sow,  and  with 
this  prepare  a  large   bulk  of  sub-cijlture  by 
introducing  it  into  ordinary  tap  water  in  which 
^  p.c.  of  dextrose  and  ^  p.c.  potassium  phos- 
phate have  been  dissolved.    Into  the  large  bulk 
of  crude  culture  thus  obtained  after  standing 
two  or  three  days,  the  seed,  tied  up  in  a  thin 
muslin  bag,  is  dipped  and  allowed  to  dry  some- 
what before  sowing,  when  it  will  be  iound  to 
carry  with  it    sufiScient   organisms  to   ensure 
inoculation.     As  a  rule,  the   leguminous  crop 
stUl  grows  rather  indifferently  aiter  its  first 
inoculation,    and   only  reaUy  flourishes  whqn 
grown   for  a  second  or  third  time  after  the 
organism   has   established   itself   in   the   soil. 
Many  attempts  have  been  made  to  improve  the 
growth  of  leguminous  crops  in  ordinary  soU  by 
inoculating  them  before  sowing,  but,  except  in 
the  special  cases  just  mentioned,  no  success  has 
attended  the  process.    Amongst  ordinary  farm 
crops,  the  only  call  for  inoculation  appears  to 
occur  with  lucerne  when  attempts  are  made  to 
grow  this  plant  on  soUs  which  have  not  hitherto 
carried  it,  since  lucerne  does   not  seem  to  be 
readily  infected  by  the  neutral  form  of  organism, 
such  as  that  left  by  the  clover  which   may 
have  been  regularly  grown  on  the  same  soil 
previously.    Since    the    discovery  of  Psendo- 
memos  radicicola,   other  orgam'sms   have  been 
discovered   living  free  in  the  soil  which   are 
capable  of  bringing  nitrogen  gas  into  combi- 
nation.    Winogradsky  isolated  from  pond  mud 
and    other    similar    material   under  anaerobic 
conditions  a  widely   diffused   organism  called 
Clostridium   pasiorianum   which   breaks   down 
carbohydrates  with  the  formation  of  humus, 
butyric  acid,   &c.,  accompanied  by  the  fixation 
of  a  small  amount  of  nitrogen — two  to  three  mgm. 
for  each  gram  of  carbohydrate  destroyed.    The 
most  important  of  the  nitrogen  fixing  organisnis, 
however,  is  one  discovered  by  Beijerinck,  named 
by  him  Azotobacter  chroococcum,  which  as  such 
or  as  one  of  its  closely  allied  form's  has  been 
isolated  from  soils  in  nearly  all  parts  of  the 
world.     Its  presence  can  be  readily  determined 
by  adding  a  small  portion  of  soil  to  50  c.c.  of 
sterile     culture     fluid     containing     per     litre 
10  grms.  of  mannite  or  glucose,  0-2  grm.  each  of 
potassium  phosphate,  magnesium  sulphate,  and 
sodium  chloride,  and  O-I  grm.  of  calcium  sul- 
phate and  a  trace  of  ferrous  sulphate.    The  solu» 
tion  is  placed  in  a  small  Erlenmeyer  flask,  ^  grm. 
of  calcium  carbonate  added,  the  flask  is  plugged 
and  its  contents  BterUised.     After  adding  the 
soil  the  flask  is  placed  in  an  incubator  at  25'  for 
a  week,  by  which  time  a  considerable  fermenta- 
tion will  be  found  to  have  taken  place  accom- 
panied by  the  evolution  of  carbon  dioxide  and 
the  formation  of  a  brown  scum  upon  the  surface 
of  the  liquid.     Azotobacter  is  a  powerful  oxi- 
dising  organism,  converting  the  carbohydrate 
into  carbon  dioxide  and  water,  together  with 
small    quantities    of   lactic    and    acetic    acid, 
alcohol  and  sometimes  butyric  acid.    At  tho 
same  time  about  9  to  10  mg.  of   nitrogen   are 
fixed  for  each  grm.  of  carbohydrate  oxidised. 
Azotobacter  is  a  large  oval  organism,  4  to  5  ft 
in  length  and  3  ^  in  width.     It  differs  from  most 
bacteria  in  containing  glycogen,  so  that  it  etaia? 
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a  deep  brown  colour  with  a  Solution  of  iodine. 
Azotobacter  is  not  found  on  acid  soils,  tlie 
presence  of  caloium  carbonate  is  essential  to  its 
development ;  to  it  and  kindred  organisms  must 
be  attributed  a  large  share  of  the  formation  and 
maintenance  of  the  stock  of  nitrogen  contained 
in  soUs.  Particularly  to  this  agency  do  we  look 
to  explain  the  formation  of  the  deep  black  soils 
of  the  Russian  Steppes,  the  American  North- West, 
Argentina,  &o.  It  is,  however,  essential  that 
the  organism  shall  receive  a  supply  of  carbo- 
hydrate, by  the  oxidation  of  which  it  obtains 
the  energy  reqtiired  to  bring  gaseous  nitrogen 
into  combination.  At  Rothamsted,  it  has  been 
shown  that  the  soil  of  the  wheat  field,  from 
which  the  whole  crop  with  the  exception  of  a 
smal  quantity  of  roots  and  stubble  is  removed, 
gains  \rery  little  nitrogen  by  bacterial  agency, 
although  the  Azotobacter  is  present  in  the  sou. 
An  adjoining  piece  of  land,  however,  on  which 
the  debris  of  grass  and  other  wild  vegetation  fall 
back  to  the  so0  and  is  not  harvested,  there  have 
been  accumulations  of  nitrogen  at  a  rate  ap- 
proaching 100  Iba.  per  acre  per  annum  over  a 
period  of  25  years,  and  this  case  is  parallel  to 
the  formation  of  the  virgin  soils  above  men- 
tioned. 

3.  The  ammonia-making  organisms.  As  a 
group  the  ammonia-making  organisms  have  not 
received  much  study,  although  recently  it  has 
been  shown  that  the  fertility  of  the  soil  must  be 
largely  determined  by  their  activity.  The 
greater  number  of  the  organisms  found  in  the 
soil— the  organisms,  for  example,  which  grow 
upon  gelatin  plates  including  such  well-known 
putrefactive  organisms  as  Proteus  vulgare, 
BaoiUua  mycoides,  B,  mesenterieus  viUgattis,  B. 
siibtilis,  Bact.  fiuorescens  Uquefaciens,  B.  coli, 
&o.,  must  belong  to  this  group.  Their  general 
function  is  well  known ;  they  are  capable  of 
attacking  proteins  and  resolving  them  succes- 
sively, into  a  lower  form  of  combination,  amino 
acids,  &c.,  until  at  last  the  nitrogen  reaches 
the  state  of  ammonia.  In  addition  the  soil 
contains  other  organisms  not  capable  of  dealing 
with  the  proteins,  but  resolving  the  simpler 
nitrogen  compounds  into  ammonia.  Of  these 
the  best  known  are  the  urea  splitting  organisms. 
Micrococcus  ureae,  Urobacillus  pasteurii  and 
Planoaarcine  ureae,  which  hydrohse  urea  with 
formation  of  ammonium  carbonate  and  water. 
These  organisms  which  are  exceedingly  abundant 
in  stables,  cow  stalls,  &c.,  are  also  present  in 
the  soil.  The  dependence  of  the  fertiUty  of  the 
soil  upon  the  numbers  of  the  ammonia-making 
organisms  has  been  made  evident  by  the  work ' 
of  Russell  and  Hutchinson  (J.  Agrio.  Sci.  1909, 
3,  111)  on  the  effects  of  partially  sterilising 
soil  by  heat  or  by  exposure  to  the  vapour  pf 
antiseptics  like  chloroform,  toluene,  &o.  These 
investigators  found  that  a  soil  which  had  been 
heated  to  a  temperature  of  100°  for  2  hours  and 
then  placed  under  normal  conditions  favourable 
to  growth  gave  rise  to  a  much  increased  crop, 
the  yield  being  in  many  cases  doubled,  while 
the  amount  of  nitrogen  in  the  plant  became 
three  or  four  times  as  great  as  that  on  the 
untreated  soil.  This  increased  crop  was  found 
to  follow  to  a  large  extent  the  rate  of  the 
formation  of  ammonia  iu  the  soil,  the  ammonia 
JB  this  case  being  taken  up  as  such  by  the 
plant,  because  the  nitrifying  organisms  had  been 


destroyed.  It  was  also  found  that  the  soil  was 
not  completely  sterilised  by  the  processes  ;  che 
spores  of  certain  groups  resist  the  heat  and 
develop  to  an  unprecedented  extent  when 
the  soil  was  once  more  placed  under  conditions 
favourable  for  growth.  For  example,  a  normal 
soil  is  found  to  contain  aWut  8  million  bacteria 
per  gram  before  being  subjected  to  treatment, 
and  this  number  remained  comparatively  con- 
stant under  ordinary  conditions  of  growth. 
After  heating  the  number  of  organisms  per  gram 
was  reduced  to  as  few  as  60,  but  they  increased 
rapidly  from  day  to  day  when  the  soil  was 
moistened  and  placed  in  the  incubator,  until  in  a 
fortnight's  time  they  amounted  to  40  millions 
or  over  per  gram.  The  increase  in  fertility 
proceeded  pari  passu  with  the  increased  rate  of 
production  of  ammonia,  which  in  its  turn 
depended  on  the  increase  in  the  number  of 
organisms. 

It  was  evident  from  the  experiments  that 
the  heating  had  removed  a  factor  present  in 
ordinary  soil  which  inhibited  the  development  of 
the  bacteria  beyond  a  certain  point,  and  it  was 
found  that  the  untreated  soil  contained  a  number 
of  large  organisms — ^protozoa,  amoebae,  &c:, 
which  derive  their  sustenance  from  living 
bacteria.  Under  normal  conditions  an  equili- 
brium exists  between  the  numbers  of  these 
larger  organisms  and  of  the  bacteria,  and  as 
the  heating  process  kills  off  the  larger  organisms 
entirely  while  still  leaving  some  of  the  bacteria, 
the  latter  can  develop  to  a  hitherto  unprece- 
dented extent  in  the  absence  of  the  factor  which 
previously  kept  them  in  check.  Exposure 
of  the  soil  to  the  vapour  of  chloroform,  toluene, 
&c.,  for  48  hours,  followed  by  its  complete 
evaporation,  has  the  same  effect  in  destroying 
the  larger  organisms  while  leaving  a  certain 
number  of  the  bacteria  or  their  spores  ready  to 
develop  as  soon  as  conditions  favourable  to 
growth  are  obtained.  With  these  volatile  anti- 
septics, however,  destruction  of  the  larger 
organisms  is  not  so  complete  nor  the  gain  of 
fertility  so  large.  It  has  not  yet  been  found 
possible  to  ap^ly  these  processes  of  partial 
sterilisation  to  increasing  the  fertility  of  soils 
in  the  open,  but  considerable  success  has 
attended  attempts  to  deal  with  greenhouse  soils, 
which,  owing  to  their  conditions  of  richness  in 
manure,  high  temperature  and  water  content, 
afford  a  specially  favourable  medium  to  the 
development  of  the  larger  organisms. 

4.  Nitrification.  The  process  of  nitrification 
and  the  factors  by  which  it  has  been  governed 
have  long  been  worked  out  in  a  practical  way. 
For  example,  in  the  Instruction  sur  la  fahrication 
du  nitre :  Par  les  r€gisseura  Qene'raux  dea 
poudrea  et  saltpetres,  1777,  the  formation  of 
nitre  beds  is  carefully  described.  They  were 
made  up  of  earth  containing  a  certain  amount 
of  calcareous  matter,  mixed  with  dung  and  other 
nitrogenous  residues.  They  were  protected 
from  the  weather  and  carefully  watered  from 
time  to  time  with  diluted  urine  and  other 
materials  containing  nitrogen.  After  two  or 
three  years,  the  contents  of  the  bod  were 
lixiviated,  and  the  solution  of  calcium  nitrate 
obtained  was  concentrated  and  treated  with 
potassium  sulphate,  whereupon  potassium  ni- 
trate  could  be  crystallised  out  of  the  clarified 
mother-liquors.     It  was  thus  recognised  that 
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soil  is  capable  of  converting  organic  compounda 
of  nitrogen  into  nitrates  in  the  presence  of  a 
base  liJie  calcium  carbonate,  and  that  warmth 
and  a  certain  proportion  of  moisture  are  factors 
•    favourable  to  the  process. 

That  the  process  was  due  to  a  living  agency 
was  first  demonstrated  by  Sohloesing  and 
Miintz  in  1877.  These  investigators  showed 
tliat  the  action  ceased  if  the  soil  was  heated  to 
the  temperature  of  boiling  water  or  was  kept  in 
contact  w-'h  vapour  of  chloroform  and  similar 
antiseptics,  and  further  that  it  only  took  place 
between  the  temperatures  of  5°  and  55°. 

Warington,  who  continued  the  investigation, 
further  showed  that  there  are  two  stages  of  the 
oxidation  process,  one  being  the  formation  of 
nitrite    followed  by  its  oxidation  to    nitrate. 
Cultures  were  obtained  capable  of  effecting  one 
only  of  these  changes,  but  owing  to  the  diffi- 
culties of  growing  the  organisms  on  the  ordinary 
gelatin  medium,  it  was  not  until  Winogradsky, 
in  1890,  devised  a  medium  of  silica  jelly  con- 
taining no  combined  nitrogen  that  the  organisms 
were  finally  isolated  in  a  pure  state.    Wino- 
gradsky obtained  from  soils  in  all  parts  of  the 
world  a  single  organism  which  he  called  Nitro- 
lacier,   capable   of   transforming  nitrites    into 
nitrates,     but     he     obtained    two    organisms, 
Nitrosomanas  europea  in  the  soils,  of  the  old 
world,  and  a  second  Nilrococcus  javanesis  from 
the  soils  of  Java,  America,  and  Australia,  which 
will  transform   ammonia  into  nitrites.       The 
conditions  of  the  activity  of  these  organisms 
appear  to  be  the  absence  of  excess  of  organic 
matter,  a  neutral  or  faintly  alkaline  medium 
with  some  base  in  reserve  to  combine  with  the 
nitric  acid  produced,  and  the  absence  of  any 
excess  of  alkaline  carbonates  or  chlorides.    It 
has  been  found  possible  to  accustom  the  organism 
by  successive  cultivations  to  a  toleration  of 
ammoniacal  and  organic  solutions  much  stronger 
than  would  normally  inhibit  its  development. 
The  organism  derives  the  carbon  necessary  to 
its   growth   from   carbonates   in   the     culture 
medium  or  carbon  dioxide  in  the  air  with  which 
it  is  supplied.    The  nitrifying  organisms  are 
confined,  as   indeed   are    all  bacteria,  to  the 
surface  layers  of  the  soil,  being  rarely  present  in 
subsoils  at  greater  depth  than  2  ft.    They  may 
be  entirely,  absent  from  the  soils  of  heaths  of 
peaty  bogs  which  are  acid  in  their  reaction,  but 
are  abundant  in  waters  of  shallow  wells  and 
rivers.    Their    development    is    promoted    by 
warmth,  by  stirring  the  soil,  and  by  free  aeration. 
It  was  formerly  considered  that  as  the  higher 
plants  obtain  their  combined  nitrogen  almost 
entirely  in  the  form  of  nitrate,  the  fertility  of 
the  soil  must  be  determined  by  the  activity  of 
the  nitrification  process  going  on  in  it,  but  it  is 
now  considered  that  the  nitrifieation  process  is 
only  the  end  term  of  the  oxidation  of  organic 
compounds  of  nitrogen,  and  that  it  proceeds  as 
rapidly  as  ammonia  can   be  supplied  by  the 
ammonia-making    organisms  above    described. 
It  is  found,  for  example,  that  ammonia  never 
accumulates  as  such  in  normal  soils,  whereas 
nitrates  do.     Thus  the  activity  of  the  ammonia- 
making  organisms  is  the  factor  determining  the 
rate  of  production  of  nitrates,  and  therefore  the 
fertility  of  the  soil.        ^ 

6.  Denitrification.    It     was     observed     by 
Warington  that  when  a  soil  containing  organic 


matter  and  sodium  nitrate  was  water-logged  so  aa 
to  deprive  it  of  air,  there  was  a  considerable  de- 
velopment of  nitrogen  gas  accompanied  by  a 
loss  of  nitrogen  to  the  soil.     Gayon  and  Dupetit 
isolated  two  organisms  from  sewage  which  would 
reduce  nitrates  to  nitrogen  gas  in  the  presence 
of   organic    matter,   the   action    being   chiefly 
carried  on  when  oxygen  was  absent,  but  coming 
to  a  standstill  when  plenty  of  air  was  supplied 
so  that  the  organism  had  no  need  to  attack  the 
nitrates  in  order  to  obtain  oxygen.    This  pro- 
perty of  reducing  nitrates  in  the  absence  of 
free  oxygen  has  since  been  found  to  be  common 
to  a  large  number  of  organisms.    To  the  process 
the  name  of  denitrification  has  been  given,  and 
it  explains  the  fact  observed  in  many  experi- 
ments, particularly  in  pots,  that  when  large 
Jiuantities  of  organic  manure  like  dung  are  used 
in    conjunction    with   sodium   nitrate,  smaller 
returns  are  obtained  than  when  either  of  the 
fertilisers  is  employed  singly.     In  ordinary  field 
practice,  however,  losses  of  this  kind  are  hardly 
to  be  feared,  because  the  soil  rarely  becomes 
sufficiently  rich  in  active  organic  matter,  nor  so 
sealed  from  the  access  of  air,  as  to  lead  to  any 
attack  upon  the  nitrate.    At  Rothamsted,  for 
example,  it  has  been  found  with  the  mangold 
crop  that  of  the  nitrogen  applied  as  sodium 
nitrate,  78  p.c.  is  recovered  when  no  organic 
or  other  nitrogenous  manure  is  applied,  while 
61  p.c.  is  recovered  when  the  nitrate  is  added  to 
a  plot  which  also  receives  dung  at  the  rate  of 
14  tons  per  acre  per  annum,  the  recovery  being 
reckoned  on  the  excess  of  crop  over  that  pro- 
duced  by   dung  alone.    The   lower  recovery, 
when  nitrate  is  used  in  connection  with  dung,  is 
no  more  than  might  be  normally  expected  under 
the   law   of   diminishing   returns.    In   certain 
circumstances,  however,  as  in  rice  growing  on 
water-logged    soils    containing    much    organic 
matter,    it   is    inadvisable   to    apply    sodium 
nitrate  because  of  the  denitrification  that  takes 
place.    The  term  '  denitrification  '  is  also  more 
loosely  applied  to  the  loss  of  gaseous  nitrogen 
which  takes  place  whenever  soils  are  brought 
into  very  high  condition  by  excess  of  organic 
manures.    There  exist  in  the  soils  various  groups 
of    bacteria    destroying   organic    matter   with 
evolution  of  nitrogen  gas,  and  the  activity  of  the 
organisms  increases  with  the  amount  of  organic 
matter  with  which  the  soil  is  supplied.    Thus  a 
very  highly  manured  soil  tends  to  reach  a  con- 
dition of  equilibrium  in  which  the  supply  of 
nitrogen  is  balanced,  in  part,  by  the  output  of 
crop,  but  also  by  the  accelerated  activity  of  the 
organisms     setting     free    nitrogen     gas.    For 
example,  on  the  wheat  field  at  Rothamsted,  to 
which  dung  is  applied  at  the  rate  of  14  tons  per 
acre  per  annum,  it  has  been  found  that  during 
the  60  years,  1844-93,  of  the  200  lbs.  of  nitrogen 
annually  applied,  only  about  26  p.c.  was  re- 
covered in  the  crop  and  25  p.c.  was  accumulated 
in  the  soil.    Thus  nearly  50  p.c.  was  wasted, 
and  though  some  of  it  would  have  been  removed 
by  drainage  water  as  nitrates,  the  greater  part 
has  been,  dissipated  as  nitrogen  gas  formed  by 
bacterial  action   in   the   very  rich   soil.    The 
condition    of    water   logging    which    leads    to 
denitrification   may  also   be   accompanied   by 
the  reduction  of  sulphates  and  the  formation  of 
black  ferrous  sulphide  in  ordinary  soils.    For 
the  bacteria  of  sulphate  reduction  and  other 
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sulphur  organisms,  also  for  iron  organisms,  v. 
Laiar,  infra. 

The  great  extent  of  the  literature  existing 
on  soil  organisms  precludes  the  setting  out  of 
references,  but  further  details,  together  with  a  full 
bibliography,  may  be  found  in  Lafar,  Technische 
Myoologie,  2nd  Auf.,  Jena,  1904.      A.  D.  H. 

SOJA  BEAN  OIL  v.  Soya  Bean  On.. 

SOLANINE  V.  Vegeto-alkaloids. 

SOLDERS.  Solders  consist  of  fusible  alloys, 
which  are  used  for  joining  metals  together  and 
are  of  various  kinds,  depending  on  the  nature 
of  the  metals  to  be  joined.  They  are  distin- 
guished by  specific  names,  as  hard-,  soft-,  white-, 
spelter-,  silver-,  gold-,  aluminium-,  copper-,  tin-, 
plumbers'-,  pewterera'-,  and  button-solder,  &c. 
For  whatever  purposes  they  may  be  intended 
they  should  always  be  rather  more  fusible  than 
the  metal  or  metals  to  be  united ;  and,  to  give 
the  maximum  strength,  they  should  have  about 
the  same  hardness  and  malleability  as  these 
metals.  Solders  may  be  divided  into  two  classes, 
Juird  and  soft  solders. 

Bard  solders  are  commonly  called  spelter  (a 
name  which  is  also  in  technical  use  for  cast 
zinc).  Hard  soldering  is  usually  termed  brazing, 
since  the  solders  most  commonly  employed  are 
similar  to  brass  in  composition.  Brazing  is 
used  where  greater  strength  is  required  than 
can  be  given  by  soft  solder,  or  when  an  article 
has  to  stand  a  temperature  that  would  cause 
soft  solder  to  melt.  Hard  solders  contain  such 
metals  as  copper,  silver,  &c.,  and  require  a  red 
heat  to  fuse  them.  The  heat  necessary  is 
derived  from  either  a  forge  fire,  a  benzoline  or 
paraffin  brazing  lamp,  or  a  brazing  hearth, 
which  is  an  arrangement  of  gas  blowpipes  (». 
J.  Soc.  Chem.  Ind.  1902,  21, 259).  A  brazed  joint 
is  commonly  considered  to  be  stronger  than  the 
adjacent  matal,  and  is  generally  cheaper,  easier, 
simpler,  and  quicker  to  make  than  a  welded  joint. 

Soft  solders  are  composed  of  lead  and  tin  in 
varying  proportions ;  sometimes  bismuth  is 
added.  The  following  table  (Tomlinson)  of 
melting-points  of  a  series  of  lead-tin  alloys  shows 
that  soft  solders  melt  below  300° ;  numbers 
4  to  8  represent  common  solders  ; — 

Tdt-lead  Solders. 


No. 
1 

Tin 

Lead 
25 

Melting- 
po'nt 
292° 

No. 
7 

Tn 
U 

Lead 

Melting 
point 
168° 

2 

10 

283° 

8 

2 

171° 

3 

5 

266° 

9 

3 

180° 

4 

3 

250° 

10 

4 

185° 

n 

2 

227° 

11 

5 

192° 

6 

1 

188° 

12 

6 

194° 

7?;je  addition  of  bismuth  lowers  the  melting- 
^oint ;  by  varying  the  proportions  of  the  con- 
stituents such  alloys  may  be  made,  within 
certain  limits,  to  melt  at  any  desired  temperature, 
,even  below  100°,  thus  admitting  of  various  ap- 
plications for  electrical  and  other  purposes. 
Examples  are  shown  in  the  following  table : — 

Bismuth  Solders. 


Farts  Farts  Farts 
of        of      of     Melting- 
tin    lead  bl^inutb  point 
3      5        3        94-4° 

1  1        2        961° 
12        2      112-8° 

2  1        2      113-3° 


Parts  Parts  Parts 

of  of        of  Melting 

tin  lead  bismuth  point 

1  1        1  123-3° 

2  2        1  143-5° 

3  3        1  154-4° 

4  4        1  160-0° 


Soft  solders  are  usually  Weaker  in  tensile 
strength  than  the  joined  metals. 

Although  soft  solders  are  sometimes  em- 
ployed in  conjunction  with  a  mouth  blowpipe, 
they  are  usually  applied  by  means  of  a  suitably 
shaped  copper  bit,  miscalled  a  soldering  iron. 

In  preparing  solders,  care  must  be  taken  to 
avoid  two  faults,  want  of  uniformity  and  loss  of 
a  constituent  that  is  either  volatile  or  readily 
oxidised.  Thus  where  copper,  silver,  &c.,  are 
to  be  mixed  with  tin,  zinc,  &c.,  it  is'iiecessary 
to  melt  the  least  fusible  metal  first ;  the  zinc  or 
tin  is  finally  added,  and  after  stirring,  the  mass 
is  quickly  cast.  Efficient  stirring,  preferably 
with  a  piece  of  green  wood,  is  necessary  to 
secure  uniformity  of  composition.  Soft  solders 
should  be  melted  under  taUow;  they  are  cast' 
in  sticks,  or  run  out  into  strips.  Hard  solders 
should  be  melted  under  powdered  charcoal  or 
borax.  They  may  be  granulated,  or  cast  into 
small  ingots  and  reduced  to  powder  by  filing. 
Gold  and  silver  solders  are  generally  rolled  Out 
into  thin  sheets  and  cut  into  narrow  strips  or 
else  drawn  into  thin  wire. 

In  the  practical  application  of  solders  it  is 
necessary  that  the  metal  surfaces  to  be  united 
should  be  heated  to  a  temperature  above  that  at 
which  the  solder  melts,  and  that  the  surfaces 
should  be  bright  and  clean,  both  mechanically  and 
chemically.  They  may  be  cleaned  mechanically 
by  scraping-or  filing,  and  chemically  by  washing 
with  a  suitable  acid  or  alkali.  Since  most 
metals  tarnish  when  heated,  owing  to  surface 
oxidation,  it  is  necessary  to  protect  the  metal 
surfaces  from  air  during  the  period  of  heating, 
or  the  solder  will  not  wet  the  metals  and  adhere 
to  them.  Hence  the  use  of  fluxes  in  soldering. 
The  flux  used  in  hard  soldering' is  borax.  For 
soldering  small  articles,  it  may  be  prepared  for 
use  by  rubbing  a  lump  with  water  on  a  clean 
slate  to  a  creamy  consistency,  and  is  then  applied 
to  the  surfaces  with  a  brush.  When  heated,  the 
water  is  first  expelled  ;  at  a  red  heat  the  anhy- 
drous borax  melts,  and,  flowing  over  the. sur- 
faces, it  not  only"  prevents  access  of  air  but  also 
dissolves  any  surface  films  of  oxides,  producing 
double  metaborates  which  remain  dissolved  in 
the  excess  of  borax.  It  has  been  proposed  to  ■ 
carry  out  brazing  in  an  atmosphere  of  hydrogen 
or  carbon  monoxide  (J.  .Soc.  Chem.  Ind.  1911, 
30,  695). 

Soft  solders  melt  at  temperatures  below  the 
fusing  point  of  borax  and  other  fluxes  •  are 
therefore  necessary.  Zinc  chloride  solution  is 
commonly  used  with  most  sheet  metals,  brass, 
copper,  gun-metal,  and  bright  iron.  Hydro- 
chloric acid  is  used  with  zinc  and  galvanised 
ware ;  ammonium  chloride  with  copper  and 
iron ;  resin  with  soft  alloys  and  tinware ; 
Venice  turpentine  or  OaUipoli  oil  with  pewter  or 
Britannia  metal ;  Russian  tallow  with  heavy 
lead  and  palm-oil  candle-mth  light  lead  work. 
Lactic  acid  1  pint,  glycerol  1  pint,  water  8  pints 
makes  a  good  fiux,  as  also  does  a  solution  of 
phosphoric  acid  in  alcohol. 

Resin  possesses  an  advantage  over  acid 
fluxes  like  hydrochloric  acid  or  zinc  chloride 
as  it  does  not  induce  subsequent  corrosion. 
All  excess  of  an  acid  flux  should  be  thoroughly 
washed  away.  'When  it  is  necessary  to  use  soft 
solder  for  repairing  jewellery,  resin  cannot  be 
used  as  it  spreads  all  over  the  surfaces  and  is 
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difficult  to  remove  ;  «ino  chloride  should  be 
used.  The  common  prejudice  against  using 
tmc  chloride  when  soldering  electrical  joints  is 
Btaited  by  Lippmann  to  be  groundless  (Zeitsoh. 
angew.  Chem.  1909,  22,  2042).  For  a  com- 
parison between  several  fluxes,  v.  Samter  (ibid. 
1909,  22,  729). 

Soft  solders  can  be  obtained  in  the  form  of 
narrow  bore-tubes,  with  the  central  portion 
filled  up  with  resin  or  other  material,  so  as  to 
obviate  the  wecessity  for  using  a  separate  flux. 
They  may  also  be  ojbtained,  mixed  with  flux,  in 
the  form  of  a  paste,  e.g.  (1)  granulated  soft  solder 
is  mixed  vrith  beeswax  and  impregnated  with 
zinc  chloride  (J.  Soo.  Chem.  Ind.  1906,  25,  269) ; 
(2), powdered  solder  is  mixed  with  borax,  am- 
monium chloride  or  other  flux  that  leaves  no 
acid  residue  and  incorporated  with  glycerol  or 
other  inert  and  not  too  volatile  substance  [ibid, 
1906,  24,  32) ;  (3)  powdered  tin  or  solder  is 
mixed  with  zinc  chloride  and  celluloid  paste  and 
applied  with  a  brush  {ibid.  1903,  22,  1062). 

For  practical  details  of  the  art  of  soldering 
and  descriptions  of  the  requisite  apparatus, 
consult  books  on  metal  working,  Rowell's  Hard 
Soldering,  and  Hobart's  Brazing  and  Soldering. 

Hard  solders.  Gold  solders.  Articles  the 
fineness  of  which  vary  from  14  to  22  carats,  may 
be  soldered  with  alloys  of  lower  grade  prepared 
by  fusing  2  grs.  of  silver  and  1  gr.  of  copper 
with  1  pennyweight  of  gold  of  the  same  fineness 
as  the  article.  These  alloys  are  used  in  dental 
work.  .3y  replacing  the  3  grs.  of  silver  and 
copper  by  an  equal  weight  of  spring  brass 
(2  of  Cu,  1  of  Zn),  solders  of  good  colour  are 
obtained,  suitable  for  use  with  ornaments  and 
jewellery. 

Coin  gold  is  usually  soldered  with  an  alloy 
of  pure  gold  3  parts,  spring  brass  1  part. 

Gold  of  a  fineness  of  12  carats  or  less  may 
be  soldered  with  10  or  12  carat  gold  to  which 
one-twelfth  its  weight  of  zinc  has  been  added. 
A  gold  solder  should  not  contain  less  than  one- 
third  its  weight  of  gold.  Lower  grades  of  gold 
are  best  soldered  with  silver  solder. 

A  good  solder  for  general  use  contains  gold  18, 
silver  4,  copper  5,  zinc  2  parts ;  another  can  be 
-readily  prepared  by  fusing  1  pennyweight  of 
18  earat  gold  with  5  grs.  of  spring  brass. 
Among  other  jewellers'  gold  solders,  the  following 
may  be  mentioned ;  (1)  best  solder,  gold  12J, 
silver  4J,  copper  3  parts ;  (2)  medium  solder, 
gold.  10,  silver  6,  copper  4  parts  ;  (3)  common 
solder,  gold  8J,  silver  6J,  copper  5  parts  ;  v.  Gee^ 
The  Goldsmith's  Handbook. 

Antimony,  arsenic,  tin  and  lead  should  not 
be  used  in  solders  for  gold. 

Silver  solders.  These  are  employed  a  good 
deal  in  the  arts  ;  owing  to  the  careful,  sparing 
way  in  which  they  are  used,  most  work  requires 
but  little  finishing  after  soldering.  The  use  of 
silver  solders  is  not  therefore  unreasonably 
expensive ;  the  results  are  extremely  satis- 
factory. Besides  being  employed  by  jewellers 
and  silversmiths,  silver  solders  are  also  used  for 
joining  brass,  copper,  and  even  iron  and  steel. 

Hard  solders  for  jewellers  and  for  general  use 
contain  :  (1)  silver  18,  copper  4,  zinc  1  part ;  (2) 
silver  15,  copper  4,  zinc  1  part.  A  good  solder 
may  be  prepared  by  melting  coin  silver  and 
adding  one-third  its  weight  of  spring  brass. 
An  easy  melting  solder  is  prepared  by  fusing 


2  parts,  of  fine  silver  and  adding  I  of  spring 
brass,  or  by  employing  silver  4,  copper  1,  zinc 
1  part,  while  an  alloy  of  silver  16,  zinc  1  part 
forms  a  very  hard,  white,  solder.  A  very 
common  solder  contains  silver  1,  brass  1, 
arsenic  1  part.. 

Many  other  silver  solders  are  in  use.  A 
selection  is  given  in  the  accompanying  table, 
with  remarlts  upon  their  uses.  See  also  Gee, 
The  Silversmith's  Handbook. 


Silver  Solders. 

Eemarks  on  use 

Parts 
of 

Parts  of 
spring 

Parts  of 

Parts 
of 

silver 

Ijra^s 

copper 

znc 

Jewellers',  hardest 

i 

1 

„         hard  . 

16 

— 

S-5 

Oo 

easy  . 

14 

— 

4-5 

1-5 

„         common,  hard 

12-5 

— 

0 

1-0 

..              ,.        ea'y 

11-5 

— 

6-5 

„       easy,  for  chains 

10 

5 

i 

For  steel     . 

18-19 

2-3 

1 

Brass,  gun-metal,  bronze 

1 

1 



„             ,,             „ 

1 



8 

s 

German  s!lver,gnn-metal, 

bronze 

3 

— 

2 

4 

„          „        ^^ 

5 

6 

2 

Brass,  small  articles  ". 

2 

5 

3 

Jewellers',     instrument 

makers',  very  tough 

and  fluid 

11 

— 

13 

— 

Coin  silver,  rolled  out  thin,  is  an  excellent 
solder  for  iron,  copper,  and  very  difficultly 
fusible  brass. 

Brass,  bronze  or  copper  to  which  4  to  10  p.c. 
of  silver  has  been  added,  forms  a  solder  for  thin 
sheets  of  mild  steel  (Diegel,  Chem.  Zeit.  1909,  33, 
427). 

A  very  full  discussion  of  hard  solders  for 
brass  is  given  by  Schwirkus  (Dingl.  poly.  J.  293, 
64, 89),  who  recommends  copper-zinc-silver  alloys 
containing  40-50  p.c.  of  copper  and  4-12  p.c. 
silver.  For  general  use  and  repairs,  an  alloy  of 
copper  43,  zinc  48,  silver  9  parts  is  best ;  for 
first  soldering,  copper  48,  zinc  48,  silver  4  parts 
should  be  used. 

Copper-zinc-tin  solders.  Ordinary  brazing 
processes  are  carried  out  with  spelter  solder,  a 
mixture  of  equal  parts  of  copper  and  zinc.  It 
may  be  used  on  brass,  copper,  iron  or  steel.  For 
pale  brass,  the  proportion  of  zinc  in  the  solder  is 
increased,  while  for  ironwork  thaf  ias  to  bo 
hammered  afterwards  the  proportion  of  copper 
should  be  increased.  The  composition  of  a 
number  of  brazing  solders  is  given  in  the  follow- 
ing table. 

Parts  of   Parts  Parts 

Remarks  on  use  copper  of  zinc  of  tin 

Soft  spelter  for  brass     . 


Hard 


gunmetal,  iron- 
work 
copper  . 


Soft        „  „     and  brass 

Hard      „  brass  (white  or 

button  solder)  .  .  .6-5  1  7'5 
Ferrofix  brazing  process.  This  process  for 
brazing  broken  iron  parts,  especially  cast  iron, 
was  invented  by  Pioh  ;  the  brass  that  cements 
the  two  pieces  together  is  made  to  alloy  with  the 
iron  surfaces  as  deep  as  -fg  inch.  The  flux  used 
is  a  mixture  of  equal  parts  of  sodium  carbonalo 
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and  boric  acid,  with  a  little  sodium  chloride. 
The  hrazing  liquid  is  prepared  by  boiling  cuprous 
oxide  with  concentrated  borax  solution  and 
allowing  the  mass  to  cool  down  to  a  sort  of  paste. 
The  method  of  procedure  is  to  set  the  casting  to 
be  brazed  on  firebrick,  in  perfect  alignment ; 
mix  fluxing  powder  with  the  brazing  liquid  and 
apply  to  the  surfaces  with  a  brush  ;  heat,  and 
apply  more  flux  until  it  runs  through  the  joint. 
Then  apply  ordinary  spelter  Avith  a  little  flux 
until  it  flows  through  thoroughly.  Remove  the 
source  of  heat  and  continue  adding  spelter  to  the 
joint  until  the  heat  of  the  casting  is  insufficient 
to  melt  it  (U.S.  pats.  688030,  647632). 

The  spelter  must  not  melt  below  '650° ; 
hence  hard  brass  must  be  used.  The  cuprous 
oxide  of  the  brazing  liquid  transfers  its  oxygen 
to  the  carbon  contained  in-  the  surface  layers  of 
the  iron,  which  become  decarbonised,  while 
finely  divided  copper  remains  diffused  through 
the  joint.  The  hard  solder  quickly  alloys  with 
the  copper  and  the  new  alloy  immediately 
combines  vrith  the  red-hot  decarbonised  solder- 
ing surfaces  of  the  cast  iron. 

Solders  for  platinum.  Fine  gold,  laminated 
and  cut  into  shreds,  is  employed  for  soldering 
platinum.  Pure  silver  may  be  used  also  and 
the  following  alloys  have  been  proposed :  (1) 
platinuml2,  gold?,  silver  1  part ;  (2) platinum  1, 
gold  2,  silver  1  part.  Platinum  joints  are 
usually  welded. 

Solder  for  small  steel  springs.  18  carat  gold 
may  be  used  for  repairing  small,  freshly  broken 
springs  ;  the  spring  must  then  be  hardened  and 
tempered. 

Solder  for  German  silver.  An  alloy  of 
German  silver  5,  zinc  4  parts  may  be  used ;  i>. 
also  Silver  solders  (p.  89). 

Solders  for  aluminium  hronze.  (1)  Tin  900, 
copper  100,  bismuth  2  to  3  parts  ;  silver  chloride 
is  used  for  flux ;  (2)  gold  89,  silver  4-5,  copper 
6-5  parts ;  (3)  gold  54-5,  silver  27,  copper  18-5 
parts ;  (4)  the  zinc-aluminium  alloys  given  for 
aluminium  («.  infra). 

Soft  solders.  These  contain  tin,  lead,  and 
sometimes  bismuth ;  for  their  melting-points, 
V.  p.  88.  The  following  table  gives  the  com- 
position of  a  number  of  solders,  with  remarks  on 
their  use. 


Soft  Soldeks. 

Remarks  on  use 

Parts 
of  tin 

Parts 
of  lead 

Parts  of 
bismuth 

Parts 

of 

zinc 

Ordinavy  soft,  plumbers', 

tinmen's  . 

1 

1 

__ 



Plumbers',  coarse 

1 

3 



„          fine,  for  lead, 

zinc,  tin,  electrotype 

plates 

1 

2 

. , 



Tinmen's,  coarse 

3 

2 





fine      . 

2 

1 





„        rough, jobbing 

work 

4 

3 

. 



„        blowpipe  work 

4 

2 

1 

, . 

Solder  for  tinned  iron  . 

1 

7 



„       „   can  tops    . 

16 

10 

1 



„       „  iron  in  stone 



2 

1 

Pewterers',  usual 

1 

1 

2 

soft   . 

3 

4 

2 

__ 

If           ,»     .        • 

3 

4 

1 



2 

1 

1 



'»           ,1     •         . 

1 

4 

2 



„         rough  work 

2 

1 

1 

— 

Soft  solders  should  be  kept  carefully  free 
from  zinc  {v.  J.  Soc.  Chem.  Ind.  1909,  28,  1139). 
According  to  Sperry  (Eng.  and  Min.  J.  1909,  87, 
1140)  the  addition  of  cadmium  to  soft  soldeu 
makes  it  stronger  and  more  fusible  ;  an  alloy  of 
tin  2,  lead  1,  cadmium  1  part  melts  at  144'5° 
and  can  be  used  on  lead,  pewter,  Britannia 
metal,  &c. 

Chemical  solder.  Tinfoil,  cut  to  the  size  of 
the  joint  to  be  made,  is  painted  over  with  a  solu- 
tion of  sal-ammoniac,  then  placed  between  the 
two  portions  to  be  soldered  together,  and  heated 
upon  hot  iron,  or  over  a  spirit  lamp,  until  the 
solder  melts,  the  pieces  being  held  together  by 
the  hand  during  the  operation.  On  cooling,  a 
firm  joint  is  the  result.  This  method  is  very 
useful  for  the  soldering  of  small  articles  together 
without  a  soldering  iron — e.g.  pieces  of  brass  or 
copper  wire,  the  ends  of  which  should  first  be 
filed  flat. 

Solder  for  aluminium.  No  reaUy  good  solder 
for  aluminium  is  known,  although  considerably 
over  fifty  alloys  have  been  proposed.  The 
difficulty,  which  was  known  to  Deville,  arises 
from  two  causes,  (1)  the  ease  with  which  a  film 
of  oxide  forms  on  the  surface  and  the  difficulty 
of  properly  removing  it,  and  (2)  the  highly 
electropositive  nature  of  aluminium,  which 
causes  electrolytic  action  to  be  set  up,  parti- 
cularly if  the  soldered  joint  be  wetted,  and 
inevitably  leads  to  disintegration  at  the  joint. 
Ordinary  soft  solder  will  not  do,  but  either  pure 
tin  or  zinc  may  be  used  as  solder.  The  zinc 
joint  is  very  brittle,  however,  and  the  tin  joint 
disintegrates  since  it  slowly  absorbs  oxygen 
from  the  air.  Aluminium-zinc  alloys  con- 
taining respectively  8,  12,  15,  and  20  p.c.  of 
aluminium,  may  be  used  CTissier  Bros.),  the  flux 
consisting  of  copaiba  balsam  3,  Venice  turpen- 
tine 1  part,  and  a  few  drops  of  lemon  juice. 
For  heavy  work,  aluminium  12,  zinc  80,  copper 
8  parts  may  be  used  ;  for  light  work,  aluminium, 
6,  zinc  90,  copper  4  parts  (Dagger,  J.  Soc.  Chem.' 
Ind.  1891,  10,  436).  Mourey's  solder,  for  blow- 
pipe work,  contains  tin  6,  zinc  3,  aluminium  2, 
copper  1,  silver  1  part.  Frishmuth  recommends 
tin  95,  bismuth  5  parts,  or  tin  97,  bismuth 
3  parts  as  good  soft  solders. 

Richard's  solder  (J.  Soc.  Chem.  Ind.  1896, 15, 
200;  cf.  ibid.  1899,  18,  281)  is  largely  used;  it 
contains  aluminium  1,  zino  11,  tin  29,  10  p.c. 
phosphor-tin  1  part.  No  flux  is  required,  the 
solder  being  self -fluxing  owing  to  the  phosphorus 
it  contains.  For  numerous  other  solders  v.  J. 
Soc.  Chem.  Ind.  from  1892  onwards.  It  appears 
preferable  to  weld  or  rivet  aluminium  joints, 
rather  than  to  solder  them. 

Cold  soldering.  This  process  may  be  adopted 
when  the  article  to  be  soldered  cannot  be  heated. 
The  flux  consists  of  sodium  amalgam  (1  part  of 
sodium  to  50  or  60  of  mercury).  The  solder  is 
a  copper  amalgam  prepared  as  follows  :  copper 
is  precipitated  from  a  solution  of  its  sulphate 
by  means  of  zinc,  and  the  spongy  metal  is 
washed,  drained  and  shaken  with  twice  its 
weight  of  mercury  and  a  little  dilute  sulphuric 
acid.  The  pasty  amalgam  is  quickly  formed 
]nto  small  pellets ;  in  a  few  hours  they  set  to 
intensely  hard  lumps.  The  process  consists  in 
heatmg  a  pellet  until  mercury  oozes  from  its 
surface  in  small  beads,  wiping  these  off  and 
rubbing  the  pellet  into  a  soft  past*  in  a  mortar^ 
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The  surfaces  to  be  united  are  amalgamated  with 
the  flux,  the  pasty,  prepared  pellet  then  applied 
and  the  surfaces  pressed  tightly  together.  A 
perfectly  hard  joint  is  obtained  in  about  three 
hours. 

Autogenous  soldering.  In  this  process,  sol- 
dering takes  place  by  the  fusion  of  the  two  edges 
of  metal  themselves  without  the  interposition 
of  a  metallic  alloy  as  a  go-between  ;  the  metal 
acts  as  its  own  solder.  Joints-thus  made  are 
less  liable  to  rupture  when  submitted  to  varying 
temperatures,  &c.,  than  when  the  common 
soldering  'process  is  employed ;  moreover, 
corrosion  of  the  joint  owing  to  electrolytic  action 
does  not  occur.  The  process  is  adopted  for  the 
manufacture  of  sulphuric  acid  chambers  and 
concentration  pans,  and  the  soldering  is  efiected 
by  directing  a  jet  of  burning  hydrogen  or  coal- 
gas  upon  the  edges  to  be  joined  together. 
Brass  may '  be  similarly  soldered.  For  copper, 
iron,  steel,  platinum,  and  aluminium,  the  oxy- 
hydrogen  or  oxy-acetylene  flame  is  necessary. 
Care  must  be  taken  to  allow  no  excess  of 
oxygen  in  the  flame  ;  with  platinum,  however, 
excess  of  hydrogen  must  be  avoided,  as  it  is 
absorbed  by  the  molten  metal. 

SOLENITE  V.  Explosives. 

SOLIDE  JAUNE  v.  Azo-coloukino  mat- 
tees. 

SOLUBILITY.  The  term  'solubility'  de- 
notes the  extent  to  which  different  substances, 
in  whatever  state  of  aggregation,  are  miscible 
with  each  other.  That  constituent  of  the  re- 
sulting solution  which  is  present  in  large  excess 
is  commonly  known  as  the  '  solvent,'  the  other 
constituent  being  the  '  solute.'  This,  however, 
is  merely  a  convenient  distinction,  not  an 
essential  one,  and  in  cases  where  it  cannot  be 
easily  drawn,  the  term  '  miscibility '  may  be 
used  as  synonymous  with  "  solubility.' 

It  is  proposed  to  give  in  this  article  an  outline 
(1)  of  the  methods  .available  for  the  determina- 
tion of  solubility  or  miscibility,  (2)  of  the  general 
results  obtained  and  their  significance.  For  this 
purpose  it  is  convenient  to  arrange  the  material 
according  to  the  state  of  aggregation  of  the  sub- 
stances involved. 

Solubility  of  gases.  Two  gases  are  miscible 
with  each  other  in  all  proportions,  that  is,  no 
definite  value  can  be  assigned  for  the  solubiUty 
of  one  gas  in  another.  The  question  of  the  solu- 
bility of  gases  in  solids  has  been  discussed  else- 
where ;  such  cases  of  absorption  present 
peculiar  features,  inasmuch  as  the  absorbed  gas 
is  not  uniformly  distributed  throughout  the  mass 
of  the  solid,  but  is  concentrated  in  the  superficial 
layers,  v.  Colloids. 

The  solubility  of  gases  in  liquids  is  a  subject 
to  which  much  attention  has  been  devoted. 
The  extent  to  which  a  given  gas  will  dissolve  in 
a  given  liquid  is  a  function  of  the  temperature 
and  pressure.  At  any  given  temperature,  the 
weight  of  the  gas  dissolved  by  a  definite  volume 
of  the  liquid  is  directly  proportional  to  the 
pressure.  This  law  was  first  formulated  by 
Henry'  (PhU;  Trans.  1803,  93,  29,  274),  and  its 
general  validity  has  been  confirmed  by  subse- 
quent investigators  (for  example,  Bunsen, 
Annalen,  1855, 93, 1  ;  Khanikof  and  Louguinine, 
Ann.  Chim.  Phys.  1867,  11,  412;  Woukuloff, 
Compt.  rend.  1889,  108,  674;  109,  61).  Strict 
conformity  to  the  law,  however,  is  exhibited 


only  by  those  gases  which  dissolve  in  the  liquid 
to  a  comparatively  small  extent.  If  the  gas  is 
highly  soluble — for  instance,  amtnonia  or  hydro- 
gen chloride  in  water, — then  the  weight  dissolved 
is  no  longer  proportional  to  the  pressure.  An 
important  extension  of  Henry's  law  was  made 
by  Dalton  (Mem.  Lit.  Phil.  Soc.  Manchester, 
1805,  1,  27.3),  who  showed  that  when  a  mixture 
of  two  indifferent  gases  is  absorbed  by  a  liquid 
each  dissolves  proportionally  to  its  partial 
pressure. 

The  extent  to  which  a  gas  is  absorbed  by  a 
liquid  is  expressed  by  the '  absorption  coefficient,' 
or,  simply,  by  the  '  solubility.'  The  absorption 
coefficient  is  defined  as  that  volume  of  the  gas 
(reduced  to  normal  temperature  and  pressure) 
which  is  absorbed  by  unit  volume  of  the  liquid 
under  normal  pressure.  Thus,  if  experiment 
shows  that  at  t°  C.  and  p  mm.  pressure  v  cub.  cm. 
of  the  gas  are  absorbed  by  V  cub.  cm.  of  the 

liquid,  then  the  absorption  coefficient  j3 = y..  .    ^. 

The  solubility  A  of  a  gas  in  a  liquid,  on  the  other 
hand,  is  defined  simply  ^as  the  volume  of  the  gas 
absorbed  by  unit  volume  of  the  liquid  ;  so  that 

\=  =T.     In  the  following  table  are  recorded  the 

absorption  coefficients  for  various  common  gases 
in  water  at  different  temperatures  : — • 

Carbon 
Temp.  Oxygen.  Hydrogen.  Nitrogen,  dioxicie. 
0°  0-045)2  00215  00237  1-713 
5°  00434  00204  00211  1-424 
10°  0-0385  00195  00191  1-194 
15°  0-0346  0-0188  0-0173  1-019 
20°  0-0314  0-0182  0-0159  0-878 
25°  0-0286  0-0175  00147  0-759 
The  actual  determination  of  the  solubiUty  of 
a  gas  in  a  liquid  may  be  carried  out  in  various 
ways.  The  method  most  commonly  employed 
is  to  bring  together  known  volumes  of  the  gas 
and  the  gas-free  liquid,  to  agitate  them  until 
saturation  has  been  attained,  and  then  to 
determine  the  diminished  volume  of  the  gas. 
Many  forms  of'apparatus,  based  on  this  principle, 
have  been  suggested  from  time  to  time  (Bunsen, 
Annalen,  1855,  93,  I ;  Mackenzie,  Ann.  Physik, 
1877,  1,  438  ;  MuUer,  ibid.  1889,  37,  24  ;  Timo^ 
f6efi,  Zeitsoh.  physikal.  Chem.  1890,  6,  141; 
Winkler,  Ber.  1891,  24,  89;  Setchenow,  Ann. 
Chim.  Phys.  1892,  25,  226;  Steiner,  Ann. 
Physik,  1894,  62,  275 ;  Gordon,  Zeitsoh.  physi- 
kaL  Chem.  1895,  18,  1 ;  Roth,  ibid.  1897,  24, 
114;  Estreicher,  ibid.  1899,  31,  176;  Braun, 
ibid.  1900,  33,  721 ;  Just,  ibid.  1901,  37,  342 ; 
Skirrow,  *»d.  1902,  41,  139  ;  Knopp,  ibid.  1904, 
48,  97  ;  Geffoken,  ibid.  1904,  49,  257  ;  Christoff, 
ibid.  1906,  65,  622 ;  Usher,  Chem.  Soc.  Trans. 
1910,  97,  66;  Druckeu  and  Moles,  Zeitsch. 
physikal.  Chem.  1910,  75,  405).  An  alternative 
method  is  to  saturate  the  liquid  and  then 
measure  the  volume  of  gas  which  is  expelled  on 
exhausting  and  boiling  out  (Hiifner,  Ann. 
Physik,  1877,  1,  632;  Dittmar,  'Challenger 
Report,  Physics  and  Chemistry,  1,  161 ;  Petters- 
son  and  Sondin,  Ber.  1889,  22,  1439  ;  Bohr  and 
Bock,  Ann.  Physik,  1891,  44,  318).  Instead  of 
expelling  and  measuring  the  gas  present  m  the 
saturated  Uquid,  it  may  be  determined  chemi- 
cally if  a  suitable  method  is  available  (bchonteld, 
Annalen,  1855,  95,  1 ;  Carius,  ibid  1S56,  99, 
129  •   Koscoe  and  Dittmar,  Chem.  Soo.  Trans. 
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ism,  12,  128;  Sims,  ibid.  1862,  14,  1;  Watts, 
Anualen  Suppl.  1805,  3,  227;  Winkler,  Ber. 
1889,  22,  1764;  Bohr,  Ann.  Physik,  1900,  1, 
244;  Fox,  Zeitsch.  physikal.  Chem.  1902,  41, 
458 ;  Clowes  and  Biggs,  J.  Soo.  Chem.  Ind. 
1904,  23,  358).  In  certain  cases  an  aspiration 
method  of  finding  the  partial  pressure  of  a  gas 
in  its  solutions  may  be  utilised  in  the  deter- 
mination of  solubility  coefScients  (Gaus,  Zeitsch. 
anorg.  Chem.  1900,  25,  236  ;  Abegg  and  Riesen- 
feld,  Zeitsch.  physikal.  Chem.  1902,  40,  84; 
McLauchlan,  ibid.  1903,  44,  600 ;  Jones,  Chem. 
Soc.  Trans.  1911,  99,  392). 

As  a  general  rule,  the  solubility  of  a  gas  in  a 
liquid  diminishes  as  the  temperature  rises,  and 
a  connection  has  been  traced  between  this 
diminution  and  the  viscosity  of  the  liquid.  It 
appears  that  the  diminution  in  the  absorption 
coefficient  for  any  temperature  interval  is 
approximately  proportional  to  the  corresponding 
dirhinution  in  the  viscosity  coefScient  of  the 
solvent  (Winkler,  Zeitsch.  physikal.  Chem. 
1892,  9,  171 ;  Thorpe  and  Bodger,  Chem.  Soo. 
Trans.  1894,  65,  782).  Cases,  however,  are 
known  in  which  the  solubility  of  a  gas  increases 
as  the  temperature  rises.  Thus,  the  existence 
of  a  minimum  solubility  has  been  established  for 
hydrogen  in  water  (Bohr  and  Bock,  Ann. 
Physik,  1891,  44,  318)  and  for  the  rare  gases  in 
water    (Estreioher,    Zeitsch.    physikal.    Chem. 

1899,  31,  176 ;  von  Antropoff,  Proc.  Eoy.  Soc. 
A,  1910,  83,  474).  Further,  Just  (Zeitsch. 
physikal.  Chem.  1901,  37,  342)  has  found  that 
the  solubility  of  nitrogen,  hydrogen,  and  carbon 
monoxide  in  a  number  of  organic  solvents  is 
greater  at  25°  than  at  20°. 

The  factors  which  determine  the  solubility  of 
a  gas  in  a  pure  liquid  are  not  clearly  understood, 
but  it  is  at  least  highly  probable  that,  ceteris 
■paribus,  the  greater  the  compressibility  of  the 
solvent  and  the  smaller  the  volume  change 
associated  with  the  absorption  of  the  gas,  the 
greater  is  the  solubility  (see  Bitzel,  Zeitsch. 
physikal.  Chem.  1907,  60,  319).  In  this  con- 
nection, it  should  be  pointed  out  that  the  re- 
lative volume  change  in  a  liquid  resulting  from 
absorption  of  a  gas  is  proportional  to  the  con- 
centration of  the  gas  (Angstrom,  Ann.  Physik, 
1882,  15,  297  ;  1888,  33,  223  ;  Mackenzie  and 
Nichols,  ibid,  1878,  3, 134 ;  Nichols  and  Wheeler, 
"PhU.  Mag.  1881,  II,  113 ;  Ritzel,  I.e.).  Further, 
the  study  of  the  solubility  of  gases  in  mixed 
organic  solvents  has  revealed  the  existence  of 
points  of  maximum  solubility,  such  points  corre- 
sponding with  the  occurrence  .of  minimum 
surface  tension  (SMrrow,  Zeitsch.  physikal. 
Chem.  i902,  41,  139 ;  compare  Christoff,  ibid. 
1906,55,622). 

Much  attention  has  been  devoted  to  the  in- 
fluence of  salts  and  other  dissolved  substances 
on  the  absorption  of  gases  by  water.  Provided 
there  is  no  chemical  action  between  the  gas  and 
the  other  dissolved  substance  it  is  generally  the 
case  that  the  gas  is  less  soluble  in  the  solution 
than  in  pure  water  at  the  same  temperature 
{see,  for  example,  Steiner,  Ann.  Physik,  1894, 
62,  275  ;  Gordon,  Zeitsch.  physikal.  Chem.  1895; 
18,  1 ;   Both,  ibid.  1897,  24,  114 ;   Braun,  ibid. 

1900,  33,  721;  Knopp,  ibid.  1904,  48,  97; 
Geffcken,  ibid.  1904,  49,  257  ;  Usher,  Chem. 
Soc.  Trans.  1910,  97,  66).  An  important  result 
deducible  from  these  and  other  investigations  is 


that  when  a  number  of  salts  are  arranged 
according  to  their  power  of  lowering  the  solu- 
bility of  one  gas  in  water,  the  order  is  very  nearly 
the  same  as  when  they  are  arranged  with  re- 
ferepoe  to  their  influence  on  the  solubility  of 
another  gets.  It  appears,  therefore,  that  the 
diminished  solvent  power  of  a  salt  solution  as 
compared  with  pure  water  is  mainly  determined, 
not  by  the  specific  nature  of  the  dissolved  gas, 
but  by  some  factor  involved  in  the  relationship 
of  the  water  and  the  salt.  What  this  factor  is, 
has  not  yet  been  determined  with  certainty.  It 
has  been  suggested  that  the  influence  exerted  by 
salts  is  a  function  of  the  internal  pressure  or  the- 
compressibility  of  the  solution  (Euler,  Zeitsch. 
physikal.  Chem.  1899,  31,  368;  Geffcken, 
ibid.  1904,  49,  257:  Bitzel,  ibid.  1907,  60, 
319).  On  the  other  hand,  interaction  between 
the  moleciiles  or  ions  of  the  dissolved  substances 
has  been  assumed  to  account  for  the  influence  of 
salts  in  lowering  solubility  (Levin,  Zeitsch. 
physikal.  Chem.  1906,  55,  503;  Rothmund, 
ibid.  1909,  69,  523).  Again,  it  has  been  sug- 
gested that  the  lower  solvent  power  of  a,  salt 
solution  as  compared  with  water  is  connected 
with  the  hydration  of  the  salt  (Bothmund, 
Zeitsch.  physikal.  Chem.  1900,  33,  413;  Baur, 
Ahrens'  Sammlung,  1903,  8,  466  ;  Lowry,  Trans. 
Faraday  Soo.  1905,  1,  197  ;  Philip,  Chem.  Soc. 
Trans,  1907,  91,  711 ;  Hudson,  Zeitsch.  Elektro- 
ohem.  1908,  14,  821). 

SoVuhility  of  liquids  in  liquids.  As  regards 
their  mutual  solubility,  a  pair  of  liquids  is 
commonly  assigned  to  one  of  three  classes. 
They  may  be  miscible  in  all  proportions,  they 
may  be  only  partially  miscible,  or  they  may  be 
practically  immiscible.  Such  a  classification, 
however,  has  only  a  general  value,  for  the 
difference  between  the  second  and  third  classes 
is  merely  one  of  degree,  and  the  line  of  division 
between  the  first  and  second  classes  is  displaced 
by  altering  the  temperaturq. 

In  finding  the  solubility  of  one  liquid  in 
another  when  the  solubility  is  very  small,  as, 
for  instance,  in  the  case  of  chloroform  or  carbon 
disulphide  in  water,  two  methods  may  be 
adopted.  One  consists  in  bringing  together  a 
large  known  volume  of  the  first  liquid  with  o 
small  known  volume  of  the  second,  shaking 
until  saturation  has  been  reached,  and  then 
finding  the  volume  of  the  second  liquid  re- 
maining undissolved  (Sohunoke,  Zeitsch.  physi- 
kal. Chem.  1894,  14,  331 ;  B3dtker,  ibid.  1897, 
22,  611";  Herz,  Ber.  18M,  31,  2669;  Bex, 
Zeitsch.  physikal.  Chem.  1906, 65, 355).  Another 
method  is  to  shake  quantities  of  the  two  liquids 
together  until  they  are  mutually  saturated,  and 
then  remove  portions  of  each  layer  for  analysis 
(Chancel  and  Parmentier,  Compt.  rend.  1884, 
99,  892;  1885,  100,  773;  Walker,  Zeitsch. 
physikal.  Chem.  1890,. 6,  196;  Klobbie,  ibid. 
1897,  24,  616;  Euler,  ibid.  1899,  31,  364; 
Osaka,  Mem.  Coll.  Sci.  Eng.  Kyoto,  1909-1910, 
2,  21).  Determinations  are  naturally  made  at 
various  temperatures. 

In  the  case  of  liquids  the  mutual  solubility 
of  which  is  greater  than  in  the  afore-mentioned 
cases,  the  method  commonly  employed  is  a 
synthetic  one.  That  is,  weighed  quantities  of 
the  two  liquids  are  put  in  a  tube,  which  is  then 
sealed  and  suspended  in  a  bath  of  water  or  other 
suitable  liquid.    The  temperature  of  the  batb 
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is  altered  until  the  contents  of  the  tube  become 
uniform  and  determinations  of  this  point  are 
then  repeatedly  alternated  with  determinations 
of  the  temperature  at  which,  as  indicated  by  the 
appearance  of  turbidity,  the  uniform  contents 
of  the  tube  begin  to  separate  into  two  layers 
(Guthrie,  Phil.  Mag.  1884,  18,  22,  495 ;  AlexSeff, 
Ann.  Physik,  1886,  28,  305;  Rothmund, 
Zeitsch.  physikal.  Chem.  1898,  26,  433 ;  Bing- 
ham, Amer.  Chem.  J.  1907.  37,  549 ;  38,  91 ; 
Flaschuer  and  MacEwen,  Chem.  Soc.  Trans. 
1908,  93,  1000).  Experience  shows  that  these 
two  points,  the  one  observed  with  rising,  the 
other  with  falling  temperature,  are  generally 
very  close  together,  and  the  mean  of  the  ob- 
served temperatures  may  be  taken  as  the  point 
at  which  the  liquid  is  saturated. 

For  each  temperature  there  are  generally 
found  two  saturated  mixtures  of  different  com- 
position, corresponding  to  the  two  layers  obtained 
when  the  pure  liquids  are  shaken  up  together. 
As  a  rule,  the  mutual  solubility  of  two  liquids 
increases  as  the  temperature  rises,  and  the 
compositions  of  the  conjugate  layers  approxi- 
mate more  and  more  to  each  other.  In  such  a 
case  (Kg.  1),  the  two  solubility  curves,  i.e.  the 
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Composiciark. 
Fig.  1. 


The  mutual  solubility  increases  as  the  tempera- 
ture falls  and  there  is  a  limit,  known  as  the 
'  lower  critical  solution  temperature,'  below 
which  the  liquids  are  miscible  in  all  proportions, 
and  above  which  separation  into  two  layers 
takes  place  increasingly  as  the  temperature 
rises.  The  relation  between  solubility  and 
temperature  in  such  a  case  is  represented  in 
Fig.  2. 
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curve  representing  the  solubility  of  B  in  A  and 
that  representing  the  solubility  of  A  in  B,  join  at 
a  point  above  which  the  liquids  are  conrpletely 
miscible.  As  suggested  by  Masson  (Zeitsch. 
physikal.  Chem.  1891,  7,  800),  who  emphasises 
the  parallelism  between  the  case  just  described 
and  the  gradual  approximation  in  density  of  a 
liquid  and  its  saturated  vapour,  the  temperature 
above  which  two  partially  miscible  liquids 
become  miscible  in  all  proportions  is  called  the 
'critical  solution  temperature.'  The  existence 
of  this  temperature  limit  has  been  recorded  for 
such  oases  as  phenol  and  water,  aniline  and 
water,  benzoic  acid  and  water,  carbon  disulphide 
and  methyl  alcohol,  methylethylketone  and 
water.  In  these  and  other  instances,  it  is 
further  found  that  the  middle  points  of  the 
horizontal  chords  cut  off  between  the  two 
branches  of  the  solubility  curve  lie  on  a  straight 
line— another  analogy  with  the  density -tempera- 
ture curve  for  a  pure  liquid  and  its  saturated 
vapour  (see  Rothmund,  I.e.).  It  is  noteworthy 
that  bismuth  +  zinc  and  lead  +  zinc  furnish 
examples  of  limited  misoibility  in  the  fused 
state :  the  solubility  curve  for  each  pair  is  of 
the  foregoing  type  (Spring  and  Romanoff, 
Zeitsch.  anorg.  Chem.  1897,  13,  29).        . 

Inafewcases — ^f or  instance,  triethylamme  and 
water,  fl-collidine  and  water,  1-methyl  piperidine 
and  water— the  change  of  miscibility  with  tem- 
perature is  the  opposite  of  that  described  above. 


In  two  cases,  nicotine  and  water  (Hudson, 
Zeitsch.  physikal.  Chem.  1904,  47,  113),  and  2- 
methyl  piperidine  and  water  (Flaschner  and 
MacEwen,  Chem.  Soc.  Trans.  1908,  93,  1000), 
both  upper  and  lower  critical  solution  tempera- 
tures are  known,  and  the  complete  solubility 
curve  is  a  closed  ring.  According  to  Rothmund 
(I.e.),  this  is  the  normal  type  of  solubility  curve 
for  a  pair  of  partially  miscible  liquids.  There 
need  not,  however,  be  an  upper  critical  solution 
temperature  in  every  such  case  (Kuenen  and 
Robson,  Zeitsch.  physikal.  Chem.  1899,  28,  342), 
and  the  occurrence  of  a  lower  critical  solution 
temperature  has  been  held  to  be  abnormal 
(Do^olenko,  ibid.  1908,  62,  499). 

The  mutual  solubility  of  two  liquids  may  be 
materially  modified  by  the  addition  of  a  third 
substance.  In  this  way  two  liquids  which  are 
miscible  in  aU  proportions  may  be  made  to 
undergo  at  least  partial  separation  :  for  example, 
a  homogeneous  mixture  of  propyl  alcohol  and 
water,  which  are  miscible  in  all  proportions  at, 
ordinary  temperatures,  separates  into  two 
layers  on  the  addition  of  salt.  In  the  case  of 
two  liquids  which  are  only  partially  miscible,  the 
area  of  non-miscibility  may  be  notably  extended 
or  reduced  by  the  introduction  of  a  third  sub- 
stance, and  a  measure  of  this  influence  is  found 
in  the  effect  of  the  third  substance  on  the 
critical  solution  temperature.  According  to 
Timmermans  (Zeitsch.  physikal.  Chem.  1907,  58, 
129),  who  has  made  an  exhaustive  study  of  this 
phenomenon,  the  upper  critical  solution  tempera- 
ture is  lowered  when  the  solubilities  of  the  third 
substance  in  the  two  liquids  are  of  the  same 
order  of  magnitude.  If  the  third  substance  is 
much  more  soluble  in  the  one  liquid  than  in  the 
other  the  critical  solution  temperature  is  raised, 
i.e.  the  area  of  non-miscibility  is  extended.  It 
ia  noteworthy  that  when  different  salts  are 
arranged  according  to  their  ability  to  cause  the 
system  water -f  propyl  alcohol  to  separate  uito 
two  phases,  or  according  to  their  power  to  raise 
the  critical  solution  temperature  of  water 
4-  phenol,  the  order  is  approximately  the  same 
as  when  they  are  arranged  according  to  the 
magnitude  of  their  influence  on  the  solubility 
of  gases  in  water.    These  effects  have  an  obvious 
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bearing  on  the  well-known  practice  of  'salting 
out '  organic  compounda  from  their  aqueous 
solutions. 

SoluhUily  of  solids  in  liquids.  The  equili- 
brium between  a  solid  and  a  liquid  is  established 
more  slowly  than  that  between  two  liquids,  and 
this  fact  explains  the  precautions  that  must  be 
taken  if  the  solubility  of  a  solid  in  a  liquid  is  to 
be  determined  with  rapidity  and  yet  with 
accuracy.  The  solvent  and  the  finely  divided 
solid  are  put  in  a  suitable  glass  vessel  and  shaken 
together  at  constant  temperature,  either  inter- 
mittently by  hand,  or  regularly  by  some  mechani- 
cal arrangement.  This  is  continued  until  the 
solution  is  saturated,  when  samples  are  extracted 
and  analysed.  The  time  necessary  for  the 
attainment  of  saturation  varies  from  one  case 
to  another,  and  should  be  ascertained  by  pre- 
liminary experiments  in  which  samples  of  the 
solution  are  taken  out  at  intervals  *until  the 
quantity  of  substance  in  solution  is  found 
constant.  A  guarantee  that  the  value  so  found 
for  the  solubility  is  the  correct  one  at  the  tem- 
perature of  observation  may  be  obtained  by 
approaching  the  saturation  point  from  the  other 
side.  A  saturated  solution  is  prepared  at  a 
higher  temperature  (on  the  supposition  that  the 
solubility  increases  with  rising  temperature), 
and  is  then  put  in  a  bath  at  the  desired  tempera- 
ture, when  the  excess  of  solid  in  solution 
gradually  separates  out,  the  attainment  of 
equilibrium  being  preferably  facilitated  by 
shaking  or  stirring.  The  analysis  of  the  satur- 
ated solution  obtained  in  this  way  ought  to 
give  the  same  result  as  the  previous  method  (see 
Andreae,  J.  pr.  Chem.  1884,  29,  456). 

In  the  extraction  of  samples  of  the  saturated 
solution  an  ordinary  pipette  may  be  used,  with 
an  auxiliary  tube  containing  a  plug  of  glass 
wool  or  cotton  wool  to  keep  Back  the  solid.  If 
the  temperature  at  which  the  solution  has  been 
saturated  is  higher  than  the  temperature  of  the 
room,  the  pipette  may  have  to  be  warmed 
slightly  to  avoid  crystallisation  of  the  solid.  It 
is,  however,  preferable  in  such  ca^es  to  carry  out 
the  operation  of  filtration  into  a  weighed  vessel 
inside  the  constant  temperature  bath. 

Many  forms  of  apparatus  for  carrying  out 
these  various  operations  have  been  described 
(see,  for  instance,  V.  Meyer,  Ber.  1875,  8,  998 ; 
Andreae,  I.e. ;  Carnelley  and  Thomson,  Chem. 
Soo.  Trans.  1888,  53,  782  ;  Meyerhofier,  Zeitsch. 
physikal.  Chem.  1890,  5,  99 ;  Reicher  and  van 
Deventer,  ibid.  1890.  5,  560 ;   Niool,  Phil.  Mag. 

1891,  .31,  .374 ;  Noyes,  Zeitsch.  physikal.  Chem. 

1892,  9,  606 ;  Arrhenius,  ibid.  1893,  11,  392  ; 
Goldschmidt,  ibid.  1895,  17,  152;  Pawlewski, 
Ber.  1899,  32,  1040;  Lumsden,  Chem.  Soc. 
Trans.  1902,  81,  350).  For  very  high  tempera- 
tures, such  as  the  boiling  point  of  the  solvent 
and  beyond  it,  the  solubility  apparatus  must  be 
specially  modified  (see  V.  Meyer,  Ber.  1875,  8, 
1000 ;  Tilden  and  Shenstone,  Phil.  Trans.  1884, 
175,  23;  Goeokel,  Chem.Zentr.  1897,  ii.  401; 
Thiele  and  Calberla,  Zeitsch.  angew.  Chem. 
1906,  19,  1263  ;  Schroeder,  Zeitsch.  anal.  Chem. 
1909,  48,  349 ;  Tyrer,  Chem.  Soo.  Trans.  1910, 
97,  621).  Attempts  have  been  made  to  deter- 
mine solubility  by  finding  the  temperature  at 
which  a  minute  quantity  of  the  solid  in  contact 
\vith  its  solution  neither  increases  nor  diminishes 
in     amount     (Andreae,    I.e. ;    Alex6cff,     Ann, 


Physik,  1886,  28,  305;  Schroeder,  ZeitsoM 
physikal.  Chem.  1893,  11,  453). 

In  the  case  of  very  sparingly  soluble  solids, 
such  as  the  silver  halides  in  water,  the  ordinary 
method  of  determining  solubility  is  impracti- 
cable, because  the  amount  of  solid  in  the  satur- 
ated solution  cannot  be  estimated  with  any 
accuracy.  For  the  silver  halides  in  water,  it  is 
true,  Whitby  (Zeitsch.  anorg.  Chem.  1910,  67, 
107)  suggests  heating  the  saturated  solution 
with  sucrose  and  sodium  hydroxide  under 
standard  conditions  and  estimating  colorimetri- 
caUy  the  quantity  of  colloidal  silver  produced. 
But  various  physical  methods  are  available  for 
determining  the  solubility  in  water  of  sparingly 
soluble  salts  generally.  Thus  the  electrical  con- 
ductivity of  the  saturated  solution  may  be  com- 
pared with  that  of  pure  water,  and  the  solubility 
of  the  salt  deduced  therefrom  (Holleman, 
Zeitsch.  physikal.  Chem.  1893,  12,  125 ;  Kohl- 
rausch  and  others,  ibid.  1893,  12,  234;  1904, 
50,  355 ;    Sitzungsber.  K.  Akad.  Wiss.  Berlin, 

1901,  1018 ;  Bottger,  Zeitsch.  physikal.  Chem. 
1903,  46,  521 ;  1906,  56,  83  ;  Weigel,  ibid.  1907, 
58,  293).  A  knowledge  also  of  the  potential 
difierenoe  between  a.  suitable  electrode  and  the 
saturated  solution  of  the  sparingly  soluble  salt 
in  question  permits  a  calculation  of  the  solu- 
bility (Goodwin,  Zeitsch.  physikal.  Chem.  1894, 
13,  641 ;  Morgan,  ibid.  1895,  17,  633 ;  Thiel, 
Zeitsch.  anorg.  Chem.  1900,  24, 49  ;  Immerwahr, 
Zeitsch.  Elektroohem.  1901,  7,  477).  Another 
method  has  been  suggested  by  Biltz  (Zeitsch. 
physikal.  Chem.  1907,  58,  288),  who  shows  that 
in  the  case  of  two  salts  giving  a  sparingly  soluble 
compound  by  double  decomposition,  the  ultra- 
microscope  indicates  when  the  solutions  have 
been  so  far  diluted  that  no  precipitate  forms. 
From  such  an  observation  the  solubility  of  the 
precipitate  may  be  calcxilated. 

In  the  majority  of  cases,  the  solubility  of  a 
given  solid  in  a  given  liquid  increases  as  the 
temperature  rises,  and  as  a  rule  the  solubility- 
temperature  curve  is  convex  to  the  temperature 
axis.  No  general  law,  however,  is  known  whicn 
connects  solubility  and  temperature.  A  de- 
crease of  solubility  with  rising  temperature  over 
the  whole  or  part  of  the  temperature  range,  has 
been  observed  in  a  number  of  oases,  e.g.  calcium 
sulphate,  calcium  hydroxide,  sodium  sulphate, 
ferrous  sulphate  (Tilden  and  Shenstone,  Phil. 
Trans.  1884,  175,  23;  Etard,  Compt.  rend. 
1888, 106, 206, 740  ;  Lieben  and  others,  Monatsh. 
1894,  15,  404;    Lumsden,  Chem.   Soo.   Trans. 

1902,  81,  350).  In  some  of  these  and  other 
instances,  points  of  maximum  and  minimum 
solubility  occur  on  the  solubility-temperature 
curve,  e.g.  for  the  calcium  and  barium  salts  of 
the  fatty  acids  in  water.  Maxima  are  observed 
also  in  numerous  cases  where  the  dissolved  solid 
forms  a  compound  with  the  solvent :  this  occurs 
most  commonly  for  the  combination  salt+water 
(«ee,  for  example,  Roozeboom,  Zeitsch.  physikal. 
Chem.  1893,  10,  477).  Discontinuities  occur  on 
the  solubility-temperature  curve  at  points 
where  the  solid'  in  contact  with  the  solution 
undergoes  a  change.  Such  breaks  may  be 
associated  with  the  disappearance  of  one  hy- 
drate of  a  salt  and  the  appearance  of  another 
{see  de  Coi)pet,  Ann.  Chim.  Phys.  1883,  30,  429  • 
Roozelroom,  Zeitsch.'  physikal.  Chem.  1890  R 
198  ;   1893,  10,  477  ;   Donnan  and  Burt,  Chem!. 
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Soc.  Trans.  1903,  83,  335),  or  with  the  transition 
of  one  crystalline  form  of  a  substance  into 
another  (Rabe,  Zeitsch.  physikal.  Chem.  1901, 
38,  175  ;  Miiller  and  Kaufmann,  ibid.  1903,  42, 
497 ;  Steele  and  Johnson,  Chem.  Soc.  Trans. 
1904,  85,  113). 

Although  there  is  no  general  law  enabling  ua 
to  predict  the  relation  between  solubility  and- 
temperature  for  a  given  solvent  and  solute, 
there  is  a  close  connection,  deducible  thermo- 
dynamically,  between  the  heat  of  solution  and 
the  variation  of  solubility  with  temperature  (Le 
Chatelier,  Compt.  rend.  1885,  100,  441;  van 't 
Hoff,  Kongl.  Svenska  Vet.  Akad.  Handl.  1886, 
21,  17).  According  to  this,  the  solubility  of  a 
solid  in  a,  liquid  must  increase  with  rising  tem- 
perature when  the  process  of  dissolution  is 
accompanied  by  the  absorption  of  heat,  and 
decrease  with  rising  temperature  when  there  is 
evolution  of  beat.  The  validity  of  this  relation- 
ship has  been  confirmed  by  experiment  {see 
Reioher  and  van  Beventer,  Zeitsch.  physikal. 
Chem.  1890,  6,  559 ;  van  Deventer  and  van  de 
Stadt,  ibid.  1892,  9,  43 ;  von  Stackelberg,  ibid. 
1898,  26,  533). 

As  in  the  case  of  gases  and  liquids,  the 
solubility  of  a  solid  in  a  liquid  may  be  pro- 
foundly modified  by  the  presence  of  a  third  sub- 
stance. This  may  be  due  to  definite  chemical 
action  ;  iodine,  for  instance,  is  more  soluble  in 
potassium  iodide  solutions  than  in  pure  water, 
and  silver  chloride,  almost  insoluble  in  pure 
water,  dissolves  readily  in  potassium  cyanide 
solution.  In  other  cases  the  solubility  change 
appears  to  be  connected  with  a  displacement  of 
equilibrium,  as  when  the  solubility  of  a  salt  is 
dimicished  by  adding  another  electrolyte  with 
a  common  radicle,  or  when  it  is  increased  by 
adding  another  electrolyte  with  both  radicles 
different.  The  influence  of  salts  on  the  solu- 
bility of  non-electrolytes  is  more  difficult  to 
explain,  the  general,  although  not  the  universal, 
rule  being  that  a  non-eleetrolyte  is  less  soluble 
in  a  salt  solution  than  in  pure  water  at  the 
same  temperature.  The  solubility  of  a  non- 
electrolyte  in  water  is  sometimes  raised,  some- 
times lowered,  by  the  addition  of  another  non- 
electrolyte.  (For  a  detailed  discussion  of  this 
whole  question,  see  Rothmund's  Loslichkeit  und 
Loslichkeitsbeeinflussung,  vol.  vii.  of  Bredig's 
Handbuch  der  angewandten  Physikalische 
Chemie;  also  £30:6,  Brit.  Assoc.  Reports,  1910, 
425.) 

As  regards  the  factors  which  determine  the 
solubility  of  a  given  solid  in  a  given  solvent, 
little  is  kno-wn.  From  the  mass  of  data  available 
a  number  of  regularities  have  been  deduced,  but 
these  are  of  limited  scope.  Thus,  for  instance, 
it  is  known  that,  with  water  as  solvent,  the 
solubility  of  the  monohydric  alcohols  dirninishes 
as  the  preponderance  of  the  alkyl  radicle  in- 
creases and  that  an  increase  in  the  number  of 
hydroxyl  groups  introduced  into  a  molecule 
leads  to  an  increased  solubility.  For  isomeric 
substances,  certain  rules  have  been  deduced, 
such  as  that  the  more  fusible  isomer  is  also 
the  more  soluble  in  a  given  solvent,  and  that  the 
ratio  of  the  solubilities  of  two  isomers  in 
different  solvents  is  approximately  the  same. 
(Bee  Lumsden,  Chem.  Soc.  Trans.  1902,  81,  363  ; 
{iofhniund.  I.e.  and  Eyre,  I.e.)  J.  C.  P. 
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been  marked  by  constant  speculation  on  the 
nature  of  the  system  formed  when  a  substance 
dissolves  in  a  liquid.  The  theories  held  at  one 
time  or  another  in  regard  both  to  the  process  of 
dissolution  and  to  the  constitution  of  solutions 
may  be  roughly  classed  as  chemical  or  physical, 
according  to  the  nature  of  the  forces  supposed 
to  be  at  work.  In  either  case,  however,  the 
experimental  basis  is  furnished  by  the  physical 
properties  of  solutions,  and  the  utility  and 
fitness  of  any  theory  of  solution  must  bo  judged 
by  the  extent  to  which  it  is  capable  of  inter- 
preting these  properties. 

It  is  impossible  within  the  limits  of  this 
article  to  deal  exhaustively  with  the  physical 
properties  of  solutions,  but  it  is  proposed  to 
discuss  the  experimental  results  which  have 
been  achieved  in  connection  with  some  of  the 
.more  salient  characteristics,  and  then  to  sketch 
the  modern  theories,  based  on  these  properties, 
which  bear  on  the  que.stion  of  the  nature  of 
solution. 

Density.  It  has  been  found  that  when 
aqueous  solutions  of  different  salts  of  the  same 
molecular  concentration  (for  example,  1  mol. 
salt  to  100  mols.  water)  are  compared,  the  density 
of  the  solution  increases  with  the  molecular 
weight  of  the  dissolved  salt.  This  rule,  however, 
is  not  strictly  valid  unless  the  metals  in  the  salts 
belong  to  the  same  group  (see  Kremers,  Pogg. 
Ann.  1854,  92,  497  ;  1855,  94,  87,  255  ;  JMende- 
UeS,  Ber.  1884,  17  (Ref.),  155  ;  Gerlach,  Zeitsch. 
anal.  Chem.  1888,  27,  271 ;  1889,  28,  290,  466  ; 
Charpy,  Compt.  rend.  1892,  114,  539).  Mora 
definitely  quantitative  in  character  is  the  ob- 
servation made  by  Valson,  that  if  solutions  of 
two  salts  AB  and  AB'  are  compared,  each 
solution  containing  1  gram-equivalent  in  1  litre 
of  water,  the  difference  in  density  is  practically 
the  same  whatever  the  acid  radicle  A  may  be. 
Similarly  the  difference  in  density  of  com- 
parable solutions  of  two  salts  AB  and  A'B  with 
a  common  positive  radicle  is  independent  of  B. 
There  may  therefore  be  assigned  to  each  radicle, 
positive  or  negative,  a  certain  figure  or  '  modu- 
lus,' such  that  the  density  of  a  normal  solution 
of  any  salt. can  be  calculated  approximately  by 
simply  adding  together  the  two  values  for  the 
radicles  contained  in  the  salt  (Valson,  Compt. 
rend.  1871,  73,  441).  This  additive  character 
of  the  density  of  dilute  aqueous  salt  solutions 
has  been  confirmed  by  subsequent  observers  {see 
Ostwald,  J.  pr.  Chem.  1878,  18,  353;  Niool, 
Phil.  Mag.  1883, 16, 121 ;  1884, 17, 150  ;  Bender, 
Ann.  Physik,  1883,  20,  560).  Bender  was  able 
to  extend  Valson's  law  of  moduli  on  the  strength 
of  the  observation  that  if  A  represents  the 
difference  between  the  densities  of  two  salt 
solutions,  each  containing,  m  equivalents  of  salt 
per  litre  of  solution,  then  A/m  is  a  constant  for 
the  two  salts  at  a  given  temperature. 

Investigation  has  shown  that  the  density  of 
a  salt  solution  increases  less  rapidly  than  the 
concentration  and  that  accordingly  the  value  of 

the  expression  ?^^,  where  sis  the  specific  gravity 

and  m  is  the  concentration  in  gram-equivalents 
per  litre,  decreases  as  the  concentration  of  the 

solution  increases.     If  --—  is  plotted  against  m, 

the  decrease  is  often  found  to  be  exceptionally 
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marked  in  very  dilute  solutions,  although  the 

8  —  1  I 

curves  obtained  by  plotting against  to'  are 

m 

practically  straight  lines  (Kohlrausch  and  HaU- 

wachs,    Ann.    Physik,    1893,    60,    118).     More 

recently  it  has  been  found  that  within  certain 

concentration  limits  the  quantity is  a  linear 

/unction  of  the  degree  of  dissociation  as  defined 

by  Arrhenius  (see  Magie,  Physical  Review,  1907, 

25,  171 ;    Heydweiller,  Ann.  Physik,  1909,  30, 

873  ;   1910,  31,  1063). 

Much  attention  has  been   devoted  to  the 

character  of  the  density-concentration  curve  in 

the  case  of  aqueous  solutions  of  sulphuric  acid 

and  ethyl  alcohol.    When  the  first  or  second 

ds        d^3 
diSerential  of  the  sp.gr. — ^-j—  or  -j— ^ — ^is  plotted 

against  the  percentage  composition' p,  a  series 
of  straight  lines  is  obtained  in  place  of  the 
continuous  curve  which  results  when  a  is  plotted 
against  p.  It  is  maintained  by  some  investi- 
gators that  the  discontinuities  thus  exhibited 
correspond  with  the  formation  of  definite  com- 
pounds between  water  and  the  dissolved  sub- 
stance (see  Mendelteff,  Ber.  1886,  19,  379; 
Zeitsch.  physikal.-  Chem.  1887,  1,  273  ;  Chem. 
Soc.  Trans.  1887,  51,  778  ;  Pickering,  ibid.  1890, 
57,  64  ;  compare  Crompton,  ibid.  1888,  53,  116  ; 
Arrhenius,  Phil.  Mag.  1889,  28,  30;  Pickering 
and  others,  Chem.  Soo.  Proc.  1891,  105). 

Qosely  related  to  the  subject  of  density  is 
the  question  how  far  the  process  of  dissolution 
is  accompanied  by  change  of  volume.  A  study 
of  mixtures  of  organic  liquids  from  this  point  of 
view  has  shown  that  the  differences  between  the 
densities  directly  determined  and  the  values 
calculated  on  the  assumption  that  no  change  of 
volume  occurs  on  mixing  are  considerably 
greater  where  associated  liquids  are  involved 
than  where  both  liquids  are  '  normal.'  In  the 
majority  of  cases  where  the  mixed  liquids  belong 
to  the  latter  class  the  observed  density  is  less 
than  the  calculated  value  (Linebarger,  Amer. 
Chem.  J.  1896,  18,  429). 

The  investigation  of  solutions  of  such  sub- 
stances as  paraffin,  naphthalene,  anthracene,  di- 
nitrobenzene  and  benzil  in  non-associated 
organic  solvents  has  shown  that  the  volume 
occupied  by  the  solute  in  solution  is  approxr- 
mately  a  constant,  independent  of  the  concen- 
tration and,  with  certain  limitations,  of  the 
solvent.  This  volume,  further,  is  approxi- 
mately equal  to  the  volume  which  the  pure 
solute  would  occupy  in  the  liquid  state  at  the 
same  temperature  (Beilby,  Chem.  Soc.  Trans. 
1883, 43, 138  ;  Nicol,  ibid.  1896,  69,  142  ;  Torch, 
Ann.  Phyeik,  1905,  17,  1012 ;  Lumsden,  Chem. 
Soc.  Trans.  1907,  91,  24 ;  Dawson,  ibid.  1910, 
97,  1041,  1896 ;   Tyrer,  ibid.  2620). 

The  changes  of  volume  which  accompany  the 
dissolution  of  a  substance  in  water  are  much 
more  notable.  For  some  anhydrous  salts  and 
other  substances,  such  as  sodium  hydroxide  in 
dilute  solution,  the  volume  of  the  solution  is 
actually  less  than  the  volume  occupied  by  the 
pure  solvent  {see  Macgregor,  Chem.  News,  1887, 
55,  3).  Attempts  to  find  the  volume  occupied 
by  a  solute  in  aqueous  solution  are  generally 
based  on  the  assumption  that  the  volume  of  the 
solvent  in  the  solution  is  the  same  as  if  it  were 


in  the  pure  state.  On  this  basis  the  moleoula» 
solution  volume  w„,  that  is,  the  volume  occupied 
by  1  gram-molecule  of  the  dissolved  substance, 

is  given  by  the  formula  «„=  —^ -j>  where'in 

is  the  molecular  weight  of  the  solute  in  grams, 
IV  is  the  weight  of  water  in  which  the  gram- 
molecule  is  (Sssolved,  d  and  5  are  the  densities 
of  solution  and  pure  water  respectively  {see 
Nicol,  Pha.  Mag.  1883,  16,  121 ;  1884,  18,  179  ; 
Kohlrausch  and  Hallwachs,  Ann.  Physik,  1893, 
50,  118  :  1894,  53,  14  ;  Kohlrausch,  ibid.  1895, 
56,  185 ;  Traube,  Ueber  den  Raum  der  Atome, 
Ahrens*  Sammlung,  1899,  4,  255).  The  value 
of  the  molecular  solution  volume  for  a  non- 
electrolyte  in  aqueous  solution  does  not  vary 
much,  as  a  rule,  with  the  concentration  {see  also 
Wanklyn,  Chem.  News,  1892,  65,  122).  For  an 
electrolyte,  on  the  other  hand,  the  molecular 
solution  volume  diminishes  as  the  concentration 
of  the  solute  diminishes  and,  in  many  cases  at 
least,  approaches  a  constant  value  in_  very 
dilute  solution.  From  these  values,  Traube  has 
deduced  figures  which  represent  the  atomic 
solution  volumes  and  he  finds  that  for  a  non- 
electrolyte  in  aqueous  solution  the  molecular 
solution  volume  is  equal  to  the  sum  of  the 
atomic  volumes,  phis  an  increment  of  12-4  c.c, 
which  is  termed  the  '  molecular  co- volume.' 
He  further  concludes  that  the  contraction 
accompanying  the  dissolution  of  a  gram-molecule 
of  any  non-electrolyte  in  water  (a  dilute  solution 
being  formed)  is  13-5  c.c.  at  15°,  and  that  the 
contraction  for  each  gram-ion  of  a  binary 
electrolyte  is  the  same  as  that  for  the  gram- 
molecule  of  a  non-electrolyte. 

Osmosis  and  related  properties.  If  a  layer  of 
concentrated  sugar  solution  is  put  at  the  bottom 
of  a  tall  jar  and  the  jar  is  then  carefuUy  filled  up 
with  water,  diffusion  sets  in,  with  the  result  that 
the  concentration  of  the  sugar  ultimately  be- 
comes uniform  throughout  the  jar.  The  exist- 
ence of  the  force  which  thus  brings  about  the 
intermixture  of  the  sugar  and  the  water  could  be 
rendered  evident  by  interposing  between  solu- 
tion and  solvent  some  surface  which  would 
differentiate  between  sugar  and  water,  pre- 
venting the  passage  of  the  former,  but  freely 
permeable  to  the  latter.  If  a  membrane  with 
these  properties  were  interposed  between  the 
water  and  the  strong  sugar  solution  the  system 
would  seek  to  reach  equilibrium  in  the  only  way 
left  open  to  it,  viz.  by  water  entering  the  solu- 
tion through  the  membrane ;  that  is,  a  one-sided 
diffusion,  or  '  osmosis,'  would  occur.  The  result- 
ing increase  in  the  bulk  of  the  solution  would  lead 
either  to  the  bursting  of  the  membrane  or,  if 
the  membrane  were  rigid  and  strong  enough,  to 
the  production  of  a  hydrostatic  pressure  op- 
posing the  further  passage  of  water  into  the 
solution.  The  pressure  developed  in  the  solu- 
tion in  the  latter  case  might  be  taken  as  a 
measure  either  of  the  driving  force  under  the 
influence  of  which  the  sugar  molecules  diffuse ;  or, 
simply,  of  the  attraction  between  solvent  and 
solution. 

These  conditions  are  capable  of  experimental 
realisation.  Membranes  are  known  which  may 
be  described  as  '  semi-permeable,'  since  they  are 
freely  permeable  to  water,  but  impermeable  to 
certain  dissolved  substances.  A  membrane  of 
copjper  ferrocyanide,  for  instance,  produced  at 
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the  common  surface  of  solutions  of  copper 
sulphate  and  potassium  forrocyanide,  is  per- 
meable to  water,  but  impermeable  to  dextrose 
or  sucrose,  and  has  been  much  used  in  the 
quantitative  study  of  osmosis.  When  the 
copper  ferrocyanide  is  deposited  in  the  waUs  of 
a  porous  porcelain  pot,  sufficient  strength  and 
rigidity  are  imparted  to  the  membrane  to  enable 
it  to  withstand  high  pressures.  The  porous  pot, 
connected  with  a  closed  mercury  manometer, 
is  filled  with  a  solution  of  dextrose  or  sucrose, 
and  is  then  immersed  in  pure  water.  The  force 
with  which  water  seeks  to  enter  the  solution  is 
then  determined  by  measuring  the  pressure 
developed  within  the  cell — the  '  osmotic  pres- 
sure,' as  it  is  called. 

The  first  direct  determinations  of  this  force 
(Pfeffer,  Osmotische  Untersuchungen,  1877) 
showed  that  the  osmotic  pressure  of  sucrose 
solutions  at  a  constant  temperature  is  approxi- 
mately proportional  to  the  concentration,  and 
that  the  osmotic  pressure  of  a  given  sucrose 
solution  varies  nearly  as  the  absolute  tempera- 
ture (see  van  't  Hoff,  Phil.  Mag.  1888,  26,  81 ; 
Ladenburg,  Ber.  1889,  22,  1225 ;  Adie,  C!hem. 
Soc.  Trans.  1891,  59,  344 ;  Konig  and  Hasen- 
baumer,  Zeitsch.  angew.  Chem.  1909,  22,  1009, 
1070).  The  validity  of  these  relationships  has 
recently  been  subjecfjed  to  a  searching  investiga- 
tion by  Morse,  Frazer  and  others  (Amer.  Chem. 
J.  1905,  34,  1 ;  1906,  36,  1,  39 ;  1907,  37,  324, 
425,- 558;  38,  175;  1908,  39,  667;  40,  1,  194; 
1909,  41,  1,  257;  1911,  45,  91,  237,  383,  517, 
554).  Working  with  dextrose  and  sucrose  solu- 
tions containing  from  0-1  to  1-0  gram-molecule 
per  1000  grms.  of  water,  these  investigators  find 
that  the  osmotic  pressure  is  proportional  to  the 
concentration,  provided  that  this  latter  is  re- 
ferred, not  to  unit  volume  of  the  solution,  but 
to  unit  volume  of  the  solvent.  For  the  tem- 
perature range  0°-25°,  they  find  that  the  osmotic 
pressure  of  a  given  solution  is  proportioned  to 
the  absolute  temperature. 

Direct  determinations  of  the  osmotic  pres- 
sure of  strong  solutions  have  been  made  by 
Lord  Berkeley  and  co-workers  (Phil.  Trans.  A, 
1906,  206,  481 ;  1909,  209,  177,  319 ;  see  also 
Proc.  Roy.  Soc.  A,  1909^  82,  271).  They  have 
investigated  sucrose  solutions  containing  up  to 
750  grms.  sucrose  per  litre  and  measured  osmotic 
pressures  up  to  133  atmospheres.  It  is  found  that 
the  osmotic  pressure  increases  more  rapidly  than 
the  concentration,  even  when  the  latter  is  re- 
ferred to  unit  volume  of  the  solvent.  (For  a 
summary  of  this  work  on  osmotic  pressure,  see 
Lowry,  Science  Progress,  1913,  7,  644.) 

For  the  purpose  of  finding  '  isotonic  '  solu- 
tions— ^that  is,  solutions  of  equal  osmotic  pres- 
sure— a  study  of  the  water  exchange  takmg 
place  across  a  semipermeable  membrane  of 
animal  or  vegetable  origin  has  been  found  useful 
(see,  for  instance,  Tammann,  Ann.  Physik,  1888, 
34,  299;  de  Vries,  Zeitsch.  physikal.  Chem. 
1888,  2,  415 ;  Hamburger,  ibid.  1890,  6,  319 ; 
Hedin,  ibid.  1895,  17,  164).  One  chief  result  of 
these  investigations  has  been  to  show  that,  for 
equal  molecular  concentrations,  the  osmotic 
activity  of  a  binary  salt  (e.g.  sodium  chloride)  is 
much  greater  than  that  of  a  non-electrolyte  such 
as  sucrose,  and  that  ternary  salts  (e.g.  calcium 
chloride)  are  stUl  more  active. 

The  vapour  pressure  p'  of  a  solution  of  a  non- 
VoL.  v.— y, 


volatile  solute  is  lower  than  the  vapour  pressure 
p  of  the  pure  solvent  at  the  same  temperature, 
and  the  relation  between  these  and  the  concen- 
tration is  expressed  by  the  formula  ^~"  =     ,  Vr' 

where  n  and  N  are  the  numbers  of  solute  and  , 
solvent  molecules  respectively  in  the  solution 
(see  Raoult,  Zeitsch.  physikal.  Chem.  1888,  2, 
353).  There  is  also  a  quantitative  relationship 
between  the  osmotic  pressure  of  a  solution  and 
its  vapour  pressure  (van  't  Hoff,  ihid.  1887,  1, 
481 ;  Gouy  and  Chaperon,  Ann.  Chim.  Phys. 
1888,  13,  124;  Arrhenius,  Zeitsch.  physikal. 
Chem.  1889,  3,  115;  Berkeley  and  Hartley, 
Proc.  Roy.  Soc.  A,  1906,  77,  156 ;  Spens,  ibid. 
234  ;  Porter,  i6»d.l907,  79,  519  ;  1908,  80,  457). 
In  order  to  deduce  osmotic  pressure  from  vapour 
pressure  by  this  relationship  it  is  necessary  to 
know  only  the  ratio  of  the  vapour  pressures  of 
solvent  and  solution  at  the  same  temperature, 
not  their  absolute  values.  The  value  of  the 
ratio  can  be  found  by  Ostwald  and  Walker's 
method  (Zeitsch.  physikal;  Chem.  1888,  2,  602), 
and  Berkeley  and  Hartley,  using  a  modified 
form  of  apparatus,  have'  found  that  the  values 
of  the  osmotic  pressure  deduced  from  the  re- 
lative vapour  pressures  of  solvent  and  solution 
are  in  good  agreement  with  the  values  obtained 
by  direct  measurement  (Proc.  Roy.  Soc.  A, 
1906,  77,  156;   Phil.  Trans.  A,  1909,  209,  177). 

The  boiling  point  of  a  solution  of  a  non- 
volatile solute  is  higher  than  that  of  the  pure 
solvent,  the  extent  of  the  rise  being  proportional 
to  the  molecular  concentration  of  the  solute 
(Raoult,  Compt.  rend.  1878,  87, 167  ;  Beckmann, 
Zeitsch.  physikal.  Chem.  1889,  4,  532 ;  1890,  6, 
437;  1891,8,223;  1894,15,656;  compare,  for 
other  practical  methods  of  finding  the  rise  of 
boiling  point  for  a  solution :  Sakurai,  Chem. 
Soc.  Trans.  1892,  61,  989;  Landsberger,  Ber. 
1898,  31,  458;  Walker  and  Lumsden,  Chem. 
Soc.  Trans.  1898,  73,  502 ;  Turner,  ibid.  1910, 
97,  1184).  For  each  solvent  there  is  a  charao- 
teristio  figure  or  constant,  known  as  the  '  mole- 
cular elevation  of  the  boiling  point,'  which  is 
defined  as  the  rise  of  boiling  point  for  a  solution 
containing  1  gram-molecule  of  solute  in  100  grms. 
of  solvent.  This  constant  can  be  evaluated 
either  empirically,  from  the  rise  of  boiling  point 
observed  with  normal  solut«  of  known  mole- 
cular weight,  or  from  van  't  Hofi's  formula 
;fe=002TVi,  where  T  is  the  boiling  point  of  the 
solvent  on  the  absolute  scale,  and  I  is  its  latent 
heat  of  vaporisation. 

The  osmotic  pressure  P  of  a.  moderately  dilute 
solution  can  be  calculated  from  its  boiling  point 

T  by  the  formula  P=  -st-.or  '     m      atmospheres, 

where  S  is  the  sp.gr.  of  the  solvent  at  its  boiling 
point  Tg,  and  I  is  the  latent  heat  of  vaporisation 
for  1  grm.  of  solvent.  For  aqueous  solutions  this 
formula  reduces  to  P=56-8  (T — 1^)  atmospheres. 
The  freezing  point  of  a  solution  is  lower  than 
that  of  the  pure  solvent  by  an  extent  which  is 
proportional  to  the  molecular  concentration  of 
the  dissolved  substance  (for  details  of  this,  see 
Ckyoscopy).  The  osmotic  pressure  P  of  a  solu- 
tion is  quantitatively  related  to  its  freezing  point 
T  I,  *!,  *  1  T>  1*^00Sm>  Tq-T  ^ 
I  by  the  formula  *^=~q4:25 T —  atmo- 
spheres, whete  S  is  the  sp.gr.  of  the  solvent  at 


38 

its  freezing  point  !„,  and  to  is  the  latent  heat  of 
fusion  for  1  grm.  solvent.  For  aqueous  solu- 
tions this  formula  becomes  P=  12-03  (Tj — ^T) 
atmospheres. 

The  quantitative  relationships  already  re- 
ferred to  between  osmotic  pressure,  lowering  of 
vapour  pressure,  rise  of  boiling  point,  "and  de- 
pression of  freezing  point,  on  the  one  hand,  and 
molecular  concentration  on  the  other,  are, 
generally  speaking,  valid  oiJy  for  solutions  of 
non-electrolytes.  For  electrolytic  solutions, 
notably  those  of  salts  in  water,  the  osmotic 
value,  determined  directly  or  indirectly,  is 
abnormally  high.  The  observed  depression  of 
freezing  point,  for  instance,  for  a  dilute  solution 
of  sodium  chloride  in  water,  is  nearly  twice  as 
great  as  the  depression  calculated  from  the 
accepted  freezing  point  constant  for  water,  on 
.  the  assumption  that  the  molecular  condition  of 
the  dissolved  salt  is  represented  by  NaCl.  If 
;_  observed  depression     .,.  .^  ^^^^^  ^^^^  j^,, 

theoretical  depression 
dilute  solutions  of  binary  salts,  such  as  sodium 
chloride,  the  values  of  i  run  up  to  2,  vihile  for 
dilute  solutions  of  ternary  salts,  such  as  calcium 
chloride,  the  values  run  up  to  3  (see  Arrbenius, 
Zeitsoh.  physikal.  Ohem.  1887, 1, 635 ;  1888,2, 495 ; 
Bedford,  Prof  Eoy.  Soc.  A.  1910,  83,  454 ;  Noyes 
&  P»lk,  J.  Amer.  Chem.  Soc,  1910,  32,  1011). 
It  is  noteworthy  that  for  solutions  of  sodium  mel- 
litate  a  value  of  i  almost  equal  to  6  has  been  re- 
corded (Taylor,  Zeitsch.  physikal.  Chem.  1898, 
27,  361). 

Electrical  conductivity.  The  significance  of 
this  property  in  relation  to  the  constitution  of 
solutions  is  generally  admitted.  The  accurate 
determination  of  the  electrical  conductivity  of 
aqueous  salt  solutions  dates  from  the  investiga- 
tions of  Kohlrausoh  (Ann.  Physik,  1879,  6^  1, 
145 ;  18S5,  26,  161 ;  see  especially  Kohlrausoh 
and  Holbom,  Leitvermogen  der  Elektrolyte, 
1898,  where  therte  is  a  full  list  of  references  to 
all  the  fundamental  work  on  the  subject). 
These,  supported  by  the  work  of  later  investiga- 
tors, have  shown  that  whilst  for  a  given  salt  the 
conductivity  referred  to  standard  dimensions 
of  the  conducting  column  diminishes  as  the 
dilution  increases,  on  the  other  hand  the  con- 
ductivity referred  to  a  fixed  quantity  of  the 
dissolved  salt  increases  with  the  dilution.  The 
'  specific  rfesistanoe  *  of  an  electrolytic  solution  is 
now  defined  as  the  resistance  in  ohms  between 
two  opposite  faces  of  a  centimetre  cube  con- 
taining the  solution. '  The  '  specific  conduc- 
tivity,' represented  by  the  symbol  k,  is  the 
reciprocal  of  the  specific  resistance,  and  dimin- 
ishes as  the  dilution  increases.  A  measure  of 
the  conductivity  referred  to  a  fixed  quantity  of 
the  dissolved  electrolyte  is  given  by  the  product 
kX <t>,  where  ^  is  the  volume  of  solution  (in  cub. 
cm.)  containing  1  gram-equivalent  of  the  solute. 
The  product  k  X  ip  is  represented  by  the  symbol 
A  (or  A)  and  is  termed  the  'equivalent  con- 
ductivity.' The  equivalent  conductivity  of  a 
salt  (acids  and  bases  included)  increases  as  the 
concentration  diminishes,  and  approaches  a 
maxiiiium  limit  at  very  high  dilutions.  In 
many  cases  at  least,  an  extrapolation  may  bo 
made  and  the  limiting  value  A^^  of  the  equivalent 
conductivity  at  infinite  dilution  thus  obtained 
(see  Kohlrauscii,  Ann.  Physik,  1885,  26,  161  ; 
Bredig,  Zeitsch.  physikal.  Chem.  1894,  13j  191), 
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The  variation  of  specific  and  equivalent  con- 
ductivity with  dilution  for  non-aqueous  solu- 
tions appears  to  be  generaUy  of  the  same 
character  as  for  aqueous  solutions  (see  Walden, 
ibid.  1906,  54,  133;  1911,  78,  257;  Turner, 
Amer.  Chem.  J.  1908,  40,  571;  Dutoit  and 
Duperthuis,  J.  Chim.  phys.  1908,  6,  703; 
PhiUp  and  Courtman,  Chem.  Soc.  Trans.  1910, 
97,  1261).  ,  ,  ^. 

The  values  of  A^  for  aqueous  solutions,  more 
particularly  those  of  binary  electrolytes,  were 
shown  by  Kohlrausoh  to  be  additive  in  character  ; 
that  is.  Ace  ™*y  ^  represented  as  the  sum  of  two 
other  values,  attributable  to  the  positive  and 
negative  ions  respectively.  The  equation  A«, 
=u+v,  where  u  is  the  contribution  of  the  cation 
and  V  is  that  of  the  anion,  is  the  algebraic  ex- 
pression of  Kohlrausch's  Law  of  the  Independentr 
Migration  of  the  Ions,  for  it  is  found  that  the 
contribution  which  any  ion  makes  to  the 
equivalent  conductivity  at  infinite  dilution  ia 
independent  of  the  other  ion  with  which  it  is 
associated  (see  Kohlrausoh,  I.e. ;  Loeb  and 
Nernst,  Zeitsch.  physiltal.  Chem.  1888,  2,  948). 
The  actual  values  of  u  and  v  are  obtained  by  a 
combination  of  the  figures  for  A«)  and  Hittorf 's 
transport  numbers  (Pogg.  Ann.  1853,  89,  177  j 
1856,  98,  1 ;  1858,  103,  1 ;  1859,  108,  338,  513  j 
reprinted  in  Ostwald's  Klassiker  der  exakten 
Wissenschaften  :  see  also  Loeb  and  Nernst,  kc,  j 
Druoker,  Zeitsch.  Elektrochem.  1907,  13,  81) 
Kohlrausoh,  ibid.  333;  McBain,  Proc.  Wash. 
Acad.  Sci.  1907,  9,  1 ;  Washburn,  Technology 
Qiiart.  1908,  21,  164 ;  Denison,  Trans.  Faraday 
Soc.  1909,  5,  165).  -The  relation  between  the 
conductivity  and  the  viscosity  of  salt  solutions 
has  also  an  important  bearing  on  their  con- 
stitution (see  KohlrauschfSitzungsber.  K.  Akad. 
Berlin,  1902,  572 ;  Bousfield  and  Lowry,  Proc. 
Eoy.  Soc.  1902,  71,  42;  Walden,  Zeitsch. 
physikal.  Chem.  1906,  55,  207 ;   1911,  78,  257). 

Theories  of  solution.  The  remarkable  way 
in  which  physical  and  chemical  conceptions  of 
the  relation  between  solute  and  solvent  have 
long  struggled  for  pre-eminence  has  been 
sketched  in  detail  by  Walden  (Ahrens'  Samm- 
lung,  vol.  15:  'Die  Losungstheorien  in  ihrer 
gesohichtliohen  Aufeinanderfolge ').  The  last 
three  decades  have  witnessed  a  renewed  activity 
in  the  investigation  of  solutions,  resulting  in  the 
accumulation  of  a  vast  amount  of  material, 
some  part  of  which  has  been  indicated  in  the 
precedjng  paragraphs.  Some  scientists  have 
interpreted  these  facts  in  terms  of  a  chemical 
interaction  of  solute  and  solvent :  by  others 
physical  considerations  have  been  put  in  the 
foreground,  to  the  exclusion  of  any  chemical 
factor. 

The  '  hydrate '  theory  is  based  on  the  view 
that  the  formation  of  an  aqueous  solution  is 
essentially  a  process  of  association,  and  that  the 
solution  contains  compounds  of  solute  and 
solvent,  the  complexity  of  which  increases  with 
dilution.  The  supporters  of  this  theory  oiigi- 
nally  found  evidence  for  their  views  in  the 
character  of  the  density-concentration  curves 
(see  MendeWeflf,  Zeitsch.  physikal.  Chem.  1887, 
1,  273;  Chem.  Soc.  Trans.  1887,  51,  778; 
Pickering,  ibid.  1890,  57,  64  ;  Watts'  Dictionary, 
1894,  '  Solution,'  second  article).  The  method, 
however,  adopted  for  deducing  the  composition 
of  the  definite  hydrates  supposed  to-  be  present 
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in  tho  solutions  has  been  subjected  to 
serious  oritioism,  and  in  its  original  form 
the  theory  is  hardly  tenable.  If  modified 
in  harmony .  with  the  oonoeptious  of  reversi- 
bility and  mass  action  a  hydrate  theory  of 
solution  has  many  facts  in  its  favour  {see  Lowry, 
Science  Progress,  1908,  3,  124).  The  case  in 
support  of  the  view  which  regards  the  solvent 
as  exercising  an  associative  function  has  been 
stated  also  by  Armstrong  (Proo.  Roy.  Soo.  A, 
1906,  78,  264 ;  ibid.  1908,  81,  80  :  Chem.  News, 
1911,  103,  97). 

More  generally  accepted  at  the  present  time 
and  more  commonly  employed  as  a  working 
hypothesis  in  the  investigation  of  solutions  are 
the  theories  associated  with  the  names  of  van  't 
Hoff  and  Arrhenius.  By  a  thermodynamioal 
argument,  based  on  the  validity  of  Henry's  Law, 
van  't  Hoff  reached  the  conclusion  that  the 
osmotic  pressure  of  a  dilute  solution  must  be 
proportional  (1)  to  the  concentration  of  the 
solute  and  (2)  to  the  absolute  temperature 
(Zeitsch.  physikal.  Chem.  1887,  1,  481 ;  Phil. 
Mag.  1888,  26r  81 ;  compare  Rayleigh,  Nature, 
1897,  55,  253;  Kelvin,  ibid.  272;  Larmor, 
ibid.  545).  He  pointed  to  Pfeffer's  measure- 
ments (see  above)  as  an  experimental'  verification 
of  these  conclusions,  and  therefore  felt  justified 
in  extending  Boyle's  Law  and  Gay-Lussac's  Law 
to  dilute  solutions.  Further^  van  't  Hoff  ex- 
tended Avogadro's  hypothesis  to  solutions  and 
assumed  that  at  a  given  temperature  equal 
volumes  of  two  dilute  solutions  which  have 
equal  osmotic  pressures  contain  the  same 
number  of  dissolved  molecules.  Evidence  in 
favour  of  this  extension  of  Avogadro's  hypo- 
thesis was  found .  in  the  known  influence  of 
different  substances  on  the  vapour  pressure  and 
freezing  point  of  a  solvent.  In  analogy  then 
with  the  gas  equation  fW=RT,  the  behaviour  of 
substances  in  dilute  solution  may  be  repre- 
sented by  an  equation  PV=R'T,  where  P  is  the 
osmotic  pressure  aijd  V  is  the  volume  of  solution 
containing  1  gram-molecule  of  solute.  The 
known  values  of  P,.V,  and  T,  for  dilute  sucrose 
solutions  showed  that  K'=R,  and  hence  van  't 
Hoff  concluded  that  the  osmotic  pressure  of  a 
dilute  sugar  solution  is  equal  to  the  pressure 
which  the  sugar  would  exert  if  it  were  in  the 
gaseous  state  at  the  same  temperature  and 
occupied  the  same  volume  as  the  solution. 
While  this  statement  is  valid  for  dilute  solutions 
it  is  not  strictly  accurate  for  higher  concentra- 
tions. Under  these  conditions  the  observed 
osmotic  pressure  for  sucrose  sMutions  is  greater 
than  the  corresponding  gas  pressure,  even  when 
the  concentration  is  referred  to  unit  volume  of 
solvent  instead  of  unit  volume  of  solution  {see 
Morse  and  others,  Amer.  Chem.  J.  1911,  45, 
654 ;    Berkeley  and  Hartley,  Phil.  Trans.  A, 

1906,  206,  481 ;   Berkeley,  Proc.  Roy.  Soo.  A, 

1907,  79,  125 ;   Callendar,  ibid.  1908,  80,  466). 
It  should  be  noted  that  the  quantitative 

relationships  involved  in  van  't  Hoff's  theory 
are  independent  of  the  exact  way  in  which  tho 
osmotic  pressure  originates.  Indeed,  diverse 
views  are  held  as  to  the  origin  and  mechanism  of 
osmotic  pressure  {see,  for  instance,  Bredig, 
Zeitsch.  physikal.  Chem.  1889,  4,  444;  L. 
Meyer,  ibid.  1890,  5,  23 ;  van  't  Hoff,  ibid.  1890, 
6,  174;  Ber.  1894,  27,  6;  Whetham,  Nature, 
1896,  54,  571;    Poynting,  ibid.  66,  33;    Arm- 


strong, ibid.  55,  78 ;  Barmwater,  Zeitsch. 
physikal.  Chem.  1899,  28,  115 ;  Lowry,  Kahlen- 
berg  and  others.  Trans.  Faraday  Soc.  1907,  3, 
14 ;  Traube,  Ber.  1909,  42,  86). 

In  his  original  paper,  van  't  Hoff  drew  atten- 
tion to  the  fact  (see  above)  that  there  are  certain 
substances  which  in  aqueous  solution  give 
abnormally  high  osmotic  pressures  and  the 
behaviour  of  which  cannot  be  represented  by 
the  formula  PV=RT.  These  exceptional  oases 
are  very  numerous,  but  can  be  brought  into  line 
with  normal  substances  by  assuming  that  the 
abnormal  substances  are  dissociated.  Arrhe- 
nius had  pointed  out  that  it  is  precisely  those 
substances  (viz.  salts,  acids  and  bases)  which, 
give  abnormally  high  osmotic  values  in  aqueous 
solution  that  make  water  a  conductor  of  the 
electric  current,  and  he  proposed  a  common 
explanation  for  the  two  phenomena  by  sug- 
gesting that  when  a  salt  is  dissolved  in  water  it 
dissociates  to  a  greater  or  less  extent  into 
positively  and  negatively  charged  particles  or 
ions.  Such  a  dissociation  would  mean  an  in- 
creased number  of  units  in  solution  and  so  would 
account  for  the  abnormally  high  osmotic  values 
observed  with  salt  solutions.  The  presence  of 
the  ions  would  confer  on  the  water  the  power 
of  conducting  the  electric  current,  the  passage  of 
the  current  through  a  conductor  of  this'  kind 
being  supposed  to  consist  in  the  streaming  of 
positive  ions  in  the  one  direction  and  of  negative 
ions  in  the  other,  imder  the  influence  of  the 
applied  E.M.F. 

In  relation  to  conduction,  Arrhenius  classified 
the -molecules  in  a  salt  solution  as  active  or 
inactive,  according  as  their  ions  were  indepen- 
dent in  their  movements  or  were  closely  linked 
together.  Only  the  active  molecules  were  able 
to  take  part  in  the  conduction  of  the  current, 
but  it  was  supposed,  in  view  of  the  variation  of 
equivalent  conductivity  with  concentration, 
that  at  extreme  (infinite)  dilution  all  the  mole- 
cules of  the  dissolved  salt  became  active.  On 
this  basis,  a  measure  of  the  extent  of  dissociation 
in  any  salt  solution  is  obtained  by  comparing 
the  value  A  of  the  equivalent  conductivity  for 
that  solution  with  the  value  A^c  of  the  equivalent 
conductivity  at  infinite  dilution.  If  a  is  the 
'  degree    of    dissociation '    (or    '  coeflBoient    of 

ionisation  ')  then  o=  - — .     On  the  other  hand, 

if  t  is  a  measure  of  the  osmotic  abnormality  (see 

above),  it  follows  that  a— r,  where  n  is  tho 

"  n — 1 

number  of  ions  into  which  a  molecule  of  solulo 
dissociates.  Arrhenius  showed  that  the  values  of 
a  deduced  for  a  given  salt  by  the  two  methods 
were  in  fair  agreement  (Arrhenius,  Zeitsch.  phy- 
sikal. Cliem.  1887,1,631;  1888,  2,  495;  Watto' 
Dictionary,  1894,  '  Solution,'  first  article ;  Wliet- 
ham.  Proo.  Koy.  Soo.  1900,  66, 192 ;  Noy^s,  Tech- 
nology Quart.  1904,  17.  293;  Drucker,  'Die 
Anomalie  der  starken  Electrolite,'  Ahrens'Samm- 
lung,  1905  ;  Bedford,  Proo.  Boy.  Soc.  A,  1910,  83, 
454;  Noyes  &  Falk,  J.  Amer.  Chem.  Soc,  1912, 
34,  485). 

The  electrolytic  dissociation  theory  of  Arr- 
henius has  proved  very  serviceable  in  the 
quantitative  study  of  numerous  phenomena 
exhibited  by  aqueous  solutions  of  acids,  bases 
and  salts  ;  as,  foi:  instance,  in  the  interpretation 
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of  difiusion  (Nemst,  Zeitsch.  physikal.  Chem. 

1888,  2,  613;  1889,  4,  129;  Arrhenius,  ibid. 
1892,  10,  51),  of  the  relative  strength  of  acids 
and  bases  (Ostwald,  ibid.  1888,  2,  36,  270  ;  van  't 
Hoff  and  Reioher,  ibid.  77.9 ;    Arrhenius,  ibid. 

1889,  4,  226  ;  Walker,  ibid.  319  ;  Shields,  Phil. 
Mag.  1893,  35,  365),  of  the  influence  of  salts  on 
the  activity  of  the  corresponding  acids  (Arr- 
henius, Zeitsch.  physikal.  Chem.  1888,  2,  284; 

1890,  5,  1),  of  reciprocal  solubility  influences 
(Nemst,  ibid.  1889,  4,  372 ;  Noyes  and  others, 
ibid.  1890,  6,  241 ;  1992,  9,  603 ;  1898,  27,  267, 
442),  of  the  distribution  of  an  electrolyte  be- 
t  ween  two  immiscible  solvents  (Nemst,   1891, 

,8,  110),  and  of  the  thermo-chemistry  of  salt 
solutions  (Arrhenius,  Zeitsch.  physikal.  Chem. 
1889,  4,  96;  'Theories  of  Chemistry,"  1907, 
cha.p.  xiii.). 

The  fact  that  water  is  such  a  good  dissociat- 
ing or  ionising  solvent  is  probably  connected 
with  its  high  dielectric  constant  (Thomson,  Phil. 
Mag.  1893,  36,  320 ;  Nemst,  Zeitsch.  physikal. 
Chem.  1894,  13,  531 ;  Walden,  ibid.  1906,  54, 
129 ;  compare  Grompton,  Chem.  Soc.  Trans. 
1897,  71,  925 ;  Dutoit  and  Friderich,  Bull.  Soo. 
chim.  1898,  19,  321 ;  Dutoit  and  Aston,  Compt. 
rend.  1898,  125,  240 ;  Bruhl,  Zeitsch.  physikal. 
Chem.  1898,  27,  319).  This,  however,  does  not 
adequately  explain  the  cause  of  ionisation,  or 
indicate  the  source  whence  the  energy  necessary 
for  ionisation  is  derived.  It  has  been  glowingly 
felt  that  in  the  earlier  presentation  and  applica- 
tions of  the  theory  of  electrolytic  dissociation 
the  part  played  by  the  solvent  was  too  much 
neglected,  and  at  the  ]^resent  time  the  view  is 
commonly  held  that,  m  many  cases  at  least, 
the  ions  of  a  salt  solution  are  hydrated.  Not 
only  BO ;  it  is  urged  by  some  that  it  is  the 
hydration  of  the  ions  which  is  the  source  of 
energy  in  ionisation  {see  Lowry,  Science  Pro- 
gress, 1908,  3,  202).  The  evidence  bearing  on 
the  existence  of  hydrated  ions  and  the  methods 
available  for  determining  the  extent  of  hydra- 
tion have  been  summarised  by  Washburn 
(Technology  Quart.  1908,  21,  366). 

J.  C.  P. 

SOMATOSE.  An  albumose  preparation  from 
meat. 

SOMBRERITE.  A  mixed  calcium  and  alu- 
minium phosphate  occurring  on  Sombrero  and 
other  islands  of  the  Antilles  {v.  Fbrtilisbks  ; 
also  Phosphorus). 

SOMNOFORM  v.  Synthetic  drugs. 

SOPHORA  JAPONICA  (Lann.).  This  is  a  large 
and  beautiful  tree,  not  unlike  an  acacia,  belonging 
to  the  LegumiTioscB,  which  grows  abundantly 
throughout  China. 

The  undeveloped  flower  buds  constitute  an 
important  yellow  dyestuff  employed  by  the 
Chinese  for  colouring  the  silken  vestments  of 
the  mandarins.  For  this  purpose  the  buds  are 
collected  and. dried  rapidly,  either  in  the  sun  or 
by  artificial  means,  usually  with  the  addition  of 
a  little  chalk.  The  method  of  dyeing  consists 
in  simply  boiling  for  1-1 J  hours  in  a  decoction 
of  the  flower  buds,  silk  which  has  been  pre- 
viously mordanted  by  steeping  overnight  in  a 
decoction  of  alum.  Less  frequently  it  is  em- 
ployed in  the  dyeing  of  cotton  and  wool.  Its 
price  is  about  30s.  a  cwt. 

This  dyestuff  has  bcori  studied  by  many 
qhemists,  especially  by   ^cl^unok   (Chem.   Sqc. 


Trans.  1888,  53,  262;  1895,  67,  30),  who 
has  proved  that  the  glucoside  which  it  con- 
tains formerly  called  sophorin  (Forster,  Ber. 
1882,  15,  214)  is  in  reality  identical  with 
rutin,  the  quercetin  glucoside  first  isolated 
from  rue  {Ruta  gramokns  [Linn.])'  by  Weiss 
(Chem.  Zentr.  1842,  903).  (Compare  also  Stem, 
J.  pr.  Chem.  [i.]  58,  399 ;  85,  351  ;  88,  280 ; 
Sohuuck,  Manchester  Memoirs,  .1858,  2  ser. 
15,  122.) 

When  applied  to  wool  the  Sophora  Japonica 
buds  give  colours  somewhat  like  those  obtained 
with  quercitron  bark,  viz.  a  dull  orange  with 
chromium,  a  yellow  of  moderate  briUianoy  with 
aluminium,  a,  bright  yellow  -yfith  tin  and  a  dark 
olive  with  iron.  In  dyeing  power  it  seems  to  be 
equal  if  not  slightly  superior  to  quercitron  bark, 
and  is  to  be  regarded  as  an  excellent  dyestuff, 
quite  equal  to  those  of  similar  character  in 
general  use  (Hummel  and  Pej:kin,  J.  Soc.  Chem. 
Ind.  1895,  458).  A.  G.  P. 

SORANJES,or  SURANJI.  D.  Aal. 

SORBITE.  One  of  the-  cons  Vituents  of  steel. 
It  ig  intermediate  in  properties  between  cemon- 
tite  and  pearlite  {q.v.),  and  may  be  regarded  as 
pearUte  in  which  the  lafnellse  or  granules  are  so 
fine  that  no  microscope  can  resolve  thein  (Os- 
mond, Revue  de  M6tallurgie,  1904). 

It  is  an  important  constituent  of  structural 
steels,  V.  Metaixookaphy. 

SORBITOL  V.  Caebohydeates. 

SORBOSE  V.  Cakbohydratbs. 

SOUDAN  BROWN  v.  Azo-  ooloueing  mat-  . 

TEKS. 

SOY.  A  well-known  sauce  made  from  soy 
heans  {Sojahispida  (Moench.);  nat.  ord.  Legumi- 
nosce),  chiefly  in  Japan,  and  to  a  less  extent  in 
China,  India,  and  the  Moluccas.  It  is  known  to 
the  Japanese  as  '  Sho-ju,'.  and  to  the  Dutch,  by 
whom  it  appears  to  have  been  introduced  into 
Europe,  as    shoya.' 

To  prepare  the  sauce,  the  beans  are  ground 
up  with  an  equal  quantity  of  wheat  or  barley, 
and  boiled  with  water  until  soft,  when  the  mix- 
ture is  left  in  a  warm  place  for  about  24  hours  to 
ferment.  It  is  then  covered  with  a  thick  layer 
of  salt,  water  poured  over  it,  and  the  mass 
stirred  daily  for  about  a  couple  of  months. 
The  liquor  is  then  poured  off,  squeezed  out  of 
the  sediment  and  stored  in  wooden  vessels,  in 
which  it  clears  on  standing. 

A  Chinese  sauce,  known  as  '  kit-jap  '  (hence 
'  ketchup '),  is  sometimes  sold  as   '  soy,'  and 
often  the  article  described  under  this  name  is 
nothing  more  ih&n  diluted  molasses  flavoured  , 
to  imitate  soy.  J.  C. 

SOYA  {Soja)  BEAN  OIL  (Soy-Bean  oil.  Bean 
oil,  Chinese  Bean  oil).  This  oil  is  obtained  from 
the  seeds  of  Glycine  Soja,  Sieb.  et  Zucc,  Dolichos 
Soja,  Linn.,  Soja  hispida,  Moench,  JSqja 
japonica  Savi,  Glycine  hispida,  Maxim  ('  Saohuca 
bean  '),  a  plant  indigenous  to  China,  Manchuria, 
Korea,  Japan,  Formosa,  and  Indo-China,  where 
the  oil  and  the  expressed  cake  are  largely  used 
as  foodstuffs.  The  seeds  contain  18  p.o.  of 
oil  and  about  30-40  p.c.  of  proteins. 

The  cultivation  of  the  soya  bean  has  been 
for  centuries  the  main  agricultural  industry  of 
Manchuria,  and  the  industries  based  on  the  pro- 
duction of  soya  bean  oil  and  soya  bean  cake 
have  formed  the  most  important  manufacture 
of  Manchuria,  and  to|  a  largo  extent  of  Japan. 
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Dp  to  the  last  Russian -Japanese  war,  the  soya 
bean  and  soya  bean  oil  were  practically  un- 
known in  Europe.  Since  then,  however, 
enormous  quantities  have  been  imported  into 
Europe  and  the  oil  has  in  an  extremely  short 
time  acquired  the  position  of  one  of  the  foremost 
oleaginous  seeds,  nvalling  in  extent  and  im- 
portance the  cotton-seed  oil  industry  of  Europe. 
Owing  to  their  high  proportion  of  proteins,  they 
have  rapidly  acquired  great  commercial  im- 
portance ;  especially  so  as  it  is  stated  that  the 
soya  cake  is  instrumental  in  producing  cow- 
milk  richer  in  butter  fat  than  is  obtained  when 
feeding  with  linseed  and  cotton-seed  cake.  In 
this  country,  however,  the  cake  has. not  yet 
been  employed  for  feeding  mille  cows  to  the  same 
extent  that  it  has  on  the  Continent  (Denmark, 
Holland). 

In  Manchuria,  three  varieties  of  Soja  are 
known^  commercially,  namely,  yellow,  green 
and  black,  but  the  commercial  seeds,  represent 
at  least  seven  varieties.  The  almost  phenomenal 
importance  which  the  soya  bean  industry  has 
acquired  in  the  course  of  two  years  has  led  to 
the  attempt  to  cultivate  the  soya  bean  for 
commercial  purposes  in  other  countries,  and  at 
present  experiments  are  being  made  to  produce 
soya  beans  in  Austrah'a,  South  Africa,  United 
States  of  America,  Italy,  Spain,  South  America, 
and-even  in  this  country. 

In  Manchuria,  the  beans  are  soaked  in  water 
over  night,  then  crushed  and  boiled  with  a  little 
water  so  as  to  burst  the  oil  cells.  The  oil  is 
then  expressed  in  the  most  primitive  fashion  ; 
but  owing  to  the  long  time  the  cakes  are  allowed 
to  remain  in  the  press  the  yield  of  oil  amounts 
to  13  p.c,  whereas  experiments  made  with 
modern  machinery  are  stated  to  have  yielded  no 
more  than  10  p.c.  The  expressed  meal  is  made 
into  bean-cakes  which  constitute,  one  of  the 
staple  foods  of  the  country,  and  form  the  most 
important  article  of  export.  Before  the  Russian- 
Japanese  war,  the  chief  export  of  beans  from 
Manchuria  was  directed  to  Japan,  where  the 
bean  is  used  on  the  most  extensive  scale  for>the 
preparation  of  the  condiment  '  Shoyu '  and 
'  Misu  '  (Soja  sauce). 

Eor  the  characteristics  of  soya  bean  oil  see 
Oils,  Fixed,  and  Fats. 

The  oil  must  be  classed  with  the  drying  oils, 
inasmuch  as  it  (or  at  least  some  varieties  of  the 
soya  bean  oil)  yields  up  to  5  p.c.  of  hexabromide 
in  the  bromide  t«st.  The  drying  powers  are, 
however,  weak  as  compared  with  linseed  oil. 

-J.  L. 

SOZAL  V.  Stnthetic  drugs. 

SOZOIODAL  V.  Sykthetio  detjgs. 

SPANISH  GRASS  v.  Esparto  and  Paper. 

SPANISH  OCHRE.  Burnt  Soman  Ochre 
V.  Pigments. 

SPAR  (Ger.  Spaih,  Spat).  A  general  term 
applied  to  a  variety  of  minerals  without  metaUic 
lustre  which  occur  as  crystals  or  which  cleave 
into  fragments  with  bright  surfaces.  Such 
sparry  minerals  are  well  known  to  miners  as 
the  gangue  of  metallic  ores.  Several"  kinds  of 
spar  are  distinguished  by  popular  names,  and 
the  term  also  enters  into  certain  mineralogical 
names.  For  example  :  Derbyshire-spar  (fluor- 
spar) ;  calc-spar,  Iceland-spar,  doubly-refracting 
spar,  dog-tooth-spar,  and  nail-head-spar  (oal- 
cite) ;  heavy  spar  (barytes) ;  satin-spar  (gypsum 


and    calcite) ;      tabular    spar     (wollastonite) ; . 
adamantine  spar  (corundum) ;  felspar,  feldspar ; 
&o.     In  special  trades,  however,  the  term  '  spar ' 
is  often  used  for  one  particular  kind  of  spar. 

L.  J.  S. 

SPARTEINE  CijHjeNj  (MUls,  Chem.  Soc. 
Trans.  15,  I )  is  the  alkaloid  of  the  common 
broom,  Cytisus  Scoparius  (Link),  in  which  it 
was  discovered  by  Stenhouse  (Chem.  Soc.  Trans. 
4,  218).  It  is  produced  in  greatest  quantity 
during  the  early  part  of  the  life  of  the 
plant  (Chevalier,  Compt.  rend.  1910,  150,  1068), 
and  is  prepared  from  brdom-tops  by  adding 
caustic  soda  to  the  aqueous  extract  and. 
then  distilling  with  steam,  or  by  evaporating 
the  extract  to  dryness  and  dissolving  out  the 
alkaloid  with  dilute  hydrochloric  acid  (Sten- 
house). 1000  grms.  of  the  plant  yield  3  gims. 
pure  product  (Hond6,  J.  Pharm.  Chim.  [v.J  13, 
39).  For  other  methods  of  extraction  see 
Houd6,  I.e.  •  ICerchmann,  Arch.  Pharm.  [iii.]  9, 
209. 

Sparteine  is  a  thick,  heavy  liquid,  colourless 
when  freshly  prepared,  becoming  brown  on 
exposure  to  fight  and  air.  It  boils  at  180°-18I° 
at  20  mm.  (Bemheimer,  Gazz.  chim.  ital.  13, 
451);  287°(Houd6);  311°-311-5'' at  723  mm. 
(Bamberger,  Annalen,  235,  368) ;  326°  (Waoker- 
nagel  and  Wolffenstein,  Ber.  1904,  37,  3238) ; 
188°  (corr.)  at  18-5  mm.  and  325°  (corr.)  in  a 
current  of  dry  hydrogen  at  754  mm.  (Moureu 
and  Valeur,  Compt.  rend.  1903,  137,  194).  It 
has  sp.gr.  1-034  at  0°,  1-0196  at  20°  (Moureu 
and  Valeur,  toe.  cit.),  1-0199  at  20°  (Semmler, 
Ber.  1904,  37,  2428);  the  specific  rotation 
[o]jj  is  -16-42°  (M.  and  V.),   -14-6°  at  26° 

(Bernheimer,   I.e.) ;    and  the  refractive  index 
n^  is  1-5293  at  19°  (M.  &.  V.),  1-5291   at  20' 

(Semmler). 

It  is  soluble  in  water  to  the  extent  of 
0-304  parts  in  100  (Moureu  and  Valeur,  loc. 
cit.),  and  is  readily  soluble  in  alcohol,  ether, 
and  chloroform ;  insoluble  in  benzene  and 
petroleum  (HoudS,  toe.  cit.). 

Sparteine  has  a  strong  alkaUne  reaction  and 
behaves  as  a  diaoid  base  towards  phenol  phtha- 
lein,  &c.,  but  as  a  monacid  base  to  litmus.  It 
has  a  very  bitter  taste  and  is  a  powerful  narootio 
poison.  Adtninistered  in  small  doses  (as  the 
sulphate  in  aqueous  solution)  it  strengthens  the 
action  of  the  heart  and  immediately  regulates 
any  disorder  of  the  cardiac  rhythm  (S&e,  Compt. 
rend.  101,  1046  ;  see  also  Maurel,  Compt.  rend. 
Soc.  Biol.  1903,  55,  1427,  and  Arch.  Experim. 
Pathol.  Pharm.  1892,  141). 

Sparteine  is  a  ditertiary  base  and  is  com- 
pletely saturated ;  it  does  not  contain  methyl 
groups  attached  to  nitrogen  (Herzig  and  Meyer, 
Monatsh.  1895,  16,  599).  On  these  and  other 
grounds,  the  following  formula  has  been  pro- 
posed by  Moureii  and  Valeur  (Compt.  rend. 
1905,  141,  261,  328) : 

CHa CH,        CHj CHj 

li-CHj-CH.-CH 

-tlH-CHa-CH CHa 

When  oxidised  with  a  strong  solution  of 
potassium  permanganate  or  with  silver  oxide 
and  water  in  sealed  tubes  it  undergoes  profound 
decomposition,    among    the    products    being 


a 

CH-CHj-CHa-N 

CH; 
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pyridine,  o-piooline  and  allied  compounda 
(Pera toner,  Gazz.  chim.  ital.  22,  666  ;  Bern- 
heimer,  ibid.  13,  451 ;  cp.  Bamberger,  Annalen, 
235,  368).  Hydrogen  peroxide,  however,  oon- 
vertr  it  into  oxy-  and  dioxy-  sparteine  (Ahrens, 
Ber.  24,  1095  ;  25,  3607  ;  26,  3035  ;  30,  195). 
The  alkaloid  retamine,  obtained  from  the  shoots 
and  bark  of  Oenista  [Retama]  sphaerocarpa 
(Lam.),  is  a  hydroxy  sparteine,  CjjHjjNaO,. 
crystallising  in  long  needles,  m.p.  162°  with 
decomposition  (Battandier  and  Malosse,  Compt. 
rend.  1897,  125,  360,  450 ;  see  also  Willstattgr 
and  Marx,  Ber.  1904,  37,  .2351). 

Tests  for  sparteine.  Sodium  picrate  gives  a 
yellow  colour  which  on  addition  of  sulphuric 
acid,  ammonium  persulphate  and  potassium 
thiocyanate  turns  orange-red.  If  the  dry  residue 
obtained  by  evaporating  solutions  of  ferric 
chloride  and  potassium  thiotfyanate  together  be 
touched  with  a  solution  containing  sparteine  an 
intense,  bluish-violet  colouration  is  obtained 
(Reichard,  Pharm.  Zeit.  48,  385). 

Sparteine  sulphate  CiBHjeNa-HjSOi.SHijO, 
prepared  by  dissolving  the  alkaloid  in  10  p.c. 
sulphuric  acid  and  allowing  the  solution  to 
crystallise  in  a  warm  place,  forms  colourless 
rhombohedral  crystals,  soluble  in  I'l  parts  of 
water  and  in  2-4  parts  of  alcohol  at  25°,  insoluble 
in  ether  and  chloroform.  In  aqueous  solution 
at  15°-20°  it  has  [o]d  -22-12°  (Moureu  and 
Valeur,  J.  Pharm.  Chim.  1903,  [vi.]  18,  646). 

Sparteine  hydrochloride  and  hydriodide  are 
white  crystalline  solids,  soluble  in  water ;  the 
latter  has  m.p.  226°-228°.  The  platinicMoride 
C,.HjeN2-H2PtClB,2HjO  is  yellow  and  decom- 
poses at  244°-257°. 

Sparteine  picrate  Ci5H25Nj-2CeH30,N3  has 
m.p.  208°  (Moureu  and  Valeur,  Compt.  rend. 
1903,,  137,  194),  199°-200°  (Wackemagel  and 
Wolffenstein,  I.e.). 

Sparteine  ferrichloride  C,5HaeN2-2HCa-FeCl3 
sinters  at  190°  (Scholtz,  Arch.  Pharm.  1909, 
247.  534). 

Sparteine  lerrocyanide  is  a  white  crystalline 
solid,  easily  soluble  in  water  (Bockurts,  Arch. 
Pharm.  228,  347). 

t«o-SparteIne 
CHj CHj,        CH^ CHj 


iH-CH^-CH.-N 


N-CH(CH3)-N 


CHj- 


-CH-CHj-CH^ 


-OH, 


has  been  isolated  by  Moureu  and  Valeur  (Compt. 
rend.  1907,  145,  1184»  1343). 

Numerous  derivatives  of  sparteine  and  iso- 
aparteine  have  been  prepared :  for  an  account 
ol  these  the  original  papers  must  be  consulted — 

Dihydrosparteine  ■  (Ahrens,  Ber.  20,  2218  ; 
21,  825). 

Oxysparteine  (Ahrens,  Ber.  24,  1095;  25, 
3607  ;  26,  3035  ;  30,  195). 

Hydroxyspartelne  C15HJ21ON2  (Ahrens,  ibid. 
1905,  38,  3268). 

Dehydrosparteine  (Ahrens,  ibid.  26,  3035). 

Spartyrine  CijHjjNj  (WUlstatter  and  Marx, 
Ber.  1905,  38,  1772). 

Ethylspartylammoniunr  Iodide  CijHajEtNala 
(de  Coninck,  Compt.  rend.  104,  613). 

Methyl-derivatives  of  sparteine  and  iso- 
svarteine  (Moureu  and  Valeur,  Compt.  rend. 
1905,    140,    1645;    141,   49,    117;    261,   328; 


1907,  145,  815,  929,  1184;  146,  79;  Moureu 
and  Valeur,  Bull.  Soo.  chim.  1908,  [iv.J  3,  674 ; 
Compt.  rend.  1908,  147,  127,  864,  1318  ;  Valsur, 
Bull.  Soo.  chim.  1909,  [iv.],  6,  31  et  seq.). 
SPATHIC  IRON-ORE  v.  Chalybitb. 
SPEARMINT-OIL  v.  Oils,  essential. 
SPECIFIC  GRAVITY.  This  term,  tal^pn 
strictly,  means  the  ratio  of  the  true  weight  of 
a  given  volume  of  a  substance  to  the  true  weight 
of  an  equal  volume  of  water  at  the  same  tem- 
perature t°C. ;  the  ratio  is  frequently  indicated 
by  the  symbol  d>.  The  correction  for  displaced 
air,  however,  is  not  alwa-ys  made,  so  that  the 
value  quoted  for  dj  often  means  the  ratio  of  the 
apparent  weighty  of  equal  volumes  of  substance 
and  water  at  "the  same  temperature.  The 
higher  the  specific  gravity  of  the  substance,  the 
greater  is  the  difEerence  in  value  between  the 
two  ratios,  as  just  defined.  In  the  case,  for 
example,  of  a  liquid  vrith  »  specific  gravity  of 
1-9,  the  difference  would  amount  to  1  unit  in 
the  third  place  of  decimals. 

Again,  '  specific  gravity '  is  frequently  taken 
to  mean  the  ratio  of  the  true  weight  of  a  given 
volume  of  a  substance  at  temperature  fto  the 
true  weight  of  an  equal  volume  of  water  at  4°  : 
the  ratio  is  frequently  indicated  by  the  symbol  dj. 
In  view  of  the  relation  between  weight  and 
volume  of  water  in  the  C.G.S.  system  it  is  evident 
that  the  specific  gravity  of  a  substance,  as  thus 
defined,  has  the  same  numerical  value  as  its 
absolute  density,  which  is  the  mass  in  grams  of 
a  cubic  centimetre.  It  should  be  pointed  out 
that  the  values  of  d'^  recorded  in  the  literature 
often  refer  to  the  ratio  of  the  apparent  weights 
of  equal  volumes  of  the  substance  and  water  at 
t"  and  4°  respectively.  The  indefiniteness  that 
prevails  in  the  lise  of  the  term  '  specific  gravity  '  . 
makes  it  desirable  to  indicate  along  with  each 
recorded  value  (1)  whether  water  at  t°  or  water 
at  4°  is  taken  as  the  standard  of  reference ;  (2) 
whether  a  correction  has  been  made  for  dis- 
placed air. 

The  term  '  specific  gravity '  is  used  mainly 
in  connection  with  the  densities  of  liquids  and 
solids  relatively  to  water.  Gases  are  usually 
compared  with  air  or  hydrogen  as  a  standard, 
and  the  '  relative  density '  of  9,  gas  means  the 
ratio  of  the  weight  of  a  given  volume  of  the  gas 
at  given  temperature  and  pressure  to  the  weight 
of  an  equal  volume  of  air  (or  hydrogen)  under 
the  same  conditions.  Owing  to  the  uniform 
infiuetice  of  temperature  on  the  volumes  of 
different  gases  this  ratio  is  independent  of 
temperature ;  whilst,  on  the  other  hand,  the 
relative  density  or  specific  gravity,  of  a  liquid, 
d\,  is  a  variable  figure. 

In  all  determinations  of  specific  gravity  or 
density,  the  essential  operation  is  to  find  the 
weight  of  a  known  volume  of  the  substance  at 
known  temperature  and,  in  the  case  of  a  gas, 
known  pressure.  In  the  following  sections,  an 
account  is  given  of  the  chief  methods  used  in 
such  determinations. 

Density  of  Gases  and  Vapoubs. 

The  standard  method  for  the  accurate  deter- 
mination of  the  density  of  gases  is  the  one  em- 
ployed originally  by  Regnault  and  perfected 
by  later  workers,  notably  von  Jolly  (Trans. 
Munich  Acad.  1880,  13,  ii.  49),  Rayleigh  (Proo. 
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Roy.  Soc.  1893,  63,  134),  Leduo  (Compt.  rend. 
1891,  113,  186),  and  Morley  (Smithsonian  Con- 
tributions to  Knowledge,  1895 ;  Zeitsoh.  physi- 
kal.  Chem.  1896,  20,  68,  242).     The  principle  of 
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Fio.  1. 

the  method  may  be  suitably  explained  by 
reference  to  the  apparatus  used  by  Lord  Ray- 
leigh  {I.e.).  The  glass  globe  s,  which  can  be 
surrounded  with  ice  in  the  inverted  beU-jar  T, 
contains  about  1800  c.o.  and  is  connected  with 
the  rest  of  the  apparatus  by  a  short  piece  of 
thick-walled  indiarubber  tubing  v.  The  tube  v 
communicates  with  the  gas-generating  appara- 
tus and  connection  is  made  through  the  tap  w 
with  a  Topler  pump  x,  and  further,  through  the 
tube  D,  with  the  vacuum  chamber  of  a  special 
manometer.  The  side  tube  E  leads  to  the 
pressure  chamber  of  the  same  manometer. 

The  volume  of  the  globe  is  ascertained  by 
finding  the  weight  of  boiled-out  distilled  water 
which  it  contains  up  to  the  top  of  the  passage  in 
the  stopcock.  After  it  has  been  dried  it  is 
attached  to  the  rest  of  the  apparatus  as  shown 
in  Fig.  1.  The  globe  is  thai  alternately  evacu- 
ated and  filled  with  the  gas  under  examination, 
its  weight  being  determined  between  each 
operation.  During  the  filling  of  the  globe  it  is 
surrounded  with  ice,  and  before  the  stopcock  is 
closed  the  pressure  is  read  ofi  on  the  manometer. 
The  temperature  and  pressure  of  the  gas  filling 
the  globe  are  thus  accurately  known.  Eq  order  to 
eliminate  the  effects  of  changes  in  the  temperature 
and  pressure  of  the  atmosphere,  and  therefore  in 
the  buoyancy  of  the  displaced  air,  in  the  interval 
between  the  weighing  of  the  vacuous  globe  and 
the  weighing  of  the  filled  globe,  a  counterpoise 
must  be  employed.  This  should  be  »  closed 
glass  globe  of  the  same  external  volume  as  the 
one  already  referred  to.  The  '  dummy  '  globe, 
further,  should  be  subjected  to  the  same  treat- 
ment, in  regard  to  washing  and  wiping,  as  the 
working  globe,  so  that  the  two  glass  surfaces, 
when  the  weighing  is  made,  shall,  as  far  as 
possible,  be  in  the  same  condition.  In  the 
most  accurate  work  it  is  necessary  to  make  a 
correction,  indicated  by  Lord  Rayleigh,  for  the 


contraction  which  the  globe  undergoes  when  it 
is  evacuated.  In  the  case  of  a  globe  of  1800  c.c. 
capacity,  this  contraction  amounts  to  about 
0-43  c.c,  and  the  air  displaced  by  the  vacuous 
globe  is  less  by  this  amount  than  the, air  dis- 
placed by  the  full  globe.  The  weight  of  0-43  c.o. 
of  air  at  the  temperature  and  pressure  of  the 
balance  case  must  therefore  be  added  to  the 
observed  weight  of  the  gaS  filling  the  globe. 

The  foregoing  method,  when  applied  with 
all  due  precautions,  gives  results  of  high  accuracy. 
Successive  determinations  by  Lord  Rayleigh  of 
the  weight  of  oxygen  filling  his  working  globe 
under  constant  conditions  gave  figures  the 
extreme  variation  of  which  was  about  I  part  in 
9000,  and  this  although  the  oxygen  was  obtained 
from  different  sources.  Where  the  avaUaUe 
supply  of  gas  is  small,  and  the  use  of  large  globes 
is  therefore  out  of  the  question,  the  attainable 
accuracy  is  not  so  high.  Travers  has  estimated 
that  in  the  case  of  helium,  for  instance,  with  a 
globe  of  30  c.c.  capacity,  it  should  be  possible 
to  determine  the  density  to  within  1  p.c.  of  the 
true  value.  A  description  of  the  apparatus  used 
in  finding  the  densities  of  the  rare  gases  has  been 
published  by  Ramsay  and  Travers  (Phil.  Trans. 
A,  1901,  197,  64). 

The  accurate  determination  of  the  densities 
of  gases  has  assumed  great  importance  in  con- 
nection with  certain  atomic  weight  problems. 
When  allowance  is  made  for  the  extent  to  which 
the  different  gases  deviate  from  strict  adherence 
to  Boyle's  Law,  that  is,  when  the  compressibility 
is  taken  into  account,  it  is  possible  to  deduce 
from  the  relative  density  of  a  gas  found  for  a 
pressure  of  760  mm.  the  value  which  it  would 
have  at  an  infinitely  low  pressure.  It  is  then 
assumed  that  the  molecular  weights  of  different 
gases  would  be  strictly  proportional  to  such 
limiting  densities  (see  D.  Berthelot,  Compt. 
rend.  1898,  126,  954,  1030,  1415,  1501 ;  Ray- 
leigh, Phil.  Trans.  A,  1905,  204,  351).  The 
molecular  weights  so  calculated  were  in  harmony 
with  the  accepted  atomic  weights  except  in  one 
case,  viz.  that  of  nitrogen.  Here  the  applioa. 
tion  of  the  physical  method  of  limiting  densities 
has  led  to  a  revision  of  the  atomic  weight  for 
this  element  {see  Gray,  Chem.  Soc.  Trans.  1905, 
87,  1601 ;  1906,  89,  1173 ;  Guye  and  others, 
Compt.  rend.  1905,  140,  1386;  141,  826;  J. 
Chim.  phys.  1905,  3,  537;  Ber.  1906,  39, 
1470). 

Schloesing's  method  for  finding  the  relative 
density  of  a  gas  depends  on  certain  well-known 
hydrostatic  principles  and  can  be  used  when 
only  5— 10.  c.c.  of  gas  are  available  {see  Gppipt. 
rend.  1898,  126,  220,  476,  896),  Two  long 
capillary  tubes,  arranged  vfertically  and  com- 
municating at  the  bottom  through  a  3-way  tap, 
with  each  other  or  with  a  mercury  reservoir,  are 
charged  with  air,  carbon  dioxide  and  a  gas  X  of 
unknown  density.  The  carbon  dioxide  (sup- 
posed to  be  the  heaviest  of  the  three  gases) 
occupies  the  lower  part  of  the  tubes,  while  the 
upper  parts  are  occupied  by  air  and  X  respec- 
tively. When  equilibrium  has  been  established 
between  the  two  tubes,  the  positions  of  the  two 
surfaces  air — COj  and  CO2— X  will  obviously 
depend  on  the  relative  densities  of  air  and  X. 
These  positions  can  be  determined  by  allowmg 
mercury  to  rise  into  each  tube  separately  and 
drive  over  the  contents  into  an  absorption  vesstj 
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filled  with  caustic  potash.  The  unabsoibed  air 
or  X  is  then  brought  back  into  its  tube,  and  the 
position  of  the  mercury  at  atmospheric  pressure 
is  read  ofE.  In  this  way,  without  weighing  and 
without  reading  the  baroineter,  the  density  of 
X  can  be  deduced  from  the  densities  of  air  and 
carbon  dioxide. 

Another  method  for  the  determination  of  the 
densities  of  gases  was  devised  by  Bunsen,  and 
depends  on  the  rate  of  effusion  through  a  minute 
hole  in  a  thin  plate  of  platinum.  The  densities 
of  two  gases  are  proportional  to  the  squares  of 
the  times  of  effusion,  so  the  experiment  co^isists 
in  determining  the  time  occupied  by  the  passage 
of  a  certain  volume  of  air  through  the  aperture, 
and  then  determining  the  time  required  for  the 
effusion  of  the  same  volume  of  the  gas.  The 
density  in  relation  to  air  is  obtained  by  dividing 
the  square  of  the  number  of  seconds  recorded  in 
the  second  case  by  the  square  of  the  number 
found  in  the  first. 

Bunsen's  apparatus,  described  in  his  Gaso- 
metry  (1857,  121-127),  has  since  been  improved 
by  Schilling,  and  in  this  form  is  employed  for 
controlling  the  density  of  coal  gas.  The  results 
given  by  this  apparatus  are  reliable  to  about 
1  part  in  600.  The  Simmance-Abady  specific 
gravity  bell  is  used  for  a  similar  purpose  and  is 
based  on  the  same  principle.  Effusion  appara- 
tus has  been  employed  also  in  the  study  of  the 
rare  gases  (Donnan,  Phil.  Mag.  1900,  49,  423 ; 
compare  Emich,  Monatsh.  1903,  24,  747 ;  1905, 
26,  505), 

The  control  of  the  density  of  coal  gas,  al- 
ready referred  to,  is  frequently  effected  with  the 
help  of  a  so-called  gas  balance.  The  charac- 
teristic part  of  such  an  apparatus  is  a  hollow 
brass  sphere  which  takes  the  place  of  one  side 
of  the  beam,  and  which  can  be  filled  in  situ  with 
the  gag  under  examination.  On  the  other  side, 
the  beam  carries  a  rider  and  ends  in  a  pointer 
which  moves  in  front  of  a  vertical  scale  {see 
Lux,  Zeitsch.  anal.  Chem.  1887,  26,  38 ;  1890, 
29,  13 ;  J.  Soc.  Chem.  Ind.  1890,  9,  415). 

When  it  is  desired  to  ascertain  the  density 
in  the  state  of  vapour  of  a  substance  which  is 
liquid  under  the  ordinary  conditions  of  tempera- 
ture and  pressure,  spscial  methods  must  be 
adopted. 

In  Dumas'  method  of  determining  vapour 
densities,  the  weight  of  a  known  volume  of  the 
vapour  is  determined.  A  light  glass  flask,  of  a 
capacity  of  from  100  to  350  c.c.  (according  to 
the  density  of  the  vapour  to  be  determined), 
has  its  neck  drawn  out  to  a  fine  point  and  bent 


nearly  at  right  angles  (see  Fig.  2).      The  flask 

has  to  be  filled  with  dry  air,  which  is  done  by 

-  connecting  the   point  with  a  calcium   chloride 


tube  and  attaching  the  latter  to  an  air-pump. 
The  flask  is  several  times  exhausted,  and  filled 
with  air  which  has  passed  through  the  drying 
tube.  The  flask  fuU  of  air  is  now  weighed,  the 
temperature  and  the  barometer  being  simul- 
taneously read.  The  end  of  the  tube  is  next 
dipped  into  the  liquid,  or  the  fused  substance,  if 
the  body  of  which  the  vapour  density  is  to  be  de- 
termined is  soUd  at  the  ordinary  temperature, 
and  by  alternate  heating  and  cooling  some  of 
the  liquid  is  introduced  into  the  flask.  The  flask 
is  lowered  into  a  bath  of  boiling  water  or  of  hot 
oil ;  the  liquid  boils,  and  its  vapour  expels  the 
air.  The  introduction  of  the  flask  into  the  bath 
must  be  done  with  caution,  for  a  dangerous 
pressure  might  be  produced  in  the  flask  if  the 
evaporation  were  too  rapid.  When  the  tempera- 
ture of  the  bath  is  well  above  the  boiling  point 
of  the  liquid  and  vapour  ceases  to  escape  from 
the  orifice,  the  point  is  sealed  by  a  blowpipe 
flame,  the  temperature  of  the  bath  and  the 
height  of  the  barometer  being  observed  at  the 
same  time.  The  flask  is  removed  from  the  bath, 
cleaned,  and  weighed.  The  next  process  is  to 
determine  the  capacity  of  the  flask.  For  this 
purpose  the  point  of  the  flask  is  broken  under 
mercury,  and  the  mercury  is  forced  in  by  atmo- 
spheric pressure.  If  the  mercury  completely 
fills  the  flask  it  shows  that  no  air  was  mixed 
with  the  vapour  of  the  substance.  The  mercury 
is  now  poured  out  into  a  graduated  vessel,  and 
the  quantity  measured.  This  gives  the  volume 
of  the  vapour  that  the  flask  contained.  If  a 
bubble  of  air  is  observed  above  the  mercury  in 
the  flask,  its  volume  must  be  determined  either 
by  refilling  the  flask  completely  after  measuring 
the  mercury,  or  more  conveniently  by  running 
mercury  in  from  a  burette  until  the  flask  is  quite 
full  of  mercury  with  the  condensed  liquid  above 
it ;  the  volume  of  mercury  thus  introduced  is 
equal  to  the  volume  of  the  Residual  air.  The 
capacity  of  the  flask  is  now  determined  by 
measuring ,  the  mercury  as  before  described. 
The  data  are  sufScient  for  the  calculation  of  the 
vapour  density ;  the  weight  of  the  flask  is  the 
weight  first  obtained  mimis  the  weight  of  the 
volume  of  air  at  the  temperature  and  pressure 
at  the  time  of  weighing  calculated  from  the 
volume  of  the  flask  found  in  the  last  operation. 
The  weight  of  the  vapour  is  the  weight  obtained 
in  the  second  weighing  minus  the  weight  of  the 
flask.  The  volume  of  the  vapour  at  0"  and 
760  mm.  pressure  is  calculated  froin  the  volume 
of  the  flask  and  the  temperature  and  pressure  at 
the  time  of  sealing,  and  the  weight  of  an  equal 
volume  of  air  or  of  hydrogen  is  calculated  from 
the  known  weights  of  a  litre  of  these  gases.  A 
correction  may  be  made  for  the  increase  of  the 
capacity  of  the  globe  at  the  temperature  at 
which  it  is  sealed,  but  in  most  cases  this  correc- 
tion is  unnecessary.  When  Dumas'  method  is 
used  the  substance  must  be  pure,  for  if  it  is 
a  mixture  the  portions  with  the  lower  boiling ' 
point  pass  off  first,  and  the  density  ultimately 
Arrived  at  is,vitiated  by  the  presence  of  the  sub- 
stances of  higher  boiling  point. 

The  original  Dumas  method  has  been 
variously  modified.  Habermann  suggested  that 
the  vaporisation  in  the  bulb  should  be  carried 
out  under  reduced  pressure  (Annalen,  1877,  187, 
341).  Less  material  is  then  required,  and  the 
bulb  need  not  be  heated  beyond  the  ordinary 
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boiling  point  of  the  substance.  Minor  modifica- 
tions have  been  proposed  by  Pettersson  and 
Ekstrand  (Ber.  1880,  13,  1191),  Pawlewski  {ibid. 
1883,  16,-  1293),  SchaU  {ibid.  1885,  18,  2068), 
Friedel  and  Crafts  (Compt.  rend.  1888,  106, 
1764),  Winkler  (Chem.  Zeit.  1899,  23,  627).  For 
use  at  very  high  temperatures,  the  bulbs  may 
be  made  of  porcelain  instead  of  glass  (Deville 
and  Troost,  Ann.  Chim.  Phys.  1860,  58,  257). 

Instead  of  determining  the  weight  of  a 
known  volume  of  the  gasified  substance  it  is 
possible  to  start  with  a  known  weight  of  the 
liquid,  the  vapour  density  of  which  is  to  be 
ascertained,  and  then  to  find'the  volume  occupied 
by  this  in  the  gaseous  state  at  known  tempera- 
ture and  pressure.  This  is  the  principle  under- 
lying Gay-Lnssac's  method,  in  which  a  small 
sealed  bulb  with  a  kno^vn  quantity  of  the  liquid 
under  investigation  was  introduced  into  a 
graduated  tube  filled  with  mercury  and  standing 
in  a  bath  of  this  metal.  This  tube  was  sur- 
rounded by  a  cylinder  containing  a  suitable 
liquid,  and  by  heating  the  mercurial  trough  the 
temperature  was  brought  to  such  a  point  that 
the  substance  in  the  inner  tvbe  was  completely 
gasified.  Gay-Lussac^s  method  was  notably 
improved  by  Hofmann  (Ber.  1868,  1,  198).  The 
graduated  tube  was  lengthened  up  to  a  metre, 
so  that  the  substance  vaporised  into  a  vticuous 
spade  and  the  vapour  produced  was  under  a 
very  small  pressure.  This  fact  made  it  possible 
to  ascertain  the  vapour  density  of  a  substance 
at  temperatures  well  below  its  boiling  point. 
The  tube,  further,  was  jacketed  with  the  vapour 
of  a  boillDg  liquid,  such  as  aniline  or  water,  and 
the  use  of  small  stoppered  bottles  was  suggested 
instead  of  sealed  bulbs. 

Hofmann's  method  has  been  applied  in 
various  modified  forms  {see  Briihl,  Ber.  1876,  9, 
1368;  1879,  12,  197;  Thorpe,  Ghew.  Soc. 
Trans.  1880,  37,  147 ;  Capstick,  Phil.  Trans.  A, 
1894,  185,  1;  Ramsay  and  Steele,  Phil.  Mag. 
1903,  6,  492 ;  Blackman,  Ber.  1908,  41,  768, 
4141)  and  is  capable  of  giving  results  of  high 
accuracy.  The  apparatus  devised  by  Thorpeis 
shown  in  Figs.  3-5. 


Via   3. — Section  of  Mekcttey  Tkouoh. 

Instead  of  the  barometer  tube  being  gradu- 
ated through  its  whole  length,  only  one  mark  is 
etched  on  it  near  the  closed  end.  The  capacity 
of  the  closed  end  to  the  mark  is  first  determined, 
and  the  rest  of  the  tube  is  cahbrated  by  pouring 


in  known  quantities  of  mercury  as  in  calibrating 
a  eudiometer,  the  levels  of  the  mercury  in  the 
tube  being  read  ofi  on  a  graduated  scale  placed 
by  its  side.  The  mercury  trough  is  provided 
with  a  shallow  well  in  which  the  barometer  tube 
and  the  suTrpunding  cylinder  stand,  and  there  is 
an  opening  at  the  bottom  of  the  other  portion  of 
the  trough  by  means  of  which  the  mercury  may 
be  drawn  through  a  caoutchouc  tube  into  a  tubu- 
lated bottle.  Through  the  bottom  of  the  trough 
and  into  the  well  pass  two  nickel-plated  copper 
tubes,  one  of  which  passes  to  the  bottom  and  the 
other  to  the  top  of  a  copper  boiler  placed  below 
the  level  of  the  trough,  and  containing  the 
liquid  the  vapour  of  which  is  to  heat  the  baro- 
meter. When  an  experiment  is  to  be  made  the 
two  cppper  tubes  are  connected  by  a  short  india- 
rubber  tube  (to  prevent  the  access  of  mercury), 
and  the  bottle  of  mercury  raised  so  as  to  fill  the 
trough.  The  calibrated  tube  is  next  filled  with 
mercury  and  inverted  in  the  trough,  and  the 
weighed  substance  introduced.  The  tube  is 
placed  in  the  well,  the  mercury  run  out  from  the 
trough,  and  the  india-rubber  tube  removed  from 
the  copper  tubes.  A  wide  cylinder  is  now 
placed  round  the  barometer  tube  so  as  to  inclose 
the  tubes  connected  with  the  boiler  between  the 


Fig.  4. — Plan  of  Mekcuey  Teouoh. 

cylinder  and  the  barometer,  and  to  the  top  of 
the  wide  tube  a  cap  is  fitted  connected  to  a  ver- 
tical metal,  condenser,  which  also  acts  as  the 
support  of  the  glass  tubes.  The  liquid  in  the 
boiler  is  now  raised  to  ebullition,  and  the  vapour 
which  condenses  in  the  C3'linder  returns  to  the 
boiler  by  the  tube  which  passes  to  the  bottom, 
and  which  is  a  little  shorter  than  the  other  tube. 
Any  vapour  which  passes  through  the  cylinder  is 
condensed  by  the  vertical  condenser  and  falls 
into  a  funnel  attached  to  the  return  tube  to  the 
boiler.  The  mercury  expelled  from  the  baro- 
meter flows  over  the  edge  of  the  well,  and  runs 
into  the  bottle.  In  this  form  of  apparatus  the 
whole  of  the  mercury  in  the  barometer  tube  is 
uniformly  heated,  which  renders  it  possible  to 
make  an  accurate  correction  for  the  pressure. 
When  the  vapour  ceases  to  expand,  the  lower 
end  of  the  steel  scale  is  brought  in  contact  with 
the  mercury  in  the  weU,  and  the  level  of  the 
mercury  in  the  tube  is  measured  by  moving 
downwards  by  rack  and  pinion  a  piece  of  brass 
which  partly  surrounds  the  wide  tube.  This 
gives  the  height  of  the  column  in  the  barometer, 
and;  by  reference  to  the  caUbration  table,  the 
volume  of  the  vapour  in  the  tube. 

A  more  convenient,  if  less  accurate,  process 
for  the  determination  of  vapour  densities  was 
devised  by  V.  Meyer  (Ber.  1878,  11,  1867,  2253), 
and  depends  on  the  measurement  of  the  volume 
of  air  expelled  from  a  closed  vessel  by  the 
volatilisation  of  a  known  weight  of  the  sub 
stance.    The  apparatus  (see  Fig.  6)  consists  of 
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u,  cylindrical  bulb,  B,  of  about  100  c.c.  capacity, 
attached  to  the  end  of  a  long  tube.  Near  the 
upljer  end  of  the  latter  a  side-tube,  D,  is  attached 
which  dips  downwards  into  a  water  trough,-  and 
over  the  end  of  this  delivery  tube  a  graduated 


Fig.  5. 

cylinder,  B,  full  of  water  may  be  placed,  the  top 
of  the  vertical  tube  being  closed  by  a  cork.  At 
the  bottom  of  the  cylindrical  bulb  a  quantity  of 
asbestos  is  placed  to  prevent  the  fracture  of  the 
glass  by  the  introduction  of  the  vessel  con- 
taining the  substance  under  investigation.  The 
bulb  and  part  of  the  long  tube  are  heated  in  the 
vapour  of  a  liquid  boiling  at  least  20°  higher 
than  the  boiling  point  of  the  substance  itself, 
or  in  a  bath  of  molten  lead.  When  the  ternpera- 
ture  of  the  tube  becomes  constant  (indicated  by 
the  cessation  of  escape  of  air  through  the  water 
in  the  trough)  the  graduated  tube  is  placed  over 
the  end  of  the  delivery  tube,  the  cork  withdrawn 
from  the  long  tube,  and  a  small  vessel,  con- 
taining a  weighed  quantity  of  the  substance,  is 
allowed  to  faU  into  the  apparatus  and  the  cork 
immediately  replaced.  Instead  of  falling  directly 
to  the  bottom  of  the  bulb  B,  the  small  vessel 
may  be  allowed  to  rest  on  a  movable  rod  [see 


Fig.  6),  until  the  cork  has  been  replaced.  The 
said  vessel  may  be  a  small  stoppered  bottle  or 
sealed  bulb:  in  the  latter  case  thq  capillary 
end  of  the  bulb  must  be  broken  off  before  it 
is  introduced  into  the  apparatus.  The  volatile 
body  is  rapidly  transformed  into  vapour,  and 
air  is  expelled  and  collected  in  the  graduated 
cylinder.  The  evaporation  takes  place  so 
rapidly  that  none  of  the  vapour  has  time  to 
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diffuse  into  the  cooler  parts  of  the  apparatus, 
and  the  air  expelled,  when  reduced  to  the 
normal  temperature  and  preissure,  ia  equal  to 
the  corrected  volume  of  the  vapour  produced 
from  the  weighed  quantity  of  the  substance. 
From  the  data  thus  obtained  the  vapour 
density  is  calculated. 

The  air  displaced  from  the  apparatus  may 
be  collected  and  measured  in  a  gas  burette, 
instead  of  in  a  graduated  tube  over  water,  while 
the  reduction  to  N.T.P.  may  be  facilitated  by 
using  a  Lunge  gas  volumeter  (Lunge  and 
Neuberg,  Ber.  1891,  24,  729).  This  latter 
apparatus  has  the  further  advantage  that  it 
permits  the  determination  of  vapour  density 
by  V.  Meyer's  method  under  reduced  pressure 
(see  also  Meunier,  Compt.  rend.  1884,  98,  1268 ; 
La  Coste,  Ber.  1885,  18,  2122;  SchaU,  ibid. 
1887,  20,  1827,  2127;  Richards,  Chem.  News, 
1889,  69,  39 ;  Bodlauder,  Ber.  1894,  27,  2267). 
Various'  devices  have  been  suggested  which 
permit  the  introduction  of  the  substance  into 
the  heated  space  without  opening  the  apparatus 
(L.  Meyer,  Ber.  1880,  13,  991 ;  La  Coste,  I.e. ; 
Bott  and  Maonair,  Ber.  1887,  20,  916 ;  Biltz  and 
V.  Meyer,  Zeitsch.  physikal.  Qiem.  1888,  2, 
189 ;  Eykman,  Ber.  1889,  22,  2764 ;  Patterson, 
Chem.  News,  1908,  97,  73). 

In  determining  vapour  density  at  atmo- 
spheric pressure  by  V.  Meyer's  method,  the 
temperature  of  the-  bath  should  ordinarily  be 
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Bomewhat  higher  than  the  boiling  point  of  the 
substance  under  examination  ;  but  Demuth  au3 
Meyer  have  shown  (Ber.  1890,  23,  311)  that  if 
the  apparatus  is  filled  with  hydrogen  and  pro- 
vision is  made  for  rapid  diffusion  and  dilution 
of  the  vapour,  the  density  may  be  satisfaotoiily 
determined  at  temperatures  below  the  boiling 
point.  If  at  is  desired  to  find  vapour  densities 
at  very  high  temperatures  the  apparatus  must 
be  made  of  some  refractory  material,  such  as 

Slatinum,  porcelain  or  iridium  (see  V.  and  C. 
[eyer,  Ber.  1879,  12,  1112;  V.  Meyer,  ibid. 
1880,  13,  394 ;  Crafts,  Compt.  rend.  1880,  90, 
183  ;  Nilson  and  Pettersson,  J.  pr.  Chem.  1886; 
33,  1;  Zeitsch.  physikal.  Chem.  1889,  4,  211  ; 
Biltz  and  Meyer,  ibid.  1889,  4,  .249;  Biltz,  ibid. 
)896,  19,  385 ;  Meyer  and  Recklinghausen,  Ber. 
1897,  30,  1926).  For  vapour  density  deter- 
minations in  the  neighbourhood  of  2000°,  Nemst 
uses  a  small  iridium  vessel,  coated  with  magnesia 
and  asbestos,  in  which  0- 1-1-0  mg.  of  the  sub- 
stance under  investigation  is  vaporised.  The 
substance  is  weighed  on  a  special  micro-balance 
and  the  increase  of  volume  due  to  vaporisation 
is  measured  by  the  displacement  of  a  thread  of 
mercury  in  a  calibrated  capillary  tube  (see 
Zeitsch.  Elektrochem.  1903,  9,  622:  also 
Lowenstein,  Zeitsch.  physikal.  Chem.  1906,  54, 
707 ;  von  Wartenberg,  Zeitsch.  anorg.  Chem. 
1907,  56,  320). 

It  is  one  of  the  advantages  of  V,  Meyer's 
displacement  method  that  the  temperature  at 
which  vaporisation  takes  place  need  not  be 
known.  In  certain  cases,  however,  notably 
those  in  which  the  vapour  density  varies  with 
temperature,  it  is  desirable  to  know  the  tem- 
perature of  vaporisation.  This  can  readily  be 
ascertained  either  by  using  the  vapour  density 
bulb  itself  as  an  air  thermometer  (Nilson  and 
Pettersson,  J.  pr.  Chem.  1886,  33,  1 ;  Biltz  and 
Meyer,  Zeitsch.  physikal.  Chem.  1889,  4,  249), 
or  by  sweeping  out  and  measuring  the  volume 
of  some  readily  absorbed  gas,  such  as  carbon 
dioxide  or  hydrogen  chloride,  which  fills  the 
bulb  at  the  temperature  of  observation  (see 
Crafts  and  Meier,  Compt.  rend.  1880,  90,  606; 
Meyer  and  Zublin,  Ber.  1880,  13,  2021 ;  Men- 
Bching  and  Meyer,  Zeitsch.  physikal.  Chem. 
1887,  1,  145).  In  both  these  methods  the  un- 
certainty arising  from  the  unequal  temperature 
of  the  stem  of  the  vapour  density  bulb  is  elimi- 
nated by  the  use  of  a  'compensator,'  a  blind 
tulie  of  the  same  dimensions  as  tHe  stem.  The 
compensator  is  exposed  to  the  same  conditions 
as  the  stem,  and  the  gas  it  gives  up  or  contains 
is  deducted  from  the  corresponding  volume  for 
the  stem  -f  bulb. 

As  has  been  already  pointed  out,  the  vapour 
density  of  a  substance  may  be  deduced  from 
the  increase  in  volume  due  to  the  vaporisation 
of  a  known  weight  at  constant  pressure.  It 
is  equally  possible  to  deduce  the  vapour  density 
from  the  increase  of  pressure  due  to  the  vaporisa- 
tion of  a  known  weight  at  constant  volume. 
Such  a  method  of  finding  vapour  density  is 
based'  on  the  principle  that  equimolecular 
quantities  of  different  substances,  vaporised 
in  a  given  space  and  at  a  given  temperature, 
produce  the  same  increase  of  pressure.  _  Many 
forms  of  apparatus,  based  on  this  principle, 
some  of  them  adapted  for  working  rmder  re- 
duced pressure,  have  beep  proposed  (Pfaundler, 


Ber.  1879,  12,  165 ;  Dyson,  Chem.  News,  1886, 
55,  88  ;  Bott  and  Macnair,  Ber.  1887,  20,  916 . 
Schall,  Ber.  1887,  20,  1435,  1759;  1888,  21, 
100;  1889,  22,  140;  1890,  23,  919,  1701; 
MaUatti  and  Sohoop,  Zeitsch.  physikal.  Chem. 
1887,  i;  159;  Eykman,  Ber.  1889,  22,  2764; 
Richards,  Chem.  News,  1889,  59,  87  ;  Bleier  and 
Kohn,  Monatsh.  1899,  20,  606;  Erdmann, 
Zeitsch.  anorg.  Chem.  1902,  32,  425 ;  Lumsden, 
Chem.  Soc.  Trans.  1903,  83,  342;  Haupt. 
Zeitsch.  physikal.  Chem.  1904,  48,  713 ;  Blact 
man,  Chem.  News,  1909,  100,  13,  174).  Kg.  7 
shows  the  apparatus  used  by  Bleier  and  Kohn. 
The  vaporisation  bulb  A  is  connected  with  a 
manometer,  B,  and,  through  the  stopcock  h,  with 
a    pump.    By    adjusting    the    height    of    the 
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reservoir  E,  the  mercury  in  the  right-hand  limb 
01  the  manometer  is  brought  to  the  same  level  a 
before  and  after  vaporisation ;  the  oha,nge  of 
pressure  due  to  vaporisation  is  read  off  on  the 
left-hand  limb.  The  fine  adjustment  of  the 
mercury  at  a  is  effected  by  the  screw  clip  m. 

Density  or  Liquids. 
One  common  way  of  finding  the  density  ot 
a  liquid  is  to  determine  the  mass  of  the  liquid 
which  exactly  fiUs  a  vessel  of  known,  volume. 
The  vessels  usually  employed  for  this  purpose 
are  known  as  specific  gravity  bottles  and 
pyknometers.  The  simplest  form  of  specific 
gravity  bottle  is  a  thin  glass  flask  with  a  flat 
bottom     and     an     accurately-fittmg     stopper. 
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tlirough  which  a  fine  hole  is  drilled  (see  Fig.  8). 
The  dry,  clean  flask  is  carefully  weighed  and 
then  filled  with  the  liquid,  the 
temperature  being  noted.  ■  The 
stopper  is  then  placed  in  the 
neck,  the  excess  of  liquid 
escapes  through  the  perfora- 
tion in  the  stopper  and  is 
wiped  off  from  the  glass,  and 
the  flask  is  again  weighed. 
The  flask  -is  now  emptied, 
cleaned,  filled  with  distilled 
water,  and  again  weighed.  If 
the  temperature  of  the  water 
is  the  same  as  that  of  the 
liquid  at  the  moment  of  put- 
ting in  the  stopper,  then  the 
weight  of  the  liquid  (w)  divided  by  the  weight 
of  the  water  {vf)  gives  the  relative  density  of 
the  liquid  to  that  of  water  at  the  particular 
temperature  *•.  If  the  absolute  density  is  re- 
quired, a  correction  must  be  made  (1)  for  the 
quantity  of  air  displaced  by  the  liquids  and  the 
weights,  (2)  forthedevintionof  the  density  of  the 
water  from  unity.      If  D  is  the  absolute  density 

of  the  liquid  at  i",  then  D=^A+(r  (^~^,)' 

where  A  is  the  density  of  water  at  t°,  and  ct  is 
the  density  of  the  air  at  the  time  of  the  observa- 
tions. In  most  cases  it  is  sufficient  to  take 
•(r=0'0012,  and  a  table  may  therefore  be  con- 
structed giving  the  values  of  the  correction  term 

^(l ^  J  for  various  values  of  the  uncorrected 

density  — .  (For  a  discussion  of  these  correc- 
tions see  Wright,  J.  Soc.  Chem.  Ind.  1892,  11, 
297 ;  Wade  and  Merriman,  Chem.  Soc.  Trans. 
1909,  95,  2174.) 

The  specific  gravity  bottle  just  described  is 
not  free  from  objection,  for  evaporation  takes 
place  at  the  top  of  the  perforated 
stopper,  and  further,  if  the 
temperature  of  the  balance  case 
is  lugher  than  the  temperature 
at  which  the  bottle  was  filled, 
there  is  an  overflow.  The  first 
difficulty  may  be  avoided  by 
liaving  a  cap  ground  to  fit  the 
neck  of  the  bottle  (Louis,  J.  Soc. 
Chem.  Ind.  1894,  13,  322).  The 
second  difficulty  may  be  met  by 
grinding  into  the  neck  of  the 
nadfir»B  tube  which  is  contracted 
in  its  middle  to  a  capillary  bore, 
and  is  provided  at  the  top  with 
a  small  reservoir  closed  by  a 
stopper  (Fig.  9).  To  use  this 
modification,  the  flask  is  filled 
and  the  tube  inserted.  This 
forces  a  small  quantity  of  the  liquid  through 
the  capillary  tube  into  the  reservoir  above. 
The  flask  is  now  placed  in  a  bath  of  known 
temperature,  or  even  in  water  at  4°,  and 
left  there  until  its  temperature  is  constant.  If 
the  liquid  contracts  so  as  to  empty  the  reservoir 
above  the  capillary  tube,  a  small  additional 
quantity  is  introduced.  When  no  change  of 
volume  is  perceptible,  a  thin  piece  of  filter  paper 
or  a  fine  glass  tube  is  introduced  into  the  reser- 
voir so  as  to  reduce  the  level  of  the  liquid  to  a 


mark,  a,  which  is  made  on  the  outside  of  the 
capillary  tube.  The  stopper  may  then  bo 
introduced  into  the  reservoir,  the  flask  removed 
from  the  bath  and  its  outside  dried,  and  it  may 
now  be  left  until  it  has  reached  the  temperature 
of  the  balance  case  where  it  is  to  be  weighed. 

Various  modifications  of  this  form  of  specific 
gravity  bottle  have  been  suggested  {see  Squibb, 
J.  Amer.  Chem.  Soc.  1897,  19,  111 ;  Leimbach, 
J.  pr.  Chem.  1902,  66,  475;  BoSnjakovi*, 
Zeitsch.  anal.  Chem.  1904,  43,  230).  It  has 
been  proposed,  too,  that  the  capillary  tube 
should  te  provided  not  with  a  single  mark,  but 
with  regular  graduations,  the  values  of  which 
are  determined  once  for  all  (Tribe,  Chem.  News, 
1873,  28,  211 ; ,  Squibb,  J.  Amer.  Chem.  Soc. 
1897, 19,  111 ;  see  also  Louis,  J.  Soc.  CSiem.  Ind. 
1894,  13,  322). 

The  Sprengel  pyknometer  (Chem.  Soc. 
Trans.  1873,  26,  577)  is  a  U-shaped  tube  ter- 
minating in  two  capillary  tubes  bent  in  opposite 
directions   (Fig.  10).    The   liquid  is  aspirated 
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into  the  tube,  which  is  then  sunk  in  a  beaker  of 
water,  the  capillary  tubes  resting  on  the  edge 
of  the  beaker.  When  the  temperature  of  the 
contained  liquid  is  constant,  as  shown  by 
the  cessation  of  movement  of  the  liquid  in  the 
capillary  tube,  some  o(  the  liquid  is  removed 
from  one  capillary,  which  terminates  in  a  fine 
point,  o,  by  means  of  a  piece  of  filter  paper,  until 
the  liquid  in  the  other  capillary  reaches  a  mark, 
b,  near  the  bend.  Should  the  amount  of  liquid 
in  the  pyknometer  be  insufficient  a  little  is 
conveniently  added  by  touching  the  point  a 
with  a  drop  held  on  the  end  of  a  glass  rod. 
Sprengel's  pyknometer  was  modified  by  Ost- 
wald  (J.  pr.  Chem.  1877,  16,  396),  who  made  the 
limb  of  the  U-tube  next  b  of  narrow-bore  tubing 
throughout.  In  the  case  of  volatile  or  hygro- 
scopic liquids,  it  is  advisable  to  close  the  ends 
of  the  capillaries,  after  the  adjustment  has  been 
made,  with  glass  caps. 

Immediate  contact  of  the  liquid  with  the  air 
is  avoided,  and  determination  of  the  deneity  at 
temperatures  below  that  of  the  laboratory  is 
made  possible  by  Perkin's  modification  of  the 
Sprengel  pyknometer  (Chem.  Soc.  Trans.  1884, 
45,  443 ;  1896,  69,  1043).  In  this  the  narrow 
tubes  are  bent  at  obtuse  angles  mstead  of  right 
angles,  and  a  small  bulb  is  blown  on  the  tub« 
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adjoining  the  shorter  limb  (see  Fig.  11).  A 
mark,  a,  is  made  just  below  the  small  bulb,  the 
'  other  limb  terminating  in  a  fine  opening  at  b. 
After  the  liquid  has  been  introduced  into  the 
tube,  the  latter  is  immersed  in  a  beaker  of  water 
until  the  temperature  of  the  liquid  is  constant. 
The  tube  is  then  tilted,  and  a  piece  of 
filter  paper  is  placed  in  contact  with  the  point  b 
until  the  liquid  in  the  other  limb  falls  to  the 
mark  a  ;  the  filter  paper  is  withdrawn,  and  the 
tube  restored  to  the  vertical  position.  The 
liquid  recedes  from  the  end  6  of  the  tube  and 
rises  in  the  other  limb,  and  if  the  temperature 
becomes  higher  before  weighing,  the  small  bulb 
offers  sufScient  space  to  contain  the 
liquid  and  thus  prevent  overflo^ving. 
Various  other  modifications  of 
the  pyknometer  have  been,  suggested 
(Minozzi,  Gazz.  chim.  ital.  1899,  29, 
i.  406 ;  Leimbaoh,  J.  pr.  Chem. 
1902,  66,  475 ;    Fischer,  Chem.  Zeit. 

1904,  28,  359 ;  Stanford,  Phil.  Mag. 

1905,  10,  269 ;  Bousfield,  Chem.  Soc. 
Trans.  1908,  93,  679 ;  Hartley  and 
Barrett,  ibid.  1911,  99,  1072). 

In  chemical  technology  the 
densities  of  liquids  are  most  usually 
determined  by  means  of  the  hydro- 
meter.    This   instrument    is    based 


Fig.  U. 


Fig.  12. 


on  the  fact  that  when  a  solid  floats  in  a  liquid, 
the  weight  of  the  liquid  displaced  is  equal  to  the 
weight  of  the  floating  body.  The  general  form 
of  the  hydrometer  is  a  spherical  or,  cylindrical 
glass  bulb,  with  a  nairow  stem,  and  the  bulb 
is  weighted  at  the  bottom  so  that  the  in- 
strument floats  vertically  in  the  liquid  (Fig. 
12). 

When  the  hydrometer  is  placed  in  a  liquid,  it 
sinks  until  it  has  displaced  a  quantity  of  liquid 
equal  to  the  weight  of  the  instrument ;  it  then 
floats  in  a  position  of  equilibrium.  If  placed  in 
a  liquid  of  higher  density  it  vrill  not  sink  so  deep, 
for  the  volume  of  this  latter  liquid  possessing 
the  same  weight .  as  the  hydrometer  will  be 
smaller  than  in  the  first  case.  Again,  when 
placed  in  a  liquid  of  lower  density,  it  will  sink 
deeper,  for  a  larger  volume  has  to  be  displaced 
before  the  weight  of  the  hydrometer  is  sup- 
ported. The  density  of  the  liquid  is  found  by 
readings  of  the  graduations  marked  on  thp  stem. 


The  stem  may  be  divided  to  give  densities 
directly,  but  then  the  divisions  are  not  of  equal 
length,  the  differences  of  length  being  pro- 
portional to  the  differences  of  the  reciprocals  of 
the  densities.  Hydrometers,  however,  are  fre-  - 
quently .  graduated  with  divisions  of  equal 
length,  tEibles  being  employed  to  convert  the 
readings  into  densities  if  desired.  In  any  case 
it  should  be  borne  in  mind  that  a  hydrometer  is 
a  comparatively  rough  apparatus,  and  too  much 
reliance  should  not  be  placed  on  the  readings  of 
any  particular  instrument,  until  its  scale  has 
been  checked  at  one  or  two  points. 

In  technical  work,  hydrometers  indicating 
the  specific  gravity  directly  are  often  used  for 
liquids  lighter  than  water,  but  almost  never  in 
the  case  of  liquids  heavier  than  water.  Twaddell's 
hydrometer,  commonly  used  in  this  country,  ia 
graduated  on  the  same  principle  as  those  giving 
the  specific  gravity  directly,  but  the  readings 
on  the  scale  are  in  degrees,  each  one  of  which 
corresponds  to  a  difference  of  0-005  in  the 
specific  gravity.  The  zero  of  the  scale  is  at  the 
point  to  which  the  hydrometer  sinks  in  water, 
so  that  a  reading  of  9°Tw.,  for  example,  corre-  . 
spends  to  a  gravity  I'OOO+O-OOS  x  9^^1-045,  and 
one  of  63°Tw.  corresponds  to  the  gravity  1'265. 
To  cover  the  range  of  specific  gravity  1-00-1 -85, 
a  set  of  six  instruments  is  generally  supplied. 
An  instrument  based  on  the  same  principle  as 
Twaddell's  hydrometer  is  the  densftneter  de- 
scribed by  Fleischer  (Dirigl.  poly.  J.  1876,  222, 
159). 

The  chief  hydrometer  with  a  scale  graduated 
in  divisions  of  equal  length  is  Baum6's,  commonly 
used  on  the  Continent  and  in  the  United  States. 
The  scale  was  fixed  according  to  Baum^'s 
original  directions  in  the  following  manner. 
For.  liquids  denser  than  water,  15  parts  of  pure 
sodio  chloride  are  dissolved  in  85  parts  of  water 
at  a  temperature  of  10°  R6aumur  (12-6°C.  or 
54-5°F.).  The  zero  of  the  instrument  is  the 
point  to  which  the  hydrometer  sinks  in  distilled 
water,  and  the  point  to  which  it  sinks  in  the 
15  p.c.  solution  of  salt  is  marked  15.  The 
distance  between  the  zero  and  this  point  is 
divided  into  16  equal  parts,  and  the  whole  stem 
graduated  with  similar  divisions.  For  liquids 
lighter  than  water  the  zero  of  the  hydrometer  is 
fixed  by  a  10  p.c.  solution  of  sodic  chloride, 
distilled  water  giving  the  division  10.  This  in- 
strument is,  of  course,  graduated  in  the  opposite 
direction,  the  zero  being  at  the  bottom  of  the 
scale. 

Much  confusion  and  irregularity,  however, 
arose  in  connection  with  the  interpretation  of 
the  Baumfi  degree  (see  Gerlach,  Dingl.  poly.  J. 
1870,  198,  315 ;  Chandler,  Acad.  Nat.  Sciences, 
Philadelphia,  1881).  Recently  the  practice  has 
been  to  mark  the  hydrometer  66°B.  at  the  point 
to  which  it  sinks  in  '  English  sulphuric  acid ' 
(93-95  p.c.  HjSOi)  at  17-5*C.,  and  to  divide  the 
interval  between  this  and  0°  into  66  equal  parts. 
Obviously,  this  definition  of  the  Baum6  degreo 
is  not  satisfactory,  and  accordingly^  attempts 
have  been  .  made  to  construct  a  '  rational ' 
Baum£  hydrometer.  If  one  of  these  instru- 
ments sinks  to  0°  in  water  and  to  n°  in  a  liquid 
of  specific  gravity  d,  it  is  easy  to  show  that 

-^=C,  a  constant.     If  now  for  d=l-842,  n  ia 
d — l 
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taken  as  66°  at  15°C.,  then  C 

d=, ..  „ [see  Puchs,   Zeitsch, 

144-3— »  ^ 

1899,  38,  333).  The  Baum6  hydrometer  with  a 
scale  based  on  this  formula  is  commonly  used  in 
Grermany,  but  elsewhere  other  formulse  are  em- 
ployed for  the  evaluation  of  the  degree.    Thus,  in 

Holland,  the  formula  d=^rn is  taken  as  the 

'  144— » 

basis  of  the  Baum6  scale,  in  the  United  States 
145  ' 

the  formula  d=vT5 («««  Emery,  J.  Amer. 

145 — n 

Chem.  Soc.  1899,  21,  119).  If  Gerlaoh's  deter- 
mination (I.e.)  of  the  specific  gravity  of  a  10  p.o. 
salt  solution  at  15°C.  is  taken  as  a  basis,  the 

.  .      ,         ,  -  -    J       146-3 
resulting  formula  is  a=  ..„„_,■ 

In   the  -following  table    are    recorded   the 

specific  gravities  corresponding  to  readings  of 

the  Baume  instrument,  deduced  (1)  from  the 

144-3 
formula    d=,^^  „ ,    (2)    from    the    formula 


'144-3-n' 


d= 


145 


145-Ji 

S3"    144-3 -) 

145 
''-145-n 

De- 
grees 

144-3 
''-144-3-n 

at  15  ^C. 

at  60^F  . 

n 

at  15=C. 

1-007 

1-007 

34 

1-308 

1-014 

1-014 

35 

1-320 

1-022 

1-021 

36 

1-332 

1-029 

1-028 

37 

1-345 

1-037 

1-036 

38 

1-357 

1-045 

1-043 

39 

1-370 

1-052 

1-051 

40 

1-383  - 

1-060 

1-058 

41 

1-397 

i      1-067 

1-066 

42 

1-410 

1-075 

1-074 

43 

1-424 

1-083 

1-082 

44 

1-438 

1-091 

1-090 

45 

1-453 

!        MOO 

1-099 

46 

1-468 

I        1-108 

1-107 

47 

1-483 

.        1-116 

1-115 

48 

1-498 

)        1-125 

1-124 

49 

1-514 

r        1-134 

1-133 

50 

1-530 

!         1-142 

1-142 

61 

1-547 

)         1-152 

1-151 

52 

1-563 

)         1-162 

1-160 

53 

1-580 

1-171 

1-169 

54 

1-597 

>        1-180 

1-179 

55 

1-615 

1-190 

1-189 

56 

1-634 

I        1-200 

1-198 

57 

1-652 

)        1-210 

1-208 

58 

1-671 

i         1-220 

1-219 

59 

1-6B1 

1-231 

1-229 

60 

1-711 

,   1-241 

1-239 

61 

1-732 

>         1-252 

1-250 

62 

1-753 

1        1-263 

1-261 

63 

1-774 

1-274 

1-272 

64 

1-796 

1-285 

1-283 

65 

1-819 

1-297 

1-295 

66 

1-842 

gree3 
n 

] 

2 

3 

4 

5 

6 
■  7 

8 

9 
10 
11 
12 
13 
14 
15 
16 
17 
18 
19 
20 
21 
22 
23 
24 
25 
26 
27 
28 
29 
30 
31 
32 
33 

The  Baum6  hydrometer  for  liquids  lighter 
than  water  is  graduated  in  two  ways,  the  rela- 
tion between  degrees  and  gravity  being  given 

by  the  formula  d=——- — ,  or  the  American 
loo+7t 

(see  Emery,  J.  Amer.  Chem. 


formula  d- 


140 


"130-f» 

Soc.  1899,  21,  119).  The  following  table  gives 
the  values  of  the  specific  gravity  corresponding 
to  the  readings  of  this  instrument. 


c  a  J 


sl 

d-  1*0  . 

146 

S| 

«  3 

"130+n 

"-136 -hn 

Si 

nn 

ateoT. 

atl2-5''C. 

nn 

10 

1-000 

1-000 

36 

12 

0-986 

0-987 

38 

14 

0-972 

0-973 

40 

16 

0-959 

0-961 

42 

18 

0-946 

0-948 

44 

20 

0-933 

0-936 

46 

22 

0-921 

0-924 

48 

24 

0-909 

0-913 

50 

26 

0-897 

0-901 

52 

28 

0-886 

0-890 

54 

30 

0-875 

0-880 

56 

32 

0-864 

0-869 

58 

34 

0-854, 

0-859 

60 

140     . 
-ISO+n  " 

14« 

-ise-i-n" 

at60-T. 

It  12-5°C 

0-843 

0-849 

0-833. 

0-839 

0-824 

0-830 

0-814 

0-820 

0-805 

0-811 

0-798 

0-802 

0-787 

0-794 

0-778 

0-785 

0-769 

0-777- 

0-761 

0-768 

0-753 

0-760 

0-745 

0-753 

0-737 

0-745 

Other  hydrometers  designed  for  liquids 
lighter  than  water  are  occasionally  used.  In 
Cartier'a  hydrometer  21°  corresponds  with 
21°B.,  but  above  and  below  this  point  15  degrees 
Cartier=16  degrees  Baumfi.  In  Beck's  hydro- 
meter the  zero  corresponds  with  d=I-000  and 
30°  with  (J=0-850  :  the  thirtieth  of  this  interval 
is  1°  and  equal  divisions  are  continued  in  both 
directions  as  far  as  desired. 

In  addition  to  the  general  hydrometers  just 
referred  to  there  are  also  a  number  of  instru- 
ments used -for  certain  special  purposes,  svich  as 
Sikes'  hydrometer  and  TraUes'  alcoholometer 
for  ascertaining  the  strength  of  spirits  (see 
Alooholometey),  and  various  saccharometers 
for  finding  the  specific  gra,vity  of  saccharine 
solutions  (see  Sugab). 

All  the  foregoing  hydrometers  are  instru- 
ments of  variable  immersion. 

Nicholson's  hydrometer,  on  the  other  hand, 
is  a  constant  immersion  instrument,  and  con- 
sists of  a  cylindrical  metallic  bulb  connected  at 
the  bottom  by  a  wire  to  a  cup,  and  also  an  in- 
verted cup  pierced  with  holes.  The  top  of  the ' 
float  is  connected  by  a  wire  to  a  pan,  on  which 
weights  may  be  placed.  This  wire  has  a  single 
marii  on  it,  which  is  brought  to  the  surface  of 
the  liquid  by  weights  placed  on  the  upper  scale 
pan.  The  instrument  is  so  adjusted  that  when 
floating  in  distilled  water  at  62°F.,  1000  grs. 
placed  on  the  scale  pan  will  bring  the  mark  on 
the^tem  to  the  surface  of  the  water.  When 
placed  in  a  denser  liquid,  more  weights  have  to 
be  added  to  the  1000  grs.  in  order  to  bring  the 
mark  to  the  level  of  the  liquid,  and  as  the  same 
volume  of  liquid  is  displaced  as  in  the  case  of 
the  water,  the  weights  at  once  give  the  density 
of  the  liquid  referred  to  that  of  water  at  62°. 
The  cups  below  the  float  are  used  in  the  deter- 
mination of  the  densities  of  solids,  and  will  be 
referred  to  subsequently. 

Another  somewhat  similar  hydrometer  con- 
sists of  a  cylindrical  glass  weightssuspended  from 
the  arm  of  S,  balance,  and  is  so  counterpoised 
that  the  balance  is  in  equilibrium  when  the 
plunger  is  sunk  in  distilled  water.  This  is  the 
principle  of  the  Mohr-Westphal  balance  (Kg.  13), 
When  placed  in  liquids  of  other  densities  the 
weights  have  to  be  altered  to  bring  the  balance 
to  equilibrium,  and  the  weights,  which  are 
generally  used  in  the  form  of  riders,  are  so 
arranged  that  the  density  of  the  liquid  is  read 
off  directly.  A  thermometer  may  be  placed 
within  the  glass  plunger  with  its  bulb  projecting  ■ 
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below,  BO  that  the  temperature  of  the  liquid  can . 
be  determined  simultaneously. 

Another  method  of  determining  the  densities 
of  liquids  depends  on  the  fact  that  it  columns  of 
two  liquids  of  different  densities  are  made  to 
support  one  another,  the  lengths  of  the  columns 
will  be  inversely  as  the  densities.  An  inverted 
glass  U  tube  with  the  limbs  graduated  upwards 


Fio.  13. 

from  0  near  the  open  ends  is  employed ;  at  the 
bend  of  the  tube  there  is  attached  a  tubulure 
olosed  by  a  stopcock,  or  by  a  piece  of  caoutchouc 
tube  with  screw-clip.  One  of  the  open  ends  of 
the  tube  is  placed  in  Water,  and  the  other  into 
the  liquid  of  which  the  density  is  sought,  and 
suction  is  applied.  The  liquids  rise  in  the  tubes, 
and  after  adjusting  the  outside  levels  to  the 
zero  marks,  the  lengths  of  the  columns  are  read 
off.  In  order  to  avoid  capillarity  effects  the  tubes . 
should  be  not  less  than  6  mm.  internal  diameter. 
Various  forms  of  apparatus  based  on  this 
principle  have  been  described  (Hare,  Silliman's  J. 
1826,  11,  133;  Alexander,  Ann.  Chim.  Phys. 
1847,  70,  137  j  Tate,  Phil.  Mag.  1859,  17,  254  ; 
Schiff,  Annalen,  1862,  121,  82;  Weber,  Bei- 
blatter,  1879,  3,  770 ;  Girardet,  Bull.  Soc.  chim. 
1901,  25,  936;  see  also  Watson's  Practical 
Physios,  29 ;  compare  Lefebvre,  Chem.  Zentr. 
1897,  ii.  402). 

For  some  purposes  the  density  of  a  liquid 
has  to  be  determined  at  its  own  boiling  point. 
This  may  be  done  by  suspending  a  specific  gravity 
flask  fiUed  with  the  liquid  in  another  vessel 
containing  some  of  the  same  liquid,  which  is 
raised  to  the  boiling  point.  This  heats  the  con- 
tents of  the  flask,  and  when  the  liquid  ceases  to 
expand  the  stopper  is  placed  in  the  bottle, 
which  is  then  removed  from  the  vessel,  allowed 
to  cool,  and  weighed  (C.  SchaU,  Ber.  1884,  17, 
2201).  Instead  of  a  specific  gravity  bottle  one 
may  convtSiiently  use  a  pyknometer  of  the  shape 
shown  in  Fig.  14  (Neubeck,  Zeitsch.  physikal. 
Chem.  1887,  1,  652).  Another  instrument  em- 
ployed in  finding  densities  at  high  temperatures 
is  the  dilatometer,  which  is  a  kind  of  thermo- 
meter with  a  graduated  tube,  the  capacity  of 
the  tube  and  bulb  being  accurately  known.  The 
density  of  the  liquid  is  first  determined 
by  the 'Ordinary  specific  gravity  bottle,  and 
then  some  of,  the  liquid  is  introduced  into 
the  dilatometer,  the  temperature  of_  which  is 
gradually  raised,  and  the  increase  of  volume 
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measured.  When  the  coefficient  of  expansion 
has  been  thus  determined,  the  density  at  any 
temperature  may  be  calculated.  For 
a  complete  account  of  the  methods 
of  .  using  dilatometers,  and  all  the 
precautions  necessary  in  their  ma- 
nipulation, see.  Thorpe  (Chem.  Soc. 
Trans.  1880,  37,  155;  1893,  63, 
262). 

For  the  determination  of  critical 
densities  and  of  the  densities  of 
liquids  in  contact  with  saturated 
vapour  at  temperatures  up  to  the 
critical  temperature  special  methods 
are  employed  {see  Ramsay  and 
Young,  Phil.  Trans.  A,  1886,  177, 
123  ;  1887,  178,  57,  313 ;  1889,  180. 
137 ;  Young,  Chem.  Soc.  Trans.  1889, 
55,  486;  .1891,  59,  37,  125,  911; 
Proc.  Phys.  Soc.  1895,  13, 617  ;  Phil,  pio  14. 
Mag.  1900,  60,  291 ;  Amagat, 
Compt.  rend.  1892,  114,  1093;  Young  and 
Thomas,  Chem.  Soc.  Trans.  1893,  63,  1199; 
Centnerszwer,  Zeitsch.  physikal.  Chem.  1904, 
49,  199). 

DBNSiiir  OF  Solids. 

In  determining  the  density  of  a  solid  it  is 
necessary  to  find  its  mass,  and  also  the  mass  of 
an  equal  volume  of  water,  or,  what  comes  to  the 
same  thing,  to  find  the  volume  of  the  solid,  from 
which  the  mass  of  the  water  can  be  calculated. 
In  some  few  cases  this  may  be  done  by  measure- 
ment, as,  for  example,  the  measurement  of  a 
cubic  foot  of  a  body,  like  stone,  which  may  be 
cut  intq  a  regular  shape.  It  more  generally 
happens,  however,  that  the  solid  is  irregular  in 
shape,  or  is  even  in  the  form  of  powder :  other 
methods  must  then  be  adopted. 

One  of  the  simplest  methods  is  to  place  some 
water  or  other  liquid  of  known  density  in  a 
graduated  tube  and  measure  it,  and  then  intro- 
duce a  weighed  quantity  of  the  solid,  and  ob- 
serve the  rise  of  level  of  the  liquid  in  the  tube. 
Or  the  tube  may  be  weighed  before  and  after  the 
introduction  of  the  solid,  the  increase  of  weight 
giving  the  quantity  of  the  solid  introduced. 
(Schiff,  Annalen,  1858,  107,  59;  Osann,  Ann. 
Phys.  Chem.  1859,  106;  334;  Dobbie  and 
Huicheson,  Phil.  Mag.  1884,  17,  459;  Erd- 
menger  and  Mann,  Chem.  Zeit.  1893,  Suppl. 
289 ;  Stanger  and  Blount,  J.  Soc.  Chem.  Ind. 
1894,  13,  456 ;  McKenna,  J.  Amer.  Chem. 
Soc.  1899,  21,  50 ;  Jacobsen,  Bull.  Soc.  chim. 
Belg.  1904,  18,  198;  von  Wrochem,  Chem. 
Zentr.  1905,  i.  1577).  Gentil6  (J.  Pharm.  1867. 
[iv.l  5,  401)  uses  a  small  bottle  with  a  bulb 
at  the  top  of  1  c.o.  capacity.  The  bulb  is  con- 
nected to  the  bottle  by  a  narrow  tube  with  a 
mark  on  it,  and  there  is  anothpr  mark  on  a 
similar  tube  above  the  bulb.  The  bottle  is  filled 
with  liquid  to  the  lower  mark  and  weighed ;  the 
solid  is  introduced  until  the  liquid  reaches  the 
upper  mark,  and  the  whole  is  again  weighed. 
This  increase  of  weight  is  that  of  1  c.o.  of  the 
solid.  - 

A  similar  process  that  may  be  employed 
when  the  solid  is  in  small  fragments  or  in 
powder  is  to  fill  a  specific  gravity  bottle  with 
water,  and  counterpoise  it  on  a  balance.  Some 
of  the  solid  is  then  placed  on  the  pan  of  the 
bafance  aiid  weighed ;   the  solid  is  now  placed 


112 


SPECIFIC  GRAVITY. 


ill  the  specific  gravity  bottle,  and  the  level  of 
the  water  adjusted.  On  again  weighing,  the 
quantity  will  be  found  to  be  less  than  the 
previous  amount,  the  difference  being  due  to 
the  quantity  of  water  expelled  by  the  introduc- 
tion of  the  solid,  this  water,  of  course,  occupying 
the  same  volume  as  the  solid.  The  relative 
density  of  the  solid  to  water  at  the  same  tem- 
perature is  at  once  found  by  dividing  the  weight 
of  the  solid  by  the  weight  of  the  quantity  of 
water  expelled.  Some  precautions  are  necessary 
in  this  method.  Many  solids,  especially  in  the 
form  of  powder,  entangle  a  quantity  of  air, 
which  replaces  some  of  the  water  in  the  bottle, 
or  may  even  cause  some  of  the  solid  to  float  in 
the  liquid.  This  may  often  be  removed  by 
placing  the  specific  gravity  bottle  containing 
the  water  and  the  solid  in  an  air-pump  receiver 
and  exhausting  the  air ;  the  diminution  of  pres- 
sure causes  the  entangled  air  to  expand  and 
form  large  bubbles,  which  readily  escape  from 
the  surface  of  the  water. 

In  the  case  of  solids  that  are  soluble  in 
water  this  method  is  obviously  inapplicable, 
and  it  is  necessary  to  use  another  liquid  of 
known  density  which  does  not  act  on  the 
solid.  Petroleum  or  alcohol  may  be  used, 
care  being  taken  to  determine  the  density  of 
the  particular  sample  of  liquid  used.  For  a 
description  of  the  precautions  necessary  in  this 
method,  see  Tutton,  Chem.  Soc.  Trans.  1894,  65, 
650 ;  1897,  71.  865 ;  Earl  of  Berkeley,  ibid. 
1907,  91,  56. 

When  the  body  of  which  the  density  is  to  be 
determined  is  of  such  a  shape  that  it  can  be 
suspended  by  a  piece  of  fine  platinum  wire,  the 
piece  is  first  weighed  and  then  attached  by 
means  of  the  fine  platinum  wire  to  the  hook  at 
the  bottom  of  a  small  scale  pan.  A  vessel  of 
water  is  placed  under  the  scale  pan,  and  the 
solid  immersed  in  it.  When  a  solids  is  thus 
immersed  in  water  it  displaces  its  own  volume 
of  water,  and  there  is  at  the  same  time  an 
apparent  loss  of  weight ;  this  is  due  to  the 
surrounding  water  producing  a  pressure  on  the 
solid  which  is  exactly  equal  to  the  pressure  on 
the  volume  of  water  which  the  solid  has  dis- 
placed, and  which  pr^iously  kept  the  water  in 
the  vessel  in  equilibrium.  The  apparent  Idfes 
of  weight  is  therefore  the  weight  of  the  quantity 
of  water  displaced  by  the  solid,  that  is  to  say  of 
an  equal  volume  of  water,  so  that  we  obtain  the 
necessary  data  for  determining  the  relative 
density  of  the  solid  at  the  temperature  pf  the 
water  at  the  time  of  the  observation,  the  mass 
of  the  sohd  divided  by  the  loss  of  weight  in 
water  being  the  density. 

If  the  body  is  less  dense  than  water  it  is 
obvious  that  its  density  cannot  be  determined 
precisely  in  this  manner,  for  the  solid  will  float. 
To  cause  it  to  sink,  it  is  attached  to  a  piece  of 
metal  of  known  weight  and  density.  On  weigh- 
ing the  two  bodies  together  in  water  part  of  the 
apparent  loss,  of  weight  is  due  to  the  displace- 
ment of  the  water  by  the  metal  and  part  to  the 
displacement  by  the  light  body.  The  loss  caused 
by  the  sinker  can  be  calculated  from  its  known 
weight  and  densityi  and  this  deducted  from  the 
total  apparent  loss  of  weight  gives  the  weight  of 
the  water  displaced  by  wie  body  of  which  the 
density  is  to  be  determined. 

In  practice  it  is,  however,  better  to  determine 


the  amount  of  water  displaced  by  the  sinkei 
than  to  calculate  it.  The  substance  may  first 
be  weighed,  and  then  the  sinker  attached  by 
thin  platinum  wire  to  the  scale-pan  and  weighed ; 
then  a  vessel  of  water  placed  under  the  scale- 
pan,  and  the  sinker  immersed  in  it.  The 
apparent  loss  will  give  the  quantity  of  water  dis- 
placed by- the  jinker.  The  substance  is  now 
also  attached  to  the  wire  and  weighed,  together 
with  the  sinker,  in  water,  and  the  difterence 
between  the  weight  and  the  sum  of  the  weights 
of  the  wire,  sinker,  and  substance  is  the  weight 
of  the  water  displaced  by  the  sinker  and  sub- 
stance. As  the  weight  of  water  displaced  by  the 
sinker  has  been  determined,  the  difference  be- 
tween these  two  weights  is  the  amount  of  water 
displaced  by  the  substance  alone,  and  the  weight 
of  the  substance  divided  by  this  number  gives 
the  density. 

The  weight  of  water  displaced  by  the  light 
body  may  be  obtained  by  the  employment  of 
three  weighings,  whereas  the  method  just  de- 
scribed requires  four.  It  depends  on  the  follow- 
ing facts ;  when  a  body  floats  on  a  liquid  it 
displaces  a  weight  of  the  liquid  equal  to  its  own 
weight;  if  the  body  is  now  totally  immersed 
there  is  an  upward  pressure  due  to  the  additional  " 
quantity  of  the  liquid  displaced ;  this  flotation 
pressure,  determined  by  weights  added  to  the 
weight  of  the  body,  gives  the  weight  of  the 
liquid  displaced  by  the  whole  solid. .  In  deter- 
mining the  density  of  such  a  body  it  is  therefore 
necessary  to  know  its  weight,  the  apparent 
weight  of  the  sinker  when  immersed,  and  the 
apparent  loss  of  weight  when  the  light  body  is 
attached  to  the  sinker  and  weighed  under 
water.  The  difference  between  the  two  last 
weighings,  added  to  the  weight  of  the  body  in  air,' 
Tgives  the  quantity  of  water  displaced  by  the' 
solid.  Thus  if  P  is  the  weight  of  the  light  body, 
p'  the  weight  of  the  sinker  in  water,  and  p"  the 
weight  of  sinker  and  the  light  body  in  water, 

the  density  D=  - 


p'— p"+p 

Nicholson's  hydrometer  (as  previously  men- 
tioned) may  be  used  for  the  determination  of 
the  densities  of  solids.  Weights  are  placed  in 
the  upper  scale-pan  until  the  instrument  sinks 
to  the  mark.  The  weights  are  removed,  and  the 
substance  is  placed  on  the  pan,  and  weights 
added  udtil  the  mark  is  again  at  the  level  of  the 
liquid ;  the  difference  between  the  weights  is 
the  weight  of  the  solid  in  air.  The  solid  is  then 
placed  on  the  lower  scale-pan  if  of  a  higher 
density  than  water,  or  underneath  the  inverted 
cup  if  of  a  lower  density,  and  weights  are  placed 
on  the  upper  scale-pan  to  restore  equilibrium. 
From  the  numbers  thus  obtained  the  amount  of 
water  displaced  by  the  solid  can  be  calculated, 
and  from  this,  together  with  the  weight  of  the 
body  in  air,  the  density  is  determined. 

There  are  some  solids  which  must  not  be 
'wetted  by  any  liquid,  in  consequence  of  a  possible 
change  of  composition,  and  in  these  cases  the 
usual  methods  of  determining  densities  are  of 
course  not  available.  Others  which  are  porous 
retain  air  so  persistently  that  errors  may  arise 
by  the  presence  of  quantities  of  air  which 
cannot  be  removed.  In  such  cases  an  instru- 
ment similar  to  Say's  stereometer  (Ann.  Chim. 
Phys.  179J,'  23,  1)  may  be  employed.  This 
apparatus  is  now  known  as  tbo  volumenometer. 
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The  air  inclosed  in  a  glass  bulb  and  adjoining 
tubes  is  sliut  off  at  atmospheric  pressure ;  the 
space  at  the  disposal  of  the  air  is  then  increased 
or  decreased  by  a  known  amount,  and  the  new 
pressure  is  read  off  on  a  manometer  connected 
with  the  apparatus.  These  operations  are  re- 
peated when  the  air  space  contains  a  known 
weight  of  the  solid  under  examination  and  from 
the  data  obtained  the  density  of  the  solid  is 
calculated.  Many  forms  of  apparatus  based  on 
this  principle  have  been  described  (Miller,  Phil. 
Mag.  1834,  6,  203 ;  Kopp,  Annalen,  1840,  35, 
17  ;  Regnault,  Ann.  Chim.  Phys.  1845,  14,  207 ; 
Grassi,  J.  Pharm.  Chim.  1847,  11,  184 ;  Baum- 
hauer,  Arch.  Nderl.  1868,  385;  Riidorff,  Ann. 
Physik,  1879,  6,  288 ;  Paalzow,  ibid.  1881,  13, 
332^;  Bremer,  Ree.  trav.  chim.  1898,  17,  263, 
405  ;  Mameli  and  Sanna,  Gazz.  chim.  ital.  1902, 
32,  ii.  211 ;  Zehnder,  Ann.  Physik,  1903,  10, 
40).  A  description  of  one  of  the  more  recent 
modifications  (Bremer's)  wiU  make  clear  the 
manipulation  of  the  volumenometer.  The  wide- 
mouthed  flask  B  (Fig.  IS),  immersed  in  a  small 


water-bath,  is  connected  through  the  three-way 
stopcock  Bwith  the  tubes  ab  and  cd,  which  con- 
tain mercury.  On  ab  there  are  two  marks  or 
movable  rings  at  p  and  q,  the  volume  v  of  the 
tube  between  these  being  accurately  known. 
With  the  stopcock  B  turned  so  as  to  connect 
both  V  and  db  with  the  air,  the  tube  cd  is  ad- 
justed until  the  top  of  the  mercury  meniscus  is 
at  p.  The  stopcock  u  is  then  turned  so  as  to 
Vol.  \.—T. 


leave  f  and  ab  in  Connection  but  shut  oB  from 
the  air.  The  tube  cd  is  now  lowered  ilntil  tho 
top  of  the  mercury  meniscus  in  ab  is  at  q,  and 
the  difference  h  in  level  between  the  mercury 
in  the  two  tubes  is  determined  with  a  catheto* 
meter.  A  similar  operation  is  carried  out  when 
the  flask  »  contains  a  weighed  quantity  of  the 
solid  under  examination,  the  difference  in  level 
now  found  being  h'.  From  these  data  the 
volume  X  of  the  solid  can  be  calculated  by  the 

formula  a;=DH— rrr'  where  H  is  the  barometrio 

height. 

The  volumenometer  obviously  cannot  be 
employed  for  the  determination  of  the  densities 
of  solids  which  give  off  any  gas  or  vapour  under 
reduced  pressure,  such  as  efflorescent  salts,  for 
the  increase  of  volume  would  be  due  not  only  to 
the  expansion  of  the  air  in  the  apparatus,  but 
also  to  the  production  of  aqueous  vapour.  It 
answers  very  well  for  porous  bodies  like  cotton ' 
wool,  the  entangled  air  froin  which  at  once  ex- 
pands on  the  pressure  being  diminished. 

Occasionally  it  is  necessary  to  determine  the 
densities  of  small  fragments  of  crystals  or 
minerals,  and  for  this  purpose  liquids  in  which 
the  solids  will  just  float  may  be  used.  The 
densities  of  the  liquids  may  bo  afterwards  deter- 
mined, or  a  number  of  solutions  of  known 
densities  may  be  kept  in  readiness.  It  ia 
obvious  that  the  method  is  valid  only  when  the 
solid  is  not  acted  on  or  dissolved  by  tho 
liquid.  For  the  application  of  this  method  see 
Sohaffgotsoh,  Pogg.  Ann.  1862,  116,  279; 
Sonstadt,  Chem.  News,  1874,  29,  127 ;  Church, 
Mineral.  Mag.  1877, 1,  237  ;  Goldschmidt,  Jahrb. 
Mineral.  BeUageband,  1881,  179;  Klein,  Compt. 
rend.  1881,  93,  318 ;  Rohrbach,  Ann.  Physik, 
1883,  20,  169  ;  Brauus,  Jahrb.  Mineral.  1886,  ii. 
72 ;  Retgers,  Zeitsch.  physikal.  Chem.  1889,  3, 
289;  4,  189;  1893,11,328;  Jahrb.  Mineral.  1896, 
i.  212  ;  ii.  183.  Among  the  heavy  liquids  used 
by  these  authors  are  a  solution  of  the  double 
iodido  of  potassium  and  mercury,  which  can  be 
obtained  of  the  density  3-196;  a  solution  of 
cadmium  borotungstate  (density  of  saturated 
solution  3-281);  a  solution  of  mercuric  and 
barium  iodides,  which  can  be  obtained  of  the 
density  3-588,  but  is  unstable  on  mixing  with 
water ;  and  methylene  iodide  (density  3-33).  In 
the  first  cases,  water  is  added  if  a  liquid  of  loweo 
density  is  required,  while  benzene  is  similarly 
used  with  methylene  iodide.  Liquids  the 
density  of  which  is  varied  in  the  way  described 
are  used  not  only  for  determining  the  density 
of  minerals,  but  also  for  separating  the  con- 
stituents of  mixed  minerals.  Fused  soUds  have 
been  employed  for  a  similar  purpose  {see,  fou 
example,  Thoulet,  Compt.  rend.  1878,  8fi,  454 ; 
Klein,  I.e.;  Br^on,  Compt.  rend.  1880,  90, 
626). 

The  floating  method  of  determining  the 
specific  gravity  of  soUds  has  been  utilised  also 
in  the  examination  of  fats  (Hager,  Zeitsch.  anal. 
Chem.  1880,  19,  239).  In  this  case  the  liquid 
medium  is  a  suitable  mixture  of  water  and  ethyl 
alcohol- 
It  has  been  suggested  (Andreac,  Zeitsch. 
physikal.  Chem.  1911,  76,  491)  that  the  fore- 
going method  may  be  advantageously  varied  by 
putting  the  crystals  under  examination  along 
with  a  mixture  of  methylene  iodide  and  benzeiie 
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of  about  the  satlie  specific  gtavity  in  a  dilato- 
meter.  This  ia  placed  in  a  bath  the  temperature 
of,  which  is  slowly  altered  until  the  crystals  float. 
From  the  weight  and  volume  of  the  dHatometer 
the  density  of  the  liquid  can  be  accurately 
determined.  J.  C.  P. 

SPECTRUM  ANALYSIS.  I.  Introduction. 
When  Fraunhof  er  investigated  the  solar  spectrum 
he  designated  the  most  strongly-marked  lines 
in  the  visible  region  by  the  letters  of  the  alphabet, 
starting  from  A  at  the  red  end  with  a  wave- 
length of  7600  ten-millionths  of  a  mm.  to  K 
at  the  violet  end  with  a  wave-length  of  3930 
ten-mUlionths  of  a  mm.  When  the  extension 
of  the  solar  spectrum  into  the  ultra-violet 
region  was  discovered  by  photographic  methods 
this  lettering  of  the  principal  lines  was  continued 
into  this  region  as  far  as  the  wave-length 
2950  ten-millionths  of  a  mm.,  the  letters  L  to  XJ 


MreK-RED 

Tt-tV 


being  used.  Owing  to  the  absorption  eSerted 
by  the  great  thickness  of  air  through  wliich  the 
light  has  to  pass,  the  solar  spectjum  does  not 
extend  much  beyond  the  limit  of  about  the 
wave-length  3000  ten-millionths  of  a  mm. 

Recent  investigation  has  shown  that  oxygen 
has  an  absorption  band  for  light  of  very  short 
wave-length,  and  that  even  with  an  extremely 
thin  layer  of  oxygen  at  atmospheric  pressure 
this  absorption  extends  up  to  at  least  as  far  as 
1800  ten-millionths  of  a  mm. 

It  is  evident  that  this  absorption  sets  a  lower 
limit  beyond  which  it  is  impossible  to  investigate 
the  ultra-violet  spectrum  unless  u  vacuum 
spectrograph  is  employed. 

Owing  to  their  great  convenience  as  land- 
marks in  the  spectrum  the  Fraunhofer  lettering 
of  the  principal  lines  is  still  used  very  largely, 
and  in  Fig.  1  is  shown  a  diagram  in  which  these 
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principal  lines  are  set  out  according  to  their 
wave-lengths.  The  elements  to  which  these 
lines  are  due  are  marked  at  the  bottom  of  the 
diagram.  It  may  be  remarked  that  A  and  B 
are,  in  reality,  absorption  lines  due  to  the 
atmosphere.  As  regards  the  extension  of  the 
spectrum  into  the  invisible  region  beyond  the 
red,  usually  called  the  infra-red,  a  considerable 
portion  has  been  investigated  by  photographic 
methods  using  specially  prepared  plates.  The 
radiation  in  this  part  of  the  spectrum  partakes 
of  the  nature  of  heat,  and  therefore  may  readily 
be  investigated  by  instruments  sensitive  to 
heat  rays,  such  as  thermopiles,  radiometers, 
radiomicrometers,  or  bolometers.  With  these 
instruments  investigations  have  been  pushed  to 
an  extraordinary  distance,  and  in  one  case 
radiations  have  been  detected  in  the  emission 
spectrum  of  a  quartz  mercury  vapour  lamp  with 
a  wave-length  of  3, 100,000  ten-millionths  of  a  mm. 

Owing  to  the  fact  that  within  the  last  year 
or  two  a  new  spectroscopic  standard  has  been 
set  up  based  upon  measurements  of  the  wave- 
length with  interference  apparatus  it  will  perhaps 
be  advisable  to  define  the  various  units  now 
used  in  spectroscopy. .  The  original  unit  of 
wave-length  used  by  Angstrom  himself  in  his 
measurements  was  the  ten-miUionth  of  a  mm., 
wliich  is  often  called  the  tenth-metre  since  the 
unit  is  10-'°  metre.  About  the  year  1890  a 
now  standard  of  wave-lengths  was  introduced 
by  Rowland  who,  ba-'ing  his  measurements 
upon  the  well-known  coincidence  method  with 
gratings,  determined  the  wave-lengths  of  a 
very  great  number  of  the  Fraunhofer  lines. 
From  that  time  until  quite  recently  all  spectro- 
scopic measurements  were  referred  to  those  solar 
standards  of  Rowland. 

Not  long  after  Rowland  published  his  map, 
Michelson,  by  means  of  interference  inethods, 
determined  Sic  wave-length  of  the  red  cadmium 
line  with  exceedingly  great  accuracy  with 
reference  to  the  standard  metre  in  Paris.    Fabry 


and  Perot  then,  by  somewhat  similar  interference 
methods,  determined  the  wave-length  of  a  number 
of  iron  lines  and  solar  lines  in  terms  of  Michelson's 
value,  and  showed  that  there  is  a  periodic  error 
in  Rowland's  scale. 

As  the  result  of  Fabry  and  Perot's  work  the 
International  Union  for  Solar  Research  have 
decided  to  adopt  as  secondary  standards  of  all 
spectroscopic  measurements  the  means  of  the 
values  obtained  by  three  independent  observers 
of  the  wave-lengths  of  various  lines  in  the 
spectrum  of  the  iron  arc.  As  all  these  observa- 
tions are  determined  in  relation  to  Michelson's 
value  of  the  red  cadmium  line,  the  International 
Union  have  decided  that  the  primary  standard 
for  spectroscopic  measurements  shall  be  the  wave- 
length of  the  red  line  of  cadmium  A=6438-4722 
Angstroms,  and  that  the  Angstrom  shall  be 
so  defined.  This  unit  only  differs  from  the 
original  Angstrom  unit  by  less  than  one  part 
in  10  million.  It  has  also  been  agreed  that  all 
wave-lengths  expressed  in  term^  of  this  stand- 
ard shall  be  denoted  by  the  symbol  I.A.  Since 
the  difference  between  the  new  unit  and  the  old 
Angstrom  unit  is  so  small  it  may  stUl  be  spoken 
of  as  the  tenth  metre,  and  therefore  it  may  be 
said  that  the  wave-length  of  the  red  cadmium 

line  is  \=6438'4722  Angstroms  or  10-'»  metres, 
or  e43■84:'122^^|i  or  0-64384722/u.  The  units  n 
and  IJ.IJ.  are  more  especially  used  in  cases  of  the 
long  wave-lengths  which,  of  course,  cannot  at 
present  be  measured  with  such  great  accuracy. 

It  has  been  furtheu  agreed  that  tertiary 
standards  shall  be  determined  by  interpolation 
between  the  secondary  standards,  and  this  has 
been  done  by  Kayser  for  the  iron-arc  spectrum. 
These  wave-lengths  may  therefore  be  used  in 
all  cases  where  great  accuracy  is  required. 

11.  The  spectroscope.  The  limits  of  absorp- 
tion exerted  by  various  materials  are  given  below, 
and  from  these  it  may  be  seen  that  in  spectro- 
scopes, designed  for  the  examination  of  the 


visible  spectrum,  the  optical  parts  may  be  made 
of  glass,  wliilst  for  the  examination  of  the  ultra- 
violet and  infra-red  rays  some  other  material 
transparent  to  one  or  other  of  these  regions 
must -be  substituted. 

(o)  Direct  vision  sper.ifoscope.  The  simplest 
form  of  visual  spectroscope  is  the  direct  vision 
mstrument  in  which  the- dispersion  of  a  very 
wide-angled  dense  flint-glass  prism'  is  partially 
corrected  by  crown-glass  prisms.  Since  in  this 
way  It  IS  possible  entirely  to  correct  the  deviation 
of  the  mean  rays  of  the  spectrum  and  only 
partially  correct  that  of  the  extreme  rays  a 
spectrum  will  be  produced. 

The  usual  arrangement  of  such  an  instru- 
ment is  shown  in  Fig.  2,  where  the  centre  prism 
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and  the  spectrum  is  made  to  pass  across  the 
field  of  view  of  the  telescope  by  rotating  the 
prism.  The  rotation  of  the  prism  is  carried  out 
by  means  of  a  micrometer  screw  carrying 
a  drum  head,  which  is  so  divided  that  the  wave- 
length of  any  lino  under  observation  may  be 


Fio.  2. 

p' is  made  of  dense  flint  glass,  and  the  two  outer 
prisms  p,  p,  of  crown  glass.     In  Fig.  3  is  shown 


Fig.  3. 

the  complete  instrument,  which  is  provided  with 
a  slit  and  eye-piece.  This  direct-visiop  spectro- 
scope is  very  useful  for  the  qualitative  investiga- 
tion of  flame  spectra  or  absorption  spectra  in 
the  visible  region,  but  although  in  some  cases 
arrangements  are  made  whereby  readings  of  the 
position  of  lines  or  absorption  bands  can  be 
made  upon  some  form,  of  scale,  yet  it  is  clear  that 
such  measurements  can  onjy  be  very  rough. 

(6)  Spectrometer.  For  more  accurate  visual 
work  some  form  of  spectrometer  must  be  used, 
the  term  spectrometer  being  applied  .to  a  spectro- 
scope in  which  some  device  is  at  hand  for  the 
more  accurate  reading  of  the  deviation  of  the 
lines  or  their  actual  wave-lengths.  In  the  first 
case  by.  means  of  a  graduated  arc  the  angular 
deviation  of  the  lines  may  be  read  off,  and  from 
these  the  wave-lengths  of  the  various  lines  may 
be  obtained,  either  by  the  method  of  graphical 
interpolation,  or  by  means  of  a  simple  interpola- 
tion formula  as  described  below.  It  has  been 
found  possible,  however,  by  the  use  of  a  constant 
deviation  prism  to  construct  a  simple  form  of 
spectrometer  by  means  of  which  the  wave- 
lengths of  the  lines  in  the  ^sual  region  can 
be  read  off  directly.  This  instrument  is  shown 
in  Fig.  4,  and  is  of  the  fixed  arm  type,  that  is 
the  collimator  and  telescope  are  rigidly  fixed, 
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directly  read  off.  In  the  best  form  of  the  instru- 
ment the  accuracy  of  the  reading  is  about 
1  Angstrom. 

(c)  The  spectrograph.  In  accurate  work  upon 
the  measurement  of  the  wave-lengths  of  spectrum 
lines  it  is  necessary  to  have  recourse  to  photo- 
graphic methods  for  two  reasons,  firstly,  a  perma- 
nent record  of  the  spectrum  is  thereby  obtained 
which  may  be  measured  at  leisure ;  and  in  the 
second  place,  the  photographic  plate  is  sensitive 
to  the  ultra-violet  region,  which  indeed  is  of  far 
greater  importance  than  the  visible  region, 
since  the  former  generally  contains  the  most 
characteristic  lines  of  the  elements.  It  is,  of 
course,  possible  to  fit  a  photographic 
attachment  to  either  of  the  spectroscopes 
mentioned  above,  yet  it  is  far  preferable 
that  the  optical  parts  of  the  inltruments 
be  made  of  quartz.  It  would  seem  from 
the  limits  of  absorption  of  the  various 
substances  referred  to  below,  that  fluorite  would 
even  be  better  than  quartz ;  but  unfortunately 
it  is  almost  impossible  at  the  present  time  to 
obtain  this  material  in  sufSoiently  large  masses 
from  which  to  cut  prisms  and  lenses. 

The  construction  of  a  spectrograph  with 
glass  optical  parts  is  simplified  by  the  fact  that 
it  is  possible  to  use  achromatic  lenses  which 
give  a  flat  field  upon  a  photographic  plate.  It 
has  also  been  found  possible  to  make  achromatic 
lenses  with  quartz-oaloite  or  quartz-fluorite  com- 
binations. To  the  first  of  these  there  is  the 
objection  that  calcite  exerts  an  absorptioii 
beginning  at  \=2200A,  and  to  the  second  there 
is  the  objection,  already  mentioned  above, 
arising  from  the  scarcity  of  fluorite.  It  will 
generally  be  found,  therefore,  with  a  spectrograph 
the  lenses  and  prisms  of  which  are  made  of 
quart?,  that  the  foci  of  the  various  spectrum 
liues  lie  upon  a  curve,  so  that  photographic 
films  must  be  used.  Recently,  however,  there 
have  been  introduced  spectrographs  with 
quartz  prisms  and  lenses  so  cut  in  relation  to 
the  optic  axes  that  the  whole  spectrum  from 
\=8000A  to  \=2000A  may  be  photographed 
on  a  flat  plate  in  good  focus. 

An  essential  point  is  that  the  photographic 
plate  must  be  set  at  an  acute  angle  (27°)  with  the 
axis  of  the  telescope  lens.  An  illustration  oi 
one  of  these  instruments  is  shown  in  Fig.  5. 
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It  is  convenient  in  any  spectrograph  to  have 
a  wooden  screen  placed  in  front  of  the  photo- 
graphic plate,  and  in  this  screen  to  out  a  liarrow 
horizontal  slot  to  allow  the  passage  of  the 
spectrum  to  the  photographic  plate.    The  dark 


Fig.  5. 

slide  carrying  the  plate  may  then  be  so  mounted 
as  to  be  capable  of  movement  up  and  down  by 
means  of  a  rack-work  adjustment  so  that  several 
photographs  may  be  taken  upon  the  same  plate. 
Since  the  determipation  of  wave-lengths  in 
general  practice  is  always  carried  out  by  inter- 
polation between  lines  of  known  wave-length 
photographed  upon  the  same  plate,- it  is  necessary 
that  the  two  spectra,  the~unknown  one  and  the 
standard,  be  photographed  in  juxtaposition. 
This  is  most  conveniently  carried  out  by  the  use 
of  draw-slides  fitted  over  the  slit,  so  that  any 
portion  of  the  slit  may  be  exiposed  at  will.  _  The 
two  spectra  to  be  compared  are  successively 
photographed  through  two  adjacent  portions  of 
the  slit,  when,  of  course,  it  will  be  found  that  they 
are  in  juxtaposition  on  the  photograph. 

It  must  not  be  forgotten  that,  unless  pre- 
cautions are  taken,  errors  may  readily  be 
introduced  owing  to  the  spherical  aberration  of 
the  spectrograph  lenses.  Unless  the  same 
portions  of  the  lenses  are  used  in  comparing 
two  spectra,  it  wiU  generally  be  found  that  these 
are  not  in  correct  relation  to  one  another  upon 
the  photographic  plate.  If  a  condensing  lens 
is  used  to  fodus  an  image  of  the  source  of  light 
upon  the  slit,  then  it  is  easy  enough  to  obtain 
photographs  of  the  two  spectra  in  correct  rela- 
tion to  one  another.  The  condensing  lens  is 
fixed  in  such  a  position  that  its  axis  passes 
through  the  centre  of  the  slit  and  the  centre  of 
the  collimating  lens,  and  also  at  such  a  distance 
from  the  slit  that  an  image  of  the  source  may  be 
focussed  upon  the  slit.  When  the  spectra  of 
two  sources  have  to  be  accurately  compared, 
one  of  these  is  placed  in  such  a  position  that  its 
image  is  thrown  upon  a  portion  of  the  slit  of 
the  spectrograph.  A  photograph  is  then  taken 
of  the  spectrum  and,  without  closing  the  dark 
slide  carrying  the  plate,  the  first  source  is  re- 
moved and  the  second  so  placed  that  its  image 
Is  focussed  upon  the  slit  a  little  above  or  below 
the  position  previously  occupied  by  the  first 
source,  and  then  the  second  .photograph  is 
taken.  In  carrying  out  this  procedure  it  vrill 
be  seen  that  the  draw-slides  mentioned  above 
will  prove  of  excellent  service. 

A  very  convenient  form  of  spectroscope  is 
one  in  which  a  grating  is  substituted  for  prisms. 
A  grating  may  be  obtained  which  has  been 
accurately  ruled  on  a  polished  surface  of  glass  or 
speculum  metal.  The  former  are  used  as 
transmission  instruments,  whilst  in  the  latter 
case  the  spectrum  is  obtained  by  reflection. 

In  a  prism  spectroscope  the  dispersion  in- 
creases with  decrease  of  wave-length,"  and  so 
the  blue  and  ultra-violet  regions  appear  more 


extended  than  the  md  and  orange,  th  the  ease 
of  a  grating  *hioh  ptoduces  the  spectrum  by 
difiraetion,  as  the  diffraction  is  a  function 
of  the  wave-length;  it  'mU.  bo  found  that  the 
distribution  of  rays  in  the  spectrum  will  be  much 
more  nearly  proportional  to  their  wave-length. 
Thus,  for  example,  in  the  visible  spectrum  it 
will  be  found  that  the  yellow  rays  occupy  the 
middle  position.  For  this  reason  the  dispersion 
given  by  a  grating  is  relatively  greater  in  the 
red  and  yellow  than  that-  given  by  a  prism 
spectroscope,  and  hence  there  is  some  advan- 
tage in  using  a  grating  for  the  study  of  these 
regions. 

Owing  to  the  difficulty  of  successfully  ruling 
a  grating  the  cost  is  necessarily  rather  high,  but 
it  has  been  found  possible  to  produce  excellent 
replicas  at  a  very  reasonable  cost.  These 
replicas  are  produced  by  making  a  celluloid  cast 
of  a  first-class  ruled  grating.  The  casts  are 
then  mounted  upon  a  flat  glass  plate,  and  may  be 
used  exactly  in  the  same  way  as  a  ruled  grating. 
III.  Photography  ol  the  spectrum.  A  few 
words  may  be  said  about  the  photographic 
plates  to  be  used  in  spectrum  work.  For  the 
blue  and  ultra-violet  regions  any  good  make  of 
plate  may  be  employed,  but  it  is  to  be  remem- 
bered that  in  general  better  definition  is  obtained 
with  slow  than  with  rapid  plates.  If  very  faint 
spectra  have  to  be  photographed,  Wood  advises 
the  exposure  of  the  plate  for  a  few  moments  to 
a  very  weak  light,  such  as  that  obtained  from 
a  small  gas  flame.  The  actual  time  for  this 
exposure  must  be  found  by  trial  for  the  make  of 
plate  used,  and  in  one  case  Wood  found  that 
4  seconds  exposure  of  the  plate  to  the  light  from 
a  gas  flame  turned  down  until  the  yellow  tip 
is  only  3  or  4  mm.  high  at  a  distance  of  2  metres 
was  necessary.  This  exposure  may  be  •  made 
either  before  or  after  the  spectrum  photograph 
is  taken. 

For  the  red  and  yellow  regions  Wratten 
and  Wainwright's  aUochrome,  panchromatic,  or 
spectrum  panchromatic  plates  may  be  used 
according  to  the  limits  of  sensitiveness  required.. 
The  aUochrome  plate  gives  excellent  results 
from  the  ultra-violet  up  to  the  beginning  of  the 
yellow.  The  sensitiveness  of  the  panchromatic 
plate  extends  to  about  X=7000,  while  the 
spectrum^  panchromatic  extends  to  about 
\=8000  Angstroms. 

If  it  be  required  to  photograph  the  regions 
of  greater  wave-length  than  \=8000  A,  special 
methods  have  to  be  employed  for  the  production 
of  plates  sensitive  to  this  region. 

Three  different  methods  have  been  used  for 
this  purpose.  First  Abney  prepared  special 
emulsions  at  a  low  temperature  with  which  he 
coated  the  glass  plates.  ThTs  method  has  been 
made  more  practicable  by  Bitz.  The  second 
method  depends  on  the  inverse  action  of  the 
infra-red  rays  upon  an  ordinary  photographic 
plate,  which  previously  has  been  solarised  by 
exposure  for  a  short  time  to  a  weak  light.  This 
method  has  been  used  by  Millochau,  who  suc- 
ceeded in  obtaining  photographic  records  up  to 
A= 10000  A.  The  third  method  is  that  known 
as  the  phosphorophotographic  method,  and 
depends  upon  the  power  possessed  by  infra-red 
rays  of  destroying  the  phosphorescence  of  zino 
sulphide.  Bergmann,  in  using  this  method, 
exposed  a  zinc  sulphide  screen  for  1-2  mins.  to 
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an  arc  light,  a  second  screen  of  a  saturated 
solution  of  cuprio  ammonium  sulphate  being 
interposed.  The  screen  is  then  exposed  to  the 
spectrum  for  2-8  mins.,  and  then  brought  into 
contact  with  the  photographic  plate,  which 
after  2  hours  is  developed.  In  this  way  it  has 
been  found  possible  to  reach  as  far  as  20000  A. 

IV.  Recognition  of  lines  and  determination 
of  wave-lengths.  In  any  work  upon  qualita- 
tive analysis  by  spectroscopic  methods,  or  in 
the  quantitative  estimations  described  below, 
it  is  essential  to  recognise  the  lines  in  any 
known  spectrum,  which  may  most  easily  be 
carried  out  by  a  determination  of  their  wave- 
lengths. This  is  simple  enough  for  the  lines  in 
the  visible  spectrum  when  a  direct  reading 
wave-length  spectrometer  is  used. 

In  the  older  form  of  spectrometer,  in  which 
the  deviations  of  the  lines  are  read,  or  their 
position  on  some  arbitrary  scale  noted,  it  is 
necessary  to  reduce  the  values  obtained  to  wave- 
lengths. This  may  be  done  either  by  the  method 
of  graphical  interpolation  or  by  the  use  of  Hart- 
mann's  interpolation  formula.  In  the  former 
case  the  deviations  of  certain  well-known 
spectrum  linos,  or  their  scale  readings,  are 
plotted  against  the  wave-lengths  on  squared 
paper.  When  a  sufficient  number  of  such  points 
are  obtained  a  curve  is  drawn  through  them ; 
the  wave-length  of  au  unknown  line  may  at 
once  be  read  from  this  Curve  if  its  deviation  or 
scale  reading  is  known.  For  drawing  the  disper- 
sion curve  in  the  visible  region  Collie  has  pointed 
out  that  a,  vacuum  tube  containing  helium, 
hydrogen,  and  mercury  vapour  gives  a  number 
of  lines  eminently  suited  for  the  purpose.  The 
wave-lengths  and  oscillation  frequencies  of  the 
lines  in  this  spectrum  are  as  follows  : — 

Wave-     Oscillation 
Icnorfcha 

Helium    .         .     red 

Helium     .  .     red 

Hydrogen  .     red 

Mercury  .         .     orange 

Helium     .  .     yellow 

Mercury  .  .     yellow 

Mercury  .         .     yellow 

Mercury  .         .     green 

Helium    ,         .     green 

Helium    .         .     green 

Hydrogen  .     blue 

Helium    .         .     blue 

Helium    .         .     violet 

Mercury  .  .     violet 

Hydrogen  .     violet 

•It  will  also  be  found  that  a  vacuum  tube  con- 
taining neon  shows  a  spectrum  containing  a 
great  number  of  lines  in  the  red,  which  are 
exceedingly  convenient  for  the  calibration  of 
the  red  region. 

It  will  be  found  that  if  instead  of  the  wave- 
lengths the  oscillation  frequencies  of  the  lines 
be  used,  the  shape  of  the  curve  becomes  flatter 
and  easier  to  draw.  By  the  oscillation  frequency 
is  meant  the  number  of  wave-lengths  contained 
in  1  cm.  in  vacuo,  i.e.  the  reciprocal  of  the 
wave-length  reduced  to  vacuum.  In  order  to 
reduce  the  wave-length  of  any  line  measured  in 
air  to  its  real  value  in  vactid,  it  is  necessary  to 
multiply  it  by  the  refractive  index  of  air  for  the 
particular  wave-length.  In  making  this  cor- 
FiBCtion  ii)  actual  practice  it  is  simplest  to  add  a 
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frequencies 

7065 

14197 

6678 

14969 

6503 

15232 

6152 

16250 

5876 

17014 

5790 

17265 

5770 

17329 

5461 

18307 

5016 

19932 

4922 

20311 

4861 

20564 

4713 

21211 

4472 

22357 

4359 

22937 

4341 

23031 

117 

small  number  to  the  wave-lengths.  A  table  of 
these  corrections  can  be  readily  constructed,  and 
they^lie  between  2-5  Angstrom  at  A.=8000,  and 
0-7  Angstrom  at  A=2000.  Such  a  table  is  given 
complete  in  Watts'  Index  of  Spectra,  App.  E, 
p.  61. 

If  it  be  desired  to  draw  the  calibration  curve 
from  photographic  measurements  it  is  simply 
iiecessary  to  measure  the  distances  between  the 
lines  on  the  plate,  starting  from  a  chosen  Une  at 
either  end  of  the  spectrum,  and  plot  these  against 
the  oscillation  frequencies  or  wave  lengths. 

As  in  this  case  the  photographic  record  will 
no  doubt  include  the  ultra-violet  region,  the  above 
list  of  wave-lengths  will  not,  of  course,  be  suffi- 
cient. A  very  convenient  set  of  lines  for  this 
purpose  is  given  in  the  spark  spectrum  of  gold, 
and  the  following  table  contains  the  wave-lengths 
and  oscillation  frequencies  of  the  principal  line's 
of  gold  and  silver,  such  as  are  given  by  gold  of 
.ordinary  purity.  As  there  are  not  many  strong 
lines  of  gold  in  the  red,  orange,  and  green, 
one  or  two  lines  of  lithium,  sodium,  and  nitrogen 
have  been  included. 


1.  6703-2 

2.  6457-0 

3.  6378-4 
5896-2 
5890-2 

4.  5837-7 

5.  5679-8 

6.  5465-5 

7.  5230-5 

8.  5005-7 
5002-7 

9.  4792-8 

10.  4488-4 

11.  4315-4 

12.  4065-2 

13.  3898-0 

14.  3586-7 

15.  33830 

16.  3280-7 

17.  3122-9 

18.  .3029-3 

19.  2913-6 

20.  2825-6 

21.  2748-3 

22.  2676-1 


on 
16379 
15483 
15927 
16955 
16973 
17127 
17601 
18291 
19114 
19978 
19983 
20863 
22273 
23167 
24592 
25647 
27873 
29551 
30472 
32013 
33001 
34311 
35381 
36375 
37358 


tSts    p 


t3 

11 

S.S 
Li  10 

Au  5 

Au  4 

NalO 

NalO 

Au   6 

N   12 

Agio 
Au   8 

N   10 

N   10 

Au   8 

Au   8 

Au   8 

Aul5 

AulO 

Au   7 

Agio 

Agio 
AulO 

Au   6 

Au  9 

Au   6 

Au  5 

Aul2 

2.3.  2641-6 

24.  2590-2 

25.  2544-3 

26.  2503-4 

27.  2473-9 

28.  2447-9 

29.  2437-8 

30.  2428-1 

31.  2413-2 

32.  2387-9 

33.  2364-8 

34.  2352-8 

35.  2331-3 

36.  2304-9 

37.  2283-4 

38.  2242-7 

39.  2229-1 

40.  2201-4 
4L  2189  0 

42.  2166-6 

43.  2145-7 

44.  2125-3 

45.  2110-8 

46.  2082-1 


on 
37843 
38595 
39292 
39934 
40409 
40839 
41008 
41172 
41427 
41865 
42274 
42490 
42881 
43377 
43781 
44576 
44848 
45408 
45663 
46141 
46590 
47038 
47361 
48013 


§5 

Au^e 

Au  0 
Au  5 
Au  8 
Ag  8 
Ag  8 
Agio 
AulO 
Agio 
Au  4 
AulO 
Au  6 
Ag  8 
Au  8 
Au  5 
Au  6 
Au  6 
Au  5 
Au  5 
Ag  4 
Ag  3 
Au  5 
Au  6 
Au  5 


For  the  recognition  of  the  lines  in  the  spectrum 
and  for  a  measurement  of  their  wave-length 
Hartmann's  interpolation  formula  will  prove  of 
great  service.  In  its  original  form  this  formula 
is  as  follows  : — 

^=^^0+ ~_ 

{ria—ny 
where  \„,  c,  »o.  ^'^^  "■  *™  constants,  and  n  is 
the  linear  distance  of  the  line  measured  from 
some  line  chosen  as  origin.  Hartmann  showed, 
however,  that  since  a  is  nearly  =1  it  may  be 
omitted,  which  simplifies  the  formula  consider- 
ably. As  may  readily  be .  seen,  the  values  of 
Aj),  c,  and  Wp  may  be  obtained  if  the  wave-lengths 
jind  scale  readings  of  three  lines  in  the  spsctium 
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be  known.  It  is  advisable,  of  course,  that  one 
of  these  lines  be  chosen  near  the  middle  of  the 
region  of  the  spectrum  which  is  being  dealt  with, 
and  that  .of  the  other  two  lines,  one  be  chosen 
at  the  beginning  and  the  other  at  the  end  of 
the  region  measured.  When  the  values  of  the 
three  constants  have  been  found,  the  wave- 
lengths of  any  line  can  at  once  be  calculated  from 
its  scale  reading.  Although  the  formula  gives 
more  accurate  results  when  short  lengths  of 
the  spectrum  are  being  dealt  with,  yet  it  may  be 
applied  over  a  considerable  range  with  very  fair 
accuracy,  and  if  it  only  be  required  to  recognise 
the  various  lines  in  a  spectrum,  the  accuracy 
then  given  is  quite  sufficient 

If,  however,  it  is  required  to,  measure  the 
wave-length  of  any  new  spectrum  lines,  or  if 
for  any  other  reason  greater  accuracy  is  required 
than  can  be  obtained  from  Hartmann's  formula, 
the  measurement  of  the  wave-le^th  of  any 
line  may  be  found  by  a  simple  interpolation 
between  two  known  lines  in  the  comparison 
Bpectrum.  Since  in  a  prismatic  spectrum  the 
dispersion  steadily  increases  as  the  shorter  wave- 
lengths are  approached,  it  is  advisable  in  the 
interpolation  to  choose  two  standard  lines  of 
known  wave-length  which  are  near  together, 
and,  of  course,  one  on  each  side  of  the  line,  the 
wave-length  of  which  is  to  be  measured. 

A  simple  method  of  approximately  deter- 
mining the  wave-lengths  of  lines  from  photo- 
graphs of  prismatic  spectra  has  been  devised 
by  Edaer  and  Butler.  This  method  consists  in 
photographing  a  series  of  interference  fringes 
adjacent  to  the  spectrum  to  be  measured  ;  these 
interference  fringes  are  produced  by  Fabry  and 
Perot's  method,  which  consists  in  causing  a 
beam  of  white  light  to  pass  through  a  fUm  of 
air  bounded  by  two  parallel  sides  of  half -silvered 
glass.  When  this  light  is  examined  in  a  spectro- 
scope, a  continuous  spectrum  is  seen,  crossed  by 
a  series  of  interference  fringes.  A  sufficiently 
accurate  interference  apparatus  can  be  made 
by  taking  two  pieces  of  good  plate-glass  about 
3  ins.  square,  which  are  each  half  silvered  on 
one  face  ;  the  plates  are  then  carefully  dried  and 
mounted  together,  the  two  silvered  faces  turned 
towards  one  another.  The  plates  are  fastened 
together  by  a  little  wax  placed  all  round  the 
edges,  when  perfect  adjustment  can  be  obtained 
by  simply  pressing  the  plates  together  with  the 
fingers.  A  preliminary  adjustment  for  parallel- 
ism is  made  as  follows :  a  spot  of  light  or  an 
incandescent  electric  lamp  is  viewed  through 
the  silvered  surfaces ;  a  long  train  of  images 
due  to  multiple  reflections  is  generally  visible. 
These  images  are  brought  into  poincidence,  and 
then,  on  examining  a  sodium  flame  through  the 
apparatus,  interference  bands  will  generally  be 
visible.  The  final  adjustment  lor  parallelism 
is  made  with  the  help  of  these  bands,  which 
should  be  made  as  broad  as  possible.  In  carry- 
ing out  this  adjustment  the  film  is  held  as  close 
as  possible  to  the  eye,  because  for  a  parallel  air 
film  viewed  normally  the  interference  bands  are 
formed  at  an  infinite  distance.  The  perfection 
of  the  results  finally  obtained  will  depend  greatly 
on  the  accuracy  of  this  adjustment. 

The  slit  of  the  spectroscope  is  illuminated  by 
a  slightly  convergent  beam  of  light  from  an  arc 
lamp,  and  the  plates  are  placed  in  front  of  the 
slit,  and  as  near  to  it  as  possible ;   under  these 


circumstances  the  spectrum  will  be  found  to 
consist  of  a  series  of  bright  lines  separated  by 
black  intervals.  The  best  results  will  be 
obtained  when  the  plates  are  in  such  a  position 
that  the  slit  is  parallel  to  the  direction  of  the 
interference  bands  seen  with  sodium  light.  The 
closeness  of  the  bands  depends  upon  the  thickness 
of  the  film  between  the  silvered  surfaces.  By 
means  of  draw  slides,  or  screens  upon  the  slit,, 
these  interference  bands  are  photographed  adja- 
cent to  the  spectrum  which  is  to  be  measured. 

If  the  interference  fringes  on  a  photograph 
be  numbered  consecutively,  starting  from  either 
end,  the  oscillation  frequencies  of  all  the  fringes 
will  be  in  linear  proportion  to  their  order  number. 

The  oscillation  frequencies  of  one  or  two 
lines  at  each  end  of  the  photograph  are  plotted 
against  their  readings  on  the  interference  fringe 
scale,  and  a  straight  line  is  drawn  through  the 
points  thus  obtained.  From  this  straight  line 
the  oscillation  frequency  of  any  spectral  line 
can  be  found  at  once  from  its  scale  reading. 

V.  Methods  of  illumination.  Except  in  the 
case  of  phosphorescent  spectra  all  substances 
are  caused  to  luminesce  when  in  the  state  of 
gas.  The  following  methods  of  illumination 
are  most  usually  employed  :  Flame,  electric  arc, 
electric  spark,  and  mgh  potential  discharge 
through  gases  under  reduced  pressure. 

(a)  Flame  spectra.  Usually  in  the  case  of 
flame  spectra  the  most  convenient  flame  is  that 
given  by  the  Meeker  burner.  If  it 
be  possible  to  use  an  aqueous  solu- 
tion of  the  salt  to  be  examined,  a 
lasting  effect  is  obtained  by  the 
use  of  the  apparatus  first  designed 
by  Mitscherlich,  and  which  is  shown 
in  Fig.  6.  The  wick  at  the  bottom 
is  composed  of  fine  platinum  wires 
or  quartz  fibres.  A  Uttle  am- 
monium acetate  added  to  the 
solution  of  the  salt  is  useful  in 
order  to  make  it  run  well  along 
the  wick.  In  the  case  of  solid  sub- 
stances Hartley  recommends  as  sup- 
port for  the  substance  thin'  strips  of 
oyanite  or  a  mixture  of  carborundum 
and  porcelain  clay,  which  has  been 
fired  at  a  high  temperature.  It  is  also  convenient 
in  some  cases  to  use  a  small  spoon  made  of  fused 
silica.  Hartley  also  recommends  feeding  the 
burner  with  gas  containing  a  little  chloroform 
vapour  in  order  to  obtain  a  lasting  chloride 
spectrum. 

Again,  a  very  convenient  method  of  obtaining 
flame  spectra  is  to  introduce  into  the  flame  very 
flnely-dlvided  particles  of  the  element  itself  or  of 
the  solution  of  a  salt.  In  the  case  of  the  former, 
as  has  been  shown  by  Hemsalech  and  de  Watte- 
vUle,  the  air  supplied  to  the  burner  is  passed 
through  a  small  bulb  in  which  is  maintained 
either  a  series  of  electric  sparks,  or  the  electric  are 
between  poles  of  the  element  to  be  investigated. 
In  the  latter  case,  the  coal-gas  supplied  to  the 
burner  is  passed  through  a  flask  containing  a 
solution  of  the  salt.  This  solution  is  mado 
strongly  acid  with  hydrochloric  acid,  and  a  few 
fragments  of  zinc  arc  added.  The  bubbles  of 
hydrogen  thereby  evolved  carry  with  them  into 
the  burner  a  very  flue  spray  of  the  solution.  An 
alternative  method]  is  to  use  some  form  of 
'.  vaporiser  '   or  '  atomiser'   by  means  of  which 
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the  solution  is  broken  up  into  very  fine  spray 
which  is  caused  to  mix  with  the  Uluminating 
gas  before  it  enters  the  burner. 

(t)  Arc  spectra.  Id  the  case  of  the  electric 
arc,  when  the  spectra  are  required  of  metala 
which  are  not  easily  fusible,  the  arc  may  be  made 
between  poles  of  the  metal  itself  or  the  positive 
pole  (which  is  the  hotter)  may  be  made  of 
carbon.  An  alternative  method  is  to  use  a 
carbon  arc  and  put  the  substance  to  be  examined 
in  smaE  portions  into  the  crater  formed  in  the 
positive  pole.  This,  however,  has  the  incon- 
venience of  causing  the  arc  to  jump  rather 
badly.  A  much  steadier  efieot  is  obtained  by 
■  using  as  the  positive  pole  a  cored  carbon  rod  in 
the  central  hole  of  which  has  been  packed  the 
substance,  the  spectrum  of  which  is  to  be 
examined.  When  carbon  poles  are  used  for  the 
production  of  the  arc  spectra  of  substances  it 
will,  of  course,  be  found  that  the  spectrum 
shows  the  lines  and  bands  due  to  carbon.  These 
may  be  eliminated  by  comparing  the  photographs 
with  one  taken  of  the  arc  between  two  pure 
carbon  poles. 

(c)  Sparh  spectra.  The  third  method  of 
illumination  is  to  pass  electric  sparks  from  an 
induction  coil  or  transformer  either  between 
electrodes  of  a  metal  or  between  beads  of 
metaUio  salts  which  have  been  melted  on  to 
the  ends  of  platinum  wires  or  between  an 
electrode  of  gold,  platinum,  or  graphite,  and 
the  solution  of  a  salt. 

In  the  first  case,  it  is  advisable  to  use  a 
condensed  discharge,  which  may  be  produced  by 
the  introduction  of  a  Leyden  Jar  or  plate  con- 
denser connected  in  parallel  with  the  sparking 
apparatus.  It  may  be  pointed  out  that  the 
most  suitable  capacity  of  condenser  depends 
very  largely  on  the  size  of  the  induction  coil  or 
transformer,  and  no  very  definite  directions  can 
be  given.  The  condenser  should  be  so  chosen 
that  the  size  of  the  spark  obtained  between  iron 
electrodes  in  air  is  of  the  order  of  2-3  mm. 
For  the  study  of  the  spark  spectra  of  melted 
salts  de  Gramont  uses  two  platinum  wires,  one 
of  which  is  mounted  in  a  horizontal  position, 
and  the  other  is  set  above  the  first,  malcing  a 
somewhat  narrow  angle  with  it,  so  that  the  two 
extremities  are  close  together.  The  two  ends 
of  the  wires  are  heated  in  the  Bunsen  burner, 
and  a  small  fragment  of  the  required  salt  is 
melted  on  to  the  end  of  the  upper  wife.  The 
sparks  are  then  passed  between  the  lower  wire 
and  the  melted  bead. 

For  the  study  of  spectra  of  solutions  a  con- 
venient form  of  apparatus  is  shown  in  Kg.  7. 
In  this  apparatus  the  lower  platinum  wire  is 
surrounded  by  a  narrow,  thin  glass  tube  up 
which  the  solution  ascends  by  capillary  attrac- 
tion. Another  form  of  sparMng  apparatus  due 
to  Hartley  is  shown  in  Fig.  8.  In  this  the 
electrodes  are  made  of  graphite,  which  is  out 
into  the  shape  of  wedges  about  J  in.  long  and 
Jth  in.  wide.  The  wedges  are  set  with  their 
edges  parallel  to  one  another,  and  to  the  colK- 
mating  tube  of  the  spectroscope.  The  wedges 
are  attached  to  platinum  wires  and  are  fixed  in 
glass  tubes.  The  lower  wedge  (lips  into  the 
solution,  which  ascends  by  capillary  attraction 
up  the  deep  grooves  or  scratches. 

A  third  apparatus,  especially  designed  for  the 
investigation  of  quantitative  spectra,  wits  uspd 
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by  Hartley  and  by  Pollock,  and  may  be  thus 
described.  A  piece  of  glass  tube  about  6  ins. 
long  and  with  a  caiiillary  bore  is  bent  into 
the  form  of  a  U-tube  with  the  limbs  of  unequal 
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length,  and  a  small  cup,  like  a  thistle  funnel,  of 

about  2  0.0.  capacity  is  blown  at  each  end  as 

shown  in  Fig.  9.    A  gold  wire  is  then  passed 

through  the  capillary  of  the  tube  so  as  to  project 

a  little  above  the  rim  of  the  lower  cup,  and  a 

small  piece  of  thin-walled  capillary  tubing  is 

slipped  over  the  end  of  the  gold  wire,  and  is 

just  so  long  as  to  reach  the  top  of  the  wire  and 

thus  draw  up  the  solution  and  keep  the  top  of 

the    wire   well  wetted  when  sparking.     It  is 

necessary  to  employ  fairly 

thick  gold   wire,   and   it 

may  be  found  economical 

only  to  use  a  short  piece 

of  gold  attached  to  a  thin 

platinum  wire  sufficiently 

long  to  pass  through  the 

capillary.     The  electrode 

in  the  solution   must   be 

made  the   negative,  and 

the    upper     or     positive 

electrode  may  be  held  in 

any    convenient   manner, 

and  the  spark  should  not  Fio.  9. 

be  too  long. 

Two  very  convenient  pieces  of  apparatus  for 
obtaining  the  spark  spectra  of  solutions  without 
the  use  of  metalUo  electrodes  are  described  by 
Krulla,  the  principle  being  that  the  spark  is 
made  to  pass  between  two  jets  of  the  solution. 
This  method  eliminates  the  spectrum  lines  of 
the  metallic  electrodes  from  the  spectrum  of 
the  salt. 

The  phenomena  which  may  be  seen  in  a 
spark  discharge  are  somewhat  complex,  for  the 
condensed  spark  consists  of  different  zctaes, 
there  being  a  central  part  which  is  very  brilliant 
and  is  surrounded  by  an  aureole.  A  spectro- 
scopic examination  of  the  spark  shows  the  rays 
erajtted  by  the  whole  spark,  wreol^,  mi  central 
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portion,  and  also  the  rays  which  are  emitted 
only  by  the  central  portion.  These  two  different 
sets  of  rays  can  be  recognised  as  long  and  short 
Unes  in  the  photograph  of  the  spectrum. 

Generally  when  dealing  with  spark  spectra 
it  is  advisable  to  use  a  condenser,  but  in  some 
oases,  as  will  be  referred  to  below,  advantageous 
results  are  obtained  by  using  the  imcondensed 
spark. discharge.  It  must  not  be  forgotten  that 
in  any  spark  spectra  will  be  found  many  of  the 
spectrum  lines  of  air.  These  latter  are  more 
pronounced,  the  less  volatile  is  the  substance 
under  examination;  for  example,  the  air  lines 
will  be  found  to  be  very  strong  in  the  spectrum 
of  the  spark  between  platinum  electrodes. 
These  air  lines  may  readily  be  eliminated  from 
a  spectrum  by  comparing  it  with  the  spectrum 
of  the  spark,  say  between  platinum  electrodes, 
when,  of  course,  the  lines  common  to  the  two 
spectra  will  be  those  d.ue  to  air.  It  was  shown 
by  Hemsalech  that  the  air  lines  may  be  entirely 
eliminated  from  any  spectrum  by  introducing 
self-induction  into  the  seoondaiy  circuit.  A 
self-induction  coil  may  be  made  quite  readily 
by  winding  wire  round  a  bobbin,  the  coil  so 
prepared  being  put  in  series  with  the  sparldug 
apparatus.  The  amount  of  self-inductiQp  to  be 
introduced  of  course  varies  with  the  size  of  the 
induction  coil  used.  Such  a  self-induction  coil 
for  use  with  a  large  Ruhmkorff  induction  coil 
is  50  c.c.  long,  S  cm.  internal  diameter,  and 
contains  8  layers  of  wire  each  consisting  of 
150  turns. 

{d)  Spedra  of  gases.  The  most  convenient 
method  for  the  illumination  of  gases  is  to  pass 
the  discharge  from  the  induction  coil  through 
them  under  a  pressure  of  from  1  to  3  mm.  The 
gas  is  enclosed  in  a  vacuum  '  tube,'  which  has 
two  electrodes  and  a  capillary  portion,  as  first 
designed  by  Pliioker.  It  wiU  be  found  that  the 
discharge  through  the  capillary  portion  of  the 
tube  is  exceedingly  brilliant.  If  the  ultra- 
violet region  of  the  spectrum  is  required,  either 
the  whole  vacuum  tube  may  be  made  of  quartz 
with  no  electrodes,  or  the  discharge  through  the 
capillary  may  b«  viewed  end-on  through  a 
quartz  window. 

For  the  methods  employed  for  making  and 
filling  these  tubes  reference  must  be  made  to 
books  on  gas  manipulation. 

(c)  Phosphorescent  spectra.  An  important 
method  of  illumination,  especially  in  the  study 
of  the  rare  earths,  is  that  of  the  cathode  streams 
producing  phosphorescence  in  the  substance 
under  examination.  It  has  been  found  as  a 
result  of  researches  by  Crookes,  Lecoq  de 
Boisbaudran,  Urbain,  and  others,  that  very 
many  minerals  and  artificially-prepared  sub- 
stances give  characteristic  phosphorescent 
spectra,  but  this  method  of  examination  finds 
its  chief  practical  use  in  connection  with  the 
separation  of  the  rare  earths  from  one  another. 

The  rare  earth  under  investigation  in  the 
form  of  oxide  or  sulphate  is  placed  in  a  bulb  tube 
provided  with  two  electrodes  consisting  of  flat 
plates  of  aluminium,  the  normals  to  which  lie 
in  the  direction  of  the  centre  of  the  heap  of 
material  to  be  examined.  Since  the  cathode 
rays  leave  the  electrode  normal  to  its  surface,  it 
is  evident  that  this  construction  will  give  the 
maximum  brilliancy.  The  exhaustion  of  the 
tube  is  carried  to  a  very  high  point,  the  exact 


degree  of  exhaustion  being  judged  by  the 
maximum  of  phosphorescence  obtained.  Fob 
the  examination  of  the  spectrum  the  tnbe  is 
set  at  a  slight  angle,  so  that  the  phosphorescent 
rays  can  be  directed  into  the  spectrograph. 
When  the  ultra-violet  region  is  to  be  examined 
the  phosphorescence  tube  ia  provided  with  a 
quartz  window  cemented  on  and  through  which 
the  phosphorescent  spectrum  may  be  photo- 
graphed. 

VI.  Absorption  spectra.  By  an  absorption 
spectrum  is  meant  a  continuous  spectrum  from 
which  certain  definite  rays,  or  groups  of  rays, 
have  been  absorbed  during  the  passage  of  the 
light  through  the  substance  to  be  examined. 
It  would  appear  from  this  that  the  best  source 
to  use  for  absorption  spectrum  observations 
would  be  one  giving  a  perfectly  continuous 
spectrum.  It  must  be  remembered,  however, 
that  it  is  necessary  in  all  quantitative  observa- 
tions of  absorption  to  make  accurate  measure- 
ments of  the  position  of  the  absorption  lines  or  of 
the  limits  of  the  absorption  bands.  If,  therefore, 
a  continuous  spectrum  be  used  it  will  bo  necessary 
that  some  convenient  method  of  wave-length 
determination  be  at  hand.  Several  series  of 
investigations  have  been  carried  out  in  which  a 
source  giving  a  continuous  spectrum  is  used,  but 
it  will  generally  be  found  that  the  determination 
of  wave-lengths  of  the  absorption  maxima  is 
unsatisfactory  and  troublesome.  By  far  the 
best  method  is  to  use  a.  source  which  gives  a 
spectrum  consisting  of  a  very  great  number  of 
lines  closely  situated  together,  and  not  differing 
very  much  in  their  relative  intensities.  Such 
a  source  is  a  spark  between  carbon  electrodes, 
which  are  thoroughly  impregnated  with  the 
oxides  of  molybdenum  and  uranium,  as  described 
by  Jones,  The. two  carbon  rods,  about  1  cm. 
in  diameter,  are  filed  to  wedge-shaped  edges, 
care  being  taken  that  the  edge  of  the  wedge  is 
at  right  angles  to  the  axis  of  the  rod.  These 
carbon  wedges  are  boiled  in  a  solution  of  uranium 
nitrate  and  then  dried  and  heated  to  dull  red- 
ness. This  process  is  repeated  three  times. 
They  are  then  boiled  in  a  strong  solution  of 
ammonium  molybdate  and  again  heated  to 
dull  redness,  this  process  also  being  repeated 
three  times.  In  mounting  these  electrodes, 
just  as  in  the  case  of  the  spark  spectrum  described 
above,  the  wedges  are  set  parallel  to  one  another, 
and  to  the  axis  of  the  collimator  tube. 

The  electric  spark  between  cadmium  elec- 
trodes has  been  used  by  Hartley  and  by  Purvis 
as  a  source  for  absorption  spectra  observations. 
Although  the  cadmium  spectrum  consists  of 
only  a  few  very  bright  lines,  yet  the  region 
between  these  lines  is  filled  with  a  continuous 
background  which  serves  extremely  well  for 
the  observation  of  fine-line  absorption.  It 
must  not  be  forgotten,  however,  that  errors  may 
be  introduced  it  it  happens  that  an  absorption 
band  lies  very  close  to  the  position  of  one  of  the 
bright  cadmium  lines.  For  this  reason,  in  dealing 
with  fine-line  absorption,  it  is  advisable  to  use 
alternately  two  sources,  the  cadmium  spark  and 
one  other,  the  second  one  being  used  merely  for 
the  purpose  of  finding  whether  any  absorption 
lines  are  present  at  or  close  to  the  position 
occupied  by  the  cadmium  lines.  Hartley  has 
also  used  the  spark  between  electrodes  made  of 
an  alloy  of  cadmium,  tin,  load,  and  bismutit. 
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the  metals  being  melted  together  in  atomic 
proportions.  This,  however,  does  not  seem  to  be 
so  satisfactory  as  the  spark  between  pure 
cadmium  electrodes. 

The  use  of  one  of  these  sources  which  gives 
a  spectrum  ofr  bright  linos  is  manifestly  superior 
to  a  source  giving  only  a  continuous  spectrum, 
because  the  bright  lines,  being  of  known  wave- 
length, serve  as  land-marks  from  which  the  wave- 
lengths of  the  absorption  lines  or  bands  may  be 
measured. 

"Owing  to  the  enormous  multiplicity  of  the 
lines  in  the  uranium  and  molybdenum  coated 
carbon  electrodes  mentioned  above,  some 
difficulty  may  be  found  in  recognising  these 
lines  and  finding  their  wave-lengths.  This 
spectrum  may,  however,  easUy  be  calibrated  by 
photographing  in  juxtaposition  to  it  a  spectrum 
containing  a  few  lines  of  known  wave-length,  as, 
for  example,  the  cadmium  spectrum.  If  the 
photograph  then  be  measured  with  a  travelling 
micrometer  the  whole  of  the  molybdenum  and 
uranium  spectrum  can  be  calibrated  with  the 
help  of  Hartmann's  formula  already  described. 
By  matching  this  calibrated  spectrum  with  the 
photograph  of  the  same  spectrum  taken  when 
the  absorbing  substance  has  been  interposed,  the 
limits  of  the  absorption  may  at  once  be  read  off. 
Very  frequently  absorption  spectrum  measure-, 
ments  are  expressed  in  oscillation  frequencies 
and  not  in  wave-lengths. 

If  it  be  desired  to  observe  absorption  bands 
or  lines  in  the  red  and  yellow  regions  of  the 
spectrum,  it  will  generally  be  found  that  emission 
spectra  do  not  contain  sufficient  lines  in  these 
regions  to  justify  their  use  for  this  purpose. 
Some  other  source  must  be  sought  for,  and  it 
has  been  found  that  very  satisfactory  results 
are  obtained  with  interference  fringes.  These 
interference  fringes  are  obtained  simply  enough 
by  the  use  of  the  Edser  and  Butler  interference 
apparatus  described  above.  A  source  of  light 
giving  a  continuous  spectrum  in  the  red  and 
yellow  is  used,  and  by  means  of  a  condensing 
lens  a  slightly  converging  beam  of  light  is  thrown 
on  to  the  interference  plates,  which  are  placed 
immediately  in  front  of  the  slit  of  the  spectro- 
scope. Since  the  oscillation  frequency  of  the 
fringes  is  very  easily  obtained  they  may  readily 
be  used  for  the  observation  of  absorption  bands. 
Although  for  simple  qualitative  measure- 
ments of  absorption  in  the  visible  region  it  may 
be  sufficient  to  make  visual  measurements  by 
means  of  a  spectrometer,  yet  in  any  accurate 
work  upon  absorption  it  is  necessary  to  determine 
the  position  of  the  maximum  of  absorption  in 
the  case  of  every  absorption  band,  which  is  not 
necessarily  its  centre  ;  furthermore,  it  is  necessary 
when  possible  to  determine  the  limits  of  con- 
centration over  which  the  absorption  band 
persists.  In  such  accurate  work  it  is  obvious 
that  visual  work  must  give  place  to  photographic 
methods.  In  order  to  obtain  the  position  of 
maximum  absorption  corresponding  to  any 
absorption  band  the  concentration  of  the  absorb- 
ing substance  is  steadily  decreased.  It  will  be 
found  that  the  absorption  band  or  bands  become 
narrower  and  narrower  until  they  finally  vanish. 
Jn  this  way  the  head  of  the  absorption  may  be 
obtained,  and  this  corresponds  to  the  position 
of  maximum  absorption  in  the  case  of  each  band. 
Jt  wiU  be  found  most  ponv^nier^t  to  p?amine  the 
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absorption  of  a  coniponnd  by  dissolving  it  in 
some  suitable  solvent,  when  the  molecular  con- 
centration may  be  decreased  simply  by  lessening 
the  thickness  of  the  solution  examined.  For 
this  purpose  may  be  used  an  adjustable  absorp- 
tion cell  as  shown  in  Kg.  10,  which  consists  of 
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two  glass  tubes  which  fit  loosely  one  inside  the 
other.  Both  of  these  tubes  are  ground  flat  at 
one  end  and  square  to  the  axis,  and  have  a 
quartz  plate  cemented  in  each  case  as  shown' at 
A  and  B.  c  is  a  bulb  tube  sealed  to  the  side  of 
the  outer  tube,  and  serves  to  take  up  the  solution 
when  the  thickness  of  the  layer  is  decreased  by 
pushing  in  the  inner  tube.  At  D  a  broad  india- 
rubber  band  is  slipped  over  the  junction  in  order 
to  keep  it  water-tight,  and  this  may  be  about 
1  in.  broad.  The  outer  tube  is  about  1  in.  wide 
and  6  ins.  long,  and  it  has  a  millimetre  scale  etched 
upon  it,  this  scale  being  so  ruled  that  its  zero 
division  coincides  with  the  inner  side  of  the 
quartz  plate  A,  and  thus  the  reading  of  the 
inner  side  of  the  plate  b  upon  the  scale  gives 
the  thickness  of  the  solution.  The  inner  tuba 
is  preferably  lined  with  black  paper,  so  as  to 
stop  as  far  as  possible  the  reflection  of  light  from 
the  glass  walls.  In  actual  practice  a  solution  of 
known  strength  of  the  substance  in  a  suitable 
solvent  is  made  of  some  standard  strength,  say 
^jth  normal.  This  is  then  put  into  the  cell 
which  is  adjusted  so  that  the  thickness  of  the 
layer  is  30  mm.,  and  a  photograph  is  then 
taken  of  the  source  after  passing  through  this 
thickness  ;  the  layer  is  then  reduced  to  25  mm., 
and  a  photoeraph  again  taken,  this  being  re- 
peated for  the  lengths  20,  16,  12,  10,  8,  6,  5, 
and  4  mm.  If,  as  is  most  probable,  the  4  mm. 
layer  of  the  solution  is  not  entirely  diactinic,  the 
solution  is  diluted  ten  times  and  the  spectrum 
photographed  through  the  same  thicknesses  as 
before.  If  necessary  this  may  also  be  repeated 
for  solutions  of  N/1000  and  N/10000.  Except 
in  certain  peculiar  cases  it  will  be  fciund  that 
there  is  no  need  to  dilute  beyond  N/10000.  The 
photographs  thus  obtained  wiU  give  a  complete 
record  of  the  change  of  absorption  to  be  observed 
in  passing  from  30  mm.  of  N/10  to  4  mm. 
of  N/10000.  If  it  be  desired,  of  course,  a  normal 
solution  of  the  substance  may  also  be  examined, 
though  this  in  the  case  of  organic  compounds 
is  very  rarely  necessary.  The  wave-lengths  or 
oscillation  frequencies  of  the  absorption  lines,  or 
of  the  limits  of  the  absorption  bands,  may  be 
read  in  the  case  of  these  photographs  either  by 
comparison  with  a  calibrated  photograph  of  the 
spectrum  of  the  source  or  by  interpolation 
between  any  standard  lines  in  the  spectrum. 
These  wave-lengths  or  oscillation  frequencies  are 
pldtted  against  the  equivalent  concentrations  of 
the  substance  under  examination.  Hartley,  to 
whom  we  are  indebted  for  most  valuable  work 
on  the  absorption  of  organic  compounds,  in 
hia  earlier  papers  \jsed  the  cjuivaleijl-  volume  of 
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solution  of  a  fixed  quantity  of  the  substance, 
and  later  an  equivalent  thickness  of  solution  of 
fixed  concentration.  In  the  first  case  the  efiect 
of  a  given  relative  change  in  the  amount  of  the 
substance  was  more  marked  at  smaller  than  at 
greater  concentrations,  and  in.  the  second  case 
exactly  the  opposite  is  true.  If,  however,  the 
logarithms  of  the  relative  thicknesses  be  used,  it 
will  be  seen  that  a  given  relative  change  in 
dilution  or  thickness  will  be  represented  by  the 
same  distance  on  the  diagram,  whatever  be  the 
actual  strength  of  solution.  In  actual  practice 
the  logarithms  of  the  relative  thicknesses  of  the 
weakest  solution  used  (in  the  above  case 
N/10000)  are  put  on  the  ordinates,  and  the 
measurements  of  the  absorption  limits  on  the 
abscissae,  and  the  line  drawn  through  the 
points  so  obtained  gives  the  absorption  curve  of 
the  substance  under  examination.  Such  an 
absorption  curve  is  shown  in  Tig.  11,  which 

Oscillation  Frequencies. 

t;      31)00      3Z        M       3S        38       4000      42        M 
.^ ■ 

-^  "I — W\ — I — hd — I — I — i — 1"°  I 
^  nrt^    \    I    \    I    \    I    I  *ii 

V 


"b 


\ 

22 

\ 

\ 

20 

\ 

r\ 

16 

1 

\ 

/ 

1-4 

/ 

/ 

12 

/ 

L- 

I'D 

y 

on 

Fig.  11. 

represents  the  absorption  of  acetyl  acetone  in 
alcoholic  solution. 

As  will  be  shown  later,  the  influence  of  a 
solvent  upon  the  absorption  exerted  by  a  sub- 
stance is  often  very  marksd,  and  it  may  prove  of 
importance  to  observe  the  absorption  of  the 
substance  in  the  absence  of  any  solvent.  This 
may  either  be  done  with  the  substance  in  the 
state  of  vapour  or  in  the  liquid  state.  Hartley 
and  Purvis  have  both  examined  the  absorption 
of  the  vapours  of  a  number  of  organic  substances, 
and  the  method  adopted  was  as  follows :  A 
glass  tube  about  2  cm.  wide  and  20  cm.  long, 
with  quartz  plates  fastened  at  each  end,  is  filled 
with  the  vapour  of  the  substance  by  aspirating 
»  current  of  air  previously  saturated  with  the 
vapour  by  bubbling  it  tliough  the  substance 
contained  in  a  small  wash  bottle. 

Since  this  method  does  not  easily  allow  the 
concentration  of  the  substance  to  be  changed, 
which  is  necessary  in  order  to  obtain  the  com- 
plete absorption  curve,  a  similar  tube  made  of 
quartz  with  the  ends  sealed  on  may  be  substi- 
tuted. To  this  quartz  tube  ia  attached  a  side 
tube  coimeoted  with  a  small  flask  containing 
the  substance,  and  the  whole  apparatus  is 
exhausted  to  the  highest  possible  point.  The 
bulb  containing  the  substance  is  now  heated  to 
certain  known  temperatures  at  each  of  which  a 
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photograph  is  taken,  this  being  continued  until 
sufficient  concentration  is  reached.  It  must  Da 
remembered  that  in  order  to  guard  against  any 
condensation  of  the  substance  in  the  quartz 
absorption  tube  this  must  be  kept  at  a  constant 
temperature,  which  is  at  least  30"  higher  than 
the  highest  temperature  to  which  the  sub- 
stance is  to  be  heated.  The  concentration  of  the 
substance  in  the  quartz  absorption  tube  may 
readily  be  calculated  from  the  vapour  pressure 
curve  of  the  substance  under  investigation. 
These  observations  will  give  a  complete  record 
of  the  absorption  of  the  substance  similar  to 
that  obtained  for  solutions,  and  from  which  the 
absorption  curve  may  be  drawn.     _  ^ 

For  the  absorption  of  pure  organic  compounds 
it  is  evident  that  very  thin  layers  must  be  used, 
and  Purvis  has  devised  an  apparatus  for  this 
purpose,  in  which  a  small  quantity  of  the  liquid 
in  question  is  placed  between  two  perfectly 
paraEel  quartz  plates,  and  by  means  of  a  micro- 
meter screw  these  plates  may  be  brought  closer 
and  closer  together,  and  the  thickness  of  the 
layer  read  off  at  any  time.  With  this.apparatus 
the  thickness  of  the  layer  may  be  reduced  to 
0  003  mm. 

VII.  Application  of  spectroscopic  methods  to 
analysis.  Spectroscopic  methods  have  found 
I  considerable  application  in  many  directions. 
Although  in  most  cases  the  use  of  the  spectro- 
scope is  restricted  to  the  qualitative  analysis  of 
substances,  yet  it  has  been  found  possible  to 
develope  certain  systems  of  quantitative  analysis 
by  its  means.  These  applications  may  con- 
veniently be  treated  under  the  three  headings  of 
emission  spectra  (flame,  arc,  and  spark),  phos- 
phorescence, and  absorption. 

(a)  Emission  spectra.  Qvalitative  anaJ/gsis. 
Although  in  the  qualitative  spectrum  analysis 
of  a  substance  some  knowledge  may  be  gained  if 
the  substance  give  a  flame  spectrum,  yet  for 
complete  analysis  by  the  spectroscope  recourse 
must  be  had  to  the  arc  or  the  spark  as  a  means 
of  illumination,  preferably  the  latter. 

In  general,  owing  to  its  wider  application, 
the  spark  spectrum  is  most  suited  to  a  qualita- 
tive analysis  of  substances,  because  they  are 
more  often  sufiiciently  good  conductors  for  the 
high  potential  current  of  a  spark  discharge. 
Then,  again,  are  spectra  are  not  possible  in  the 
case  of  solutions.  In  dealing  with  solid  sub- 
stances such  as,  for  example,  native  minerals,  it 
will  be  found  perfectly  possible  to  obtain  the 
spark  discharge  between  fragments  of  such 
minerals.  These  small  fricgments  may  be 
attached  by  means  of  fine'  platinum  wire  to  iron 
or  steel  wires,  or  may  be  held  in  small  clips 
which  are  mounted  in  any  convenient  form  of 
sparking  apparatus  by  means  of  which  the 
spark  length  can  be  varied. 

In  dealing  with  the  spark  spectra  of  solutions 
it  is  important  that  the  solution  be  made  the 
negative  pole,  and  it  is  most  convenient  to  use  an 
induction  coil  giving  a  2  or  3  in.  spark  in  air. 
A  considerable  advantage  is  often  gained  by 
comparing  the  spectra  given  by  the  spark  with 
or  without  a  condenser.  When  no  condenser  is 
used  it  will  be  found  that  the  spectrum  shows 
the  bands  of  nitrogen.  The  solutions  of  the 
chlorides  of  the  alkaline  earths,  metals,  and  of 
certain  rare  earths  show  with  the  non-condensed 
spark,  spectra  of  bands  aud  lines,    This  is  also 
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true  for  chromium,  iron,  lead,  bismuth,  mercury, 
copper,  silver,  and  gold.  The  chlorides  of  the 
alkalis,  tin,  antimony,  zinc,  cadmium,  thallium, 
iridium,  gallium,  nickel,  cobalt,  and  the  platinum 
family  give  line  spectra.  The  condensed  spark 
■gives  almost  entirely  line  spectra,  but  superposed 
on  these  will  be  the  line  spectra  of  air,  platinum, 
and  sometimes  of  chlorine.  Considerable  differ- 
ences are  often  obtained  between  the  spectra 
given  by  the  spark  with  or  without  a  condenser, 
and  the  unequal  sensitiveness  of  the  spectra 
often  affords  decided  advantages.  It  is  possible 
for  this  reason  to  detect  the  presence  or  the 
absence  of  various  substances  in  very  complex 
mixtures,  which  with  the  condensed  spark  give 
such  complicated  spectra  as  to  make  the  indi- 
vidual lines  very  difficult  to  pick  out. 

On  this  account  it  is  sometimes  very  useful 
to  use  a  condenser,  the  capacity  of  which  can 
be  varied  at  will.  Such  a  condenser  can  easily 
be  made  put  of  two  glass  tubes,  one  of  which  is 
suiliciently  smaller  than  the  other,  so  as  to  slide 
easily  in  and  out.  The  larger  tube  may  be 
about  2  ins.  in  diameter,  and  both  the  tubes  are 
coated  on  the  outside  ^^'ith  tin-foil.  It  is  advis- 
able to  have  a  wooden  handle  iitted  to  the  inner 
tube,  so  that  it  can  be  moved  without  danger  of 
touching  the  coatings  with  the  fingers,  and  also 
to  have  the  ends  of  the  wider  tube  expanded  a 
little,  so  as  to  guard  against  any  damage  to  the 
inner  coating  when  it  is  moved  in  or  out. 

It  has  been  shown  by  de  Gramont  that  if 
the  condensed  spark  discharge  be  passed  between 
fragments  of  minerals  the  spectrum  shows 
bright  emission  lines,  not  only  of  their  metallic 
components,  but  also  of  the  non-metallic  com- 
ponents in  a  number  of  cases,  as,  for  example, 
chlorine,  iodine,  sulphur,  phosphorus,  arsenic, 
and  antimony  in  the  case  of  antimonatcs  and 
thio-antimonates.  In  the  spark  spectrum  of  no 
mineral  up  to  the  present  time  have  the  lines  of 
oxygen  and  fluorine  been  noted.  We  are 
indebted  to  de  Gramont  for  an  exhaustive 
study  of  this  method  of  qualitative  analysis  of 
many  minerals. 

Among  the  conclusions  drawn  by  de  Gramont 
from  his  work  may  be  mentioned  the  following  : 
Those  elements  which  are  present  only  in  very 
small  quantities  are  easily  detected.  If  the  con- 
denser is  not  used  the  spectra  of  the  non-metals 
disappear  and  the  metals  themselves  only  show 
the  brightest  of  the  lines.  Those  minerals 
which  are  not  good  conductors  but  which  are 
volatile  in  the  spark  give  equally  good  results. 
Fused  salts  also  show  the  spark  spectra  both  of 
their  metalUc  and  non-metallic  elements. 

It  has  been  shown  by  Urbain  that  minerals 
such  as  blende  can  be  analysed  spectrographi- 
cally,  using  the  electric  arc.  In  one  case  he 
analysed  64  different  samples  of  blende,  and 
was  able  to  detect  quite  easily  the  presence  of 
germanium,  gallium,  and  indium. 

It  is  well  known  that  the  arc  and  spark 
spectra  of  the  same  element  frequently  differ  very 
considerably.  There  have  been  found  lines  in 
the  latter  which  are  not  present  in  the  former. 
To  these  Lockyor  has  given  the  name  of  enhanced 
lines,  and  has,  indeed,  suggested  that  they  are 
due  to  simpler  forms  of  matter  produced  under 
the  conditions  of  great  stress  existing  in  the 
spark.  On  the  other  hand,  the  flame  spectrum, 
as  a  general  rule,  is  much  simpler  than  that  of 


the  arc  spectrum,  this  being  attributed  to  the 
fact  that  the  temperature  of,  the  flame  is  lower 
than  that  of  the  arc.  Again,  each  particular 
type  of  spectrum,  whether  flame,  arc,  or  spark, 
is  very  sensitive  to  change  in  the  exciting  cause, 
especially  is  this  true  in  the  case  of  spark  spectra, 
where  the  relative  intensity  of  the  lines  is  found 
to  change  very  markedly  when  the  capacity  of 
the  condenser  or  the  amount  of  self-induction  in 
the  circuit  is  varied.  It  will  be  evident,  there- 
fore, that  in  such  work  as  quantitative  spootro- 
graphib  analysis  great  care  must  be  taken  to 
keep  the  conditions  constant  throughout  the 
whole  series  of  experiments. 

Detection  of  mercury  in  explosives.  The 
basis  of  this  method  is  the  electrolysis  of  a 
properly  prepared  solution  of  the  explosive, 
using  a  platinum  wire  as  cathode.  The  platinum 
wire  is  then  put  into  a  vacuum  tube  and  gently 
heated,  when  the  mercury  may  at  once  be 
detected  by  its  characteristic  spectrum.  If  the 
explosive  is  completely  soluble  in  the  ordinary 
solvents,  ether,  alcohol,  or  acetone,  2  grms. 
of  an  average  sample  are  dissolved  in  a  suitable 
solvent  and  a  sufficient  quantity  of  sulphuric  or 
hydrochloric  acid  is  added  to  give  a  faintly  acid 
reaction,  and  the  solution  is  then  electrolysed. 
If  the  explosive  is  only  partially  soluble  2  grms. 
are  first  extracted  by  decantation,  the  residue 
is  then  dried  at  a  low  temperature  and 
evaporated  with  strong  nitric  acid  to  destroy 
all  organic  matter.  It  is  then  taken  up  with 
very  dilute  hydrochloric  acid  and  electrolysed. 
The  solution  in  the  organic  solvent  is  also 
electrolysed.  Since  the  test  for  mercury  is 
exceedingly  delicate  great  care  must  be  taken 
to  avoid  any  contamination  during  the  process 
of  extraction  and  solution.  It  is  best  to  use 
the  same  dish  for  solution  and  for  electrolysis. 

The  electrodes  arc  made  of  platinum  wira 
0  015-0  02  in.  in  diameter  and  1  in.  long. 
The  dish  is  nearly  filled  and  is  carefully  covered 
with  glass  or  cardboard,  the  electrodes  being 
passed  through  this  cover.  A  current  of 
2  amperes  at  10  volts  is  used,  and  may  be  con- 
tinued all  night.  The  cathode  is  then  taken 
and  carefully  dried  and  dropped  into  the  vacuum 
tube.  This  tube  is  about  2J  ins.  long  by  Jth 
in.  in  bore.  A  platinum  wire  J  in.  long  is 
sealed  in  at  one  end,  and  the  other  end  is  drawn 
out  ready  for  sealing,  but  leaving  sufiicient  room 
to  allow  the  entrance  of  the  cathode.  The 
second  electrode  also  is  a  platinum  wire  J  in. 
long,  and  sealed  in  a  small  side  tube.  After 
exhaustion  the  tube  is  sealed  off  and  the  current 
from  an  induction  coil  passed  through  it.  It  is 
then  gently  heated,  and  the  presence  of  mercury 
is  at  once  recognised  by  the  green  line  at  6461 

Angstrom,  and  also  by  the  two  yellow  lines  at 

5790  and  5678  Angstrom. 

By  this  method  the  presence  of  as  little  as 
0-00000 1-0 -0000001  grm.  of  mercury  may  be 
detected. 

The  same  piece  of  platinum  wire  must  never 
bo  used  twice,  for  it  has  been  found  impossible 
to  remove  the  mercury  by  the  action  of  heat 
so  that  it  will  not  still  continue  to  give  the 
mercury  spectrum  in  a  vacuum  tube.  The 
amount  of  mercury  present  may  be  estimated 
quantitatively  by  placing  the  cathode  in  a  test 
tube  with  a  small  quantity  of  iodine  and  gently 
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heating  it.  The  mercury  is  converted  into 
mercury  iodide;  which  then  may  be  treated  in 
any  convenient  maimer. 

Quantitative  arudyeis.  Hartley  has  shoim,  in 
the  first  place,  that  the  spark  spectra  of  solutions 
of  metallic  salts  show  the  lines  of  the  metallic 
radicle,  and  further  that  the  effect  of  diluting 
these  solutions  is  first  to  weaken  these  lines  and 
then  to  shorten  them  until  they  finally  disappear. 
It  has  been  found  on  further  investigation  that 
all  the  lines  of  a  metal  do  not  disappear  at  the 
same  dilution,  and  further  that,  given  the 
same  conditions,  the  same  lines  always  disappear 
at  the  same  dilution.  These  investigations  have 
been  continued  by  PoUok  and  Leonard  and  by 
de  Gramont,  and  the  name  of  residual  or  ulti- 
mate lines  has  been  given  to  those  lines  which 
persist  the  longest  when  the  substance  is  diluted. 
The  method  adopted  by  Pollok,  which  is  based 
on  Hartley's  investigations,  is  to  use  gold  elec- 
trodes and  to  compare  the  photographs  of  the 
spectra  given  with  a  10  p.c,  1  p.c,  O-l  p.c, 
O'Ol  p.c,  and  O-OOI  p.c.  solution  of  a  metallic 
salt.  In  taking  any  photograph  the  spectrum 
of  the  spark  between  the  gold  electrodes  alone 
is  photographed,  using  a  long  slit ;  then  the  length 
of  the  slit  is  shortened  and  the  spark  spectrum 
of  the  particular  solution  required  is  photographed 
without  moving  the  photographic  plate.  In 
this  way  the  gold  lines  may  at  once  be  recognised. 
By  comparing  the  photographs  taken  at  various 
dilutions  of  the  salt  the  relative  persistence  of 
the  various  rays  is  obtained.  The  most  per- 
sistent, that  is  to  say,  the  residual  lines,  have 
not  necessarily  any  connection  with  their 
intensity.  It  is  evident  that  in  the  spectroscopic 
examination  for  the  presence  of  traces  of  any 
element  it  is  by  these  residual  rays  that  an 
element  may  be  recognised  when  present  in 
very  small  quantities.  Inasmuch  as  it  is  quite 
possible,  and  has  indeed  been  done  in  very  many 
cases,  to  determine  the  dilutions  at  wluch  the 
various  lines  disappear,  it  may  be  seen  that  we 
have  herein  a  quantitative  method  of  spectrum 
analysis. 

When  photographs  of  the  various  dilutions 
of  the  solution  of  a  particular  metal  have  been 
taken,  the  next  step  is  to  observe  the  lines  of 
that  metal,  which  appear  at  each  particular 
dilution.  For  the  sake  of  convenience.  Hartley 
indicates  the  persistence  of  the  various  lines  by 
means  of  the  letters  of  the  Greek  alphabet  in 
the  following  way.  By  »  lines  only  seen  in  a 
0-001  p.c.  solution,  by  i(/  those  seen  in  a  0-01  p.c. 
solution  and  not  in  a  O-OOI  p.c.  solution,  by  x 
those  lines  seen  in  a  0-1  p.c.  solution  but  not 
in  a  0-01  p.c.  solution,  and  by  ^  those  seen  in  a 
1  p.c.  solution  but  not  in  a  0-1  p.c.  solution, 
then  by  a  those  seen  in  a  strong  solution  and 
not  in  a  1  p.c.  solution,  whilst  by  t  he  denotes 
those  lines  which  are  seen  in  the  metallic  spark, 
but  not  in  any  solution. 

In  actual  analysis,  therefore,  it  is  only  neces- 
sary to  compare  the  spectrum  photographs 
taken  of  the  unlmown  solution  with  the  photo- 
graphs of  the  particular  metals  in  the  various 
dilutions,  whence  the  percentage  of  each  par- 
ticular metal/ in  the  substance  under  examina- 
tion may  be  arrived  at. 

It  is  hardly  necessary  to  point  out  that  in 
every  photograph  the  conditions  of  exposure 
roust  bs  tiie  same,  a«d  also  in  examining  the 


solutions  that  exactly  similar  apparatus  and 
electrodes  be  employed. 

The  apparatus  recommended  by  Pollok  for 
this  particular  purpose  has  already  been  de- 
scribed in  the  section  dealing  with  spark  spectra. 
A  condenser  should  be  used,  and  if  it  be  desired 
to  remove  the  air-hnes  a  self-induction  coil  may 
also  be  inserted. 

As  a  result  of  the  method  described  above 
the  gold  lines  may  be  easily  recognised,  and  the 
wave-length  of  the  other  metallic  lines  may  be 
obtained  by  interpolation  between  the  gold 
lines,  using  either  an  interpolation  formula  or 
an  interpolation  curve. 

A  very  large  number  of  these  quantitative 
observations  have  been  made  by  Pollok  and  by 
Leonard  on  the  spectral  estimation  of  the' ele- 
ments, but  as  yet  the  investigations  are  not 
sufficiently  complete  to  warrant  their  detailed 
description  as  a  basis  of  quantitative  spectre- 
graphic  analysis. 

This  method  can  be  applied  to  the  quanti- 
tative analysis  of  minerals  and  alloys ;  for 
example,  de  Gramont  has  shown  that  it  is 
possible  to  estimate  by  this  method  the  silver 
in  specimens  of  galena. 

Hartley  describes  the  _  application  of  this 
method  to  the  quantitative  analysis  of  alloys ; 
for  example,  eld  and  rare  coins,  which,  as  he 
points  out,  saves  the  cutting  and  destruction 
of  the  coin.  He  checked  his  results  by  maldng 
an  alloy  of  the  same  composition  as  the  coin  as 
found  by  the  speotrographic  method,  and  proved 
that  the  spectra  of  the  two  were  in  every  way 
identical.  In  one  case  he  found  13-96  p.c.  of 
lead,  72-35  p.c.  of  copper,  12-70  p.c.  of  zinc, 
and  0-85  p.c.  of  iron.  He  afterwards  found 
that  these  figures  were  correct  by  the  ordinary 
methods  of  chemical  analysis. 

Methods  have  been  devised  for  the  quanti- 
tative estimation  of  lithium,  sodium,  and  potas- 
sium depending  on  the  persistence  of  the  cha- 
racteristic lines  in  the  flame  spectrum  of  these 
elements.  For  example,  Ballman  foimd  that 
if  a  solution  of  lithium  chloride  be  diluted  until 
the  lithium  line  {X=6708  %)  disappears,  then 
there  is  contained  in  every  3345  c.c.  of  the 
solution  0-001  gr.  of  the  lithium  salt. 

Mottram  has  de-vised  a  method  of  quanti- 
tative estimation  of  potassium  and  sodium, 
which  he  applies  to  the  analysis  of  animal 
tissues  and  blood.  He  uses  a  direct  vision 
spectroscope,  with  a  fixed  slit  in  front  of  which 
a  piece  of  cobalt  glass  is  fixed.  A  Bunsen  burner 
is  used,  guarded  with  a  blackened  metal  cylinder 
having  a  hole  in  one  side  through  which  the 
flame  is  viewed  and  a  slit  through  which  a 
platinum  spoon  can  be  introduced.  This  Bunsen 
burner  is  provided  with  a  platinum  gauze  nozzle, 
and  in  order  to  keep  the  gas  pressure  constant  a 
toluol  manometer  is  used  for  measuring  the 
pressure  and  a  gas  tap  with  a  long  arm  attached 
for  delicate  adjustments.  The  following  pre- 
cautions were  found  necessary.  The  distance 
at  which  the  spectroscope  and  cobalt  glass  is 
fixed  in  front  of  the  metal  cylinder  surrounding 
the  flame  must  always  be  the  same.  The 
position  of  the  spoon  in  the  flame  must  be 
constant,  and  in  Mottram's  experiments  it  was 
so  placed  that  the  bottom  of  the  spoon  was  just 
above  the  ape^  of  the  bjye  inner  zone  pf  the 
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flatne.  The  tfAs  ptfessUfe  was  kept  very  constant 
as  measured  by  the  difference  in  heights  of  the 
toluol  columns  in  the  manometer  (0'3  cm.). 
The  amount  of  diffused  light  in  the  room  must 
be  small  and  constant.  It  is  best  to  carry  out 
the  experiments  in  a  dark  room  lighted  by  an 
8  candle-power  electric  lamp.  The  spectro- 
scope must  always  be  directed  to  the  same  part 
of  the  flame ;  it  was  directed  above  the  spoon 
so  that  the  continuous  spectrum  produced  by 
the  incandescent  spoon  was  just  invisible. 
The  first  definite  observations  should  be  post- 
poned until  the  eyes  become  accustomed  to  the 
dull  light  of  the  room  (about  half  an  hour). 
The  method  for  the  estimation  of  sodium 
depends  on  the  fact  that  different  quantities  of 
sodium  sulphate  when  placed  on  the  spoon 
and  introduced  into  the  flame  take  different 
lengths  of  time  to  bum  off,  the  time  being  pro- 
portional to  the  amount.  Mottram  recommends 
the  use  in  this  case  of  a  second  cobalt  glass. 
When  the  platinum  spoon  has  been  cleaned 
with  strong  hydrochloric  acid  and  the  blow- 
pipe until  the  D  line  can  no  longer  be  seen 
through  the  two  cobalt  glasses,  0-02  c.c.  of  the 
solution  under  examination  containing  a  known 
weight  of  the  substance  in  which  it  is  required 
to  estimate  the  sodium  is  placed  in  the  spoon. 
The  D  line,  which  at  first  is  clearly  seen.gradually 
fades  until  it  disappears.  The  time  is  then 
noted,  and  this  time  is  compared  with  a  table 
which  has  been  previously  prepared  when  known 
weights  of  sodium  sulphate  were  placed  on  the 
spoon  under  identical  conditions.^  From  this 
the  percentage  of  sodium  can  be  estimated. 

Mottram  gives  a  table  showing  the  times 
taken  by  known  quantities  pf  sodium,  which 
vary  from  6i  minutes  with  O-OOQOOl  gr.  of  sodium 
to  13  minutes  at  0-000003  gr. 

The  estimation  of  potassium  depends  upon 
the  least  amount  of  potassium  sulphate  that  will 
give  the  red  (potassium  line  A=7699-3  A). 
In  Mottram's  apparatus  this  amount  was 
0-0000002  gr.  Only  one  cobalt  glass  was  used 
in  this  case,  and  just  as  before  0-02  c.c.  of  the 
solution  is  placed  in  the  spoon.  If  the  potas- 
sium line  is  then  seen,  the  solution  is  diluted 
and  again  examined,  this  being  continued  until 
the  line  just  becomes  invisible.  This  dilution 
corresponds,  therefore,  to  0-0000002  gr.  of 
potassium  in  0-02  c.c.  of  solution. 

In  the  application  of  this  method  to  the 
estimation  of  sodium  and  potassium  in  animal 
tissues  and  in  blood,  owing  to  the  fact  that 
carbon  and  acid  radicles  other  than  sulphate 
materially  alter  the  constancy  of  the  results, 
great  care  must  be  taken  in  these  cases  to  destroy 
all  carbonaceous  matter  and  to  ensure  that  the 
sodium  or  potassium  is  only  present  as  sulphate. 

Phosphorescent  spectra.  Amongst  the  many 
substances  which  show  phosphorescence  under 
the  influence  of  cathode  streams  perhaps  the 
most  interesting  are  the  rare  earths.  This 
phenomenon  has  been  frequently  used  as 
a  means  of  testing  the  progress  of  the  frac- 
tional separation  of  the  rare  earths  from  one 
another.  Every  such  method  is  based  on  the 
assumption  that  the  phosphorescent  spectrum 
is  a  chAraoteristio  property  of  each  rare  earth. 
This,  however,  is  not  the  case,  because  it  has 
been  proved  by  Leonard  and  Klatt  and  by 
Urbain  and  his  pupils  that  phosphorescence  is 


a  phenomenon  characteristic  of  mixtures  of 
two  or  more  substances.  No  rare  earth  gives 
any  phosphorescence  when  it  is  pure,  and  indeed 
it  would  seem  that  no  pure  substance  what- 
soever can  phosphoresce.  Urbain  has  shown 
that  phosphorescence  is  a  property  of  diluted 
matter,  and  that  in  order  to  obtain  the  phos- 
phorescence of  a  substance  it  is  necessary  that 
it  be  mixed  with  a  large  quantity  of  some 
diluent.  To  the  active  principle  of  such  mixtures 
has  been  given  the  name  of  phosphorogene, 
and  for  every  pair  of  substances,  phosphorogene 
and  diluent,  there  is  one  definite  mixture  which 
gives  an  optimum  of  phosphorescence.  On 
either  side  of  this  optimum,  that  is  if  the  phos- 
phorogene be  either  increased  or  decreased,  the 
phosphorescence  is  weakened.  Moreover,  a 
phosphorescent  spectrum  as  a  rule  contains 
several  bands,  and  there  is  an  optimum  con- 
dition for  each  of  these  bands  ;  also  these  con- 
ditions are  not  the  same  for  all  the  bands  in 
any  one  spectrum.  It  may  happen  that  as  the 
quantity  of  phosphorogene  is  increased  in  a 
given  mixture  the  conditions  are  successively 
arrived  at  for  giving  the  optimum  for  each  of 
the  bands  in  turn,  with  the  result  that  the  colour 
of  the  phosphorescence  appears  to  the  eye 
materially  to  alter.  Generally  speaking,  the 
optimum  condition  corresponds  to  the  presence 
of  a  very  small  quantity  of  the  phosphorogene. 
It  will  be  understood  from  this  that  the  varia- 
tions in  the  phosphorescence  observed  during 
the  fractional  separation  of  the  rare^  earths,  will 
be  very  varied  as  the  optimum  condition  for 
each  of  the  phosphorogenes  present  is  passed. 
The  extraordinary  variations  which  can  be 
obtained  in  the  relative  intensity  of  the  various 
bands  in  any  one  phosphorescent  spectrum 
explain  why  it  has  been  thought  by  some 
people  that  each  separate  band  is  the  cha- 
racteristic spectrum  of  a  single  element. 

Urbain's  investigations  have  proved  con- 
clusively that  this  theory  is  completely  un- 
tenable, and  they  also  show  the  great  care  that 
must  be  exercised  in  the  interpretation  of  any 
phosphorescent  spectrum  that  is  observed.  At 
the  same  time,  in  the  fractional  separation  of 
the  rare  earths,  owing  to  the  very  small  differ- 
ences in  their  atomic  weights,  it  is  necessary  to 
use  some  physico-chemical  observations  (such  as 
spectroscopic)  to  characterise  the  elements. 

In  this  connection  may  be  used  emission, 
absorption,  and  phosphorescent  spectra,  all  three 
of  which  are  given  by  the  rare  earths. 

In  carrying  out  any  fractional  separation  on 
the  rare  earths,  if  the  order  number  of  the 
fraction  is  made  the  abscissa  and  the  atomic 
weight  the  ordinate,  the  curve  drawn  through 
these  points  at  the  beginning  of  the  fractionation 
will  of  course  appear  continuous  and  regular. 
As  the  fractionation  advances  the  curves  will 
begin  to  give  indications  of  horizontal  steps, 
which  become  more  marked  as  the  process  is 
continued.  These  steps,  as  a  rule,  correspond 
to  the  existence  of  pure  substances.  They  may, 
however,  be  mixtures  similar  to  constant  boil- 
ing mixtures  in  a  distillation.  It  is  evident  from 
what  has  been  said  above,  if  these  horizontal 
steps  give  any  evidence  of  phosphorescence 
that  they  must  correspond  to  a  mixture,  and 
that  if  they  correspond  to  single  pure  substances 
they  will  not  phosphoresce. 
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It  will  be  seen,  therefore,  that  although 
phosphorescence  cannot  be  utilised  as  a.  test 
for  the  purity  of  a  substance,  yet  it  may  within 
certam  limits  be  of  great  value  for  the  charac- 
terisation of  an  element.  But  for  the  complete 
identification  of  such  an  element  it  is  necessary 
also  to  make  use  of  its  emission  and  absorption 
spectra.  > 

Aisorption  spectra.  Perhaps  it  may  not  be 
out  of  place  before  dealuig  with  specific  absorp- 
tion spectra  observations  to  define  the  limits  of 
transmission  of  the  various  materials  which  are 
used  m  different  branches  of  spectroscopy. 


Substance 
Heavy  flint  glass 
Flint  glass 
Crown  glass 
Light  crown  glass 
Quartz     .         • 
Calcite      •         • 
Fluorite   .         . 
Rook  salt  . 


Transmits  all  rays  between 

.  2ij.    and  0-3500/i 

.  2/i    and  0-3300/* 

.  2fi     and  O-3200/i 

.  2)1-  and  0-3000/* 

.  4/1     and  O-2000/i 

.  2-2/*  and  O-2150/i 

.  7-6/1  and  0-1230/* 

.  18/*     and  0-2000/* 


!EVequently  in  constructing  spectroscopes  It 
is  necessary  to  make  use  of  a  reflecting  mirror 
of  some  kind.  It  may  be  pointed  put  that  a 
silvered  surface  has  very  poor  reflecting  power 
in  the  ultra-violet  region.  The  maximum  of 
transmission  by  a  silver  layer  lies  between 
3360  and  3100  Angstroms,  and  such  a  layer 
consequently  cannot  reflect  light  of  this  wave- 
length. A  speculum  metal  surface,  however, 
seems  to  have  the  power  of  reflecting  ultra- 
violet light  down  to  the  shortest  wave-length 
yet  observed.  Similarly  a  nickelled  surface  has 
excellent  reflecting  power  iu  ,the  ultra-violet 
region.  Nickelled  mirrors  may  easily  be  ob- 
tained by  exposing  the  surface  to  be  coated  to 
the  cathode  streams  from  a  nickel  cathode  in  a 
high  vacuum. 

Absorptiom  spectra  of  inorganic  salts  and 
their  lakes  with  alkannin.  Many  metallic  salts 
which  give  coloured  solutions  may  be  recognised 
by  their  absorption  spectra.  Those,  however, 
which  give  colourless  or  only  weakly-coloured 
solutions,  with  the  exception  of  praseodymium, 
neodymium,  erbium,  samarium,  holmium,  thu- 
lium, europium,  gadolinium,  and  dysprosium  do 
not  give  sufficiently  characteristic  absorption 
for  their  recognition.  It  is  possible,  however, 
in  many  cases  to  convert  these  substances 
into  compounds  which  give  a  characteristic 
absorption  spectra,  for  example,  manganese 
salts,  which  although  rose  coloured,  give  no 
characteristic  absorption,  but  if  they  are  con- 
verted into  permanganaipes  by  oxidation  with, 
nitric  acid  and  lead  peroxide  the  absorption 
spectrum  becomes  highly  characteristic.  Siini- 
larly  aqueous  solutions  of  cobalt  salts  though 
red  possess  no  characteristic  absorption,  but 
their  solutions  in  the  presence  of  concentrated 
hydrochloric  acid  give  again  a  highly  character- 
istic absorption, 

Forminek  has  made  a  careful  investigation 
into  the  absorption  spectra  of  the  lakes  formed 
by  metallic  salts  with  the  dye-stuff  alkannin, 
which  may  be  used  in  the  qualitative  testing  for 
the  presence  of  the  metals.  It  is  necessary  to 
use  a  rather  dilute  solution  of  the  alkannin  in 
alcohol.  The  powdered  alkanna  root  is  extracted 
in  the  cold  with  95  p.c.  alcohol  until  a  layer  of 


the  solution  10-12  mm.  thick  shows  all  the 
absorption  bands  sharply  separated.  About 
5  CO.  of  this  solution  are  then  put  into  a  cell 
about  10-12  mm.  thick  and  two  or  three  drops  of 
the  neutral  aqueous  solution  of  the  metallic 
salt  are  added.  If  after  a  short  time  no  change 
in  the  spectrr^  is  noticed  a  small  drop  of 
dilute  ammonia  is  carefully  added  and  the 
absorption  spectrum  observed.  The  salt  solu- 
tion must  be  perfectly  neutral,  and  in  case  of 
the  heavy  metals  great  care  must  be  taken  in 
adding  the  ammonia  to  guard  against  any 
insoluble  precipitate  being  formed.  The  solu- 
tion of  the  alkannin  in  alcohol  shows  four 
absorption  bands  at  the  following  wave-lengths 
5637,  5443,  6227,  and  4872  Angstroms.  The 
addition  of  dilute  ammonia  to  this  solution 
changes  it  from  red  to  blue,  and  it  then  shows 
only  two  bands  at  AA=6428  and  5948.  If  the 
chloride  of  the  metal  is  added  to  the  neutral 
alcoholic  solution  of  the  dye-stuff  the  absorption 
changes  in  the  case  of  the  following  metals, 
iron,  aluminium,  glucinum,  yttrium,  erbium, 
zirconium,  thorium,  vanadium,  indium,  molyb- 
denum, nickel,  copper,  palladium,  rhodium, 
and  uranium.  In  the  remaining  metals  no 
change  is  observed  until  after  the  addition  of 
ammonia.  In  the  table  on  p.  127  are  given  the 
maxima  of  the  absorption  bauds  obtained  with 
the  various  metals. 

Absorption,  of  the  oxides  of  nitrogen  and  ozone 
in  the  infra-red  and  their  quantitative  estimation. 
Warburg  and  Leithauser  hav«  measured  the 
absorption  of  N2O5,  NOj,  NaO,,  NO,  NjO,  and 
O3  in  the  infra-red,  and  find  that  all  these  gases 
exhibit  very  weH  marked  and  characteristio 
absorption  -bands  between  the  limits  2-7  and  7/*. 
The  apparatus  used  was  a  fixed  arm 
spectrometer  with  a  single  fluorite  prism. 
The  source  of  illumination  was  a  Nernst  lamp, 
and  the  absorption  bands  were  detected  by 
means  of  a  vacuum  bolometer,  whilst  the  wave- 
lengths of  the  absorption  bands  were  calculated 
from  the  known  dispersion  curve  of  fluorite. 

In  the  following  table  are  given  the  wave- 
lengths of  the  absorption  bands,  in  each  case  the 
most  important  band  being  marked  in  heavy 
figures  : — • 

Substance  Absorption  maxima  in  fj. 

N2O5    .  2-73     2-83   3-33   3-86  4-27  4-81   5-81 
N.fti    .  5-695 
NOa      .  3-38     6-11 
NO       .  5-24     5-40 

N2O      .  2-79     3-54  3-86  4:02   (4.-29)  4-45 
O3         .  4-74 

The  absorption  of  these  gases  can  be  utilised 
for  the  quantitative  analysis  of  the  gas  mixtures 
which  contain  one  or  more  of  these  gases,  pro- 
vided that  their  quantities  are  not  too  great. 
A  30-cm.  long  absorption  tube  is  used,  and  it  is 
necessary  to  determine  the  intensity  of  the 
absorption  band  in  each  case  corresponding  to 
definite  percentages  of  the  gas  in  question. 
These  percentages  should  be  so  small  that  the 
partial  pressure  of  the  gas  lies  between  6-3  and 
1  mm.  When  these  relations  between  intensity, 
and  absorption  and  partial  pressure  of  the  ■ 
absorbing  substance  have  been  determined  for 
all  the  above  gases  the  estimation  of  the  amounts 
present  in  any  given  gas  mixtures  may  readily 
be  found. 
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Nitrate  gives  tlie 


12? 

Remarks 
Without  NH3 
Ferric  chloride  with  NH3 
Ferrous  chloride  with  NH. 
Without  NH, 
With  NH, 
With  NH, 
With  NH3 
With  NH3, 

same  jpectrum 
Chloride  with  NHj 
Nitrate  with  NH3 
With  NHj.     Nitrate  gives  the 

same  spectrum 
With  NH3 
With  NH3 
With  NH, 
•With  NH, 
With  NH, 
Without  NH, 
With  NH, 
With  NH3 
With  NH3 
With  NH3.    Nitrate  gives  the 

same  spectrum 
Chloride  with  NH3 
Nitrate  with  NH3 
Without  NH3 
Chloride  with  NH, 
Nitrate  with  NH3 
With  NH3.     Nitrate  gives  the 

same  spectrum 
With  NH3 
Nitrate  with  NH, 
Chloride  without  NH3 
Nitrate  without  NH3 
Without  NH3 
Nitrate  without  NH, 
Without  NH3 
With  NH3.    Nitrate  gives  the 

same  spectrum 
With  NH3 
Without  NH3 
Without  NH3 
Chloride  without  NH3 
Nitrate  without  NH3 
Without  NH3.    Nitrate  gives 

the  same  spectrum 
Without  NH3 
Without  NH3 

In  making  use  of  this  method  of  investigation  it  is  not  advisable  to  use  the  metallic  salts  in 
too  dilute  a  solution. 


Element 
Uranium    . 

principal  band 
6870 

Secondary  Bands 
6315                  ^ 

Iron 

6545 

6030 



>• 

5895 

5475 

Palladium 

C418 

6875 

5447 

Caesium     . 

6084 
6410 

5629 
6922 

6234 

Rubidium 

6397 

5914 

^ 

Potassium 

6387 

5910 

— 

Cobalt 

6370 

6845 

5405 

» 

6354 

5832 

5395 

Sodium 

6337 

6857 

Thallium    . 

6288 

6770 

Barium 

6281 

5805 

6395 

Titanium 

6271 

5782 

5350 

Strontium 

6223 

5757 

6348 

Lithium     . 

6210 

6745 

5340 

Nickel 

6192 

5725 

5320 

»» 

6198 

5732 

6325 

Manganese 

6171 

5707 

5303 

Calcium      . 

6147 

5682 

6276 

Lanthanum 

6120 

6662 

5262 

Cerium 

6115 

6658 

6258 

» 

6123 

6665 

5265 

Vanadium 

6099     ' 

5643 

5250 

Praseodymium 

6090 

6636 

6240 

>»                • 

6117 

5660 

5260 

Magnesium 

6064 

6614 

5213 

Neodymium 

6058 

6803 

5222 

f>                   • 

6055 

6601 

5220 

Thorium    . 

6081-6055 

5614-5599 

5213-5195 

» 

6084-6066 

5625-5614 

5222-5213 

Zirconium 

6030-6016 

5581-5570 

5195-5186 

„ 

6058-6030 

6603-5581 

5213-6195 

yttrium     . 

6021 

5581 

5195 

i»          •         • 

6016 

6570 

5177 

Zino           . 

6016 

5581 

6195 

Erbium      . 

6010 

6659 

5177 

Indium 

5961 

5537 

5168 

Copper 

6953 

6515 

6128 

»»            *         . 

5945 

5509 

5123 

Aluminium 

5857 

6425 

5048 

Molybdenum 

5845 

6415 

5040 

Glucinum 

6820 

5385 

5008 

Absorption  spectra  of  nitrogen  peroxide  in  the 
visible  region  and  its  estimation  thereby.  Nitrogen 
peroxide,  as  is  well  known,  e.xhibits  a  very 
characteristic  absorption  spectrum,  which  con- 
sists of  a  large  number  of  fine  lines  in  the  visible 
region  and  a  general  absorption  in  the  violet. 
Robertson  and  Napper  have  utilised  this 
absorption  for  the  quantitative  estimation  of 
small  quantities  of  nitrogen  peroxide  in  air  or 
carbon  dioxide.  The  absorption  spectrum  was 
photographed  in  each  case  with  a  spectrograph 
having  a  single  dense  flint  glass  prism.  A 
Welsbaoh  incandescent  mantle  was  used  as  a 
source  of  light,  and  the  absorption  vessel  was  a 
glass  tube  40  cm.  long  with  the  ends  closed  by 
glass  discs  which  were  attached  by  cement. 
The  estimation  of  the  nitrogen  peroxide  in  any 
gas  is  done  by  comparison  of  the  photographs 
taken  of  the  absorption  ^xerted  by  the  gas, 


with  a,  series  of  photographs  of  the  absorption 
spectra  of  carbon,  dioxide  or  air  containing 
Imown  definite  amounts  of  nitrogen  peroxide. 
It  ^vas  foimd  possible  to  estimate  quantitatively 
an  amount  of  nitrogen  peroxide  as  low  as 
0-05  p.c.  -within  0-02  p.c.  In  the  case  of  greater 
concentrations  of  nitrogen  peroxide  the  accuracy 
is  about  0-05  p.c. 

Quantitative  estimation  of  the  nitrogen  evolved- 
in  the  decomposition  of  gun-cotton  and  nitro- 
glycerin. The  above  described  method  for  the 
estimation  of  nitrogen  peroxide  has  been  applied 
to  the  Will  test  of  decomposing  gun-cotton  and 
nitroglycerin. 

The  most  satisfactory  results  in  the  case  of 
gun-cotton,  and  silso  of  nitroglycerin,  were  ob- 
tained by  heating  the  substance  in  a  measured 
current  of  pure  carbon  dioxide,  and  passing 
the    gases    through    an    absorption    spectrum 
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vessel  as  described  above,  and  afterwards 
through  a  tube  coutaining  coppev  heated 
to  remiess.  The  gases  from  this  decomposition 
tube  were  passed  into  potassium  hydroxide  solu- 
tion and  the  total  nitrogen  measured.  In  the 
case  of  gun-cotton  2J  grms.  are  heated  in 
an  oil-bath  to  135°,  and  a  stream  of  specially 
pure  carbon  dioxide  is  passed  at  the  rate  of 
1  litre  per  hour  (controlled  b^  observing  the 
number  of  bubbles  per  minute  in  a  small  glass 
washing  bottle  containing  sulphuric  acid) 
through  the  vessel  containing  the  nitrocellulose. 
The  current  of  carbon  dioxide  containing  the 
gases  resulting  from  the  decomposition  of  the 
nitro-oellulose  is  passed  through  the  absorption 
spectrum  tube  and  the  spectrum  photographed 
at  interval  of  a  quarter  of  an  hour.  The  gases 
are  then  passed  through  a  combustion  tube  con- 
taining two  spirals  of  reduced  copper  gauze  and 
layers  of  Kreusler's  copper  oxide  asbestos  and 
reduced  copper  asbestos.  The  oxides  of  nitrogen 
are  thereby  reduced  to  nitrogen  and  the  organic 
gases  oxidised  to  carbon  dioxide.  The  gas  is 
then  passed  through  a  measuring  burette  con- 
taining strong  caustic  potash,  and  the  volume  of 
nitrogen  is  read  at  intervals.  A  curve  is  con- 
structed showing  the  amoimt  of  nitrogen  per- 
oxide and  of  nitrogen  evolved  each  quarter  of 
an  hour,  and  the  character  and  slope  of  the 
curve  is  a  measure  of  the  stability  of  the 
sample. 

Since  certain  preliminary  experiments  proved 
that  water  vapour  has  no  influence  upon  the 
absorption  spectrum  of  nitrogen  peroxide, 
whilst  the  presence  of  liquid  water  causes  a 
rapid  absorption  of  this  gas,  great  care  must  be 
taken  not  to  allow  any  water  to  condense  in 
the  apparatus.  It  was  found  that  about  40  p.c. 
of  the  nitrogen  evolved  by  the  gun-cotton  is  in 
the  form  of  nitrogen  peroxide. 

In  the  case  of  nitroglycerin,  Jena  glass  wool 
soaked  in  0-3-0-5  grm.  of  nitroglycerin  is  placed 
in  a  horse-shoe  shaped  tube ;  this  is  closed  by  a 
stopper,  which  is  greased  and  mercury-sealed. 
To  each  end  of  the  horse-shoe  is  connected  a 
spiral  tube  s,  and  Sj  in  Fig.  12.  The  current 
of  carbon  dioxide  may  be  passed  down  the 
right-hand  spiral  through  the  glass  .wool  and 
up  the  other  spiral  or  vice  versa,  according  to  the 
way  the  three-way  cocks  are  turned.  The  whole 
apparatus  can  be  rotated  round  the  axis,  and, 
when  starting,  the  spiral  s^  is  immersed  in  an 
oil-bath  of  known  temperature,  and  so  the 
carbon  dioxide  receives  a  previous  heating 
before  it  reaches  the  nitroglycerin.  Spiral  s, 
is  protected  by  an  asbestos  sheet  from  the  heat 
of  the  oil-bath,  and  is  cooled  by  an  air  blast. 
Any  volatilised  nitroglycerin  is  condensed  in'this 
spiral.  After  a  reasonable  time  has  elapsed  the 
apparatus  is  rotated  through  180°.  The  two 
spirals  now  exchange  their  functions,  and  any 
nitroglycerin  in  s,  is  restored  to  the  system. 
The  gases  are  then  passed,  as  described  above, 
first  through  the  absorption  spectrum  tube  and 
then  through  the  heated  tube  of  copper  and 
copper  oxide.  In  order  to  guard  against  any 
presence  of  nitroglycerin  in  the  gases  they  are 
made  to  pass  through  a  worm  cooled  with  ice 
immediately  on  leaving  the  decomposition 
apparatus.  As  in  the  case  of  gun-CQtton, 
described  above,  the  current  of  carbon  dioxide 
at  a  measured  rate  and  the  nitrogen 


peroxide  is  spectroscopically  estimated  by  thS 
method  described  for  that  substance. 

The  decomposition  of  nitroglycerin^  was 
studied  between  the  temperatures  of  90°  and 
135°,  and  it  was  found  that  this  decomposition 
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proceeds  in  as  uniform  a  manner  as  that  of  a 
stable  gun-cotton.  Further,  the  whole  of  the 
nitrogen  is  evolved  as  nitrogen  peroxide. 
Between  95°  and  125°  the  rate  of  decomposition 
is  a  function  of  the  temperature,  and  is  doubled 
for  every  increase  of  6°. 

VIII.  Spectrophotometry.  In  dealing  with 
the  quantitative  analysis  of  substances  which 
exhibit  absorption  two  general  methods  may  be 
employed.  Firstly,  the  amount  of  an  absorbing 
substance  present  in  any  given  mixture  may  be 
determined  by  taking  a  photograph  of  the 
absorption  exerted  by  the  mixture,  and  com- 
paring this  with  a  series  of  standard  photo- 
graphs  which  have  been  "taken  of  the  absorption 
of  the  same  substance  at  certain  definite  and 
known  concentrations.  That  standard  which ' 
exactly  matches  the  absorption  given  by  the 
unknown  mixture  will,  of  course,  give  the  con- 
centration of  the  absorbing  substonoe  in  that 
mixture. 

An  example  of  this  method  has  already  been 
given  above  in  connection  with  the  estimation 
of  nitrogen  peroxide  in  the  gases  evolved  on 
heating  giln-cotton  and  nitroglycerin.  It  ia 
manifest  that  exactly  the  same  principle  may  be 
applied  to  substances  in  solution,  provided  that 
standard  absorption  records  can  be  obtained  of 
known  concentrations  of  the  same  substance  in 
the  same  solvent. 

In  the  second  method  the  amount  of  absorp- 
tion exerted  by  the  substance  in  a  given  mixture 
is  determined  quantitatively  by  means  of  a 
spectrophotometer,  these  observations  being 
made  at  that  region  of  the  spectrum  where  the 
characteristic  absorption  by  the  substance  ocourst 
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Before  giving  an  account  of  the  instruments 
and  methoda  employed,  ajew  words  may  be  said 
about  the  laws  of  absorption  and  their  applica- 
'  tion  to  quantitative  analysis. 

If  light  of  intensity  I  enters  an  absorbent 
medium  having  a  thickness  equal  to  1,  the  light 
which  emerges  will  be  reduced  to  l/»,  and  after 
passing  througji  a  second  layer  of  equal  thickness 
the  intensity  will  be  reduced  to  1/n'.  If  the 
thickness  of  the  layer  be  denoted  by  d,  the 
intensity  of  the  light  will  be  reduced  to  1/n''. 
IVom  this  it  may  be  seen  that  as  the  thickness 
of  the  layer  increases  in  arithmetical  progression, 
the  transmitted  light  will  decrease  in  geometrical 
progression. 

If,  therefore,  the  intensity  of  the  incident 
light  be  put  equal  to  I  and  dl  be  the  amount 
lost  during  its  passage  through  a  layer  of  thick- 
ness .(2x,  we  have  dX^—IcXdx. 

If  we  integrate  between  the  limits  a:=0, 
when  the  intensity  of  the  incident  light = I,, 
and  x=d,  when  the  intensity  is  I,  then  it  will 
follow  that 

I=I„e-*^     ....     (1.) 
where  i  is  a  constant  depending  on  the  absorbing 
medium  and  the  wave-length  of  the  light,  and 
c  is  the  base  of  natural  logarithms. 

Usually  e~*  is  denoted  by  the  symbol  o,  and 
is  known  as  the  absorption  coefficient,  so  that 
we  may  write 

I=Io«'' (2) 

and  if  d=l,  we  have  a=I/I|„  so  that  a  represents 
tha  fraction  of  the  light  which  is  transmitted 
by  a  layer  of  thickness  I.  This  relation  is 
known  as  Lambert's  law.  Bunsen  and  Roscoe 
expressed  the  absorption-power  of  a  given  region 
of  the  spectrum  in  terms  of  the  '  coefficient  of 
extinction,'  and  defined  this  as  the  reciprocal  of 
that  thickness  which  causes  the  reduction  in 
intensity  of  the  light  to  ,^th  of  its  original 
value.  If  this  coefficient  of  extinction  be 
expressed    by  a  then,  when  in  equation   (2) 

I/Io=^,  <?=a,  therefore  a°'=-{^,  whence  o=10''''" 
Substituting  this  in  the  general  equation  (1) 
we  have  I=I„10~    ,  and  if  lobe  put  equal  to  1 
then  —logi.=ad. 

In  actual  practice  it  is  simpler  to  use  a  layer 
of  unit  thickness  (d=\  cm.)  when  the  coefficient 
of  extinction  can  at  once  be  obtained.  For 
example,  let  us  suppose  that  a  beam  of  light  is 
reduced  to  fths  of  its  intensity  when  transmitted 
through  1  cm.  of  an  absorbing  solution. 
From  this  it. follows  that  — 

a=-(logi)=log5-log2 

a=0-69897-0'30103 

0=0-39794. 

The  determination  of  the  extinction  co- 
efficient is  therefore  exceedingly  simple. 

In  order  to  apply  this  to  the  quantitative 
estimation  of  absorbing  substances  we  make  use 
of  the  relation  known  as  Vierordt's  absorption 
ratio.  According  to  Beer's  law  the  absorption 
of  a  given  solution  is  inversely  proportional  to 
the  concentration,  that  is,  if  the  absorption  were 
observed  of  a  given  thickness  of  a  solution  of 
concentration  c,  the  same  absorption  would  be 
exhibited  by  half  that  thickness  of  a  solution  of 
concentration  2c. 

It  follows,  therefore,  that  in  solutions  of 
different  strengths  of  the  same  substance  the 
Vol.  Y.—T. 
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extinction  coefficient  is  proportional  to  the 
concentration  c. 

If  the  concentrations  of  a  series  of  solutions 
of  the  same  substance  be  expressed  by  c,  Cj, 
C2,  .  .  .  and    the    corresponding   coefficient    of 

extinction  by  o,  oj,  02 then  it  folio ws  that 

C       C,        Cj,         ,        _ 

~  =  —  =  —  =  A.     From  this  we  have  generally 

<'=oA,  when  A  is  called  the  absorption  ratio. 
A  may  be  determined  once  for  all  for  any  sub- 
stance in  the  given  solvent,  and  the  concentra- 
tion of  a  solution  of  the  same  substance  in  that 
solvent  m'ay  at  once  b&  determined  by  finding 
the  extinction  coefficient  and  substituting  it  in 
the  formula  c=aA. 

It  must  be  remembered,  of  course,  that  the 
above  relation  is  only  true  for  any  one  wave- 
length. 

It  is  evident  also  that  the  above  relation 
only  holds  good  when  a  single  absorbing  sub- 
stance is  examined  in  a  non-absorbing  solvent, 
and  that  if  two  absorbing  substances  are  present, 
such  as  occur  when  the  solvent  exerts  absorption, 
or  when  two  absorbing  substances  are  dissolved 
in  a  4iactinic  solvent,  the  observations  become  a 
little  more  complicated.  It  is  necessary  irr'such 
a  case  to  determine  the  extinction  coefficient  for 
light  of  two  different  wave-lengths.  If,  for 
example,  we  have  a  solution  of  two  coloured 
substances  of  unknown  concentration,  x  and  y 
respectively,  it  is  necessary  to  determine  the 
extinction  coefficient  for  two  different  parts  of 
the  spectrum.  Let  these  be  a  and  a,  respec- 
tively. Then  if  A  and  A,  and  B  a!nd  Bj  be  the 
absorption  ratios  for  the  two  substances  at  the 
two    different    wave-lengths,    it    follows    that 

A,  +  B,- 

Solving  these  two  simultaneous  equations  we 
eet  X -  AAi(aB-a,Bi)  _  BB,(aA-aiAi) 

S''* ''-     A,B-AB—  ^""^y AB.-A,B  , 

from  which,  of  course,  the  concentrations  of  the 
two  substances  may  at  once  be  calculated. 

The  measurements  of  the  amount  of  light 
absorbed  by  or  transmitted  through  substances 
suoh  as  are  required  for  the  determination  of  the 
extinction  coefficient  are  made  with  a  spectro- 
photometer, which  is  an  instrument  by  means  of 
which  the  relative  intensities  of  two  different 
beams  of  light  may  be  compared  at  any  required 
wave-length  in  the  visible  spectrum. 

The  Vierordt  instrument  consists  in  the  main 
of  an  ordinary  spectrometer,  the  slit  of  which 
is  divided  into  two,  an  upper  and  lower  portion, 
which  are  provided  with  separate  micrometer 
screws  for  adjusting  the  width.-  If  both  halves 
of  the  slit  are  set  at  equal  width,  and  are  illumi- 
nated with  a  beam  of  white  light,  and  in  front  of 
one  half  is  placed  the  absorbing  material,  there 
will  be  seen  in  the  eye-piece  two  spectra,  one 
above  the  other,  one  of  which  is  less  intense 
owing  to  the  absorption  which  has  taken  place. 
The  difference  in  intensity  between  the  two 
spectra  at  any  given  wave-length  may  be  deter- 
mined at  once  by  decreasing  the  width  of  the  . 
half  of  the  slit  corresponding  to  the  brighter 
spectrum  until  the  two  appear  equal  in  the  field 
of  view  of  the  telescope.  If  the  origmal  widths 
of  the  slit  were,  say  100,  and  the  one  half  had 
to  be  reduced  to  75  in  order  to  establish  equality, 
then  clearly  the  relative  intensities  were  as  4  ;  3. 


n  =  -i-  4-  ^  and 
A^B 
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In  order  to  guard  against  the  eye  being  confused 
by  the  intensities -of  the  spectral  regions  on 
either  side  of  the  region  dealt  with,  the  eye-piece 
is  provided  with  adjustable  screens  in  order  to 
shut  off  all  the  rays  except  those  actually  to  be 
compared. 

There  are,  however,  several  points  of  import- 
ance which  must  be  attended  to  in  order  to  make 
accurate  measurements,  and  these  necessitate 
the  apparatus  being  more  complex  than  the 
above  simple  description  would  foreshadow. 
In  the  first  place,  the  original  idea  of  Vierordt 
depends  upon  the  assumption  that  the  intensity 
of  illumination  is  directly  proportional  to  the 
width  of  the  slit.  This  cannot  be  true  with  a 
slit  of  the  ordinary  type  in  which  only  one  jaw 
is  movable,  so  that  the  slit  widens  unsymmetri- 
cally.  This  difficulty  was  surmounted  by  Kriiss 
who  substituted  for  the  Vierordt  double  slit 
one  in  which  both  jaws  of  each  slit  "are  equally 
moved  in  opposite  directions  by  the  micrometer 
screws.  Each  slit  of  the  instrument  is,  there- 
fore, opened  or  closed  symmetrically.  Again, 
the  intensity  of  illumination  is  only  proportional 
to  the  slit-width  when  the  latter  is  small.  If, 
therefore,  the  difference  in  intensity  between 
the  two  spectra  is  very  large,  it  is  not  possible 
to  measure  this  only  by  altering  the  slit-widths. 
The  intensity  of  the  brighter  spectrum  is  first 
reduced  by  introducing  a  plate  of  neutral  tinted 
glass,  and  the  final  adjustment  made  by  altering 
the  width  of  the  slit.  Several  of  these  plates  of 
tinted  glass  should  be  on  hand,  the  absorption 
of  whichfor  the  various  spectral  regions  has  been 
carefully  determined. 

In  the  second  place  it  must  be  remem- 
bered that  the  loss  of  light  suffered  when  a 
beam  of  light  passes  through  an  absorbing 
layer  is  not  only  that  due  to  the  absorption 
of  the  medium,  but  that  a  very  appreciable 
amount  is  lost  by  reflection  at  the  boundary 
surfaces.  For  example,  if  an  absorption  cell 
half  full  of  the  absorbing  solution  were  placed 
in  front  of  the  slits  of  the  Vierordt  instrument 
BO  that  the  lower  slit  was  illuminated  by  the 
light  after  passage  through  the  absorbing  layer 
while  the  upper  slit  received  the  light  which 
passed  through  the  upper  and  empty  half  of 
the  cell,  then  the  differences  observed  between 
the  two  spectra  would  not  be  that  due  to  the 
absorption  alone.  The  loss  by  reflection  of  the 
light  would  not  be  the  same  in  the  two  oases,  for, 
on  the  one  hand,  the  reflection  would  be  at  a 
glass-solution  surface,  and  in  the  other  case  it 
would  be  at  a  glass-air  surface.  As  the  indices 
of  refraction  for  air  and  the  solution  are  different 
the  amount  of  loss  by  reflection  would  also  differ. 
This  difficulty  may  be  removed  by  means  of 
what  is  known  as  the  Sohultz  corrector.  This  is 
a  block  of  glass  of  the  same  quality  as  that  of 
the  walls  of  the  cell  and  is  shown  at  A  in  Kg.  13. 

The  internal  thickness  of  the  cell  is  made 
11  mm.,  and  that  of  the  Sohultz  corrector  10  mm., 
and  the  depth  of  the  latter  is  half  that  of  the 
cell.  The  cell  is  filled  with  the  absorbing  solution 
and  is  set  up  in  front  of  the  slits  of  the  instru- 
'  ment  so  that  one  slit  receives  the  beam  after 
passage  through  1  mm.  thickness  of  solution, 
and  the  other  slit  receives  the  beam  after  passage 
through  11  mm.  If  the  cell  and  corrector  are 
tiade  of  the  whitest  flint  glass  no  appreciable 
absorption  is  introduced  by  the  latter  except  in 


the  extreme  violet,  whilst  the  difference  in  losi 
by  reflection  is  reduced  to  a  minimum. 

The  third  point,  and  the  most  difficult  of 
realisation,  is  the  necessity  that  the  two  spectra 
should  be  in  optical  contact  in  the  field  of  view. 
The  eye  is  exceedingly  sensitive  to  differences  in 
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intensity  between  two  spectral  images,  provided 
that  there  is  no  sharply  defined  line  of  separation 
between  them.  It  may  be  readily  understood 
that  however  carefully  the  abova  cell  be  adjusted 
in. front  of  the  Vierordt  slits,  it  will  practically 
bp  impossible  to  obtain  the  two  spectra  in 
contact  without  a  dividing  line.  In  order  to 
bring  the  two  spectra  into  contact  H.  tod  G. 
Kriiss  appHed  the  so-called  Hiifner  rhomb  to 
the  Vierordt  instrument,  the  arrangement  being 
shown  in  Kg.  14. 

The  two  beams  coming  from  the  absorbing 
cell  with  the  Schultz  corrector  enter  the  rhomb, 
and  emerging  thence  they  enter  the  slit  and 
give  two  spectra  in  contact. 

In  the  Vierordt  instrument  the  intensity  of 
the  spectra  is  altered  by  varying  the  width  of 
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the  slit,  the  assumption  being  made  that  the 
intensity  is  proportional  to  the  sUt-width, 
provided  that  this  latter  is  -kept  small.  Many 
forms  of  spectrophotometer  have  been  devised 
from  time  to  time,  and  a  different  method  of 
altering  the  intensity  adopted.  Lx  the  Glan 
type  the  two  beams  are  polarised  at  right  angles 
to  one  another  by  suitable  means,  and  they 
finally  pass  through  a  Niool  prism.  A  rotation 
of  this  will,  therefore,  decrease  the  intensity  of 
one  and  increase  the  intensity  of  the  other,  and 
the  relative  intensities  of  the  two  may  be  calcu- 
lated from  the  angle  fl  through  which  the  Nlcol 

is  rotated,  for  —  =tan'  a.    In  the  Hiifner  instru- 

ment  only  one  beam  is  polarised,  and  the  change 
in  intensity  is  altered  by  the  rotation  of  a  Nicol 
prism  as  in  the  Glan  instrument.  In  the  older 
forms  of  the  Hiifner  instrument  the  brighter 
beam,  that  is  to  say,  that  light  which  has  passed 
through  the  thinner  layer  of  absorbing  solution 
was  polarised  by  reflection  from  two  plane  mirror's 
set  at  the  polarismg  angle  outside  the  slit.     In 
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the  modem  form  the  beam  of  light  after  trans- 
mission through  the  thinner  absorbing  layer  is 
passed  through  a  Nicol  prism,  and  then  the  two 
beams  are  brought  into  optical  contact  by  a 
special  rhomb  similar  to  that  shown  in  Kg.  14, 
for  the  Vierordt  instrument.  The  intensity  is 
changed  by  a  second  Nicol,  the  angular  rotation 
of  which  can  be  measured,  and,  if- again  9  be 
the  angle  of  rotation  necessary  to  bring  about 
equality  of  the  two  spectra  in  the  field  of  view, 
=^=cos=  9. 

The  Hiifner  spectrophotometer  has  recently 
been  much  improved  by  Twyman,  who  has 
succeeded  in  reducing  the  experimental  errors 
to  a  very  small  value  indeed.  Twyman  points 
out  that  the  principal  source  of  error  lies  in  the 
fact  that  the  rays  of  light  in  passing  through  the 
dispersing  prism  system  are  partiiuly  polarised. 
For  this  reason  the  beam  which  does  not  pass 
through  the  Nicol  prism  outside  the  slit  will 
become  partially  polarised,  and,  therefore,  will 
lose  in  intensity  when  the  second  or  analysing 
Nicol  is  rotated.  As  a  matter  of  fact  this  error 
is  corrected  to  a  certain  extent  by  the  use  of 
the  Hiifner  rhomb  owing  to  the  fact  that 
the  principal  planes  of  this  rhomb  and  the  dis- 
persing prism  are  at  right  angles  to  one  another. 
Twyman  shows  that  by  the  use  of  a  rhomb  made 
of  the  same  glass  as  the  prism,  and  so  cut  that 
the  angle  of  incidence  on  the  face  of  the  rhomb  is 
the  same  as  that  on  the  prism  face,  the  error  is 
entirely  eliminated,  for  the  polarisation  caused 
by  the  two,  rhomb  and  dispersing  prism,  are 
then  exactly  equal  and  in  planes  at  right  angles, 
and  thus  the  two  exactly  counterbalance  one 
another. 

Further,  the  instrument  is  made  with  a 
constant  deviation  prism  so  that  the  telescope 
and  collimator  are  fixed  and  the  spectrum  caused 
to  pass  across  the  field  of  view  by  the  rotation 
of  the  prism,  the  principle  being  the  same  as 
that  of  the  spectrometer  shown  in  Fig.  4.  The 
aocuracy  obtained  with  this  improved  form 
of  spectrophotometer  is  exceedingly  great  and 
far  superior  to  that  obtained  with  the  ordinary 
form  of  instrument.  In  actual  practice .  the 
instrument  is  adjusted  as  follows.  The  best 
source  of  illumination  is  a  Nemst  filament 
lamp,  anc^the  rays  from  this  are  directed  into 
the  instrument,  and  the  analysing  Nicol  prism 
is  set  at  the  zero  reading.  Owing  to  the  neces- 
sary loss  of  light  caused  in  the  one  beam  by  the 
polarising  Nicol  the  two  beams  will  naturally 
appear  of  different  intensities.  In  order  to 
correct  this  error  a  wedge  -of  neutral  tinted 
glass  is  mounted  outside  the  slit  in  the  path  of 
the  brighter  beam.  This  wedge  is  slowly  moved 
until  the  two  spectra  appear  exactly  equal  in 
intensity  in  the  field  of  view.  The  instrument  is 
then  in  adjustment,  and  in  determining  the 
extinction  coefficient  of  a  given  solution,  the 
solution  is  put  in  an  absorption  cell  with  a 
Schultz  corrector,  and  this  is  properly  mounted 
in  front  of  the  polarising  Nicol  and  slit.  When 
the  analysing  Nicol  has  been  rotated  so  as  to 
bring  the  two  spectra  again  to  equality,  and  as 
stated  above,  the  angle  of  rotation  is  S,  the  ratio 
of  the  intensities  of  the  two  beams  I/Iq  will  be 
given  by  cos'  B. 

In  addition  to  the  above-mentioned  types 
of   spectrophotometer,  which   are    particularly 
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adapted  to  the  quantitative  measurement  of 
absorption  since  only  one  source  of  light  is  used, 
there  have  been  several  instruments  devised 
more  suited  to  the  spectrophotometrio  Qom- 
parison  of  two  different  light  sources,  lliese 
are  more  suited  to  speotropjrrometry  or  the 
measurement  of  temperature  by  comparison  of 
the  emission  spectrum  of  the  body,  the  tempera- 
ture of  which  has  to  be  measured  with  that  of 
some  standard  source.  One  of  the  most  con- 
venient of  these  instruments  has  been  deviSed 
by  Brace,  and  a  diagrammatic  arrangement  is 
shown  in  Fig.   15.    A  and  b  are  two  exactly 
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similar  right-angled  prisms  which  are  cemented 
together.  Before  they  are  cemented,  however* 
that  surface  of  B  which  is  to  be  cemented  to  A 
is  heavily  silvered,  and  this  coating  is  carefully 
removed  so  as  to  leave  a  narrow  horizontal  strip 
across  the  centre  of  the  prism  face.  The  two 
prisms  are  then  cemented  together.  One  source 
is  placed  at  o  and  the  other  at  D,  the  rays  from 
each  passing  through  a  slit  and  coUimating  lens. 
The  rays  from  o  are  refracted  at  the  first  surface 
of  A  as  shown,  and  pass  through  the  junction  of 
the  two  prisms  above  and  below  the  silver  strip. 
The  rays  from  D  enter  the  prism  B  and  are  re- 
flected from  the  silver  strip.  Both  beams 
undergo  exactly  the  same  amount  of  deviation, 
with  the  result  that  when  brought  to  a  focus  a 
strip  of  spectrum  from  D  will  be  seen  between 
two  strips  of  spectrum  from  c.  When  these  are 
brought  to  equality  the  boundary  lines  between 
them  disappear.  The  necessary  variations  in 
intensity  may  be.brought  about  either  by  altering 
the  slit- width,  as  in  Vierordt's  instrument,  or  by 
the  use  of  a  rotating  sector  with  openings  of 
knoivn  size  placed  in  front  of  the  light  source. 

It  is  hardly  necessary  to  point  out  that 
spectrophotometric  measurements  with  ordinary 
instruments  are  limited  to  the  visible  region, 
and  therefore  only  those  substances  the 
absorption  bands  of  which  lie  in  the  visible 
region  can  be  dealt  with.  Although  H.  A. 
Kriiss  has  described  a  method  by  means  of 
which  two  intensities  in  the  ultra-violet  can  be 
photometrically  compared  by  the  use  of  a 
fluorescent  screen,  yet  this  seems  to  be  incapable 
of  extensive  use,  seeing  that  the  brightness  of 
the  fluorescence  is  generally  so  small. 

It  would  seem   that  the  only  method  of 
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comparison  is  by  photogfaphy.  This  comparison 
by  photography  must  of  necessity  be  very  tedious, 
because  it  involves  taldng  a  series  of  photographs 
of  ijie  two^speetra,  the  intensity  of  the  standard 
spectrum  being  reduced  by  a  known  amount  in 
each  case.  From  a  comparison  of  the  resulting 
negatives  the  particular  intensity  of  the  standard 
required  can  be  found. 

The  possible  applications  of  spectrophoto- 
metry to  the  estimation  of  substances  with 
absorption  bands  in  the  visible  region,  as  may 
readily  be  understood,  are  very  numerous. 
In  the  bibliography  dealing  with  this  section 
will  be  found  references  to  many  of  these  appli- 
cations, for  they  are  too  numerous  to  describe  in 
detail. 

IX.  Qualitative  and  quantitative  estimation 
Ol  blood.  Blood  contains  the  highly  complex 
iron-containing  crystalline  colouring  matter 
called  haemoglobin.  This  ha;mogIobin  has  the 
power  of  readily  linking  itself  to  an  atom  of 
oxygen,  which  is  in  such  a  labile  state  that  it 
can  readily  be  given  up  and  oxidise  the  waste 
products  of  the  tissues  of  the  body.  While 
living  blood  generally  contains  both  the  oxy- 
genated and  the  deoxygenated  haemoglobin,  the 
&>rmer  is  essentially  a  constituent  of  arterial, 
and  the  latter  of  venous,  blood.  This  labile 
oxygen  may,  therefore,  be  considered  as  the 
respiratory  oxygen  of  the  animal  system. 
Hoppe-Seyler  has  shown  that  haemoglobin  is 
decomposed  by  acids,  and  by  allialis  in  the 
absence  of  air  into  haemochromogen  (sometimes 
called  reduced  haematin),  and  finally  into 
heematin.  This  process  is  apparently  a  hydroly- 
sis, whereby  an  albumen,  globin,  is  split  off.  It 
in  this  process  hydrochloric  acid  be  used,  an 
intermediary  product  known  as  hsemin  is 
formed,  which  is  the  hydrochloride  of  hsematin 
(see  Bi'OOi}).  Again,  if  hsematin  is  heated  with 
concentrated  nitric  acid  or  is  dissolved  in  con- 
centrated sulphuric  acid,  it  dissolves,  giving  a 
solution  of  haematoporphyrin.  This  substance 
contains  no  iron,  the  iron  atom  having  been 
withdrawn  as  a  ferrous  salt  from  the  haematin. 
According  to  Nencld  and  Sieber  the  following 
equation  expresses  the  preparation  of  haemato- 
porphyrin from  haematin — 

C,(,H3„N,Fe03+3H20=C,jH3,N40,+re. 

Two  reactions  of  haemoglobin  are  of  considerable 
importance,  namely  its  oxidation  and  its  reaction 
with  carbon  monoxide.  When  oxidised  by 
a  mild  oxidising  agent  such  as  nitrites  or  potas- 
sium ferricyanide  it  is  converted  into  a  brown 
substance,  methaemoglobin,  the  same  substance 
being  produced  when  haemoglobin  is  exposed  to 
air,  as  may  be  seen  on  the  edges  of  wounds 
and  on  blood  stains  on  cloth,  &c. 

The  second  reaction  of  haemoglobin  is  the 
power  which  it  possesses  of  absorbing  carbon 
monoxide,  a  new  compound  being  produced 
called  carbon  monoxide  hasmoglobin.  This  is  of 
great  importance  in  dealing  with  cases  of  carbon 
monoxide  poisoning. 

The  various  derivatives  of  haemoglobin  may 
be  prepared  as  follows :  The  blood  is  first 
defibrinated  and  diluted  with  1  p.c.  of  caustic 
soda,  when  it  is  found  to  show  the  spectrum  of 
oxyhaemoglobin.  To  reduce  this  back  to 
haemoglobin  we  may  use  freshly-prepared 
ammonium  hydrogen  sulphide,  or  bett«r  atilL 


hydrazine  hydrate,  since  in  this  case  only  nitrogen 
and  water  are  formed 

NHj,-NHj+03=N3+2H30. 

The  addition  of  a  few  drops  of  concentrated 
potassium  ferricyanide  solution  to  diluted  blood 
shows  at  once  the  spectrum  of  methsamoglobin. 

If  a  drop  of  blood  be  warmed  on  a  slide  with 
one  or  two  drops  of  glacial  acetic  acid  and  the 
mixture  boiled  over  a  small  flame  and  then 
allowed  to  evaporate,  the  residue,  when  examined 
under  the  microscope,  will  show  reddish-brown 
crystals  of  haemin,  Imown  as  Teichmann's  crys- 
tals. Even  an  old  blood  stain  gives  the  same, 
but  better  results  are  obtained  in  such  a  case 
if  a  small  crystal  of  sodium  chloride  is  added. 

To  prepare  haemin  on  a  large  scale,  1  volumt 
of  defibrinated  and  strained  blood  is  added  to 
4  volumes  of  glacial  acetic  acid  previously  heated 
to  80°.  As  soon  as  the  temperature  has  fallen 
to  SS'-eO",  the  blood  is  again  heated  to  80°, 
and  on  cooling  the  crystals  of  haemin  separate 
out  with  characteristic  silky  lustre  and  dark- 
blue  colour.  These  are  allowed  to  settle  for 
12  iours,  then  decanted  and  washed  with  water, 
after  which  they  are  filtered  off  and  washed 
with  alcohol  until  the  runnings  are  no  longer 
coloured. 

If  the  crystals  are  dissolved  in  very  dilute 
caustic  potash  and  then  heated  with  dilute  hydro- 
chloric acid  haematin  is  precipitated.  This  is 
then  washed  with  water  until  free  from  chlorine. 

Both  haematin  and  haemin  dissolve  in  cold 
concentrated  sulphuric  acid  to_  give  hasmato- 
porphyrin,  which  is  precipitated  on  the  addition 
of  water.  The  absorption  spectra  of  the  different 
colouring  matters  are  as  follows  : — 

Oxyhoemoglobin  shows  two  absorption  bands 
in  dilute  solution  which  coalesce  into  one  band 
when  the  solution  is  more  concentrated. 
Formtoek  5880-5650A    5550-5260A 
Naumann    6890-5680A    6570-5270A       (maxi- 
mum at  5500) 

In  stronger  solution  one  band  at  5940- 
5180A. 

Hcemogldbin.  This  only  shows  one  band  as 
a  rule,  though  in  very  dilute  solution  a  weaker 
band  has  been  described  as  appearing  on  the  red 
side. 

Preyer  (1871)  .  5980-5400A  (maximum  at  5520) 
Gamgee  ( 1880)  5950-5380A  (maximum  at  5500) 
Formfinek         .  5930-5700A  and  5700-5400A. 

Carbonmonoxide  Iicemoglobvn,  Formanek  de- 
scribes two  bands,  5810-5610A  and  5500-5230A., 

Methcemogldbin.  The  neutral  or  faintly  acid 
solution  is  chocolate-bro^vn,  whilst  when  made 
alkaline  with  ammonia  it  turns  red.  The  former 
shows  a  well-marked  band  in  the  red,  and  two 
others  which  are  very  weak  and  may  not  be 
seen.  The  latter  gives  a  principal  band  nearer 
to  the,  blue  and  two  faint  bands.  The  fainter 
bands  in  both  cases  seem  to  agree  with  those  of 
oxyhaemoglol>in. 

Neutral  or  faintly  acid  bands,  FormSnek,  6400- 
8250A,  5780-5680A,  and  5540-5300A. 

Alkalin*.  Ziemke  and  Miiller,  6050-5890A, 
5890-6790A,  and  5580-5350A. 

Hamatin.    Alkaline  solutions  are  red  and 
acid  solutions  brown — 
Alkaline  solution  (Naumann)        .  6240-5750A. 


Substance 
Oxyhsemoglo  bia 
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Acid  solution  shows  a  principal  band  in  the  red 

and  a  weaker  one — 

Naumann    .         .  6600-6300A  and  6890-5270A. 

BamatoporpJiyrin.    Acid  alcoholic  solutions 
are  purple  to  bluish-violet.    Alkaline  solutions 
are  red  to  red  with  a  violet  tinge — 
Acid,   2   bands    (Naumann),    6060-5910A  and 

S890-5440A. 
Alkaline,    4    bands   (Formtoek),    6330-6160A, 
5890-5660A,  5200-5350A.  and  5200-4980A. 

For  the  quantitative  estimation  of  blood  the 
following  values  of  the  absorption  ratios  of  oxy- 
hsemoglobin,  hsemoglobin,  and  carbonic  oxide 
haemoglobin  may  be  given  for  the  spectral 
regions  specified  (Hiifner). 

Limita  of  Absorption 
spectral  region  ratio 
.  6650-5540A  0-002070 
.  5425-5315A  0-001312 
Haemoglobin  .  .  .  6560-5540A  0-001354 
5425-5315A  0-001778 
Carbonic  oxide  haemoglobin  5650-5540A  0-001383 
.  5425-5315A  0-001263 
In  the  detection  of  blood  stains,  such  as  may 
occur  in  medico-legal  cases,  the  stain  is  either 
washed  out  with  water  or  digested  with  warm 
10  p.c.  sodium  carbonate  solution.  The  spec- 
trum is  noted  and  then  the  solution  is  treated 
witlr  a  reducing  agent,  for  example  ammonium 
hydrogen  sulphide  or  hydrazine  hydrate,  as 
described  above,  when  the  spectrum  of  haemo- 
globin is  formed.  This  is  an  exceedingly 
dehcate  test ;  shaking  with  air  restores  the 
original  spectrum,  but  a  fresh  addition  of  the 
reducing  agent  reproduces  haemoglobin. 

Again  the  haemin  and  haemotoporphyrin  test 
described  above  can  be  employed.  In  the  detec- 
tion of  carbon  monoxide  poisoning  the  blood 
shows  the  spectrum  of  carbonic  oxide  haemo- 
globin. This  is  somewhat  similar  to  the  oxy- 
haemoglobin  spectrum,  but  it  is  quite  unaltered 
by  ammonium  hydrogen  sulphide,  and  in  this 
manner  may  be  sharply  differentiated. 

X.  Optical  Pyrometry.  An  important  appli- 
cation of  the  spectroscope  lies  in  the  measure- 
ment of  the  intensity  of  the  radiation  from  an 
incandescent  source  by  direct  comparison  with 
that  of  a  standard,  for  by  this  means  the  tem- 
perature of  the  former  may  be  arrived  at. 
'  Generally  this  comparison  is  carried  out  for 
red  light,  because,  in  the  first  place,  the  colour 
of  the  light  emitted  by  a  body  varies  very  con- 
siderably with  the  temperature,  and  in  the 
second  place  it  allows  the  measurements  to  be 
made  at  lower  temperatures.  It  must  be 
remembered  that  the  intensity  of  the  radiation 
emitted  by  an  incandescent  substance  is  not 
only  a  function  of  the  temperature,  but  also  that 
it  depends  upon  the  surface  and  composition  of 
the  substance.  In  dealing  with  the  radiation 
from  any  substance  it  is  necessary,  therefore,  to 
set  up  a  standard  in  terms  of  which  all  radiation 
laws  can  be  expressed.  This  was  first  done  by 
Kirchhoff,  who  defined  the  absolutely  '  black 
body '  as  that  which  would  absorb  every 
radiation  without  reflection  or  transmission. 
He  pointed  out  that  the  radiation  of  the  '  black 
body '  is  purely  a  function  of  the  temperature. 
Although  no  substance  is  known  the  surface 
radiation  of  which  is  exactly  equal  to  that  of  the 
'  black  body,'  yet  it  is  possible  almost  tP  realise 
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the'  condition  by  maintaining  a  vessel  at  a  con- 
stant temperature,  and  observing  the  radiation 
from  the  inside  tnrough  u  small  hole  in  one  of 
the  walls.  For  high  temperatures  a  porcelain 
tube  may  be  electrically  heated  to  a  known 
temperature  (determined  by  a  thermocouple) 
and  the  radiation  from  the  central  portion 
examined.  Such  an  apparatus  is  used  in  the 
calibration  of  optical  pyrometers.  It  follows 
that  in  the  optical  measurement  of  temperatures 
the  instrument  will  always  give  the  '  black 
body ;  temperature  corresponding  to  the  in- 
tensity radiation  dealt  with.  This  temperature 
will,  of  course,  only  be  the  true  temperature  of 
the  incandescent  body  when  the  latter  is  behav- 
ing as  a  '  black  body.'  Such  a  condition  may 
frequently  be  realised,  as,  for  example,  in  the 
determination  of  the  temperature  of  a  furnace 
by  the  examination  of  the  radiation  from  the 
inside  of  a  porcelain  or  metal  tube  projecting  into 
the  furnace.  If,  however,  the  black  body ' 
conditions  are  not  obtained  the  optical  pyrometer 
will  usually  give  a  temperature  lower  than  the 
true  value.  In  technical  processes  this  error 
may  not  be  of  great  importance,  as,  for  example, 
when  it  is  only  necessary  to  reproduce  certain 
given  conditions  with  accuracy  at  any  moment. 
Before  dealing  with  the  methods  of  working 
with  the  various  forms  of  optical  pyrometers 
it  is  necessary  to  speak  of  the  laws  of  radiation. 
The  Stefan-Boltzmann  law  states  that  the  total 
radiation  emitted  by  the  '  black  body '  is 
directly  proportional  to  the  fourth  power  of  the 
absolute  temperature,  and  may  be  expressed  as 
follows : —  > 

I=i(T'_T;), 

where  I  is  the  total  radiation  from  the  black 
body  at  the  absolute  temperature  T  to  the  body 
at  the  absolute  temperature  Tj,  and  i  is  a  con- 
stant. It  is  well  known  that  as  the  temperature 
of  a  body  changes  the  wave-length  of  the  maxi- 
mum of  the  radiation  varies,  and  Wien  concluded 
that,  if  \n  be  the  wave-length  of  the  maximum 
energy,  \„T=a,  constant.  Combining  this  with 
the  Stefan-Boltzmann  law,  Wien  obtained  the 
relation  I^aiT  =constant,  where  I„ai  is  the 
energy  corresponding  to  the  wave-length  A^  and 
T  is  the  absolute  temperature  of  the  '  black  body. " 
Even  although  these  relations  were  deduced 
for  the  '  black  body '  they  hold  good  for  other 
radiating  surfaces,  but,  of  course,  the  values  of 
the    constants    are    different.     Wien's    second 

equation  is  then  modified  to  In,„T~"=constant. 
Some  further  investigations  of  Wien  led  him 
to  the  following  equation : — 


I=h\    e 


«_ 

-AT 


where  I  is  the  energy  corresponding  to  the 
wave-length  \y£  is  the  base  of  natural  logarithms, 
T  is  the  absolute  temperature,  and  b  and  c 
are  constants.  Although  it  has  been  found 
that  this  expression  does  not  hold  good  over 
long  ranges  of  wave-lengths,  yet  it  is  sufficiently 
accurate  for  the  ranges  dealt  with  in  optical 
pyrometry,  and  may  be  used  for  the  calibration 
of  these  instruments.  In  practice  the  method 
of  work  with  the  optical  pyrometer  is  as  follows  : 
Some  standard  of  illumination  is  chosen,  and  the 
intensity  of  the  red  light  of  chosen  wave-length 
emitted  by  the  inpandescent  body  is  varied  by 
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Bome  means  until  it  becomes  equal  to  that  of  the 
standard.  For  the  calibiation  of  this  type  of 
pyrometer  Wien's  third  equation  may  be  used — 


I=Jx~'e  ^T. 


This  may  be  written — 


IogI= 


aog6-51ogx-^loge 


logI=C+, 


K 


where  C=logJ— 5  log  X,  and  K= —  loge. 

Evidently,  since  we  are  dealing  with  the 
radiation  of  only  one  wave-length,  there  is  a 
linear  relation  between  log  I  and  1/T.  The 
instrument  may  be  calibrated,  therefore,  from 
measurements  of  I  at  two  known  temperatures. 
A  similar  relation  wiU  hold  good  if  the  radiation 
be  not  that  of  the  '  black  body,'  but  the  constants 
C  and  K  will  then  be  different. 

In  the  Le  Chatelier  pyrometer  the  radiation 
from  the  incandescent  source  passes  through  an 
iris  diaphragm,  and  is  brought  to  a  focus  by  a 
lens  and  examined  through  a  screen  of  red  glass 
with  a  Ramsden  eye-piece.  The  rays  from  the 
standard  of  comparison  pass  down  a  tube  at 
right  angles  to  the  first  tube,  and  are  reflected 
from  a  plane  mirror  into  the  eye-piece.  The 
equality  between  the  two  radiations  is  produced 
by  altering  the  aperture  of  the  iris  diaphragm. 
If  the  radiation  from  the  incandescent  body 
is  too  great  one  or  more  plates  of  tinted  glass  are 
introduced,  the  coefBcients  of  absorption  of 
which  are  known,  and  the  final  adjustment  done 
by  the  iris  diaphragm.  The  effective  aperture 
of  this  diaphragm  can  be  obtained  from  the  scale 
reading. 

In  the  Wanner  pyrometer  the  principle  is 
the  polarisation  of  both  rays,  as  in  the  case  of 
the  Glan  spectrophotometer  described  above. 
The  radiations  from  the  two  sources  are  focussed 
on  to  two  adjacent  slits,  and  then  after  being 
rendered  parallel  by  a  coUimating  lens  they  pass 
through  a  direct  vision  prism  system.  They 
then  pass  through  a  Rochon  prism  which  resolves 
each  beam  into  two  portions  polarised  at  right 
angles  to  each  other.  By  means  of  a  biprism 
and  lens  two  red  images  oppositely  polarised, 
one  from  each  source,  are  focussed  contiguous 
to  each  other  on  a  third  slit.  The  two  beams 
then  pass  through  a  Nicol  prism  into  the  eye- 
piece. If  the  two  intensities  be  equal,  and  the 
Nicol  set  at  45°  with  the  plane  of  polarisation  of 
each,  both  will  appear  of  equal  brightness.  If, 
however,  the  two  intensities  be  not  equal,  they 
may  be  equalised  in  the  field  of  view  of  the  eye- 
piece by  rotating  the  Nicol.  If  the  necessary 
angle  of  rotation  of  the  Nicol  is  9,  the  ratio 
between  the  intensities  will  be  given  by — 

i=tan'  e. 
I2 

For  th*  standard  source  of  light  in  these 
instruments  a  Hefner  standard  amyl  acetate 
lamp,  a  gasoline  lamp,  or  an  electric  filament 
lamp  fed  with  constant  current  may  be  used. 

In  the  F6ry  instrument  the  total  radiation 
from  the  incandescent  object  is  measured.  The 
rays  are  focussed  upon  a  sensitive  thermocouple, 
and  the  energy  of  radiation  determined  from  the 
readings  of  a  gajvanometer  conpected  with  the 


thermocouple.  In  the  calibration  of  this  instru- 
ment the  Stefan-Boltzmann  law  is  employed. 
V.  Pyeometey. 

XI.  Absoiption  spectra  and  chemical  con- 
stitution. In  dealing  with  the  absorption  of 
radiant  energy  exerted  Ijy  chemical  substances  it 
may  be  pointed  out  that  the  observations  which 
have  been  made  extend  over  a  very  long  range. 
Whereas,  perhaps,  the  most  familiar  results  are 
those  which  have  been  obtained  in  the  visible 
region,  the  observations  have  been  pushed  to 
the  extreme  limit  of  A.=I200A  in  the  ultra- 
violet on  the  one  hand,  and  on  the  other  to 
a  great  distance  in  the  infra-red  (A.=I5000A). 
Now,  whatever  may  be  the  view  taken  of  the 
origin  of  absorption  bands,  there  is  little  doubt 
that  selective  absorption  in  the  infra-red  is  due 
to  a  different  cause  from  that  of  the  absorption 
in  the  visible  and  ultra-violet  regions.  This 
may  at  once  be  understood  from  the  fact  that 
characteristic  absorption  bands  in  the  infra-red 
may  be  traced  to  definite  atomic  groupings, 
while  such  is  by  no  means  the  case  as  regards 
the  ultra-violet  absorption  bands.  It  has  been 
found  that  the  OH  group  and  the  SOj  group,, 
for  example,  always  exhibit  characteristic 
absorption  bands  in  the  infra-red.  Since  the 
extreme  infra-red  region  is  beyond  the  limits  of 
vision  and  of  photographic  fiensibility  itr  is 
necessary  to  employ  a  bolometer,  radiometer, 
thermopile,  or  radiomicrometer,  and  to  measure 
the  intensities  of  the  radiant  energy  at  any  given 
point  of  this  heat  spectrum  by  its  means, 
although  it  may  be  remembered  that,  as  has  been 
said  above,  it  has  been  found  possible  to  o"btain 
photographic  records  far  beyond  the  limit  of 
visibility. 

A  great  number  of  observations  have  been 
made  upon  infra-red  absorption  by  Abney  and 
Festing,  Spring,  Puccianti,  and  others,  but  it 
can  hardly  be  said  that  many  conclusions  can  be 
drawn  from  the  work  of  these  investigators  as 
regards  the  relation  between  absorptigjQ  and 
constitution.  Coblentz,  however,  has  published 
some  important  results  on  infra-red  absorption 
in  relation  to  constitution.  It  was  found  by 
him  that  the  following  atomic  groups  exhibit 
characteristic  absorption  bands  at  the  positions 
specified. 

Compounds  having      Show  characteristic  absorption 

the  following  groups  bands  at 

CHj  or  CM3        .  3-43,  6-86,  13-6,  13-8,  and  14^ 

NHj  .         .  2-96,  6-1-6-15/1 

CjH,  .         .  3-25,6-75,8-68,9-8,ll-8,12-95,i 

NOj  .         .  7-47,  9-08  {1)^i 

OH  .         .  3-0/t 

NCS  .         .  4-78,z 

SO,  .         .  4-55, 8-7, 9-1^ 

where  m=0-001  mm.  =  1000  A. 

A  large  portion  of  Coblentz's  observations 
dealt  with  minerals  and  other  compounds  con- 
taining hydrogen  and  oxygen,  and  it  was  always 
found  possible  at  once  to  determine  whether 
the  hydrogen  and  oxygen  exist  as  water  of 
crystallisation.  Water  exhibits  absorption  bands 
at  1'5,  3, 4-75,  and  6/1,  and  these  bands  are  always 
shown  when  the  compound-^contains  water  of 
crystallisation.  The  band  at  Sft  is  due  to  the 
OH  group  in  the  water,  and  if  the  compound 
only  contains  the  OH  group,  and  not  water  of 
crystallisation,  this  band  only  is  observed.  A 
single  exception  was  noted,  namely  cane  sugar. 
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which  shows  distinct  evidences  of  the  water 
bands,  and  so  the  absorption  would  indicate 
that  in  this  substance  some  of  the  hydrogen  and 
oxygen  exist  as  water  and  not  entirely  as 
hydroxyl  or  water  of  constitution.  It  is 
interesting  that  this  substance  is  the  only  excep- 
tion amongst  a  great  number  that  were  examined. 

The  chemical  evidence  against  this  con- 
clusion is,  of  course,  overwhelmingly  strong, 
but  at  the  same  time  the  argument  based  on 
the  presence  of  the  absorption  bands  of  water 
cannot  be  lightly  laid  on  one  side.  Coblentz,  in 
addition  to  cane  sugar,  has  investigated  the 
absorption  of  d-fructose,'  d-glucose,  maltose, 
lactose,  raffinose,  and  gum-arabic.  Of  these 
latter  d-fructose  is  the  only  one  which  does  not 
possess  water  of  crystallisation,  and,  indeed,  is 
the  only  one  which  shows  no  trace  of  the  water 
bands.  This  disposes  of  the  possible  contention 
that  the  number  of  hydroxyl  groups  in  the 
carbohydrate  molecule  might  conceivably  give 
rise  to  bands  similar  to  those  of  water. 

The  results  of  the  observation  of  the  absorp- 
tion of  talc  and  serpentine  were  very  interesting, 
and  confirm  the  chemical  conclusions,  for  talc 
shows  no  evidence  of  the  hydroxyl  band  at  3;u, 
whilst  serpentine  shows  a  large  band  at  this 
point.  Coblentz  concludes  from  his  examination 
of  a  number  of  silicates  that,  as  no  characteristic 
band  is  traceable  to  them,  the  union  of  the 
silicate  radicle  is  different  in  each  mineral  con- 
taining it. 

The  results  obtained  by  Coblentz  show  very 
jonclusively  that  the  absorption  bands  in  the 
infra-red  are  due  to  specific  atomic  groupings. 
In  the  case  of  absorption  in  the  visible  and  ultra- 
violet regions  it  is  equally  manifest  that  the 
absorption  bauds  cannot  be  attributed  to  groups 
of  atoms  as  such,  because  the  position  and 
character  of  the  bands  are  profoundly  modified 
by  a  single  substitution  process.  For  example, 
benzene  in  alcoholic  solution  gives  eight  absorp- 
tion bands  in  the  ultra-violet,  TWiile  nitro- 
benzene in  the  same  solvent  gives  only  the 
merest  trace  of  a  single  broad  band.  On  the 
other  hand,  phenol  and  aniline  give  very  well- 
marked  and  broad  absorption  bands  just  beyond 
the  visible  region.  No  characteristic  absorption, 
for  example,  therefore,  can  be  attributed  to 
the<^,H(  group,  seeing  that  the  last  three  bodies 
differ  so  much  in  their  absorption  spectra. 

It  appears  that  selective  absorption  in  the 
ultra-violet  is  due  in  the  main  to  the  presence 
of  unsaturation  in  the  molecule.  For  example, 
it  has  been  found  that  a-saturated  hydrocarbon 
does  not  show  any  selective  absorption.  The 
parafiin  hydrocarbons  only  .exhibit  general 
absorption,  which  extends  further  and  further 
towards  the  red  with  increase  of  molecular 
weight.  This  is  also  true  for  the  fatty  acids 
and  their  esters,  and  for  the  alcohols  derived 
from  the  paraffin  series,  although  there  is  a 
slight  increase  in  the  general  absorption  in  each 
case  compared  with  the  corresponding  hydro- 
carbon. 

The  introduction  of  unsaturated  groups 
tends  to  increase  the  amount  of  general  absorp- 
tion, and  in  some  cases  to  cause  the  appearance 
of  selective  absorption  in  the  ultra-violet  region. 
Thus,  for  example,  the  ketone  group  in  acetone 
and  its  homologues  and  in  compounds  of  the 
type  of  acetylaoetpne  apd  ethyj  acetoacetate 


causes  the  appearance  of  well-marked  absorption 
bands. 

The  same  is  true  as  regards  the  saturated 
hydrocarbons  of  the  aromatic  series,  for  eydo- 
hexane  does  not  show  any  more  than  slight 
general  absorption.  Similarly  benzene  hexa- 
chloride  (CjHjCl,)  only  shows  general  absorption. 
On  the  other  hand,  benzene  itself  shows  strong 
selective  absorption  with  as  many  as  eight 
absorption  bands.  Again  naphthalene,  phenan- 
threne,  and  other  condensed  ring  hydrocarbons 
also  show  complicated  banded  absorption;  The 
absorption  of  all  these  compounds  tends  to 
diminish  and  the  bands  to  disappear  as  the  com- 
pounds are  reduced  and  become  mere  saturated. 

The  substitution  of  one  of  the  hydrogen 
atoms  of  the  benzene  ring  by  a  halogen  atom  or 
group  of  atoms  very  profoundly  modifies  the 
absorption,  and  the  type  of  spectrum  now  shown 
depends  upon  the  nature  of  the  substituent 
atom  or  atoms.  Thus  chlorobenzene  shows  seven 
bands  which  are  in  quite  different  positions 
from  those  of  benzene.  The  substitution  by 
methyl  or  any  saturated  radicle  produces  a 
spectrum  showing  one  of  the  benzene  bands, 
while  the  others  are  amalgamated  into  one  broad 
band.  The  hydroxyl,  amino,  and  other  ortho- 
direoting  groups  produce'  one  broad  and  per- 
sistent band  which  is  nearer  the  red  than  the 
bands  of  benzene  itself.  The  nitre  group,  on 
the  other  hand,  almost  entirely  obliterates  the 
selective  absorption  of  benzene  and  shows  strong 
general  absorption  with  only  a  very  shallow 
band. 

There  seems  to  be  no  hard-and-fast  rule  as 
regards  the  type  of  absorption  induced  by  the 
substituent  group,  for  benzaldehyde  shows  a 
small  band  nearer  the  red  than  the  one  in  nitro- 
benzene; and,  further,  benzene  sulphonio  acid 
shows  several  well-marked  absorption  bands. 

The  aromatic  nitrogen  bases,  such  as  pyridine, 
quinoline,  &c.,  ill  show  well-marked  absorption 
bands. 

When  the  benzene  ring  is  associated  with 
groups  possessing  strong  residual  affinity  such 
as,  for  example,  is  the  case  in  azobenzene  or  in 
oinnamylideneacetone 

C,H5-CH:CH-CH:CH-C0-CH, 
the  position  of  the  absorption  bands,  compared 
with  those  of  benzene,  is  shifted  towards  the  red, 
so  that  they  may  lie  in  the  visible  region,  with 
the  result  that  the  compound  appears  visibly 
coloured.  Visible  colour  may,  therefore,  be  said 
to  arise  from  the  association  together  of  un- 
saturated groups  in  the  molecule.  The  benzene 
ring  possesses  a  type  of  residual  affinity  that  is 
peculiarly  suited  to  this  purpose,  and  so  the 
aromatic  compounds  are  more  frequently 
coloured  than  the  aliphatic  compounds. 

It  does  not  seem  to  be  absolutely  necessary 
that  the  associated  centres  of  unsaturation  be 
present  within  the  same  molecule,  for  it  is  possible 
in  certain  cases  to  obtain  the  shift  of  the  absorp- 
tion bands  into  the  visible  region  by  the  inti- 
mate mixture  of  suitable  compounds,  such 
mixtures  frequently  developing  striking  colours. 
Such  intimate  mixtures  are  produced  by  dis- 
solving one  substance  in  the  other,  when,  as  may 
be  understood,  the  residual  affinities  may 
mutually  influence  one  another  in  very  much  the 
same  way  as  if  they  were  present  within  the  same 
molecule.    It  i^  manifest  from  this  that  the 
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influence  of  the  solvent  is  of  extreme  importance 
'n  absorption  spectra  observations,  and.it  is  a 
frequent  oc<!urreuce  to  find  that  the  absorption 
Bpectrum  of  a  substance  in  one  solvent  is  very 
materially  different  from  what  it  is  in  the  case  of 
another  solvent.  Although  great  care  must  be 
taken,  therefore,  to  guard  against  errors  arising 
from  the  influence,  yet  it  may  at  once  be  said 
that  absorption  spectra  observations  are  capable 
of  throwing  great  light  upon  the  problem  of 
chemical  constitution,  and  there  are  now  many 
cases  known  in  which  the  constitution  has  been 
settled  when  the  chemical  evidence  has  failed. 
Further  than  this,  it  may  be  said  that  since  the 
presence  of  absorption  bands  must  be  traced  to 
the  play  of  forces  between  the  centres  of  residual 
afSnity  within  the  molecule,  so  there  must  be 
expected  an  intimate  relation  between  absorp- 
tion and  chemical  reactivity.  This  intimate 
coimection  has  been  proved  in  many  cases,  and 
it  is  not  too  much  to  hope  that  absorption 
spectra  will  serve  to  advance  very  materially 
the  study  of  chemical  reactions. 

It  has  already  been  emphasised  how  important 
an  influence  the  solvent  may  have  upon  the 
absorption  spectrum  given  by  a  compound  in 
solution,  arising  from  the  fact  that  the  residual 
afSnities  of  the  two  may  form  a  combined 
system  such  as  occur  when  such  residual  affi- 
nities are  present  within  the  same  molecule. 
It  follows  at  once  that  the  conclusions  drawn 
as  regards  the  constitutions  of  compounds 
from  the  similarity  of  their  absorption  with 
that  of  their  derivatives  of  known  constitution 
can  only  be  looked  upon  strictly  as  being  definite 
for  the  compounds  when  in  solution  in  the 
chosen  solvent.  This,  however,  for  two  reasons, 
need  not  cause  apprehension,  for,  provided  that 
the  solvent  used  be  one  of- no  very  decidedly 
marked  residual  affinity,  there  is  no  reason  to 
expect  that  any  error  will  be  involved  by  the 
assumption  that  the  constitution  is  the  same  for 
the  pure  substance  itself.  Alcohol  is  a  very  safe 
solvent  to  use,  because,  with  perhaps  the  excep- 
tioh  of  hexane  and  heptane,  it  has  the  least 
effect  upon  the  systems  of  residual  affinities 
present  in  the  molecules  of  the  compounds 
dissolved  in  it.  In  all  the  oases  given  below 
alcohol  was  used  unless  another  solvent  is  speci- 
fically mentioned. 

Many  cases  are  known  in  which  it  has  been 
found  possible  to  elucidate  the  chemical  con- 
stitution of  substances  by  comparing  their 
absorption  with  that  of  an  analogous  compound 
of  perfectly  known  constitution,  and  the  follow- 
ing examples  may  be  given  : — 

Phloroglucinol  may  be  expressed  by  either 
of  the  two  following  formulas — ■ 

COH  CO 

HCf^^CH  H,C|/\CH, 

HO-cl    lie  OH      ""^         OC'       IcO 

CH  CHj 

as  far  as  the  chemical  evidence  is  concerned. 
Now,  the  constitution  of  the  trimethyl  ether  of 
piiloroglucinol  is  known  to  be — 
COCH3 
HC/%CH 


Y 


The  absorption  curves  of  phloroglucinol  itself 
and  the  trimethyl  ether  are  shown  in  Fig.  16, 
and  it  may  be  seen  that  they  are  almost  exactly 
similar,  and  therefore  there  is  no  doiibt  that 
the  two  substances  are  of  similar  constitution, 
or,  in  other  words,  phloroglucinol  must  exist  in 
the  trihydroxy  form. 
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A  second  case  is  the  proof  of  the  constitution 
of  carbostyril.  Chemical  evidence  alone  is  not 
capable  of  differentiating  between  the  two 
formulae — 


/CH=CH  ,CH=CH 

Q.^/  I      and  C.H  /  I 

— [-CO  \n  =  C 


^NH- 


OH 


The  methyl  ethers  corresponding  to  the  above 
possible    formulae  are    both    known,    namely, 

/CH=CH 
methylcarbostyril  CaH,<  1  and 

\n  =  COCH,      • 

,CH^ CH 

methyljMetttZooarbostyril       C.H.<  I 

\N(CH3)-C0 
The  former  of  these  is  obtained  by  th^  action  of 
methyl  iodide  and  sodium  hydyoxide  upon 
carbostyril  in  methyl  alcohol  solution,"whilst  the 
latter  is  prepared  by  the  action  of  methyl  iodide 
Upon  the  silver  salt  of  carbostyril. 

The  absorption  spectra  of  the  two  ethers 
are  shown  in  Fig.  17,  and  the  absorption  curve 
of  carbostyril  is  practically  identical  with  that 
of  methylj)S€«(iooarbbstyTil.  It  therefore  fol- 
lows that  the  constitution  of  carbostyril  is  to 

,CH=CH 
be  represented  by  the  formula  CjHj/  I 

\NH-CO 
Although  it  might  be  urged  that  both  forma 
may  be  present  in  dynamic  equilibrium,  still, 
even  if  this  were  true,  the  amount  of  the  ketonio 
form  must  be  far  in  excess  of  the  enolic  form. 
In  exactly  the  same  way  the  constitution  of 

o-oxycarba,nil  was  proved  to  be  C|,H4<;^>C0 
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for  the  absorption  curves  show  that  its  constitu- 
tion is  the  same  as  that  of  the  lactam  ethei. 
Oscitlatton  Fregu&Kies. 
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The  constitution  of  the  lactam  and  lactim 
ethers  is  known  to  be 

C,H,<^(3^|^C0  and  C,H,<^>C0CjH5 

respectively. 

The  absorption  curves  of  the  two  ethers  is 
shown  in  Fig.  18. 
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In  a  perfectly  similar  way  isatin  was  proved 
to  have  the  constitution  represented  by  the 
'ormula — 

By  a  comparison  of  the  absorption  spectrum 
of  oyanuric  acid  with  those  of  the  two  possible 
methyl  ethers,  namely,  methyl  cyanurate  and 
methyl  »»ocyanurate,  it  has  been  shown  that 
oyanuric  acid  has  a  constitution  analogous  to 
the  former  substance.  It  may  be  pointpd  out, 
however,  that  none  of  these  substances  exhibit 
an  absorption  band,  a  fact  which  is  not  in 
harmony  with  a  formula  so  analogous  to  that 
of  pyridine  and  still  more  closely  allied  to 
that  of  dimethylpyrazine.  It  is,  therefore, 
doubtful  whether  tile  constitution  of  oyanuric 
acid  is  rightly  understood. 

It  may  be  seen  at  once  that  the  above  con- 
clusions are  based  on  the  fact  that  no  change 
in  the  absorption  spectrum  is  produced  when 
a  methyl  or  ethyl  group  is  substituted  for 
a  hydrogen  atom.  Although  this  has  been 
shown  to  be  true  by  Hartley  in  several  cases 
which  he  examined,  it  is  not  true  in  every 
case.  Exceptions  are  known,  particularly  in 
those  cases  where  the  hydrogen  atom  is 
(abile  or  where  the  hydrogen  atom  ia  directly 


attached  to  the  benzene  ring.  Basing  his 
conclusions  on  somewhat  similar  evidence, 
Tuck  has  investigated  the  absorption  spectra 
of  the  hydroxyazo  compounds,  and  has  been 
able  to  determine  the  constitution  of  these, 
substances.  In  his  first  paper  he  dealt  with 
benzeneazophenol  and  benzeneazo-m-cresol,  both 
of  which  are  y-hydroxyazo  compounds.  The 
absorption  of  these  substances  was  compared 
with  that  of  their  benzoyl  derivatives  and  their 
methyl  ethers.  The  chemical  evidence  leaves 
no  doubt  that  the  methyl  ethers  and  the  benzoyl 
derivatives  of  these  hydroxyazo  compounds 
are  true  azo  compounds,  and  that  their  formulse 
are  as  follows — 

Benzene  azophenetole  0eH5-N=N-C,H4-0CH, 
Benzoyl  benzeneazophenol 

C,H5-N=N-C,H,-0-C0C,Hb. 

The  close  similarity  between  the  absorption 
of  the  parent  substances  and  that  of  the  ethers 
and  benzoyl  derivative  shows  conclusively 
that  these  parent  substances  are  true  hydroxyazo 
compounds,  and  have  formulae  of  the  typo 
C6Hs-N=N-CaHiOH,  and  not 

C,H5-NH-N=G,Hi=0. 

This  conclusion  is  strengthened  by  the  fact 
that  the  absorption  of  the  corresponding  quinone 
phenylhydrazone  derivatives  is  quite  different. 
The  compound  investigated  was  p-benzo- 
quinonebenzoylphenylhydrazone,  which  has  the 
formula  C,H6-N-N=CeHj=0 

COC.H, 

In  the  case  of  the  corresponding  o-hy- 
droxyazo-compounds  Tuck  found  that  these 
are  o-quinone  phenylhydrazones.  The  actual 
compounds  examined  were  benzeneazo-p-cresol 
and  jj-tolueneazo-^-cresol,  their  methyl  ethers 
and  'benzoyl  derivatives.  The  absorption  curves 
of  the  ethers  agree  with  those  of  the  ethers  of 
the  7)ara-compounds  and  vrith  that  of  azo- 
benzene.  This  was  to  be  expected,  as  the 
chemical  evidence  has  proved  them  to  be  azo 
derivatives.  The  benzoyl  derivatives,  on  the 
other  hand,  give^  very  different  spectra,  and 
their  curves  show  a  very  marked  and  close 
relationship  with  that  of  benzoquinone  benzoyl- 
phenylhydrazone.  There  is  no  doubt,  there- 
fore, that  these  benzoyl  derivatives  are  in  the 
quinone  hydrazone  form.  Since  the  absorption 
curves  of  the  parent  substances  show  a  marked 
agreement  with  those  of  their  benzoyl  deriva- 
tives  and  considerable  disagreement  with  those 
of  their  ethers,  it  may  be  concluded  that  the 
parent  compounds  are  quinone  hydrazones,  and 
are  derivatives,  therefore,  of  o-benzoquinone 
C,H4-NH-N=CeH4=0. 

One  of  the  most  important  theories  of  the 
colour  of  organic  compounds  is  that  known  as 
the  quinonoid  theory.  It  is  well  known  that 
j)-benzoquinone  is  a  strongly  yellow  coloured 
substance,  and  the  general  theory  has  generally 
been  held  that  visible  colour  of  compounds, 
especially  aromatic  compounds,  is  to  be  explained  . 
by  their  having  a  quinonoid  structure,  that  is, . 
they  contain  the  linking  =<^™>=-  K  may 
be  seen  at  once  that  this  theory  only  takes 
account  of  visible  colour.  Now,  every  compound 
which  exhibits  selective  absorption  is  coloured 
in  the  physical  sense,  and  it  would  seem  there- 
fore that  *ny  attempt  to  connegt  visible  colour 
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with  a  particular  structure  need  not  necessarily 
be  sound.  It  has  already  been  stated  that  the 
association  of  residual  affinities  tends  to  shift 
the  absorption  bands  towards  the  red,  and  it 
.follows  that  if  the  centres  of  unsaturation  are 
sufficiently  strong  in  character  and  suitably 
associated,  the  absorption  band  can  easily  be 
caused  to  shift  into  the  visible  region  with  a 
result  that  the  compound  will  become  visibly 
coloured. 

Evidently,  therefore,  there  is  no  necessity  for 
the  assumption  of  the  quinonoid  structure  in 
order  to  account  for  visible  colour,  though 
clearly  such  a  structure  may  give  rise  to  it. 
There  is  a  tendency  on  the  part  of  organic 
chemists  to  write  a  quinonoid  structure  wher- 
ever it  is  possible  in  order  to  account  for 
visible  colour;  but  it  may  be  said  at  once 
that  spectroscopic  observations  have  shown 
that  this  quinonoid  hypothesis  is  entirely  un- 
necessary, and.  have  indeed  proved  that  the 
particular  substances  examined  do  not  exist  in 
the  quinonoid  form. 

As  a  definite  example  of  the  association  of 
residual  a£Snity  with  the  production  of  visible 
colour  without  any  possibility  of  a  quinonoid 
configuration,  the  diketone  diacetyl  may  be 
quoted;  the  absorption  spectrum  of  this  sub- 
stance is  shown  in  Fig.  19,  and  owing  to  the 
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association  of  the  two  CH,CO  groups,  each  of 
which  alone  shows  selective  absorption  (compare 
the  monoketones  of  the  aliphatic  series),  the 
absorption  band  appears  in  the  visible  region  and 
the  substance  is  yellow.  The  case  of  camphor 
quinone  is  perfectly  analogous.  The  following 
results  show  clearly  that  the  quinonoid  theory 
is  entirely  fallacious  and  unnecessary  as  regards 
visible  colour. 

It  was  pointed  out  above  that  benzene  and 
the  condensed  ring  hydrocarbons  of  the  aro- 
matic series  show  complicated  absorption 
spectra  with  many  bands.  There  is  little  doubt 
from  the  chemical  evidence  that  in  the  case  of 
benzene  the  carbon  ring  is  perpetually  in  a  state 
of  vibration,  and  it  was  suggested  that  the 
various  absorption  bands  are  in  all  probability 
due  to  phases  in  the  configuration  of  the  mole- 
cule produced  by  its  vibrations.  Although  at 
the  time  only  seven  bands  were  described,  while 
eight  are  now  ktlown,  this  does  not  invalidate 
the  principle  then  put  forward.    It  is  endent 


that  the  vibrations  of  the  molecule  and  the  jJay 
of  forces  thereby  resulting  will  be  altered  when 
the  hydrogen  atoms  of  benzene  are  substituted 
by  other  atoms  or  groups  of  atoms.  This 
alteration  may  be  due  to  two  causes ;  firstly,  the 
change  in  the  vibration  of  the  ring  induced  by 
the  weight  of  the  substituent  group  may  play 
a  part ;  and  secondly,  the  change  in  the  play  of 
forces  due  to  the  mutual  influence  of  the  residual 
affinities  of  the  benzene  ring  and  of  the  sub-~ 
stituent  group  must  produce  some  effect. 
When  the  substituent  group  is  of  the  ortho- 
directing  type,  such  as  OH  or  NHj,  the,  absorp- 
tion band  produced  is  always  strongly  marked, 
and  is  nearer  to  the  red  than  are  the  bands  of 
benzene  itself.  When  phenol  is  dissolved  in 
caustic  soda  solution,  the  increase  in  basicity 
resulting  from  the  conversion  of  OH  into  ONa 
causes  a  still  further  shift  of  the  band  towards 
the  red.  An  exactly  similar  shift  towards  the 
'red  is  shown  in  the  case  of  aniline  when  the 
basicity  of  the  nitrogen  atom  is  increased  by 
the  substitution  of  the  amino  hydrogen  atoms 
by  alkyl  groups. 

On  the  other  hand,  the  substitution  of  the 
acid  NO  2  group  decreases  very  considerably  the 
absorption  of  benzene,  so  that  very  small,  if  any, 
selective  absorption  is  observed.  This  effect  is 
due  to  the  mutual  influence  of  the  benzene 
nucleus  and  the  NOj  group,  which  practically 
neutralise  one  another,  with  the  result  that  a 
condensed  system  is  formed,  showing  little  or 
no  selective  absorption. 

It  would  appear  from  the  above  that  there 
must  be  almost  perfect  balance  between  the 
residual  affinities  of  the  C,He  nucleus  and  the 
NO  J  group,  and  consequently  the -introduction 
of  a  second  group  into  the  benzene  ring,  and 
one  which  has  an  opposite  character  to  that  of 
the  NO2  group,  wiU  tend  to  destroy  this  balance 
with  a  result  that  the  new  compound  will  again 
show  selective  absorption. 

This  has  been  proved  in  the  case  of  the  three 
nitrotoluenes  ana  the  two  morionitrouaphtha- 
lenes,  as  well  as  for  certain  other  compounds 
of  the  same  type, 

A  very  good  test  case  was  found  in  the  mono- 
nitro  and  di-nitro  fluorenes 


CH, 


OH, 


and' 


for  the  former  compound,  where  only  one  of  the 
rings  has  a  nitro  group,  should  show  a  well- 
marked  absorption  band  owing  to  the  opening 
up  of  the  closed  system  of  the  one  ring  by  the 
residual  affinity  of  the  other.  In  the  latter 
compound  both  rings  have  an  NOj  group,  and 
as  there  is  no  unsaturated  group  present  to  open 
their  systems  up,  this  compound  should  exhibit 
no  selective  absorption.  The  absorption  spectra 
of  these  two  compounds  agree  perfectly  with  the 
prediction,  for  mono-iitrofluorene  shows  a 
strongly  marked  band,  while  the  dinitro  com- 
pound shows  no  band  at  aU. 

If  the  second  group  introduced  into  nitro- 
benzene be  more  markedly  different  from  the 
NO,  group,  if,  for  example,  the  absorption  of  the 
nitroanisoles  be  considered,  then  the  absorptiop 
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bands  are  very  decided,  and  are  nearer  to 
the  red  than  in  the  case  of  the  nitro-toluenes. 
The  effect  is  still  more  marked  in  the  case  of 
nitroquinoldimethyl  ether,  which  has  two  OCH, 
groups,  for  the  absorption  band  is  now  so  far 
shifted  towards  the  red  that  the  substance 
appears  yellow  to  the  eye. 

An  interesting  point  is  to  be  noted  with  this 
compound,  for  its  solution  in  hexane  or  a 
saturated  hydrocarbon  is  colourless.  This 
fact  might  at  first  sight  tempt  one  to  believe 
in  a  difierent  structure  for  the  compoimd  in 
the  two  solvents  alcohol  and  hydrocarbon. 
The  absorption  spectra  of  the  two  solutions, 
however,  are  very  similar,  the  only  di^erence 
being  that  the  band  is  nearer  the  red  in  the  case 
of  the  alcoholic  solution.  It  happens  that  the 
band  given  by  the  alcoholic  solution  just  lies 
within  the  limits  of  visibility,  bo  the  solutions 
appear  coloured  to  the  eye.  The  absorption 
band  with  the  hexane  solution  lies  just  beyond 
the  visible  limit,  and  therefore  the  eye  fails  to 
detect  any  colour. 

If,  now,  the  second  constituent  group  in 
nitrobenzene  be  still  more  strongly  basic,  the 
absorption  bands  of  the  resulting  compounds 
wiU  be  still  further  shifted  towards  the  red} 
with  the  result  that  these  substances  will  be 
still  more  strongly  coloured.  Thus,  for  example, 
the  absorption  bands  of  p-nitrodimethylaniline 
is  shown  by  the  full  curve  in  Kg.  20.  It  is 
evident  froiii  what  has  been  said  that  this 
absorption  band  is  due  to  the  opening  up  of  the 
condensed  system  of  nitrobenzene  by  the 
strongly  electropositive  N(CH3)2  group.  Almost 
exactly  the  same  absorption  as,  may  be  seen  by 
the  dotted  curve  in  Pig.  20  is  shown  by  para- 
nitroaniline  itself,   and   consequently   there  is 
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not  the  slightest  possible  doubt  that  the  con- 
stitution of  this  body  is  the  same  as  that  of  its 
dimethyl  derivative.    The  constitution  of  the 

latter  is  of  course     r;ij'>N — CjHjNOj    and 

therefore  the  parent  substance  must  have  the 
constitution  NHj— CeH^NOj.  This  at  Once  is 
opposed  to  the  quiuonoid  theory.  According 
to  this  theory,  the  constitution  of  the  o-  and 
i>-nitranilincs  are  to  be  represented  by  a  quino- 


noid  formula ;    that  is  to  say,  the  formula  of 
p-nitroaniline  would  be — 


HN 


<:>■ 


/OH 


The  quinouoid  themry  has  also  gained  COU' 
siderable  support  from  the  fact  that  mtla- 
substituted  compounds  as  a  rule  show  less 
colour  than  that  of  the  isomeric  oriho-  and 
para-  bodies.  As  a  static  meto-quinone  struc- 
ture in  a  simple  compound  seems  to  be  impossible 
the  case  for  that  structure  of  the  artho-  and 
para-isomers  was  strengthened.  Although  it 
is  ftue  that  the  meta-compounds  are  less  coloured, 
yet,  generally  speaking,  their  absorption  curves 
show  bands  similar  to  those  of  the  oriTio-  and 
para-  substances,  though  they  are  less  pro- 
nounced. As  a  result  of  this  it  is  evident  that 
the  upholders  of  the  quinonpid  theory  ought  to 
accept  a  quinonoid  structure  for  these  mete- 
derivatives.  As  a  matter  of  fact,  however,  the 
absorption  band  of  mc(a-nitro<h'methylaniline 
is  distinctly  nearer  to  the  red  than  the  band  of 
meta-nitroaniline  itself  and  so  the  substance 
is  stiU  more  strongly  coloured.  This  of  course 
is  due  to  the  fact  that  the  basicity  of  the  nitrogen 
atom  has  been  increased  by  the  substitution  of 
its  hydrogen  atom  by  the  methyl  groups,  and 
the  shift  of  the  absorption  band  is  exactly 
analogous  to  the  shift  observed  on  methylating 
aniline,  as  has  already  been  noted. 

The  three  nitrpanilines  and  their  dimethyl 
derivatives  therefore  show  exactly  analogous 
absorption,  and  clearly  they  must  possess  the 
same  constitution. 

The  explanation  of  the  absorption  and  colour 
of  these  six  compounds  must  be  the  same,  and 
so  it  must  be  concluded  that  all  three  nitro- 
anilines  cannot  have  a  quinonoid  structure. 

Exactly  similar  conclusions  must  be  drawn 
respecting  the  constitution  of  the  nitrophenols 
and  their  sodium  salts.  A  comparison  of  the 
absorption  of  the  nitrophenols  with  that  of  their 
corresponding  methyl  and  ethyl  ethers  shows 
at  once  that  the  nitrophenols  themselves  are 
certainly  not  quinonoid.  The  change  in  colour 
observed  when  these  substances  are  treated 
with  sodium  hydroxide  must  be  due  simply 
to  the  shift  of  the  absorption  band  towards 
the  red  which  is  always  produced  when  a  phenol 
is  converted  into  its  sodium  salt.  As  has  already 
been  said,  phenol  itself  shows  the  same  shift  in 
its  absorption,  and,  moreover,  the  absorption  of 
sodium  phenoxide  is  the  same  as  that  of  aniline. 

The  similarity  between  the  absorption  of 
the  sodium  salts  of  the  nitro-phenols  and  the 
corresponding  nitro-anilincs  is  very  decided, 
and  consequently  there  is  no  room  for  any  doubt 
that  the  sodium  salts  of  the  nitro-phenols  do 
not  exist  in  quinonoid  form.  This  conclusion 
is  emphasised  by  the  fact  that  the  absorption 
spectrum  of  the  nitro-phenols  and  their  salts 
do  not  show  that  marked  difference  in  character 
which  would  of  necessity  ensue  if  such  a  radical 
difference  in  constitution  existed  as  required  by 
the  quinonoid  hypothesis. 

The  quinonoid  theory  has  been  used  to 
explain  the  colour  of  the  alkali  metal  salts  of 
such  compounds  as  the  nitro-benzene  azophenola 
and  the  nitro-benzene  azo-a-naphthols.  The 
speotrosoopio  examination  of  these  substances. 
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using  the  same  argument  as  detailed  above, 
shows  quite  clearly  that  these  substances  _  do 
not  exist  in  the  quinonoid  form.  As  con- 
clusive evidence  in  support  of  this  it  is  to  be 
noted  that  j)-benzoquinone  azine — 


O^-^O 


o 


exhibits  an  absorption  curve  which  is  absolutely 
and  entirely  different  from  that  given  by  any 
of  the  above  compounds. 

One  of  the  most  important  applications  of 
the  quiaonoid  theory  is  the  explanation  by  its 
means  of  the  colour  of  the  dye-stuffs.  Perhaps 
the  most  famihar  case  is  that  of  jiara-rosaniline 
hydrochloride  with  the  suggested  formula — 

C=/    \=NH,HC1 
.  NH,-^>/      ^=^ 

Similar  quinonoid  formulae  have  been  sug- 
gested for  the  other  dye-stuffs  of  this  type. 
Again,  the  same  theory  has  been  applied  to  the 
azo-dyestuffs  which  contain  the  azo-linking 
and  one  or  more  amino  groups.  Such  a  struc- 
ture may  be  exempUfied  by  that  proposed  for  the 
hydrochloride  of  y-amino  azo-benzene — 

>=NH,HC1 

and  in  this  case  the  formula  has  been  supported 
by  the  fact  that  the  absorption  of  the  above 
salt  bears  no  resemblance  to  that  of — 

0-N  =  N-0-N(CH,3 

so  that  the  hydrochloride  docs  not  seem  to  exist 
in  the  form 


-N=N^  y—. 


NH„Ha 


Some  investigations,  however,  into  the  in- 
fluence of  acid  upon  aromatic  bases  such.as  the 
aminoaldehydes  and  aminoketones  show  that 
the  above  quinonoid  formulse  are  unnecessary 
and  improbable.  It  has  been  found  that  the 
addition  of  small  -  quantities  of  hycJroohlorio 
acid  to  the  alcoholic  solution  of  these  bodies 
produces  a  very  marked  coloration  which 
gives  rise  to  a  new  absorption  band  in  the  visible 
region.  It  is  necessary  that  less  than  one 
equivalent  of  hydrochloric  acid:  be  added  for 
the  colour  to  be  produced,  and  the  addition  of  a 
further  quantity  of  acid  destroys  the  colour 
and  forms  the  true  hydrochloride.  __  These 
colours  are  due  to  the  formation  of  an  inter- 
mediary phase  through  which  the  base  passes 
before  its  conversion  into  the  salt.  This  inter- 
mediary phase  is  perfectly  stable  in  the  presence 
of  the  small  quantity  of  acid.  In  the  case  of  a 
mon-acid  base  such  as  p-aminobenzaldehyde, 
J  eq.  of  HCl  produces  the  best  results.  With 
a  di-acid  base  as  Michler's  ketone  (tetra- 
methyl  diaminobenzophenone) — 


CH, 
CH, 


>N 


_/- 


CO— c: 


^  <CH, 


one  equivalent  of  acid  is  best.    As  it  is  known 


that  the  coloured"  compound  is  not  a  true 
hydrochloride,  therefore  in  this  latter  case  it 
must  be  concluded  that  the  hydrochloric  acid 
distributes  itself  equally  between  the  two 
nitrogen  atoms.  The  analogy  with  rosaniline 
hydrochloride  is  quite  apparent,  for  in  this  salt 
the  affinity  of  the  acid  radicle  influences  all  the 
nitrogen  atoms,  and  so  the  colour  is  due  to  the 
fact  that  the  intermediate  phase  happens  to 
exist  as .  a  stable  crystalline  substance.  This 
view  is  borne  out  by  the  fact  that  the  trihydro- 
chloride  has  far  less  deep  a  colour  than  the 
monohydrochloride^  Again,  it  must  follow  if  this 
view  be  correct  that  it  should  be  possible  to 
produce  a  liighly  coloured  iiitermediate  phase  of 
the  leuoo  base  of  a  dye  by  means  of  a  suitable 
acid  solvent.  Such,  indeed,  can  be  done,  for 
if  the  leuco  base  be  dissolved  in  nitrobenzene 
the  solution  is  highly  coloured.  For  example, 
if  the  leuco  base  of  malachite  green 


(CH3),N. 


(CH,),N 


be  dissolved  in  nitrobenzene  the  solution  shows 
a  magnificent  red  colour,  which  is  discharged 
on  dilution  with  alcohol. 

Exactly  the  same  arguments  apply  to  the 
amuioazo  colours,  for  in  these  bodies  there  are 
present  at  least  two  basic  groups  amongst 
which  the  acid  radicle  distributes  itself  with  the 
formation  of  an  '  intermediate  phase,'  which 
is  a  stable  crystalline  substance. 

If  a  solution  of  azobenzene  is  treated  with 
hydrochloric  acid,  th?  absorption  spectrum  will 
change,  and  a  new  absorption  band  will  be 
obtained  nearer  to  the  red  than  that  of  azo- 
benzene itself.  The  phenomenon  doubtless  is 
due  to  the  same  cause  as  in  the  case  of  the 
aminoaldehydes  and  ketones  mentioned  above,' 
the  only  difference  -being  that  o'n'ing  to  the  far 
less  pronounced  basic  character  of  the  nitrogen 
atoms  a  much  greater  concentration  of  acid  is 
require^.  In  the  case  of  the  aminoazo  com- 
pounds when  in  acid  solution  a  much  less  con- 
centration of  acid  is  required,  since  the  amino 
group  acts  as  a  '  carrier,'  and<  the  affinity  of  the 
acid  then  is  distributed  bet^veen  the  amino 
and  azo  groups  with  the  formation  of  the  highly 
coloured  intermediate  phase.  It  has  already 
been  pointed  out  that  the  formula  of  the  hydro- 
chloride of  aminoazobenzene  cannot  be  ex- 
pressed by  the  static  formula — 

<^~^-N=N-^~^NHj,HCl 

but,  as  now  may  be  understood,  the  formula 
is  preferably  to  be  written — 


y    ^Nlij^HCl. 


The  quinonoid  formula 


<;_\_NH-N=<3=: 


NH,HC1 


may  be  ruled  out,  of  course,  because  the  absorp- 
tion spectrum  given  by  aminoazobenzene 
hydrochloride    bears   no    resemblance   to    that 

of  either  of  the  similar  substances  which  nve 
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known  to  possess  a  qumonoid  structure,  namely, 
0  =  /^\=N— N=<('^\=0 


and 


c 


'<:>'0- 


These  two  substances  have  already  been  dealt 
witn  above. 

These  foregoing  arguments  might  be  ex- 
tended considerably  and  applied  to  many  other 
compounds,  the  colours  of  which  have  been  ex- 
plained by  the  quononoid  hypothesis,  but 
sufficient  has  already  been  said  to  show  that 
this  conception  is  either  entirely  negatived  or 
rendered  quite  unnecessary  and  improbable  in 
every  case  where  the  spectroscope  has  been 
«pplied.  In  the  bibliography  dealing  with  this 
particular  branch  of  spectroscopic  work  a  very 
complete  list  of  papers  is  given,  and  perhaps  a 
seeming  discrepancy  may  be  pointed  out  so  as 
to  guard  against  a  possible  misconception. 
In  the  earlier  stages  of  the  investigation  dealing 
with  the  absorption  of  the  nitrophenolsand  the 
nitranilines  the  results  obtained  were  interpreted 
as  being  in  favour  of  the  quinonoid  theory, 
and  it  was  not  for  some  time  that  the  conclusion 
was  definitely  arrived  at  that  these  previous 
arguments  were  unsound.  This  recantation, 
together  with  the  definite  proofs  in  favour  of 
the  views  detailed  above,  was  published  in  1910. 

The  absorption  spectrum  of  pyridine  and  its 
derivatives  give  some  considerable  support  to 
the  view  advanced  above  of  the  vibrations  of 
the  ring  in  the  aromatic  compounds.  As  was 
first  shown  by  Hartley,  pyridine  gives  an  absorp- 
tion band  with  its  head  at  -  =3900,  and  the 

addition  of  hydrochloric  acid  to  the  solution 
enormously  increases  the  depth  or  persistence 
of  the  band  without  changing  its  position. 
Later  observations  show  that  this  is  also  true 
with  the  pioolines  and  with  lutidine.  The 
vibrations  present  in  the  benzene  ring ,  are 
modified  and  restrained  by  the  residual  affinity 
of  the  nitrogen  atom,  which  has  been  substi- 
tuted for  one  of  the  carbon  atoms  of  benzene, 
and  when  this  residual  affinity  is  almost  entirely 
removed  by  the  addition  of  an  excess  of  hydro- 
chloric acid  the  restraint  is  considerably  reduced, 
and  the  vibrations  become  less  restricted.  The 
constitution  of  the  three  pyridones  or  hydroxy- 
pyridines  was  determined  from  their  absorption 
in  the  following  way.  In  the  case  of  the  a  com- 
pound it  was  found  that  an  alcoholic  solution 
shows  a  well-marked  band,  and  the  addition  of 
hydrochloric  acid  only  shifts  the  band  a  little 
nearer  to  the  ultra-violet  without  increasing 
its  persistence.  Furthermore,  the  addition  of 
sodium  ethylate  does  not  shift  the  position  of 
the  band.  The  substance  cannot  therefore  be 
^phenolic  in  character ;  that  is,  it  cannot  have 
N 

ch/'^.coh 
crI  Jch 


the    formula 


for  if   it  had  this 


constitution^  sodium  ethoxide  would  shift  the 
baud  towards  the  red,  as  always  happens  with 
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phenols ;  and  further,  since  8Uch  a  compound 

would   bo   a   true   pyridine   derivative,   hydro- 
chloric acid  would  increase  the  persistence  of 
the  absorption   bands.     Clearly,  therefore,  the 
NH 


formula  must  be 


ch/\co 


CH! 


^^ 


a  conclusion  which 


formula 


is  confirmed  by  the  close  analogy  of  the  absorp^ 
tion  spectrum  of  N-methyl  2-pyridone — 
NCHj 

ch/\co 

CH[I^  'CH 
CH 
Exactly  the  converse  is  true  in  the  case  of  the 
;3-isomeride,  for  the  absorption  band  of  this  com- 
pound is  shifted  towards  the  red  by  sodium 
ethoxide,  and  the  effect  of  hydrochloric  acid  is 
very  markedly  to  increase  its  persistence.  The 
compound,  therefore,  must  be  phenolic,  and  a 
true  pyridine  derivative ;  that  is,  it  has  the 
N 

QxA      In-OH'  Moreover,  the  position  of 

CH 

the  absorption  bands  shows  considerable  analogy 
with  those  of  phenol  itself. 

The  y-isomeride  is  peculiarly  interesting,  the 
compound  showing  an  absorption  band  which 
is  entirely  removed  by  the  addition  of  sodium 
ethoxide.  This  observation  is  analogous  to 
the  case  of  the  aliphatic  monoketones.  The 
inference  may  be  drawn  from  this  that  the 
substance  is  ketonic  and  has  the  formula 
NH 

ch/\ch 
chII  JJCH 

CO 

This  is  strikingly  confirmed  by  the  action  of 
hydrochloric  acid,  which  entirely  alters  the 
absorption,  as  may  be  seen  from  the  full  curve 
(Fig.  21),  where  the  dotted  curve  is  that  of  the 
7-pyridone  itself. 

The  hydrochloric  acid  should  lock  the  com- 
HCl 

NH 

pound  in  the  form  rrFr/Xpji  ^^'^   ^^   ^^'^  ^^ 

CHi!    |CH 


CO 

group  is  between  two  ethylenic  linkings  a  new 
absorption  band  should  be  produced. 

It  was  found  that  phorone,  in  which  this 

CH,  CH,  CH,  CHj 


Y 

linking  occurs        || 
HC 

Y 

II        gives   a,   very 
CH 

-C^ 

II 
0 

similar     absorption. 

Clearly,    therefore,    the 

pyridone  formula  is  confirmed. 
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Exactly  similar  CoiKilusions  are  to  be  drairn 
fiom  the  absorption  curves  of  y-lutidone — 
NH 


I,C-C      C- 


CH, 


HG     CH 

V 

II 

O 

and  here  confirmatory  evidence  was  forthcoming 
in  the  fact  that  7-ethoxylutidine — 

N 


A-c 


H,G-0     C-CH, 
HO      CH 


6-C,Hj, 
shows  no  absorption  band,  and  therefore  must 
have  an  entirely  different  composition  from  the 
parent  lutidone. 

Somewhat  similar  arguments  have  to  be 
applied  to  the  elucidation  of  the  constituents 
of  the  pyrones  and  certain  applied  compounds. 
It  is  well  known  that  the  p}Tones  do  not  form 
oximes  or  phenylhydrazones,  and  Collie  pointed 
out  that  this  fact  could  not  be  reconciled  with 
the  ordinary  formula  for  the  pyrones,  for 
O 


rA: 


CH 


example,      HG     CH,   and    he    suggested   the 


Y 


HCH 


o 

bridged  ring  structure  for  dimethylpyrone — 

H3G'C^?'^C-CH, 
6 

The  absorption  curves  of  pyroue  itself, 
dimethyl  pyrone,  and  tetramethylpyrone  show 
no  absorption  bands,  but  only  a  slight  step-out, 
as  is  shown  by  the  fuU  curve  in  Fig.  22.  Ihe 
absorption  curves  of  the  hydrochloride  do  not 
even  show  this  step-out,  as  can  be  seen  from  the 
dotted  curve  (Fig.  22).  It  is  not  possible  to 
reconcile  these  observations  with  the  ordinary 
formula,  which  contains  a  CO  group  between 
two  ethylenic  linkings,  but  they  are  just  what 
would  be  expected  from  Collie's  bridged 
formula,   in   which :  case   the   formula   of   the 

hydrochloride  would  be  HjC-Cjrjj  I)  qIC-CB, 
flOx^^^CH 

and  the  step-out  in  the  absorption  curve  of 
the  dimethylpyrone  itself  may  be  traced  to 
the  residual  afSnity  of  the  oxygen  atom  in.  the 
bridge,  which  is  neutralised  by  the  addition  of 
the  hydrochloric  acid  molecule.  The  addition 
of  80(&um  ethoxide  to  the  alcoholic  solution  of 
Uiese  bodies  introduces  a  great  change  in  the 


absorption,  as  can  be  seen  from  the  dot-and-dash 
curve  in  Kg.  22,  which  is  that  of  dimethylpyrone 

OscillaHan  Frequencies. 

?8       sax)     32        M        36        38      WHO     42       « 


Fig.  21. 

in  the  presence  of  87  equivalents  of  sodium 

ethylate.    This  curve  is  very  strikingly  similar 

Osciflatiop  Frequencies 

Z8      3000     32        34        36       36      MOO     42 


FlO.    22. 


to  that  of  7-lutidone  in  the  presence  of  hydro, 
chloric  acid,  and  as  the  chemical  evidence  shows 
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that  an  ad<lition  compound  of  dimethylpyione 
and  sodium  ethoxide  is  formed,  this  suggests 
at   once   an   analogous   constitution   for   that 

H,CC-^"*^CCH, 


compound,  vie.       Hi 


The  addition  of  caustic  soda  to  an  aqueous 
solutJbn  of  dimethylpyrone  gives  an  entirely 
different  absorption.  It  is  well  known  tha,t 
dimethylpyrone  in  aqueous  caustic  soda  solu- 
tion gives  the  sodium  salt  of  diacetylacetone, 
and  indeed  the  absorption  curve  of  dimethyl- 
pyrone under  these  conditions  approximates  to 
that  of  diacetylacetone  in  aqueous  alkali,  so 
no  doubt  a  considerable  quantity  of  this  sub- 
stance is  formed. 

The  determination  of  the  constitution  of 
diacetylacetone  is  complicated  by  the  fact 
that  the  substance  might  have  one  of  the 
following  constitutions :— 

CH,— C(i^9%G-CH3   HjCOji^  ^iCCHa 
H-O-OH 

EC''       I       ICH  CH!!^       I!CH 

d 
1.  2. 

CH,— CO— CH,— CO— CHj— CO— CH, 
3. 

and  of  these  (1)  is  at  once  ruled  out  by  the  fact 
that  diacetylacetone  in  no  case  shows  an  absorp- 
tion resembling  that  of  dimethylpyrone  hydro- 
chloride. In  order  to  gain  some  idea  of  the 
absorption  likely  to  be  given  by  formula  (3), 
tetracetylethane — 

Ch'— CO>^~"^^<CO— CH, 

was  examined  in  neutral  and  alkaline  solu- 
tions. The  constitution  of  this  body  is  per- 
fectly well  known,  and  it  was  to  be  expected 
that  its  absorption  will  be  analogous  to  the 
open  chain  form  (3)  of  diacetylacetone.  It  was 
found  that  there  was  a  strong  similarity  between 
the  absorption  of  the  diacetylacetone  in  water 
and  tetracetylethane.  The  conclusion  follows 
at  once  that  in  aqueous  solution  diacetylacetone 
exists  in  the  open  chain  form. 

The  alcoholic  solution  of  diacetylacetone  is 
,  different,  for  it  exhibits  a  very  broad  absorption 
band.  This  band,  however,  extends  over  the 
regions  occupied  by  the  band  of  the  open  chain 
form  of  the  substance  and  by  the  band  of  the 
sodium  ethoxide  compounds  of  the  dimethj'l- 
pyrones. 

It  may  be  concluded,  therefore,  that  in  alco- 
holic solution  diacetylacetone  exists  as  a  mixture 
of  the  forms  (2)  and  (3),  and  this  conclusion  is 
strengthened  by  the  fact  that  the  addition  of 
sodium  ethoxide  to  the  alcoholic  solution  causes 
the  broad  band  to  be  resolved  into  two  bands, 
one  of  which  is  the  same  as  that  of  the  sodium 
ethoxide  compound  of  dimethylpyrone  and  the 
other  is  that  of  diacetylacetone  in  aqueous 
alkali  solution. 


From  similar  arguments  it  was  found  that  the 
colourless  solution  of  ethyl  xanthochelidonate 
in  chloroform  corresponds  to  the  form — 
O2H5OOO— C(OH)=CH— CO— CH=C(OH)— COOCjH, 
whilst  the  yellow  alcoholic  solution  contains  also 
the  closed  form — 


H,C,0. 


Hv  ^OH 


o=b-c/\c— c=o 

M-'CH 


OC,H, 


0 

Finally,  the  results  obtained  in  the  examina- 
tion of  the  absorption  of  dehydracetio  acid  and 
some  closely  allied  substances  would  seem  to 
argue  that  Collie's  formula  for  this  substance 
is  the  correct  one,  viz. — 

O =C/  I  %C— CHj— CO— CHj 

H,C^^^CH 

The  simplest  organic  compounds  at  present 
known  which  exhibit  selective  absorption  are 
the  aliphatic  ketones  and  allied  compounds  of 
the  type  of  ethylacetoacetate  and  acetylacetone. 

A  few  words  may  be  said  about  these  com  ■ 
pounds,  because  the  substitution  of  the  hydrogen 
atom  by  the  methyl  group  here  induces  a  marked 
change  in  the  absorption  curves.  A  comparison 
of  the  absorption  of  ethyl  acetoacetate  with  the 
well-known  alkyl  derivatives  ethyl  methyl- 
acetoacetate  (I.)  and  ethyl  ;8-ethoxycrotonato 


CH, 

ci, 

HC— CH, 


CH, 


(I) 


and 


C— OCjI 


CH 


(H) 


COOCjHj  COOCjHj 

showed  that  the  parent  substance  does  not 
agree  in  its  absorption  with  either  of  the  two 
derivatives.  Substances  (I.)  and  (II.)  do  not 
show  any  absorption  hSai  in  alcoholic  solution, 
whilst  ethylacetoacetate  alone  shows  a  tendency 
towards  a  band,  and  in  presence  of  one  or  two 
equivalents  of  sodium  ethoxide  shows  a  well- 
marked  band.  From  this  it  was  concluded 
that  ethylacetoacetate  in  alkaline  solution  is 
in  a  state  of  dynamic  equilibrium,  and  that 
the  absorption  band  is  due  to  the  reversible 

CO  O-ONa 

process     I  ^      ||  and  also  that  the 

CHNa  CH 

I,     .  I 

strongly  marked  band  of  acetylacetone  in  neutral 
solution  is  due  to  a  similar  process.  Since  that 
time  investigations  along  two  different  lines 
have  necessitated  a  slight  modification  in  the 
above  explanation  of  the  absorption  band.  In 
the  first  place,  it  has  been  shown  that  all  tauto- 
meric changes  of  the  above  type  are  very  much 
slower  than  is  required  by  the  above  theory; 
and  secondly,  that  absorption  bands  are  shown, 
I  too,    when     such    tautomeric    equilibria    are 
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impossible,  as,  for  eSample,   in  aa'-substituted 


Br 


/C\/-ijj 
camphor  derivatives   CsHi,<   |  ' 

\co 

There  is  no  doubt,  however,  that  ethyl- 
acetoacetate  can  react  either  in  the  ketonic  or 
the  enolic  form  corresponding  to  1.  or  II.  above, 
and  also  that  there  can  be  no  doubt  that  the 
difEerence  in  the  absorption  of  the  body  from 
that  of  the  two  fixed  derivatives  I.  and  II.  is 
to  be  attributed  to  this  cause,  although  it  cannot 
be  said  that  the  absorption  band  is  due  actually 
to  the  dynamic  equilibrium.  Some  recent  and 
as  yet  unpublished  experiments  have  shown 
that  the  compound  I.  and  the  still  more  rigidly 

CH3       . 

ketonic  substance  I  exhibit  a 

CH3 — C — CHg 

COjCjH, 

well-marked  band  in  presence  of  a  great  excess 
of  sodium  ethoxide,  whilst  the  compound  II. 
shows  a  band  in  presence  of  excess  of  acid.  EYom 
this  it  is  evident,  were  such  evidence  required, 
that  the  band  cannot  be  due  to  tautomerism 
alone.  It  must  originate  in  the  mutual  influence 
of  the  residual  affinities  of  the  alkali  or  acid 
upon  I.  or  II.,  as  the  case  may  be.  The  extreme 
ease  with  which  ethyl  acetoacetate  gives  a  band 
-Aith  alkali  therefore  must  be  connected  with 
the  ease  with  which  this  compound  can  pass  from 
the  ketonic  into  the  enolic  form  and  vice  versd. 

Since  acetylacetone  gives  an  absorption 
band  when  dissolved  in  alcohol  alone,  it  follows 
that  the  keto-enol  change  is  even  more  easily 
brought  abou(>  than  in  the  case  of  ethyl  aceto- 
acetate. The  absorption  band  in  these  com- 
pounds, then,  is  a  measure  of  the  amount  that 
the  closed  systems  are  opened  up  by  the  in- 
fluence of  the  solvent,  and  in  certain  respects 
may  be  considered  as  being  analogous  to  that  of 
the  weak  aromatic  bases  discussed  above. 

Although  the  absorption  band  is  not  due  to 
the  presence  of  a  tautemeric  equilibrium,  yet 
the  difference  in  the  ease  with  which  the  absorp- 
^  tion  band  can  be  developed  forms  a  measure  of 
the  labile  character  of  the  hydrogen  atom  in 
the  parent  compound.  For  this  reason,  although 
a  new  explanation  of  the  origin  of  the  absorption 
band  is  introduced,  it  may  readily  be  understood 
that  spectroscopic  results  give  a  method  of 
testing  the  presence  of  a  labile  or  potentially 
labile  hydrogen  atom. 
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Tuck,  W.  B.  The  Constitution  of  Hydr- 
oxyazo  Compounds.  Ibid.  1907,  91,  449  ;  1909, 
95,  1809.  E.  C.  C.  B.     " 

SPECULAR    IRON    ORE    v.    Isoir ;     also 

HEMATITE. 

SPECULUM  METAL.  An  alloy  of  1  mole- 
cular proportion  of  tin  and  4  of  copper  and  a 
small  quantity  of  arsenic,  used  for  making  the 
mirrors  of  reflecting  telescopes. 

SPEISS  V.  Cobalt. 

SPELTER  V.  Zmo. 

SPERMACETI  v.  Waxes. 

SPERMACETI,  VEGETABLE,  Insect  wax  v. 
Waxes. 

SPERM  OIL  V.  Oils,  fixed,  and  pats. 

SPERMIN  V.  Synthetic  drugs. 

SPERRYLITE.  A  mineral  of  interest  as 
being  the  only  naturally-occurring  compound  of 
platinum.  It  is  the  diarsenide  PtAsj,  and  forms 
minute,  tin-white  crystajs,  which  are  cubic  with 
the  same  degree  of  symmetry  as  iron-pyrites 
(FeSj).  It  was  found  in  1889  as  a  loose  crystal- 
line powder,  filling  small  pockets  in  decomposed 
pyritio  ore  at  the  Vermillion  gold  mine  in  the 
iUgoma  district  (22  miles  west  of  Sudbury), 
Ontario.  The  platinum  detected  in  small 
amounts  (0-006-0-24  p.c.)  in  the  pentlandite 
and  niokelif  erous  pyrrhotite  of  Sudbury,  Ontario, 
is  perhaps  present  as  sperrylite.  A  few  minute 
crystals  of  sperrylite  have  been  isolated  from  the 
platiniterous  copper  ore  (co  vellite)  of  the  Rambler 
mine  in  Medicine  Bow  Mountains,  Wyoming. 
Other  localities  are  in  North  Carolina  and 
British  Columbia,  but  the  mineral  is  always  of 
very  sparing  occurrence.  The  frequent  presence 
of  traces  of  platinum  in  sulphide  ores  of  nickel 
and  copper  is,  however,  a  promising  indication 
for  future  discoveries  (v.  F.  W.  Clarke,  Data  of 
Geochemistry,  Bull.  U.S.  Geol.  Survey,  No.  330, 
1908,  610).  L-  J-  S. 

SPESSARTITE  v.  Gaknet. 

SPHACELINIC  ACID  v.  Eegot  op  eye. 

SPHiEROSIDERITE  v.  Chalybitb. 

SPHENE  V.  Calcium  ;  also  Titanium. 

SPIEGEL-EISEN  v.  Ieon. 

SPIKENARD  OIL  {Valeriana  cdtica  [Linn.]) 
is  a  thick  yellow  oil  with  an  odour  resembling 
that  of  valerian  and  hazelwort  oils.  It  has 
sp.gr.  0-9693  at  20° ;  [a]p— 42°  saponification 
value  62-5;  ester  value  (after  saponification  and 
acetylation),  71-9.  It  contains  palmitic  acid 
and  a  sesquiterpene,  b.p.  255°,  sp.gr.  09359  at 
20°,  [ojj,— 30-88°   (J.   Soc.    Chem.    Ind.    1909, 

1272. 

SPINACH,  Spinacia  oUracia  (Linn.).  Several 
varieties  are  known.    The  leaves  are  used  as  a 


Average  composition  (Konig) — 
Water  Protein  Fat  Sugar  OtherN-free  extract  Fibre  Ash 
89-2-    2-7    0-5    0-1  3-5  0-9   2-0 

About  half  the  total  nitrogen  exists  as  real 
proteid,  and  the  N-free  extract  includes  about 
0-9  p.c.  of  pentosans. 
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SPINACH. 


Spinach  is  remarkable  for  the  high  proportion 
of  iron  which  it  contains,  largely  in  the  iorm  of 
organic  compounds. 

Eonig  gives,  as  .the  composition  of  the  ash — 

KjO    NajO     CaO    MgO  FejOj  F^O,    SO3    SiO„     CI 
16-6 -35-3     11-9    6-4    3-4    10-2    6-9    4-5    6-3 

Scrger  (Chem.  Zentr.  1906,  i.  1668)  found  that 
™nter  spinach  contained  from  86  to  89'5  p.c. 
of  water,  9'5  to  13'3  p.c.  of  combustible  matter, 
and  1-9  to  3-1  p.c.  of  ash.  100  grms.  of  the 
dry  substance  contained,  on  the  average,  0'104 
grm.  of  iron.  From  100  grms.  of  fresh  winter 
spinach,  dilute  alcohol  extracted  4-,3  grms.  of 
substance  which  contained  0-178  p.c.  of  iron  and 
gave  26-23  p.c.  of  ash,  while  the  residual  material 
yielded  8-7  grms.  of  dry  substance  containing 
0-066  p.c.  of  iron,  and  gave  9-18  p.c.  of.  ash. 
A  considerable  amount  of  the  iron  was  also 
present  in  the  matter  extracted  by  a  mixture 
of  benzene,  chloroform,  and  ether  from  the 
fresh  leaves. 

The  amount  of  iron  in  spinach  may  be  con- 
siderably increased  by  the  addition  of  ferric 
oxide  to  the  soil  (Czadek,  Chem.  Zentr.  1904,  i. 
832). 

Fop  the  great  increase  of  crop  resulting  from 
the  use  of  sodium  nitrate  and  other  artificial 
manures,  v.  Dyer  and  Shrivell,  J.  Roy.  Hort. 
Soo.  1903,  27,  part  4).  H.  I. 

SPINEL  {Spinelh,  Fr.).  A  double  oxide  of 
magnesium  and  aluminium  01  a  magnesium 
aluminate,  MgO-Al^Oj  or  MgAl^Oj,  crystallised 
in  the  cubic  system.  The  name  is  also  applied 
to  a  large  isomorphous  group  of  cubic  minerals 
with  the  general  formula  R"Rj'04,  where 
R"=Mg,  Fe,  Zn,  Mn,  and  R"'=A1,  Fe,  Or,  Mn. 
Other  members  of  this  group  are  magnetite, 
chromite,  franklinite,  gahnite  {qq.v.).  Spinel 
proper  is  .of  importance  as  a  gem-stone.  When 
red  it  is  known  as  '  ruby-spinel,'  '  spinel-ruby,' 
or  '  balas-ruby,'  and  is  often  mistaken  for  the 
true  ruby  or  corundum  {q.v.),  from  which  it  is 
distinguished  by  its  optically  isotropic  character, 
lack  of  pleoohroism,  and  lower  sp.gr.  (3-6-3-7) 
and  hardness  (8).  Large  numbers  of  small, 
water-worn  crystals  are  found  in  the  gem- 
gravels  of  Ceylon.  These  are  octahedral  in 
form  and  often  twinned  on  a  face  of  the  octa- 
hedron (hence  the  term  spinel-twin  for  this 
type  of  twinning).  Blue  spinel  ('  sapphire- 
spinel  ')  is  much  less  common ;  stones  of 
excellent  quality  have  been  made  artificially 
(i>.  Gems,  artificial).  Spinel  is  much  used 
for  the  jeweUed  pivot-supports  of  clocks  and 
watches.  L.  J.'S. 

SPIRIT  OF  AMMONIA  v.  Ammonia. 

SPIRIT  OF  HARTSHORN  v.  Ammonia. 

SPIRIT  OF  SALT  v.  Hydkochlomc  acid. 

SPIRIT  OF  WINE  V.  Alcohol. 

SPIRIT  VARNISHES  v.  Varnishes. 

SPIROSAL.  Trade  name  for  the  glycol  ester 
of  salicylic  acid  OH-C.Hj-CO-OCHj-CHj-OH; 
A  colourless  oily  liquid,  b.p.  169°-170°,  at  12  mm. 
Soluble  in  water,  alcohol,  and  ether,  and  readily 
miscible  with  oUs  {v.  Salicylic  acid  and  Syn- 
thetic drugs). 

SPLENIN  v.  Synthetic  drugs. 

SPODUMENE  (Triphane,  Fr.).  A  member 
of  the  pyroxene  group  of  minerals  consisting  of 
lithium  and  aluminium  meta-silicate  LiAl(SiO,)2, 


and  crystallising  in  the  monoclinio  system. 
This  formula  requires  8-4  p.c.  of  lithia,  but, 
owing  to  partial  replacement  by  potash  and 
soda,  analyses  show  only  about  5-7  p.c.  The 
mineral  is  occasionally  mined  as  a  source  of 
lithiurn  salts.  Sp.gr.  3-1-3-2,  hardness  6J-7. 
The  name  *  spodumene '  (from  airoBovfievos,  some- 
thing burned  to  ashes)  has  reference  to  the 
ash-grey  colour  shown  by  the  common,  opaque 
material.  Transparent  crystals  are,  however, 
colourless  or  often  beautifully  coloured,  and  are 
cut  as  gem-stones.  These  are  strongly  pleo- 
chroic,  but  they  have  the  disadvantage  of 
readily  splitting,  owing  to  the  presence  of  a 
perfect  prismatic  cleavage.  Clear  yellow  (rarely 
blue)  fragments  come  from  the  gem-gravels  of 
Brazil.  Bright  emerald-green  crystals,  coloured 
by  a  trace  of  chromic  oxide,  are  found  sparingly, 
together  with  beryl  (emerald),  in  gneiss  at  Stony 
Point  in  Alexander  Co.,  North  Carolina ;  this 
highly-prized  gem-variety  is  known  as  '  hidden- 
ite '  (or  sometimes  erroneously  as  '  litMa- 
emeiald  ').  '  Kunzite  '  is  another  gem-variety 
of  a  delicate  lilac  or  violet  shade  of  colour,  which 
has  recently  been  found  in  the  pegmatites  at 
several  places  in  San  Diego  and  Riverside 
Counties  in  California  and  at  Antsirabe  in 
Madagascar.  Large  prismatic  crystals  of  dull 
spodumene  are  well  known  from  Huntington 
(formerly  Norwich)  in  Massachusetts,  whilst  in 
the  Etta  tin  mine  at  Harney  Peak  in  the  Black 
Hills  of  South  Dakota  enormous  crystals,  measur- 
ing as  much  as  42  ft.  in  length  and  with  a  cross- 
section  of  3  by  6  ft.,  have  been  found ;  37  tons 
of  spodumene  have  been,  it  is  said,  mined  from 
a  single  crystal  (F.  L..Hess  and  R.  C.  Wells, 
Amer.  J.  Sci.  1911,  31,  433).  L.  J.  S. 

SPRUCE  OCHRE.    Brown  ochre  v.  Pigments. 

SQUILL.  (Scilla  ;  Scille,  Fr. ;  Meerzwiebel. 
Cfer.) 

The  fleshy  bulb  of  Urginea  Scilla  (Steinheil), 
a  liliaceous  plant  found  on  the  shores  of  the 
Mediterranean  (Bentl.  a.  Trim.  281).  It  has 
been  employed  in  medicine  from  ancient  times 
as  a  diuretic  and  expectorant.  The  bulb, 
already  dried,  is  imported  into  this  country  mostly 
by  way  of  Malta.  Under  the  microscope  the 
cells  of  its  modified  leaves  are  seen  to  be  loaded 
with  mucilage,  in  which  numerous  needle-shaped 
or  square  prismatic  crystals  of  calcium  oxalate 
are  suspended  (Fliick.  a.  Haub.  690). 

The  mucilage  of  squill  contains  a  gum,  which 
is  precipitated  by  basic  lead  acetate,  an  uncrys- 
taUisdble  sugar  (Fliick.  a.  Haub.)  and  sinistrin 
C'«Hi|,05(Schmiedeberg,Zeitsch.  physiol.  Chem. 
3, 1 12 :  Ber.  12, 704).  The  sinistrin  of  Sohmiede- 
berg  is  probably  a  distinct  substance  from  the 
constituent  of  dahlia  root  described  under  the 
same  name  by  Marquart  (Annalen,  10,  91). 
After  removal  of  the  gum  from  squill  mucilage, 
by  treatment  with  basic  lead  acetate,  milk  of 
lime  is  added,  when  an  insoluble  calcium  com- 
pound is  formed,  from  which  free  sinistrin  may  be 
liberated  by  carbonic  acid.  It  is  purified  by 
successive  solution  in  water  and  precipitation 
by  alcohol.  Sinistrin  is  a  white  amorphous 
powder,  soluble  in  water,  insoluble  in  alco- 
hol, is  Isevorotatory  (cf.  Kiihneman,  Ber.  8, 
387),  and  does  not  reduce  Fehling's  solution. 
Diastase  is  without  effect  upon  it,  but  by 
boiling  with  dilute  acid  it  is  converted  into 
laevulosc  and  inactive  glucose.    The    '  sciUiq '  ., 
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of  Riohe  and  Rfimoiit  (J.  Pharm.  Chim.  [v.] 
2,  291)  appears  to  be  nearly  related  to 
sini  !trin. 

By  treating  an  alcoholic  extract  of  squill 
with  tannic  acid,  a  compound  is  obtained  con- 
taining  the  bitter  and  more  active  constituent  of 
squill.  This  has  not  been  satisfactorily  isolated, 
although  under  the  name  of  scilUiin  or  sculein 
it  has  been  much  investigated.  See  further  Man- 
det  (Compt.  rend.  51,  87),  Schroft  (Neues  Rep. 
Pharm.  14,  241),  Righini  (Rep.  Pharm.  63,  87), 
TiUoy  (J.  Pharm.  Chim.  12,  635  ;  [iii.l  23,  406), 
Vogel  (Sitz.  Ber.  K.  Akad.  Wien.  6,  101),  Lebour- 
dais  (Ann.  CJhim.  Phys.  [iii.]  24,  62),  Marais  (J. 
Pharm.  Chim".  [iii.]  30,  130),  Landerer  (Rep. 
Pharm.  47, 442).  A  bitter  pulverulent  compound, 
sciUaln,  has,  however,  been  obtained  by  Jarmer- 
sted,  which,  in  its  physiological  action,  resembles 
digitalin  (J.  1879,  914).  It  is  a  glucoside,  diffi- 
cultly soluble  in  water  but  soluble  in  alcohol.  The 
names  '  scillipierin,'  '  scillotoxin,'  and  '  scillin  ' 
have  been  applied  commercially  to  condensed 
pharmaceutical  preparations  of  squill  (Merck, 
Pharm.  J.  riii.]  9.  1038).  A.  S. 

STACHYDRINE  GjHijNOj.  Mahyl  betaXne 
of  hygric  acid,  or  dimethyl  heidine  of  a-proline, 
is  an  alkaloid  which  was  discovered  by  Planta 
and  Sohulze  in  1890,  in  the  tubers  of  Stachys 
tuberifera  (Naudin)  (Ber.  1893,  26,  939).  It  is 
also  the  chief  basic  constituent  of  the  leaves  of 
bitter  orange  (Citrus  Auraniivm,  [Linn.])  (Jahns, 
ibid.  1896,  29,  2065).  It  has  been  synthesised 
by  converting  ethyl  hygrate  into  its  meth- 
iodide  and  then  treating  the  latter  with  silver 
oxide  (Schulze  and  Trier,  ibid.  1909,  42,  4654). 

Staohydrine  forms  colourless,  transparent 
crystals,  which  deliquesce  in  air  and  become 
opaque  at  100°  through  loss  of  water  of  crystal- 
lisation. It  melts  at  210°  and  may  be  identified 
by,  its  characteristic  auriehloride,  m.p.  225°, 
and  by  the  fact  that  when  heated  in  a  glass 
tube,  the  vapours  evolved  turn  a  pine  splint 
moistened  with  sulphuric  acid,  red  (Schulze  and 
Trier,  Zeitsch.  physiol.  Chem.  1910,  67,  59). 
When  heated  with  potash  stachydrine  evolves 
dimethylamine,  and  when  distilled  under  reduced 
pressure  it  yields  66  p. c.  of  the  isomeric  dimethyl 
nygrate,  thus — 


/CH,-CH-CO\  /' 

CH,<  I  >0  ->CH/ 


CH,-CHCO,Me 


^ 


CHo-NMe, 


^CH,-NMe 


together  with  some  trimethylamine  and  a 
little  hygric  acid  (Trier,  ibid.  324). 

The  platinochloride  (in^  forms),  the  hydro- 
chloride, sulphate,  oxalate,  picrate,  nitrate,  and 
the  ethyl  derivatives  have  been  prepared. 

For  further  literature  on  the  constitution 
and  salts  of  staohvdrihe,  see  Planta  and  Schulze, 
Arch.  Pharm.  231,  305 ;  Engeland,  ibid.  1909, 
247,  463  ;  Zeitsch.  physiol.  Chem.  1910,  67,  403  ; 
Sohulze  and  Trier,  ibid.  1909,  59,  233). 

STACHYOSE,  Lupeose,  v.  Cakbohydeates. 

STAGNIN  V.  Synthetic  drugs. 

STANNATES.  Compounds  of  stannic  oxida 
with  bases  (v.  Tin). 

STANNIC  ACID  v.  Trar  salts  and  oxides. 

STANNITE  or  Tin-Pyrites  (ZinriUes,  Ger.). 
A  sulphide  of  tin,  copper,  and  iron,  or  a  sulpho- 
stannate,  CualFcSnSi,  which  has  occasionally 
been  found  in  sufficient  amounts  to  be  mined  as 
an  ore  of  tin  (27-6  p.c.  Sn).    The  iron  is  often 


partly  replaced  by  an  equivalent  proportion  of 
zinc  (0-9  p.c).  Crystals  are  of  rare  occurrence  ; 
they  are  scalenohedral-tetragonal,  with  the  same 
degree  of  symmetry  and  very  nearly  the  same 
angles  as  copper-pyrites  (CuFeSj),  but  by 
twinning  they  give  rise  to  pseudo-cubic  forms. 
The  crystallised  material  is  iron-black  with  a 
bright  metallic  lustre  (sp.gr.  4-45) ;  but  the 
massive  mineral  is  usually  yellowish  or  bronze- 
coloured  (hence  the  miner's  name  bell-metal-ore), 
owing  to  an  intimate  intermixture  with  copper- 
pyrites.  .  Stannite  was  formerly  found  in  some 
quantity  in  several  of  the  Cornish  tin  mines 
(e.g.  Wheal  Rock  at  St.  Agnes ;  Cam  Brea), 
and  has  also  been  mined  at  Borah  Creek  in  New 
South  Wales  and  Zeehan  in  Tasmania.  Crystal- 
lised stannite  has  been  found  in  some  of  the 
silver-tin  mines  of  Bolivia  (L.  J.  Spencer,  Min. 
Mag.  1901,  13,  54).  L.  J.  S. 

STANNO-FLUORIDES    v.    Tin    salts   and 

OXIDES. 

STAR  ANISE,  OIL  OF,  v.  Oils,  ESsENTLiL. 
STAR  SAPPHIRE  v.  Corundum. 
STARCH     (Lat.    Amylum;     Fr.    Amidon, 
Fictile  ;  Ger.  Starke,  Sldrhemehl,  Farina). 

1.  Occurrence.  In  some  form  or  other  starch 
is  one  of  the  most  widely-diffused  substances  in 
organic  nature,  occurring  more  or  less  abun- 
dantly in  every  plant  that  has,  up  to  the  present 
time,  been  examined.  It  is  found  in  larger 
quantities  in  some  families  of  plants  than  in 
others,  and  occurs  in  different  parts  in  different 
plants ;  for  instance,  it  is  always  found  in 
great  abundance  in  the  seeds  of  all  the 
cereals,  as  well  as  of  the  Leguminosce,  in  the 
stemis  of  various  species  of  Sagus  and  Gyeas, 
in  the  roots  of  many  plants  belonging  to 
the  family  of  Euphorbiacece  and  Zingiboraceai, 
and  in  the  tubers  of  the  potato,  canna^  and 
cassaya. 

Starch  is  also  found-under  varying  conditions 
in  different  parts  of  the  same  plant ;  for  instance, 
it  is  found  in  the  grqen  leaves  of  all  plants 
during  the  daytime,  the  proportion  varying 
according  to  the  weather  and  time  of  day.  It 
is  generally  present  in  greatest  quantity  towards 
the  evening  and  least  in  the  morning,  whilst 
during  the  night  the  starch  almost  or  completely 
disappears  from  tlio  leaves,  especially  during 
the  summer  months.  Starch  is  also  found  in  the 
pith  of  trees  and  shrubs  and  in  the  various 
woody  tissues  ;  but  its  presence  in  these  parts, 
as  in  the  leaves,  is  not  constant  and  equal,  the 
same  tissues  at  certain  seasons  being  fully 
charged  with  starch  and  at  others  almost 
entirely  devoid  of  it. 

2.  Nomenclature.  In  this  country  the  term 
'  starch  '  appears  to  be  applied  generally  to  that 
obtained  from  all  sources,  with  the  name  of  the 
substance  from  which  it  is  prepared  usually  pre- 
fixed to  it,  such  as  '  potato  starch,'  '  wheat 
starch,'  'rice  starch.'  In  a  few  ipstances 
the  affix  starch  is  dropped,  as  in  '  sago,' 
'  arrowroot,'  or  the  product  is  known  b;^  some 
name  given  it  in  commerce,  as  '  tapioca,'  '  tous- 
les-mois.' 

In  France  the  term  '  f  ecula  '  (Jicule)  is  applied 
to  the  starch  obtained  from  roots  and  tubers, 
such  as  potato,  manioc,  arum ;  from  stems, 
such  as  sago  ;  and  from  fruits  and  seeds,  as 
horseohestnut,  acorns,  &c. ;  whilst  the  starch 
obtained   from   all  the   cereals  is   definad   Sti 
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I. — Relative   proportions   of  starch   per 
cent,  in  various  plants. 


-^ 

Krocker 

O'Sullivan 

Wheat 

53-56 

64^55-5 

Barley 

38-6-37-9 

462-46-4 

Oats    . 

27-9-36-9 

35-38 

Rye    , 

45-47 

44-40 

Maize           . 

66-67 

64-58 

Rice    . 

— 

75-77 

Buckwheat  . 

44 

Krocker 

MiUet 

53-7-55-5 

»f 

Haricot  beans 

37-7 

ft 

Peas    . 

38-8 

ti 

Lentils 

39-6-40 

Potatos  (air-dried) 

16-23 

It 

Acorns 

64-5 

Gzubata 

Pollen  of  common 

7-1 

Von  Planta 

pine  . 
Green  bananas      . 

12-1 

Ricciardi 

Soja  bean       undei 

I         5-0 

Meissl  &  Bocker 

Leaves   of   caout- 

5-4 



chouc  tree 

Liquorice  root 

29-6 

Sestini 

Nasturtium    offici- 

2-9 

Church 

nale 

Tubers  of  yam    '. 

25-2 

Moser 

Dried  peara 

10-3 

Bertram 

„    apples 

5-2 

J, 

Parsnips      .         . 

10 

Corenwinder 

Eola  nuts    ,         . 

33-7 

Heckel  &  Schlag- 
denhaufien 

aroidon  or  starch.    Most  of  these  products  are 
known  in  Germany  as  '  farina.' 

3.  Physical  characteristics.  To  the  naked 
eye  pure  starch  presents  the  appearance  of  a 
white  glistening  friable  powder,  having  a  harsh 
feel  when  rubbed  between  the  fingers,  without 
taste  or  smell,  is  uncrystallisable,  and  under- 
goes no  change  under  ordinary  atmospheric 
conditions.    Under  the  microscope  it  is  seen  to 

Tablk  IL — Diameters  of  the  commoner  varieties 
of  starch  granules. 


Starch  from 

MUlimetre 

Rhizomes  of  Ganna  gigantea    . 

0-175 

„        „  Maranta      arundinacea 

(arrowroot) 

0-140 

Tubers  of  potato    .         .         ,         . 

0140 

Broad  beans 

0075 

Sago 

0-070 

Lentils 

0067 

Haricot  beana        .... 

0063 

Peas 

0050 

Wheat 

0050 

Tubers  of  Batata  edulis  . 

0045 

Maize' 

0  030 

Tapioca  (Jatropha  manihot)     . 

0-028 

Barley 

0025 

Rice 

0022 

MiUet  {Panicum  miliaceum)     .         . 

0-010 

Buckwheat    .         .         .      '   . 

0  009 

Parsnip          .          .          .          .          • 

0-007 

Seeds  of  beetroot  .         .         .         ■ 

0-004 

consist  of  granules  of  various  forms — in  most 
cases,  however,  more  or  less  ovoid — and  differ- 
ing widely  in  size,  form,  and  appearance,  de- 
pendent on  the  source  whence  they  are  derived. 
According  to  Payen,  they  may  vary  in  size 
from  0-002  mm.  in  diameter  to  0-185  mm. 
These  wide  differences  are  the  principal  means 
by  which  the  various  kinds  of  starch  may  be 
differentiated  one  from  another  as  they  occur 
in  commerce. 

It  must  be  noted,  however,  that  the  size  of 
the  starch  granvdes  varies  very  considerably  in 
different  plants,  being  in  some  immeasurably 
minute,  as  in  certain  species  of  cactus ;  in 
others,  as  in  the  potato  and  tous-les-mois, 
attaining  a  comparatively  large  size,  the 
sevjsral  grains  being  readily  visible  with  a 
simple  lens. 

In  the  same  plant — and,  indeed,  often  in  the 
same  cell — ^the  size  of  the  starch  granules  will  be 
found  to  vary,  being  chiefly  dependent  on  the 
relative  age  of  the  grains,  so  that  when  measures 
of  starch  grains  from  various  sources  are  given 
they  must  be  taken  only  to  represent  an  average ; 
but  although  the  dimensions  of  the  starch 
granules  produced  by  any  one  species  of  plant 
are  by  no  means  constant,  yet  none  of  them 
'depart  very  widely  from  this  average,  and  so  by 
reference  to  such  a  standard  the  starch  granules 
of  different  plants  may  readily  be  differentiated 
microscopically  one  from  the  other  by  an 
expert. 

4.  Formalion  of  starch  in  the  living  plant. 
Starch  granules  in  the  growing  plant  are  formed 
in  the  homogeneous  solid  substance  (protoplasm) 
of  the  chlorophyll  corpuscles.  They  are  at  first 
visible  as  mere  points,  and  gradually  increase  in 
size,  so  that  eventually  they  may  so  completely 
fill  up  the  space  of  the  chlorophyll  corpuscle 
that  this  may  be  represented  by  a  mere  covering 
film,  and  at  last  almost  entirely  disappear. 
These  starch  granules  are  sometimes  extremely 
minute  and  very  numerous,  and  so  closely  packed 
together  as  to  fill  the  cell  cavity,  as  in  the  case 
of  rice  and  oat,  whilst  in  other  instances  they 
are  of  much  larger  dimensions,  so  that  only 
a  comparatively  small  number  of  them  are  to 
be  found  in  each  cell. 

Starch  granules  only  grow  and  increase  in  size 
so  long  as  they  are  in  contact  with  the  protoplasm 
and  are  exposed  to  light  at  a  favourable  tem- 
perature in  the  presence  of  carbon  dioxide. 
Hence  the  formation  of  starch  in  the  leaves  of  the 
growing  plant  must  be  regarded  as  a  product  of 
assimilation,  and  may  be  supposed  to  take  place 
somewhat  in  the  following  manner.  It  is  well 
known  that  carbohydrates  can  be  oxidised  to 
aldehydes,  and  arguing  from  this  Baeyer  sug- 
gested (Ber.  3,  63)  that' formaldehyde  is  the 
immediate  product  of  assimilation,  and  by  its 
condensation  gives  rise  to  the  polymeric  sub- 
stance glucose— thus  :  (CH20)e=C,HiaO„  and 
hence  to  the  anhydride  of  it,  starch.  H  this  be 
the  process  which  actually  occurs  in  the  plant, 
the  function  of  chlorophyll  is  simply  the  de- 
composition of  carbon  dioxide  into  parbon 
monoxide  and  oxygen  (Vines,  Chem.  Soc.  Trans. 
33,  375).  That  such  is  the  case  would  appear 
from  experiments  recorded  by  Bokomy  (Chem. 
Zentr.  1888,  858;  1891,  120),  who  found 
that  algas  {Spirogyra  majuscula),  when  placed 
in  a  culture  solution  containing  0-1  p.o.  methylal. 
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ot  0-1  p.e.  of  sodium  hydroxymethyl  sulphonate, 
and  O'l  p.c.  KjHPOj,  and  allowed  to  remain  in 
air  free  from  carbon  dioxide'  and  exposed  to 
the  light,  contained,  at  the  end  of  five  days, 
very  considerable  quantities  of  starch,  the 
sodium  hydroxymethyl  sulphonate  being  broken 
up  into  sodium  sulphite  and  formaldehyde, 
which  by  condensation  becomes  converted  into 
carbohydrate. 

Brown  and  Morris  (Chem.  Soc.  Trans.  1893, 
623),  in  repeating  experiments  carried  on  by 
BoUm  and  A.  Meyer,  found  that  the  chlorophyll 
granules  not  only  form  starch  by  the  process 
of  assimilation,  but  can  also  elaborate  starch 
from  nutritive  solutions  of  certain  sugars.  It 
is  difScult  to  imagine  that  a  complex  substance 
such  as  starch  is  the  first  product  formed  in  the 
process  of  assimilation,  and  evidence  goes  to 
prove  this.  The  role  starch  takes  in  the  living 
plant  is  that  of  a  reserve  material,  and  the  fact 
of  its  being  of  a  colloidal  nature  gives  weight 
to  the  fact.  When  required  as  nutriment  for 
the  plant  it  is  rendered  soluble  by  the  agency 
of  enzymes,  e.g.  diastase,  and  converted  into 
readily  diffusible  sugars. 

Under  favourable  conditions  of  assimilation 
the  leaf  cells  are  supplied  with  more  than 
sufficient  freshly  assimilated  materials  in  the 
form  of  sugars,  and  this  excess  of  material  is 
deposited  as  starch.  The  starch  is  only  called 
upon  when  assimilation  ceases.  These  authors 
concluded  that  cane  sugar  is  probably  the  first 
sugar  to  be  synthesised  and  may  be  regarded  as 
the  starting-point  of  all  the  metabolic  changes 
taking  place  in  the  plant.  It  has  the  function 
in  the  first  place  of  a  temporary  reserve  material, 
and  accumulates  in  the  sap  when  the  processes 
of  assimilation  are  proceeding  vigorously. 
When  the  degree  of  concentration  reaches  a 
certain  limit  starch  commences  to  be  elaborated 
by  the  chloroplasts,  the  starch  forming  a  some- 
what more  stable  and  permanent  reserve  material 
than  the  cane  sugar,  which  can  be  drawn  upon 
when  the  more  easily  metabolised  cane  sugar 
has  been  partially  used  up. 

The  investigation  of  B.  Fouard  on  the 
colloidal  properties  of  starch  (Compi.  rend. 
1907-1908,  and  Int.  Cong.  App.  Chem.  1909) 
caused  him  to  modify  some  of  the  views 
held  by  Brown  and  Morris  on  the  functions  of 
the  living  plant  in  respect  of  its  starch.  His 
examination  of  the  mineral  constituents  of 
starch  reveals  the  existence  of  mineral  matters 
consisting  chiefly  of  acid  or  basic  phosphates, 
and  in  view  of  the  action  of  acid  and  basic  salts 
on  the  coagulation  of  the  starch  solution  pointed 
out  by  A.  Fernbaoh  (Ann.  Brass,  et  Dist.,  1908, 
11,  481-486),  and  of  the  fact  that  the  vegetable 
cell  contains  a  juice  with  variable  reaction,  it 
seems  probable  that  the  phosphatic  impurity 
in  the  starch  may  play  an  important  part 
in  the  changes  of  condition  of  the  latter, 
and  in  its  migrations  within  the  vegetable 
organism. 

He  holds  that  the  hypothesis  that  starch 
must  be  hydrolised  to  the  condition  of  sugar 
before  it  can  migrate  is  no  longer  necessary,  since 
an  opalescent  pseudo-solution,  when  filtered 
through  a  collodion  membrane,  yields  a  clear 
filtrate  containing  starch  in  a  state  of  perfect 
solution,  which  may  be  the  form  in  which  the 
migration  of  starch  goes  on  in  the  plant. 


6.  Structure  of  starch  granules.  Starc^i  gran- 
ules, when  examined  under  the  microscope  with 
a  sufficiently  high  power,  are  found  to  consist 
of  a  series  of  distinctly  stratified  concentric 
layers,  the  outer  ones  being  denser  than  those 
nearer  the  nucleus  or  hilum,  which  appears 
as  a  dark  spot  and  generally  occupies  an 
eccentric  position.  This  is  well  seen  in  potato 
starch.  Occasionally  two  or  more  nuclei 
appear  in  one  granule,  and  concentric  layers 
may  be  observed  surrounding  each,  as  in  the 
case  of  the  haricot  bean.  The  outer  layer  is 
the  oldest  in  point  of  growth ;  the  starch  granule, 
according  to  Nageli,  increases  in  size  from 
without  inwards,  so  that  each  interior  layer 
is  younger  and  less  compact  than  the  one 
which  immediately  surrounds  it ;  and  since 
these  layers  are  for  the  most  part  of  variable 
thickness  they  cause  the  granule  to  deviate 
gradually  in  form  from  the  originally  spherical 
nucleus  and  assume  a  more  or  less  ovoid 
form. 

The  investigations  of  U.  Whymper  (VII.  Int. 
Cong.  App.  Chem.  1909)  on  the  action  of  heat, 
mineral  acids,  and  diastase,  on  the  starch 
granule,  support  the  theory  of  Nageli.  The 
fact  that  the  small  immature  granules  are  not 
so  easily  attacked  as  the  larger  ones  strengthens 
the  view  that  the  layers  form  internally  during 
growth,  the  older  ones  expanding  to  make  room 
for  those  newly  formed,  and  consequently  as  the 
starch  granules  become  larger,'the  outer  layers 
become  thinner  and  more  easily  penetrated  by 
attacking  agents. 

Starch  granules  when  intact  are  absolutely 
unacted  on  by  cold  water,  and  this  was  attri- 
buted, according  to  the  earlier  theories,  to  the 
presence  of  a  protective  coating  of  a  different 
constitution  to  the  other  part  of  the  granule. 
Water  is  absorbed  to  a  very  large  extent  by  the 
interior  contents  of  the  granule,  but  none  of 
the  substance,  which  is  to  the  highest  degree 
colloidal,  is  able  to  diffuse  into  the  surrounding 
medium. 

If,  however,  the  outer  layer  of  the  granule  be 
ruptured  by  attrition,  water  is  rapidly  absorbed, 
the  cell  contents  become  swollen  to  a  very  great 
extent,  and  a  small  quantity  of  matter  goes 
into  solution.  By  treating  the  ruptured  starch 
grains  repeatedly  with  water,  the  whole  of  the 
cell  contents  may  be  removed,  whilst  the  outer 
coating  remains  behind  in  the  form  of  extremely 
thin  layers;  treated  with  a  solution  of  iodine 
this  outer  coating  gives  a  dirty  yellow  colour, 
whilst  the  cell  contents  are  coloured  an  intense 
blue ;  this  reaction,  which  is  most  characteristic 
of  all  starches,  will  be  referred  to  again 
later  on. 

For  many  years  the  substance  forming  the 
outer  layer  of  the  starch  granule  has  been 
known  as  starch  cellulose,  and  the  interior 
contents  as  granulosa.  They  can  be  separated 
from  each  other  in  the  following  several  ways  : 
(o)  by  digesting  the  granules  for  several  days 
with  a  saturated  solutioA  of  sodium  chloride 
containing  1  p.c.  of  hydrochloric  acid,  the 
cellulose  remaining  undissolved  ;  (5)  by  digest- 
ing starch  with  saUva  at  45°-55°,  thus  dissolving 
the  granulose  only ;  (c)  by  the  action  ci  certain 
schizomycetes  which  decompose  the  granulose 
of  starch  paste  and  leave  the  cellulose  un- 
touched ;  and  (d)  by  the  action  of  malt  extract 
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on  starch  paste  in  the  cold  (5-6  grms.  starch 
per  100  c.c.  water). 

In  the  latter  case  limpidity  is  produced  in  a 
few  minutes,  the  liquid  is  filtered,  and  the 
residue,  which  consists  of  starch  cellulose,  is 
washed  well  with  cold  water.  Starch  cellulose 
obtained  in  this  way  is  perfectly  insoluble  in 
cold  water,  or  in  water  heated  up  to  80°C. ;  it 
is  not  acted  upon  by  diastase  in  the  cold,  nor 
up  to  60°.  By  boiling  with  water  it  is  con- 
verted to  a  great  extent  into  soluble  starch ; 
a  portion  of  it,  however  (about  one-fifth), 
resists  the  repeated  action  of  boiling  water, 
but  is  readily  dissolved  in  a  dilute  solution  of 
potassium  hydroxide,  from  which  the  greater 
portion  of  it  can  be  re-precipitated  by  the 
addition  of  acetic  acid.  If,  however,  the 
alkaline  solution  be  heated  to  boiling,  the  whole 
of  the  cellulose  is  slowly  converted  into  soluble 
starch.  Well-washed  potato  starch  contains 
from  2  to  5  p.c.  of  cellulose.  A  considerable 
amount  of  attention  has  been  directed  to  the 
structure  of  the  starch  granule,  and  the  theory 
of  Nageli  has  been  somewhat  modified. 

A.  Mayer  throws  doubt  on  the  existence  of 
starch  cellulose  in  the  starch  granule.  He  con- 
siders the  granule  to  be  homogeneous,  for  he 
points  out  that  the  delicate  transparent  skeletons 
left  when  the  gelatinised  granules  are  acted  on 
by  saliva,  dilute  acids,  &c.,  are  produced  by 
the  action  of  the  reagent  on  the  starch,  and  are 
identical  with  amylodextrin.  The  writers  in- 
cline to  the  view  that  starch  granulose  differs 
from  starch  cellulose  in  being  less  dense  in 
consequence  of  containing  less  water  of  hydra- 
tion. 

Maquenne  and  Eoux  (Ann.  Chim.  Phys. 
1904,.[viii.]  2,  109-135  ;  1906,  [viii.]  9, 179-220) 
brought  forward  fresh  views  on  the  structure 
of  the  starch  granule  which  would  seem  to  be 
contrary  to  those  of  Nageli  and  others  that 
natural  starches  are  a  mixture  of  granulose  and 
amylocellulose  or  starch  cellulose,  the  latter 
being  in  a  sense  regarded  as  extraneous  to  the 
actual  constituents  of  the  .  starch  granules. 
Maquenne  and  Roux  stated  that  amylocellulose 
in  different  states  of  condensation  forms  the 
principal  constituent  of  granules  (about  80-85 
p.c.)  in  admixture  with  another  substance  to 
which  they  asserted  the  viscosity  of  starch  paste 
is  due,  and  which  they  called  amylopeotin.  This 
latter  substance  is  of  a  mucilaginous  nature, 
gives  no  colouration  with  iodine,  and  is  dissolved, 
but  only  Very  slowly  saccharified,  by  diastase, 
producing  non-reducing  sugars  only. 

Amylocellulose  or  amylose,  as  they  prefer 
to  caU  it,  separates  when  starch  paste  or  starch 
solution  is  allowed  to  stand.  It  is  partly  soluble 
in  boiling  water,  and  completely  so  in  water  at 
150° ;  its  solutions  are  devoid  of  gelatinising 
power,  and  give  a  blue  colouration  with  iodine, 
being  converted  by  diastase  almost  instantly 
and  quantitatively  into  maltose.  Amylocellu- 
lose can  exist  in  a  liquid  form  by  heating 
under  pressure  to  150°.'155'',  or  can  be  made 
to  separate  out,  by  cooling  the  concentrated 
solution,  in  granules  resembling  natural  starch 
(reversion). 

Fembaoh  and  Wolfi  (J.  Inst.  Brew.  1904, 
10,  216)  showed  that  cereals  contain  an  en- 
zyme— amylo-coagulose — ^which  causes  a  very 
rapid  reversion  of  starch  paste  or  solution  to 


soUd  starch,  having  properties  identical  with 
amylose. 

Z.  Gatin-Gruzewska  (Compt.  rend.  1908, 146, 
540-542)  claimed  to  have  separated  amylopeotin 
and  stated  that  it  forms  the  envelope  of  the 
starch  granule,  and  consists  of  a  series  of  sacs 
fitting  one  into  the  other,  which  are  insoluble 
in  cold  water,  but  swell  up  in  hot  water,  form- 
ing gelatinous  pastes ;  it  constitutes  40-45  p.c. 
of  the  starch. 

Amylopeotin  gives  an  opalescent  solution 
with  alkali  and  water,  which  has  an  optical 
rotatory  power  of  [a]j,  -f  221° ;  the  solution 
gives  a  purplish-blue  colour  with  iodine,  less 
intense  than  amylose. 

Amylose  dried  to  a  fine  powder  partially 
dissolves  in  cold  water,  and  entirely  in  hot  water, 
giving  opalescent  solutions  which  give  a  clear 
blue  colour  with  iodine ;  it  dissolves  rapidly 
in  the  presence  of  small  quantities  of  alkali,  and 
has  an  optical  rotatory  power  in  such  solution 
[a]i,-f  184-4°. 

Maquenne  (Compt.  rend.  1908,  14G,  542) 
states  that  the  amylopeotin  isolated  by  Gatin- 
Gruzewska  was  impure  and  still  contained 
amylose  insoluble  in  boiling  water.  He  holds 
the  view  that  amylopectin  and  amylose  cannot 
be  regarded  as  homogeneous,  but  must  consist 
of  a  complex  mixture  of  homologous  or  differ- 
ently condensed  products.  There  is  a  likelihood 
that  in  the  natural  formation  of  the  starch 
granule  the  amylopectin  is  derived  from  amylose 
by  condensation  just  as  amylose  is  derived  from 
sugars.  This  gradual  transition  would  explain 
the  difficulty  of  separating  these  two  substances, 
as  there  appears  to  be  no  sharp  transition  between 
the  group  of  slightly  soluble  amyloses  occupying 
the  end  of  the  series,  and  that  of  the  least 
resistant  amylopectins. 

A.  Fernbach  (Ann.  Brass,  et  Dist.  1908,  11, 
481)  is  of  opinion  that  solid  starch  shoiild  be 
regarded  as  a  coagulated  substance,  which  in 
nature  has  probably  passed  from  the  state  of 
apparent  solution  to  the  soUd  form,  and  all 
the  changes  that  starch  can  undergo  without 
chemical  alteration  should  be  regarded  as 
changes  of  this  or  the  opposite  kind.  The  con- 
version of  soUd  starch  into  starch-pasto  or 
with  so-caUed  soluble  starch  is,  in  a  sense,  a 
change  of  the  latter  kind;  the  partial  reversion 
of  starch-paste  to  a  solid  substance  is  a  change 
of  the  former  kind.  Attention  is  drawn  to  the 
fact  that  natural  starches,  like  malt  extract,  are 
acid  to  phenolphthalein  and  alkahne  to  methyl 
orange,  and  he  considers  that  the  properties 
of  starch  depend  almost  exclusively  on  the 
nature  and  proportion  of  the  accompanying 
mineral  substances.  These  conclusions  are 
based  on  the  results  of  his  investigation  on  amylo- 
coagulose,  the  enzyme  present  in  cereals  which 
coagulates  starch-paste,  which  he  found  to  have 
a  maximum  activity  in  a  medium  which  is 
neutral  to  phenolphthalein. 

Under  polarised  light  starch  assumes  a  most 
characteristic  appearance.  When  examined 
under  crossed  Niool  prisms  the  field  remains  dark, 
but  each  granule  assumes  a  gUstening  grey 
appearance,  as  if  self-luminous,  and  is  marked 
with  a  black  cross.  If,  then,  the  object  be 
slowly  rotated  in  the  field  of  view,  the  cross  will 
remain  fixed  with  regard  to  the  field,  one  pair  of 
its  arms  being  parallel  to  the  principal  plane  of 
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\the  polariser,  and  the  other  parallel  to  the 
principal  plane  of  the  analyser.  If  next  the 
object  be  allowed  to  remain  stationary,  and 
the  polariser  or  analyser  be  rotated,  the  cross 
will  rotate  with  it,  but  with  only  half  the 
angular  velocity ;  if,  next,  a  thin  plate  of 
selenite  be  introduced  between  the  polariser 
and  the  object,  and  whilst  the  Nieols  are  crossed, 
most  beautiful  chromatic  effects  may  be  ob- 
tained. 

6.  Chemical  properties.  Starch  is  absolutely 
insoluble  in  cold  water,  alcohol,  ether,  or  any 
other  known  solvent. 

Ordinary  air-dried  starch  usually  contains 
about  18  p.o.  of  water,  which  may  be  entirely 
driven  oft  by  heating  for  some  time  in  a  current 
of  dry  air  at  a  temperature  of  100°-105°.  Under 
this  condition  starch  appears  to  be  a  most 
highly  hygroscopic  substance,  which  rapidly 
absorbs  moistjire  "from  the  air  until  it  regains 
its  original  18  p.c.  ;  if  exposed  to  a  damp 
atmosphere  it  is  capable  of  absorbing  as  much 
as  35  p.c.  of  moisture. 

The  specific  gravity  of  air-dried  starches 
varies  considerably,  the  variation  being  mostly 
due  to  the  moisture  content.  Starches  that 
have  been  freed  from  water  have  not  abso- 
lutely the  same  specific  gravity,  anhydrous 
potato  having  a  value  1-G50,  and  anhydrous 
arrowroot  1-5648. 

7.  Action  of  heat.  Freed  completely  from 
moisture,  starch  may  be  heated  to  a  tempera- 
ture of  160°  without  undergoing  any  change ; 
at  temperatures  higher  than  this  it  becomes 
coloured,  and  is  partly  converted  into  dextrin. 
If,  however,  ordinary  air-dried  starch  be  heated 
to  160°  it  quickly  undergoes  decomposition, 
becoming,  converted  to  a  greater  pr  less  extent 
into  dextrin  and  reducing  sugars,  the  action 
varying  with  the  particular  kind  of  starch  used 
(v.  Dbxtbins). 

Experiments  were  made  by  the  writers  as  to 
the  effects  of  heat  on  different  varieties  of  starch. 
Potato,  sago,  and  rice  were  heated  to  190°  for 
two  hours,  cooled  down,  dissolved  in  cold  water, 
and  the  specific  rotatory  powers  of  the  solutions 
taken.  Potato  and  sago  starch  were  entirely 
decomposed  under  these  conditions,  and  their 
solutions  showed  a  specific  rotatory  power  of 
aj,=154:'3  for  potato,  and  ajj=193-3  for  sago  ; 
rice  starch  appears  to  offer  great  resistance  to 
the  action  of  heat,  being  only  partially  decom- 
posed at  the  above  temperature. 

According  to  Schubert  (Monatsh.  1884,  472), 
the  starch  granule,  under  the  influence  of  high 
temperature,  is  altered  in  such  a  manner  that 
those  layers  which  are  rich  in  granulose  are  at 
once  converted  into  soluble  starch  and  dextrin, 
whilst  the  principal  portion  of  the  layers  rich  in 
cellulose  only  undergo  this  transformation  after 
a  time.  When  starch  which  has  been  subjected 
to  a  high  temperature  is  treated  with  cold  water, 
the  soluble  starch,  dextrin,  and  other  products 
of  decomposition  go  into  solution,  and  an 
organised  residuum  is  left,  which  resembles  the 
form  and  structure  of  the  original  granule, 
and  contains  small  quantities  of  unchanged 
granuloe»^ 

By  dry  distillation  starch  yields  carbon 
dioxide,  gaseous  hydrocarbons,  water,  acetic 
acid,  and  empyreumatic  oil,  and  leaves  a  porous 
cinder. 


On  distilling  dry  starch  with  lime  in  the 
proportion  of  1  to  4  it  yields  acetone,  mesityl 
oxide,  a  series  of  ketones,  and  various  conden- 
sation products  of  acetone  (Horvat,  Chem. 
Zentr.  1^87,  38). 

By  distillation  with  manganese  dioxide  and 
dilute  sulphuric  acid  it  yields  carbon  dioxide, 
aqueous  formic  acid,  and  furfural. 

In  the  open  fire  it  softens,  swells  up,  evolves 
choking  vapours,  and  finally  burns  Avith  a  bright 
flame. 

Distilled  with  hydrochloric  acid  and  man- 
ganese peroxide,  it  yields,  among  other  products, 
triohlorinated  acetic  aldehyde  and  pentaohlorin- 
ated  propionic  aldehyde. 

8.  Action  of  hot  water.  When  starch  is 
brought  into  contact  with  hot  water  the  contents 
of  the  granules,  owing  to  a  large  absorption  of 
water,  sweU  up  enormously  ;  and,  at  a  tempera- 
ture varying  according  to  the  variety  of  starch, 
ultimately  rupture  the  outer  layer,  forming  a 
viscous    liquid    which    is    known    as    '  starch- 


The  different  varieties  of  starch  gelatinise 
with  hot  water  at  very  different  temperatures, 
as  is  seen  in  the  following  table  by  Lintner 
(Brauer  und  Malzer  Kalendar,  1889),  which 
gives  the  temperatures  of  complete  gelatinisa- 
tion  for  the  commoner  varieties  of  starch  : — 


Table  III. 

Starch  from 

Temperature  at 

wliich  complete 

gelatinisation 

takes  place 

Potato    . 
Maize     . 
Barley    . 
Wheat    . 
Rye 
Rice 

Kilned  malt 
Green  malt 
Oat 

65°C. 
75-0. 
80°C. 
80°C. 
80°C. 
80°C. 
80°C. 
85°C. 
85°C. 

This  table  gives  the  temperatures  at  which 
the  various  starches  gelatinise  completely  in 
the  pure  state.  In  the  crude  condition  a  much 
higher  temperature  is  necessary. 

Under  the  action  of  boiUng  water  the  starch 
granules  do  not  all  swell  up  and  burst  at  onc'e — 
the  younger  ones  being  attacked  first,  the  older 
last.  This  progressive  action  of  heat  can  be 
very  well  observed  when  potato  starch  has  been 
suspended  in  12-15  times  its  weight  of  water, 
and  gradually  heated  on  the  water-bath  ;  hardly 
any  change  is  apparent  up  to  55°,  at  57°  the 
younger  granules  begin  to  show  signs  of  rupture, 
and  as  the  temperature  rises  this  process  of 
sweUing  and  bursting  of  the  contents  through 
the  outer  waU  of  the  granule  goes  on  increasing, 
the  earliest-formed  granules  being  the  last  to 
give  way,  until,  at  a  temperature  between  65°- 
70°,  a  thick  viscous  liquid,  of  uniform  con- 
sistency, is  obtained. 

According  to  Bruckner  (Monatsh.  4,  889), 
starch  paste  and  granulose  are  identical,  and  no 
sharp  distinction  can  be  drawn  between  swollen 
starch  granules  and  starch  paste  ;  thus  at  46° 
potato  starch  swells  distinctly,  at  59°  it  begins 
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to  lose  its  form,  and  at  62-5°  it  is  converted 
into  a  paste  and  shows  no  trace  of  its  original 
form. 

On  cooling,  starch  paste  contracts  and 
becomes,  when  very  thick,  a  firm  sdid  mass, 
which,  after  standing  a  short  time,  cracks ;  its 
maximum  contraction  is  reached  at  the  freezing- 
point,  when  a  separation  of  the  water  and 
starch  takes  place  to  a  certain  extent.  Upon 
raising  the  temperature,  the  water  which  had 
been  frozen  out  does  not  again  combine  with 
the  starch,  and  may  be  drained  away,  whilst- 
the  consolidated  starch  paste  remains  as  a 
felty  mass  which,  when  dry,  has  the  appearance 
of  mother-of-pearl  (Payen). 

Wide  differences  in  the  viscosity  of  this 
paste  are  observed,  depending  not  only  upon 
the  variety  of  starch  employed,  but  also  upon 
the  treatment  to  which  the  starch  is  sub- 
jected during  the  processes  of  purification  and 
drying. 

According  to  Brown  and  Heron  (Chem.  Soc. 
Trans.  35,  596),  starch  which  has  been  treated 
with  dilute  potash  and  acid  in  the  process  of 
purification  produces  a  paste  of  less  viscosity 
than  the  same  starch  which  has  not  been  so 
treated ;  they  also  find  that  great  variations 
in  the  consistency  of  the  resulting  paste  are 
produced  by  slightly  altering  the  manner  of 
drying. 

These  facts  are  of  importance,  seeing 
that  the  technical  value  of  a  starch  in  certain 
industries  depends  entirely  upon  the  viscosity 
produced  by  it  when  acted  upon  by  boiling 
water. 

Potato  starch  is  used  in  large  quantities  for 
sizing  and  stiffening  yarn  and  cloth,  so  that 
it  is  of  importance  to  the  manufacturer  to 
obtain  that  sample  of  starch  which  will  make 
the  stifEest  cloth  and  which  has  the  greatest 
tenacity.  In  order  to  determine  this,  the 
following  method  has  been  recommended  by 
O.  Soare  and  P.  Martens  (Zeits.  Spiritusind, 
1903,  26,  436-437).  An  immersion  body  is 
constructed  of  a  circular  brass  plate,  22  mm.  in 
diameter,  to  which  a  brass  wire  is  fixed  vertically 
at  the  centre,  having  a  mark  at  a  distance  of 
3  cm.  above  the  disc,  and  terminated  by  a 
hook  at  the  top.  The  starch  paste  is  prepared 
by  weighing  out  7  grms.  of  starch  into  a 
beaker  of  200  c.c.  capacity  provided  with  a 
small  metal  spoon.  The  whole  is  tared,  and 
164  CO.  of  boiling  water  are  added  with 
continuous  and  gentle  stirring  all  the  time. 
This  may  be  effected  either  immediately  or  after 
immersion  in  a  boiling  water-bath  for  2,  5,  or 
10  minutes.  This  spoon  is  then  removed  and 
the  brass, disc  supported  by  a  clamp  is  immersed 
in  the  paste  exactly  up  to  the  mark ;  10  c.c.  of 
olive  oil  are  poured  over  the  surface  to  prevent 
the  formation  of  a  hard  skin  by  evaporation, 
and  the  whole  is  left  at  rest  for  20  hours 
at  a  temperature  of  about  17-5°.  A  hand 
balance,  one  of  the  pans  of  which  has  been 
replaced  by  a  counterpoise,  is  attached  to  that 
of^the  disc.  On  the  other  scale  pan  an  un- 
interrupted stream  of  sand  is  discharged  at  a 
uniform  rate  of  about  9  grms.  a  minute,  until 
the  disc  is  torn  from  the  paste.  The  weight  of 
the  sand  is  then  taken  as  a  measure  of  the 
stiffness  of  the  paste.  Experiments  showed  that 
the  time  during  which  the  paste  was  heated  at 


the  boiling-point  had  a  considerable  influence 
on  the  results.  Certain  starches,  especially 
those  with  a  high  gelatinising-point,  such  as 
wheat  and  maize  starches,  did  not  attain  their 
maximum  stiffness  until  they  had  been  boiled 
for  several  minutes ;  on  the  other  hand, 
certain  potato  starch  pastes  had  a  maximum 
stiffness  without  heating,  any  heating  beyond 
that  necessary  to  produce  the  maximum 
stiffness,  caused  a  rapid  decrease  in  stiffness. 
The  values  of  the  various  samples  showed  a 
tendency  towards  equalisation  by  prolonged 
heating. 

H.  Cappenberg  (Chem.  Zeit.  1910,  34, 
218-220)  has  designed  a  viscosimeter  for 
starch  pastes  in  which  a  spherical  weight  of 
standard  dimensions  is  drawn  upwards  through 
a  column  of  the  paste  of  fixed  height  and 
temperature,  the  time  occupied  in  doing  this, 
under  the  pull  of  a  known  load  in  grams, 
being  noted.  A  series  of  trials  are  made  with  a 
regularly  decreased  load,  these  being  tabulated 
for  comparison,  as  single  observations  with  a 
fixed  load  are  useless  for  this  purpose.  In 
comparing  starches  it  was  found  that  pastes 
containing  5  p.c.  of  potato  starch  and  9  p.c. 
of  wheat  starch  gave  coincident  figures,  and 
it  may  reasonably  be  assumed  that  for  these 
samples  the  thickening  powers  were  in  that 
ratio. 

Erwen  (J.  Soc.  Chem.  Ind.  1907,  26, 501-502) 
makes  solutions  in  the  cold  with  the  help  of 
sodium  hydroxide,  and  determines  their  viscosi- 
ties in  a  Eedwood  viscosimeter.  The  weighed 
sample  of  starch  is  shaken  continuously  with 
230  c.c.  of  cold  water,  and  15  c.c.  of  a  10  p.c. 
solution  of  sodium  hydroxide  with  the  addition 
of  enough  water  to  bring  the  whole  up  to 
250  c.c,  until  the  solution  begins  to  thicken. 
It  is  allowed  to  stand  until  the  next  morning 
before  measurement.  When  close  attention  is 
paid  to  constancy  of  procedure  the  method 
is  claimed  to  give  concordant  results  with  the 
same  starch,  whilst  different  starches  and 
different  brands  of  the  same  starch  are  easily 
differentiated. 

As  has  already  been  stated,  starch  paste 
is  composed  of  granulose  or  amylose,  which 
exists  in  a  state  of  partial  solution,  and 
starch  cellulose  or  amylopectin,  a  mucilaginous 
substance  to  which  the  viscosity  of  the  paste  is 
due.  The  sp.gr.  of  starch  paste,  as  determined 
by  Brown  and  Heron,  is  1-66  at  15-5°.  It 
is  one  of  the  most  perfect  colloids  known, 
as,  since  its  solution-molecule  is  extremely  large, 
its  passage  through  the  fine  pores  of  filter- 
paper  is  very  difficult.  It  rotates  a  ray  of 
polarised  light  strongly  to  the  right,  but  owing 
to  the  want  of  transparency  in  the  liquid,  the 
determination  of  its  specific  rotatory  power  is 
exceedingly  difficult,  it  being  impossible  to 
obtain  good  observations  with  solutions  of  even 
very  pure  starch  containing  more  than  1  grm. 
of  substance  per  100  c.c  The  mean  of  Brown 
and  Heron's  observations  from  solutions  of  this 
strength  give  a,=208°,  but  it  is  possible  that 
this  number  is  too  high,  owing  probably  to  the 
presence  of  a  small  portion  of  soluble  starch, 
which  evidently  possesses  a  higher  rotation,  for 
the  above  authorities  state  that  if  a  dilute 
solution  of  starch  paste  (1  grm.  per  100  c.c  ) 
be  boiled  for  30  minutes  the  liquid  becomes  more 
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transparent,  and  at  the  same  time  an  increase 
in  the  rotation  is  observed. 

9.  Soluble  starch.  Under  certain  conditions 
starch  undergoes  a  peculiar  modification,  by 
which  it  is  rendered  completely  soluble  in  water 
from  which  it  can  be  precipitated  as  a  brilliant 
white  flocculent  substance  by  alcohol,  or  if  the 
solution  be  somewhat  concentrated  and  allowed 
to  stand  some  time  a  white  granular  precipitate 
slowly  separates  out.  Under  these  conditions, 
the  precipitate  is  always  found  by  micro- 
scopic observation  to  be  made  up  of  minute 
particles,  entirely  without  structure  and  with- 
out action  on  polarised  light.  Lintner  found, 
however,  that  when  a  dilute  solution  is  sub- 
mitted to  a  low  .temperature,  it  is  possible 
to  obtain  this  precipitate  in  the  form  of  sphiero- 
crystals. 

Although  but  sparingly  soluble  in  cold  water 
(not  more  than  2  or  3  grms.  per  100  c.o.  ever 
going  into  solution),  it  readily  dissolves  in 
water  at  60°-70°,  and  separates  out  again  on 
cooHng  as  a  white  flocculent  amorphous  precipi- 
tate. To  this  substance  has  been  given  the 
name  '  soluble  starch.' 

When  washed  with  alcohol  and  dried  the 
precipitated  starch  becomes  very  friable,  but 
after  once  being  dried  is  almost  completely 
insoluble  in  water. 

When  starch  paste  is  largely  diluted  with 
water  and  boiled  for  some  considerable  time, 
a  portion  of  it  goes  into  solution  and  may  be 
easily  filtered  off.  A  similar  reaction  may  be 
brought  about  more  rapidly  if  starch  with  about 
ten  times  its  weight  of  water  be  heated  under 
pressure  up  to  130°-150°  (Stumpf,  Bied. 
Zentr.  1880,  457).  Under  these  conditions  the 
greater  portion  of  the  starch  is  rendered  soluble, 
and  corresponds  to  the  solutions  of  Maquenne 
and  Boux  s  so-called  amylose  which  enters  into 
solutions  at  this  temperature. 

The  same  effect  may  be  brought  about  by 
treating  potato  starch  with  a  5-10  p.c.  solution 
of  hydrochloric  acid  for  7-10  days  (Lintner,  J. 
pr.  Chem.  1886,  34,  378) ;,  the  starch  granules 
are  then  "hashed  until  free  from  acid,  and  on 
treating  with  boiling  water,  dissolve  com- 
pletely without  the  production  of  the  usual 
viscid  paste.  This  extraordinary  change  in 
the  properties  of  the  granules  is  not  accom- 
panied by  the  sUghtest  change  of  structure, 
and  the  altered  granules  have  the  same  ap- 
pearance under  the  microscope  and  the  same 
influence  on  polarised  light  as  the  unaltered 
starch. 

Soluble  starch  may  be  prepared,  according  to 
O'Sullivan,  as  follows  :  Starch  paste  is  acted  on 
with  the  least  possible  quantity  of  the  cold 
water  extract  of  malt,  previously  heated  to  75° 
for  30  minutes,  or  with  diastase  solution,  or 
with  dilute  sidphuric  acid  (sp.gr.  1*120)  at 
75°,  and  further  action  stopped  as  soon  as 
limpidity  is  produced  by  raising  the  liquid 
quickly  to  the  boiling-point  it  diastase  or  malt 
extract  be  employed,  or  by  adding  barium  car- 
bonate if  sulphuric  acid  has  been  used,  until 
neutrality  is  produced.  The  liquid  is  then 
filtered  and  evaporated  until  a  slight  skin 
begins  to  form  on  the  surface  ;  when  the  soluble 
starch  falls  out  on  cooling  as  a  brilliant  white 
precipitate.  This  is  allowed  to  rest  for  a  few 
days,  and  then  treated  with  cold  water,  with 


which  it  is  washed  well  upon  »  filter.  It  is 
purified  by  dissolving  it  in  as  small  a  quantity 
of  boiling  water  as  possible,  and  again  filtering, 
if  necessSiry  using  a  hot-water  funnel.  On 
coohng,  the  soluble  starch  separates  from  the 
filtrate  as  before. 

Perhaps  the  readiest  way  of  preparing  soluble 
starch  is  that  recommended  by  Zulkowski  (Chem. 
Zentr.  1888,  1060),  who  finds  that  starch  dis- 
solves in  hot  glycerol  and  is  converted  into  the 
soluble  modification  ;  this,  in  turn,  if  the  action 
be  continued,  becoming  transformedinto  erythro- 
dextrin  and  achroodextrin,  with  the  production 
at  the  same  time  of  reducing  sugars.  60  grms. 
of  dry-potato  starch  are  heated  for  half  an  hour 
with  1  jdlo.  of  glycerol  at  a  temperature  of 
190°,  then  cooled  down  to  120°,  and  the 
soluble  starch  precipitated  by  the  addition  of  two 
or  -three  times  its  volume  of  strong  alcohol.  If 
necessary,  the  precipitate  may  be  further  puri- 
fied by  dissolving  again  in  the  smallest  possible 
quantity  of  boiling  water,  and  repreoipitating 
therefrom  with  90  p.c.  alcohol. 

Soluble  starch  has  been  prepared  by  treating 
starch  granules  with  a  1  p.c.  solution  of  caustic 
soda  (Wroblewski,  Ber.  1897,  30,  2108);  and 
Syniewski  has  also  prepared  it  by  treating 
potato  starch  suspended  in  water  with  sodium 
peroxide  {ibid.  1897,  30,  2415).  This  product  is 
soluble  in  cold  water  up  to  12-5  p.c,  and  dis- 
solves in  hot  water  in  any  proportion.  Soluble 
starch  prepared  in  this  way,  however,  appears 
to  be  quite  distinct  from  that  prepared  according 
to  Lintner's  method. 

Pure  soluble  starch  prepared  by  the  methods 
of  Lintner  and  O'Sullivan,  when  in  solution, 
rotates  a  ray  of  polarised  light  strongly  to  the 
right.  Brown  and  Morris  find  its  specific 
rotatory  power  to  be  [a]j3.86+216°,  W^j.^j-f  195°. 
Kntner  gives  it  as  [a]j,  -|-200°,  .and  Brown, 
Morris,  and  MiUar  give  a  value  in  2-5-4-5  p.c. 
solutions  at  15-5°  of  [o]i,  +202°. 

S.  Eduard  has  carried  out  some  interesting 
investigations  with  regard  to  starch  solutions 
and  soluble  starch,  but  space  does  not  permit 
any  further  description  (c/.  Compt.  rend.  1908- 
1909 ;  Seventh  Intemat.  Cong.  App.  Chem. 
1909). 

Soluble  starch  has  no  action  whatever  on 
Fehling's  solution,  and,  like  starch  paste,  its 
solution  is  coloured  an  intense  blue  with  iodine. 

10.  Action  of  alkalis.  When  a  moderately- 
strong  solution  of  potassium  or  sodium  hy- 
droxide is  added  to  starch  paste,  the  previously 
opalescent  liquid  is  rendered  perfectly  trans- 
parent without  any  alteration  taking  place  in 
its  viscosity.  This  increase  in  transparency  is 
due  to  the  solution  of  the  suspended  starch 
cellulose  by  the  alkali.  The  specific  rotatory 
power  is  at  the  same  time  considerably  lowered, 
but  resumes  its  original  value  if  the  alkali  be 
neutralised  by  acetic  acid.  These  facts  point 
to  the  production  of  a  definite  compound  of 
starch  with  potash  or  soda.  An  interesting 
feature  in  this  reaction  is  that,  after  acidi- 
fication, the  solution  remains  transparent,  and 
possesses  all  or  nearly  all  the  viscosity  of  the 
original  starch  paste  (Pfeiffer  and  Tollens, 
Annalen,  1882,  210,  285 ;  Brown  and  Heron, 
Chem.  Soo.  Trans.  35,  696). 

When   starch  is   treated   with   an   alkaline 
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Bolution  the  granules  swell  up  and  form  an  ex- 
ceedingly tough  viscous  mass,  which  readily 
dissolves  in  water,  forming  a  solution  in  no  way 
differing  from  that  produced  by  the  action  of 
alkali  on  starch  paste. 

Symons  (Pharm.  J.  [iii.]  13,  237)  has  investi- 
gated the  process  of  swelling  of  starch  granules 
under  the  action  of  heat  at  different  tempera- 
tures, and  of  alkaline  solutions  of  varying 
strengths,  and  concludes  that  the  process  of 
swelling  through  the  action  of  these  widely- 
differing  agents  is  one  and  the  same,  and,  as  a 
result  of  his  experiments,  proposes  a  method 
whereby  the  several  varieties  of  starch  may  be 
detected  by  their  behaviour  with  dilute  alkaline 
solutions  of  definite  strength. 

The  most  suitable  are  solutions  of  caustic 
soda  of  0-5-l'5  p.c.  0-1  grm.  of  the  starch  is 
repeatedly  stirred  up  with  1  o.e.  of  the  particiilar 
soda  solution,  and,  after  10  minutes,  examined 
under  the  microscope. 

Ammonia  solution,  either  dilute  or  concen- 
trated, has  no  action  whatever  on  starch  or  on 
starch  paste. 

If  a  trace  of  starch  be  added  to  a  solution  of 
a  salt  of  ammonia,  and  then  a  solution  of  sodium 
hydroxide  drop  by  drop,  the  starch  remains  un- 
changed until  the  whole  of  the  ammonia  salt 
has  been  decomposed  ;  but  the  least  excess  of 
soda  causes  immediately  an  expansion  of  the 
starch  granules. 

Tables  IV.  and  V.  give  the  results  of 
Symon's  experiments  for  various  starches. 

Table  IV. — Action  of  heat  on  starch  granules. 


-  Variety  of 
starch 

Order  ot 
relative 
Bize  of 
granules 

Few 

granules 

swollen 

at 

Majority 

ol 
grauules 
swollen 

at 

All 
granules 
Bwollea 

at 

Potato 

2 

"C. 
55 

"C. 
60 

65 

Cassava 

•  7 

58 

63 

68 

Natal 

4 

58 

65 

70 

Wheat 

5 

60 

65 

70 

Tous-les-mois 

1 

65 

68 

■      72 

Bermuda     . 

4 

62 

69 

73 

Sago  . 
Maize 

3 

G 

64 
65 

68 
70 

74 
77 

Oat    . 

8 

65 

70 

77 

St.  Vincent 

4 

60 

73 

77 

Rice  . 

9 

70 

75 

80 

Starch  exhibits  a  peculiar  reaction  with  am- 
moniaoal  copper  solution.  Dry  starch  readily 
absorbs  cupric  oxide  from  ammonio-cupric  oxide 
solution,  and  decolorises  the  liquid,  the  action 
being  more  rapid  if  the  starch  has  previously 
been  slightly  moistened.  Starch  paste  acts  in  a 
similar  manner.  A  deep-blue  compound  is 
formed,  from  which  water,  and  even  dilute 
ammonia,  remove  only  traces  of  copper.  Re- 
peated washing,  however,  with  strong  ammonia 
eventually  removes  every  trace  of  copper 
(Guignet,  Compt.  rend.  109,  528). 

Dilute  hydrochloric  acid  immediately  decom- 
poses this  compound,  forming  cupric  chloride, 
which  may  be  readily  removed  by  washing  with 
water,  leaving  the  starch  granules  intact. 

After  prolonged  digestion  with  strong  am- 


Table  V.- 


-  Action  of  dilute   NaBO   on  starch 
granules. 


Order  ot 

Few 

Majority 

of 

granules 

swo'len 

with 

All 

Variety  of 

relative 

granules 

granules 

Btarch 

size  of 

swollen 

swollen 

granules 

with 

with 

p.c.NaHO 

p.cNaHO 

p.cNaHO 

Potato 

2 

0-6 

0-7 

0-8 

Oat    . 

8 

0-6 

0-8 

1-0 

Natal 

4 

0-7 

0-8 

10 

Tous-les-mois 

1 

0-7 

0-9 

1-0 

Wheat 

5 

0-7 

0-9 

1-0 

Bermuda    . 

4 

0-8 

0-9 

11 

Sago  . 

3 

0-8 

0-9 

11 

Maize 

6 

0-8 

10 

11 

Cassava 

7 

0-8 

10 

11 

St.  Vincent 

4 

0-9 

10 

1-2 

Rice  . 

9 

10 

10 

1-3 

monia  in  the  cold,  the  granules  swell  up 
and  become  converted  into  the  soluble  modi- 
fication. 

On  heating  the  compound  of  cupric  oxide 
and  starch  with  water  at  80°  the  starch  gela- 
tinises, forming  with  the  cupric  oxide  a  beautiful 
blue  viscous  liquid. 

Starch  possesses  the  property  of  combining 
with  other  bases  than  sodium  and  potassium. 
If  to  the  transparent  colourless  jelly  formed  by 
acting  on  starch  with  sodium  hydroxide,  a,7  p.c, 
aqueous  solution  of  calcium  chloride  be  added, 
double  decomposition  takes  place,  and  a  thick,' 
white,  insoluble  mass  is  formed,  which  is  a  com- 
pound of  starch  with  calcium.  A  series  of  com- 
pounds of  starch  with  other  bases  may  similarly 
be  formed,  in  which  the  starch  cannot  be  detected 
by  means  of  iodine.  The  starch  in  such  com- 
pounds is,  however,  immediately  set  free  by  acids 
(Payen).  ' 

Starch  is  completely  precipitated  from  a, 
dilute  aqueous  solution  by  a  solution  of  lime  in 
sugar-syrup.  The  composition  of  the  precipitate 
varies  according  to  the  quantity  of  lime  added. 
With  baryta  and  strontia  water  similar  com- 
pounds are  formed  (C.  J.  Lintner,  Zeitsch. 
angew.  Chem.  1888,  232). 

11.  Action  of  acids.  A  swelling  of  the  starch 
granules,  similar  to  that  occasioned  by  sodium  or 
potassium  hydroxide,  is  produced  immediately 
by  all  mineral  acids,  and  by  some  organic  acids, 
e.g.  tartaric  and  citric  acids,  after  being  in  con- 
tact for  some  time.  No  swelling  is  produced  by 
acetic  or  oxalic  acids,  no  matter  how  concen- 
trated their  solutions  may  be. 

When  air-dried  starch  is  triturated  with 
concentrated  sulphuric  acid  considerable  heat 
is  evolved,  and,  after  a  short  time,  com- 
plete carbonisation  takes  place.  If,  however, 
the  starch  be  previously  freed  from  moisture, 
on  addition  of  the  acid  the  granules  swell  up 
and  form  certain  mucilaginous  compounds  of 
the  general  formula  C6„Hio„,Os„_,(S04)„  which 
are  soluble  in  water,  and  rotate  a  ray  of  polarised 
light  strongly  to  the  right.  When  boUed  with 
alcohol  they  lose  all  the  sulphuric  acid,  leaving 
a  modified  form  of  starch.  Upon  neutralising 
the  aqueous  solution  with  bases,  unorystaUisable 
salts  are  formed  (Honig  and  Schubert,  Monatsh. 
6,768). 
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When  diluted  sulphuric  acid  1 :  2  to  1 : 4  is 
added  to  air-dried  starch,  a  swelling  up  of  the 
granules  takes  place,  and  the  mass  becomes 
thick  and  viscous.  On  standing  some  hours 
the  viscosity  disappears,  the  iodine  reaction 
showing  the  presence  of  soluble  starch  only ; 
but  on  standing  for  some  days  this  becomes 
gradually  hydrated  to  maltose,  and  finally  to 
dextrose. 

Nitric  acid  yields  with  starch  various  pro- 
ducts, depending  on  the  strength  of  the  acid, 
temperature,  and  duration  of  the  action. 

When  starch  is  boiled  for  some  time  with 
moderately  concentrated  nitric  acid  (sp.gr.  1  -200) 
it  is  completely  converted  into  oxalic  acid. 
Cold  concentrated  nitric  acid  (sp.gr.  1'520)  added 
to  starch  causes  the  granules  to  swell  up,  first 
into  a  viscous  mass,  which  after  a  short  interval 
becomes  quite  limpid  ;  if  now  water  be  added  to 
this  solution,  according  to  Braconnot  (Annalen, 
7,  245),  a  white  powder  is  precipitated  which 
when  dry  explodes  upon  being  struck.  This 
substance  has  been  termed  xylotdin,  and  has 
the  same  composition  as  the  corresponding 
compound  of  cellulose. 

H,  however,  the  solution  of  starch  in  nitric 
acid  be  allowed  to  stand,  water  precipitates  less 
and  less  of  xyloidin,  and  at  last  none,  whilst  a 
substance  resembling  saccharic  acid  remains  in 
solution  (Pelouze,  Compt.  rend.  7,  713). 

When  starch  is  heated  with  a  mixture  of 
nitric  acid  and  fuming  sulphuric  acid  contain- 
ing some  2-3  p.c.  of  free  SO,  at  a  temperature 
of  45''-50°  a  starch  nitrate  having  a  formula 
CiaHij(N02)80i|„  and  containing  about  16-5  p.c. 
of  nitrogen,  is  formed.  It  is  an  orange-coloured 
highly  explosive  powder,  and  is  soluble  in  ether- 
alcohol. 

Strong  hydrochloric  acid  added  to  dry  starch 
causes  the  granules  to  swell,  and  in  a  very 
short  time  to  become  a  thick,  semi-translucent, 
viscous  mass.  If  to  this  a  large  quantity  of  cold 
water  be  added,  a  milky  fluid  results,  which  con- 
sists entirely  of  the  soluble  modification.  If, 
however,  the  swollen  mass  be  allowed  to  remain 
for  a  few  days,  the  soluble  starch  will  be  found 
to  have  entirely  disappeared,  whilst  at  the  same 
time  the  viscous  mass  becomes  perfectly  limpid, 
and  separates  into  two  layers,  the  lower  one  con- 
sisting of  the  products  bf  decomposition  of  the 
grantdose — namely,  aohroodextrin^jnaltose,  and 
dextrose — whilst  the  upper  layer  consists 
exclusively  of  starch  cellulose. 

If,  however,  the  action  of  very  dilute  (1-2 
p.c.)  mineral  acids,  such  as  sulphuric  or  hydro- 
chloric, upon  ungelatinised  starch  in  the  cold  be 
allowed  to  continue  for  some  considerable  time 
(two  months  or  more),  the  granules  gradually 
become  disintegrated,  a  portion  becoming  con- 
vertea  into  dextrose  and  going  into  solution, 
whilst  the  residual  substance  retains  little  or 
nothing  of  the  original  form  of  the  starch 
granule.  Concurrently  with  these  changes,  the 
iodine  reaction  undergoes  considerable  modifica- 
tion, the  original  deep-blue  colour  gradually 
giving  place  to  purple,  and  this,  through  reddish- 
purple-  and  reddish-brown,  to  a  pale  yeUowish- 
red,  which  is  not  further  modified,  even  if  the 
starch  remain  in  contact  with  the  acid  for  some 
years.  This  residual  substance,  after  being 
washed  with  cold  water  until  free  from  acid,  is 
completely  soluble  in  hot  water,  from  which  it 


may  be  precipitated  by  alcohol  in  the  form  of 
a  brilliant  white  powder,  which  is  highly  crys- 
taUine  in  appearance  when  the  precij)itation 
has  taken  place  slowly.  This,  under  the  micro- 
scope, is  seen  to  consist  of  sphsero-crystals 
made  up  of  thin  needles  or  plates  arranged 
radially,  and  so  closely  resembling  the  sphscro- 
crystals  of  inulin  that  the  two  substances  cannot 
be  distinguished  by  microscopical  examination 
alone.  This  substance  has  been  termed  amylo- 
dextrin  by  Nageli.  It  gives  an  intense  reddish- 
brown  colouration  with  iodine  (Brown  and 
Morris,  Chem.  Soc.  Trans.  55,  449). 

The  further  action  of  acids  on  starch  differs 
very  considerably  according  to  the  degree  of 
concentration,  temperature,  and  pressure. 

When  starch  is  heated  to  boiling  with  very 
dilute  acids  (2  p.c),  little  or  no  formation  of 
paste  takes  place;  the  starch  being  rapidly  con- 
verted first  into  soluble  starch,  then  into  dextrin 
and  maltose,  and,  if  the  action  be  sufficiently 
prolonged,  finally  into  dextrose.  If  this  action 
be  stopped  at  various  stages  by  neutralising  the 
acid  with  calcium  or  barium  hydroxide,  and  the 
filtrates  examined  at  a  very  early  period,  the 
liquid  will  be  found  to  consist  almost  entirely  of 
a  solution  of  soluble  starch.  Later  on,  this  dis- 
appears, giving  rise  to  dextrin  and  maltose  ;  and, 
according  to  Brown,  Morris,  and  Moritz  (Engi 
Pat.  19003,  1889),  to  a  series  of  intermediate 
bodies  known  as  maltodextrins.  A  little  later, 
dextrose  makes  its  appearance,  and  this  con- 
tinues to  increase  at  the  expense  of  the  maltose 
already  formed,  the  dextrins  and  maltodextrins 
being  successively  hydrated  to  this  body,  until 
finally  dextrose  only  is  found  in  solution.  If, 
however,  the  action  be  carried  to  this  extreme 
point,  the  dextrose  in  its  turn  is  acted  upon  by 
the  acid,  giving  rise  to  condensation  products, 
caramel,  and  other  humous  substances  (Valentin, 
Jour.  Soc.  Arts,  24,  404 ;  Scheibler  and  Mittel- 
meier,  Ber.  23,  3060). 

At  temperatures  higher  than  100°,  or  vmder 
pressure,  the  above  changes  take  place  very 
rapidly.  Tables  VI.  and  VII.  give  some  idea 
of  these  relative  changes. 

12.  Action  of  chlorine,  bromine,  and  iodine. 
Chlorine  gas  has  no  action  on  starch  granules 
either  in  the  dry  state  or  when  moistened  with 
water,  but  when  passed  through  thin  starch 
paste  for  some  hours  the  viscosity  disappears, 
the  greater  portion  of  the  granulose  becoming 
converted  into  soluble  starch  and  erythrodextrin  ; 
this  action  takes  place  slowly  in  the  cold,  but 
quickly  at  a  high  temperature. 

Bromine  c'olours  starch  granules  yellow,  but 
does  not  seem  to  form  any  definite  compound, 
as  the  yellow  colour  disappears  on  repeatedly 
washing  the  granules  with  water. 

Very  little  action  is  produced  on  starch 
paste  by  bromine  in  the  cold,  but  if  heated  on 
the  water-bath  for  some  time  the  starch  paste 
is  liquefied  and  converted  into  the  soluble 
form. 

The  most  characteristic  reaction  for  starch, 
wherever  it  occurs,  is  the  production  of  a  deep- 
blue  colouration  with  a  solution  of  iodine.  This 
colouration  is  imparted  by  the  iodine  to  the 
granulose  in  the  intact  starch  granules  as  well 
as  when  in  the  condition  of  starch  paste  and 
of  soluble  starch.  This  iodine  reaction  was 
discovered  as  far  back  as  the  year   1813   by 
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Table  VI. — Action  of  sulphuric  acid  {dilute)  on 
starch  cU  different  temperatures. 


Time 


Colour  of 
solution 


Iodine  reaction    Wna-se  ^3-et 


Series  A. — 2p.c.acid.    Temperature,  IbOPC. 


2  mins. 

5  „ 
10  „ 
30     „ 


None 

None 
Slight 
Much 


Full  brown,  trace 

U2-2 

of  starch 

Brown 

87-2 

None 

61-7 

— 

56-8 

— 

54-3 

42-3 

62-2 
89-1 
81-2 
71-6 


Series  A. — 2  p.c.  add.    Temperature,  125"C. 


2  mins. 


5 
10 


None 


None 
None 


Blue 


Brownish-violet 
Brown 


All  soluble 

starch 
1630  I  29-2 
128-6  I  55-4 


Series  B. — 1  p.e.  acid.    Temperature,  150°C 

30  sees.  I       None       |       Full  brown      |  152-6  I  32-2 
3  mins.         None  None  83-5     59-6 

5      „     I  Light-straw  I  —  1    61-1  I  78-7 


Series  B. — 1  p.c.  acid 

Temperature,  125°C 

10  mins. 

None 



153-4 

34-3 

20     „ 

None 

— 

118-5 

55-6 

30     „ 

None 

— 

97-2 

69-7 

Table  VII. — Action  of  various  acids  on  starch 

at  150°C. 

Acid 

Time 

Mii3-et 

^3-88 

0-25  p.c.  Sulphuric     . 

10  mins. 

138-9 

38-2 

0-25    „    Hydrochloric 

10      „ 

60-6 

84-1 

2  p.c.  Phosphoric 

10      „ 

117-8 

55-1 

1    „    Tartaric  . 

20      „ 

170-3 

24-6 

1    „    Oxalic     . 

10      „ 

i)4-4 

76-5 

1    „    Acetic      . 

30      „ 

No  action 

Stromeyer,  and  has  been  the  subject  of  much 
investigation  since  then. 

When  an  aqueous  solution  of  iodine  is  added 
to  starch  paste  an  intense  deep  indigo-blue 
colouration  is  produced.  This  blue  colouration 
— which  is  a  most  characteristic  test  for  starch, 
not  being  produced  by  any  other  known  body — 
is  due  to  the  formation  of  a  definite  chemical 
compound,  or  probably  more  than  one  com- 
pound, of  iodine  and  starch  granulose,  and  is 
provisionally  termed  iodide  of  starch. 

It  is  best  prepared  by  adding  an  excess  of 
iodine  to  a  thin  solution  of  starch ;  iodide  of 
starch  then  separates  out  as  a  blackish-violet 
powder,  which,  when  washed,  to  free  it  from 
excess  of  iodine,  and  dried,  presents* the  appear- 
ance of  a  black  shining  mass  exhibiting  a  coppery 
lustre.  Perfectly  dry  iodide  of  starch  may  be 
heated  for  several  days  to  a  temperature  of 
100°  without  undergoing  decomposition ;  it 
may,  therefore,  be  regarded  as  a  very  stable  body. 
In  the  presence  of  moisture,  however,  it  is  de- 
composed, with,  if  heated  in  closed  vessels, 
formation  of  hydriodic  acid,  whilst,  if  it  be 
heated  in  open  vessels,  part  of  the  iodine  is 
volatilised,  the  remainder  being  converted  into 
hydriodic  acid. 

Iodide  of  starch  is  also  formed  when  dry 
starch  and  an  alcoholic  solution  of  iodine  are 
triturated  in  a  mortar,  provided  the  alcohol  con- 
tains water ;    with  absolute  alcohol  a   brown 


colour  is  produced,  which,  on  addition  of  water, 
changes  to  blue.  Iodide  of  starch  is  not  formed 
when  iodine  vapour  is  passed  over  dry  starch, 
but  by  rising  moist  starch  the  iodide  is  formed ; 
from  this  it  would  appear  that  water  is  neces- 
sary to  the  formation  of  iodide  of  starch  (Stocks, 
Chem.  News.  56,  212  ;  67,  183). 

It  is  also  formed  from  a  mixture  of  potassium 
iodide  and  starch  paste  by  the  action  of  such 
reagents  as  liberate  iodine  from  its  compounds. 
Such  are  chlorine,  bromine,  nitric  acid,  strong 
sulphuric  acid,  ferric  chloride,  potassium  per- 
manganate, &o.,  all  of  which  cause  the  charac- 
teristic blue  colour  to  appear.  The  blue  coloui 
of  iodide  of  starch  is  destroyed  in  presence  of 
excess  of  chlorine  or  bromine,  owing  to  the 
formation  of  iodine  chloride  or  bromide. 

Starch  granules  have  a  greater  attraction  for 
iodine  than  unorganised  rtarch.  Hence  a  cold 
clear  solution  prepared  from  crushed  starch 
granules,  and  coloured  blue  by  iodine,  is  com- 
pletely decolorised  by  adding  whole  starch 
granules ;  similarly  starch  granules  attract 
iodine  more  energetically  than  dextrin  (Bruck- 
ner, Monatsh.  4,  689-912). 

Iodide  of  starch  is  soluble  only  in  a  large 
quantity  of  water,  but  as  ordinanly  prepared 
from  starch  paste  it  is  an  opaque  mass,  and 
when  examined  under  the  microscope  presents 
the  appearance  of  blue  flocculent  masses  of  the 
iodide  floating  about  in  the  liquid  portion.  In 
this  state  the  blue  colour  is  destroyed  by  heat 
(Stocks,  Chem.  News,  56,  212 ;  Tomlinson, 
Phil.  Mag.  [v.]  50,  168),  but  the  change  is 
gradual,  the  liquid  becoming  first  greenish,  Ijhen 
yellowish,  and  finally  colourless,  and  if  at  this 
point  it  be  allowed  to  cool  the  blue  colour  does 
BOt  again  appear,  although  it  does  so  if  the 
heating  be  discontinued  at  the  yellowish  stage 
and  the  liquid  be  allowed  to  cool ;  this  de- 
colorisation  is  due  to  the  formation  of  hydriodic 
acid. 

When  iodide  of  starch  does  not  contain  an 
excess  of  iodine,  alcohol,  ether,  carbon  disul- 
phide,  or  benzene  fail  to  extract  any  iodine  from 
it ;  if,  however,  the  iodide  be  heated  with  alcohol 
it  becomes  rapidly  decolorised,  ethyl  iodide 
being  formed  at  the  same  time. 

The  colour  produced  by  iodine  and  starch 
grains  has  been  found  to  vary  slightly  with  the 
nature  of  the  starch,  potato  starch  giving  a 
deep  blue,  whilst  wheat  starch  gives  a  colour 
inclining  somewhat  to  violet. 

The  exact  composition  of  starch  iodide  has 
not  been  definitely  settled.  According  to 
P.  Mylius,  iodide  of  starch  contains  19-69  p.c. 
of  iodine,  and  has  the  formula  (C24Hj„02oI)4HI ; 
whilst  P.  Seyferth  finds  18-56  p.c.  of  iodine, 
formula  (CjiH4„02o),I, ;  and  6.  Rouvier  fixes 
the  iodine  content  at  19-6  p.c,  and  formula 
(C.H„9.)„I,. 

Syniewski  deduces  the  formula  of  the  iodide 
from  his  experiments,  paaking  use  of  hirf ormalde- 
hyde  amylodextrin     ' 

[(C54H,„0„+1JH,0)I,]4, 

which  corresponds  with  20-5  p.c.  of  iodine. 
He  suggests  that  the  iodine  probably  attaches 
itself  to  the  terminal  CHjOH  groups  {see 
The  Constitution  of  Starch,  v.  Syniewski, 
Annalen,  1902,  324,  212-268). 

Harrison    (Chem.     Soc    Proo.     1910,    26 
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262-253)  has  put  foiwatd  a  new  theory  to 
explain  the  starch-iodine  reaction.  He  finds  that 
the  presence  of  iodides  is  not  necessary  tor  the 
formation  of  starch  iodide,  but  the  depth  of 
colour  is  increased  by  the  presence  of  any  salt 
or  weak  acid.  The  gradual  addition  of  alcohol 
changes  the  blue  to  violet,  red,  orange,  and 
yellow,  the  reverse  change  taldng  place  on 
dilution  with  water.  The  same  colour  change 
is  produced  by. carefully  heating  the  blue  solu- 
tion, the  reverse  phenomena  being  observed  on 
cooling. 

He  shows  that  aU  the  iodine  can  be  removed 
from  starch  iodide  by  washing  with  pure  water, 
and  draws  the  conclusion  that  the  blue  solution 
of  iodine  and  starch  is  a  colloidal  solution  of 
iodine,  the  starch  acting  as  a  protective  colloid. 

13.  Action  of  other  reagents.  Potassium 
permanganate  exercises  a  powerful  reducing 
action  on  starch,  but  instead  of  dextrin  a  series 
of  gummy  acids  are  produced,  which  reduce 
Fehling's  solution  only  to  a,  very  slight  extent. 
Powdered  potassium  permanganate  is  added  to 
a,  2\  p.c.  starch  paste ;  much  carbonic  acid  is 
evolved,  and  manganese  dioxide  precipitated. 
The  solution  is  filtered,  neutralised  with  acetic 
acid,  concentrated  lead  acetate  solution  added, 
the  resulting  precipitate  washed  with  hot  water, 
decomposed  with  hydrogen  sulphide,  the  solu- 
tion ^concentrated  and  poured  into  absolute 
alcohol,  when  a  curdy  precipitate  is  formed. 
This  is  washed  with  absolute  alcohol  and  ether, 
and  dried  in  vacuS  over  sulphuric  acid.  The 
bodies  formed  possess  dextrorotatory  powers, 
which  vary  according  to  the  quantity  of  perman- 
ganate employed,  and  give  reactions  with  iodine 
from  reddish-violet,  through  reddish-brown,  to 
brown.  The  elementary  analysis  of  a  product 
which  was  not  coloured  by  iodine  agreed  with 
the  formula  Ci2H2jOii,Oi2Hj„Oi„  (Lintner, 
Zeitsch.  angew.  Chem.  1890,  546). 

Formaldehyde  cause  the  starch  grains  to 
gradually  swell  to  a  thick  jelly,  which  ceases 
to  give  a  colouration  with  iodine,  becoming 
limpid  after  several  days,  and  capable  of 
filtration  after  a  few  months.  This  filtrate, 
when  allowed  to  evaporate  spontaneously, 
solidifies  to  a  crystalline  mass,  which  is  a  com- 
pound of  starch  and  formaldehyde  and  poly- 
merised formaldehyde.  When  warmed  both 
free  and  combined  formaldehyde  volatilise, 
leaving  a  substance  which  gives  a,  blue  colour 
with  iodine,  and  which,  on  analysis,  gives 
values  agreeing  with  the  formula 

[C5.H,„046-t-4H,0]i, 

ftn4  which  Syniewski  considers  to  be  identical 
with  his  amylodextrin.  The  action  of  formalde- 
hyde in  a  concentrated  solution  of  starch  is 
considered  to  be  a  carbinol  hydrolysis,  the 
product  '  formaldehyde  amylodextrin '  being 
hydrolised  with  extreme  ease  (u.  Syniewski, 
Annalen,  1902,  324,  201). 

When  chloroform  is  added  to  a  solution  of 
starch  in  zinc  chloride  and  allowed  to  remain 
three  months  the  whole  of  the  starch  is  con- 
verted into  dextrin. 

When  starch  paste  is  treated  with  chloroform 
a  soluble  modification  of  starch  similar  to  that 
obtained  by  the  action  of  hydrochloric  acid  is 
formed,. and  on  heating  a  mixture  after  some 
months  the  starch  dissolves  and  separates  as  a 
fine  paste  on  cooling. 


On  shaking  1  part  of  starch  with  100  parts 
of  a  solution  of  chloral  hydrate  (10  parts  water 
to  7  parts  chloral  hydrate)  an  almost  clear 
viscous  solution  is  obtained,  which  does  not 
give  a  blue  colouration  with  soUd  iodine  or  a 
solution  of  iodine  in  chloral  hydrate. 

Tannic  acid  gives  a  flocoiilent  leathery  pre- 
cipitate with  starch  paste,  as  well  as  with 
soluble  starch,  which  is  soluble  in  boiling  water 
but  is  reprecipitated  on  cooling. 

14.  Adtion  of  enzymes.  Certain  enzymes 
exert  a  most  powerful  action  on  gelatinised 
starch,  as  well  as  on  some  of  the  varieties 
of  starch  in  the  raw  state.  Of  these,  the 
most  active  are  the  diastase  of  malted  barjey, 
the  saliva,  and  the  pancreatic  juice. 

If  the  action  of  a  solution  of  any  one  of  these 
ferments  on  starch  paste  be  watched,  the  first 
effect  produced  will  be  complete  liquefaction  of 
the  paste,  and  the  production,  in  an  incredibly 
short  space  of  time,  of  a  perfectly  limpid  liquid. 
At  this  instant,  if  the  liquid  be  tested  with  iodine, 
a  reaction  for  pure  soluble  starch  may  be  ob- 
served ;  immediately  following  this  comes  the 
saocharification  of  the  soluble  starch.  The  blue 
colour  produced  by  iodine  disappears,  giving 
place  to  a  reddish-brown  colour,  indicating  the 
presence  of  ery  throdextrin,  which  in  turn  becomes 
transformed  into  aohroodextrin,  when  iodine 
ceases  to  impart  any  longer  a  colour  to  the  liquid. 
At  the  same  time,  concurrently  with  the  disap- 
pearing of  the  starch,  the  proportion  of  sugar 
goes  on  increasing,  and  continues  to  do  so  for  a 
considerable  time  after  the  iodine  has  ceased  to 
show  any  reaction. 

Although  starch  in  some  form  or  other  enters 
so  largely  into  the  food  of  man  and  beast,  it  was 
not  until  early  in  the  last  century  that  it  re- 
ceived any  attention  from  the  hands  of  chemists. 
Since  that  time,  however,  much  attention  has 
been  bestowed  upon  the  changes  which  it  under- 
goes under  the  influence  of  heat,  acids,  and 
certain  vegetable  and  animal  extracts,  and 
much  valuable  information  has  resulted  there- 
from. 

Considering  the  very  important  part  which 
starch  plays  in  several  industrial  processes  on 
the  one  hand,  and  how  a  careful  study  of  its 
various  transformations  serves  to  throw  very 
considerable  light  upon  many  questions  con- 
nected with  vegetable,  as  well  as  animal,  physio- 
logy, it  win,  perhaps,  not  be  altogether  out  of 
place  to  give,  as  briefly  as  possible,  a  history  of 
the  transformations  of  starch  from  the  earliest 
up  to  the  present  time. 

15.  History  of  starch  transformations.  In 
the  year  1811  Vauquelin  discovered  that  when 
starch  is  heated  to  a  high  temperature  it  is 
converted  into  a  substance  completely  soluble 
in  water,  and  which  resembles  gum  arabic  in 
many  of  its  physical  properties.  In  the  follow- 
ing year  Vogel  found  that  a  similar  substance 
is  formed  wien  starch  is  acted  upon  by  hot 
dilute  acid.  About  the  same  time,  Kirchoff  dis- 
covered that  starch,  when  boiled  with  dilute 
sulphuric  acid,  yields  a  crystaJlisable  sugar; 
and  two  years  later,  in  1814,  the  same  chemist 
observed  that  a  similar  transformation  is  brought 
about  by  the  action  of  the  vegetable  albumin 
of  grain,  and  also  that  the  action  of  this  sub- 
stance is  much  intensified  by  subjecting  the 
grain  to  the  malting  process. 
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The  gummy  substance  produced  from  starch 
by  the  action  of  dilute  acid  was  first  carefully 
examined  in  1833  by  Biot  and  Persoz,  who  gave 
to  it  the  name  of  dextrin,  from  the  property 
which  it  possesses  of  rotating  a  polarised  ray  of 
light  strongly  to  the  right. 

Biot  and  Persoz  did  not  look  upon  dextrin  as 
a  decomposition  product  of  starch ,  but  considered 
it  rather  as  consisting  of  the  contents  of  the 
starch  granules  freed  from  their  outer  coating 
by  the  action  of  the  acid.  Payen  and  Persoz — 
sharing  the  same  view  as  to  the  formation  of 
dextrin  from  starch  by  the  action  of  an  infusion 
of  malted  grain,  and  which  they  attributed  to 
the  presence  of  a  particular  transforming  agent 
— named  it  diastase,  from  its  supposed  property 
of  separating  the  interior  of  the  starch  granules 
from  their  outer  envelope.  They  were  the  first 
chemists  who  prepared  dextrin  from  starch  by 
the  action  of  diastase,  and  describe  it  as  a  sub- 
stance soluble  in  cold  water  and  in  weak  alcohol, 
and  as  not  coloured  by  iodine.  A  few  years 
later  Payen  stated  that  the  specific  rotatory 
power  of  his  dextrin  was  equal  to  that  of  starch, 
and  that  its  elementary  composition  was  indi- 
cated by  the  formula  CiHioO^. 

He  also  came  to  the  conclusion  that  the 
dextrins  produced  by  the  action  of  dilute  sul- 
phuric acid,  diastase,  and  heat  respectively  were 
simply  physical  modifications  of  one  and  the 
same  substance. 

Up  to  the  year  1860,  dextrin  was  considered 
as  occupying  an  intermediate  position  between 
starch  and  sugar,  the  starch  being  first  con- 
verted into  dextrin,  and  this,  by  subsequent 
hydration,  into  sugar.  But  at  this  period,  Mus- 
culus  brought  forward  evidence  to  prove  most 
conclusively  that  dextrin  and  sugar  are  not 
successively  formed  products,  but  are  produced 
simultaneously  by  a  splitting  up  of  the  starch 
molecule.  This  theory,  which  met  with  strong 
opposition  at  first,  is  now  generally  admitted  to 
be  in  the  main  correct, 

The  dextrin  described  more  in  detail  by 
Musculus  in  1865  was  a  body  not  coloured  by 
iodine,  and  did  not  reduce  Fehling's  solution. 
It  now  began  to  be  recognised  amongst  chemists 
that  there  are  at  least  two  dextrins  derivable 
from  starch — the  one  coloured  red  by  iodine, 
and  the  other  giving  no  colouration  with  that 
reagent.  These  were  described  by  Gpessmayer 
in  1871  as  dextrin  I.  and  dextrin  II.,  and  in  the 
following  year  O'Sullivan  distinguished  them  as 
a  and  3  dextrin.  These  are  now  more  generally 
referred  to  as  erythrodoxtrin  and  achroodextrin 
respectively,  names  first  proposed  by  Briicke 
in  1872  as  indicative  of  their  behaviour  with 
iodine. 

In  a  series  of  most  interesting  and  important 
researches  extending  from  1872  to  1876  (Chem. 
Soc.  Trans.  25, 579  ;  29, 479  ;  30, 125),  O'SuUivan 
proved  most  satisfactorily  that  the^  sugar  pro- 
duced by  the  action  of  diastase  or  acid  on  starch 
is  not,  as  had  up  to  this  time  been  generally 
supposed,  dextrose,  but  is  a,  sugar  of  the 
saccharose  type,  having  a  considerably  higher 
specific  rotatory  power  than  dextrose,  and  a 
much  less  reducing  action  upon  Fehling's 
solution. 

This  body  had  been  previously  isolated,  as 
far  back  as  the  year  1819,  by  De  Saussure,  who, 
however,  merely  described  its  crystalline  appear- 


ance. It  was  prepared  in  1847  by  Dubrunfaut, 
who,  from  its  optical  properties,  recognised  it  as 
a  distinct  sugar  and  named  it  maltose.  His 
observations,  however,  obtained  but  little  notice 
at  the  time  of  their  publication,  and  appear  to' 
have  been  entirely  forgotten  until  the  re-dis- 
covery of  maltose  byO'SuUivan  in  1872  (Chem. 
Soc.  Trans.  25,  579).  This  investigator  also 
gave  the  results  of  his  examination  of  the 
dextrins  prepared  by  the  action  of  diastase  and 
of  acid  upon  starch.  These  results  led  him  to 
the  conclusion  that  the  dextrins  from  both 
sources  possess  the  same  specific  rotatory  power 
of  [a]j=-|-213°,  and  have  an  elementary  com- 
position corresponding  to  the  formida  C(H,gO(, 
and  although  he  did  not  succeed  in  obtain- 
ing any  of  the  dextrins  absolutely  free  from 
a  reducing  action  on  Fehhng's  solution,  yet 
he  adduced  good  evidence  to  show  that 
in  »  state  of  purity  they  would  possess  no 
reducing  action.  Both  of  these  dextrins  are 
slowly  converted  into  maltose  by  the  action  of 
diastase. 

In  1875  Bondonneau,  apparently  unaware  of 
the  previous  work  of  O'Sullivan,  described  three 
dextrins,  which  he  denotes  as  o,  0,  and  y  dextrins 
respectively.  The  first  of  these  corresponds  to 
O'Sullivan's  a  dextrin  and  Briicke's  erythro- 
dextrin,  whilst  j8  dextrin  appears  to  be  an 
achroodextrin.  Both  of  them  possess  a  much 
lower  specific  rotatory  power  than  O'Sullivan's, 
doubtless  owing  to  not  being  as  completely  puri- 
fied. There  can  now  be  no  doubt  that  his  y 
dextrin  was  nothing  more  or  less  than  maltose, 
and  as  Bondonneau  regarded  the  reducing  sugar 
formed  throughout  to  be  dextrose,  it  is  easy 
to  understand  that  he  should  fall  into  such  an 
error  with  regard  to  his  y  dextrin. 

The  properties  of  dextrin  and  maltose  having 
been  thus  definitely  established,  and  it  having 
been  shown  conclusively  that  these  two  sub- 
stances were  the  only  products  obtained  by  the 
action  of  diastase  upon  starch  paste  under 
ordinary  conditions,  the  attention  of  investiga- 
tors was  turned  to  the  influence  of  time  and 
temperature  upon  the  reaction  by  which  these 
substances  are  produced,  so  that  in  the  history  of 
starch  transformation  a  new  field  of  research 
was  opened  up  in  1876  by  O'Sullivan  (Chem. 
Soc,  Trans.  30,  125).  According  to  this  investi- 
gator, starch  granules  which  are  intact  are 
unacted  upon  by  diastase  or  the  cold  water 
extract  of  malt ;  gelatinised  starch,  however, 
either  in  the  cold  or  at  temperatures  up  to  72" 
is  readily  transformed.  He  also  established  the 
fact  that  the  transformation  of  starch  irrto 
dextrin  and  maltose  is  not  a  gradual  act  of 
hydration,  the  dextrin  appearing  first  and  the 
maltose  afterwards,  but  that  the  two  bodies  are 
formed  simultaneously,  and  in  certain  propor- 
tions according  to  the  conditions  under  which 
the  starch  molecule  splits  up.  On  this  assump- 
tion, the  spUtting  up  of  the  starch  moleciile  by 
diastase  takes  place  according  to  certain  definite 
equations,  the  relative  proportion  of  the  decom- 
position products  depending  upon  the  tempera- 
ture at  which  the  transformation  takes  place,  so 
that,  starting  with  soluble  starch,  it  is  possible 
to  obtain  a  series  of  equations,  each  succeeding 
one  containing  a  molecule  less  of  dextrin  and  a 
molecule  more  of  maltose  than  the  one  imme- 
diately preceding  it  until  we  arrive  at  the  finaj 
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equation.  According  to  O'Sullivan,  the  follow- 
ing reactions  take  place : — (a)  When  starch  is 
acted  on  by  malt  extract  at  any  temperature 
below  63°,  jf  the  solution  be  immediately 
(5-10  minutes)  cooled  and  filtered,  the  product 
invariably  contains  maltose  and  dextrin  in 
proportions  closely  agreeing  with  67-85  p.c. 
of  the  former  and  32-15  p.c.  of  the  latter; 
K=44-l,  [a],=170-6'',  and  this  reaction  is  repre- 
sented by  0  Sullivan's  equation  A. 

.       oO. 
Dextrin 


(CiA„0,„).+4H,0=(C,2H3,0.,)4+(C„H,„Oi„)a 


Starch  Maltose 

(6)  When  starch  is  acted  on  by  malt  extract  at 
any  temperature  between  64°  and  68°-70°,  if 
the  solution 'be  immediately  cooled  and  filtered 
the  product  invariably  contains  maltose  and 
dextrin  in  proportions  agreeing  closely  with 
34-54  p.c.  of  the  former  and  65-46  p.c.  of  the 
latter;  K=22-4, [n],=191-8°, and  corresponding 
to  the  equation  B. 

(C„H,„Ch„),-H2H,0=(C„H,jO„),-i-(C,2H2„0„). 
Starch  Maltose  /3  Dextrin 

(c)  When  starch  is  acted  on  by  malt  extract 
at  temperatures  from  68°-70°C.  to  the  point  at 
which  the  activity  of  the  transforming  agent  i^ 
destroyed,  if  the  solution  be  cooled  and  ffltered 
at  the  end  of  5-10  minutes,  the  product  contains 
maltose  and  dextrin  in  proportions  agreeing 
closely  with  17-4  p.c.  of  the  former  and  82-6  p.c. 
of  the  latter;  K=ll-3,  [a]j=202-8°.  and 
corresponding  to  equation  C. 

(ClJH,|,Olo)»■^H20  =  C,aH220ii-)-(CijH2„Oii,)5. 
Starch  Maltose  a  Dextrin 

O'Sullivan  considers  that  the  formula  for  soluble 
starch  must  be  at  least  six  times  the  CiaHjgOig 
molecule,  and  that  it,  as  well  as  the  dextrins 
which  are  produced  from  it  by  the  action  of 
diastase,  are  a  series  of  bodies  of  the  same  mole- 
cular weight  in  which  the  difference  in  their 
behaviour  to  this  agent  must  be  accounted  for 
by  a  difference  of  relation  in  the  arrangement  of 
the  molecules  to  one  another,  probably  in  solu- 
tion alone. 

In  1879  Brown  and  Heron  (Chem.  Soc.  Trans. 
35,  596),  whilst  confirming  to  a  large  extent 
O'Sullivan's  results,  came  to  the  conclusion  that 
the  transformations  of  starch  are  to  be  repre- 
sented by  at  least  ten  equations,  of  which  they 
considered  that  their  experiments  substantiated 
at  least  four  well-defined  molecular  transfor- 
mations, by  far  the  best-defined  and  most  stable 
being  the  reaction  obtained  when  starch  paste  is 
heated  with  malt  extract  at  60°  for  30  minutes, 
K3.„=49-3,  [o]j,.s,= 162-5°. 

The  next  fixed  point  is  that  of  the  disappear- 
ance of  the  iodine  reaction  for  erythrodextrin 
when  starch  paste  is  transformed  with  malt 
extract  heated  to  66°.  This  takes  place  when 
K3.,,=25-0  and  [a]j3.a8=188-5°  or  thereabouts, 
and  is  very  constant  with  varying  quantities 
of  malt  extract. 

The  next  strongly-marked  reaction  is  that 
obtained  with  malt  extract  heated  to  75°,  the 
numbers  obtained  being  K3.5,=18-9,  [ajjj.ge 
=  195°-196°. 

The  highest  stable  transformation  is  obtained 
by  the  action  of  malt  extract  heated  to  66°  and 
made  very  slightly  alkaline  with  sodium  hy- 
droxide, the  same  reaction  being  also  marked 
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in  all  transformations  above  66°  by  the 
appearance  of  the  maximum  iodine  colouration 
for  erythrodextrin,  the  numbers  for  this  trans- 
formation K,.8,=12-7  and  [a],3.8,=202°-203° 
are  very  nearly  those  of  O'Sullivan's  equation  C. 

It  was  also  found  that  when  higher  conver- 
sions are  treated  with  unheated  malt  extract  at 
50°-60°  they  are  very  rapidly  converted  into 
the  lower  form  K,.g,=49-3°,  [o]js.g,=162-5,  at 
which  points  these  factors  rjemain  for  a  time 
constant. 

Brown  and  Heron  conclude  that  the  dextrins 
are  not  metameric  but  polymeric  bodies  ;  those 
corresponding  to  transformations  of  high  optical 
activity  being  of  greater  molecular  complexity 
than  those  yielded  by  transformations  of  lower 
optical  activity,  the  latter  being  produced  from 
the  former  by  a  partial  act  of -hydration  with 
consequent  elimination  of  maltose.  About  the 
same  time  Musculns  and  Gruber  (Bull.  Soc.  chim. 
[ii.]  30,  69)  brought  forward  a  similar  theory. 
They  look  upon  starch  as  a  polysaccharide, 
having  for  its  formula  Ji(CijH3„0,|,),  and  under- 
going under  the  influence  of  diastase  successive 
hydrations  and  decompositions. 

As  the  result  of  their  experiments  Brown 
and  Heron  were  led  to  adopt  the  formula 
10(CijH2„Oi|,)  for  soluble  starch. 

The  first  action  of  the  transforming  agent 
upon  this  cpmplex  and  unstable  molecule  results 
in  the  removal  by  hydration  of  one  of  the  groups 
of  CijHjoOjo,  thus  producing  maltose,  whilst  the 
remaining  nine  groups,  CijHjuOj,,,  constitute  the 
first  dextrin  of  the  series,  erythrodextrin  a.  This 
dextrin,  in  its  turn,  on  further  hydration  splits 
up  into  a  molecule  of  maltose  and  erythro- 
dextrin $,  consisting  of  eight  CijHggOig  groups, 
and  so  in  this  way  the  degradation  of  the  original 
molecule  proceeds,  until  by  successive  stages  of 
hydration  the  lowest  equation  is  reached.  The 
following  table  represents  these  transforma- 
tions : — 

Table  VIII. 


No.  otTransformation 

Maltose 

Dex- 
trin 

Mn-M 

Ka-8« 

Soluble  starch 

0 

0 

216-0 

0 

Equation  1 

10-4 

89-6 

2090 

6-4 

,.2 

20-8 

79-2 

202-2 

12-7 

„       3 

31-0 

69-0 

195-4 

18-9 

4 

41-3 

58-7 

188-7 

25-2 

„       5 

51-3 

48-7 

182-1 

31-3 

„       6 

6M 

38-9 

175-6 

37-3 

,.       7 

71-0 

29-0 

169-0 

43-3 

8 

80-8 

19-2 

102-6 

49-3 

9 

90-3 

9-7 

156-3 

55-1 

Maltose 

1000 

00 

1500 

61-0 

In  1879  Herzfeld  (Ber.  1879, 2120)  found  that 
in  addition  to  maltose  and  dextrin  a  third  sub 
stance,  maltodextrin,  was  under  certain  circum- 
stances formed  by  the  action  of  diastase  upon 
starch  paste.  This  compound  was  regarded  by 
him  as  being  intermediate  between  achroodextrin 
and  maltose ;  it  was  insoluble  in  alcohol  of  90 
p.c,  and  completely  fermentable  by  yeast,  pos- 
sessing a  specific  rotatory  power  [a]|=171-6, 
K=23-5.  It  was  further  investigated  by  Brown 
and  Morris  (Chem.  Soc.  Ttaos.  47.  527).    They 
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found  that  when  the  action  of  malt  extract  on 
starch  paste  is  Umited  there  is  always  found 
amongst  the  products  of  transformation,  besides 
maltose  and  dextrin,  a  third  substance  which  is 
more  soluble  in  alcohol  than  the  dextnns,  and  has 
a  specific  rotatory  power  of  [a]i3.8,=193-l  and  a 
cuprio  reducing  power  of  K,.g,—2l-l,  S'°I^% 
spending  to  an  apparent  composition  ol  d4-t> 
p  0.  maltose  and  654  p.c.  dextnn.  It  is  com- 
pletely hydrated  to  maltose  by  the  action  ot 
malt  extract  at  50°-60°.  .,     ,  «. 

Maltodextrin  is  not  fermentable  by  yeast 
(S.  Cerevisia  of  the  high  fermentation),  but  is 
slowly  hydrolysed  into  maltose  and  thus  rendered 
fermentable  by  certain  forms  of  saocharomyces 
of  the  secondary  fermentation  (S.  Pa^tormnus, 
S.  ellipticus).  Brown  and  Morris  considered  tnat 
maltodextrin  was  not,  as  supposed  by  Herrfeld, 
a  mere  hydration  product  of  aqhroodextnn, 
but  was  produced  from  starch  and  the  poly- 
meric dextrins  by  the  fixation  of  a  molecule  of 
water  upon  the  ternary  group  {C,aHjoOip)3!  oi 
which  there  could  not  be  less  than  five  in  the 
starch  molecule,  which  resulted  in  the  separation 
from  the  dextrin  residue  of  maltodextrin 

■This  by  the  fixation  of  two  more  molecules  of 
water  ga,ve  rise  to  freely  fermentable  and 
crystallisable  maltose.  »  .  i.    t.- 

Further  experiments  in  connection  with  this 
subject  have  induced  Brown  and  Morris  to  alter 
their  views  with  regard  to  the  dextrins  (Chem. 
Soc.  Trans.  53.  610  ;  55,  450,  462  ;  Trans.  Lab. 
Club.  3,  81),  which  they  consider  are,  after  all, 
not  polymeric  but  metamerio,  and  from  their 
investigations  they  have  binlt  up  the  following 
hypothesis,  which  appears  to  them  to  be  more 
in  accord  with  the  facts  than  any  other  yet 
propounded. 

The  starch  molecule  may  be  pictured  as  con- 
sisting of  four  complex  amyUn  groups  arranged 
round  a  fifth  similar  group  constituting  a  mole- 
cular nucleus. 

The  first  action  of  diastase  is  to  break  up 
this  complex  group  and  liberate  all  the  five 
amylin  groups.  The  central  amylin  nucleus, 
consequent  on  a  closing  up  of  the  molecule, 
withstands  the  further  influence  of  hydrolysing 
agents,  and  constitutes  the  stable  dextrin  of 
No.  8  equation.  The  four  outer  amylin  groups 
are  capable,  when  liberated,  of  being  rapidly  a,nd 
completely  converted  into  maltose  by  successive 
hydrolyses  through  a.  series  of  amylolns  or 
maltodextrins,  the  number  of  which  is  only 
limited  by  the  size  of  the  original  amylin  group. 
In  1891  C.  J.  Lintner  (Zeit.  ges.  Brau. 
1891,  284)  discovered  a  sugar  amongst  the 
products  of  starch  hydrolysis,  whioh  yielded 
an  osazone  readily  soluble  in  hot  water, 
and  melting  at  152°-153°,  which  he  called 
iaomaUose. 

Subsequently  IJntner  and  Diill  found  that 
after  the  maltose  had  been  removed  from  the 
products  of  starch  conversion  by  fermentation, 
they  were  able  by  repeated  precipitation  with 
alcohol  to  resolve  the  unfermented  matters  into 
dextrin  and  womaltose,  no  trace  of  an  inter- 
mediary dextrin  being  found.  They  describe 
iaomaltoae  as  an  iptensely  sweet  tasting  body 
having  an  optical  rotatory  power  in  a  10  p.c. 
•olution  Wo+139°-140°  and  K=50-63.    Their 


hypothesis  of  starch,  transformed  with  diastase, 
starting  from  soluble  starch,  is  as  foUows  .— 
I.  (G„Hj„Oi„)5.+3HjO 


=3[(Ci,H2„0,o)i, 


•C,aHjsO„]. 


IV.  54CijHj20ii=Maltose. 

They  considered  that  this  action  proceeded 
irregularly,  some  of  the  soluble  starch  molecules 
being  broken  down  much  more  rapidly  than 
others,  the  presence  of  maltose  and  the  highei 
dextrins  in  high-angled  transformations  being 
explained  by  this  means. 

In  1892  Schifierer,  working  on  the  same 
Unes  as  Lintner,  practically  confirmed  his  views 
with  regard  to  tsomaltose. 

In  1893  Lintner  and  Diill  described  the 
properties  of  several  bodies  which  they  had 
isolated  from  the  products  of  starch  transforma- 
tion after  long  and  tedious  fractionation  with 
alcohol  of  difierent  strengths.    These  were  as 

foUows : —  ,.-,,•  i.ii 

Amylodexlrin.  A  loose  white  powder  shghtly 
soluble  in  cold  water,  readily  soluble  in  hot  water. 
[„-|  =+196,  does  not  reduce  Fehling's  solution, 
and  gives  a  deep  colouration  with  iodine,  and 
is  the  principal  constituent  of  soluble  starch. 
The  formula  is  given  as  (CisHsoOio)64- 

Erythrodextrin.  This  body  is  readily  soluble 
in  water  [o]d=+196,  reducing  power,  R  1  =  1 
p.c.  th8^t  of  maltose,  and  gives  a  reddish-brown 
colour  with  iodine.    The  formula  given  is 

(Ci2H2oOio)i,-CijHj20ii, 

and  it  is  formed  from  amylodextnn  as  follows  : 
(C.2HjoO,o)64*3H20=3[(Ci,Hj„Oi„)i,-C„H„Oij) 
Achroodextrin  I.  This  dextrin  is  soluble  in 
water ;  [a]B+192,  reducing  power  E.10=10  p.c. 
that  of  maltose,  and  gives  no  colouration  with 
iodine.    The  formula  given  is  : 

(Ci2H2oOi(,)6"Cl2Hj20il, 

and  it  is  formed  from  erythrodextrin  as  follows  : 
3[(0i2H2„O„)„-Ci2H22O„]+6H2O  ^   ^    ^   . 

=  9[(Ci2H2„Oi„)6Ci2H220ii]. 

Aehroodextrin  II.  Qnly  found  in  very  small 
quantities  in  transformation  products  by  the 
action  of  diastase  [o]j,=-t-180,  reducing  power 
E  24=24  p.c.that  of  maltose. 

In  1895  Ost  (Chem.  Zeit.  1895,  1501)  investi- 
gated the  dextrins  in  a  starch  transformation, 
and  isolated  a  dextrin  having  a  rotatory  power 
[a]o=  -1-180°-183°,  and  reducing  power  B  28-33, 
and  gave  as  its  formula  CsgHejOg,.  This  he 
believed  to  be  identical  with  Lintner  and  Diill's 
aehroodextrin  II.,  and  to  be  contained  in 
Brown  and  Morris'  maltodextrin  [a]D3.|u+171° 
(R=34).  He  made  the  observation  that  it  was 
improbable  that  dextrins  of  absolute  purity 
could  be  prepared,  as  it  is  extremely  probable 
that  they  may  undergo  some  little  change 
during  the  process  of  isolation. 

In  1895  Ling  and  Baker  (Chem.  Soc.  Trans. 
1895,  43,  702)  published  the  results  of  their 
investigations  on  the  tsomaltose  discovered  by 
Lintner,  which  threw  much  doubt  on  tho 
existence  of  this  product. 

Working  with  diastase  prepared  from  air- 
dried  malt  on  the  same  lines  as  Lintner  and 
Diill  they  obtained  a  substance  having  a  sweet 
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bnt  by  no  means  intensely  sweet  taste,  with  an 
optical  rotatory  power  of  [a]D,.8«+144-6°,  and 
K=48-59.  It  yielded  an  osazone  having  a 
m.p.  between  160°  and  170°,  and  the  results 
o£  its  ultimate  analysis  and  its  molecular  weight 
gave  figures  which  indicated  a  disacoharide. 
When  submitted  to  the  action  of  diastase  it 
showed  an  optical  rotatory  power  of  [aJEs-go 
+131-2°,  and  K=57-64,  these  changes  not 
being  accompanied  by  any  change  in  the  specific 
gravity  of  the  solution.  They  concluded  that 
Lintner's  '  tsomaltose  '  was  a  mixture  of  maltose 
and  a  simple  dextrin,  having  the  formula 
CiaHjjOio+HjO. 

When  working  with  diastase  obtained  from 
high-dried  malt  they  obtained  a  substance  yield- 
ing an  osazone  having  a  melting-point  identical 
with  Lintner's  isomaltosazone,  which  analysis 
showed  to  be  an  osazone  of  a  trisaccharide. 
They  also  found  a  certain  amount  of  glucose 
was  produced  in  transformations  with  (fiastase 
obtained  from  Idln-dried  malts. 

In  a  later  paper,  Ling  and  Baker  (Chem. 
Soc.  Trans.  1895,  43,  739)  showed  that  the 
osazone  obtained  from  the  so-called  tsomaltose 
could  be  fractionated  by  recrystaUisation  into 
portions  having  melting-points  corresponding 
to  maltosazone  and  a  substance  which  analysis 
indicated  to  be  a  disaccharide,  and  which 
they  regarded  as  impure  maltosazone.  The 
presence  of  glucose  was  always  detected  in 
starch  transformations  with  diastase  from  kiln- 
dried  malt,  but  the  osazones  from  the  transforma- 
tion' products  soluble  in  90  p.o.  alcohol  were 
characteristic  of  Lintner's  iaomaltose,  and  gave 
analytical  results  between  those  required  for  the 
osazone  of  a  disaccharide  and  that  of  a  trisaccha- 
ride. It  thus  appeared  as  if  a  trisaccharide  was 
a  product  of  the  action  of  diastase  from  kiln- 
dried  malt.  As  an  explanation  of  this  they 
suggest  that  the  trisaccharide  might  be  formed 
by  the  condensation  of  a  molecule  of  a  simple 
dextrin  with  one  of  glucose  under  the  influence 
of  phenylhydrazine. 

Brown  and  Morris,  also  in  1895  (Chem.  Soc. 
Trans.  1895,  43,  702),  published  results  of  their 
investigations  which  threw  doubt  on  the  exist- 
ence of  isomaltose,  first  pointing  out  that  it 
does  not  conform  to  their  'law  of  definite 
relation.'  This  law  was  the  outcome  of  H.  T. 
Brown's  work  in  conjunction  with  others  up  to 
this  date,  an4  was  as  follows  :  The  composition 
of  the  mixed  products  of  a  starch  transformation 
by  diastase  or  of  any  fractionated  portions  of 
such  products  can  always  be  consistently 
interpreted  in  terms  of  maltose,  having  an 
opticity  of  [o]i8.8,+  150°,  and  a  reducing  power 
of  K3.88  61,  and  a  non-reducing  dextrin  having 
an  opticity  of  [a]j3.8,+216°. 

Lintner's  isomaltose  has  an  optical  activity 
equivalent  to  [a]j+156°  and  K  48-8.  Accord- 
ing to  the.' law  this  optical  rotatory  power 
requires  a  reducing  power  of  K  55-3 ;  and  a 
reducing  power  of  K  48-8  requires  an  optical 
rotatory  power  of  [a]j+ 163-2.  They  came  to 
the  conclusion  that  iaomaJtose  could  be  split 
up  by  fractionation,  fermentation,  &o.,  in  such  a 
manner  as  to  indicate  that  it  was  a  mixture  of 
maltose  and  bodies  of  the  aimyloin  type. 

A  study  of  the  osazone  led  them  to  the 
belief  that  ii  was  maltosazone  modified  in  its 
crystalline  structure   »nd  melting-point  by  the 


presence  of  an  impurity,  and  they  were  able  to 
compel  maltosazone  to  crystaUise  in  the  iso- 
maltose  form  by  the  addition  of  a  trace  of  an 
amorphous  product  of  the  reaction.  They 
found  that  50-60  p.o.  of  isomaltose  was  fer- 
mentable, and  their  investigations  led  them' to 
believe  that  the  matter  fermented  was  maltose, 
and  the  unfermented  portion  approaches  very 
closely  in  composition  that  of  an  amyloln  con- 
taining two  amylon  groups  and  one  amylin 
group. 

In  the  same  year  Ost  (Chem.  Zeit.  1895, 
1501),  following  the  instructions  of  Lintner  and 
Dim,  made  an  attempt  to  isolate  isomaltose. 
He  found  that  their  methods  were  not  satis- 
factory, and  after  removing  the  maltose  from 
the  alcohohc  extracts  by  means  of  crystallisa- 
tion, he  obtained  osazones  from  the  residue 
similar  to  those  said  to  be  characteristic  of 
isomaltose,  but  which  on  further  investigation 
proved  to  be  maltosazone.  He  confirmed  Ling 
and  Baker's  views,  that  mixtures  of  maltose  and 
dextrin,  when  heated  together,  produced  ah 
osazone  simulating  isomaltosazone.  No  osazone 
was  obtained  in  starch  transformations  where  the 
whole  of  the  maltose  had  been  removed  by 
fermentation,  and  from  those  in  which  a  portion 
of  the  maltose  had  been  left  unfermented  he 
obtained  osazones  similar  to  isomaltosazone. 
Ost's  conclusions  agreed  with  those  of  Ling  and 
Baker,  and  Brown  and  Morris  in  that  isomaltose 
has  no  real  existence,  and  that  the  isomaltosazone 
of  Lintner  and  Bull  is  modified  maltosazone. 

He  came  to  the  conclusion,  after  an  investiga- 
tion into  the  products  of  starch  transformation 
by  diastase,  that  starch  itself  has  the  com- 
position (9l^H2oOi„)„,  n  indicating  a  large 
but  unknown  number.  He  freely  criticises  the 
results  and  theories  put  forward  by  previous 
workers,  holding  the  non-reducing  dextrin  of 
Brown  and  Morris  to  be  non-existent,  and  that 
their  law  of  '  definite  proportion  '  is  not  always 
fulfilled  even  in  their  own  experiments,  and  is 
certainly  not  in  the  aohroodextrin  II.  which  he 
had  prepared.  He  considers  that  the  theory 
of  Brown  and  Heron  should  have  been  entirely 
abandoned  instead  of  being  altered  to  the 
amyloin  theory  after  maltodextrin  and  amylo- 
dextrin  had  been  recognised  as  individual 
substances.  He  threw  doubt  on  the  molecular 
weight  determinations,  especially  those  of  the 
higher  dextrins,  and  regarded  erythrodextrin 
as  a  mixture  of  starch  and  aohroodextrin. 

Mittelmeier  -  (Zeitsch.  angew.  Chem.  1895, 
552)  put  forward  a  theory  based  on  ,his  investi- 
gations that  the  starch  molecule  under  the  action 
of  diastase  is  split  up  into  two  amylodextrins, 
which  he  terms  primary  and  secondary  erythro- 
dextrin. The  primary  erythrodextrin  is  rapidly 
converted  into  maltose  in  the  time  that  the 
secondary  reached  the  stage  in  which  it  gives  a 
red  colouration  with  iodine,  in  this  way  he 
explains  the  presence  of  the  highest  dextrins 
and  maltose  in  the  same  starch  conversions. 
The  optical  rotatory  power  of  these  erythro- 
dextrins  is  about  [a]D+l'?0°;  -^^^y  ^"^^  reduce 
Tehling's  solution  and  form  osazones.  Under 
the  influence  of  diastase  primary  and  secondary 
aohroodextrins  are  obtained. 

In  1897  Ling  and  Baker  (Chem.  Soc.  Trans. 
1897,  71,  509)  gave  some  further  results  of  an 
examination  of  the  products  of  the  limited  action 
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of    diastase    on    potato  starch  paste  at   70°. 
They  obtained  the  following  dextrins  : 

MEdtodextrin-a  C24H220u  (identical  with 
that  of  Blown  and  Morris)  having  optical  and 
reducing  powers  of  [o]i,+180° ;  R  32-81. 

Maltodextrin-;3  C24H42O21  (identical  with  a 
body  isolated  by  Prior  in  1896  (Bayer,  Brauer, 
1896,  157),  which  he  termed  aohroodextrin  III.) 
having  the  constants  [ci]j,+  171-6°  ;  R  43. 

From  the  "fraction  designated  tsomaltose  by 
Lintner  an  unfermentable  substance  was  ob- 
tained, having  the  constants  [a]j,+  156°; 
R  62-5,  which  probably  consists  principally  of  a 
substance  having  the  formula  CijHjjOn. 

In  1898-1899  Brown  and  Millar  (Chem.  Soo. 
Trans.  1899,  75,  286-337)  tried  to  isolate  the 
intermediate  products  of  saccharification  by 
conversion  into  nitric  'acid  esters.  Owing  to 
oxidation,  however,  this  was  unsuccessful ;  but 
by  moderate  oxidising  agents  dextrinic  acids 
were  obtained.  Starting  with  the  maltodextrin 
of  Brown  and  Morris  they  first  obtained  an  acid 
which  they  termed  '  maltodextrinio  acid  A.' 
This  can  be  hydrolysed  in  two  successive  steps, 
by  diastase  and  acids  respectively,  into  first  an 
acid  which  they  term  maltodextrinio  aoid-;3, 
together  with  maltose,  and,  secondly,  into  a 
pentose  acid  and  glucose.  In  further  experi- 
ments they  obtained  a  dextrin  with  optical  and 
reducing  properties  corresponding  to  [n]j,195°- 
195-7°  ;  R  5-7-5-9,  which  they  claim  is  a  stable 
dextrin,  proving  this  statement  by  the  products 
of  oxidation.  On  the  data  furnished  by  their 
researches  they  base  their  theory  that  the 
dextrin  molecule  may  be  empirically  regarded 
as  made  up  of  39  CjHijOs  groups  in  combination 
with  a  terminal  CiHuO,  group ;  or  in  other 
words,  a  condensation  of  fatty  glucose  molecules 
with  the  elimination  of  39H2O,  the  constitutional 
formula  being — 

^    (C,H„Os 

0„  (C^HioO^H),,  _ 

I  c»H„05...c;.. 

In  1900  and  1902  V.  Syniewski  (Annalen, 
1900,309,  282  ;  1902,  324,  212)  brought  forward 
a  new  theory  on  the  breaking  down  of  the 
starch  molecule  by  hydrolysis.  He  points  out 
that  starch  can  be  hydrolysed  in  two  ways, 
either  so  as  to  yield  substances  which  do  not 
reduce  alkaUne  copper  solutions  (oarbinol 
hydrolysis),  or  those  which  do  reduce  alkaline 
copper  solutions  (oarbonyl  hydrolysis).  The 
simplest  product  of  the  carbinol  hydrolysis  of 
starch  is  a  substance  amylogen  C.jHgjOds, 
which  is  obtained  by  the  action  of  sodium 
peroxide  on  potato  starch.  He  finds  that  by 
heating  starch  paste  at  140°  in  an  autoclave 
carbinol  hydrolysis  occurs  and  proceeds  as  far 
as  amylodextrin  C^ijHj^jOjj,.  ^  treating 
this  amylodextrin  with  malt  extract  previously 
heited  at  78°  for  18  minutes  the  solution  con- 
tained exclusively  a  product  identical  with  the 
maltodextrin  of  Brown  and  Morris,  the  aohroo- 
dextrin IL  of  Lintner  and  DiiU,  and  the  malto- 
dextrin-o  of  Ling  and  Baker,  and  which  he 
denotes  limit  dextrin  II.  Elementary  analysis 
and  determination  of  the  molecular  weight 
established  the  formula  CsHjjOaj,  having  con- 
stants [a]„179-36° ;  R  30."  Further  hydrolysis 
of  this  product  with  malt  extract  to  a  point 


where  the  reducing  power  of  the  dissolved 
bodies  was  R  60  gave  a  product  consisting 
mainly  of  a  compound  CjiHjjOji,  which  was 
identical  with  Prior's  achroodextrin  III.,  and 
Ling  and  Baker's  maltodextrin-j3,  which  he 
called  7-maltodextrin,  having  constants 
[o]d172-17''  ;  R  42-7.  Both  limit  dextrin  II.  and 
7-maltodextrin  on  complete  hydrolysis  with 
malt  extract  yield  a  mixture  of  maltose  and 
tsomaltose  or,  as  the  author  terms  it,  dextrinose 
CijHajOu,  with  constants  [o]ol41-4° ;   R  84-5. 

Syniewski  considers  the  theories  of  Lintner 
and  Diill  and  of  Brown  and  Morris  on  the 
mechanism  of  starch  hydrolysis  to  be  untenable, 
and  elaborates  a  theory  of  his  own.  He  regards 
the  starch  molecule  as  made  up  of  amylogen 
residues,  and  he  assumes  that  the  nine  glucose 
groups  which  make  up  the  amylogen  residue 
C54HJJO45  in  the  starch  molecule  are  connected 
together  by  nine  carbonyl  bonds  of  three 
different  kinds  which  he  denotes  as  a-,  p-,  and  7- 
bonds.  The  amylogen  residue  may  be  thus 
represented —  , 

(C.)-7-(C,)-«-(C.)-;8-(C,)<^(Ce)— y-(C.) 
\      ^ 
0  0 

V 

(C.)-a-(C<,>-T^(C.). 

The  three  monooarbonyl  bonds  which  unite 
three  maltose  residues  with  the  residue  of  Umit 
dextrin  I.  are  o-  boijds.  The  three  monooarbonyl 
bonds  which  are  between  the  three  glucose 
groups  of  the  limit  dextrin  I.  residue  are  (8- 
bonds,  and  those  bonds  which  unite  the  glucose 
groups  of  the  maltoSe  residues  are  7-  bonds. 
The  amylogen  residue  may  also  be  represented 
as  follows  : — 

(Cj)-^(C„)  (C„) 

XC„)-(Ce)     .(Ce)-(Ci2)  (Ci3)-(C„) 

The  composition  of  starch  is  represented  by 
the  formula  [(C54H„043)„— SH^O),  whilst  that 
of  amylodextrin  is  represented  by  the  formula 
"[CsiHjoOjs+lJHjO).  By  the  action  of  malt 
extract  heated  to  78°  amylodextrin  may  be 
completely  converted  into  limit  dextrin  II. 
CseHesOj,.  From  this  it  follows  that  n  must  be 
a  whole  number.  Limit  dextrin  II.  is  formed 
from  two  different  amylogen  residues,  and  this 
conclusion  is  arrived  at  from  the  assump- 
tion that  the  ;8-  carbonyl  bonds  are  disrupted 
in  its  formation.  From  certain  geometrical 
considerations  the  value  of  n  in  the  potato 
starch  molecule  is  considered  to  be  4,  its 
empirical  formula  being  C2„H„„0is„,  which  is 
thus  graphically  represented — 

(C18) 


I     ^(C„)=(C,,)/  1"' 
^'"<(C.MC.)>^"^ 


(C,,y- 


Accordmg  to  this  formula  each  amylogen 
residue  in  the  starch  molecule  is  united  by  six 
carbinol  anhydride  bonds,  three  of  these  being 
betweep   limit   dextrin    I.   residue   and  three 
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between  maltose  residues.  The  former  are 
denoted  d-  bonds,  the  latter  m-  bonds.  The 
single  lines  between  the  Cu-  groups  forming  a 
dextrin  ring  are  j8-  carbinol  bonds  ;  the  double 
lines  uniting  two  Cj,-  groups  are  carbinol  bonds, 
one  being  a  d-  boriH  and  the  other  an  m-  bond. 
It  is  conceivable  that  the  molecular  constitutions 
of  other  starches  are  analogous  but  contain  a 
different  number  of  amylogen  residues,  thus 
2,  8,  or  20.  The  author  goes  on  to  explain  the 
several  steps  in  the  process  of  hydrolysis  of 
the  starch  molecule,  for  which  the  reader  is 
referred  to  the  original  papers  or  extracts  of 
same  in  Jour.  Inst.  Brew.  1900,  6,  110:  and 
1902,  8,  732-737. 

There  is  no  doubt  that  much  of  the  ob- 
scurity and  confusion  which  has  arisen  in  the 
interpretation  of  results  up  to  this  praiod  has 
its  origin  in  the  fact  that  starch  nas  been 
too  generally  regarded  as  a  chemically  uniform 
substance.  From  about  this  time  onward 
most  of  the  work  on  starch  has  been  directed 
to  the  investigation  of  the  nature  and  structure 
of  the  starch  granule,  and  also  to  a  closer  study 
of  the  transforming  enzyme  diastase. 

Pottevin  (Annales  de  I'lnstit.  Pasteur,  1899, 
665,  728,  and  796)  was  among  the  first  to  work 
on  these  lines.  He  found  two  distinct  phases 
in  the  saccharification  of  starch  paste,  one  of 
extraordinary  rapidity,  and  the  other  increasingly 
sluggish,  and  from  among  the  possible  causes  of 
retardation  he  dismisses  the  weakening  of  the 
enzyme  and  the  inhibitive  effect  of  the  soluble 
products,  forming  the  conclusion  that  since  the 
slackening  refers  to  the  production  of  dextrina 
as  well  as  maltose,  the  lack  of  uniformity  must 
exist  in  the  starch  itself. 

In  1902  Ling  and  Davis  (J.  Inst.  Brewing, 
1902,  8,  475)  showed  that  the  unrestrained 
action  of  diastase  at  the  temperature  at  which 
its  activity  is  at  its  optimum,  namely  55°, 
carried  the  transformation  of  starch  paste  to  a 
point  at  which  the  constants  of  the  substances 
in  solution  were  substantially  those  of  maltose. 
'They  formed  the  opinion  that  the  so-called 
No.  8  equation  of  Brown  and  Heron  is  not  really 
a  resting  stage  in  the  reaction,  but  only  marks  a 
slowing  down,  the  reaction  continuing  at  a 
reduced  rate  until  the  end.  When  the  diastase 
is  heated  in  solution  above  60°  its  action 
weakened  and  an  alteration  is  produced  in  the 
enzyme  molecule,  this  alteration  being  assumed 
by  the  production  of  d-  glucose  when  it  acts  on 
starch  paste.  The  amount  of  d-  glucose  fdrmed 
depends  on  the  temperature  at  which  the  dias- 
tase in  solution  is  heated  before  adding  to  the 
starch  paste,  the  maximum  amount  being  ob- 
tained when  the  solution  has  been  previously 
heated  at  68°-70°  for  about  20  minutes.  The 
amount  of  d-  glucose  formed  in  any  case  does 
not  exceed  about  12  p.c.  of  the  total  hydrolytio 
products. 

In  1903  Brown  and  Miliar  showed  that  the 
so-called  stable  dextrin,  one  of  the  hydrolysa- 
tion  products  of  starch  by  diastase,  is  converted 
by  the  further  action  of  diastase  into  about 
equal  parts  of  d-  glucose  and  maltose. 

This  was  confirmed  by  Ling  and  Baker. 

In  1904,  following  on  these  results,  came  the 
new  theories  brought  forward  by  Maquenne 
and  Roux  on  the  structure  of  the  starch  granule, 
and  the  discovery  by  Fembach  and  Wolff  of 


the  enzyme  termed  amylocoagulose.  These 
workers  formed  the  opinion  that  when  starch  is 
acted  on  by  diastase  the  maltose  is  produced 
froni  that  portion  of  the  starch  granule  they 
termed  amylose,  and  that  the  residual  unsac- 
charifiable  dextrin  comes  from  the  amylopectin. 
A  comparison  of  the  action  of  malt  extract  at 
50°  on  starch  paste  and  a  solution  of  pure 
amylose,  gave  results  as  follows  : — 

Percentage  of  maltose  on 
original  starch  substances 


Starch  paste 

Amylose 

6  minutes 

.  66-7  p.c. 

94-4  p.c 

.1  hour    . 

.  79-0    „ 

99-7     „ 

2  hours  . 

.  81-1    „ 

100-1     „ 

3    „       . 

.  82-0    „ 

101-4    „ 

28    „       . 

.  91-8    „ 

104-2     „ 

The  apparent  halt  in  the  reaction  in  the  case 
of  starch  paste  when  about  80  p.c.  of  maltose 
is  formed  is  explained  on  the  assumption  that 
the  hydrolysis  of  the  amylose  is  then  complete. 

In  1906  Roux  (Compt.  rend.  1906,  142,  95), 
after  further  experiments  with  starch  pastes  of 
other  starches,  prepared  at  100°,  came  to  the 
conclusion  that  they  were  similar  to  potato 
starch  in  being  composed  of  amylose  and 
amylopectin.  He  found  that  they  all  tended  to 
give  the  same  dextrin  and  maltose  proportions 
when  acted  upon  with  diastase. 

In  the  same  year,  Roux,  in  conjunction  with 
Maquenne  (Compt.  rend.  J906,  142,  124),  found 
that  when  the  alkalinity  of  starch  paste  was  made 
exactly  neutral  to  methyl  orange  with  decinormal 
sulphuric  acid,  and  the  malt  extract  neutralised 
to  the  extent  of  one-third  or  two-fifths,  sacchari- 
fication proceeded  more  rapidly,  and  the  yield 
of  maltose  showed  a  large  increase. 

Fembach  pointed  out  that  malt  extract  is 
acid  to  phenol  pthalein  and  alkaline  to  methyl 
orange,  as  if  it  contained  a  mixture  of  primary 
and  secondary  alkali  phosphates,  the  optimum 
reaction  for  saccharification  being  neutrality 
to  methyl  orange. 

In  conjunction  with  Wolff,  Fembach  showed 
that  natural  starches  were  similar  in  this  respect 
to  malt  extract,  and  they  found  that  if  starch 
paste  and  malt  extract  be  rendered  exactly 
neutral  to  methyl  orange,  practically  the  whole 
of  the  starch  is  converted  into  maltose  by  the 
malt  extract. 

They  came  to  the  conclusion  that  the 
transformation  of  starch  by  diastase,  if  allowed 
sufficient  time,  will  attain  the  theoretical  limit 
of  maltose  production,  and  that  the  slackening 
observed  in  the  later  stages  is  due  to  the  dilution 
of  hydrolysable  matter,  and  not  to  failure  of  the 
diastase.  Solutions  of  the  residual  dextrins 
separated  from  an  advanced  transformation 
were  found  to  be  still  susceptible  to  diastatic 
action. 

Maquenne  and  Roux  (Compt.  rend.  1906) 
practically  uphold  these  observations  regarding 
saccharification,  but  consider  that  the  reaction 
has  two  distinct  phases,  the  first  one  of  extreme 
rapidity,  corresponding  to  the  conversion  of 
70-80  p.c.  of  the  starch  into  maltose,  the 
second,  a  very  slow  one  extending  over  several 


In  1907  Van  Laer  (Bull.  Soc.  chim.  1907, 
21,  8)  discussed  the  later  work  on  starch  trans- 
formation   and  accepted  Mnquenne  and  Roux'a 
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amylose  aad  amylopectin  hypothesis,  but  did  not 
agree  .that  the  earUer  work  had  been  con- 
trovertedj  but  rather  had  been  extended. 
In  starch  conversions  carried  on  at  temperatures 
below  60°,  the  amylose  may  be  regarded  as 
being  converted  very  rapidly  into  maltose  with 
the  producton  of  dextrins,  the  stable  dextrin 
-  remaining  being  derived  from  the  amylopectin. 
At  temperatures  above  60°  dextrins  are  pro- 
duced from  the  amylose  of  quite  a  different 
type,  which  are  easily  saccharifiable  by  malt 
diastase  and  correspond  with  the  maltodextrin 
of  Brown  and  Morris. 

We  must  conclude,  therefore,  that  from 
starch  transformation  with  malt  extract  carried 
on  at  high  temperatures  we  obtain  mixtures  of 
both  kinds  of  dextrins,  the  complexity  of  which 
the  older  investigators  ascribed  to  the  modifica- 
tion of  the  action  of  diastase  by  heat,  but  which 
the  more  recent  investigators  attribute  to  the 
heterogeneous  nature  of  the  starch  granule 
itself. 

In  1911  Matthews  and  Lott  (J.  Inst.  Brewing, 
1911,  17,  219-266),  as  the  result  of  a  long  series 
,of  experiments,  practically  endorse  the  views 
expressed  by  Maquenne  in  1908  (see  p.  152) 
on  the  structure  of  the  starch  granide,  but 
find  that  experiments  with  potato  starch  do  not 
exactly  represent  what  happens  with  barley 
and  malt  starch  when  acted  upon  with  diastase, 
but  the  relationship  as  to  kind  of  products 
holds.  Discussing  dextrin  they  question  whether 
reaUy  stable  dextrii  exists.  Any  so -called 
stable  dextrin  has  its  origin  in  the  amylopectin, 
the  part  of  the  starch  which  requires  liquefaction 
before  transformation,  any  delay  or  injury  to 
this  action  resulting  in  the  production  of  very 
difficultly  degradable  dextrin.  The  weight  of 
evidence  appears  to  be  entirely  against  the 
maltodextrin  theory,  but  the  proportions  of 
combined  maltose '  and  dextrin  in  bodies  of 
this  character  found  in  starch  transformations 
mark  them  as  ordinary  products  of  change 
and  representative  of  an  intermediate  state. 
The  theory  is  that  there  is  a  stage  in  starch 
transformation  where  the  whole  of  the  readily 
transformable  matter  is  present  as  a  body 
degradable  by  successive  stages  to  maltose. 
The  change  is  represented  as  follows  : — 

Granular  starch 

I 
Starch  paste 


A.  Amylopectin 
(about  15  p.c). 
in  low  tempe- 
rature transfor- 
mation, say  at 
120°F.,  passes 
through  the  same 
phases  of  change 
as  B."         


B.  Granulose  or 
amylose  (ahout 
75     p.c.)      de- 
grades        very 
rapidly  at  tem- 
peratures up  to 
150>T. 
to 
I 


C.  True  soluble 
starch  (about  10 
p.c),  going  very 
quickly  through 
the  same  stages 
as  B  to  maltose.' 


Maltose 
Free  maltose 


Dextrin 
Free  maltose 


Perhaps  it  is  as  well  to  call  attention  here  to 
the  fact  that  most  of  the  work  mentioned  above 
has  been  carried  out  with,  carefully  purified 
potato  starch,  but  it  has  been  ascertained  that 
similar  experiments  made  with  widely  differing 

'  There  Is  some  evidence  that  a  little  dextrose  may 
aometimes  be  formed. 


starches — such  as  maize,  rice,  wheat,  arrowroot, 
sago,  barley,  and  various  other  starches — ^practi- 
cally yield  the  same  analytical  results  when 
acted  upon  in  the  form  of  paste  by  diastase,  but 
it  has  been  found  that  the  same  starches  differ 
materially  from  one  another-when  the  unbroken 
granules  are  acted  upon  in  the  cold,  as  will  be 
seen  from  the  following  table  by  Lintner  (Brauer 
und  Malzkalendar,  1890,  83)' : — 


Table  X.- 


-Action  of  Diastase  on  Ungelatinised 
Starch. 


Percentage  dissolved  by  4 

hours'  pontact  at  the  under- 

(Jelatlni- 

Starch  from 

mentioned  temperature 

■feation 

122^. 

131°!'. 

140°I'. 

149°P. 

Potato  s&rch 

0-13 

5-03 

52-67 

90-34 

°F. 
149 

Bice 

6-68 

9-68 

19-68 

31-14 

158-167 

Barley      „ 

1213 

53-30 

92-81 

96-24 

176 

Green  malt  „ 

29-70 

58-56 

92-13 

96-26 

185 

Cured    „    „ 

13-07 

56-02 

9107 

93-62 

176 

Wheat 

— 

62-23 

91-08 

94-58 

167-176 

Maize          „ 

2-70 

18-50 

64-60 

158-167 

Bye 

25-2 

— 

93-70 

94-50 

176 

Oat 

9-40 

48-50 

92-50 

93-40 

185 

All  the  known  digestive  ferments  belong  to 
the  class  of  soluble  or  unorganised  ferments, 
and  of  these  only  two  appear  to  have  any  very 
marked  action  upon  starch — ^the  diastases  of  the  • 
sahva  and  of  the  pancreatic  juice.  The  action  of 
these  diastases  upon  raw  starch  and  upon  starch 
paste  is  very  similar  to  that  exercised  by  the 
dJEtstase  of  malt,  with  the  exception  that  in 
addition  to  dextrin  and  maltose,  dextrose  is  also 
formed,  through  -the  hydrolysis  of  the  maltose 
by  these  ferments,  the  action  on  raw  starches 
varying  according  to  the  kind  of  starch  acted 
upon  (see  Roberts,  Digestive  Ferments  ;  Church, 
Food  Grains  of  India  ;  BeU,  Chemistry  of  Foods ; 
Brown  and  Heron,  Proc.  Roy.  Soc.  1880,  393 ; 
Chittenden  and  (Ihimmins,  Chem.  News,  51, 
256  ;  Chittenden  and  Smith,  ibid.  53, 109). 

16.  Action  of  bacteria.  According  to  Fitz 
(Ber.  10, 276  ;  11, 42),  starch  yields  by  fermenta- 
tion with  a  Schizomycetes  (Bacillris  butylicus, 
Bacillus  siibtilis)  35  p.c.  of  butyric  acid  and 
9  p.c.  of  acetic  acid,  together  with  a  small 
quantity  of  succinic  acid.  Inulin  appears  to 
jrield  the  same  products. 

By  the  action  of  certain  organisms,  starch  is 
rend^ed  capable  of  being  converted  into  dextrin 
and  maltose,  and  eventually  into  alcohol.  In 
this  way  the  Indians  of  South  America  make  an 
alcoholic  liquor  called  chicha  by  the  fermenta- 
tion of  the  starch  of  maize.  The  grain  is  first 
allowed  to  soak  for  from  4  to  6  hours  to  soften 
it  arid  afterwards  fermented.  The  fermenta- 
tion is  due  in  the  first  instance  to  the  presence 
of  a  minute  organism,  situated  on  the  epidermis 
of  the  grain  ;  this  secretes  a  diastase,  which  eithen 
produces  or  aids  further  fermentation  (Marcano, 
Compt.  rend.  95,  856). 

Gayon  and  Dubourg  (ibid.  103,  885)  men- 
tion a  species  of  muoor  which  has  the  power 
of  converting  dextrin  and  starch  into  sugar,  and 
then  fermenting  the  sugar. 

'  T.  also  Die  Stftrkenenbildenen  Ferments  f.  Bara- 
netzky  1878,  and  Brown  and  Morris,  Chem.  Soc,  Tram, 
57,  510. 
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Sacillvj!  suavohna  converts  starch  gradually 
into  dextrin  and  gluoose,  with  formation  of 
alcohol,  aldehyde,  formic,  acetic,  and  butyric 
aoida,  &o.  (Sclavo  and  Gosio,  Arch.  ital.  Biol. 
14). 

Villiers  (Compt.  rend.  112,  435  and  536)  finds 
that  the  addition  of  a  pure  cultivation  of 
BaciUaa  amyldbacter  to  a  6  p.c.  starch  paste 
causes  complete  lic^uefaction  in  24  hours,  and 
on  allowing  the  fermentation  to  continue  some 
time  the  liquid  no  longer  gives  a  blue  colouration 
with  iodine,  the  producte  of  the  change  being 
almost  exclusively  dextrins,  no  maltose  or 
dextrose  being  found  to  be  present,  from  which 
he  concludes  that  the  organism  converts  starch 
directly  into  dextrin  without  the  intervention  of 
any  diastase  secreted  by  the  ferment. 

Ferdrix  (Ann.  Inst.  Pasteur,  1891,  No.  5)  has 
separated  from  Paris  water  a  bacillus,  B.  amylo- 
zymicus,  which  ferments  starch  with  production 
of  dextrin,  glucose,  carbon  dioxide,  ethyl  and 
amyl  alcohols  j  acetic  and  butyric  acids.  A 
somewhat  similar  change  is  effected  by  the 
bacillus  of  malignant  oedema  (Kerry  and 
Fraenkel,  Monatsh.  12,  350). 


MANUrACTlTRE   0»  StAROH. 

17.  General  considerations.  In  growing 
various  starch-producing  plants  for  manufac- 
turing purposes,  the  following  facts  must  be 
taken  into  account :  1.  The  average  per- 
centage of  starch  contained  in  the  root,  tuber, 
or  grain ;  2,  the  yield  per  acre ;  and  3,  the 
amount  of  starch  yielded  per  acre.  Thus, 
although  the  potato  at  best  contains  only  20  p.c. 
of  starch ;  wheat,  on  the  other  hand,  contains 
55  p.c. ;  nevertheless  the  total  amount  of  starch 
per  acre  is  in  favour  of  the  potato,  in  the  pro- 
portion of  2  to  1,  since  one  acre  of  ground  on 
the  average  produces  12,994  lbs.  of  potatos, 
containing  2598  lbs.  of  starch,  as  against 
1860  lbs.  of  wheat,  containing  1023  lbs.  of 
starch. 

Again,  different  varieties  of  the  same  species 
of  plant  will  show  very  marked  differences  in 
the  quantity  of  starch  which  they  yield.  Fat 
instance,  the  potato,  as  ordinarily  consumed  as 
food  in  this  country,  contains  only  about  13  p.c. 
of  starch,  but  in  Germany,  where  the  potato  is 
cultivated  for  starch  production,  by  means  of 
careful  selection  and  suitable  manuring  the  per- 
centage of  starch  has  been  raised  to  as  much  as 
20  p.c,  and  in  some  instances  as  great  a  yield 
as  24  p.c.  has  been  obtained.  The  yield  of 
starch  is  also  affected  by  the  age  of  the  raw 
material,  conditions  of  harvesting,  and  exposure 
to  heat  01  cold  during  storage. 

It  has  been  found  that  over-ripe  potatos 
contain  less  starch  than  others,  the  loss  being 
from  3'18  to  9-88  p.c.  on  100  of  starch  (Elramer, 
Bied.  Zentr.  1881,  717). 

A  sample  of  barley,  which  had  been  exposed 
to  bad  weather  for  a  fortnight,  and  had  sptouted, 
was  found  to  have  lost  an  appreciable  amount 
of  starch,  that  in  normal  barley  being  64-1, 
whilst  that  in  the  sprouted  grain  was  only 
57-9  p.c. 

Diseased  potatos  contain  considerably  less 
starch  than  sound  ones,  owing  to  its  conversion 
into  sugar  by  the  fungus  which  attacks  them. 


tbose  tubers  which  are  grown  with  the  aid  of 
highly-nitrogenous  manures  being  more  suscep- 
tible to  the  disease  than  those  which  are  grown 
under  ordinary  conditions  (Gilbert,  Agr.  Students' 
Gazette,  4,  pt.  2).  Exposure  to  extreme  cold 
tends  to  diminish  the  amount  of  starch  in  pota- 
tos, the  generally-accepted  idea  being  that  by 
the  freezing  a  portion  of  the  starch  is  converted 
into  sugar. 

On  the  other  hand,  although  the  materials 
may  be  all  that  is  desired,  the  yield  of  starch 
may  be  low,  from  causes  due  to  carelessness  in 
the  processes  of  manufacture,  such  as  insufScient 
washing  or  defective  machinery,  &c. 

The  raw  materials  almost  exclusively  em- 
ployed in  Europe  and  North  America  for  the 
preparation  of  starch  therefrom  are  wheat, 
potatos,  ma.ize,  and  rice.  Wheat  was  very 
generally  used  at  one  time,  but  has  now  been 
almost  entirely  replaced  by  the  other  substances. 
Potatos  are  very  largely  employed  on  the  C!on- 
tinent,  rice  principally  in  England,  and  maize 
almost  universally  in  America. 

The  manufacture  of  starch  may  be  classed 
under  three  heads. 

1.  For  manufacturing  purposes  generally, 
such  as  the  sizing  of  paper  and  of  cotton  good^, 
the  dressing  of  cloth,  the  thickening  of  mor-' 
dants  and  colours  in  calico-printing,  the  pre- 
paration of  British  gums,  of  white  glucose 
syrups,  &c. 

2.  For  laundry  purposes. 

3.  For  edible  purposes,  either  by  itself,  as  in 
the  preparation  of  cornflours,  arrowroot,  tapioca, 
&c.,  or  in  conjunction  with  other  substances  in 
the  preparation  of  sauces,  macaroni,  semoUnas, 
&o. 

Starch  was  extracted  from  wheat  and  barley 
by  the  ancient  Egyptians,  Greeks,  and  Bomans. 
It  was  called  i;uv\oi'  by  the  Greeks,  from  the 
circumstance  of  its  not  having  to  be  prepared 
by  the  action  of  grinding  in  mills  like  other 
farinaceous  substances,  whence  the  Latin 
amylv/m.  Very  little,  however,  appears  to  have 
been  known  about  its  history  or  composition  until 
the  beginning  of  the  18th  century. 

18.  Manufacture  of  starch  from  wheat.  The 
different  methods  of  preparing  starch  from 
wheat  are : 

I.  By  fermentation,  known  as  the  old  or 
sour  process. 

II.  Without  fermentation,  or  Martin's  pro- 
cess. 

I.  Fermentation  process.  For  the  old 
method  the  wheat  is  used  either  whole  or  ground, 
but  most  frequently  whole. 

Where  the  whole  com  is  employed,  the  wheat 
is  steeped  in  soft  water  for  some  days,  until  it 
becomes  swollen  and  so  soft  as  to  be  easily 
crushed  between  the  fingers ;  the  water  being 
changed  frequently,  so  as  to  ensure,  at  the  same 
time,  a  thorough  washing  of  the  grain.  The 
swollen  corn  is  now  transferred  to  bags,  and 
placed  in  a  wooden  chest  or  flat  tub,  where  it  is 
exposed  to  strong  pressure.  By  this  means  the 
grains  are  crushed,  and  the  water,  which  is 
rendered  milky  by  the  starch,  is  drawn  off  by 
means  of  a  tap ;  fresh  water  is  poured  in,  and 
the  pressure  repeated  until  all  or  nearly  all  of 
the  starch  is  extracted.  Instead  of  putting  the 
swollen  grain  in  bags,  it  may  be  passed  from  a 
hopper  between  two  wooden  cylinders  revolving 
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in  opposite  directions,  or  between  one  or  two 
cylinders  revolving  upon  a  horizontal  stone 
having  a  rim,  to  a  cistern ;  by  this  means  the 
swoUen  com  is  readily  crushed  and  the  starchy 
liquor  in  the  cistern  separated  by  elutriation 
with  successive  quantities  of  water. 

The  milky  liquor  containing  the  starch  is 
next  run  into  cisterns,  where  it  is  allowed  to 
reniain  for  a  period  of  from  10  to  30  days, 
according  to  the  temperature  of  the  surrounding 
atmosphere,  during  which  time  it  undergoes 
fermentation,  in  order  to  accelerate  which  some 
of  the  sour  liquor  from  a  previous  fermentation 
is  added. 

By  this  means  the  starch  granules  become 
completely  freed  from  the  glutinous  envelopes 
containing  them  in  the  grain,  the  gluten  becomes 
iliore  or  legs  decomposed  and  softened,  and  par- 
tially dissolved  in  the  acids  formed  during  the 
process,  and  completely  loses  its  sticky  elastic 
properties. 

During  the  earlier  stages  of  the  fermentation 
the  ready-formed  sugars  of  the  grain,  as  well 
as  dextrin  resulting  from  the  action  of  the 
diastase  on  any  broken  starch  granules,  become 
converted  into  alcohol,  which  later  on  is  changed 
into  acetic  acid  ;  after  a  few  days  lactic,  butyric, 
and  other  fermentations  are  set  up,  and  allowed 
to  proceed  until  the  process  is  considered  suffi- 
ciently far  advanced  to  allow  of  the  starch 
granules  being  easily  separated  in  a  state  of 
comparative  purity.  As  a  rule,  actual  putre- 
faction, as  shown  by  the  evolution  of  stinking 
gases,  should  be  avoided  as  much  as  possible, 
and  the  fermenting  mass  should  always  have  an 
agreeable  vinous  smell.  During  the  process  it 
is  necessary  to  agitatd  the  mass  throughout  once 
or  twice  a  day,  in  order  to  equalise  the  fermenta- 
tion as  much  as  possible. 

As  soon  as  the  fermentation  is  considered  to 
have  progressed  far  enough  the  supernatant 
liquor  is  drawiL  ofi  and  fresh  water  run  in,  the 
whole  well  stirred  up,  allowed  to  settle,  and  the 
surface  liquor  drawn  ofi.  This  washing  is 
repeated  as  long  as  any  perceptible  colour  is 
imparted  to  the  water ;  after  the  la^  deposition 
and  decantation,  the  starch  will  be  found  to  have 
settled  down  in  layers  of  varying  purity,  the 
k>pmost  one  containing  the  most  gluten  and 
albumen.  These  different  layers  are  now  taken 
up  with  a  wooden  shovel,  and  transferred  to 
separate  cisterns,  where  they  are  agitated  with 
water  and  then  passed  through  fine  sieves. 
After  the  starch  has  again  settled  down,  the 
.  clean  water  is  drawn  ofi,  any  impurity  that  may 
be  on  the  top  separated,  and  set  aside  to  be 
washed  up  with  the  next  batch ;  the  underlying 
.  portion  agitated  again  with  fresh  water,  and 
purified  by  settUng  and  decantation,  this  being 
repeated  as  often  as  may  be  deemed  necessary. 

It  is  then  shovelled  into  wooden  boxes 
about  i  feet  long,  12  inches  broad,  and  6  inches 
deep,  perforated  throughout  and  lined  with  thin 
canvas ;  this  is  termed  '  boxing.'  When  it  has 
drained  and  dried  into  a  compact  mass,  it  is 
turned  out  by  inverting  the  box  upon  a  clean 
table  where  it  is  cut  up  into  pieces  4  or  5  inches 
square ;  these  are  then  set  upon  hajf-burned 
bricks,  which  by  nature  of  their  porosity 
absorb  the  moisture  from  the  starch,  so  that 
the  under  surface  of  the  blocks  may  not  become 
hard  and  homy. 


When  sufficiently  dried  upon  these  bricks, 
the  blocks  of  starch  are  put  into  a  stove  and 
left  there  until  tolerably  dry ;  they  are  then 
removed  to  a  table,  where  all  the  sides  are  care- 
fully scraped  with  a  knife,  next  packed  up  in 
the  paper  in  which  they  are  sold,  returned  to 
the  stove,  and  subjected  to  a  gentle  heat  for 
some  flays,  previous  to  being  sent  into  the 
market. 

II.  Martin's  process.  In  this  process  flour 
is  employed  in  preference  to  the  whole  or 
crushed  grain.  It  is  kneaded  into  a  stiff  dough 
with  water,  exactly  as  for  bread-making,  and 
allowed  to  remain  in  that  state  until  every  part 
becomes  thoroughly  saturated  with  moisture. 
This  requires  25  minutes  in  summer  and  about 
an  hour  in  winter.  For  the  separation  of  the 
starch  from  the  gluten  an  apparatus  is  employed, 
consisting  of  two  troughs  which  are  similar  to 
each  other,  and  which  may  be  of  any  convenient 
length.  Within  each  of  these  troughs  there  is  a 
rectangular  frame,  which  is  caused  to  move  to 
and  fro  within  the  trough  by  a  crank  axis  and 
connecting  rod,  the  crank  of  one  trough  being 
set  opposite  to  that  of  the  other. 

Each  of  the  frames  carries  the  bearings  of 
four  or  other  convenient  number  of  grooved 
rollers.  At  the  bottom  of  each  of  the  troughs 
there  are  openings  at  intervals  covered  with 
wire  gauze ;  at  the  ends  of  each  trough  are 
applied  spring  buffing  apparatus.  Below  the 
troughs  is  an  inclined  sieve  of  fine  wire  gauze, 
and  below  it  an  inclined  shoot,  down  which 
the  fluid  which  passes  the  sieve  flows,  and 
from  it  into  any  suitable  receiving  vessel, 
where  the  starch  is  allowed  to  settle ;  above 
each  trough  there  is  a  perforated  pipe,  through 
which  the  numerous  jets  of  water  flow  on  to  the 
dough  introduced  into  the  trough,  and  which 
serves  to  wash  away  the  starch  from  the  gluten. 

The  dough  which  is  to  have  the  starch 
separated  from  the  gluten  is  formed  into  small 
balls,  and  placed  in  the  troughs  between  the 
rollers.  The  frame  carrying  the  rollers  is 
caused  to  reciprocate,  a  constant  spray  of  water 
being  allowed  to  flow  over  the  dough  at  the 
same  time,  by  which  means  the  starch  is  washed 
out  and  separated  from  the  gluten  ;  the  milky 
liquor  flows  through  the  openings  in  the 
bottom  of  the  trough  on  to  the  inclined  sieve, 
and  thence  by  means  of  the  shoot  to  a  suitable 
receiving  vessel.  Should  any  particles  of  gluten 
pass  through  the  openings,  they  pass  along 
the  inclined  sieve,  and  are  received  in  a  vessel. 
After  the'  dough  has  been  subjected  foi  a 
sufficient  length  of  time  to  the  action  of  the 
rollers,  it  consists  for  the  most  part  of  gluteh, 
and  is  placed  between  the  ends  of  the  frames 
andJthe  buffing  apparatus,  where  it  is  beaten  for 
several  minutes,  and  can  then  be  used  for  any 
purpose  to  which  it  is  applicable. 

The  purification  of  the  starch  obtained  in 
this  way  may  be  effected  in  the  usual  manner, 
by  successive  washings  and  decantations  as  in 
the  fermentation  process,  or  by  the  inclined 
plane  method  described  below  under  potato 
starch.  Subsequently,  Martin  introduced  the 
following  process  for  the  purification  of  the 
crude  starch,  whereby  a  better  product  is  ob- 
tained than  is  possible  by  mere  washing  with 
water.  This  consists  in  treating  the  impure 
starch  with  a  weak  solution  of  sodium  hydroxide. 
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sp.gr.  1-013,  in  sufiScient  quantity  to  turn  red 
litmus  paper  blue,  after  the  deposit  has  been  well 
roused  up.  The  mass  is  then  allowed  to  stand 
for  two  hours,  during  which  time  the  gluten 
swells  up,  and  becomes  partly  dissolved.  A  con- 
siderable quantity  of  water  is  then  addfed,  and 
the  whole  thrown  on  to  a  No.  200  sieve,  which 
retains  the  swollen  gluten  and  allows  the  starch 
to  pass  through ;  the  starch  is  then  run  on  to  the 
inclined  plane  as  before.  Almost  the  whole  of 
the  starch  is  by  this  means  obtained  as  a  first 
product,  whilst  with  simple  washing  about 
25  p.o.  is  produced  in  an  impure,  unmarketable 
form. 

On  the  average,  there  is  obtained  from  a  sack 
of  flour  about  110  lbs.  of  moist  gluten  and  about 
220  lbs.  of  dry  starch. 

19.  Manufacture  of  starch  from  potatos.  At 
one  time  the  manufacture  of  starch  from  potatos 
was  carried  on  to  a  certain  extent  in  Great 
Britain  as  well  as  in  Ireland,  the  first  pub- 
lished specification  relating  to  starch  being  taken 
out  as  far  back  as  the  year  1717  by  Newten, 
Nowell,  Clark,  aqd  Joynes,  for  '  a  way  or  method 
to  make  starch  of  and  from  the  roots  called  by 
the  name  of  potatoes,'  but  its  development  has 
been  considerably  checked  by  the  potato  disease, 
and  is  now  entirely  replaced  by  starch  from 
rice. 

In  France  and  Germany,  however,  where 
much  more  attention  has  been  directed  to  the 
growth  of  the  potato  as  a  starch-producer,  the 
manufacture  of  fecula  or  starch  from  this 
source  has  attained  very  considerable  dimensions 
and  large  quantities  of  potato  starch  are  imported 
yearly  from  those  countries. 

On  the  Continent  the  manufacture  of  potato 
starch,  for  an  account  of  which  the  writer  is 
much  indebted  to  Payen's  Chimie  Industrielle, 


includes  the  following  operations — steeping, 
washing,  separation  of  stones,  rasping,  straining, 
settling,  removal  of  the  starch,  purification, 
second  straining,  washing,  draining,  and  drying 
in  the  air  or  in  a  centrifugal  machine,  drying 
in  an  oven,  packing. 

Sleeping.  Potatos  which  are  grown  in 
tough  clay  or  loam  are  covered  with  adherent 
earth,  which  clings  so  tenaciously  to  thpm  as  not 
to  be  removed  by  simple  washing ;  they  are 
therefore  allowed  to  soak  for  several  hours  in  a 
large  vat  containing  water. 

Washing.  In  France  this  operation  is  carried 
on  as  follows  : — ^An  apparatus  called  the  washing 
druili  (Fig.  1)  is  used,  consisting  of  a,  hollow 
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revolving  cylinder  6,  formed  of  wood  or  iron 
bands,  J— IJ  inches  wide,  and  laid  longitudinally 
from  one  end  to  the  other,  the  distance  between 
each  being  about  f  inch,  so  as  to  allow  of  the 
escape  of  the  dirt,  sand,  and  stones,  whilst  the 
tubers  are  retained.  The  cylinder,  which  is 
sUghtly  inchned,  is  immersed  to  half  its  diameter 
in  water  in  the  trough  c,  wherein  it  revolves  at 
the  rate  of  about  fifteen  revolutions  per  minute, 
and  by  which  means  the  potatos  are  kept  in 
continual  motion,  rubbing  against  and  being 
rubbed  by  the  sides  of  the  cySnder.     From  the 


Bides  of  the  trough  spring  the  boards  g,  slanting 
to  the  upper  part  of  the  cylinder,  so  as  to  prevent 
splashing  of  the  water.  The  oyhnder  is  worked 
by  a  band  from  the  main  shaft,  passing  over  the 
■wheel  /.  The  potatos  are  fed  into  the  hopper 
at  a,  and  are  thrown  out  at  the  opposite  end, 
where,  falling  down  the  incHned  plane  d,  they 
are  conducted  to  the  stone  catcher  (Fig.  2). 
This  apparatus  consists  of  a  semi-cylindrical 


sloping  trough,  filled  with  water  to  the  level  A. 
In  the  trough  is  a  shaft  D,  furnished  with 
arms  placed  spirally  (Figs.  3  and  4),and  which  by 
means  of  the  cogwheel  E  is  rotated  by  the  driving 
wheel  r.  The  potatos  being  fed  in  at  A,  are 
rubbed  upon  one  another  by  the  arms  and 
repeatedly  dipped  in  the  water,  so  that  the 
remainder  of  the  dirt  and  all  stones  and  sand  is 
washed  off,  and,  the  heavier  particles  sinking  to 
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the  bottom,  aie  removed  from  tii&e  to  time 
through  the  opening  o.  The  potatos  are  car- 
ried forward  by  the  action  of  the  spiral  until 
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they  reach  the  upper  end  of  the  trough,  over 
which  they  fall  into  the  hopper  of  the  rasping 
machine.  i 


In  the  German  factories  the  aboTe  operation* 
are  carried  on  at  one  and  the  same  time,  the 
trough  in  which  the  washing  drum  is  placed 
being  divided  into  two  unequal  parts,  the  larger 
one  d  for  the  washing  drum,' and  the  other  e  for 
the  stone  catcher ;  as  shown  in  Kgs.  5  and  6, 
the  potatos  are  introduced  into  the  smaller 
division  e,  and  are  drawn  forward  and  kept  in 
incessant  motion  by  six  or  eight  large  iron  arms 
gg,  arranged  spiraUy  on,  a  prolongation  of  the 
shaft  of  the  washing  drum  ab.  The  stones,  sand, 
&c.,  are  drawn  off  at  intervals  through  the 
openings  «  and  h.  The  potatos  thus  reach  the 
washing  drum  previously  washed  and  freed  from 
stones,  from  which  they  pass  through  kk  to  the 
rasping  machine- 
By  means  of  this  the  tubers  are  reduced 
to  a  pulp,  and  the  cells  containing  the  starch 


Fig.  5. 

are  ruptured ;  and  the  more  completely  this 
is  done  the  greater  the  am«unt  of  starch 
obtained,  since  it  is  only  the  starch  from 
the  cells  which  are  actusilly  ruptured  that  can 

Fig.  7. 
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Fig.  6. 

be  extracted,  whilst  all  that  remains  in  closed 
cells  represents  so  much  loss  to  the  manu- 
facturer. For  this  purpose  Champonnois'  rasper 
is  generally  considered  the  best,  and  is  shown 
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in  Figs.  7  and  8.  It  consists  of  a  hollow  cylinder 
furnished  with  saw  blades  on  its  innei  surface, 
against  which  the  potatos  are  made  to  rub. 
The  case  a  of  the  cylinder  is  seen  in  Fig.  8, 
with  the  rasper  inside.    Thisis  so  arranged  that 
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from  one  to  four  saw  blades  lie  between  thin 
steel  bands,  at  an  interval  of  from  ^--^^  of  an  inch 
apart,  and  between  each  group  is  a  space 
through  which  the  pulp  as  it  is  formed  can  pass. 
This  arrangement  is  shown  in  Figs.  9  and  10. 
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In  the  axis  of  the  rasping  cylindei!  is  a  shaft  bb, 
making  800  to  1,000  revolutions  per  minute,  by 
means  of  a  band  from  the  main  shaft  applied  to 
the  driving-wheels  ejs,  and  regulated  by  a  fly- 
wheel. At  the  other  end  of  the  shaft,  within  the 
drum,  is  a  strong  fork-shaped  sooop.  The 
potatos,  faUing  through  a  side  opening,  are 
seized  by  the  scoop,  and  pressed  forcibly  against 
the  saw  blades  co  in  the  cylinder.  Water,  being 
admitted  into  the  interior,  is  driven  by  centri- 
fugal force  against  the  sides  of  the  cylinder,  and 


makes  its  way  through  the  interstices,  carrying 
with  it  the  potato  pulp,  which  passes  away 
through  a  pipe  underneath.  The  teeth  of  the 
saw  blades  are  very  short,  projecting  one-fifth  of 
an  inch  from  the  drum.  They  require  reversing 
twice  a  day,  and  after  two  days'  use  need  to  be 
re-filed.  As  much  as  thirteen  tons  of  potatos 
can  be  rasped  by  this  machine  in  ten  working 
hours,  whilst  the  yield  of  starch  from  a  given 
quantity  of  potatos  is  considerably  increased. 
The  pulp  thus  obtained  is  a  mixture  of  starch 
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and  fibre.  In  order  to  separate  one  from  the 
other  the  pulp  is  washed  with  water  upon  brass- 
wire  sieves  of  different  degrees  of  fiineness,  which 
allow  the  starch  granules  to  pass  through  with 
the  Uquid  and  retain  the  coarser  portions  of  the 
fibre.  Several  forms  of  apparatus  have  been 
devised  for  this  purpose;  the  principal  objects 
aimed  at  being  uninterrupted  working,  as  com- 
plete exhaustion  as  possible  of  the  pulp  within 
the  smallest  space,  and  economy  of  wash  water. 
Fig.  11  shows  a  longitudinal  section  of  Huck  and 
Stoltz's,  machine.  This  consists  of  three  cyUn- 
ders  A,  B,  c,  of  different  diameters.  The  case  of 
the  first  is  formed  of  a  wire  sieve,  25  meshes  to 
the  inch.  The  pulp  from  the  rasper  is  run  in 
through  the  funnel  a.  Within  this  cylinder  is 
another,  66,  formed  of  -perforated  metal  plate 
into  which  water  flows  through  the  pipe  a",  and 


is  distributed  uniformly  upon  the  potato  puJp  in 
A  by  means  of  the  perforations  in  66  from  A. 
After  parting  with  the  greater  part  of  its  starch 
the  pulp  is  gradually  brought  forward  into  the 
second  Cylinder  B,  which  is  covered  with  sheet 
copper.  The  pulp  is  here  worked  about  with  a 
T-shaped  iron  fastened  to  the  shaft  dd',  which 
is  rotated  by  the  driving  wheel  G  in  an  opposite 
direction  to  the  cylinder  ;  from  here  it  is  carried 
forward  to  the  third  cylinder,  which  is  covered 
with  wire  tissue,  35  meshes  to  the  inch,  where 
it  meets  with  a  fresh  spray  of  water  coming 
through  the  perforated  pipe  dd  from  a'". 
Whilst  in  the  cylinders  A  and  o  the  pulp  under- 
goes a  continual  working  with  brushes,  which, 
like  the  agitator  in  B,  are  connected  with  the 
shaft  dd'.  These  three  cylinders  revolve  at  the 
rate  of  22  revolutions  per  minute ;   whilst  the 


agitp,tor  in  B  makes  35  in  the  same  time.  The 
starchy  liquid  flowing  from  A  and  c  is  collected 
in  the  trough  K,  and  runs  from  thence  into  the 
sieve  cylinder  hh',  which  is  covered  with  wire 
gauze,  50  meshes  to  the  inch.  Here  any  fibrous 
pulp  which  may  have  passed  through  the  other 
sieves  is  retained ;  whilst  the  water  containing 
the  separated  starch  is  run  off  along  the  trough 
L  into  the  settling  vats.  The  coarse  pulp  as  it  is 
pushed  out  of  the  cylinders  falls  into  the  re- 
ceivers mm'  underneath.    In  order  to  prevent 


the  clogging  of  the  sieves,  a  fine  scream  ot  water 
is  thrown  upon  them  during  working  from  pipes 
running  parallel  with  their  axis. 

A  modification  of  the  above  apparatus,  by 
means  of  wbich  considerably  less  water  is  re- 
quired, and  which  is  suitable  for  locaUties  where 
water  is  more  or  less  scarce,  is  shown  in  Fig.  12. 

The  pulp  coming  frpm  the  rasper  A  is  raised 
by  means  of  a  centrifugal  pump  into  the  first 
cyhnder  B,  where  it  gives  up  by  far  the  greater 
part  of  its  starch.    The  strained  liquor  from 
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this  cylinder  is  not  joined  with  that  from  the 
other  cylinders,  but  runs  straight  away  into  the 
purification  vessel.  The  liquor  from  the  mixing 
cyUnder  o  and  the  other  sieve  cylinder  d,  con- 
taining comparatively  but  little  starch,  is  carried 
by  the  pipe  Qo'  back  to  the  rasper,  where  it  is 


used  instead  of  clean  water  for  the  thinning  of 
the  pulp. 

la  some  factories,  by'  means  of  a  aiodifica- 
tion  of  the  apparatus  just  described,  a,  second 
working  of  the  pulp  is  effected,  and  a  larger  yield 
of  starch  thereby  obtained.      This  is  shown  in 
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Fig.  1^.  The  palp,  thinned  with  water,  falls 
from  the  rasper  A  into  a  small  cistern,  from 
which  it  is  raised  by  the  pump  B,  through  the 
pipe  b',  into  the  sieve  and  mixing  cylinders  D, 
d',  d",  and  in  the  latter  washed  by  a  stream  of 
water  a'.  The  pulp  rejected  from  d"  falls  into 
the  hopper  of  a  second  rasper,  where  it  is  rubbed 
between  two  oyUnders  r  rotating  in  opposite 
directions  ;  from  thence  it  flows  into  the  sieve  G, 
where  it  meets  with  more  water  from  o'",  aind, 
being  washed,  falls  into  a  trough,  along  which  it 
is  pushed  by  an  Archimedean  screw. 

The  starchy  liquid  from  D  falls  into  the 
trough  E,  that  from  G  into  e',  and  both  united 
fall  into  the  first  purifier  BX,  thence  into  the 
trough  3,  into  the  cistern  M,  from  whence  it  is 
raised  by  the  pump  to  the  second  purifier  o, 
where  the  last  portions  of  fibre  remain,  whence 
by  means  of  the  trough  p  the  liquor  containing 
the  nearly  pure  starch  passes  to  the  purification 
apparatus.  In  the  smaller  factories  this  ia 
generally  accomplished  by  means  of  settling'^ 
vats. 

In  addition  to  rasping,  a  great  many  manu- 
facturers are  accustomed  of  late  years  to  grind 
the  pulp  after  jasping,  whereby  a  slightly  in- 
creased yield  of  starch  is  obtained.  The  follow- 
ing figures,  calculated  on  the  starch  worked, 
show  a  comparison  between  the  yield  obtained 
when  a  rasping  machine  only  is  employed,  and 
when,  in  addition  thereto,  grinding  is  carried  on 
as  well. 

Obtained  in  form  of        Without      With 
green  starch  grinding  grinding 

Experiment  A.     •         .81-8        87-4 
Experiments.     .         .     76-3        8S-5 

Various  forms  of  machines  for  carrying  on 
the  rasping  and  grating  processes  simultaneously 
have'  been  constructed  during  the  last  few 
years. 

The  starchy  liquor  as  it  comes  from  the  sieves 
generally  contains  some  sand,  which  was  not 
separated  during  the  washing  of  the  potatos, 
and  was  too  fine  to  be  retained  by  the  sieves. 
It  is  therefore  run  into  a  large  vat  and  vigorously 
stirred  so  as  to  bring  all  the  starch  into  suspen- 
sion, and,  before  it  has  had  time  to  settle,  is 
siphoned  off  into  another  large  vat,  where  it 
is  allowed  to  stand  for  four  hours,  during  which 
time  the  starch  settles  on  the  bottom.  The 
sand,  by  reason  of  its  greater  specific  gravity, 
sinks  rapidly  to  the  bottom,  and  remains  in  the 
first  vat.  The  lower  part  of  the  sediment  de- 
posited in  the  second  vat  consists  of  pure  starch, 
covered  by  a  greyish  layer,  consisting  of  fine 
fibres  that  have  passed  through  .the  sieves.  The 
supernatant  liquor  having  been  run  ofi,  this 
impure  mass  is  scraped  off  as  clean  as  possible 
with  an  iron  scraper.  This  impure  starch  is 
agitated  with  fresh  water,  passed  through  a  very 
fine  sieve,  and  allowed  to  rest  for  some  time,  until 
a  further  amount  of  white  starch  falls  out,  when 
the  same  operation  is  repeated. 

The  purified  staroTx  is  again  agitated  with 
water,  passed  through  a  silk  or  wire  sieve,  90 
meshes  to  the  inch,  and  again  allowed  to  settle, 
the  liquor  decanted  off,  the  surface  of  the  starch 
scraped,  and  finally,  if  the  mass  be  pure  enough 
and  of  sufficient  consistence,  divided  into  lumps 
and  placed  to  dry. 

Soinetimes  the  starch,  deprived  of  its  super- 
natant brownish  deposit,  is  purified  by  being 


placed  m  a  slightly  sloping  flat-sided  trough 
about  22  feet  long  and  3  feet  wide.  Below  this 
IS  a  second  trough,  inclined  in  the  opposite 
darection  ;  and  below  this  a  third,  inclined  like 
the  first.  A  spray  of  wat«r  from  a  very  fine 
rose  falls  upon  the  starch,  which  is  placed  iust 
beneath  it  at  the  top  end  of  trough  No.  1,  and 
at  the  same  time  is  kept  constantly  stirred.  The 
water  gradually  washes  everything  forward  with 
It,  and  while  slowly  flowing  along  the  troughs  the 
starch  is  gradually  deposited  ;  whUst  the  lighter 
fibrous  matter  remains  in  suspension,  and  passes 
with  very  httle  starch  into  vats  underneath. 
The  starch  obtained  in  this  way  is  added  to  that 
purified  in  the  first  settling  vat,  and  is  then 
ready  for  draining. 

In  large  factories  the  settling  vats  have  been 
entirely  superseded  by  the  inclined  plane ;  this 
consists  of  a  series  of  three  wooden  troughs. 
Fig.  14,  3i  feet  wide  and  about  30  yards  long, 
each  having  a  fall  of  1  to  1 J  in  1,000.  The  third 
plane  or  trough  rests  on  the  ground  and  empties 
into  the  vat  o.    The  second  and  first  are  affixed 
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to  wooden  supports  as  shown.  The  starchy 
liquor,  as  it  comes  from  the  cylinder  sieves, 
enters  the  first  inclined  plane  at  a,  flows  along 
in  the  direction  ab,  and  thence  along  CD  to  F, 
the  flow  being  regulated  at  will  by  means  of 
the  screw  valves  at  B  and  D.  The  greater  part 
ot  the  starch  is  deposited  in  the  first  plane,  from 
which  it  IS  removed  once  a  day.  The  starch  from 
the  second  plane,  on  which  considerably  less  is 
deposited,  is  removed  twice  a  week ;  and  that 
from  the  third  once  a  week.  The  liquor,  con- 
taimng  very  little  starch,  flows  into  vat  G, 
or  generally  into  a  series  of  vats,  whereby  any 
starch  that  may  still  remain  in  the  wash  water 
IS  collected. 
-  The  Starch  thus  deposited  on  these  inclined 
planes  is  sufficiently  pure  for  most  purposes  to 
be  sent  at  once  to  market ;  but,  as  it  is  still  con- 
taminated to  a  slight  extent  with  potato  sap, 
it  is  advisable  to  wash  it  once  or  more  in  the 
usual  settling  vat  in  order  to  purify  it  completely. 
Drying.  The  starch  is  taken  from  ithe 
planes  or  settling  vats  in  the  form  of  a  very  thick 
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mud  or  sludge,  from  which  the  greater  portion  of 
the  water  may  be  removed  by  centrifugsil  action, 
by  drying  in  the  air  or  in  ovens. 

In  the  drying  of  starch  by  centrifugal  action 
the  same  form  of  apparatus  is  used  as  in  the 
manufacture  of  sugar,  but  as  the  starch  mud 
is  so  thick  as  to  render  it  incapable  of  being  pro- 
perly distributed  on  the  sides  of  the  machine, 
a  quantity  of  water  is  mixed  up  with  it  to 
bring  it  into  a  sufficiently  thin  paste  that  will 
flow  into  the  apparatus  whilst  it  is  in  motion. 
It  is  then  flung  against  the  circumference  of 
the  machine,  the  water  flies  off,  and  the  starch 
lies  as  a  compact  mass  round  the  sides  of  the 
cylinder.  Advantage  has  been  taken  of  centri- 
fugal action  for  the  purification,  as  well  as  for  the 
drying  of  starch  at  the  same  time,  by  Fesca,  of 
Berlin.  When  the  impure  starch  liquor  is  intro- 
duced into  the  machine,  the  densest  and  heaviest 
portion — and  consequently  the  purest  starch — 
is  driven  first  against  the  sides  of  the  cylinder. 
The  fibrous  portion  remains  longer  suspended, 
and  is  deposited  as  a  layer  upon  the  surface  of 
the  pure  starch,  fro^  which  it  is  easily  removed. 


For  many  purposes — such  as  the  manufacture 
of  dextrin  and  glucose,  &c. — the  starch,  as  it 
comes  from  the  centrifugal  machine,  and  con- 
taining from  35  to  40  p.c.  of  water,  needs  no 
further  desiccation,  and  is  known  in  commerce  as 
green  starch. 

In  factories  where  a  centrifugal  machine  is 
not  used,  the  water  is  removed  as  much  as  pos- 
sible from  the  starch  before  proceeding  "with  the 
drying.  Accordingly,  as  soon  as  the  starch  is 
considered  sufficiently  purified,  it  is  dug  out  of 
the  settling  vats  and  transferred  to  perforated 
boxes,  lined  with  clean  linen,  and  set  aside  for 
some  time  to  drain,  during  which  time  it  acquires 
sufficient  hardness  to  enable  it  to  retain  the 
shape  of  the  box,  and  as  soon  as  ever  this  takes 
place  the  box  is  inverted  upon  a  dry  porous  slab, 
generally  of  plaster-of-Paris,  which  abstracts  a 
further  amount  of  moisture,  so  that  it  arrives  at 
the  state  of  green  starch.  It  is  now  sufficiently 
solid  to  be  removed  to  the  drying  room,  on  either 
side  of  which  a  series  of  shelves,  formed  of  bars 
of  wood  placed  at  a  distance  of  about  one  inch 
apart,  are  ranged  in  tiers  one  above  the  other. 
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through  which  a,  current  of  air  is  made  to  pass 
freely  by  means  of  louvre  boards  or  yenetian 
ventilators.  On  these  shelves  the  blocks  of 
starch  are  placed,  and  allowed  to  remain  for  six 
or  eight  weeks,  until  sufficiently  dried.  One 
great  drawback  to  this  method  is  the  exposure 
of  the  starch  to  any  dust  that  may  be  floating 
about  in  dry  weather,  as  well  as  the  possibility 
of  the  moist  starch  becoming  frozen  in  cold 
weather.  The  latter  may  be  obviated  by  intro- 
ducing heated  air  into  the  drying-room,  and  the 
dust  precluded  by  shutting  up  all  the  windows — 
in  fact,  by  practically  converting  the  room  into 
an  oven.  The  starch  dried  in  this  manner  is 
known  as  '  hurdle  starch.' 

The  best  quality,  termed  superior,  which  is 
used  for  the  manufacture  of  starch  sugar  and 
dextrin,  is  singularly  White,  glossy  and  pure,  and 
consists  of  large  grains,  being  the -first  to  deposit 
in  the  settling  tanks.  The  deposits  become 
lower  in  quality  in  succession.  The  gloss  of 
starch  depends  on  the  size  of  the  grain,  the 
larger  the  grains  the  better  the  gloss,  and  the 
determination  of  the  diameter  of  the  grains  by 
means  of  the  microscope  forms  a  good  test  for 
this  starch. 

A  superior  artide  consists  of  grains  having  a 
diameter  3S-6/i,  ordinary  prima  32-5;ii,  prima 
seconds  21-0;ii  and  inferior  kinds  17  to  12-5;t. 
Considerable  importaricfe  is  also  attached  to  the 
amount  of  impurity  present,  such  as  coal  dust, 
potato  skin,  soot,  sand,  iron  particles  from 
wheels,  algae  from  water,  particles  of  wood,  &e. 
The  amount  is  ascertained  by  smoothing  a 
sample  on  white  paper,  and  counting  the 
particles  in' a  square  cm.  Superior  starch  con- 
tains 15  to  30  particles,  average  samples  27-170, 
while  inferior  kinds  contain  as  many  as  800 
upon  1  sq.  cm. 

20.  Manufaiyture  of  starch  from  rice.  Al- 
though no  other  starch-producing  material  is  so 
rich  in  this  substance  as  rice — containing,  as 
it  does,  over  80  p.c.  of  starch — nevertheless, 
the  cells  and  the  starch  granules  contained  in 
them  are  so  intimately  connected  together  by  a 
small  but  very  resisting  quantity  of  gluten  that 
their  separation  cannot  be  effected  by  a  simple 
crushing  and  washing,  as  in  the  case  of  potat&s, 
or  by  the  old  system  of  fermentation,  as  in  the 
case  of  wheat  and  flour,  and  hence  resort  must 
always  be  had  to  chemical  agents,  alkalis  or 
acids,  to  effect  this  object. 

Since  rice  starch,  on  account  of  the  small- 
ness  of  its  granules,  possesses  a  greater  firmness, 
and  in  practical  operations  gives  a  much  higher 
lustre  than  wheat  starch,  it  is  much  esteemed 
by  laundresses,  and  preferred  by  them  to  any 
other,  so  that  when  the  difficulties  attending  its 
successful  preparation  had  been  overcome,  a 
great  impetus  was  given  to  its  manufacture 
in  England,  where  it  is  at  present  carried  on  to  a 
very  large  extent,  and,  being  cheaper  in  this 
country  than  any  other  raw  material,  may  be 
,  considered  as  a  fairly  remunerative  business. 
It  need  hardly  be  said  that  the  value  of  any 
sample  of  rice  for  starch  manufacture  depends 
not  only  upon  the  amount  and  quahty  of  the 
starch  it  contains,  but  on  the  percentage  of 
gluten  or  protein  matter  as  well,  and  on  its  de- 
gree of  solubility  in  caustic  soda  solution. 

The  following  analyses  of  rice  from  different 
countries  show  the  relative  amounts  of  these 


substances  which  are  generally  present  in 
matured  grain : — 


the 


Analyses  of 

Hce. 

American 

Japan 

Patna 
(Poison), 

(Jenkins), 

(KeUner), 

mean  oi  10 

mean  of  10 

cleaned 

analyses 

analyses 

Carbohydrates  . 

81-81 

79-20 

74-10 

Proteids    . 

7-22 

7-40 

6-13 

Fat  . 

009 

0-40 

2-00 

Fibre 

018 

0-20 

4-00 

■Ash. 

0-90 

0-40 

1-19 

Water 

9-80 

12-40 

12-58 

The  method  of  manufacture  described  by 
Jones  (Eng.  Pat.  1840,  No.  8488)— g,nd  which 
is,  with  a  few  modifications,  the  one  carried  out 
at  the  present  time  in  England— 7-Js  as  follows. 

One  hundred  pounds  of  rice  are  placed  in  a 
tinned  copper  or  stoneware  vessel  holding  50 
gallons  of  a  solution  of  sodium  or  potassium 
hydroxide,  containing  200  grains  of  alkali  per 
gallon  of  water ;  the  mixture  is  well  stirred  and 
allowed  to  macerate  for  24  hours,  at  the  end 
of  which  time  the  liquor  is  siphoned  oS,  and 
the  rice  well  washed  with  twice  as  much  cold 
water  as  there  was  of  alkaline  solution.  The 
water  is  next  poured  off,  and  the  grain  placed 
upon  sieves  to  drain,  after  which  it  is  crushed  or 
ground  to  flour  with  rollers  or  millstones.  The 
flour  is  then  passed  through  sieves  by  means  of 
brushes,  the  coarser  particles  which  do  not  pass 
through  being  returned  to  the  mill  to  be  re- 
ground  and  again  sifted,  until  the  whole  is  thus 
disposed  of. 

The  flour  thus  obtained  is  again  treated  with 
alkali  solution,  one  hundred  pounds  of  the  rice 
flour  being  added  in  small  quantities  at  a  time, 
to  every  hundred  gallons  of  liquor.  The  whole 
is  repeatedly  stirred  up  during  24  hours, 
and  then  allowed  to  stand  for  about  70  hours 
to  settle.  The  processes  of  this  deposit  takes 
place  as  follows :  the  first  deposit  consists  of 
fibrous  matters  with  little  starch,  followed  by 
a  deposit  of  the  greater  portion  of  the  starch, 
the  gluten  and  other  matters  remaining  in 
solution  in  the  alkaline  liquor,  which  is  siphoned 
off,  and  double  as  much  water  run  on.  The 
deposit  is  then  well  roused  up  with  it,  and  the 
whole  allowed  to  stand  about  an  hour,  during 
which  time  the  matters  other  than  starch  sub- 
side, carrying  with  them  a  small  portion  of  the 
starch,  but  leaving  by  far  the  greater  bulk  of  it 
suspended  in  the  Uquor.  This  is  drawn  off,  and 
passed  through  fine  silk  sieves.  A  further 
quantity  of  water  is  added  to  the  deposit  and 
agitated  as  before,  and,  after  standing  a  short 
time  again  drawn  off,  and  passed  through 
sieves  as  before,  this  operation  being  repeated 
as  often  as  necessary,  until  at  length  the  whole 
of  the  starch  is  separated  from  the  fibrous  and 
other  matters. 

All  these  starchy  liquors  are  then  coUeeted 
into  one  vessel  and  allowed  to  settle  for  about 
70  hours,  during  which  time  the  whole  of  the 
starch  is  deposited.  The  supernatant  Uquor 
is  now  ^awn  off,  and  the  starch  (blued  if  neces- 
sary) drained,  dried,  and  finished  in  the  usual 
way,  ~ 
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SeTeraJ  other  patents  for  preparing  starch 
from  noe  have  been  taken  out  by  various  manu- 
facturers, the  principal  of  which  are  the  follow- 
ing :— 

Berger's  process  (Eng.  Pat.  9013,  1841). 
—By  this  method :  1.  Starch  is  manufactured 
from  nee  by  the  application  of  an  alkaline  salt, 
t.g.  sodium  carbonate,  whereby  the  gluten  is 
dissolved  or  freed,  so  that  the  starch  may  be 
separated  therefrom.  The  operations  are  in  all 
respects  analogous  to  those  of  Jones'  process. 

2.  The  rice  is  soaked  in  water  and  submitted 
to  a  process  of  fermentation  ;  or 

3.  The  first  and  second  processes  are  com- 
bined. 

Colman's  process  (Eng.  Pat.  2166,  1841).— 
I.  Rice  is  mixed  with  the  refuse  from  wheat 
or  other  grain  in  the  proportion  of  fifteen 
pounds  of  the  latter  to  every  hundredweight 
of  rice,  and,  the  necessary  quantity  of  water 
being  added,  the  mass  is  allowed  to  ferment  for 
10  to  15  days,  after  which- the  starch  is  separated 
by  washing  and  sifting  as  already  described. 

2.  The  rice  is  steeped  in  water  for  4  days, 
then  drained,  and  reduced  to  a  pulp  in  a  mill 
under  a  stream  of  water,  collected  in  a  reservoir, 
allowed  to  settle,  and  the  water  siphoned  off. 

The  deposit  is  then  agitated  witH  a  dilute 
solution  of  hydrochloric  acid  (about  2  p.c.)  and 
allowed  to  stand  for  6  days,  being  well  stirred 
every  4  hours  during  that  time,  then  allowed 
to  settle  for  18  hours,  the  clear  liquor  drawn  off, 
and  the  operation  repeated  with  a  0-5  p.c.  acid 
solution.  Finally,  the  deposit  is  washed  with 
lar^e  quantities  of  water,  passed  through  sieves, 
drained  and  dried  in  the  usual  way. 

Rehe  patented  a  process  (Eng.  Pat.  10359, 
1884)  according  to  which  the  rice  is  first 
submitted  to  a  temperature  of  160°  to  180°r. 
before  steeping,  and  afterwards  macerated  in 
ioda  lye  (four  pounds  of  soda  to  every  hundred- 
weight of  rice),  and  the  staroh  extracted  in  the 
usual  manner  later  on. 

Ransford  introduced  a  process  (Eng.  Pat. 
1853,  603),  in  which  pressure  is  applied  to 
the  rice  after  it  ha$  undergone  the  steeping 
operation.  The  rice  having  been  put  into  the 
steeping  liquor,  in  a  vessel  capable  of  being 
closed  down,  is  allowed  to  steep  for  some  time. 
The  vessel  is  then  closed  down  tight  and  more 
liquor  forced  in  by  means  of  a  pump,  up  to 
about  20  lbs.  to  the  square  inch ;  this  is  con- 
tinued for  a  short  time,  the  liquor  drawn  off, 
and  again  pumped  in.  The  liquor  is  then 
drawn  off,  and  the  rice  further  pressed  so  as  to 
drive  out  as  much  gluten  as  possible,  after 
which  it  is  ground  and  treated  in  the  usual 
way. 

In  Germany  the  manufacture  of  starch  from 
rice  has  replaced  wheaten  starch  to  a  large 
extent,  and  J.  Berger,  who  appears  to  have 
.given  much  attention  to  this  subject,  has  pub- 
lished an  interesting  account  of  the  process  as 
carried  out  there  at  present  (Chem  Zeit.  14, 
1440,  1671 ;  15,  843),  an  abstract  of  which  is 
given  below. 

The  raw  material  principally  employed  in 
Germany  is  obtained  from  rice-cleaning  and 
polishing-mills,  and  consists  of  the  broken 
grains.  The  percentage  composition  of  various 
samples  of  this  waste  is  given  in  the  foUoi^ng 
^abW: — 
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East  Indian  rice 

Rus- 
sian 
rice 

^tg?- 
rice 

Per- 
sian 
rice 

Water     . 
Starch     . 
Protein    . 
Fat 

Gum  and 
sugar   . 
Fibre 
Ash 

12-10    13-20    13-23 

76-25     73-90    77-44 

8-95'     8-79      6-87 

0-42      0-71      0-35 

0-86       1-20      0-95 
0-32      0-40      0-36 
1-10       1-80      0-80 

12-70 

75-81 

7-94 

0-40 

1-21 
0-44 
1-45 

11-84 

78-30 

6-70 

1-16 

10-80 
73-20 
11-21 
0-75 

1-45 
0-81 
1-78 

Extraction.  The  operation  for  the  extraction 
of  starch  is  carried  out  in  shaUowtanks  of  4-5  cm. 
capacity.  The  rice  is  piled  on  a  perforated  shelf 
fixed  in  the  tank,  and  covered  with  soda  lye  of 
0-5°  to  1°B6.  The  mixture  is  stirred  a  few 
times,  and  after  about  18  hours  the  lye  is  run 
off  and  replaced  by  a  fresh  lot,  which  is  allowed 
to  remain  for  12  hours,  by  which  time  the  rice 
is,  as  a  rule,  sufficiently  softened  to  be  ground; 
this  is  effected  between  millstones  1200-1400 
mm.  in  diameter  and  300-400  mm.  thick,  and 
making  120  to  140  revolutions  per  minute.  In- 
complete grinding  must  be  avoided  as  much  as 
possible,  and  therefore  in  most  factories  the 
rice  is  passed  through  two  mills  arranged  side ' 
by  side,  so  that  the  ground  starch  drops  directly 
from  the  first  into  the  second  miU.  Durijig 
grinding,  the  rice  is  moistened  with  lye  of  the 
same  strength  as  that  used  for  softening,  about 
200  litres  being  required  per  100  kilos,  of  rice. 
The  starchy  liquor  flowing  from  the  mill,  and 
containing  about  20  to  28  p.c.  of  solid  matter, 
is  carried  up  by  suitable  means  to  high-lying 
tanks,  from  whence  it  is  distributed  to  the 
sieves  and  other  apparatus. 

Sieves.  Rotating  cylindrical  sieves  are  almost 
invariably  employed,  and  are  constructed  as  fol- 
lows :  A  shaft,  4-5  metres  in  length,  is  provided 
at  intervals  of  1  metre  with  three  rods  of  equal 
length,  arranged  symmetrioaJly  at  right  angles 
to  the  shaft.  The  ends  of  these  rods  carry  six 
wooden  boards  parallel  to  the  shaft.  The  f  rame-- 
work  thus  formed  is  covered  with  the  finest  silk 
gauze.  The  cylinder  is.  so  arranged  that  one 
end  of  it  lies  ?,bout  15  cm.  higher  than  the 
other.  The  liquid  to  be  strained  is  fed  into 
the  upper  part  of  the  apparatus.  The  starchy 
liquor,  as  it  filters  through,  is  collected  in  a 
wooden  casing,  which  completely  surrounds  the 
cylinder,  whilst  the  impurities  remaining  on  the 
sieve  pass  along  into  a  tank  opposite  the  lower 
end  of  the  cylinder.  The  shaft  of  the  cylinder 
being  hollow,  and  pierced  with  numerous  holes,  , 
allows  water  to  be  forced  through  on  to  the 
sieves.  By  this  means  the  walls  oi  the  cylinder 
are  kept  clean,  and  the  passage  of  the  impu- 
rities towards  the  Ipwer  end  is  facilitated.  The 
starchy  liquor  passing  through  the  sieves  still 
contains  much  gluten,  which  may  be  separated 
in  the  manner  described  under  Potato  starch, 
either  by  means  of  settling  tanks,  or  with  the 
centrifugal  machine. 

Berger  suggests  many  improvements  in 
the  above  process.  Great  stress  is  laid  lifion 
the  importance  of  the  preliminary  softening 
of  the  rice  ■  with  a  solution  of  caustic  soda, 
as  the  precise  action  of  caustio  ^oda  has  been 
misunderstood  by  most  rice-starch  manufac- 
turers, being  generally  regarded  as  a  mere'me- 
cjfanjcal  one  instead  of  a  distinctly  chemical 
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one,  the, caustic  soda  dissolving  out  the  albu- 
minous substance  which  cements  the  starch  cells 
together,  thus  rendering  them  more  amentlble 
to  the  after-operations.  This  softening  process 
should  be  carried  out  as  quickly  as  possible, 
especially  in  warm  weather,  in  order  to  prevent 
fermentation,  the  evil  effects  of  which  are  to 
be  seen  in  all  the  after-processes.  It  causes  the 
mass  to  froth  excessively  in  the  grinding-miU, 
and  renders  centrifuging  di£Bcnlt,  thp  starch 
not  separating  as  it  ought  to  do  in .  a  state 
of  purity,  but  coming  from  the  centrifugals  in 
flabby  lumps ;  and,  for  the  same  reason,  it 
i;efuses  to  deposit  in  the  settling  tanks.  The 
gluten  assumes  a  slimy  condition,  and  retains 
much  starch.  In  order  to  obviate  this,  Berger 
recommends  that  the  extraction  and  softening 
of  the  rice  be  effected  by  a  continuous  current 
of  slightly  stronger  lye  (li°B6.),  as  by  this  means 
-  the  treatment  is  considerably  shortened,  and  at 
the  same  time  tie  action  is  rendered  more 
energetic. 

Another  method  proposed  by  Mack  (Dingl. 
poly.  J.  256, 35),  and  which  has  been  successfully 
adopted  in  Germany,  consists  in  blowing  air 
under  pressure  through  the  mixture  of  rice  and 
caustic  soda  in  such  quantities  that  the  liquid 
assumes  the  appearance  of  boiling.  For  this 
purpose  air  enters  through  a  series  of  small 
tubes  into  a  tank  provided  with  a  false  bottom, 
on  which  finely-ground  rice  is  spread,  the  tank 
at  the  same  time  being  filled  with  the  caustic  soda 
solution.  After  the  operation  is  finished  the 
liquor  is  run  off,  and  the  resulting  rice  starch 
allowed  to  drain.  By  this  process  the  rice  is 
said  to  soften  quicker,  and  yields  from  6  to  8  p.c. 
more  of  the  finished  product. 

When  the  various  processes  are  employed  in 
the  order  given,  the  yield  of  starch  of  the  first 
quahty  is  about  60  p.c.  (calculated  as  absolutely 
dry  starch  on  the  rice),  whilst  7-10  p.c.  are  left 
in  the  various  by-products,  and  may  be  re- 
covered by  repeated  treatment. 

The  total  yield  in  a  properly  conducted 
factory  is  about  85-90  p.c.  of  the  starch  con- 
tained in  the  rice. 

,  MouldiTig  the  starch.  Formerly  this  was 
almost  exclusively  done  in  wooden  boxes  with 
perforated  bottoms  covered  with  filtering  cloth. 
The  boxes  are  set  up  in  rows,  and  the  starch 
mixed  with  water  or  weak  soda  lye  (O-l"  to 
0-3°Be),  being  charged  into  the  first  box,  over- 
flows into  the  next,  and  so  on.  In  order  to 
make  the  water  drain  out  more  thoroughly,  the 
boxes  are  repeatedly  lifted  from  their  supports 
and  dropped  again.  After  about  24  hours  the 
blocks  of  starch,  still  containing  42-44  p.c.  of 
water,  are  retaoved,  and  cut  into  rectangular 
pieces.  Various  forms  of  high-pressure  filtering 
moulds  are  now  employed,  and  with  these  the 
starch-milk  used  for  filling  must  not  exceed  in 
sp.gr.  1-2-1-25,  otherwise  the  finished  product 
exhibits  a  rough  fracture  which  detracts  from 
its  appparance. 

Drying  the  starch.  Blocks  of  starch,  con- 
taining 40-45  p.c.  of  water,  when  dried,  be- 
come covered  with  a  yellow  crust,  owing  to 
the  separation  of  traces  of  dextrin,  &c.  This 
crust  is  about  10  mm.  thick,  and  is  cut  oS 
when  the  blocks  are  partially  dry — i.e.  contain 
25-28  p.c.  of  water.  The  remaining  starch  may 
be  now  completely  dried  without  any  further 


development  of  yellow  colour  taking  place.  All 
attempts  hitherto  made  to  avoid  this  crust  for- 
mation have  failed.  The  crust  constitutes  about 
20-30  p.c.  of,  the  total  starch.  The  shavings 
are  stirred  up  vrith  water,  centrifuge'd  onoe,^  oB 
filtered,  and  mixed  with  the  subsequent  batch 
of  pure  starch.  Large  masses  of  starch,  when 
dried,  fall  into  more  or  less  irregular  rod-like 
pieces,  the  size,  shape,  and  smoothness  of  sur- 
face of  which  depend  greatly  on  the  rapidity 
of  drying  and  the  solidity  of  the  blocks  before 
drying,  too  rapid  drying  or  too  slow  drying 
producing  discoloured  .pieces  which  readily 
crumble  during  transit.  The  same  thing 
happens  when  particles  of  fibre  are  present,  the 
even  fissures  being  prevented  by  their  presence. 
Starch  is  generally  coloured  in  order  to  hide  its 
slightly  yellow  tint,  ultramarine  being  usually 
employed  for  the  purpose.  The  blocks  afte» 
being  planed  and  wrapped  in  paper,  are  kept 
for  2-3  days  in  the  drying  chamber  at  the 
ordinary  temperature,  aiter  which  the  tem- 
perature is  raised  gradually,  commencing  at 
25°,  increasing  to  28°  during  the  next  3  days 
and  then  slowly  to  32°-:35°  at  which  it  is  kept 
until  dry,  usually  8  to  14  days.  Starch  dried 
at  too  high  a  temperature  during  the  earUer 
stages,  loses  its  colour  and  brightness  and  may 
become  quite  yellow. 

Fermentation  should  be  prevented  as  much 
as  possible,  as  it  prevents  the  deposition  of 
starch  in  the  settling  tanks  by  reason  of  the 
evolution  of  gas  and  the  presence  of  gas  when 
drying  cause  them  to  break  irregularly.  Sul- 
phurous acid  or  some  other  like  agent  is  usually 
erdployed  to  prevent  fermentation. 

The  dried  starch  contains  about  12  p.c.  of 
water,  but  on  exposure  to  air  it  absorbs  moisture 
up  to  15  p.c.,  which  is  the  commercially  recog- 
nised standard.  If  it  be  desired  to  obtain  the 
starch  in  large  lumps,  the  blocks,  after  scraping,, 
are  cut  up  into  smaller  pieces,  which  are  then 
slowly  dried  in  the  air. 

Waste  products.  These  consist  of  gluten 
and  impure  starch.  They  may  be  mixed,  and 
used  for  cattle-feeding ;  og,  more  or  less  sepa- 
rated and  utilised,  the  starch  for  feeding,  and 
the  gluten  for  manurial,  purposes. 

21.  Manufacture  of  starch  from  nuiize.  This 
process  is  principally  confined  to  the  United 
States,  and  no  industry  in  that  country  has 
grown  so  rapidly  and  concentrated  itself  into  a 
small  circle  of  factories  within  the  last  half 
century  as  the  manufacture  of  starch  from 
maize  or  Indian  corn,  which  is  there  termed 
corn-starch.  An  interesting  account  of  this 
industry  is  given  by  Dr.  G.  Archbold,  in  J.  Soc. 
Ghem.  Ind.  1887,  80-84  and  1902,  4-9,  of  which 
the  following  is  an  abstract : — 

The  average  composition  of  maize  or  Indian 
co^n  used  in  American  factories  is  as  follows,  and 
is  known  as  No.  4. 


Oil 

p.c. 
5-20 

Carbohydrates  (starch  therein 

54-8  p.c.)   .... 

71-22 

Proteids        .... 

10-46 

Ash 

1-52 

Water  .         .         ,         ,         . 

11-60 

100-OQ 
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Proeesa  oj  manufacture.  Many  improve- 
ments have  been  introduced  in  late  years,  and 
all  the  older  processes,  with  one  exception,  are  no 
longer  used.  This  exception,  known  as  the 
'  Ghemico  -Mechanical '  process,  is  a  secret  process, 
producing  a  starch  which  no  other  process  appears 
to  approach  in  purity.  Advantage  is  taken  of 
tde  fact  that  maize  or  Indian  corn  contains  two 
albuminoids  which  envelop  the  starch,  one  of 
these  is  soluble  in  water  and  the  other  in  weak 
caustio  alkali  solutions.  The  process  consists 
primarily  of  extraction  of  these  bodies  from  the 
com  so  that  the  resulting  starch,  as  it  passes 
through  the  various  cleansing  and  drying  pro- 
cesses, is  absolutely  free  from  everything  likely 
to  set  up  fermentation  and  acidification,  where- 
by the  final  product  would  be  injuriously 
affected. 

The  process  in  most  general  use  in  the 
United  States  is  that  known  as  the  sulphur 
dioxide  process  or  that  process  combined  with 
alkali  in  the  later  stages.  The  sulphur  dioxide 
process  throughout  is  used  by  glucose  makers 
with  advantage. 

There  is  a  later  process,  known  as  the  attri- 
tion or  dry  process,  which  promises  a  new  era 
in  the  starch  industry,  should  it  ever  be  brought 
to  perfection,  which  it  is  very  far  from  at  present. 
It  consists  in  grinding  the  maize  in  an  attrition 
mill  and  separating  the  constituents  by  means 
of  a  blower,  the  starch  then  being  purified  as 
in  other  processes. 

In  the  extraction  of  starch  from  maize  by 
the  sulphur  dioxide  process,  the  dry  grain  is 
conveyed  from  the  granaries  to  large  hopper- 
bottomed  steeping  vats,  made  of.  2-inch  pine 
about  14  ft.  deep  and  12  ft.  diameter.  Water, 
impregnated  with  about  1  p.c.  of  sulphur 
dioxide,  is  run  in  upon  it  and  is  kept  in  circula- 
tion by  means  of  steam  syphons  and  at  the 
same  time  heated  and  maintained  at  tempera- 
tures varying  from  120°  to  140°F.  Steeping  is 
continued  for  2  to  4  days,  according  as  the  corn 
is  amenable  to  the  softening  and  disintegrating 
process  to  f oUow. 

The  following  figures  show  what  takes  place 
during  steeping : 

lbs. 
Original  bushel  of  com  weighed        .   66-0 
Water  contained  in  this  .         .         •      6-5 
Weight  of  steeped  corn,  subsequently 
dried  at  100°  in  vacuo  .         .    49-44 

This  shows  a  loss  due  to  the  washing  away  of 
oil,  albumenoid  and  ash  of  0-06  lb.  or  1  oz. 

Eer    bushel    of    com.     The    water    absorbed 
y  each  bushel  of  com  is  29-75  lbs.  or  about 
3  gallons. 

The  steep  waters  may  be  run  to  waste  or 
evaporated  for  the  recovery  of  the  soluble 
material  therein  for  the  manufacture  of  cattle 
food.  In  this  wet  and  softened  condition  the 
grain  is  conveyed  to  the  crushing  room,  where  it 
is  run  through  Foos  mills  or  their  equivalent,  by 
which  means  it  is  cracked,  decorticated  and 
partially  ground,  giving  rise  to  a  diffluent  mass. 
This  is  diluted  with  water  so  that  the  most 
finely  ground  portions  form  a  liquor  (separator 
liquor)  and  is  passed  through  the  Degerminator 

a  large  long  V-shaped  tank  fitted  with  a  screw 

conveyor  in  the  bottom  and  skimming  paddles 
at  the  top.    The  oil-bearing  germ  floats  and  is 
ekimmed  oft  while  the  endosperm,  starchy  and 
Vol.  v.— T. 


glutinous  mattet,  cortical  tissttes.bran  and  fibrous 
matter  pass  on.  The  oil  bearing  germ  is  con- 
veyed away,  washed  free  from  adherent  starch, 
dried,  ground,  '  cooked '  with  live  steam,  and 
its  oil  expressed  in  hydraulic  presses.  The 
resulting  products  are : 

Corn  oil,  used  in  manufacture  of  soap  j 

Oil  cake  or  maize  germ  cake.  Used  as  cattle 
food. 

The  cortical  and  endospermal  portions,  the 
most  finely  ground  of  which  are  termed  separator 
liquor,  are  screened  by.  passing  them  over  a 
vibrating  copper  sieve.  The  coarse  material 
separated  is  caught  in  an  elevator  and  conveyed 
to  the  grinding  room  where  it  is-  ground  with 
the  necessary  quantity  of  water  in  two  or  three 
burr  stone  mills  built  for  grinding  wet  corn, 
and  then  pumped  to  feed  vats  fitted  with  • 
stirring  gear  and  combined  with  the  previously 
separated  '  separator  liquor.' 

This  mixture  is  delivered  from  these  tanlu 
on  to  a  series  of  shakers.  These  are  wooden 
frames  about  9  ft.  by  4  ft.,  fitted  with  No.  10 
bolting  cloth  of  the  best  material  in  three  or 
four  sections  which  receive  a  vibratory  motion 
by  means  of  an  eccentric  shaft,  the  shakers 
themselves  being  set  upon  hickory  sprains  to 
give  a  soft  but  rapid  motion.  When  run 
through  these  shakers  the  milky  fluid  has 
sp.gr.  of  3°B6  on  an  average,  and  contains  in 
one  g£dlon  about  6-42  oz.  of  pure  starch  and 
IJ  oz.  of  dry  feed. 

The  separated  unground  portion  is  con- 
ducted back  to  the  mills  for  a  second  grind- 
ing   and  then    goes  a  second   time   over   the 


The  branny  portions  of  the  grain  or  "  wet 
feed '  left  on  the  shakers  is  conveyed  to  a  stirring 
tank  mixed  with  water,  passed  over  a  second 
series  of  shakers,  where  it  is  washed  as  free  from 
starch  as  possible,  and  conveyed  to  presses 
where  it  is  practically  freed  from  water,  and 
emanates  therefrom  as  "  press  feed,'  or  is  dried 
in  an  appropriate  apparatus  and  sold  as  com 
bran.    Its  composition  is  as  follows  : 


Moisture 

8-93 

Froteids         . 

10-50 

Fat 

2-75 

Carbohydrates 

6504 

Fibre  (insoluble)     • 

12-30 

Ash      .         .         . 

0-48 

10000 

The  liquors  from  the  shakers  and  mill,  now 
known  as  '  miU  liquor  '  or  '  crude  starch  liquor,' 
are  sometimes  passed  over  another  series  of 
sieves  or  shakers  to  remove  the  more  or  less 
gritty,  glutinous  and  flbrous  residues,  or  they 
flow  immediately  over  runs,  trays,  tables  or 
gutters  as  they  are  variously  termed.  These 
runs  are  made'  of  wood  and  are  in  16  sections, 
120  ft.  long  and  6  to  8  in.  deep.  Each  section 
is  divided  into  3  canals,  18  in.  wide,  by  means  of 
partitions,  and  is  inclined  at  an  inclination  of 
f  in.  in  every  12  ft. 

The  starch  liquor  is  allowed  to  flow  on  each 
division  of  the  tables  at  the  rate  of  1  gall,  per 
35  sees,  at  a  density  of  S^'B^.  Here  the  sus- 
pended impure  starch  is  deposited  almost  com- 
pletely, the  liquor  containing  the  glutinous  and 
other  residues  flowing  off  at  the  ends  at  the 
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rate  of  1  gall,  per  20  sees.,  having  a  sp.gr.  of 
J'Be.,  the  deposition  of  starch  Having  caused 
the  lowering  of  the  density  to  this  degree. 

These  run  tailings  are  conducted  into  con- 
tinuous settBng  tanks,  where  the  solids  are 
allowed  to  subside  while  the  clear  supernatant 
liquid  is  syphoned  ofE  and  run  into  sieves.  The 
so  concentrated  liquor  is  sold  as  a  liquid  feed 
under  the  name  of  '  slop '  or  '  swiU,'  or  may  be 
passed  through  filter  presses  and  the  solid 
material  sold  as  gluten  meal«  The  'green 
starch,'  which  has  been  deposited  on  the  runs, 
containing  about  50  p.c.  of  moisture,  is  shovelled 
off  and  stirred  up  with  water  in  the  '  breakers.' 
These  are  T^ooden  vats  several  feet  high,  the 
diameter  of  which  is  equal  to  the  height,  and  are 
provided  with  agitators.  The  starch  is  here 
mixed  with  water  to  produce  a  mixture  having 
a  density  of  7°Be,  and  according  to  the  use  for 
which  it  is  destined  may  or  may  not  receive  at 
this  stage  a  chemical  or  alkali  treatment  with 
caustic  soda  before  going  on  to  the  runs  a  second 
time. 

If  it  is  to  receive  alkali  treatment  the 
agitators  are  set  in  motion  and  a  solution  of 
caustic  soda  at  3°B6  very  cautiously  added 
until  the  milky  liquid  has  changed  to  a  greenish- 
yellow  colour.  The  action  of  the  alksili  neutra- 
lises any  acidity  and  precipitates  a  small  pro- 
portion of  the  dissolved  albuminoids,  and  the 
excess  of  alkali  dissolves  or  emulsifies  the  oil, 
dissolves  the  gluten  and  coagulates  and  dis- 
colours, the  mechanically  divided  fine  feed  and 
insoluble  gluten  (that  which  acids  alone  dis- 
solve). From  the  Ivpeakers  or  alkali  tanks,  it  is 
pumped  to  the  regulators,  usually  four  wooden 
vats  fitted  with  agitators,  where  it  is  reduced  to 
3°  or  3i°Be.,  and  thence  flows  over  the  table  or 
runs  once  more. 

The  deposited  starch  is  transferred  once 
more  to  the  breakers, 'where  it  is  mixed  with 
water  and  run  direct  to  the  boxes,  or  first 
reduced  to  a  gravity  of  11°  to  12°Be  and  allowed 
to  run  on  to  a  second  series  of  shakers,  where  it  is 
separated  from  fine  coagulated  matter,  and  passes 
through  at  about  8°B6.  This  liquid  is  then  run 
into  settUng  vats,  10  ft.  diameter  by  10  ft.  deep, 
in  which  at  various  heights  up  the  sides  are 
openings  fitted  with  valves.  The  starch  is 
allowed  to  settle  in  these  vats  and  the  impure 
water  is  run  through  the  valves  in  the  sides. 
Fresh  water  is  now  added  and  the  liquor  made 
up  to  a  gravity  of  23°  to  24°B6.  The  thickened 
purified  starch  liquor  from  the  '  breakers '  or 
settling  vats  now  runs  into  a  series  of  boxes, 
made  of  pine  7  in.  x  7  in.  X  5  ft.  7^  in.  long, 
the  sides  being  slightly  inclined  and  having  a 
perforated  bottom  to  admit  of  drainage.  These 
boxes  are  placed  on  a  table  and  allowed  to  drain 
overnight  when  the  moisture  content  is  reduced 
to  55  p.c.  It  is  then  dumped  from  the  boxes 
and  the  oblong  blocks  cut  in  pieces  of  about 
12^  lbs.  weight,  placed  on  an  absorbent  medium 
or  floor,  generally  made  of  porous  brick  covered 
with  a  layer  of  plaster  of  Paris  cement,  and 
heated  underneath  by  means  of  a  series  of 
steam  pipes.  Here  the  starch  remains  for  some 
hours  until  the  moisture  it  contains  is  reduced 
to  about  45  p.c.  It  is  then  ready  for  the 
crushing  process.  The  blocks  of  starch  are 
placed  side  by  side  on  a  rack  or  shelves  in  a 
kiln,  and  allowed  to  remain  therein  exposed 


to  a  heat  of  120''-130''F.  until  ft  yellowish- 
brown  crust  forms  on  the  outside,  varying  in 
thickness  from  i  to  J  in.  They  are  then 
taken  out  and  the  crust  removed,  when  the 
interior  appears  perfectly  white.  In  thiS'  state 
it  is  wrapped  in  paper,  and  again  returned  to 
the  kiln,  and  now  exposed  to  a  temperature  of 
156°-176°F.  for  a  period  varying  from  3  to  15 
days  or  sometimes  even  longer.  During  this 
time  the  blocks^  of  starch  separate  up  into  a, 
series  of  irregularly  shaped  rods  resembling 
prisms,  more  or  less,  and  are  technically  termed 
'  crystals.'  A  high  temperature  and  short 
period  in  contact  therewith  gives  small  pipe 
'  crystals,'  whilst  with  a  low  temperature  and 
longer  time  the  starch  is  obtained  in  largei 
chunks  and  more  irregular. 

The  browned  starch  which  has  been  removed 
from  the  blocks  is  returned  to  the  washers, 
alkali  added  and  again  run  over  the  tables  and 
shakers,  boxed,  tiled  and  dried  as  with  the 
former  starch. 

The  methods  of  drying  have  been  con- 
siderably improved  within  recent  years,  whereby 
the  time  taken  is  considerably  reduced  and  the 
quality  of  the  starch  improved. 

The  purified  starch  liquor  is  run  into  specially 
constructed  boxes  lined  with  muslin  and  arranged 
on  a  table  provided  with  a  vacuum  chamber, 
the  moisture  being  extracted  from  the  starch  by 
means  of  a  vacuum  pump.  By  this  method  the 
crushing  and  scraping  processes  become  un- 
necessary. The  starch  from  the  boxes  is  cut 
into  7-in.  cubes  and  placed  in  drjnng  kilns 
arranged  with  a  current  of  hot  air  and  an 
exhaust  for  jnoist  air,  the  time  for  drying  being 
reduced  by  this  means  from  weeks  or  days  to 
hours. 

There  are  two  types  of  starch  on  the  market 
known  respectively  as  (1)  '  thick  boiling ' 
starches  either  '  ohemicalled,'  i.e.  prepared  by 
treatment  with  alkali,  or  '  unchemicalled,'  in 
which  no  alkali  has  been  used,  the  starch  instead 
being  put  over  the  runs  a  second  time  and  dried- 
more  or  less  slo\ply.  These  unchemicalled 
starches  are  used  for  baking  powder  or  as  a 
size  in  textile  industries ;  (2)  '  thin  boiling ' 
starches  prepared  by  two  processes  termed  the 
drying-in  process  and  the  in-suspension  process. 

In  the  '  drying-in  process,'  unchemicalled 
starch  is  suspended,  in  water  to  about  22°B6, 
and  a  certain  quantity  of  hydrochloric  acid 
added  to  the  mills.  It  is  then  boxed  and 
drained  and  the  starch  containing  42-43  p.c.  of 
moisture  is  broken  up  and  dried.  During  this 
process,  the  small  quantity  of  hydrochloric  acid 
converts  some  of  the  starch  into  the  soluble 
form,  the  starch  thereby  producing  a  paste 
with  considerably  less  viscosity. 

In  the  '  in-suspension  '  process  the  starch, 
suspended  in  water  at  about  22°B6,  is  heated  at 
a  temperature  well  below  the  gelatinising 
point  with  a  small  quantity  of  sulphuric  or 
hydrochloric  acid,  the  liquid  being  constantly 
stirred.  It  is  then  boxed  and  Scied  in  the 
usual  way. 

These  thin  boiling  starches,  used  principally 
in  the  laundry  and  confectionery  trades,  produce^ 
a  paste  on  boiling  with  water  of  much  less 
viscosity  than  the  ordinary  or  thick  boiling 
product,  the  degree  of  viscosity  being  regu- 
lated according  to  their  application.    Starches 
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prepared  from  maize  in  this  way  are  capable 
of  yielding  as  good  results  in  tlie  laundry  as 
starohea  from  rice  or  wheat  on  any  blend  of 
sach  starches. 

22.  Manufacture  of  starches  for  edible  pur- 
poses. Alimentary  substances  may  naturally  be 
divided  into  three  well-marked  groups— roarbo- 
hydrates,  proteids,  and  fats;  and  of  these 
fully  two-thirds,  or  perhaps  more,  of  the  food 
of  mankind  belongs  to  the  carbohydrate  group, 
of  which  starch  is  Tjy  far  the  most  important 
member. 

In  the  raw  state,  according  to  Roberts  (Diges- 
tive Ferments,  p.  17),  starch  is  to  man  an  almost 
indigestible  substance,  but  when  previously  sub- 
jected to  the  operation  of  cooking  it  is  digested 
with  great  facility.  Diastase  has,  at  best,  only  a 
comparatively  feeble  action  on  the  unbroken 
starch  granule,  even  at  the  temperature  of  the 
body.  By  the  aid  of  heat  and  moisture  in  the 
process^  of  cooking  the  starch  granule  is  much 
more  effectively  broken  up,  and  in  the  gelati- 
nised state  is  very  rapidly  attacked  and  digested 
by  the  diastatic  juices  of  the  body. 

In  addition  to  the  large  quantities  of  starch 
consumed  in  the  natural  form — as  rice,  potatos, 
bread,  &o. — ^numerous  forms  of  prepared  starches 
are  met  with  in  commerce  as  articles  of  food. 
These  differ  in  a  most  essential  degree  from 
wheat  and  other  cereal  flours  in  that  they  con- 
sist almost  entirely  of  absolutely  pure  starch 
granules,  which  very  readily  gelatinise  and  be- 
come easily  assimilated. 

In  thi9  country  large  quantities  of  edible 
starch  are  manufactured  from  maize  and  rice, 
whilst  in  France  potatos  are  largely  employed 
for  the  same  purpose.  The  colonies  furnish  a 
very  large  proportion  of  edible  starches,  the  prin- 
cipal being  arrowroot  from  the  West  Indies, 
Natal,  India,  Fiji,  and  Queensland. 

23.  Cornflour.  Although  the  manufacture 
of  starch  from  maize  has  been  practised  in  this 
country  for  the  last  fifty  years,  the  product  there- 
from— ^known  under  various  names,  such  as 
Indian  cornflour,  oswego,  maizena — has  been 
used  chiefly  for  edible  purposes,  whilst  most  of 
the  starch  used  for  other  household  as  well  as 
manufacturing  purposes  has  been  that  made 
from  wheat  and  rice. 

This  industry  is  centred  in  Paisley,  Scot- 
land, having  been  first  introduced  by  Poison 
(Eng.  Pat.  1854,  1068).  The  process  of  manu- 
facture is  now,  however,  practically  identical 
with  that  employed  in  America,  the  raw  material 
being  maize  or  Indian  corn  imported  from 
various,  and  often  widely  different  sources. 

Large  quantities  of  rice  starch  are  treated  in 
a  somewhat  similar  way,  and  sent  out  for  dietetic 
purposes,  under  the  name  of  British  cornflour 
and  other  fancy  names. 

24.  Arrowroot  starch  or  arrowroot  is  derived  I 
from  plants  of  the  genus  Maranta,  the  most  | 
important  member  of  which  is  Maranta  arundi- 
nacea  (Linn.),  a  native  of  the  West  Indies,  and 
which  furnishes  most  of  the  genuine  West 
Indian  arrowroot.  Three  other  species  of  Ma- 
ranta are  also  cultivated  for  the  production 
of  starch;  M.  nobilis,  M.  AUouia  (Aubl.), 
which  grow  in  the  West  Indies,  and  M. 
ramosissima  (Wall.),  which  is  a  native  of  the 
East  Indies. 

•    The  arrowroot  plant   is   herbaceous,  from 


4  to  6  ft.  high,  and  has  broad,  pointed 
leaves.  The  tuberous  roots  or  rhizomes  are 
pointed,  covered  with  scales,  and  sometimes 
a  foot  in  length  and  about  the  thickness  of 
a  finger. 

The  starch  is  stored  in  the  rhizomes  of  the 
plant,  and  requires  to  be  extracted  and  purified 
to  render  it  fit  for  market. 

The  following  details  of  manufacture  are 
taken  from  a  paper  by  J.  W.  Macdonald,  on 
'  The  Manufacture  of  Arrowroot  Starch  in  St. 
Vincent '  (J.  Soo.  Chem.  Ind.  6,  334). 

The  first  part  of  the  manufacturing  process 
is  to  soak  the  roots  in  water,  to  soften  the 
covering  and  the  adhering  earth.  They  are 
then  stripped  of  the  covering  and  wa.shed,  and 
thrown  into  a  second  or  rinsing  tank.  When 
thoroughly  clean  they  are  taken  to  the  pulping 
machine.  The  skin  is  said  to  contain  a  resinous 
matter,  which  gives  a  yellow  tinge  and  unpleasant 
flavour  to  the  starch  if  the  lattei  is  not  well 
washed.  In  former  times  the  roots  were  skinned 
with  German-silver  knives  before  being  pulped.' 
This  is  said  to  have  produced  whiter  starch ;  but 
as  it  was  so  laborious  and  expensive,  it  was  dis- 
continued. The  skinned  roots  were  pulped  by 
subjecting  them  to  great  pressure  by  passing 
them  through  an  upper,  and  then  a  lower  and 
much  closer,  pair  of  brass  rollers,  to  break  the 
starch  cells.  The  method  of  pulping  now  gene- 
rally adopted  is  to  feed  the  clean  unskinned 
roots  against  a  fine  saw  grater  very  similar  to 
a  potato  grater.  It  is  a  solid  cylinder  of  hard 
wood,  about  23  in.  diameter  and  7  in.  wide; 
Slits  are  made  by  a  saw  from  end  to  end  of  the 
wood  at  half -inch  intervals—  Saw  blades  having 
6  to  10  teeth  to  the  inch  are  then  fitted  into 
the  slits,  and  the  whole  immersed  in  water  to 
swell  the  wood  and  fix  the  saws.  The  grater  is 
now  fitted  into  its  place  very  close  to  a  wooden 
feeding  bed.  As  it  revolves  several  hundred 
times  per  minute,  it  tears  the  roots  into  shreds. 
A  great  deal,  however,  depends  on  the  fineness 
of  the  teeth  and  the  velocity  of  the  drum. 

On  account  of  the  very  fibrous  nature  of  the 
pulp,  there  is  considerable  difficulty  in  the 
sieving  or  separating  of  the  starch  from  it. 
The  fibres  readily  gather  into  lumps  and  inclose 
the  starch,  so  that  hand-sieving,  although  very 
tedious,  has  to  be  resorted  to.  The  pulp  is  first 
run  into  a  box  or  sieve,  the  bottom  of  which  is 
a  sheet  of  copper  or  tin  punched  with  holes  one- 
fifth  of  an  inch  diameter.  While  watei  flows  on, 
the  contents  are  kept  thoroughly  agitated  by 
hand  until  all  the  starch  has  been  washed  out. 
While  one  strainerful  is  being  washed,  another 
is  being  filled,  so  that  there  should  be  no  delay. 
However  careful  one  is,  there  is  a  loss  of  starch 
in  the  fibre,  owing  to  the  presence  of  small  bits 
of  roots  which  have  fecaped  pulping. 

In  one  factory  a  stationary  half-cylinder  is 
employed.  Its  under  side  is  pierced  with  small 
holes ;  but  there  is  a  shde  under  this  to  open 
or  close  at  will.  Inside  there  are  rakes  attached 
to  two  shafts,  which  move  in  opposite  directions 
and  cause  the  rakes  to  oscillate  very  rapidly 
between  each  other,  thereby  keeping  the  fibre 
always  open.  The  starch  water  is  let  out,  more 
water  run  in,  and  the  operation  repeated  until 
all  the  starch  is  extracted,  after  which  the  fibre 
is  taken  out.  The  great  objection  to  any  me- 
chanical washer  is  the  tendency  of  the  fibre  to 
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accumulate  on  the  agitators  aBd  break  them. 
To  get  over  this  difficulty  it  has  been  proposed 
to  chop  up  or  slice  the  roots  into  small,  short 
pieces,  and  either  rasp  them  or  pass  '  them 
through  metal  rollers  or  millstones,  so  that 
the  thin  disintegrated  pulp  may  flow  over 
mechanical  sieves.  Although  causing  a  loss 
of  starch,  the  present  method  of  rasping  avoids 
an  undue  pulverising  of  the  soft  yellow  fibre, 
and  so  gives  a  very  white  starch  without  much 
trouble. 

From  the  fibre -strainefs  the  starch  water 
flows  consecutively  through  a  series  of  brass 
wire  sieves  of  40,  80,  and  100  meshes  to  the 
inch ;  each  of  these  retain  small  fleshy  bits  of 
unpulped  root.  From  the  last  sieve  the  water 
runs  into  the  settling  cisterns,  which  are  pre- 
ferably lined  with  white  glazed  tiles  to  avoid 
accumulation  of  slime. 

A  portion  of  fibre  collected  on  the  finer 
sieves  is  used  for  feeding  the  animals  on  the 
estate  ;  the  remainder,  and  all  the  coarse  fibre, 
Ms  used  as  manure.  For  this  purpose  it  is  left 
in  heaps  until  It  decomposes,  after  which  it  is 
<Ustrrbuted  on  the  fields  along  with  pen  manure  ; 
sometimes  ashes  and  guano  are  used.  The  waste 
water  from  washing  the  starch  contains  a  con- 
siderable amount  of  vegetable  matter,  and  gives 
good  results  where  it  is  run  on  the  fields ;  but 
the  extensive  application  is  not  practicable. 
After  the  starch  has  settled  in  the  cisterns  the 
water  is  run  off,  and  more  added  ;  the  whole  is 
stirred  up  again,  and  allowed  to  settle.  This 
generally  suffices  to  dissolve  out  soluble  matters. 
At  night  all  the  cisterns  are  drained,  and  the 
starch  is  dug  out  and  taken  to  a  mixing-box, 
where  it  is  mixed  with  a  small  amount  of  water, 
then  run  through  another  fine  sieve  into  the 
separating  pans.  These  are  small  round  gal- 
vanised cisterns,  with  smooth  perpendicular 
sides.  Whdh  fiUed,  the  starch-milk  is  stirred 
round  with  a  small  oar  until  it  is  in  violent 
circulation.  The  oar  is  withdrawn,  and  the  cis- 
terns left  until  morning.  The  stirring  has  the 
effect  of  separating  the  starch  from  any  remain- 
ing impurities.  These,  being  of  less  specific 
gravity,  settle  last,  and  therefore  on  the  top  of 
the  starch.  Next  morning  the  water  is  drained 
off,  and  the  light,  impure  starch  scraped  off  the 
surface.  If  the  earher  parts  of  the  process  are 
carelessly  done,  this  separation  may  have  to  be 
repeated  before  the  starch  is  quite  pure.  The 
impure  surface  starch  contains  a  large  proportion 
of  starch  entangled  in  very  fine  particles  of  fibre 
and  broken  cell  waUs.  Although  this  can  be 
dried  and  exported  as  an  inferior  starch,  it  is 
generally  given  to  the  labourers  as  a  perquisite. 
It  is  used  in  various  forms  as  flour.  Poultry 
and  pigs  are  also  fed  with  it.  Weak  caustic  soda 
extracts  a  colouring  matter  from  it,  but  also 
precipitates  a  yellow  substance,  making  it  very 
difficult  to  separate  the  starch  from  it  in  a  pure 
state. 

The  pure  starch  in  the  separators  is  now 
taken  out  in  blocks,  and  placed  on  trays  for  about 
12  hours  to  dry  and  harden.  It  is  then  broken 
into  smaller  pieces  and  taken  to  the  drying 
house,  where  it  is  air-dried,  the  building  being 
open  on  all  sides'  for  free  circulation.  It  is 
surrounded,  however,  with  galvanised  wire  to 
keep  out  the  small  birds  which  hover  about. 
Inside  there  is  a  series  of  wire  shelves  over 


large  shallow  wooden  tMys.  The  top  shelf  It 
made  of  very  open  wire,  the  next  is  closer,  and 
so  on,  the  lowest  being  the  closest.  The  wet 
lumps  of  starch  are  placed  side  by  side  on  the 
top  shelf,  where  they  remain  until,  by  the  action 
of  the  air,  they  crack  up  and  fall  through  to  the 
next  shelf.  In  time  the  whole  falls  through  the 
lowest  shelf,  and  is  in  a  fine  granular  state, 
ready  for  packing.  It  contains  from  14  to  17 
p.c.  of  water.  In  cold,  wet  weather  the  starch 
dries  very  slowly,  taking  sometimes  as  long  as 
two  weeks.  During  this  time,  if  it  has  been 
imperfectly  purified,  the  lumps  get  sour  and 
I  become  yellowish.  Indeed,  the  whole  process 
!  must  be  as  rapid  as  possible.  In  the  settling 
I  cisterns  especially,  if  the  starch  is  left  in  contact 
with  the  impure  water  too  long,  its  whiteness  is 
affected.  The  crop  lasts  from  October  to  May. 
The  name  '  arrowroot '  is  probably  derived  from 
the  Indian  word  Ara-ruta,  or  '  mealy  root ' ;  but 
some  say  that  this  root  has  been  confounded 
with  the  Maranta  Galanga  (Linn.),  which  waa 
called  the  arrowroot  on  account  of  its  bruised 
roots  being  employed  as  an  antidote  to  the 
poison  of  the  Manihoi  viilissima  (Pohl),  used 
for  poisoning  arrows. 

Regarding  the  yield  of  arrowroot,  an  acre 
will  produce  13,000  to  15,000  lbs.  of  roots, 
according  to  the  season ;  in  wet  seasons  the 
roots  are  heavy  and  moist,  and  give  less  starch. 
A  fair  average  yield  is  22  ewts.  air-dried  starch, 
with  14  p.c.  water,  per  acre,  or  about  19  p.c. 
on  good  roots.  There  is  no  doubt  this  can  be 
considerably  increased  by  the  use  of  improved 
pulping  and  sieving  machinery. 

The  following  analyses  will  give  an  idea  of 
the  constituents  of  the  roots,  as  well  as  of  the 
composition  of  the  finished  starch  : — ■ 


Boots 

Starch 

Starch    . 

.     27  07 

83-70 

Fibre      . 

.       2-82 

0-04 

Fat 

.       0-26 

0-07 

Albumen 

.       1-56 

— 

Sugar,  gum,  &c. 

.       4-10 

0-18 

Ash 

.       1-23 

0-14 

Water    . 

.     62-96 

15-87 

10000 

100-00 

The  ash  consisted  of  calcium  phosphate,  and 
alkahne  sulphates  and  chlorides. 

Arrowroot  starch  swells  much  more  readily 
and  with  less  heat  than  maize,  rice,  or  wheat 
starch,  and  forms  a  stiffer  jelly.  It  is,  therefore, 
well  adapted  for  sizing  and  laundry  purposes. 
As  an  article  of  food  it  must  be  regarded  as 
the  purest,  most  digestible,  and  palatable  of 
the  starches. 

Methods  similar  to  the  above  are  employed 
for  the  extraction  of  arrowroot  starch  in  the  East 
Indies,  Natal,  and  Queensland. 

25.  Cassava  starch  or  Brazilian  arrowroot. 
The  root  which  produces"  this  starch  is  some- 
what simUar  to  that  of  the  Maranta,  and  is 
known  as  Cassava  or  Manioc.  It  belongs  to 
the  genus  Manihot,  the  most  important  of 
which  is  Manihot  ■utilissima  or  Jatropha  Ma- 
nihot, a  native  of  Brazil,  but  now  cultivated  in 
India,  Guiana,  West  Indies,  and  various  parts 
of  Africa.  In  Brazil  considerable  attention  has 
been  given  to  the  manufacture  of  starch  from 
various  tubers  and  roots ;  but  cassava  starch  ig 
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the  principal  kind  which  is  manufactured  there, 
and  is  known  as  Brazilian  arrowroot.  Its  mode 
of  preparation  is  very  similar  to  that  of  East 
Indian  arrowroot. 

Tapioca  is  prepared  by  heating  the  cassava 
starch  whilst  still  moist  upon  hot  pla,tes,  keep- 
ing it  well  stirred  with  an  iron  rod  all  the  time. 
A  large  number  of  the  starch  granules  burst 
during  the  process  of  heating,  and  adhere  to* 
gether  in  small'  irregular  masses,  in  which 
form  it  is  imported  into  this  country.  Tapioca 
is  partially  soluble  in  cold  water,  and  readily 
swells  up  in  boiling  water,  forming  a  transparent 
jelly. 

The  natives  of  Brazil  prepare  cassava  meal 
by  reducing  the  tuberous  roots  to  a  pulp  either 
by  ras]^ing  or  grinding,  after  having  first  washed 
and  peeled  them.  This  pulp  is  then  placed  in 
bags  made  of  plaited  reeds,  and  subjected  to 
pressure,  so  as  to  express  the  juice.  The  residue 
— consisting  of  a  mixture  of  starch,  vegetable 
fibre,  and  albuminous  matter — ^is  partially  dried 
in  the  sun  and  partially  on  hot  plates  over  a 
slow  fire,  and  kept  continually  stirred  with  a 
wooden  spoon  until  it  is  dry,  but  not  browned  ;  it 
is  then  known  as  cassava  meal,  and  used  for 
making  bread.  The  juice  is  allowed  to  stand 
for  some  time,  when  the  starch  contained  in  it 
subsides,  and  is  washed  with  water,  consti- 
tuting a  finer  meal.  The  roots  of  the  species 
known  as  bitter  cassava  contain  an  acrid  poison, 
hydrocyanic  acid,  which,  being  volatile,  is  readily 
dissipated  by  heat,  or  may  be  washed  away  with 
water. 

26.  Curcuma  starch.  In  the  East  Indies  a 
starch  is  prepared  from  the  tuberous  root  of 
Gurcunm  angustifolia  (Roxb.),  which  is  sometimes 
known  as  East  India  arrowroot,  and  said  to  be 
rather  extensively  manufactured  in  Travancore 
and  other  parts  of  North-west  India. 

27.  Arum  starch..  A  starch  very  much  re- 
sembling cassava  starch,  and  which  was  used 
as  a  substitute  for  arrowroot,  and  known  in 
the  market  as  Portland  arrowroot,  was  ob- 
tained from  -the  roots  of  the  wild  arum,  or 
Arum  maculatum  (Linn.),  this  plant  being 
formerly  cultivated  in  the  Island  of  Portland 
for  this  purpose. 

28.  Tous-les-mois.  This  starch,  the  granules 
of  which  are  the  largest  known,  is  extracted  from 
the  rhizomes  of  the  Canna  eduUs  (ICer-Ciawl), 
a  native  of  the  West  Indies,  principally  at 
St.  Kitts.  That  which  is  imported  into  this 
country  is  used  partly  in  the  manufacture  of 
cocoa  and  partly  in  the  preparation  of  food  for 
infants. 

29.  Sago.  This  is  the  name  given  in  com- 
merce to  a  prepared  starch  obtaine_d  from 
the  pith  of  several  varieties  of  palms,  which 
are  indigenous  to  the  Malayan  archipelago, 
the  PhiUppine  Islands,  and  parts  of  India, 
wherever  there  is  a  soil  suitable  for  their  culti- 
vation. This  consists  of  marsh  or  bog  land, 
composed  of  decayed  vegetables,  near  the 
sea.  The  principal  species  are  the  following : 
Mdroxylon  Sagua  (Roxb.),  Raphia,  psdunoulata 
(Beauv.),  Borassus  flabellifer  (Linn.),  and  Arenga 
saccliarifera(Labi\h). 

All  these  palms  propagate  themselves  by 
lateral  shoots  as  well  as  by  seed,  so  that  a  sago 
plantation,  when  once  formed,  may  be  said  to 
be  perpetual.    The  growth  is  slow  at  first,  but 


when  once  fairly  started  proceeds  rapidly,  until 
a  height  of  some  20  to  30  feet  is  attained  by  the 
stem. 

The  sago  tree,  when  cut  down  and  the  top 
severed  from  it,  represents  a  cylinder  about 
20  in.  in  diameter,  and  from  15  to  20  ft.  in 
length,  consisting  essentially  of  a  hard  woody 
tube,  the  interior  of  which  is  filled  with  starcia 
granules  intermixed  with  fibrous  matter.  From 
such  a  tree  about  700  lbs.  of  starch  would  be 
extracted,  so  that  three  such  trees  would  yield 
nearly  double  as  much  food  material  as  one  acre 
-of  wheat.  Sago  is,  however,  tar -from  being 
either  so  palatable  or  nutritious  as  it  is  prolific, 
and  even  where  it  is  more  abundant  is  never 
preferred  to  rice. 

By  far  the  greater  portion  of  sago  imported 
into  this  country  comes  in  the  raw  state,  as  sago 
flour,  and  is  used  to  a  very  large  extent  in  the 
manufacture  of  glucose.  Singapore  is  the  head- 
quarters for  exportation  of  sago,  both  raw  and 
manufactured  being  brought  there  from  the 
islands  to  the  eastward,  principally  from  the 
north-west  coast  of  Borneo  and  the  north-east 
of  Sumatra,  with  its  adjacent  isles  from  Siak  to 
Indragari,  as  well  as  from  many  other  places 
more  distant. 

To  obtain  the  starch  or  flour,  the  trees,  as 
soon  as  they  have  arrived  at  a  suitable  stage  of 
growth,  are  cut  down  close  to  the  roots,  the 
stems  sawn  into  pieces  7  or  8  ft.  long,  which 
are  split  open  and  the  pith  extracted.  This  is 
then  pounded  up  in  wooden  mortars  so  as  to 
reduce  it  to  powder,  agitated  with  water  in  a 
trough,  run  through  sieves  to  free  the  sta.rch 
from  cellular  tissue  and  fibrous  matter,  aUo'si'ed 
to  settle,  and,  after  washing  several  times  with 
water,  is  dried  and  sold  as  sago  flour. 

What  is  known  as  granulated  or  pearl  sago 
is  prepares!  from  sago  flour  in  the  following 
manner : — ^The  flour  is  made  into  a  stiff  paste 
with  water,  and  rubbed  through  a  metal  sieve 
into  a  heated,  very  shallow,  copper  or  iron  pan, 
greased  inside  with  vegetable  fat.  During  the 
process  of  heating,  the  starch  granules  are  kept 
constantly  agitated,  a  portion  of  them  swelling 
and  becoming  pasty  serve  to  bind  the  remainder 
of  the  granules  together.  The  resulting  cohering 
particles  obtained  in  this  way  are  called  pearl 
sago,  of  which  two  kinds  are  known  in  com- 
merce, one  consisting  of  small  grains  about  the 
size  of  rape  seed,  and  the  other  of  grains  about 
two  or  three  times  the  size. 

Granulated  sago  appears  to  have  been  intro- 
duced into  Europe  in  the  early  part  of  the 
eighteenth  century,  but  there  is  reason  to  believe 
that  the  starch  from  the  sago  palm  has  been 
used  as  an  article  of  food  by  the  natives  of 
those  countries  in  which  it  grows  from  a  very 
remote  period. 

A  sample  of  pearl  sago  gave  on  analysis  : 

Starch 8*-|4 

Water lO'^^ 

Mineral  matter       .         .         •       "'1* 


Total 


100-00 


In  later  times,  in  Germany  and  France, 
sago  has-been  made  from  potato  starch,^ and 
introduced  into  commerce  as  Indian  sago,  the 
best  specimens  of  these  imitations  surpassing 
peal  sago  ip  appearance  and  whiteness  j  so  that 
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the  question  arises.  Is  there  any  essential  dif- 
ference between  the  European  imitation  and 
the  real  sago  of  the  tropics  ?  Opinions  as  to 
goodness  of  flavour  differ,  and  in  reference  to 
the  nutritive  values  of  the  two  there  have  been 
no  scientific  investigations.  A  priori,  it  is  not 
impossible  that  the  nutrient  value  of  tEe  real  is 
greater  than  that  of  the  artificial,  since  the 
former  contains  more  granulose.  However,  the 
difference  between  the  relative  values  of  the  two 
is  not  nearly  so  great  as  the  difference  in  price, 
which  stands  almost  as  1 : 2.  — 

Sago  has  the  property  of  swelling  up  in  hot 
fluids  without  losing  its  coherence  ;  the  granules 
do  not  fall  to  pieces,  but  appear  as  transparent 
und  gelatinous,  but  not  sticky,  spheroids. 

30.  Inulin.  In  the  tubers  of  the  dahlia, 
Jerusalem  artichoke,  and  other  plants  of  a 
similar  character,  there  occurs  an  amylaceous 
substance  which  bears  a  very  close  resemblance 
to  starch,  having  identically  the  same  ultimate 
composition,  and  which,  indeed,  for  aU  practical 
purposes  may  be  regarded  as  another  form  of 
starch.  To  this  substance  the  name  of  imdin 
has  been  given.-  It  is  a  white  hygroscopic 
powder  or  sphaero  crystals,  insoluble  in  absolute 
alcohol  and  sparingly  soluble  in  dilute  alcohol. 
It  has  the  power  of  reducing  ammoniacal  silver 
nitrate. 

Kiliani  (Annalen,  205, 143)  prepares  inulin  as 
follows.  Roots  of  JDahlia  variabilis  (Desf.)  are 
well  washed,  and,  after  being  rasped,  are  boiled 
with  water  in  the  presence  of  sodium  carbonate. 
The  liquid  obtained  is  cooled  by  means  of  a 
freezing  mixtiire,  allowed  to  stand  some  time, 
and  the  precipitate  which  settles  out  dissolved 
in  hot  water,  filtered  while  hot,  and  again  ex- 
posed to  a  freezing  mixture.  This  process  is 
repeated  three  or  four  times,  after  which  the 
inulin  is  obtained  as  a  perfectly  -white^ubstance. 
It-  is  then  treated  with  alcohol,  whereby  any 
Isevulose  that  may  be  present  is  removed,  and 
the  inulin  finally  dried  over  sulphuric  acid  in 
vacuo. 

Inulin  is  not  acted  upon  by  diastase,  but  is 
converted  into  Isevulose  when  heated  with  dilute 
acids. 

31.  Lichen  starch.  In  Iceland  moss  there 
occurs  a  form  of  starch  easily  soluble  in  water, 

»  from  which  it  is  thrown  down  as  a  flocculent 
precipitate  by  alcohol,  and  which  gives  the 
characteristic  blue  colouration  with  iodine.  It 
rotates  polarised  light  strongly  to  the  right, 
and  is  readily  converted  by  diastase  into  dex- 
trin and  maltose.  Lichen  starch,  therefore,  ap- 
pears to  be  a  soluble,  unorganised  modification 
of  ordinary  starch. 

32.  Glycogen.  In  the  livers  of  most  animals 
there  is  produced  a  white  amorphous  substance 
which  forms  an  opalescent  solution  with  water, 
froin  which  it  is  precipitated  by  alcohol,  and 
is  transformed  into  dextrin  and  maltose  by  the 
action  of  diastase,  and  to  which  the  name  of 
glycogen  has  been  given.  It  has  a  formula 
CjHioOb,  specific  rotatory  power  [o]o+197°,  and 
gives  a  wine-red  colouration  with  iodine.  It 
may  be  regarded  in  every  sense  as  an  exact 
counterpart  of  soluble  starch,  and  is  considered 
to  be  reserve  starch  material  elaborated  from 
the  sugars  and  other  carbohydrates  consiimed 
as  food. 

33.  Detection    of   starch.    TJie    presence    of 


starch  existing  in  the  solid  state  in  any  substance 
is  most  readily  detected  by  microscopic  examina- 
tion, supplemented,  where  necessary,  by  the  addi- 
tion of  iodine  solution  to  tEe  slide,  when  the  cha- 
racteristic blue  colouration  is  at  once  observed 
if  any  starch  granules  are  present.  In  this  way 
the  presence. of  starch  in  chlorophyll  granules 
may  be  readily  detected  by  Sachs'  method 
(Chem.  Zentr.  1884,  945).  The  fresh  green 
leaves  are  plunged  into  boiling  water  for  10 
minutes  ;  certain  soluble  substances  are  thereby 
extracted,  whilst  the  starch  and  colouring  matter 
of  the  chlorophyll  grains  remain  intact.  A  short 
immersion  in  96  p.c.  alcohol  now  removes  the 
green  colouring  matter  and  certain  bodies  soluble 
in  alcohol,  leaving  the  starch  behind  in  the 
colourless  tissue,  the  decoloration  proceeding 
more  rapidly  in  sunlight  or  warm  alcohol  than  in 
the  dark  and  cold.  After  this  treatment  the 
leaves  are  placed  in  a  strong  solution  of  iodine, 
made  by  dissolving  iodine  in  alcohol,  and  then 
diluting  with  distilled  water  until  the  liquid  has  a 
dark-brown  colour.  They  are  allowed  to  remain 
in  this  liquid  for  about  an  hour,  or  until  they 
no  longer  acquire  colour.  If  no  starch  is  pre- 
sent the  leaves  are  simply  stained  yellow ;  if 
they  are  stained  slightly  black,  very  little  starch 
is  present.  If  a  large  quantity  of  starch  exists, 
in  the  cells,  the  tissue  appears  blue-black  or 
black,  with  a  metallic  lustre,  the  venation  ap- 
pearing as  a  pale  network  in  the  dark  ground. 
By  this  means  the  absence  of  starch  from  etio- 
lated leaves,  from  the  white  portions  of  varie- 
gated foliage,  and  from  those  portions  of  the 
leaf  which  have  been  covered  by  paper  or  tin- 
foil, may  be  readily  demonstrated. 

When  a  sample  of  a  substance  supposed  to 
contain  starch  is  to  be  examined  under  the 
microscope,  it  is  first  reduced  to  a  fine  powder, 
if  not  already  in  that  state ;  a  small  quantity 
of  it  is  then  mixed  with  some  water  in  a 
watch-glass  by  means  of  a  glass  rod,  and  a 
drop  of  the  mixture  placed  on  the  slide,  a 
cover  glass  put  on,  any  superfluous  moisture 
round  the  edges  of  the  cover-glass  carefully 
removed  with  blotting-paper,  and  the  slide 
next  placed  under  the  microscope ;  the  stage 
should  be  illuminated  with  rather  oblique  light, 
a  J  or  J  inch  objective,  with  a  B  eye-piece, 
being  the  most  suitable  magnifying  power  to 
employ. 

The  following  points  should  be  observed : 
the  size  and  form  of  the  granules,  the  position 
and  character  of  the  hilum,  the  nature  of  the 
striae  or  concentric  rings,  and  the  appearance 
presented  by  the  granules  under  polarised  light. 
In  the  latter  case,  it  is  advisable  to  mount  the 
sample  in  glycerin-  instead  of  in  water  ;  a  red- 
green  selenite  plate  may  also  be  advantageously 
employed.  It  is  only  by  careful  microscopical 
examination  that  one  pjCrticular  form  of  starch 
can  be  differentiated  from  another,  and  it  is 
comparatively  easy  when  only  one  kind  of 
starch  is  present ;  but  when  mixtures  of  different 
starches  occur  in  the  same  sample,  the  detection 
of  each  particular  one  becomes  a  matter  of  some 
difficulty. 

The  following  method,  as  given  by  Bell 
(Chemistry  of  Foods,  2,  151),  appears  to  be 
practicable  for  most  of  the  commonly  occurring 
varieties : — 

To    insure    the    homogeneousness    of    the 
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sample,  it  is  first  rubbed  in  a  mortar,  and 
passed  several  times  through  a  sieve.  A  small 
quantity,  say  0-5  of  a  grain,  is  then  weighed 
out  and  placed  upon  a  glass  slide,  where  it  is 
worked  into  a  thin  paste  with  about  two  drops 
of  water.  A  thin  covering-glass,  measuring 
about  IJ  inch  by  1  inch,  is  then  placed  over  the 
paste,  and  moved  about  the  slide  until  the 
paste  is  equally  distributed  and  all  under  the 
covering-glass.  With  a  J-inoh  objective  and 
B-eyepiece  the  number  of  granules  of  foreign 
starch  is  counted  in  nine  '  fields,'  as  fairly  as 
possible  representing  the  entire  slide.  The  pro- 
cess is  repeated  until  a  correct  idea  of  the  com- 
position of  the  sample  is  obtained. 

Standard  mixtures  approximately  represent- 
ing the  sample  are  then  made  up  and  treated  in 
exactly  the  same  way,  and,  from  a  comparison 
of  the  results,  the  percentage  of  foreign  starch 
is  computed. 

When  the  percentage  of  foreign  starch  is 
large  it  is  advantageous,  in  order  to  facilitate 
the  counting  of  the  granules,  to  insert  in 
the  eye-piece  a  slide  accurately  divided  into 
squares. 

In  cases  where  the  granules  of  added  starch 
are  so  small  and  numerous  that  it  is  impossible 
to  count  them,  as  with  rice  starch,  a  similar 
process  of  preparing  the  slides  is  followed,  and 
as  correct  an  estimate  of  the  foreign  starch  is 
made  as  is  possible  by  a  comparison  of  the  ap- 
pearance of  the  sample  with  that  of  the  standard 
mixtures.  j 

It  is  often  advisable  to  use  a  dilute  solution 
of  iodine  instead  of  water  in  preparing  the 
sUdes  for  examination,  as  the  resulting,  coloura- 
tion of  the  starch  granules  renders  them  more 
distinctly  visible. 

Sometimes  it  is  desirable  to  remove  the 
colouring  matter  from  the  solid  substance,  and 
if  cold  water  fails  to  effect  this,  alcohol  and  other 
solvents  should  be  tried.  Successive  treatments 
of  the  substance  with  cold  water  and  alcohol, 
however,  will  usually  render  the  starch  observable 
microscopically  without  having  recourse  to  other 
solvents. 

As  an  aid  to  their  microscopical  examination 
and  recognition,  Allen  (Commercial  Organic 
Analysis,  335 ;  revised  edition  1909,  411), 
following  Muter,  arranges  the  starches  into  five 
classes,  having  the  following  general  charac- 
teristics : — 

I.  The  Potato  Gkotjp  includes  such  oval  or 
ovate  starches  as  give  a  play  of  colour  when 
examined  by  polarised  light  and  selenite  plate, 
and  having  the  hilum  and  concentric  rings 
clearly  visible. 

II.  The  LEOUjnNOUS  Starches  comprise  such 
round  or  oval  starches  as  give  little  or  no  colour 
with  polarised  light,  have  concentric  rings  all 
but  invisible,  although  "becoming  apparent,  in 
many  cases,  on  treating  the  starch  with  chromic 
acid,  while  the  hilum  is  well  marked,  and 
cracked  or  stellate.* 

III.  The  Wheat  Gsotjp  comprises  those 
round  or  oval  starches  having  both  hilum  and 
concentric  rings  invisible  in  the  majority  of 
granules.  It  includes  starches  from  wheat  and 
some  other  cereals,  and  a  variety  of  starches 

1  All  these  starches  present  very  close  resemblances^ 
and  are  generally  indistinguishable  from  each  other 

when  in  adraixtiire, 


from  medicinal  plants,  such  as  jalap,  rhubarb, 
senega,  &c.* 

IV.  The  Sago  Geoup  comprises  those  starches 
of  which  all  the  granules  are  truncated  at  one 
end.  It  includes  some  starches  used  for  food, 
together  with  those  from  belladonna,  colehioum, 
scammony,  podophyllum,  oanella,  aconite,  cassia, 
and  cinnamon. 

V.  The  Rice  Group  contains  the  starches,  all 
the  granules  of  which  are  polygonal  in  form. 
It  includes  the  starches  from  oats,  buckwheat, 
rice,  pepper,  and  ipecacuanha. 

34.  Microscopical  appearance  of  different 
varieties  of  starch.  The  microscopical  appear- 
ance of  the  different  varieties  of  starch  granules 
is  shown  in  the  following  illustrations,  which 
are  taken  from  Dr.  Bell's  Chemistry  of  Foods, 

pt.  II.  : 

Class  I. — (o)  Oanna,  or  Tous  lea  mois  (Fig. 
15).  The  granules  of  this  starch  are  the  largest 
known,  are  ovate  in  form,  rounded  at  one  end, 
and  more  or  less  pointed  at  the  other,  near  which 
is  situated  the  circular  hilum.  The  rings  are 
well  marked,  but  not  complete. 

(5)  Potato  (Fig.  16).  Granules  vary  much  in 
form,  the  smaller  ones  being  more  or  less 
spherical,  whilst  the  larger  are  ovate  or  oyster- 
shaped.  The  hilum,  which  may  be  circular  or 
stellate,  is  generally  near  the  smaller  end.  In 
the  larger  granules  the  concentric  rings  are  very 
distinct  and  complete. 

(c)  Maranta  or  arrowroot.  According  to 
Bell,  Bermuda  arrowroot  (Fig.  17)  may  be  taken 
as  the  most  perfect  type  of  a  maranta  starch. 
In  no  other  kind  of  arrowroot  do  the  granules 
so  generally  exhibit  an  irregularly  oval  form, 
with  the  peculiar,  small,  nipple-like-  projection- 
near  one  end,  where  also  is  situated  the 
hilum,  which  is  either  circular  or  linear.  The 
rings  are  concentric  and  numerous,  always 
visible,  but  not  strongly  marked. 

(d)  Natal  arrowroot  (Fig.  18),  as  compared 
with  Bermuda,  may  be  taken  as  an  example  of 
the  divergence  which  occurs  in  the  form,  size, 
and  general  appearance  of  the  starch  granules 
yielded  by  different  varieties  of  maranta.  The 
hilum  is  generally  linear.  The  rings  are  very 
distinct  under  water. 

Class  II. — Bean,  Pea,  and  Lentil  (Figs.  19, 
20).  These  starches  are  very  similar  in  ap- 
pearance, and  not  distinguishable  from  one 
another  in  mixtures.  The  granules  are  oblong, 
kidney-shaped,  and  irregularly  formed,  most  of 
them  having  a  longitudinal  cavity  running  along 
each  granule  lengthwise,  and  from  which,  in 
many  instances,  furrows  diverge  to  the  right 
and  left,  imparting  to  their  surfaces  a  fractured 
appearance. 

Class  lU.— Wheat  (Fig.  21).  The  granules, 
which  are  nearly  circular,  present  a  flattened 
appearance  under  the  microscope,  and  are 
generally  of  two  sizes — ^large  and  small.  Hilum 
central ;    rings    concentric    and    very   faintly 

Barley  (Fig.  22).  The  granules  are  very 
similar  to  those  of  wheat,  but  rather  more 
irregular  in  shape. 

Bye  (Fig.  23).    The  granules  of  this  starch 

•  The  cereal  starches  may  be  diyided  into  two  well- 
defined  groups,  wheat,  barley,  and  rye  starches  bemg 
circular,  or  newly  so,  while  the  starches  of  rjc?,  roaizo, 
l}ijo!?whe»t,  and  oftt  are  polygonsd. 
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are  larger  than  those  of  wheat  oi  barley, 
are  more  circular  in  form,  and  present  a 
flattened  appearance  and  fractured  surface. 
The  hilum  in  the  majority  of  the  granules  is 
stellate. 


Ita.  27. 


Class  IV. — Sago  (Kg.  24).  The  granules  are 
elongated,  rounded  at  one  end  and  truncated  at 
the  other.  HUum  circular,  stellate,  or  linear, 
near  convex  end.  The  rings  are  concentric^ 
numerous,  and  but  faintly  visible. 

Cassava  (Fig.  25).  The  granules  are  similar 
to  those  of  sago,  but  not  so  elongated,  presenting 
more  the  appearance  of  a  kettledrum.  The 
hilum,  which  is  well  defined,  is  situated  near 
the  centre. 

Arum  (Fig.  26).  Somewhat  like  cassava,  but 
much  smaller. 


Class  V,—Rice  (Fig.  27).  The  granules  of 
this  starch  are  the  smallest  of  all  the  commercial 
starches,  and  are  pentagonal  or  hexagonal  in 
form.  Hilum  extremely  minute,  but  distinct 
with  a  very  high  power. 


Maize  (Fig.  28).  The  granules  are  polygonal, 
but  approaching  to  circular,  and  are  intermediate 
in  size  and  general  appearance  between  the 
starch  granules  of  wheat  and  oata.  The  hilum 
is  central  and  stellate. 

Oat  (Fig.  29).  The  granules  are  triangular 
to  hexagonal  in  form.  Both  rings  and  hilum 
are  invisible  except  under  very  high  powers. 

For  illustrations  of  various  other  forms  of 
starch  granules,  see  vmdei  '  Starch '  in  Payen'a 
Chimie  Industrielle. 

35.  Estimation  of  starch.  Various  methods 
have  been  proposed  and  described  for  the  de- 
termination of  starch  in  different  substances, 
both  as  raw  materials  and  products  of  manufac- 
ture. As  the  conditions  under  which  starch 
occurs  in  such  substances  vary  so  nmch,  it 
naturally  follows  that  one  and  the  same  method 
cannot  be  applied  for  its  estimation  in  aU  cases, 
but  the  same  general  principle  applies  to  all — 
viz.  the  extraction  of  the  starch,  either  in  a  state 
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of  purity  or  after  its  decompesition  into  dextrin 
and  maltose,  or  into  dextrin,  maltose,  and  dex- 
trose, then  estimating  the  amount  of  these 
starch  products  by  one  of  the  methods  given 
under  Sugar  analysis,  art.  Sttgab. 

Several  methods  have  been  proposed  for  the 
direct  estimation  of  starch — such  as  precipitation 
with  solution  of  iodine,  barium  hydroxide — but 
none  of  these  methods  can  be  said  to  have  yielded, 
up  to  the  present,  sufficiently  trustworthy  re- 
sults, and  the  method  of  indirect  estimation 
must  be  regarded  as  the  only  one  approaching 
to  accuracy.  According  to  this,  the  starch  in 
the  substance  under  examination  is  brought  into 
a  state  of  solution,  either  as  soluble  starch, 
or  as  dextrin  and  cuprip  reducing  sugars,  by 
heating  the  substance  for  a  certain  time 
with  glycerin,  acid  or  diastase  solution,  and 
after  filtration  either  carrying  the  process  of 
decomposition  further,  or  estimating  the  starch 
products  first  formed. 

The  most  general  process  employed  for  the 

estimation  of  starch  consists  in  the  conversion 

of  starch  into  dextrose  by  boiling  with  dilute  acid 

(2  p.o.  or  more)  for  some  hours,  either  with  or 

I  without  pressure,  and  tstimating  the  dextrose  by 
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moans  of  Fehling's  solution.  This  process,  even 
when  most  carefully  conducted,  is  incapable  of 
yielding  anything  like  accurate  results,  these  in- 
variably coming  out  too  low ;  on  the  one  hand 
from  the  incomplete  conversion  to  dextrose,  on 
the  other  through  overconversion,  giving  rise 
to  condensation  products  having  a  much  less  or 
no  cuprlo-reducing  power. 

A  method  giving  fairly  good  results  is 
obtained  by  boiling  the  starch  with  dilute  acid 
for  about  half  an  hour  to  one  hour,  or  until 
iodine,  solution  shows  the  disappearance  of 
starch,  and  then  estimating  the  products  of 
decomposition. 

Twenty-five  grms.  of  the  substance  are  placed 
in  a  beaker,  and  heated  on  the  water-bath  with 
about  200  CO.  water  containing  2  c.c.  of  strong 
hydrochloric  acid,  stirring  occasionally,  for  about 
one  hbur.  The  solution  is  then  cooled  down  to 
the  normal  temperature,  transferred  to  a  250 
CO.  flask,  the  beaker  washed  out  two  or  three 
times  with  water,  and  the  washings  added 
to  the  liquid  in  the  flask  until  it  is  made  up  to 
the  containing  mark  at  15-5°.  The  whole  is 
then  well  shaken  and  filtered,  and  the  sp.gr. 
taken.  The  same  quantity  of  acid  as  was  taken 
for  the  conversion  is  introduced  into  a  250  c.c. 
flask,  and  diluted  with  water  to  the  containing 
mark,  the  sp.gr.  of  this  deducted  from  the  sp.gr. 
of  the  starch  conversion  gives  the  sp.gr.  due 
to  the  starch  products,  the  resulting  dextrin, 
maltose,  and- dextrose  being  estimated  in  the 
usual  way.  • 

The  method  adopted  by  the  A.O.A.C  is  as 
follows  :  3  grms.  of  the  material  are  extracted 
with  50  c.c.  of  cold  water  for  an  hour  vrith 
frequent  stirring.  The  residue  is  collected  on  a 
filter  and  washed  with  water  sufficient  to  bring 
the  filtrate  up  to  250  c.c.  If  the  solution  is 
difficult  to  filter,  2  c.c.  of  alumina  cream  are 
added.  The  soluble  carbohydrates  are  deter- 
mined in  the  filtrate  both  before  and  after 
inversion. 

The  insoluble  residue  is  heated  for  2J  hours 
with  200  c.c.  of  water  and  20  c.c.  hydrochloric 
acid  (sp.gr.  1*125)  in  a  flask  with  a  reflux  con- 
denser, the  mixture  cooled,  nearly  neutralised 
with  sodium  carbonate  or  sodium  hydroxide, 
made  up  to  250  c.c,  filtered  and  the  dextrose 
determined  in  an  aliquot  portion  of  the  filtrate, 
a  correction  being  made  for  the  soluble  carbo- 
hydrate originally  present.  The  weight  of 
dextrose,  multiplied  by  0-9,  gives  the  weight 
of  starch. 

For  the  estimation  of  starch  in  all  the  cereals, 
raw  as  well  as  malted,  the  method  recommended 
by  O'SuUivan  (Chem.  Soc.  Trans.  45,  1)  is  un- 
doubtedly the  most  trustworthy,  and  is  carried 
out  in  the  following  manner  : — 

A  fair  sainple  of  the  grain  is  taken,  and  of 
this  5-1  grms.  are  weighed  roughly,  and  ground 
fine  in  a  cofiee-mill,  kept  clean  for  the  purpose. 
Of  the  finely-ground  flour,  5  grms.  or  there- 
abouts, accurately  weighed,  are  introduced  into 
a  wide-necked  flask,  capable  of  holding  100  to 

'  This  method  always  gives  results  which  are  too 
Iiigh,  due  to  a  small  portion  of  cellulose  becoming  con- 
verted during  the  digestion  with  acid,  but  os  this  also 
happens  in  the  manufacturing  process  a  fair  idea  may 
be  obtained  ol  the  quantity  of  commercial  glucose 
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120  CO.  The  flour  is  just  saturated  with  alco- 
hol, sp.gr.  0-82,  and  then  20  to  25  c.c.  ether 
added.  The  flask  is  corked  and  put  aside  for  a 
few  hours,  the  deposit  being  shaken  occasionally. 
The  clear  ethereal  solution  is  decanted  through 
a  filter,  and  the  residue  washed  by  deoantation 
with  three  or  four  fresh  quantities  of  ether,  the 
washings  being  passed  through  the  filter.  To 
the  residue  80  to  90  c.c.  alcohol,  sp.gr.  0-90,  are 
added,  and  the  mixture  kept  at  35°-38°  for  a  few 
hours,  with  occasional  shaking.  The  alcoholic 
solution,  when  clear,  is  decanted  through  the 
filter  used  in  filtering  the  ether  solution,  and 
the  residue  washed  a  few  times  by  decantation 
with  alcohol,  of  the  strength  and  at  the  tempera- 
ture iridicated.  The  residue  in  the  flask,  and 
any  little  that  may  have  been  decanted  on  the 
filter,  is  then  washed  with  water  into  a  beakei 
capable  of  holding  half  a  litre,  and  the  beaker 
nearly  filled  with  wat«r.  In  about  24  hours  the 
supernatant  liquid  becomes  clear,  when  it  can  be 
gradually  decanted  through  a  filter.  The  solu- 
tion filters  bright,  but  in  the  case  of  barley  and 
oats  exceedingly  slowly  at  times ;  the  malted 
grains,  as  well  as  wheat,  rye,  maize,  and  rice, 
yield  solutions  requiring  no  excessive  time  to 
filter.  The  residue  is  repeatedly  washed  with 
water  at  35°-38°,  but  even  this  treatment 
does  not  completely  free  barley  and  oats  from 
o-amylan,  which  dissolves  with  the  greatest 
difficulty  at  this  temperature.  The  residue  is 
then  transferred  to  a  100  c.c  beaker,  and  the 
portion  adhering  to  the  filter  washed  by  opening 
the  filter  paper  on  a  glass  plate,  and  removing 
every  particle  by  means  of  a  camel's-hair  brush, 
cut  short,  and  a  fine-spouted  washbottle.  When 
the  transference  is  completed,  the  beaker,  which 
should  not  now  contain  more  than  40  to  45  c.c 
of  liquid,  is  boiled  for  a  few  minutes  in  the 
water-bath,  care  being  taken  to  stir  well  when 
the  starch  is  gelatinising,  to  prevent  'balling', 
or  unequal  gelatinisation.  After  this  the  beaker, 
still  in  the  bath,  is  cooled  to  62°-63'',  and  0-025 
to  0-35  grm.  diastase,  dissolved  in  a  few  c.c.  of 
water,  added.  A  trace  of  the  solution  ceases  in 
a  short  time  to  give  a  blue  colour  with  iodine, 
the  starch  being  completely  decomposed  and 
dissolved.  Yet  it  is  well  to  continue  the  diges- 
tion at  62°-63°  for  an  hour,'  as  the  solution,  as 
a  rule,  filters  better.  At  the  end  of  that  time 
the  contents  of  the  beaker  are  boiled  for  8  or  10 
minutes,  thrown  on  to  a  filter,  and  the  filtrate 
received  in  a  100  c.c  measuring  flask.  The 
residue  is  carefully  washed  with  successive  small 
quantities  of  boiling  water.  When  the  flask 
is  nearly  full  its  contents  are  cooled  to  15'5°, 
and  made  up  to  100  c.c.  with  water  at  that  tem- 
perature. If  care  be  not  taken  to  use  small 
portions  of  water  at  a  time  during  the  washing, 
the  fUtrate  may  exceed  100  c.c  before  the  residue 
is  perfectly  free  from  soluble  matter ;  in  this 
case  the  solution  must  be  evaporated  to  less  than 
100  c.c,  and  then  made  up  to  that  bulk  after 
cooling  to  15-5°. 

Treatment  with  ether  frees  the  grain  from 
fat,  &c.,  alcohol  of  0-90  sp.gr.  removes  the 
sugars,  the  proteids  other  than  casein,  &c,  and 
water  at  35°-38°  is  intended  to  dissolve  the 
amylans,  &<"■,  whilst  the  diastase  is  made  to  act 
on  the  residue  at  the  temperature  and  under  the 
conditions  under  which  it  dissolves  starch.  The 
100  c.c.  solution  contains,  therefore,  the  products 
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of  the  transformation  or  decomposition  of  the 
substance. 

The  A.O.A.C.  modifies  O'SuUivan's  method 
as  follows :  Extract  3  grms.  of  tJhe  finely  pow- 
dered substance  on  a  hardened  filter  with  five 
successive  portions  of  10  c.c.  of  ether,  wash 
with  150  c.c.  of  10  p.c.  alcohol  and  then  with  a 
little  strong  alcohol.  Place  the  residue  in  a 
beaker  with  50  c.c.  of  water,  immerse  the  beaker 
in  a  boiling  water  bath  and  stir  the  contents 
constantly  for  15  mins.  or  until  all  of  the  starch 
is  gelatinised  ;  cool  to  55°,  add  from  20  to  40  c.c. 
of  malt  extract  and  maintain  at  this  temperature 
until  a  microscopic  examination  of  the  residue 
with  iodine  reveals  no  starch.  Cool,  make  up 
directly  to  250  c.c.and  filter.  Place  200  c.c.  of 
the  filtrate  in  a  flask  with  20  c.c.  of  25  p.c. 
hydrochloric  acid  (sp.gr.  1-125),  connect  with  a 
reflux  condenser  and  heat  in  a  boiling  water 
bath  for  21  hours  ;  nearly  neutraUse  "while  hot 
with  sodium  carbonate  and  make  up  to  500  c.c. 
Mix  the  solution  well,  pour  through  a  dry  filter 
and  determine  the  dextrose  in  an  aliquot 
portion.  Convert  the  dextrose  into  starch  by 
the  factor  0-90. 

Prepare  the  malt  extract  by  digesting 
10  grms.  of  fresh  finely  ground  malt  2  or  3 
hours  at  ordinary  temperature  with  200  c.c.  of 
water  and  filtering  bright.  Ascertain  the 
amount  of  dextrose  in  a  given  quantity  of  the' 
filtrate  after  boiling  with  acid,  &c.,  as  in  the 
starch  determination,  and  mahe  the  proper 
correction. 

The  methods  of  estimating  starch  in  cereals 
have  been  fplly  investigated  in  the  Guinness 
Research  Laboratory  (Trans.  Guinness  Research 
Lab.  1903,  1,  79)  under  the  direction  of  H.  T. 
Brown,  and  they  recommend  a  modification  of 
O'Sullivan's  method,  in  which  they  have  reduced 
the  time  required  for  the  estimation  to  5  hours. 
The  details  given  are  as  follows  :  5  grms.  of  the 
very  finely  ground  grain  are  weighed  out  into 
a,  paper  thimble  and  placed  in  the  extraction 
apparatus,  the  moisture  being  determined  on 
another  portion  of  the  ground  material.  The 
extractor  recommended  is  essentially  Soxhlet's 
form,  but  the  wide  vapour  tube  is  connected 
with  the  top  of  the  condenser  tube  so  that  the 
course  of  the  condensed  vapour  is  always  down- 
wards. The  vessel  for  boiUng  the  solvent  is  a 
thin  round-bottomed  Erlenmeyer  flask,  made  of 
copper.  The  condenser  has  a  second  tube  which 
aSords  additional  condensing  surface  and  also 
serres  to  keep  the  system  under  normal  pressure. 
Eighty  0.0.  of  alcohol  of  sp.gr.  0-920  are  intro- 
duced into  the  copper  flask,  and  the  working  of 
the  apparatus  adjusted  so  that  the  barley  in 
the  thimble  is  washed  with  alcohol  of  sp.gr. 
0-900  for  3  hours  (malt  requires  about  9  hours' 
washing,  owing  to  the  higher  content  of  reducing 
sugars),  when  the  whole  of  the  reducing  sub- 
stances and  alcohol-soluble  nitrogen  compounds 
are  removed. 

The-  contents  of  the  thimble  are  now  trans- 
ferred to  a  beaker  containing  about  100  c.c.  of 
water,  and  the  whole  thoroughly  boiled.  After 
cooling  to  57°,  10  c.e.  of  an  active  malt-extract 
are  added  and  the  conversion  is  ^owed  to 
proceed  for  60  mins.  The  solution  is  then  boiled, 
filtered  into  a  200  c.c.  flask,  the  residue  well 
washed,  and  the  volume  adjusted  after  cooling. 

The  cupric  oiUde  reduction  of  the  solution  ia 


determined  and  the  maltose  calculated,  aftel 
correction  for  the  reduction  due  to  the  malt 
extracts. 

In  calculating  the  starch,  the  authors  take 
advantage  of  the  fact  that  when  starch  is 
hydrolised  by  active  diastase  under  suitable 
conditions,  there  is  a  well-defined  resting  stage 
which  closely  approximates  to  the  '  No.  8 
equation '  of  Brown  and  Heron  {I.e.,  p.  161),  and 
which  shows  100  parts  of  starch  yielding  84-4  p.c. 
of  maltose.  The  starch  equivalent  of  the 
maltose  determined  in  the  solution  is  thus 
ascertained,  on  the  assumption,  if  the  conditions 
of  the  theoretical  equation  have  been  complied 
with,  that  84-4  parts  of  maltose  correspond  to 
100  parts  of  starch. 

They  summarise  the  chief  precautions  to  be 
taken  in  carrying  out  this  process  as  follows  : 

It  is  necessary  to  grind  the  sample  as  fine  as 
possible. 

The  extraction  of  the  reducing  substances 
with  alcohol  must  not  be  less  than  3  hours  for 
barley  and  7  hours  for  malt. 

The  converting  power  of  the  malt  extract 
must  always  be  determined  with  all  possible 
accuracy  and  under  the  usual  conditions.  A 
malt  should  be  chosen  which  has  been  dried  on 
the  kiln  at  50°-52°,  and  has  a  diastatic  power 
of  80  Lintner. 

Another  method,  originally  proposed  by 
Dubrunfaut  and  modified  by  Lintner,  Ewers 
and  others,  which  is  largely  made  use  of,  con- 
sists in  the  conversion  of  the  starch  in  the  cereal 
into  the  soluble  form  by  treating  with  strong  acid 
in  the  cold  and  estimation  from  the  optical 
activity  of  the  solution.  This  method,  which 
gives  very  good  results,  has  the  advantage  of 
being  less  troublesome  than  the  previous 
methods  and  of  requiring  a  much  shorter  time 
to  accomplish.  The  method  proposed  by  C.  J. 
Lintner  is  as  follows  :  6  grms.  of  the  cereal 
previously  reduced  to  the  finest  possible  state 
of  division  are  triturated  in  a  mortar  with 
20  C.C.  of  water -until  no  lumps  remain  ;  40  c.c. 
of  hydrochloric  acid  of  sp.gr.  1-15  are  then 
added,  with  continued  trituration,  in  portions 
of  about  5  c.c.  at  a  time,  and  the  mixture 
allowed  to  stand  for  about  10  mins.  The  liquid 
is  then  washed  into  6,  200  c.c.  calibrated  flask 
by  means  of  hydrochloric  acid  of  sp.gr.  1-1 ; 
10  c.c.  of  a  4  p.c.  solution  of  phosphotungstio 
acid  are  added  to  precipitate  the  proteins,  and 
the  volume  made  up  to  200  c.c.  with  the  diluted 
acid.  After  mixing,  the  contents  of  the  flask 
are  transferred  to  a  wide-necked,  stoppered 
bottle,  thoroughly  shaken  and  filtered.  The 
clear  filtrate  is  examined  by  the  polarimeteu 
in  a  200  m.m.  tube. 

The  concentration  of  the  soluble  starch  is 
calculated  on  the  basis  of  [a]o=200-3°  for  barley 
starch  dissolved  in  hydrochloric  acid  at  20°. 
Provided  the  liquid  be  not  allowed  to  remain 
longer  than  2  hours  before  polarising,  no  decrease 
in  the  rotatory  power  need  be  feared.  The 
method  gives  results  4  to  6  p.c.  lower  than  the 
acid  conversion  process  owing  to  the  pentosans, 
&c.,  being  counted  in  the  latter  process. 

Weiiglein  (Z.  ges.  Brauw.  1908,  31,  53) 
proposes  the  substitution  of  sidphuric  acid  of 
sp.gr.  1-70  for  hydrochloric  acid  in  Lintner's 
process,  and  washes  with  acid  of  sp.gr.  1-30. 
The  method  of  propcdwe  fs  otUcrwJse  the  same, 
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but  the  solutiona  can  be  kept  8  hours  un- 
changed before  polarisation.  For  starch  in 
sulphuric  acid,  the  [a]j,=191-7°. 

The  above  methods  neglect  the  optical 
activity  due  to  constituents  other  than  starch 
in  the  material  under  examination.  Where 
these  other  constituents  are  present  in  ap- 
preciable quantities,  correct  results  will  not  be 
obtained,  and  Ewer  proposes  a  method  in  which 
allowance  is  made  for  this  error,  which  is  as 
follows : 

25  C.C.  of  glacial  acetic  acid  are  run  into  a 
200  0.0.  flask  without  wetting  the  neck.  Five 
grms.  of  the  finely  ground  material  are  then 
added  and  the  flask  closed  and  vigorously 
shaken  until  the  mixture  is  uniform.  The 
stopper  and  neck  of  the  flask  are  then  washed 
down  with  a  further  20  c.c.  of  glacial  acetic 
acid  and  the  flask  placed  in  a  boiling  water 
bath  for  10  minutes ;  10  c.c.  of  dilute  hydro- 
chloric acid  (1  in  10)  are  added,  and  the  flask 
is  left  in  the  water  bath  for  exactly  six  minutes, 
being  shaken  round  every  minute.  Hot  water, 
is  then  added  to  make  the  volume  up  to  180  c.c. 
and  the  mixture  is  heated  for  a  further  18  miniftes 
in  the  boiling  water  bath.  The  solution  is 
finally  cooled,  clarified  by  the  addition  of  2-5  c.c. 
of  potassium  ferrocyanide,  made  up  to  the 
mark  with  water,  filtered  and  polarised.  If 
the  filtrate  cannot  be  obtained  clear,  a  few 
crystals  of  zinc  sulphate  can  be  added  to  assist 
clarification. 

A  blank  experiment  is  themnade  to  correct 
for  the  optically  active  bodies  other  than  starch ; 
this  is  conducted  as  follows :  5  grms.  of  the  finely 
ground  material  are  transferred  to  a  100  c.c.' 
flask  with  70  c.c.  of  water  at  about  60°,  and  the 
whole  thoroughly  mixed  by  vigorous  shaking. 
This  is  digested  at  the  ordinary  temperature 
for  one  hour,  then  25  c.c.  of  glacial  acetic  acid 
are  added  and  the  digestion  continued  at  the 
same  temperature  for  half /in  hour,  during  which 
the  temperature  is  adjusted  to  15'5°,  the  ferro- 
cyanide added  as  before,  and  the  liquid  made 
up  to  the  100  c.c.  mark,  mixed,  filtered  and 
polarised. 

For  manufacturing  j>urposes,  the  mere  deter- 
mination of  the  total  amount  of  starch  in  a 
sample  of  grain  is  of  little  value,  as  no  dis- 
tinction is  made  between  the  insoluble  and 
soluble  starch,  the  latter  being  useless  if  the 
grain  is  to  be  used  for  making  starch.  Also  the 
amount  of  gluten  seriously  affects  the  quantity 
of  starch  obtainable  from  the  grain,  for  which 
allowance  must  be  madt  :r  "iluinp  the  sample. 
According  to  Schreib  (Zeitsoh.  t.  Chem.  1888, 24) , 
each  part  of  gluten  in  rice  causes  the  loss  of  an 
equal  quantity  of  starch  in  the  course  of  manu- 
facture ;  consequently,  a  sample  of  rice  con- 
taining 78  p.c.  of  starch  and  4  p.c.  of  gluten 
would  be  more  valuable  than  a  sample  con- 
taining 80  p.c.  of  starch  and  8  p.c.  of  gluten,  as 
74  p.c.  of  starch  could  be  obtained  from  the 
former,  and  only  72  p.c.  from  the  latter  (the 
yield  being  found  by  deducting  the  percetrtage 
of  gluten  from  the  total  starch  in  the  sample). 
In  the  case  of  wheat  the  gluten  is  a  valuable  by- 
product, but  in  rice  it  is  so  difficult  to  separate 
hom  the  starch — and  when  separated  can  oiJy 
be  sold  for  cattle-feeding  or  manurial  purposes — 
that  the  less  gluten  the  rice  contains  the  more 
Valuable  it  is.     Schreib  prefers,  in  making  an 
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analysis  of  '  broken  rice,'  to  estimate  the  gluten, 
ash,  and  moisture,  and  determine  the  starch  by 
difference,  after  making  a  fixed  allowance  for 
the  other  non-starchy  constituents  of  the  grain 
—that  is,  fat,  sugar,  gum,  and  cellulose.  The 
whole  analysis  by  this  method  can  be  finished  in 
4  hours,  or  considerably  less  time  than  is  re- 
quired for  a  direct  estimation  of  the  starch  by 
the  methods  already  given. 

The  starch  in  potatos  is  estimated  in  a 
rough  and  ready  manner  by  ascertaining  the 
specific  gravity  of  the  tuber.  Five  kilograms  of 
potatos  freed  from  dirt  are  taken  and  weighed 
in  water.  The  weight  in  water  divided  into  the 
original  weight  in  air  gives  the  specific  gravity. 
The  specific  gravity  ranges  from  1-08  to  1-15, 
the  heaviest  potatos  containing  most  starch 
and  most  dry  matter.  Tables  have  been  drawn 
up  by  Behrend,  Miircker  and  Morgen  for  ascer- 
taining the  percentage  of  starch  from  the 
specific  gravity  of  the  potato  tuber,  which  give 
results  accurate  within  2  p.c. 

Several  varieties  of  starch  are  largely  used 
in  the  adulteration  of  cocoa  and  chocolate,  sago 
being  frequently  employed  for  this  purpose  ;  but, 
owing  to  the  variable  amount  of  starch  in  cocoa 
beans,  a  chemical  analysis  of  the  supposed 
adulterated  article  cannot  be  regarded  as  decisive, 
unless  the  percentage  of  starch  found  amounts 
to  more  than  10  p.c.  In  such  cases  it  is  advisable 
to  resort  to  microscopical  examination,  and  for 
this  purpose  the  chocolate  is  best  deprived  of  its 
fat  and  sugar  before  being  placed  under  the 
microscope.  The  following  method  of  examina- 
tion is  recommended  by  Hartwioh  (Chem.  Zeit. 
12,  375).  The  number  of  starch  granules  (which 
may  be  stained  with  iodine  solution  if  ad- 
visable) in  each  field  is  counted,  and  a  mean 
taken ;  a  pure  chocolate  is  then  mixed  with  a 
corresponding  amount  of  the  supposed  foreign 
starch,  and  examined  in  the  same  manner.  In 
this  way  the  quantity  of  starch  added  as  an 
adulterant  may  be  estimated  with  sufficient 
accuracy. 

For  estimation  of  starch  in  fodder,  Leclerc 
(J.  Pharm.  Chim.  [v.]  21,  041)  gives  the  following 
method  :  5  grms.  of  straw,  hay,  &c.,  are  placed 
in  a  250  c.c.  flask,  10  c.c.  of  water  added,  and 
shaken  about  until  every  particle  of  the  sub- 
stance under  examination  is  thoroughly  moist- 
ened. 180  c.c.  of  a  neutral  zinc  chloride  solu- 
tion, sp.gr.  1450,  are  next  added,  and  the  whole 
heated  in  a  salt-water  bath  at  108°  for  IJ  hours. 
The  flask  is  then  taken  out  and  cooled  down, 
and  the  volume  made  up  with  zinc  chloride 
solution  to  253  c.c.  at  normal  temperature  and 
filtered.  From  25  c.c.  to  100  c.c.  of  the  filtrate 
is  poured  into  a  beaker  containing  2  c.c.  to  8  c.c. 
of  hydrochloric  acid  and  a  sufficient  quantity 
of  95  p.c.  alcohol  added  to  precipitate  the  whole 
of  the  dextrin  and  starch.  After  24  hours  the 
precipitate  is  collected  on  a  tared  filter  and 
washed  vrith  90  p.c.  alcohol  containing  0-5  p.c. 
hydrochloric  acid  until  free  from  zinc  chloride. 
The  acid  is  then  washed  out  with  alcohol  alone, 
and  the  precipitate  weighed,  then  burnt,  and 
the  weight  of  the  ash,  of  which  there  is  usually  a 
little,  being  carried  down  by  the  alcohol  with 
the  starch,  deducted. 

Starch  is  of  very  general  occurrence  in 
paper,  and  may  be  very  easily  detected  by 
moistening  the  latter  with  a  dilute  solution  of 
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iodine,  the  intensity  of  the  violet  to  blue  coloura- 
tion of  ten  forming  the  only  means  employed  to 
ascertain  the  quantity  of  starch  present.  For 
the  quantitative  estimation  of  it  Wiirster  (Dingl. 
poly.  J.  229,  538)  proceeds  as  follows.  The 
quantity  of  water  present  is  first  estimated,  then 
the  resin,  by  boiling  out  with  alcohol,  drying 
the  paper,  and  weighing.  The  starch  is  next 
dissolved  out  by  boiling  the  paper  for  some  time 
with  a  iaixture  of  equal  parts  of  water  and 
alcohol,  to  which  u,  few  drops  of  hydrochloric 
acid  are  added,  and  drying  and  weighing  the 
residual  paper ;  but,  since  th»  acid  causes  a 
certain  loss  in  mineral  constituents,  the  ash 
must  b«>  determined  in  the  paper  before  and 
after  extraction,  and  the  difierence  deducted 
from  the  result.  The  following  p.c.  results  were 
obtained  on  analysis  by  this  method  : — 
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The  starch  met  with  in  commerce  and  used 
for  laundry  and  manufacturing  purposes  is 
almost  exclusively  derived  from  rice,  maize,  and 
potatos,  and  generally  contains  very  little  or  no 
impurities.  These,  when  they  do  occur,  consist 
of  vegetable  fibre,  gluten,  or  albuminoid  matter, 
remains  ^f  pulp  water,  and  other  minetal 
matters.  Fibre  gets  into  the  finished  starch 
owing  to  imperfect  arrangement  of  the  sieves. 
Remains  of  pulp  water  in  starch  are  owing  to 
bad  washing,  whilst  the  presence  of  sand  and 
other  mineral  matter  may  be  due  to  the  mixing 
of  that  portion  of  the  starch  which  settles  in, 
the  washing  tanks  next  to  the  axis  of  the  stirring 
apparatus,  with  the  bulk  of  the  starch — or  to 
addition  as  an  adulterant. 

The  quantity  of  mineral  matter  in  starch 
should  not  exceed  0'5  p.c.  When  it  is  more 
than  this,  mineral  matter,  frequently  barium 
or  calcium  sulphate,  has  been  added ;  oc  the 
starch  has  been  carelessly  washed  and  not 
properly  purified — ^in  this  case  the  other  im- 
purities will  also  be  high. 

As  has  already  been  stated,  the  proportion  of 
moisture  in  ordinary  air-dried  starch  averages 
about  18  p.c.  It  may  be  determined  by  drying 
the  starch  in  vacuo  over  sulphuric  acid,  and 
finishing  off  in  a  current  of  dry  air  at  100°, 
the  temperature  being  very  gradually  raised  to 
this  point.  If  the  starch  is  at  all  acid,  this 
must-  be  neutralised  by  moistening  it  with  a 
few  drops  of  very  dilute  ammonia. 

J.  H.  Hoffman  (Woch.  fiir  Brauerei,  1903, 
31)  proposes  a  method  in  which  the  starchy 
matter  is  heated  to  drive  out  the  water,  which 
is  collected  and  measured.  Fifty  grms-  of 
starch  are  immersed  in  400  c.c.  of  Oil  of  turpen- 
tine and  10  c.c.  of  toluene  in  a  vessel  and 
heated,  first  at  50°,  then  to  140°,  and  finally 
to   155°,   for   5  minutes   in   each  case.     The 


water  formed  is  collected  and  measured,  a 
correction  of  02  c.c.  added  and  the  whole 
multiphed  by  2  to  give  tho  percentage  of  water 
in  the  starch. 

For  the  estimation  of  water  in  potato  starch, 
Saare  (Chem.  Zeit.  52,  934)  has  worked  out  a 
method  which  combines  rapidity  of  execution 
with  sufficient  accuracy  for  technical  purposes. 
100  grms.  of  the  starch  are  rinsed  into  a  tared 
250  CO.  flask,  which  is  then  filled  up  to  the  mark, 
with  water  at  17'5°  and  weighed;  the  weight 
of  the  empty  flask  is  now  deducted  from  this, 
and  the  percentage  of  water  corresponding  to 
the^difEerence  found  from  the  following  table  : — 


Weight  found 

Water 

P.O. 

0 

289-40 

28900 

1 

288-60 

2 

288-20 

3 

287-80 

4 

287-40 

5 

287-05 

6 

286-65 

7 

286-25 

8 

285-85 

9- 

285-45 

10 

285-05 

11 

284-05 

12 

284-25 

13 

283-90 

14 

283-50 

15 

283-10 

16 

282-70 

17 

282-30 

18 

281-90 

19 

281-50 

20 

281-10 

21 

280-75 

22 

280-35 

23 

279-95 

24 

279-55 

25 

279-15 

26 

278-75 

27 

278-35 

28    . 

278-00 

29 

277-00 

30 

Weight  found 


277-20 
276-80 
276-40 
276-00 
275-00 
275-20 
274-80 
274-40 
274-05 
273-65 
273-25 
272-85 
272-45 
272-05 
271-70 
271-30 
270-90 
270-50 
270-10 
269-70 
269-30 
268-90 
268-50 
268-10 
267-75 
267-35 
266-95 
266-55 
266-15 
205-75 


Water 

P.O. 


31 
32 
33 
34 
35 
36 
37 
38 
39 
40 
41 
42 
43 
44 
45 
46 
47 
48 
49 
50 
51 
52 
53 
54 
55 
56 
57 
58 
59 
60 


The  results  obtained  are  correct  to  0-5  p.e. 
The  method  may  also  bo  applied  to  the  estima- 
tion of  the  water  in  '  green  starch,  and  may  be 
used  for  testing  the  progress  of  the  drying  pro- 
cess in  the  drying  chambers. 

The  following  rule  may  be  employed  in  tho 
place  of  the  above  table. 

From  the  weight  of  starch  and  water  con- 
tained in  the  bottle  subtract  250  and  divide  the 
diilerence  by  0-3987,  when  the  quotient  will  be 
the  percentage  of  starch  in  the  sample. 

It  may  be  more  generally  expressed  -. — 

contents  of  bottle  iir  grms.  mtnttt  capacity  of  bottle  in  c.c. 

0-3897 

=grm3.  of  anhydrous  starch  in  weight  of  sample  taken 

J.  H.  and  H.  H. 
STARCH  GUM  t>.  Dextrin. 
STEAM.      When  water,   by  the  agency  of 
heat — or  otherwise, — has  so  far  changed  its  state 
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as  to  become  a  compressible  fluid,  it  is  known  as 
iteam. 

To  produce  steam  for  t)ie  purpose  of  per- 
forming work  by  its  agency,  water  must  be 
submitted  to  the  action  of  heat  until  that 
temperature  is  reached  at  which  the  change 
from  liquid  to  vapour  is  realised.  This  tempera- 
ture, which  is  generally  known  as  the  '  boiling- 
point,'  ia  variable,  and  dependent  on  external 
conditions  ;  namely,  the  pressure  on  the  surface 
of  the  liquid.  At  any  particular  pressure  there 
is  one  temperature,  and  one  oiuy,  at  which 
steam  and  water  can  exist  in  equilibrium  with  one 
another. 

In  effecting  this  change  of  state  a  quantity 
of  heat  is  absorbed  without  any  rise  of  tempera- 
ture. This  is  known  as  '  the  latent  heat  of 
vaporisation,'  or,  more  commonly,  in  the  case 
of  water,  as  '  the  latent  heat  of  steam.' 

At  100°  and  760  mm.  presi5ure  the  quantity 
of  heat  absorbed  in  changing  1  grm.  of  water 
to  1  grm.  of  steam  is  530 -5  therms.  As  the 
pressure  is  increased,  so  the  boiling-point  rises, 
and  the  latent  heat  absorbed  in  the  change 
diminishes.  Values  of  the  boiling-point  and 
latent  heat  corresponding  to  ^temperatures  are 
given  in  the  '  steam  table  '  quoted. 

The  following  formulse,  showing  the  relations 
between  temperature,  pressure,  and  latent  heat 
may  be  given,  without  going  into  the  reasoning 
on  which  they  are  based,  which  is  somewhat 
outside  the  scope  of  this  article. 

(a)  Regnault's  formula — 

L,=606-5-0-695« 

where  L,=latent  heat  at  temperature  (. 
{$)  The  latent  heat  equation — 


(JT=- 


L-J 


where  L=latent  heat ;  J= Joule's  equivalent ; 
i;2= volume  of  1  grm.  of  steam  at  temperature  T  ; 
t;j= volume  of  1  grm.  of  water  at  temperature 
T  ;  T= absolute  temperature  ;  dj>= small  in- 
crease in  pressure  (dynes) ;  dT= corresponding 
change  in  temperature. 

The  pressure  and  boiling-point  of  a  liquid 
cannot  be  raised  indefinitely.  If  a  quantity  of 
water  is  heated  in  a  sealed  tube  of  strong  glass, 
it  is  found  that  upon  reaching  a  certain  tem- 
perature the '  meniscus  ' — or  surface  differentiat- 
ing the  liquid  from  the  vapour — disappears, 
and  the  contents  of  the  tube  become  homo- 
geneous. For  water  this  temperature  is  362°. 
Above  this  temperature  steam  cannot  be  con- 
verted into  water,  no  matter  how  high  the 
pressure  to  which  it  is  subjected.  This  is  known 
as  the  critical  iemferalure. 

The  existence  of  such  a  temperature  can  be 
proved  from  theoretical  considerations,  and  by 
the  use  of  Van  der  Waal's  equation— based 
upon  the  kinetic  theory  of  gases— its  value  can 
be  ascertained.  Such  proof,  however,  need  not 
be  considered  here. 

Entropy.  The  entropy  is  that  function  of 
the  conditions  of  a  body,  such  that,  if  it  change 
from  a  value  A  to  a  value  B,  reversibly — 


(B-A)= 


Let  a  gram  of  water  undergo  a  small  in- 
crease of  temperature  (iT  at  temperature  T. 
Then  heat  absorbed =o-dT  (where  cr==3peoilio 
heat). 

With  water  ir—1.  Therefore  heat  absorbed 
=dT. 

The  temperature  at  which  this  heat  is 
absorbed  is  T.  Therefore  increase  in  entropy 
_dT  ^' 

~T' 

And  change  in  entropy  when  the- liquid  is 
heated  from  Tj  to  Ti 

'^^dT    ,      T, 
-^=log  J 


If    Ta=273°    abs. 
temperature    is  taken 
T, 


and    entropy 
as  zero,  then 


at    this 
entropy 


=log 


273 


At  the  boiling-point  of  water  under  atmo- 
spheric   pressure   the    entropy   of    1   grm.   of 

,      373 

water =loB 

^273 

Let  this  be  converted  into"  steam  at  the 
same  temperature,  the  increase  in  entropy 
_536-5 

373  ■ 

Therefore  the  entropy  of  1  grm.  of  steam  at 
inoo    1      373,536-5. 
100  =log  27-3+T73- 

The  '  B-rf) '  diagram.  The  relations  between 
entropy  and  temperature  as  water  is  converted 
into  steam  may  be  represented  in  diagrammatic 
form.  It  is  usual  to  take  the  values  of  the 
entropy  as  abscissae  and  the  values  of  the  tem- 
perature as  6rdinates.  The  temperature  is 
represented  by  the  symbol '  S  '  and  the  entropy 
by  '  <(>.' 

In  this  way  two  curves  may  bo  plotted,  One 
the  entropy  curve  for  water  and  the  other  the 
entropy  curve  for  steam.  The  area,  included 
between  such  entropy-temperature  curves  repre- 
senting a  complete  cycle,  gives  a  measure  of  the 
heat  put  into  the  system  and  that  taken  out. 
Wierefore  the  entropy-temperature  diagram  is 
very  useful  as  a  means  of  obtaining  absolute 
values  of  heat  efficiencies. 

The  increase  of  entropy  in  the  case  of  super- 
heated steam  is  given  by  the  formula — 

f    dT  T 

Increase  in  entropy  =  a  j     -^ = ff  log  .jr 

where  (r=speoiflo  heat  of  superheated  steam. 

In  all  entropy -temperature  diagrams,  adidbatie 
changes  are  represented  by  vertical  lines,  since, 
during  an  adiabatic  change  the  entropy  is  con- 
stant in  value,  i.e.  the  change  is  'isentropic' 
Isothermal  changes  are  represented  by  horizontal 
lines. 

Velocity  of  steam.  The  velocity  acquired  by 
steam  upon  adiabatic  expansion  from 'a  nozzle 
has  become  a  matter  of  much  importance  owing 
to  the  development  of  the  steam  turbine.-  The 
velocity  is  obtained  as  follows  : — 

The  velocity,  v=^2g-J-W=223S  V  W, 
where    jf= acceleration    of    gravity,  J=Joule'iii 
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equiTaJent,  and  W— work  done.  And  the  work 
done  (in  ft. -lbs.) 

=j((T.-T,,(l+|)-T.log|.} 

for  initially  dry  steam,  or 

-j{(T.-T,(l+^-^)-T,logI-^} 

for  wet  steam,  or 

=J  I  (Tj-T,/l+^)-T,  log  ^^+C,(T -T,). 

-C^(IogT-logT,)T,  } 

for  superheated  steam  ;  where  J= Joule's  equi- 
valent ;  T,=initial  saturation  temperature  of 
steam  (absolute) ;  T,  =initial  superheat  tem- 
perature of  steam  (absolute) ;  Tj'pfinal  tera- 
peratvire  of  steam  after  expansion  (absolute) ; 
L,=latent  heat  at  temperature  Tj ;  a;,='  dry- 
ness '  of  the  steam  ;  Cy=specific  heat  of  super- 
heated steam  at  constant  pressure. 

The  quantity  of  heat  required  to  convert  1  lb. 
of  water  into  steam,  from  an  open  vessel,  or  at 
atmospheric  pressure,  is  1146'1  units  —  F°,  as 
given  in  the  third  column  of  the  table  (p.  193) 
of  the  properties  of  saturated  steam. 

In  a  closed  vessel,  such  as  a  steam  boiler,  the 
temperature  at  which  steam  is  produced  differs 
with  difEerent  pressures  (see  Table,  p.  193).  The 
total  quantity  of  heat  required  to  convert  1  lb.  of 
water  into  steam  is  very  nearly  the  same  at  all 
pressures  {see  Table). 

In  Fig.  1  let  A  be  the  cylinder  of  a  steam 


_„  X ,±y' - 


engine,  and  h  the  piston,  and  let  the  piston 
occupy  the  dotted  position  c.  Now  let  steam  at 
40  lbs.  pressure  per  square  inch  above  the  atmo- 
sphere,_or  54-7  lbs.  absolute  (40+14-7),  be  ad- 
mitted behind  the  piston,  and  let  the  admission 
be  continued  tUl  the  piston  arrives  at  d;  then 
let  the  steam  supply  be  stopped.  The  piston 
can  then  make  no  further  movement  except  by 
virtue  of  the  expansive  force  of  the  steam. 
Assume  the  piston  to  have  moved  to  the  position 
6,  01  four  times  as  far  from  the  end  of  the 
cylinder  as  the  |Point  i,  where  the  steam  supply 
was  stopped ;  the  steam  in  the  cylinder  will 
then  have  been  expanded  to  four  times  its 
former  volume. 

Now  if  we  select  a  scale  on  which  the  height 
from  e  to  /  represents  54-7  lbs.,  and  make  e» 
equal  to  14-7  lbs.,  we  shall  then  be  able  to  com- 
plete the  figure  e,  /,  i,  g,  h,  e,  the  area  of  which 
represents  the  total  force  exerted  by  the  sleam 
on  the  piston,  the  brdinates  of  the  curve  repre- 
8i.uUng  un  the  scale  the  ^iresBures  at  the  different 


points   occupied    by   the   piston   in   its   move- 
ment. 

We  have  assumed  the  steam  to  have  now 
expanded  to  four  times  its  former  volume  ;  its 

54-7 
pressure  will  then  be  —r-  —  13-67  lbs. 

To  find  the  pressure  at  any  point  between  d 
and  g,  draw  the  line  kd,  parallel '  to  ef  and 
perpendicular  to  eh ;  then  taRe  any  point  m, 
making  mn  parallel  to  kd ;  join  fm,  and  draw 
dn  parallel  to  fm.  The  point  n  is  a  point  in 
the  curve  of  pressures,  and  mn  represents  on 
the  scale  the  pressure  of  thfa  steam  when  the 
piston  was  at  that  point.  All  other  points  in  . 
the  curve  dm;  can  be  determined  in  the  same 
way. 

The  average  pressure  of  the  steam  diagram, 
e,  /,  d,  g,  h,  e  may  be  calculated  thus  : 

Let  E=the  ratio  of  exjiansion  ;  H,  the  hyper- 
bolic log.  of  the  number  expressing  that  ratio ; 
F,  the  initial  pressure  of  the  steam  ;  p,  the  mean 
pressure — ^thcu 

1  +  H 

JJ  =  P ■ ~ 

K 

Taking  the  example  before  us 

R  =  4,  H  =  1-386,  P  =  54-7 ; 

1      I    -1  .QOR 

then  54-7 j^ =  32-6  lbs.  mean  pressure. 

We  have  assumed  that  the  pressure  of  steam 
has  been  fully  utilised  down  to  the  line  e,  h,  or 
line  of  no  pressure  or  perfect  vacuum.  In  prsic- 
tice  this  is  not  realised,  and  the  bottom  line  of 
the  actual  steam'diagram  is  generally  2  lbs. 
above  that  of  a  perfect  vacuum  ;  the  real  mean 
pressure  would  therefore  be  not  32-6  lbs.,  but 
30-6  lbs.  We  have  assumed  the  expansion  to 
be  isothermal.  It  is  not  so,  and  the  practical 
effect  of  the  conducting  power  of  the  cylinder 
is,  that. during  the  former  part  of  the  stroke 
of  the  piston,  steam  is  being  condensed  in  the 
cyUnder,  and  during  the  latter  part  it  is  being 
re-evaporated. 

Steam  diagrams. 

We  get  our  knowledge  of  what  actually  takes 
place  in  a  steam-engine  cylinder  from  the 
indicator.  This  instrument  is  illustrated  by 
Fig.  2.  It  consists  of  a  drum  a  (on  which  is 
fastened  a  sheet  of  paper)  made  to  oscillate 
backward  and  forward  on  its  axis  Dy  means  of  a 
cord  connection  6  to  a  moving  part  of  the  engine, 
having  the  motion  of  the  piston  on  a  reduced 
scale.  At  the  side  of  the  drum  is  placed  a  small 
cylinder  c  having  a  piston  held  down  against  the 
steam  pressure  by  a  spring  of  known  tension.  Let 
the  piston  be  1  square  in.  in  area,  and  the 
tension  of  the  spring  30  lbs.  to  the  inch ;  then  a 
pencil  attached  to  the  piston  would  indicate  by 
its  position  the  pressure  of  steam  on  the  piston, 
at  a  scale  of  30  lbs.  per  square  inch. 

The  pencil  is  made  to  mark  a  horizontal  line 
on  the  paper  before  the  steam  is  tamed  on  to  the 
indicator  piston  ;  that  line  is  termed  the  atmo- 
spheric line,  as  it  indicates  the  pressure  of  the 
atmosphere.  The  indicator  being  attached  to 
one  end  of  a  steam  cylinder  by  means  of  a  pipe, 
and  the  drum  being  made  to  turn  by  the  engine, 
the  pencil  is  caused  to  describe  a  figure  on  the 
paper  of  the  drum  like  that  on  Fig.  3,  in  which 
the  horizontal  length  represents  the  stroke  of  th» 
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engine  on  a  reduced  scale,  and  the  vertical 
height  the  proasure  of  steam  in  the  cylinder  at 
all  parts  o£  the  engine  stroke.     It  is  evident  that 


Fig.  2. 

the  area  of  the  figure  represents  the  total  force 
exerted  behind  the  engine  piston,  and  the  average 
height  of  the  diagram  the  average  pressure  of 


steam  during  that  stroke.  The  average  height— 
or,  in  other  words,  the  average  pressure— is 
obtained  by  the  ordinary  method  of  measuring 
irregular  figures. 

Fig.  3  represents  an  actual  indicator  diagram. 


VACUUM  Line 
^refucc  PxcnusE  1623  L'-'  Pek  SmAife  Inch 

FlQ.  3. 

One  horse-power  equals  33,000  ft.-lbs.  per 
minute.  Steam  engines  are  of  various  types. 
Single  cylinder  in  which  the  steam  is  expanded 
in  one  cylinder  only,  compound  engines  with 
two,  and  triple  expansion  engines  with  three 
cylinders.  The  modern  triple  engine  receives 
steam  at  150-200  lbs.  pressure  per  square  inch, 
and  expands  it  to  about  6  lbs.,  the  consumption 
of  steam  being  from  12  to  10  lbs.  per-LH.!?:  per 
hour,  with  a  heat  efficiency  of  from  15  to  20  p.o. 

The  best  examples  of  steam  boilers  give  a 
heat  efficiency  of  from  60  to  80  p.c,  and- 
evaporate  from  8  to  10  lbs.  of  water  per  lb. 
of  good  coal.  The  combined  heat  efficiency  of 
engine  and  boiler  is  from  9  to  16  p.c.  in  the  best 
examples  of  condensing  engines. 


Pkopbetibs  of  Satubatbd  Sieam. 


Total  pres- 
sure per 
sq.  in. 

Temperature  in 
Fahr.  degrees 

Total  heat,  in 
Fahr.  degrees 
from  water  at 

latent  heat, 
Fahr.  degrees 

Density,  or 

weight  ol  one 

cubic  foot 

Volume  of  one 

pound  of 

steam 

Relative  vol- 
ume, or  cubic 
feet  of  steam 
from  one  cubic 

S2°F. 

foot  of  water 

lb« 

Fahr. 

Fahr. 

Fahr. 

lbs. 

Cubic  feet 

Eel.  vol. 

1 

102-1 

11131 

1044-7 

0-0030 

330-36 

20,600 

5 

162-3 

1131-5 

1001-5 

0-0138 

72-66 

4,530 

10 

193-3 

1140-9 

978-2 

0-0264 

.      37-84 

2,360 

14-7  ' 

212-0 

^      1146-6 

965-8 

0-0380 

26-36 

1,642 

20 

228-0 

1151-5 

954-3 

0-0507 

19-72 

1,229 

25 

240-1 

1155-2 

945-6 

0-0625 

15-99 

996 

30 

250-4 

1158-3 

938-2 

0-0743 

13-46 

838 

35 

259-3 

1161-0 

931-9 

00858 

11-65 

726 

40 

267-3 

1163-5 

926-2 

0-0974 

10-27 

640 

45 

274-4 

1165-6 

921-0 

0-1089 

9-18 

572 

50     ' 

281-0 

1167-6 

916-3 

0-1202 

8-31 

518 

55 

287-1 

1169-5 

911-9 

0-1314 

7-61 

474 

60 

■   292-7 

1171-2 

907-9 

0-1425 

7-01 

437 

65 

298-0 

1172-8 

904-1 

0-1538 

0-49 

405 

70 

302-9 

1174-3 

900-6 

0-1648 

0-07 

378 

75 

307-5 

1175-7 

897-3 

0-1759 

6-68 

353 

80 

312-0 

1177-1 

894-0 

0-1869 

5-35 

333 

85 

316-1 

1178-3 

891-1 

0-1980 

5-05 

314 

90 

320-2 

1179-6 

888-1  . 

0-2089 

4-79 

298 

95 

324-1 

1180-8 

885-3 

0-2198    . 

4-55 

283 

100 

327-9 

1181-9 

882-6 

0-2307 

4-33 

270 

XT      T» 

STEARIC  ACID,  STEARIN  v.  Oils,  fixed, 

AH  D  FATS. 

,   '  1  Atmospheric  pressure. 

Vol.  v.— r. 


STEATITE*    {Speclcstein,  Ger.). 
form  of  the  mineral  talc  (q.v.). 
STEEL  V.  Ikon. 
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STEPHANITE. 


STEPHANITE,  *  black  sUver-ore,'  or  '  brittle 
silver-ore.'  A  silver  sulphantimonite 
SAgjS-SbjSa  or  AgsSbSj, 
occasionally  mined  as  an  ore  of.  silver  (Ag,  68*5 
p.c).  Crystals  are  orthorhombic  with  an  iron- 
black  colour  and  brilliant  metallic  lustre. 
Considerable  quajitities  of  the  massive  mineral 
have  been  obtained  from  the  Comstock  lode  in 
Nevada.  L.  J.  S. 

STETHAL.     See  Spermaceti,  art.  Waxes. 

STIBICONITE  SbjOj,H20  v.  Antimony. 

STIBNITE,  Antimony  or  Antimony-glance. 
Native  antimony  sulphide  (SbjS-j),  of  importance 
as  an  ore  of  antimony.  It  forms  blade-like  or 
acicular,  orthorhombic  crystals  which  possess  a 
highly  perfect  cleavage  in  one  plane  direction 
parallel  to  their  length.  EadiaUy-fibrous  and 
lamellar  masses,  with  the  perfect  cleavage  con- 
spicuous on  their  broken  surfaces,  are  of  common 
oocurrerice.  Sp.gr.  4-6.  The  colour  is  steel-grey 
with  a  brilliant  metallic  lustre,  but  on  exposure 
to  light  the  surface  becomes  dulled.  Although 
often  regarded  as  a  typically  opaque  mineral, 
very  thin  cleavage  flakes  of  stibnite  transmit  a 
small  amount  of  red  light  (refractive  indices, 
o=3-194,  /3=4-046,  7=4-303  for  wave-length 
760),  and  they  are  still  more  transparent  for 
heat  rays  (A.  Hutchinson,  Min.  Mag.  1903,  13, 
342 ;  1907,  14,  199).  Light  has  a  remarkable 
effect  on  the  electrical  conductivity  of  crystals 
of  stibnite  :  the  close  proximity  of  a  strong 
electric  arc-light  causes  this  to  increase  by  over 
200  p.c,  and  when  the  light  is  removed  it 
quickly  returns  to  its  former  value  (F.  M. 
Jaeger,  Zeitsch.  Kryst.  Min.  1907,  44,  45). 

The  mineral  is  quite  soft  (H.=2),  and  the 
crystals  are  readily  bent,  with  the  production  of 
charaoteiistic  zigzag  forms.  The  bending  is 
accompanied  by  a  slipping,  along  a  glide-plane, 
of  one  portion  of  the  crystal  over  another 
portion.  This  gives  rise  to  fine  striations  running 
transversely  across  the  cleavage  surfaces,  which 
being  almost  always  present  (no  doubt  as  a 
result  of  earth  pressures)  render  stibnite  a 
mineral  easily  recognisable  at  a  glance. 

Stibnite  occurs  in  metalliferous  veins,  and 
is  found  in  many  localities.  The  finest  speci- 
mens (magnificent  groups  of  brilliant,  prismatic 
crystals  reaching  a  length  of  20  ins.)  come  from 
the  Ichinokawa  antimony  mine,  near  Saijo  on 
the  Japanese  island  of  Shikoku.  Good  crystals^ 
often  penetrating  crystals  of  barytes,  are  well 
known  from  Felsobanya  in  Hungary.  As  an 
ore  of  antimony  stibnite  is  mined  in  several 
countries,  the  principal  ones,  arranged  in  the 
order  of  their  production,  being :  France 
(Auvergne),  China  (prov.  Hunan),  Italy,  Mexico, 
Victoria,  and  Hungary. 

Besides  being  smelted  as  an  ore  of  antimony, 
stibnite  is  used  to  a  limited  extent  for  the  pre- 
paration of  pure  hydrogen  siilphide.  In  the 
East,  powdered  stibnite  is  employed  for  darken- 
ing the  eyebrows,  and  it  was  also  used  by  the 
ancients  for  the  same  pui^ose,  hence  the  old 
name  platyojMhalmon  for  this  mineral. 

S^erence. — Chung  Yu  Wang,  Antimony,  its 
History,  Chemistry,  Mineralogy,  &c.,  London, 
1909.  L.  J.  S. 

STICK  LAC  V.  Lac  re^in,  art.  Eesins. 
•    STILBENE,   toluylene,    aym-diphenyleihylene 
CjHj-CH  :  CH-CjHj,   is  formed  when    benzyl- 
ideue  chloride  is  heated  with  sodium  (Limprioht, 


Annalen,^  1866,  139,  38) ;  by  heating  benzoin 
with  zinc-dust  and  acetic  acid  (Blank,  ibid. 
1888,  248,  7) ;  by  the  slow  distillation  of  phenyl 
fumarat*  (Ansohutz,  Ber.  1885,  18,  1948);  by 
the  action  of  light  on  the  silver  salt  of  phenyl- 
nitromethane  (Angeh,  Castellana  and  Feroro, 
Chem.  Zentr.  1909,  [ii.]  975);  on  treating 
pheiiylbenzyl  carbinol  with  dilnto  sulphuric 
acid  ;  by  beating  a  mixture  of  benzaldehyde  and 
phenylacetio  acid  in  a  sealed  tube — all  of  which 
methods  indicate  the  above  constitution. 

Preparation.  Stilbene  is  obtained  in  fait 
yields  by  dropping  toluene  into  a  red-hot  tube 
containing  lead  oxide  (Lorenz,  Ber.  1874,  7, 
1096) ;  by  heating  benzthioaldehyde  with  copper 
powder  (Klinger,  ibid.  1877,  10,  1878),  or  more 
simply  by  heating  benzaldehyde  alone  with 
sulphur  in  sealed  tubes  to  180°.  Better  results 
are  obtained  by  treating  deoxybenzoin  with 
sodium  ethoxide  (Sudborough,  Chem.  Soc.  Trans. 
1895,  67,  604) ;  by  acting  upon  benzaldehyde 
with  phenyl  magnesium  iodide  (Klages  and 
HeUmann,  Ber.  1904,  37,  453) ;  by  the  action  of 
10  p.c.  caustic  soda  on  phenylnitromethane  at  a 
temperature  of  160°,  when  a  90  p.c.  yield  is 
obtained  (Wislicenus  and  Endics,  ibid.  1903,  36, 
1194). 

Properties  and  reactions,  Monoclinic  tables, 
m.p.  124°,  b.p.  306°,  insoluble  in  water,  easUy 
soluble  in  hot  alcohol,  ether,  benzene,  &c.  On 
passing  through  a  heated  tube  it  forms  toluene- 
and  phenanthrene  (Graehe,  ibid.  1873,  6,  126) ; 
on  reduction  with  hydriodio  acid  it  yields  di- 
benzyl ;  it  is  oxidised  by  chromic  anhydride  to 
benzoic  acid ;  heated  with  sulphur  it  forms  tetra- 
phenylthiophene;!  by  the  action  of  sulphuric 
acid  it  forms  a  disulphonic  acid  (Limpricht  and 
Schwanert,  Annalen,  1868,  J45^335) ;  it  is  con- 
verted by  ozoue  into  an  ozonide  (Harries,  Ber. 
1903^  36,  1933);  on  passing  nitrogen  peroxide 
into  its  benzene  solution  it  forms  stilbene 
nitrite  (Gabriel,  ibid.  1885,  18,  2438);  with 
picric  acid  it  forms  an  insoluble  picrate ;  by  the 
addition  of  bromine  in  carbon  disulphide  solution 
there  are  produced  two  stereoisomeric  stilbene 
bromides  (m.p.  237°  and  110°)  (Wislicenus  and 
Seeler,  ibid.  1895,  28,  2694). 

m>-Stilbene.  From  the  lower  melting-point 
stilbene  bromide  obtained  as  above,  a  stereoiso- 
meric modification  of  stilbene  may  be  obtained 
by  careful  reduction.  As  this  bromide  has  the 
trans-  configuration  isostUbene  must  be  the  trans- 
isomeride.  It  is  extremely  unstable,  and  on 
distillation,  or  under  the  influence  of  sunlight, 
or  in  presence  of  traces  of  bromine  or  iodine  it 
passes  immediately  into  ordinary  stilbene,  which 
consequently  possesses  the  cis-  configuration 
(Wislicenus,  Chem.  Zentr.  1901,  [i.J'463). 

o-Dinitrostilbene  from  o-nitrobenzyl  chloride 
and  alcoholic  potash,  exists  in  two  stereoisomeric 
forms  (m.p.  126°  and  196°) ;  on  reduction  they 
yield  the  same  o-diaminostUbene  (BischoS,  Ber. 
1888, 21,  2072).  ^  "  ,  J«i. 

p-Dinitrostilbene,  prepared  in  the  same  way, 
has  also  been  isolated  in  two  forms  (m.p.  210° 
and  280°),  which  form  on  reduction  p-diamino- 
stUbene  (m.p.  227°)  (Strakosch,  Ber.  1873,  6, 
328;    Walden  and  Kernbaum,  ibid.  1890,  23, 

Tetranitrostilhene,  from  tetranitrobenzyl 
chlonde  and  alkali  (m.p.  264°)  (Kraususky,  J 
Buss.  Phys.  Chem.  Soc.  27,  339). 
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Nilroslilbene  sulphonic ,  acids  (v.  Bender, 
Ber.  1895,  28,  422;  Fisohei  and  Hepp,  ibvl. 
1895,  28,  2231 ;  Green  and  WaU,  ibid.  1897, 
30,  3100). 

Stilbene  colouring  matters.  p-KitrotoIuene 
and  its  o-substituted  derivatives  under  the 
influence  of  alkalis  yield  derivatives  of  stilbene, 
which  are  the  parent  substances  of  numerous 
dyes  {see  Azo-  colouring  matters). 

STOCKHOLM  TAR.  A  bituminous  liquid 
obtained  from  the  wood  of  Pinua  sylvestris 
(Jinn.)  and  other  species  of  Finns  by  destructive 
distillation. 

The  tar  exported  from  Stockholm  in  earlier 
times,  and  to  which  the  term  Stockholm  tar  was 
applied,  was  brought  from  the  northern  part  of 
Sweden  and  from  Finland,  where  the  tar  was 

E reduced  by  peasants  from  dry  wood  stumps 
urned  in  '  tjardklar,'  or  specially  made  tar- 
burning  ground.  On  arrival  at  the  Stockholm 
tar  court  all  barrels  were  '  wrecked '  before 
being  shipped  abroad.  The  procedure  of  wreck- 
ing was  as  follows :  After  the  barrel  had  been 
filled  with  tar  it  was  left  standing  for  some  hours, 
when  the  water  which  had  accumulated  on  the 
surface  was  drawn  off  and  the  barrel  refilled  with 
tar.  The  '  wreckers,'  who  were  sworn  servants 
of  the  Tjarhof,  issued  a  certificate,  which  at 
that  time  was  required  for  the  export,  stating 
that  the  barrels  contained  the  regulation  quantity 
and  that  the  tar  had  been  '  wrecked.'  The  old 
Stockholm  tar  was  shipped  in  barrels  of  125 
litres.  Several  tar  exporters  in  the  north  of 
Sweden  still  use  barrels  which  have  been 
examined  by  the  State  Comptrollers  as  to  their 
capacity,  and  if  found  to  hold  the  right  measur^ 
the  barrel  is  stamped  with  three  crowns.  Many 
importers  attach  great  importance  to  this  mark, 
and  erroneously  look  upon  it  as  a  quality  mark. 
A  variety  of  tars  differing  very  much  from  one 
another  are  imported  from  Sweden.  So-called 
Stockholm  tar  is  generally  shipped  in  three 
quaUties  or  grades,  viz.  :  fine  thin  (no  grains  or 
crystals),  middle  fine  or  ordinary  (either  gluey 
or  thin  and  fine-grained),  thick  (very  close- 
grained).  The  name  '  Umea  tar '  is  applied  to 
similar  tar  produced  in  the  Umea  district  and 
shipped  from  the  port  of  Umea.  This  tar  is 
delivered  in  '  Swe(fish  barrels  '  containing  27J 
galls,  and  weighing  167  kilos,  gross,  and  133 
kUos.  net.  '  Umea  tar '  is  considered  the  best 
in  the  market.  '  Skelleftea  '  and  '  Lulea  '  tar 
are  of  a  similar  quality.  These  three  tars  are 
sometimes  also  shipped  as  '  Stockholm  tar.' 
Swedish  '  factory  tar  ' — obtained  from  waste 
wood  in  charcoal  kOns  at  the  saw  mUls,  and 
produced  as  a  by-product  in  charcoal  burning 
— must  not  be  confounded  with  '  Stockholm  '  or 
'.  Umea '  tar.  It  is  easily  distinguished  by  its 
colour  and  smell.  The  genuine  tar  is  yellow- 
brown  or  light-brown  in  colour,  and  with  a 
turpentine  smell,  while  the  factory  tar  is  of  a 
dark- brown  or  black  colour  with  a  strong  smoky 
smell.  The  tar  manufactured  by  peasants  and 
shipped  from  Finland  (Wasa  and  Uleaborg)  was 
formerly,  and  is  sometimes  now,  called  '  Stock- 
holm tar,'  but  is  generally  shipped  as  '  Wasa 
tar.' 

Until  comparatively  recent  years  there  were 
only  two  kinds  of  wood-tar  regularly  exported 
to  England,  viz.  Stockholm  tar  exported  from 
the  GuU  of  Bothnia^  and  Archangel  tar  from 


Archangel.  The  latter  was  shipped  in  barrels 
containing  about  112  litres.  Then  the  so-called 
Russian  tar  exported  from  Riga,  Libau,  and 
Konigsberg  came  on  the  market,  and  has  largely 
taken  the  place  of  '  Stockholm  tar,'  owing  to  the 
scarcity  and  high  price  of  the  latter,  and  also 
because  Russian  tai  is  obtainable  at  all  times  of 
the  year.  Disputes  between  buyers  and  sellers 
as  to  the  real  meaning  of  '  Stockholm  tar  '  have 
arisen  since  the  appearance  of  the  cheap  factory 
tars  on  the  market,  and  British  importers  have 
suggested  that  the  term  '  Stockholm  tar  '  should 
be  retained  for  the  peasant-made  article,  as  it 
has  been  used  for  centurifes,  and  for  the  '  factory 
tar '  '  Swedish  kiln  wood-tar.'  The  Swedish 
exporters  advise  that  buyers  of  tar  should 
purchase  from  samples  and  insist  on  a  full 
description  of  the  tar.  They  much  prefer  this 
to  a  guarantee  to  sell  '  genuine  Stockholm  tar.' 
(D.  McEwan,  Brit,  and  Col.  Drug.  1911,  59, 
138  ;  J.  Soc.  Chem.  Ind.  1911,  30,  274). 

STORAX  V.  Balsams. 

STOVAINE.  Trade  name  for  the  hydro- 
chloride of  dimethylamino-ieri  amyl  benzoate 
(CH,)(CjH.)[CHs-N(CH3)2,HCl]C-0-C0C,H., 
obtained  by  acting  on  dimethylaminoketone 
with-ethyl  magnesium  bromide ;  ethyl  dimethyl- 
aminopentanol  is  thus  obtained,  and  on  treatmg 
with  Benzoyl  chloride  gives  stovaine.  Used  as 
an  ansesthetio  {v.  Synthetic  drugs), 

STOWITE  V.  Explosives. 

STRAMONIUM  v.  Datura. 

STRASS  V.  Gems,  imitation  and  counter- 
feit. 

STRAWBERRY.   The  fruit  of  Fragaria  vcsca 
(Linn.).    Many  varieties  are  known. 

Konig  gives  as  the  average  composition — 


Sea    II  S3 


European    87-0   0-6   5-1    1-1   2-8    1-1    1-6  0-7 
American 


89-7    1-0   4-8   0-6   0-4   1-4   1-5  0-0 


According  to  American  investigations  (Bull. 
28,  U.S.  Dept.  of  Agric.  1899)  about  three- 
fourths  of  the  total  N  present  exists  as  real 
proteids. 

The  acidity  of  strawberries  is  usually  stated 
to  be  due  to  malic  acid,  but  according  to  Paris 
(Chem.  Zeit.  1902,  26,  248)  it  is  chiefiy  due  to 
citric  acid.  On  the  other  hand.  Stone  (Agr. 
Science,  1889,  257)  states  that  citric  acid  can 
only  be  present  in  small  quantities,  if  at  all. 
Stone  found  that  the  ratio  of  acid  to  sugar  is, 
in  wild  strawberries  1 :  2,  in  American  varieties 
1 :  3-5,  and  in  European  varieties  1:9. 

There  appears  to  be  no  doubt  that  American- 
grown  strawberries  are  richer  in  protein  and 
acid,  but  much  poorer  in  total  solidsj  sugar,  and 
cellulose  than  European  ones. 

Strawberries  contain  small  quantities  of 
salicylic  acid,  probably  in  the  form  of  an  ester 
(Fortes  and  Desmouli^res,  J.  Pharm.  Chim. 
1901,  14,  342 ;  also  Siisa»  Chem.  Zentr.  1903,  ii. 
841 ;  and  Windisch,  Zeitsch.  Nahr.  Genussm. 
1903,  6,  447),  the  amount  found  being  usually 
about  2  or  3  mgms.  per  litre  o£  juice.  The  fatty 
oil  of  strawberries  has  a  sp.gr.  0-9345  at  1574°, 
saponification  number  193-7,  acid  number  6-41, 
Reichert-Meissl  number  2-1,  iodine  number 
(Hiibl)  180-3,    It  yields  88-2  p.c.  of  insoluble  fatty 
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acids,  theii  iodine  number  being  192-3  (Aparin, 
J.  Russ.  Phys.  Ghem.  Soo.  1904,  36,  581). 

Strawberry  root  contains  a  ta,imin,fragarianin, 
of  a  pale-yeUow  colour,  soluble  in  water  and 
alcohol,  yielding  fragarin  when  boiled  with 
dilute  hydrochloric  acid  (Phipson,  Chem.  News, 
37,  135). 

The  flavour  of  strawberries  is  imitated  in 
confectionery  by  the  use  of  a  mixture  of  2  parts 
ethyl  acetate  and  1  part  of  amyl  acetate. 

Strawberries  are  highly  valued  as  a  fruit, 
and  in  most  cases  are  easily  digested ;  in  the 
case  of  a  few  susceptible  persons,  however,  they 
produce  an  urticaria  'comparable  to  that  pro- 
duced by  eating  shell-fish.  According  to  Mendel 
and  Hooker  (Amer.  J.  Physiol.  1902,  7,  380), 
intravenous  injections  of  an  aqueous  extract  of 
strawberries  produced  an  increased  flow  from 
the  thoracic  duct,  a  fall  of  blood  pressure,  and 
a  diminution  in  the  coagulability  of  the  blood. 

For  the  effect  of  manuring  upon  the  yield 
and  especially  the  earliness  of  strawberries,  v. 
Dyer  and  Shrivel!  (J.  Roy.  Hort.  Soc.  1903,  27, 
4),  who  found  that  moderate  dressings  of 
phosphates  and  sodium  nitrate,  applied  with  a 
light  manuring  with  dung,  slightly  increased 
the  yield  of  fruit,  but  had  a  distinct  influence 
upon  early  ripening,  whilst  potash  salts  had  an 
injurious  effect,  diminishing  the  yield  and  re- 
tarding maturity.  H.  I. 

STREAM-TIN  v.  Cassiteeite. 

STROMEYERITE.  Argento-cuprous  svZpMde 
or  Argentiferous  copper  glance  AgCuS  or 
J^gjS'CujS.  A  mineral  crystallising  in  trimetric 
forms  isomorphous  with  copper-glance.  Sectile, 
dark  steel-grey  colour,  shining  streak ;  subcon- 
chpidal   fracture.    H.   2-5-3-0;    sp.gr.    6-2-6-3 

(w.  .COPPBB-GLAUCE). 

STRONTIANITE.  Native  strontium  carbon- 
ate (SrCOj)  crystallising  in  the  orthorhombic 
system  and  isomorphous  with  aragonite  and 
witherite  {g.v.).  The  mineral  taisss  its  name 
from  Strontian  in  Argyllshire,  where  it  was 
known  in  the  lead  mines  as  early  as  1764,  and 
in  material  from  this  source  the  element  stron- 
tium was  discovered.  Crystals  are  rare  and 
usually  acicular  or  spiky  in  form ;  more  often 
the  mineral  is  found  as  columnar  or  fibrous 
masses.  The  colour  is  usually  white  or  pale- 
yellowish,  but  the  columnar  masses  from 
Strontian  show  a  characteristic  and  delicate 
shade  of  green ;  sp.gr.  3-7  ;  H.  3^.  Strontianite 
is  a  mineral  kno^vn  in  comparatively  few 
localities,  and  in  quantities  sufficient  for  mining 
only  in  the  neighbourhood  of  Miinster  and  Hamm 
in  Westphalia,  where  it  forms  veins  in  calcareous 
marl.  It  is  used  for  the  preparation  of  strontium 
hydroxide,  which  is  employed  (in  preference  to 
the  poisonous  barium  compound)  in  the  refining 
of  beet-sugar.  It  is  also  used  for  producing  the 
red  fire  of  fireworks,  and  in  the  manufacture  of 
'  basic  bricks.'  L.  J.  S. 

STRONTIUM.    Sym.  Sr.    At.wt.  87-6. 

Strontium  derives  its  name  from  Strontian 
in  Argyllshire,  where  strontianite,  the  carbonate 
of  strontium,  was  first  found.  This  mineral 
was  suspected  by  Crawford  in  1790  to  contain  a 
new  earth,  the  existence  of  which  was  confirmed 
by  Hope  in  1792,  and  by  Klaproth  in  1793. 

All  primary  rocks  contain  strontium  in 
greater  or  less  quantity.  More  strontium  than 
barium  has  been  taken  up  by  water,  owing  to  the 


readier  solubility  of  the  sulphate,  which  is  found 
deposited  along  with  gypsum  on  evaporation. 
The  carbonate  and  sulphate  of  strontium  are 
often  found  along  with  deposits  of  common  salt 
(Dieulafait,  Ann.  Chim.  Phys.  [v,]  15,  640). 

Strontium  is  chiefly  found  as  the  sulphate, 
celestine  SrSOj,  and  the  carbonate,  strontianite 
SrCOj.  It  almost  invariably  accompanies  cal- 
cium in  traces  in  the  various  forms  of  aragonite 
and  calcite.  In  barytocelestine  "it  occurs  along 
with  barium  as  a  mixed  sulphate  ;  barytes  also 
generally  contain  traces  of  strontium.  Brew- 
sterile  Al203-H4(BaSr)03-(Si02)„3HjO  is  a 
silicate  in  which  strontium  occurs  associated 
with  barium.  Strontium,  in  minute  traces,  is 
present  in  the  mineral  waters  of  Carlsbad, 
Kaiser-Franzenbrunnen,  and  many  other  places, 
and  in  sea- water. 

Davy  obtained,  by  a  method  identical  with 
that  described  under  barium,  a  metallic  body 
which  he  supposed  to  be  strontium,  but  which 
was  probably  only  a  rich  amalgam.  Matthiessen, 
by  the  electrolysis  of  the  fused  chloride,  obtained 
a  metallic-looking  mass,  and  the  method  was  used 
also  by  Borchers  (Zeitsch.  Elektrochem.  8,  759) 
with  similar  results.  It  seems,  however,  pro- 
bable that  some  action  similar  to  that  described 
under  Bakittu  and  Calchtm  takes  place,  and  that 
a  sub-chloride  and  not  the  metal  is  formed. 
The  compound  has  the  property  of  decomposing 
water.  The  best  method  of  obtaining  strontium 
is  probably  that  of  Guntz,  described  undei 
Babittm.  An  amalgam  is  obtained  by  Davy's 
method,  and  the  greater  part  of  the  mercury 
may  be  removed  by  distillation  in  a  vacuum. 
The  impure  strontium  so  obtained  is  then  treated 
with  hydrogen  at  a  red  heat,  whereby  the 
hydride  is  formed  and  the  last  traces  of  mercury 
removed.  The  hydride  is  then  decomposed  by 
exhausting  the  tube  and  finally  raising  the 
temperature  to  1100°. 

f  Guntz  does  not  appear  to  have  determined 
the  physical  constants  of  strontium,  and  it  is 
doubtful  whether  those  given  by  earlier  experi- 
menters are  of  value.  Like  barium,  it  is  a  white, 
malleable  metal.  It  decomposes  water  in  the 
cold  and.  unites  mth  the  halogens,  sulphur,  and . 
phosphorus. 

Strontium  hydride  SrHj  is  obtained  by  heating 
the  amalgam  in  a  current  of  hydrogen.  The 
mercury  distils  off,  leaving  a  white  solid,  which 
decomposes  water,  yielding  hydrogen  and  the 
hydroxide. 

Strontium  monoxide,  or  strontia  SrO,  is  ob- 
tained wlien  the  nitrate  is  heated  to  redness,  or 
when  the  carbonate  is  ignited,  either  alone  or  in 
contact  with  carbonaceous  matter,  such  as  coal 
or  charcoal.  Leplay  (Dingl.  poly.  J.  256,  169), 
having  observed  that  in  the  decomposition  of 
strontium  carbonate  by  means  of  superheated 
steam  the  hydroxide  so  formed  loses  water  at 
temperatures  near  its  melting-point,  and  is  con- 
verted into  a  solid  mass  of  oxide,  devised  a  process 
for  the  production  of  strontium  oxide  upon  the 
large  scale.  Moist  strontium  carbonate,  moulded 
into  suitable  forms,  is  deprived  of  a  portion  of  its 
moisture  and  heated  in  retorts  placed  over  a 
decomposing  furnace.  Superheated  steam  is 
also  blown  into  the  retorts,  jnd  the  liberated 
carbon  dioxide  led  away.  The  oxide 
formed  by  ignition  of  the  hydroxide  is  removed 
in  waggons,  fresh  carbonate  being  introduced  in 
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order  to  make  the  process  continuous.  Specially 
constructed  kilns  using  generator  gas  are  now 
usually  employed  for  preparing  the  oxide  by 
Duming  the  carbonate  at  a  high  temperature. 

Strontium  oxide  is  a  greyish-white  porous 
mass  of  sp.gr.  3-9,  non-volatile,  infusible  and 
glowing  mth  a  dazzling  white  light  in  the  oxy- 
nydrogen  flame.  It  possesses  an  alkaline  taste 
and  reaction.  Like  lime,  when  moistened  with 
water,  it  slakes,  becoming  hot  and  falling  to 
powder.  If  the  calculated  quantity  of  water 
be  added  to  form  the  crystalline  hydroxide,  the 
whole  solidifies  to  a  solid  mass. 

Strontium  hydroxide  Sr(0H]2  is  the  product 
of  the  action  of  water  upon  the  oxide.  On  dis- 
solving the  hydroxide  in  5-6  parts  of  boiling 
water,  filtering  hot  and  allowing  to  cool  in  a  closed 
vessel,  small  transparent  quadratic  crystals  of 
Sr(OH)j,8HjO  are  deposited ;  these  deliquesce 
in  the  air  and  are  rapidly  converted  into  carbon- 
ate. Heated  to  100°,  water  is  expelled,  leaving 
the  hydroxide  Sr(H0)2.  This  hydroxide  may 
also  be  obtained  in  the  fused  state  by  heating  the 
crystals  to  lowredness,  when  they  sohdify  on  cool- 
ing to  a  greyish- white  crystalline  mass.  At  a  red 
heat  all  the  water  is  expelled,  anhydrous  strontia 
remaining.  The  crystals  of  Sr(0H)2,8H20  are 
soluble  in  60  parts  of  cold  and  2-4  parts  of 
boiling  water,  forming  strontia-water,  which 
rapidly  absorbs  carbon  dioxide  from  the  at- 
mosphere, becoming  coated  with  a  crust  of 
carbonate. 

According  to  Heyer  (Ber.  19,  2684),  when 
strontium  hydroxide  is  heated  to  bright  redness 
and  the  oxide  so  formed  exposed  to  air  saturated 
with  aqueous  vapour  and  afterwards  to  dry 
iir,  a  crystalline  powder  of  the  composition 
Sr(0H)j,H20  is  obtained.  Another  hydrate 
Sr(H0)j,2Hj0  also  exists  according  to  Miiller- 
Erzbach  (Ber.  20.  1628). 

Strontium  hydroxide  is  used  largely  in  the 
preparation  and  refining  of  beet-root  sugar,  and 
in  the  extraction  of  orystallisable  sugar  from 
molasses.  Its  use  depends  upon  the  property  of 
the  oxide  and  hydroxide  of  strontium  to  combine 
with  sugar  to  form  saccharates  easily  decom- 
posable Dy  carbon  dioxide.  Lime  was  formerly 
used,  but  strontia  is  preferable,  the  precipitated 
saccharate  of  strontia  being  more  granular  than 
that  of  lime.  Scheibler  shows  that  to  obtain 
a  good  yield  3  molecules  of  Sr(0H)2  should 
be  employed ;  if  4  molecules  are  used  98-4 
p.e.  of  the  sugar  is  precipitated.  For  I  kilog. 
of  molasses  J  a  kilog.  of  Sr(OH)j  in  IJ  kilogs. 
boiling  water  is  a  good  proportion.  The  mixture 
is  stirred,  then,  after  standing  nearly  a  day, 
the  saccharate  crystallises  out ;  it  is  afterwards 
pressed  and  washed  with  cold  strontium  hy- 
droxide solution.  Under  increased  pressure  and 
temperature  a  tribasic  saccharate  is  obtained, 
but  if  this  while  hot  is  introduced  into  hot 
water  it  is  decomposed,  Sr(0H)2  crystallismg 
out,  and  the  ordinary  saccharate 
CiaH220n-SrO,6H20 
remaining  in  solution.  On  the  large  scale  this 
clear  solution  is  heated  to  over  100°  when  the 
saccharate  is  precipitated,  impurities  remaining 
in  solution.  The  saccharate  is  afterwards 
decomposed  by  carbon  dioxide. 

Many  processes  have  been  devised  for  the 
manufacture  of  strontium  hydroxide,  of  which 
the  following  are  the  most  important : — 


In  Niewerth's  process  (Dingl.  poly.  J.  251, 
191),  celestine  (SrSOj)  is  mixed  with  equal 
quantities  of  coal  and  brown  iron  ore  and  roasted. 
On  lixiviation  of  the  product  with  water, 
strontium  hydroxide  and  ferrous  sulphide  are 
produced. 

Olaus  (Dmgl.  poly.  J.  253,  82)  proposes  to 
obtain  it  from  the  chloride  by  addition  of  an 
equivalent  of  barium  hydroxide  to  the  hot  solu- 
tion; Sr(0H)2  crystallises  outand barium  chloride 
is  recovered  by  evaporation  and  crystallisation. 
Also  by  adding  an  equivalent  of  barium  hydroxide 
to  a  hot  solution  of  strontium  sulphide.  It, is 
also  found  that  if  a  solution  of  barium  sulphide 
is  added  to  a  hot  solution  of  strontium  sulphide, 
strontium  hydroxide  crystallises  out  on  cooling, 
barium  hydrosulphide  remaining  in  solution.  A 
similar  reaction  occurs  between  sodium  and 
strontium  sulphides.  On  evaporating  the  solu- 
tions of  barium  or  sodium  hydrosulphide,  mixing 
with  coal-dust,  igniting  gently  and  lixiviating, 
solutions  of  barium  and  sodium  sulphides  are 
obtained  which  can  be  used  agam.  Mother 
liquors  containing  strontium  hydrosulphide 
when  evaporated  and  ignited  with  coal-dust  give 
strontium  hydroxide  on  lixiviation  with  water. 
Claus  also  (J.  Pharm.  Chim.  [v.]  11,  434)  describes 
a  process  based  on  the  decomposition  of  stron- 
tium monosulphide  into  hydroxide  and  hydro- 
sulphide under  influence  of  water,  the  hydroxide 
crystallising  out. 

Leplay's  process  (Dingl.  poly.  J.  254,  436) 
consists  in  treating  strontianite  (SrCO,)  with 
steam  superheated  to  a  temperature  higher  than 
the  melting-point  of  the  hydroxide.  The  carbon  - 
ate  is  introduced  into  iron  pots  and  there  heated 
to  low  redness  ;  ^  the  contents  are  then  removed 
to  retorts,  into  which  the  superheated  steam  is 
blown.  The  semi-fluid  hydroxide  flows  into  a 
suitable  receiver,  and  is  thence  run  off  into 
moulds.  It  is  best  to  prepare  the  carbonate  by 
working  it  into  a  paste  with  30-40  p.e.  weak 
caustic  lye,  and  converting  into  balls  or  hollow 
cylinders. 

Knight  (Eng.  Pat.  16220,  1884)  precipitates 
strontium  sulphide  with  an  equivalent  of  zinc 
chloride  ;  after  decantation  from  the  precipitated 
zinc  sulphide,  the  clear  solution  is  decomposed 
with  caustic  soda,  strontium  hydroxide  crystal- 
lising out  on  cooling. 

Lee  Pattinson  (Eng.  Pat.  16989,  1884) 
employs  the  following  process  ;  An  equivalent  of 
manganese  dioxide  is  added  to  a  solution  of 
strontium  sulphide  and  air  of  the  temperature  of 
100°F.  blown  through.  About  66  p.o.  is  converted 
into  hydroxide  and  33  p.e.  into  insoluble  thiosul- 
phate,  33  p.e.  of  the  sulphur  present  being  also 
deposited.  The  sulphur  is  extracted  by  naphtha, 
and  the  oxide  of  manganese  used  again.  If  air 
is  blown  through  only  until  a  precipitate  begins 
to  form,  two-tWrds  of  the  strontium  is  found  to 
be  converted  into  hydroxide,  and  on  crystallising 
almost  pure  hydroxide  is  obtained.  The  mother 
liquor  containing  trisulphide  is  converted  to 
sulphide  and  used  again. 

Maotear  (Eng.  Pat.  5170,  1886)  mixes  stron- 
tium sulphate  with  slightly  more  than  its  equiva- 
lent of  sodium  sulphate  and  a  quantity  of  car- 
bonaceous matter.  The  finely-divided  mixture 
is  heated  in  a  furnace  until  the  sulphates  be- 
come reduced  to  sulphides.  The  product  is 
treated  with  hot  water,  when  the  two  sulphides 
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react,  with  the  production  of  sodinm  hydrosulph- 
ide  and  strontium  hydroxide,  which  latter  is 
obtained  by  crystaUisation.  The  mother  liquor 
containing  the  former  is  evaporated,  and  the 
residue  used  again  in  reducing  a  fresh  supply  of 
celestihe.  The  strontium  hydrosulphide  obtained 
as  a  by-product  in  the  working  of  the  Claus 
process  may  be  utilised  by  mixing  it  with  a 
solution  of  sodiumf  sulphide  Na^S,  when  stron- 
tium hydroxide  and  sodium  hydrosulphide  are 
formed,  the  former  of  which  may  be  crystallised 
out  as  usual. 

According  to  Trachsel  (J.  Soo.  Chem.  Ind. 
1886,  630)  other  processes  for  the  manufacture 
of  the  hydroxide  from  strontianite  and  oelestine 
are  as  follows.  K  the  native  carbonate  is  em- 
ployed as  the  raw  material,  it  is  first  converted 
into  oxide  in  kilns,  the  burning  requiring  a  higher 
temperature  than  that  of  lime ;  the  resulting 
oxide  is  then  dissolved  in  boiling  water,  the  solu- 
tion clarified  and  crystallised.  If  the  sulphate 
is  used,  the  process  is  more  complicated.  The 
powdered  mineral  may  be  boiled  with  a  solution 
of  sodium  carbonate,  and  the  resulting  carbonate 
made  into  bricks  with  sawdust  and  calcined  as 
above.  Or  a  mixture  of  strontium  sulphate  and 
sodium  carbonate  may  be  fumaoed,  ^so  yield- 
ing strontium  carbonate  and  sodium  sulphate. 
In  a  third  process  ammonium  carbonate  is  used 
to  convert  the  sulphate  into  carbonate,  the  con- 
version being  accomplished  in  closed  vessels  pro- 
vided with  stirring  apparatus. 

Trachsel,  in  order  to  simplify  the  manu- 
facture, has  devised  the  following  more  direct 
process.  It  is  based  upon  the  fact  that  a  solu- 
tion of  strontium  sulphide  treated  with  caustic 
soda  becomes  converted  into  strontium  hy- 
droxide, sodium  sulphide  or  hydrosulphide  being 
simultaneously  formed 

SrS-f-2]SraOH=Sr(OH)2+Na„S 
SrS-)-NaOH-fHjO=Sr(OH)2+NaSH. 

The  second  reaction  is  more  advantageous, 
requiring  only  half  the  soda.  The  sodium  sulph- 
ide and  hydrosulphide  are  then  converted  into 
carbonate  by  a  stream  of  carbon  dioxide  : 
2NaSH-fCOj-fHjO=Na2C03-f2H,S. 

The  sulphuretted  hydrogen  may  be  utilised 
by  converting  it  into  sulphur  dioxide  by  passing 
it  through  a  Claus  kiln. 

The  sodium  carbonate  is  next  treated  with 
caustic  lime,  obtaining  thereby  calcium  car- 
bonate and  caustic  soda,  which  can  be  used 
again,  thus  rendering  the  process  continuous. 

The  sulphate  fresh  from  the  mine  is  passed 
through  a  crushing  apparatus,  mixed  vrith  7 
cwts.  of  coal  to  every  20  owts.  of  sulphate,  and 
the  mixture  calcined  in  a  plus-pressure  or  re- 
volving furnace,  3-4  hours  being  sufficient  for 
the  conversion  into  sulphide.  It  is  then  carried 
to  the  lixiviators,  consisting  of  round  or  square 
vats  of  boiler-plate,  each  provided  at  6  ins.  from 
the  bottom  with  a  removable  grating  of  iron 
bars,  on  which  is  spread  a  filter  of  sugar  bags 
covered  with  fragments  of  brick  or  other  suitable 
material  to  protect  it  from  the  red-hot  furnace 
charge.  In  the  centre  of  the  grating  an  upright 
cast-iron  pipe  is  fixed,  passing  through  the 
grating  but  not  quite  touching  the  bottom  of  the 
vat,  and  bearing  on  the  top  a  flat  or  umbrella- 
shaped  plate,  between  which  and  the  pipe  an 
interstice  is  left  for  the  escape  of  liquor  which 


is  forced  up  by  the  steam  entering  through  a 
steam-pipe  placed  in  the  centre  of  the  cast-iron 
pipe  at  the  bottom  of  the  vat,  over  which  it  pro- 
jects several  inches.  In  these~vats  the  charges 
as  they  come  from  the  furnace  are  covered  with 
boiling  water  or  weak  liquor  from  a  former 
operation,  and  the  steam  is  turned  on,  which  not 
only  keeps  the  liquor  boiling,  but  also  circulates  it 
energetically,  forcing  the  uquor  which  has  per- 
colated through  the  false  bottom  upwards  in  the 
cast-iron  pipe,  when  it  falls  back  upon  the 
charge.  When  the  liquor  has  attained  the 
strength  of  24°Tw.  it  is  allowed  to  settle,  and 
then  run  ofi  to  crystallising  tanks,  where  it  ia 
treated  with  a  strong  solution  of  caustic  soda. 
The  greater  part  of  the  strontium  hydroxide 
falls  down  at  once,  a  further  quantity  crystal- 
lising out  on  cooling.  The  mother  liquor 
(chiefly  NaSH)  is  drained  away  from  the  crystals 
and  run  into  evaporating  pans,  where  it  is  con- 
centrated to  30°TW.  and  again  run  into  other 
crystallising  tanks,  where  it  deposits  practically 
all  its  strontium  hydroxide. 

The  crystals  are  dried  and  washed  in  hydro- 
extractors  and  twice  re-crystallised,  which 
renders  them  ready  for  packing.  This  double 
re-crystallisation  causes  serious  loss,  but  by  the 
following  device  one  ^•e-crystallisation  is  found 
sufficient.  The  impure  hydroxide,  after  being 
once  dried  and  washed  is  thrown  into  a  muffle- 
furnace,  where  it  is  gently  heated  and  stirred 
about.  Fart  of  the  water  of  crystallisation  is 
thus  driven, off,  the  iron  sulphide  is  oxidised, 
and  any  strontium  sulphide  is  changed  to 
sulphite,  sulphate,  and  thiosulphate,  a  little 
strontium  carbonate  being  also  formed.  This 
carbonate  is  sufficient  to  precipitate  all  the  iron 
when  the  furnace  product  is  dissolved  in  boiling 
water.  The  solution' is  clarified  and  allowed  to 
cool,  and  the  crystals,  after  passing  through  the 
hydro-extractor,  are  ready  for  packing.  By  this 
means  also  the  crystals  can  be  produced  in  a 
shorter  time,  about  six  days  being  the  average 
required. 

Strontium  dioxide  SrO^  is  formed  as  a 
hydrate  when  a  solution  of  strontium  hydroxide 
is  mixed  with  one  of  hydrogen  peroxide,  shining 
scales  of  the"  composition  SrOj.SHjO  being 
deposited.  When  heated  to  130°,  or  even  in 
dry  air  at  the  ordinary  temperature,  it  gives  off 
water,  and  the  peroxide  is  left  in  the  form  of  a 
white  powder.  On  heating  this  powder  to 
redness,  oxygen  is  evolved  without  fusion,  stron- 
tium monoxide  remaining. 

Strontium  chloride  SrCl:  is  formed  directly 
by  the  combustion  of  strontium  in  chlorine,  or 
by  heating  anhydrous  strontia  in  a  stream  of 
chlorine.  According  to  Konigel-Weisberg  (Ber. 
12,  511)  chlorine  has  no  action  on  dry  SrCOHjj, 
but  it  converts  the  hydrate  Sr(OH)j,8H20  into 
chloride  and  chlorate,  a  small  quantity  of  hypo- 
chlorite being  also  formed.  Strontium  chloride 
is  generally  obtained  from  strontianite  or  celes- 
tine.  The  former,  dissolved  in  hot  hydrochloric 
acid,-  deposits  on  cooling  long  hexagonal  deli- 
quescent needles  of  SrClj.GHjO -of  sp.gr.  1-603, 
isomorphous  with  the  hydrate  of  calcium 
chloride.  When  heated  the  crystals  lose  their 
water,  the  white  anhydrous  salt  being  left, 
which  fuses  at  a  high  temperature,  forming  a 
glassy  mass  of  sp.gr.  2-96.  According  to  Mulder, 
100  parts  of  water  dissolve  44-2  parts  SrClj  at 
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0",  83-1  parts  at  60°,  and  101-9  parts  at  100°. 
It  is  also  soluble  in  alcohol. 

The  anhydrous  chloride  absorbs  dry  ammonia, 
terming  a  white  powder  of  the  composition 
SrClj-SNHj. 

Wackenroder  (Dingl.  poly.  J.  253,  440) 
proposes  to  prepare  strontium  chloride  on  the 
large  scale  by  adding  an  equivalent  of  calcium 
chloride  to  strontium  sulphide  obtained  by  the 
reduction  of  celestine,  and  passing  carbon 
dioxide  into  the  mixture,  when  sulphuretted 
hydrogen  is  given  off  and  the  calcium  precipitated 
as  carbonate.  The  filtered  solution  is  then 
evaporated  to  the  orystallising-point  of  the 
strontium  chloride. 

Mactear  (Eng.  Pat.  1915,  1886)  mixes  celes- 
tine and  calcium  chloride  with  charcoal  or  other 
form  of  carbon  and  a  little  limestone  or  lime, 
and  strongly  heats  the  mixture  in  a  furnace, 
the  waste  fire-gases  being  utilised  to  dry  the 
calcium  chloride.  The  product,  consisting  of 
strontium  chloride  and  calcium  sulphide  or  oxy- 
sulphide,  jdelds  on  lixiviation  solutions  from 
which  strontium  chloride  can  be  crystallised. 

Strontium  oxychloride.  When  strontium 
hydroxide  is  boiled  in  a  concentrated  solution  of 
strontium  chloride,  the  liquid,  on  cooling,  de- 
posits nacreous  lameUsB  of  SrCl2'SrO,9H20, 
easily  decomposed  by  water  and  alcohol.  In 
vacud  this  oxychloride  loses  water,  becoming 
SrClj-SrCHjO  (Andr«,  Compt.  rend.  93,  58). 

Strontium  bromide  SrBr,  is  obtained  when 
strontium  is  burnt  in  bromine  vapour,  or  when 
the  carbonate  is  dissolved  in  hydrobromic  acid. 
From  the  solution,  on  evaporating,  long  needles 
of  the  hydrate  SrBra.eHjO  are  obtained.  It  is 
readily  soluble  in  water  and  slightly  soluble  in 
alcohol. 

Strontium  iodide  SrIj.VHjO  is  prepared 
by  evaporating  a  solution  of  hydriodic  acid 
saturated  with  strontium  hydroxide.  It  crystal- 
lises in  six-sided  plates,  very  soluble  in  water. 
Heated  in  a  closed  vessel  it  may  be  fused  without 
parting  with  iodine,  but  in  contact  with  air 
iodine  fumes  are  evolved,  strontium  oxide  being 
left. 

Strontium  fluoride  SrF^  is  also  similarly 
obtained  by  treating  the  oxide  or  carbonate  with 
hydrofluoric  acid,  or  by  precipitating  a  soluble 
strontium  salt  with  sodium  fluoride.  Strontium 
fluoride  is  a  white  powder  insoluble  in  water. 

Strontium  carbide  SrC^  has  been  prepared 
in  the  pure  crystalline  condition  by  Moissan  by 
reducing  the  oxide  with  carbon  in  the  electric 
furnace,  using  120  grms.  of  strontia  to  30  grms. 
of  sugar  carbon.  The  reduction  is  effeotfed  at  a 
lower  temperature  than  the  corresponding 
calcium  carbide.  It  is  a  brownish  crystalline 
mass,  density  3-19,  which  decomposes  water 
jielding  acetylene  and  strontium  hydroxide. 

Strontium  carbonate  SrCOj  occurs  native 
as  strontianite  in  rhombic  crystals,  isomorphous 
with  those  of  aragonite  and  witherite.  Strontium 
oxide  absorbs  COj,  as  does  CaO,  when  strongly 
heated  to  a  temperature  about  1050°,  becoming 
incandescent,  the  luminosity  being  greater  than 
that  of  lime.  But  the  normal  carbonate  is  never 
formed  in  this  way  (Raoult,  Compt.  rend.  92, 
1110).  When  a  solution  of  a  strontium  salt  is 
precipitated  by  an  alkaline  carbonate,  strontium 
carbonate  is  obtained  as  a  white  powder  of 
sp.gr.  3'62      It  may  be  obtained  crystallised  in 


the  form  of  strontianite  by  fusing  a  mixture  of 
po tassium  chloride,  so diumchlorideand  the  amor- 
phous carbonate,  and  allowing  to  cool  (Bourgeois, 
Bull.  Soc.  chim.  [ii.]  37,  447).  When  gently 
heated  it  becomes  converted  into  strontia.  A 
litre  of  water,  according  to  Presenius,  dissolves 
55  milligrams  of  strontium  carbonate.  It  is  still 
less  soluble  in  aqueous  ammonia  or  ammoniuin 
carbonate,  but  dissolves  more  readily  in 
ammonium  chloride  and  nitrate.  Boiled  with 
ammonium  chloride  solution  it  becomes  con- 
verted into   strontium  chloride. 

Several  processes  have  been  devised,  in  view 
of  the  use  of  strontia  in  sugar  refining,  for  the 
production  of  strontium  carbonate  on  the  large 
scale.  Urquhart  and  Bowell  (Dingl.  poly.  J. 
1884,  252)  treat  native  sulphate  (celestine)  with 
sulphuric  acid  to  remove  iron  and  aluminium, 
then  boil  the  product  with  mixed  solutions  of 
sodium  sulphate  and  carbonate.  The  resulting 
mixture  of  strontium  sulphate  and  carbonate  is 
heated  in  a  furnace  with  excess  of  NajCOs,  and 
the  mass  lixiviated,  SrCOj  being  thus  obtained, 
together  with  a  liquor  which  is  used  for  the 
treatment  of  fresh  celestine. 

Mebus  and  Deeastro  (Dingl.  poly.  J.  257, 
198)  digest  finely-pulverised  strontium  sulphate 
with  a  solution  of  ■  ammonium  carbonate,  the 
decomposition  being  effected  in  an  apparatus 
fitted  with  agitating  appliances. 

A  basic  hydrated  strontium  carbonate  is 
formed  when  the  hydrate  Sr(OH)2,HjO  is 
exposed  to  a  current  of  carbon  dioxide,  and  the 
product  dried  at  145°  (Finkener,  Ber.  19,  2958). 
Strontium  nitride  SrjNa  may  be  obtained  by 
the  action  of  nitrogen  on  the  amalgam  at  a  red 
heat.  The  mercury  distils  off,  leaving  a  dark 
fused  mass  which  decomposes  water  with  the 
formation  of  ammonia  and  strontium  hydroxide. 
Strontium  nitrate  Sr{N03)2  may  be  pre- 
pared by  dissolving  the  carbonate  in  dilute 
nitric  acid.  On  allowing  the  hot  concentrated 
solution  to  evaporate,  the  anhydrous  nitrate 
separates  out  in  transparent  crystals  belonging 
to  the  regular  system,  generally  in  octahedrons 
modified  by  faces  of  the  cube.  Its  sp.gr.,  ac- 
cording to  Schroder,  is  2-96.  It  possesses  a 
cooling  taste,  and  when  thrown  upon  red-hot 
charcoal  deflagrates,  burning  with  a  red  flame. 
Owing  to  the  fact  that  this  salt  lends  itself  most 
readily  to  the  production  of  red  fire,  it  is  much 
used  in  pyrotechny. 

On  cooling  a  dilute  solution  of  strontium 
nitrate  a  hydrate  Sr(N03)2,4H20  separates  out 
in  large  mouoclinic  prisms,  which  rapidly  efflo- 
resce in  the  air.  Stjontium  nitrate  is  soluble 
in  about  twice  its  weight  of  water  at  13°,  and  in 
an  equal  weight  at  100*  (Mulder).  It  is  but 
slightly  soluble  in  alcohol  and  almost  insoluble 
in  strong  nitric  acid. 

Strontium  phosphide  SrjPj  is  prepared  by 
reducing  tristrontium  phosphate  with  carbon  in 
the  electric  furnace.  It  forms  brownish-red 
crystals,  density  2-68,  and  decomposes  water 
yielding  phosphoretted  hydrogen  and  strontium 
hydroxide. 

Di-strontium  ortho-phosphate  Sr2H2P208,  or 
SrHPOi,  is  obtained  by  precipitation  of  solutions 
of  strontium  salts  with  disodium  phosphate  as  a 
white  amorphous  powder,  insoluble  in  water 
but  soluble  in  acids  or  ammonium  salts.  It  is 
not  decomposed  by  aqueous  solutions  of  alkalis. 
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After  beiiig  heated  strongly  to  the  fusing-point 
it  exhibits  phosphorescence. 

According  to  Kuhn,  a  mixture  of  di-stroutium 
and  mono-strontium  phosphates  is  formed  when 
the  strontium  salt  is  incompletely  precipitated 
in  the  cold  by  the  alkaline  phosphate. 

Potassium  strontium  phosphate  KSrP04, 
ftnd  sodium  strontium  phosphate  NaSrPOj,  are 
obtained  by  ignition  of  one  molecule  strontium 
pyrophosphate  with  a  molecule  of  potassium  or 
sodium  carbonate  and  extraction  with  water. 
They  are,  however,  somewhat  readily  decom- 
posed by  water,  the  residue  being  invariably 
found  to  contain  neutral  strontium  phosphate. 
According  to  Joly  (Compt.  rend.  104,  905)  a 
molecule  of  HNa^POj  reacts  with  one  of  SrClj 
in  three  stages.  A  gelatinous  trimetallio  phos- 
phate is  first  formed,  which  then  becomes  crystal- 
line, and  is  afterwards  transformed  into  di- 
strontium  phosphate,  the  solution  becoming 
acid.  The  temperature  remains  stationary  at 
first,  while  cubic  crystals  of  NaSrP04,9H20 
begin  to  form,  almost  insoluble  in  cold  water. 
If  the  precipitate  is  allowed  to  remain  in  the 
liquid  and  phenolphthalein  added,  and  then 
sodium  hydroxide,  a  white  gelatinous  precipitate, 
rapidly  crystallising,  is  formed.  When  the 
indicator  changes,  one  equivalent  of  alkali  has 
been  added,  and  the  whole  of  the  strontium  is 
precipitated  as  NaSrP04,9H20. 

Strontium  pyrophosphate  Sr^PsO,  is  obtained 
by  precipitation  as  an  amorphous  powder,  rapidly 
becorning  crystalline  when  the  liquid  is  kept 
warm.  It  is  insoluble  in  acetic  but  soluble  in 
stronger  acids.  Heated  to  100°  the  hydrate 
SrjPjOj.HjO  is  left,  but  above  that  temperature 
the  water  is  driven  off. 

On  adding  strontium  nitrate  to  a  boiling 
solution  of  sodium  pyrophosphate,  a  precipitate 
forms  which  is  probably  a  mixture  of  strontium 
pyrophosphate  with  a  double  salt. 

Di-strontium  arsenate  SrHAsOi.  When  a 
solution  of  HNajAsOj  is  added  to  one  of  SrClj  a 
precipitate  of  SrNaABOj,HjO  is  thrown  down  ; 
when  the  filtrate  from  this  is  evaporated,  a  white 
precipitate  of  the  di-strontium  salt  is  obtained 
(Salkowsld).  According  to  Joly  (Compt.  rend. 
i04,  905),  when  1  molecule  SrClj  solution  is 
added  to  one  of  HNa2As04  no  precipitate  is 
formed,  the  solution  remaining  alkaline ;  but 
after  some  time,  if  the  sides  of  the  vessel  are 
rubbed,  a  crystalline  precipitate  separates,  and 
the  liquid  becomes  acid.  In  24  hours  large  cubic 
crystals  of  NaSrAsOi,9HjO  (isomorphous  with 
corresponding  phosphate)  are  deposited.  On 
addition  of  one  equivalent  NaOH  the  precipita- 
tion is  complete. 

Strontium  silicate.  According  to  Krrwan, 
0qual  weights  of  strontia  and  silica  fuse,  with 
formation  of  an  amber-coloured  glass  and  a 
black  and  white  enamel.  Vauquelin  found  that 
with  3  parts  of  strontia  a  solid  grey  mass  is 
formed,  difficultly  soluble  in  water,  but  readily 
in  dilute  acids.  According  to  Kuhlmann,  stron- 
tium carbonate,  digested  in  solution  of  silica  is 
converted  into  a  hydrated  strontium  silicate. 

Strontium  monosulphide  SrS  is  prepared 
by  reduction  of  the  sulphate  with  coal  or  other 
form  of  carbon.  It  is  a  white,  granular,  semi- 
fused  and  brittle  mass.  It  is  decomposed  by 
treatment  with  a  large  quantity  of  boiling  water, 
with  formation  of  strontium  hydroxide,  which 


crystallises  out  on  cooling,  and  strontium  sul- 
phydrate,  which  remains  in  solution  : 

2SrS -h2HaO =Sr(OH),+Sr(SH)a. 

If  a  less  quantity  of  water  be  employed, 
nearly  pure  hydrosulphide  is  extracted,  whUe  the 
tesidue  on  treatment  with  more  water  gives  a 
solution  of  almost  pure  hydroxide. 

The  strontium  sulphide  obtained  by  heat- 
ing 100  parts  SrCOj,  30  parts  sulphur,  aid  5 
parts  arsenious  oxide  shows  a  greenish-blue 
phosphorescence  if  the  carbonate  has  been  pre- 
pared from  the  chloride  and  ammonium  car- 
bonate, but  a  greenish-yellow  if  precipitated  by 
sodium  carbonate  (Verneuil,  Compt.  rend.  103, 
600).  According  to.  Becquerel  {ibid.  104,  551) 
the  colour  of  the  phosphorescence  varies  with  the 
temperature.  At  —20°  it  is  violet-blue,  at  -f40° 
pale  blue,  at  90°  a  greenish-yellow,  and  at  150° 
orange.  The  reverse  series  of  colour-changes 
is  noticed  as  the  temperature  falls. 

Strontium  tetrasulphide  SrS,.  When  the 
monosulphide  and  sulphur  are  digested  in  water 
in  the  proportion  of  1  to  3  molecules,  and  the 
solution  allowed  to  evaporate  below  17°,  a  brown 
syrup  is  obtained  which  crystallises  at  8°  to  a 
mass  of  the  composition  SrS4,6H20.  This  sub- 
stance is  very  hygroscopic,  and  soluble  in  alcohol 
as  well  as  in  water.  On  exposing  the  solutions 
to  the  air,  strontium  thiosulphate  remains  in 
solution,  sulphur  and  a  little  SrCOj  being  de- 
posited. On  heating  the  syrup  to  100°,  or  con- 
centrating under  the  air-pump  between  20°  and 
25°,  a  light-yellow  soUd  of  the  composition 
SrS4,2H20  separates.  Heated  above  100°,  its 
own  water  of  crystallisation  decomposes  it.  It 
is  insoluble  in  carbon  disulphide. 

When  an  alcoholic  solution  of  SrS,  is  exposed 
to  air,  transparent  ruby-red  rhombic  crystals  are 
formed  of  the  composition  SrO-SrS4,12H20, 
which  are  decomposed  by  water.  They  are  pro- 
bably identical  with  Gay-Lussac's  disulpWde, 
which  he  obtained  by  allowing  a  solution  of 
strontium  sulphide'to  stand. 

Strontium  pentasulphide  SrS^  is  obtained 
when  the  monosulphide  is  digested  in  water  with 
4  molecules  of  sulphur,  but  is  only  known  in 
solution.  On  attempting  to  isolate  by  evapora- 
tion under  the  air-pump,  a  mixture  of  the  tetra- 
sulphide and  sulphur  is  obtained  (Schoue, 
Pogg.  Ann.  117,  56). 

Strontium  hydrosulphide  Sr(SH)j  is  readily 
obtained  by  Saturating  strontia  water  with  sul- 
phuretted hydrogen,  or  by  passing  sulphuretted 
hydrogen  through  water  holding  strontium  sul- 
phide in  suspension.  Also  by  dissolving  the 
monosulphide  in  a  small  quantity  of  boiling 
water,  by  which  it  is  decomposed  into  soluble 
sulphydrate  and  insoluble  hydroxide.  By  evapo- 
rating the  solution  obtained  by  the  first  method, 
Berzdius  obtained  the  hydrosulphide  in  large 
striated  prisms,  which  on  heating  melt  in  their 
water  of  crystallisation,  then  give  it  off,  together 
with  sulphuretted  hydrogen,  and  leave  a  residue 
of  the  monosulphide. 

Strontium  sulphite  SrSOj.  Strontia  com- 
mences to  absorb  sulphur  dioxide  at  230°  with 
production  of  SrSO,.  Strontium  sulphite  is 
obtained  by  double  decomposition  as  a  white 
powder  soluble  in  aqueous  sulphurous  acid, 
from  which  solution  the  sulphite  is  again  de- 
posited in  crystalline  grains.    The  crystals  are 
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flat,  rectangular  tables,  which  are  gradually  con- 
verted into  sulphate  on  exposure  to  air. 

Strontium  sulphate  SrSO,  is  found  native 
as  oelestine  in  large  rhombic  crystals  and  fibrous 
masses.  The  name  celestine  was  originally 
given  to  the  mineral  on  account  of  the  light- 
blue  tint  which  it  generally  possesses.  By  fusing 
potassium  sulphate  with  excess  of  strontium 
chloride  Manross  obtained  well-developed  artifi- 
cial crystals  of  oelestine.  Sulphuric  acid  added 
to  the  solution  of  any  strontium  salt  gives  a 
precipitate  of  sulphate  more  or  less  crystalline. 
According  to  Haushofer  (J.  M.  1887,  1,  Ref.  16), 
solutions  containing  0-1  grm.  SrClz  in  20-80 
CO.  water  treated  wjth  1  c.o.  concentrated 
hydrochloric  acid,  give  with  dilute  sulphuric 
acid  very  perfect  rhombic  crystals.  Precipitated 
strontium  sulphate  has  a  sp.gr.  of  3-7,  and  fuses 
on  being  strongly  heated.  It  is  less  soluble  in  hot 
than  in  cold  water,  but  is  more  soluble  in  acids. 
According  to  Fresenius,  1  litre  of  water  dis- 
solves 0-145  grm.  at  ordinary  temperature  and 
0-104  grm.  at  100°.  This  aqueous  solution  at 
once  gives  a  turbidity  with  solutions  of  barium 
salts.  Strontium  sulphate  dissolves  to  a  con- 
siderable extent  in  a  solution  of  common  salt 
and  other  saline  solutions,  but  the  presence  of 
sulphates  or  dilute  sulphuric  acid  diminishes 
the  solubility.  Unlike  barium  sulphate,  stron- 
tium sulphate  is  completely  converted  into  car- 
bonate by  boiling  with  solutions  of  alkaUne 
carbonates. 

Strontium  sulphate  is  soluble  in  hot,  strong 
sulphuric  acid,  crystals  of  celestine  separating  out 
on  cooling.  If  it  is  heated  with  strong  sulphuric 
acid  to  100°  and  the  solution  digested  vrith  an 
excess  of  salt  at  a  stiU  higher  temperature,  the 
acid  salt  SrH2(S04)2  separates  as  a  crystalline 
powder,  which  changes  on  exposure  to  moist  air 
to  the  hydrated  salt  SrH2(S04)2,HjO,  forming 
shining  tabular  crystals.  According  to  Varenne 
and  Pauleau  (Compt.  rend.  93,  1016)  1  grm.  of 
SrSOi  precipitated  from  the  chloride  dissolves 
in  1256  grms.  sulphuric  acid. 

Strontium  chromate  SrCrO,  is  formed  as  a 
lemon-yellow  precipitate,  composed  of  slender 
microscopic  needles,  when  a  strong  solution  of 
chloride  or  nitrate  of  strontium  is  mixed  with 
one  of  neutral  potassium  chromate.  After 
drying  over  sulphuric  acid  or  at  100°  the  salt  is 
anhydrous,  and  remains  unaltered  on  heating. 
One  part  of  the  salt  is  soluble  in  840  parts  of 
water  at  16°.  It  is  readily  soluble  in  hydro- 
chloric, nitric,  and  chromic  acids.  It  dissolves 
with  difficulty  in  acetic  acid,  and  is  insoluble  in 
alcohol.  No  precipitate  is  formed  in  presence 
of  acetic  acid  if  the  solution  contains  for 
I  molecule  KjCrOj  1  molecule  Sr(N03)j  or 
Sr(C2H302)2  and  30  molecules  water,  or  for 
-  1  molecule  SrClj,  25  molecules  HaO.  The 
separation  from  barium  by  means  of  TfjCrOj 
is,  therefore,  not  complete,  some  SrCrOj  coming 
down  along  with  the  BaCrOj  (Mesohtohersky, 
J.  Russ.  Phys.  Chem.  Soc.  1882,  219). 

Bourgeois  (J.  M.  1880,  1,  Befi  351)  prepared 
SrCrO«  by  heating  2  molecules  SrClj  with  1 
molecule  KaCrO,  and  1  molecule  NajCOs  to 
bright  redness.  The  SrCrO,  thus  obtained  forms 
beautiful  yellow  rhombic  lamellae,  cleaving 
parallel  to  faces  of  a  rhombic  prism,  and 
sparingly  soluble  in  water. 

Strontium    dichromale    SrCrjOjjHjO    has 


been  obtained  by  Preis  and  Rayman  (Ber.  13, 
340)  by  dissolving  SrCrOj  in  concentrated  chro- 
mic acid  and  drying  the  product  at  100°.  It 
consists  of  readily-soluble  dark-red  crystals.  A 
second  salt,  containing  3HjO,  was  obtained  in 
the  form  of  red  deliquescent  crystals. 

Detection  and  estimation  of  strontium. 
Strontiuni  salts  colour  the  flame  a  charac- 
teristic crimson.  Examined  by  the  spectro- 
scope, the  spectrum  is  found  to  consist  of  a  large 
number  of  bright  lines,  of  which  the  orange  line 
Sro,  the  red  fines  SrjS  and  Sry,  and  the  blue  fine 
SrS  are  most  characteristic.  Even  in  presence 
of  a  large  quantity  of  barium  salts  this  reaction 
affords  a  ready  means  of  distinguishing  stron- 
tium. 

In  its  reactions  strontium  very  much  re- 
sembles barium.  It  chiefly  differs  in  forming 
more  soluble  salts.  Thus  the  sulphate,  chrom- 
ate, and  silico-fiuoride  are  considerably  more 
soluble.  Hence  dilute  solutions  are  only  pre- 
cipitated after  some  time  by  sulphuric  acid  or 
soluble  sulphates,  and  a  solution  of  strontium 
sulphate  gives  an  immediate  precipitate  with 
soluble  barium  salts. 

The  chromate  is  very  much  more  soluble,  a 
precipitate  of  stellar  aggregates  of  needles  only 
forming  with  strong  solutions  and  in  absence 
of  much  acetic  acid.  Strontium  sulphate  is 
formed  after  a  time  if  the  solution  is  dilute,  but 
immediately  if  strong,  on  addition  of  a  solution 
of  calcium  sulphate  to  one  of  a  soluble  stron- 
tium salt,  and  thus  strontium  may  be  distin- 
guished from  calcium. 

Strontium  may  be  estimated  as  carbonate  by 
precipitation  vrith  ammonium  carbonate  and 
ammonia  from  a  hot  solution  ;  the  carbonate  is 
not  decomposed  by  ignition  over  an  ordinary 
Bunsen  burner.  It  may  also  be  estimated  as  sul- 
phate, the  completion  of  the  precipitation  being' 
effected  by  addition  of  alcohol.  This  method,  of 
course,  can  only  be  used  when  the  original 
strontium  salt  is  soluble  in  alcohol. 

Atomic  weight  of  strontium.  Richards,  using 
the  bromide,  obtained  as  mean  87-616;  0=16. 
Thorpe  and  Francis  (Proc.  Roy.  Soc.  83  A.  277), 
using  various  methods,  obtained  as  mean  87-649. 

G.  S.  B. 

STROPHANTHUS.  Komh^  Arrow-poison. 
The  seed  of  Strophanthus  hispidus  (De  Cand.)  is 
used  by  the  natives  of  Central  Africa  for  the  pre- 
paration of  arrow-poison.  A  paste  is  made  by 
crushing  the  seed  with  water,  and  with  this  the 
arrow-heads  are  smeared.  Arrows  tipped  in  this 
way  appear  to  be  used  both  in  warfare  and  in  the 
chase.  In  the  latter  case  the  animal  falls  quickly, 
when  the  flesh  immediately  around  the  wound 
is  cut  away  and  the  remainder  eaten  without 
any  injurious  effect.  Strophanthus  arrow-poison 
is  very  widely  used  throughout  the  whole  of 
Central  Africa,  specimens  having  been  obtained 
and  sent  to  Europe  froin  time  to  time  from 
nearly  aU  parts  of  the  east  and  west  coasts.  The 
plant  Is  a  woody  climber  of  the  natural  order 
ApocynacecB,  which  ascends  the  highest  trees 
and  hangs  in  festoons  from  one  to  another.  The 
pods  contain  one  to  two  hundred  seeds,  each 
seed  weighing  about  half-a-graih,  and  having 
attached  to  it  a  beautiful  oomose  appendage  on 
an  extremely  brittle  stalk.  The  seed  was  first 
examined  by  T.  R.  Fraser,  of  Edinburgh,  in  1872, 
who  drew  attention  to  its  important  physiological 
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action  on  the  movements  of  the  heart,  and 
pointed  out  that  both  its  physiological  and  toxic 
action  depends  upon  the  presence  of  an  active 
constituent  to  which  he  gave  the  name  '  stro- 
phanthin  '  (Pharm.  J.  [iii.]  3,  523  ;   19,  660). 

There  has  been  some  doubt  as  to  the  precise 
botanical  origin  of  the  seed  of  commerce.  That 
examined  by  Fraser  came  from  the  East  coast, 
has  a  fawn  colour,  and  when  viewed  in  cer- 
tain positions  a  greenish-grey  appearance. 
West  African  seed  is  dark-brown  in  colour  and 
smaller.  The  latter  Is  without  doubt  derived 
from  S.  hispidus,  and  to  distinguish  the  former, 
which  alone  is  recognised  by  the  Pharmacopoeia, 
it, is  described  as  the  product  of  S.  Iiispidus, 
variety  Konibi  (Oliver)  (Holmes,  Pharm.  J.  [iii.] 
21,  233  ;  Brit.  Pharm.  Additions,  1890,  29).  V. 
also  Holmes  (»6«.  [iii.]  16, 778;  17,903);  Maisch 
{aid.  [iii.]  17,  972) ;  Hanausek  (ibid.  [3]  17, 
972) ;  Blondd  (J.  Pharm.  Chim.  [v.]  17,  249, 
297,  854) ;  Christy  (Pharm.  J.  [iii;]  20,  318). 

In  1877  Hardy  and  Gallois  isolated  an  active 
crystalline  compound  from  strophanthus  seed 
which. was  named  '  strophantin,'  and  which  had 
neither  the  characters  of  a  glucoside  nor  those  of 
an  alkaloid.  Fraser,  however,  finds  the  active 
constituent  to  be  a  glucoside,  which  readily 
breaks  up  under  the  influence  of  dilute  acids 
into  an  easily-orystaUisable  neutral  compound 
and  a  sugar.  The  glucoside  is  strophanthin,  and 
the  neutral  compound  produced  by  its  decom- 
position strophanthidin,  the  latter  probably 
identical  with  the  '  strophantin '  of  Hardy  and 
Gallois.  Both  these  compounds  are  toxic  and 
bitter,  and  have  similar  physiological  action. 
The  seed  also  contains  a  large  proportion  of 
fixed  oil,  and  an  acid  forming  an  insoluble  lead 
salt,  honibic  acid,  and  the  alkaloids  choline  and 
trigonelline  have  been  shown  to  be  present  in 
small  amounts  (Thorns,  Ber.  31,  404). 

A  specimen  of  seed  examined  by  Eraser  lost 
at  100°  6-7  p.o.  of  water,  and  the  residue  yielded 
successively  to  light  petroleum  31-8  p.c.  of  oil ; 
to  ether,  0'8  p.c.  chiefly  resin  and  chlorophyll ; 
to  rectified  spirit,  8-9  p.o.  of  bitter  extract ;  and 
to  water,  9*3  p.c.  mostly  mucilage  and  albumen. 
When  burnt,  there  remained  3'5  p.c.  of  ash ; 
insoluble  undetermined  constituents,  38"9  p.c. 
Strophanthin  is  found  in  the  alcoholic  extract. 
To  obtain  it  a  concentrated  solution  of  the  extract 
in  water  is  prepared,  and  precipitated  by  a  solu- 
tion of  tannin.  The  precipitate  is  well  washed 
and  mixed  with  enough  moist  oxide  of  lead  to 
combine  with  the  quantity  of  tannin  employed. 
This  mixture  is  allowed  to  digest  at  a  low  tem- 
perature for  several  days,  and  when  dry  is  ex- 
tracted successively  with  rectified  and  proof 
spirit.  If  any  tannin  remains  in  the  solution, 
the  lead  oxide  process  has  to  be  repeated. 
Excess  of  lead  is  removed  from  the  alcoholic 
Bolutions  by  a  stream  of  carbon  dioxide  passed 
for  2  or  3  days.  The  solutions  are  then  evapo- 
rated to  drjmess,  the  residue  exhausted  with 
rectified  spirit,  and  the  alcoholic  solution  pre- 
cipitated by  the  addition  of  ether.  The  more  or 
less  crystalline  precipitate  of  crude  strophan- 
thin thus  obtained  is  purified  by  solution  in 
alcohol  and  evaporation  in  a  vacuum.  The 
j'ield  of  strophanthin  amounts  to  65  p.c.  of  the 
Ucoholic  extract. 

A  second  method  is  to  extract  the  seeds, 
which  have  previously  been  freed  from  fat  and 


oil,  with  cold  70  p.o.  alcohol.  The  alcohol  is 
removed  by  distillation  and  the  residue  extracted 
with  water.  Lead  acetate  is  added  to  the 
aqueous  extract  as  long  as  a  precipitate  js  pro- 
duced, and  then  ammonium  sulphate  in  just 
sufficient  quantity  to  precipitate  the  excess  of 
lead  which  is  removed.  On  further  addition  of  a 
large  excess  of  ammonium  sulphate  the  stro- 
phanthin separates  in  a  pasty  mass,  and  may  be 
purified  by  repeated'  precipitation  by  the 
addition  of  ether  to  the  alcoholic  solution 
(Thoms,  Ber.  31,  271). 

Strophanthin  is  usually  obtained  as  an 
amorphous  mass,  although  crystals  can  be 
produced.  Its  empirical  formula  is  not 
known  with  certainty,  but  analysis  gives 
figures  agreeing  approximately  with  CijHjeOg. 
It  readily  absorbs  moisture,  and  is  capable  of 
forming  several  hydrates.  After  drying  over 
sulphuric  acid  it  melts  with  decomposition  at 
170°  (Feist,  Ber.  31,  534;  33,  2063,  2069). 
It  is  very  soluble  in  water  or  aqueous 
alcohol;  is  less  soluble  in  alcohol,  acetone,  oi 
amyl  alcohol ;  and  is  insoluble  in  ether, 
chloroform,  light  petroleum,  and  'carbon  disul- 
phide.  Mineral  acids  give  characteristic  colour- 
reactions  with  strophanthin.  Sulphuric  acid 
in  the  cold  gives  a  bright-green  colour,  which 
on  heating  to  43°-49°  changes  to  olive,  dark- 
brown,  violet,  violet-blue,  and  finally  to  a  violet- 
black.  A  10  p.c.  solution  of  sulphuric  acid 
produces  similar  changes  of  colour.  Nitric  acid 
gives  colour-reactions.  Hydrochloric  acid  dis- 
solves it,  forming  a  pale-yellow  solution,  changing 
to  brownish-yellow^  A  10  p.c.  solution  of 
hydrochloric  acid  forms  a  colourless  solution, 
which  when  heated  to  46°-54°  for  20  mins. 
changes  to  green  and  dark-blue,  the  latter  colour 
remaining  for  several  hours  (Fraser).  If  a  trace 
of  strophanthin,  dissolved  in  a  drop  of  water,  be 
mixed  with  ferric  chloride  and  a  drop  of  sul- 
phuric acid  added,  a  reddish-brown  precipitate 
forms,  which  either  at  once  or  after  standing 
some  hours  changes  to  emerald  green  (Helbing, 
J.  Soc.  Chem.  Ind.  1891,  576). 

On    hydrolysis    strophanthin    yields    stro» 

Ehanthidiu  and  a  carbohydrate.  Strophanthidin 
as  the  composition  C^.i'Safijii'B.fi.  It  melts 
at  169°-170°,  but  when  anhydrous  at  235°. 
The  sugar,  methylstrophanthohioside  i 

CizHjiOjOMe, 

obtained  by  the  hydrolysis  of  strophanthin, 
forms  a  colourless  crystalline  powder  melting 
at  207°.  When  hydrolysed  it  yields  methyl 
alcohol,  d-mannose,  and  S-rhamnose  (Feist,  l.e.^ 
and  Ber.  33,  2091 ;  cf.  Karstein,  Cihem.  Zentr. 
1902,  ii.  1514). 

Kontbic  acid  has  not  been  isolated  in  a  de- 
finite condition.  The  oil  extracted  by  light  petro- 
leum does  not  appear,  when  properly  washed,  to 
possess  any  physiological  activity.  It  varies  in 
colour  from  pale  yellow  to  green  and  brown,  and 
in  sp.gr.  from  Of  75  to  0-927  (Fraser),  and  consists 
mainly  of  the  glycerides  of  malic  and  palmitic 
acids  (Mjoen,  Arch.  Pharm.  234,  283).  See  also 
Elbome  (Pharm.  J.  [iii.]  17,  743 ;  18.  219) ; 
Helbing  {ibid,  [iii.]  17,  747,  924) ;  Gerrard  {ibid. 
[iii.]  17,  923) ;  Merck  {ibid,  [iii.]  18,  72) ;  Adrian 
a.  Bardet  {ibid,  [iii.]  18, 539) ;  Castillon  (J.  Pharm. 
Chim.  [v.]  17,  334) ;  Fischer  (Pharm.  Post,  20, 
489i. 


STYROGALLOL. 


203 


The  arrow-poiaon  of  the  Somalis  '  ouabaio,' 
the  botanical  origin  of  which  is  not  known  with 
certainty,  contains  a  compound,  ouabain,  which 
is  nearly  related  to  strophanthin  or  strophanthi- 
din. This  compound  is  now  prepared  from  a 
variety  of  strophanthus  seeds,  known  in  the 
market  by  the  unscientific  name  of  '  strophan- 
thus glabrus'  (Holmes,  Pharm.  J.  [iii.]  21,  234 ; 
Amaud,  Compt.  rend.  106,  1011  ;  107,  1162 ; 
126,  1208,  1280  ;  Cathelineau,  J.  Pharm.  Chim. 
[v.]  20,  436).     V.  OuBAio,  vol.  iv.  26.     A.  S. 

STROPHANTOBIOSE  v.  Cabbohybeatbs. 

STRYCHNINE  v.  Vegbto-alkaloids. 

STYPHNIC  ACID  v.  Phenol  and  its  homo- 

LOGUES. 

STYRACINE,  einnamyl  einnamalt 

C,H5-CH :  CH-CHj-0-CO-CH :  CH-CjH,, 
occurs   in   storax.     It   crystallises   in   needles, 
m.p.  14°.     On  saponification  it  forma  a  salt  of 
oinnamic  acid  and  styrone  (v.  Balsams). 

STYRACOL  V.  Synthetic  dbugs. 

STYRENE,  styrolene,  cinnamene,  phenyl- 
€thylene  C,Hj-CH  :  CHj,  occurs  in  liquid  storax 
{v.  Balsams),  from  which  it  may  be  obtained 
on  distillation.  It  is  formed  by  reducing  phenyl- 
acetylene  with  zinc-dust  and  acetic  acid  (Aron- 
Btein  and  HoUemann,  Ber.  1889,  22,  1184) ;  by 
heating  cinnamic  acid  with  barium  hydroxide 
(Gerhardt  and  Cahours,  Annalen,  1841,  38, 
98) ;  by  acting  upon  einnamyl  alcohol  with 
Bodium  amalgam  (Hatton  and  Hedgldnson, 
Chem.  Soo.  Trans.  1881,  39,  319) ;  by  heating 
dragon-blood  resin  either  alone  or  in  the  presence 
of  zinc-dust  (Botsch,  Monatsh.  1880,  1,  610) ;  by 
heating  phenylethyl  bromide  with  alcoholic 
potash  (Thorpe,  Zeitsch.  Chem.  1871,  130); 
by  the  action  of  aluminium  chloride  on  a  mixture 
of  benzene  and  ethyl  bromide  (Anachiitz,  Anna- 
len, 1886,  235,  331) ;  by  acting  upon  phenyl- 
methylcarbinol  with  phosphoric  acid  (Klages 
and  AUendorff,  Ber.  1898,  31,  1298).  Styrene 
is,  however,  most  conveniently  prepared  by 
acting  upon  cinnamic  acid  with  hydriodic  acid 
and  then  heating  the  product  with  aqueous  potash 
(Fittig  and  Binder,  Annalen,  1879,  195,  137). 

Properties  and  reactions. — Colourless  aromatic 
liquid ;  sp.gr.  0-925  at  0° ;  b.p.  146° ;  insoluble  in 
water,  but  soluble  in  all  proportions  in  alcohol 
and  ether.  On  keeping  it  changes  gradually 
into  metastyrene ;  with  the  halogens  and  halogen 
acids  it  readily  forms  addition  compounds ; 
on  reduction  it  yields  phenylethene  and  on  oxida- 
tion benzoic  acid ;  by  the  action  of  nitrogen 
trioxide  it  is  converted  into  a  nitrite  (Sommer, 
Ber.  1895,  28,  1328). 

Distyrene  (CjHs)^,  m.p.  124°,  is  obtained  by 
the  distillation  of  calcium  cinnamate  (Engler 
and  Leist,  Annalen,  1833,  6,  256)  or  cmnamic 
acid  alone  (Miller,  ibid.  1877,  189,  340),  and 
also  by  the  distillation  of  truxillio  acid  (Lieber- 
mann,  Ber.  1889,  22,  2255).  A  liquid  distyrene 
is  said  also  to  exist,  being  obtained  when  styrene 
is  heated  with  concentrated  hydrochloric  acid 
(Erdmann,  Annalen,  1883,  216,  187). 

Metastyrene.  Styrene  on  keeping,  especially 
at  high  temperatures,  changes,  alowly  in  the 
dark,  more  quickly  under  the  influence  of  light, 
into  another  polymer,  which  forms  an  amor- 
phous glassy  mass,  metastyrene  ;  on  distillation 
it  regenerates  styrene. 

o-Chlorostyrene  CjHj-CCl :  CHj  is  obtained 
by    heating    styrene    chloride    with    soda-lime 


(Blyth  and  Hofmann,  Annalen,  1845,  63,  310) ; 
liquid  b.p.  199°. 

;3-Chlorostyrene  C.HtCH  :  CHQ  is  formed 
when  cinnamic  acid  is  heated  with  sodium 
hypochlorite  or  with  potassium  chlorate  and 
hydrochloric  acid  (Stenhouse,  Annalen,  1845,  65, 
1 ;  1846,  57,  79) ;  also  by  heating  phcnyl- 
ohlorlactio  acid  with  water  to  200°  (Glaser, 
ibid.  1870,  154,  166) ;  also  by  the  action  of  zinc- 
dust  on  trichlomethylphenyl  carbinol  (Jocitsch, 
Chem.  Zentr.  1899,  i.  607). 

aa'-Dichlorostyiene  CjHj-CH :  CClj  is  formed 
by  the  action  of  chloral  on  benzene  in  the 
presence  of  aluminium  chloride  (Biltz,  Annalen, 
1897,  296,  259). 

o;8-Dichlorostyrene  C,Hs-CCl;CHa  is  formed 
by  the  action  of  phosphorus  pentachloride  on 
aoetophenone  (Dyckerhoff,  Ber.  1877,  10,  120). 

Trichloiostyrene  C.Hs-CGl.:  CClj  is  obtained 
by  the  action  of  alcoholic  potash  on  phenyltetra- 
chlorethylene  (Bilz,  Annalen,  1897,  296,  270). 

Bromostyrenes  are  obtained  by  similar 
methods  (Glaser,  ibid.  1870,  154,  168;  Fittig, 
ibid.  1879,  195,  142 ;  Fincke,  ibid.  1883,  21(3, 
290;  Jocitsch,  Chem.  Zentr.  1899,  [i.]  607; 
Favorsky,  ibid.  1899,  [i.]  778;  Nef,  Annalen, 
1899,  308,  273). 

lodostyrenes  (v.  Peratoni,  Gazz.  Chim.  ital, 
22,  [ii.]  69 ;  Liebermann  and  Sachse,  Ber.  1891, 
24,  4165). 

o-Nitrostyrene  (m.p.  12°)  from  j8o-nitrophenyl- 
propionio  acid  and  alkalis  (Einhom,  Ber.  1883, 
16,  2213). 

m-Nitiostyrene  (m.p.  —5°)  similarly  obtained 
(Prausnitz,  ibid.  1884,  17,  597). 

j)-Nltrostyrene  (m.p.  29°)  similarly  obtained 
(Easier,  Ber.  1883,  16,  3005). 

a-Nitrostyrene  (m.p.  58°)  from  stjrrene  and 
nitric  acid  (Simon,  Annalen,  1839,  31,  269) ;  by. 
heating  benzaldehyde  with  nitromethane  and 
zinc  chloride  (Priebs,  ibid.  1884,  225,  321) ;  by 
heating  phenyU'aocro tonic  acid  with  fuming  nitric 
acid  (Erdmann,  Ber.  1891,  24,  2773). 

For  other  nitrostyrenes,  see  Priebs,  Annalen, 
1888,  245,  343 ;  Friedlander  and  Mahly,  ibid. 
1885,  229,  224;  Friedlander  and  Lazarus, 
ibid.  1885,  229,  233  ;  Lipp,  Ber.  1884,  17,  1070. 

STYROGALLOL  (o-Dihydroxyanthracouma- 
rin)  CieHjOe  is  prepared  by  heating  10  parts  of 
cinnamic  acid  with  17  of  gallic  acid  and  150  of 
sulphuric  acid  for  2-3  hours  at  45°-56°.  The 
yellowish-red  mass,  after  cooling,  is  poured  into 
a  large  excess  of  water,  the  pale  green  micro- 
scopic crystals  so  formed  are  filtered  off  and 
washed  with  boiling,  slightly  acidified  water, 
and  recrystallised  from  alcohol,  glacial  acetic 
acid,  or  aniline  (D.  R.  P.  40375  ;  Frdl.  1877-87, 
569  ;  Jacobson  and  Julius,  Ber.  1887,  20,  2588  ; 
Kostanecki,  ibid.  3137). 

StyrogaUol  forms  light  yellow  needles  which 
do  not  melt  at  350°  and  sublime  at  360°  almost 
without  decomposition.  It  is  sparingly  soluble 
in  alcohol,  acetic  acid  or  aniline,  and  almost 
insoluble  in  other  solvents.  It  dissolves  in 
alkalis  with  a  green  colour,  which  on  warming 
becomes  blue,  violet,  and  finally  red.  It  dis- 
solves in  strong  sulphuric  acid  with  a  yellowish- 
red  colour,  and  when  oxidised  with  nitric  acid 
it  yields  much  phthalic  acid. 

StyrogaUol  is  a  dyestufE  which  gives  on 
mordanted  materials  similar  shades  to  nitro- 
alizarin. 
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With  acetic  anhydride  it  yields  a  di- 
and  a  tri-aceiyl  derivative,  and  when  the 
former  is  digested  with  boiling  alcohol  and 
potassium  acetate  for  about  2  hours,  it  yields 
a  crystalline  purple-coloured  potassium  salt 
C,,H,OsK  (Perkin  and  Wilson,  Chem.  Soc. 
Trans.  1903,  139),  which  readily  dissolves  in 
water  with  a  red  colour.  With  fuming  sulphuric 
acid  styrogaUol  forms  a  sulphonate.  When  p- 
coumario  acid  is  condensed  with  gallic  acid  it 
forms  hydroxystyrogallol  or  2:3:  6-trihydroxy- 
anthracoumarin  CijHgO,,  which  resembles 
styrogaUol,  but  the  presence  of  an  additional 
hydroxy  group  causes  it  to  be  less  soluble  and 
more  intensely  coloured.  Triacetoxystyrogallol 
ChHsOjCOAc),  melts  at  250* in  a  vacuum  (Slama, 
CSiem.  Zentr.  1899,  ii.  967). 
STYRONE,  einnamyl  akohol 

CeHj-CH :  CH-CH^OH 
occurs  in  storax.  It  crystallises  in  thin  needles ; 
m.p.  33° ;  b.p.  250° ;  it  has  a  characteristic  smell 
of  hyacinths.  On  mild  oxidation  it  yields 
cinnamaldehyde;  with  more  vigorous  oxidising 
agents  cinnamio  acid. 

SUBCUTIN  V.  Synthetic  bettos. 
SUBERIC  ACID  (Ger.  Korksaure) 
COjHCCHsl.COjH. 
Obtained  by  the  oxidation  of  the  following  sub- 
stances with  nitric  acid :  cork  (Markowiiikow, 
Ber.  1893,  3089  ;  Etaix,  Ann.  Chim.  Phys.  [vii.] 
9i,  384) ;  castor  oil  (Markownikow,  Etaix,  i.e.  ; 
Tilley,  Annalen,  39,  166) ;  oleic  acid  (Laurent, 
ibid.  28,  258 ;  Bromeis,  ibid.  35,  96) ;  stearic 
acid  (Bromeis,  ibid.  35,  89) ;  linseed  oil  (Saco, 
ibid.  81,  226) ;  cocoa-nut  oil  (Wirz,  ibid.  104, 
271);  almond  oil,  spermaceti  (Arppe,  ibid.  120, 
292 ;  124,  89) ;  palmitic  acid  (Schroder,  ibid. 
143,  33) ;  paraffin  (Pouchet,  J.  1874,  358) ;  by 
treating  pyrollidine  with  cyanogen  bromide  and 
phosphorus  pentachloride  (Braun,  Chem.  Zentr. 
1909,  ii.  1993) ;  by  treating  the  copper  deriva- 
tive of  dipropargyl  with  iodine,  followed  by 
carbon  dioxide  and  reducing  the  A^'-hexadi- 
ineue-af-dicarboxylic  acid  thus  formed  with 
hydrogen  and  platinum  black  (Lespieau  and 
Vavon,  Compt.  rend.  148,  1322  ;  149,  997) ;  by 
the  oxidation  of  azelaone  with  potassium  per- 
manganate (Derlon,  Ber.  1898,  1962).  It  has 
been  synthesised  from  trimethylene  bromide, 
magnesium  and  carbon  dioxide  (Zelinsky  and 
Gutt,  ibid.  1907,  3049),  and  by  the  electrolysis 
of  an  aqueous  solution  of  the  potassium  salt  of 
the  monoethyl  ester  of  -glutaric  acid  and  sub- 
sequent hydrolysis  of  the  diethyl  ester  thus 
formed  (Brown  and  Walker,  Annalen,  261, 
119).  To  separate  suberic  acid  from  azelaic  acid , 
which  is  also  produced  in  many  of  the  above 
reactions,  use  is  made  of  the  different  solubilities 
of  their  magnesium  salts  (Gantter  and  Hell, 
Ber.  1881,  1552  ;  Derlon,  ibid.  31,  1959). 

It  crystallises  in  white  scales,  m.p.  139'5° 
(Massol,  Bull.  Soc.  chim.  [iii.]  17,  746) ;  sparingly 
soluble  in  water  and  ether,  insoluble  in  chloro- 
form. By  heating  suberic  acid  with  chalk, 
Buberone  (eydoheptanone),  carbon  dioxide,  water 
and  a  trace  of  benzene  are  formed  (Markowni- 
kow, Ber.  1893,  Bef.  813).  The  anhydride 
obtained  by  heating  suberic  acid  with  acetyl 
chloride,  melts  at  62°-63°  (Anderlini,  Gazz. 
chim.  ital.  24,   i.  474).     The  amide  melts  at 


208°.  Twenty-six  isomerides  of  suberic  acid 
have  been  prepared. 

SUBERONE  V.  Ketones. 

SUBLAMIN  V.  Synthetic  dettgs. 

SUBLIMATION.  The  passage  of  a  stable 
substance,  when  heated,  into  the  state  of  vapour 
may  take  place  in  one  of  three  ways  : — 

1.  The  substance  is  liquid  under  ordinary 
conditions ;  it  boils  at  a  definite  teniperature, 
depending  on  the  pressure. 

2.  The  substance  is  solid ;  when  heated  it 
melts  at  a  definite  temperature,  and  when  more 
strongly  heated  it  boils  like  an  ordinary  liquid. 

3.  The  substance  is  solid ;  when  heated  it 
does  not  melt,  but  passes  directly  from  the  solid 
state  to  that  of  vapour  at  a  definite  temperature 
depending  on  the  pressure. 

Similarly  in  the  condensation  of  vapour  we 
may  have  (1)  liquefaction  ;  (2)  liquefaction  and 
subsequent  solidification ;  (3)  direct  passage 
from  the  gaseous  to  the  solid  state. 

The  term  distillation  is  applied  to  vaporisa- 
tion and  subsequent  condensation  of  the  first 
kind,  siiblimation  to  the  corresponding  changes 
of  the  third  order. 

Vaporisation  and  condensation  of  the  second 
kind  should  be  included  under  the  term  distil- 
lation, since  it  is  really  liquid  which  is  converted, 
into  vapour,  and  which,  as  a  rule,  is  first  formed 
in  the  process  of  condensation.  The  term  sub- 
limation is,  however,  not  unfrequently  employed 
in  the  case  of  substances  whose  melting-points 
are  high  or  are  not  far  removed  from  their  boil- 
ing-points, and,  indeed,  if  the  application  of  the 
term  were  strictly  limited  to  changes  of  the 
third  class  it  would  not  be  very  frequently  em- 
ployed in  practical  chemistry. 

As  a  matter  of  fact,  the  majority  of  sub- 
stances may  undergo  either  distillation  or  sub- 
limation, according  to  the  pressure  under  which 
the  vaporisation  and  condensation  take  place. 
This  may  be  best  understood  by  means  of  the 
diagram  (Fig.   1),  in  which  temperatures  are 
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measured  as  ordinates  and  pressures  as  abscissie. 

The  curve  ab  represents  the  boiling-points 
of  a  substance,  the  curve  CA  its  subliming-points, 
and  the  curve  ad  its  melting-points  under  vary- 
ing pressures.  The  boiling  and  subliming-points 
vary  greatly  with  alteration  of  pressure,  the 
melting-points  to  so  slight  an  extent  that  the 
curve  At),  drawn  to  true  scale  for  any  substance, 
could  not  be  distinguished  in  such  a  diagram 
from  a  straight  horizontal  line. 

All  three  curves  intersect  each  other  at  A, 
called  the  tri/ple  point.    The  temperature  at  A, 
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measured  vertically  from  the  horizontal  axis 
oy,  gives  the  melting-point  of  the  substance 
under  the  pressure  represented  by  the  horizon- 
tal distance  of  A  from  the  vertical  axis  ox ;  it 
is  practically  the  same  as  the  melting-point 
under  atmospheric  pressure — generally  a  small 
fraction  of  a  degree  lovirer. 

If  a  solid  substance  is  heated  under  pressures 
greater  than  the  triple-point  pressure,  its  tem- 
perature will  rise  until  the  melting-point  is 
reached ;  then,  after  fusion,  the  temperature 
will  again  rise  until  the  liquid  reaches  its  boiling- 
point.  The  melting-  and  boiling-points  under 
any  given  pressure  are  indicated  by  the  inter- 
section of  a  vertical  line  representing  that  pres- 
sure with  the  curves  AO  and  ab. 

If,  however,  the  pressure  is  lower  than  the 
triple-point  pressure,  the  substance  cannot, 
under  ordinary  circumstances,  exist  in  the  liquid 


state  at  all,  and  when  heated  it  sublimes  with- 
out previous  fusion  at  a  temperature  given  by 
the  intersection  of  the  vertical  line  of  constant 
pressure  with  the  curve  OA.  (It  is,  however, 
possible  to  cool  a  liquid  below  its  freezing-point 
without  solidification  taking  place,  and  it  may, 
indeed,  be  made  to  boil  below  its  freezing-point. 
This  is  indicated  by  the  dotted  line  ax,  which 
is  simply  a  continuation  of  the  curve  ba.) 

The  pressure  at  the  triple  point  varies  very 
greatly  for  different  substances,  but  in  the  vast 
majority  of  cases  it  is  far  below  the  atmospheric 
pressure.  Hence  under  ordinary  conditions  true 
sublimation  rarely  takes  place. 

The  following  table  gives  the  melting-points, 
the  boiling-points  under  normal  pressure,  and 
the  triple-point  pressures  of  a  few  substances ; 
complete  data  have  been  obtained  in  only  a 
limited  number  of  cases  : — 


Substance 

Melting-point — degs. 

Boiling-point — degs. 

Triple-point  pressure 

Water 

00 

100-0 

4-6   mm. 

Acetic  acid  .... 

16-4 

118-5 

9-45   „ 

Benzene        .... 

5-6 

80-2 

35-9     „ 

Bromine        .... 

-7-1 

58-7 

44-5     „ 

Nitrogen       .... 

-214 

-193-1 

600     „ 

Iodine            .... 

114-3 

184-3 

91-0     „ 

Camphor      .... 

1800 

204  0 

380-0     „ 

Mercuric  chloride  . 

288-0 

303-0 

554-0     „ 

Carbon  hexachloride 

188  (about) 

188  (about) 

1  atm. 

Arsenious  oxidg 

200  (about) 

? 

a  little  above  1  atm. 

Aluminium  chloride 

180-185 

? 

a  little  above  1  atm. 

Arsenic 

500  (about) 

450  (about) 

above  1  atm. 

Carbon  dioxide 

-57  (about) 

-78-2 

about  5-3  atm. 

-  Some  other  compounds — such  as  mercurous 
chloride  and  indium  trichloride — sublime  with- 
out fusion,  but  exact  dala  are  wanting. 

It  will  be  seen  from  the  table  that  the  triple- 
point  pressure  of  carbon  dioxide  is  over  five 
atmospheres,  hence  when  the  liquid  is  allowed 
to  escape  from  a  steel  cylinder  in  which  it  has 
been  stored  under  pressure,  that  which  escapes 
vaporisation  at  once  solidifies  and  cannot  be 
melted  in  an  open  vessel,  but  passes  directly 
into  the  gaseous  state. 

Arsenic  and  arsenious  oxide  also  sublime 
when  heated  under  atmospheric  pressure,  and 
carbon  hexachloride  sublimes  if  the  pressure  is 
very  slightly  lowered,  but  melts  and  distils  if 
the  pressure  is  slightly  raised.  Water  again 
cannot  exist  as  a  stable  liquid  under  a  pressure 
lower  than  4-6  mm.  Below  this  pressure,  ice, 
when  heated,  sublimes  without  melting. 

The  curve  CA  represents  not  only  the  sub- 
liming-points  of  a  solid  substance  under  varying 
pressures,  but  also  the  vapour  pressures  of  the 
substance  at  varying  temperatures  (Ramsay  and 
Young,  Trans.  Roy.  Soo.  1884,  i.  37),  just  as  the 
curve  AB  represents  both  the  boiling-points  and 
the  vapour  pressures  of  the  substance  in  the 
liquid  state ;"  hence  the  relation  of  the  sub- 
liming-point  of  a  solid  to  the  pressure  may  be 
defined  in  precisely  the  same  way  as  that  of  the 
boiling-point  of  a  liquid. 

The  ordinary  definition  of  the  '  boiling- 
point  '  (ft  liquid  boils  when  its  vapour  pressure 
ijs    equal   to   the   superincuinbent  afniospheric 


pressure)  is,  however,  to  some  extent  mislead- 
ing. There  is,  in  the  first  place,  perhaps  some 
ambiguity  about  the  terms  '  boiling-point '  and 
a  '  boiling  '  liquid.  It  is  true  that  when  a  liquid 
is  described  as  boiling,  the  impression  conveyed 
is  that  the  liquid  is  in  a  state  of  ebullition,  but 
the  '  boiling'point '  is  certainly  not  the  tempera- 
ture of  ebiUlition.  What  is  called  the  '  boiling- 
point  '  of  a  liquid  is  usually  determined  by  ■ 
placing  a  thermometer  in  the  vapour  over  the 
liquid,  care  being  taken  that  the  thermometer 
bulb  is  always  moistened  by  condensed  liquid. 
It  is,  in  fact,  the  condensing-point  of  the  vapour 
that  is  directly  measured. 

On  the  other  hand,  in  order  that  a  bubble  of 
vapour  may  form  below  the  liquid,  not  only  has 
the  pressure  of  vapour  or  air  over  the  liquid  to 
be  overcome,  but  also  that  of  the  column  of 
liquid  over  the  point  where  the  bubble  forms, 
and,  lastly,  the  adhesion  of  the  liquid  to  the 
solid  surface  (or  possibly  the  cohesion  of  the 
liquid  itself).  In  the  case  of  a  very  clean  smooth 
vessel,  and  a  liquid  very  free  from  dissolved  air, 
this  last  factor  becomes  very  important,  and  the 
ebullition-point  may  be  considerably  higher  than 
the  '  boiling-point.'  iJnder  the  most  favourable 
conditions  it  is  somewhat  higher  (Regnault, 
'  Relation  des  Exp&ienoes,'  1847,  525-529). 

The  boiling-point  of  a  liquid  is,  in  fact,  not 
its  ebullition-point— which  does  not  depend 
solely  on  the  pressure — but  it  is  the  highest 
temperature  attainable  by  the  liquid  under  a 
given  pressure  when  evaporating  with  a  perfectly 
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/ree  surface,  and  when  heat  is  received  from 
outwards  towards  the  surface.  It  is  only  under 
these  conditions,  where  ebullition  is  obviously 
impossible,  that  the  boiling-point  can  be  accu- 
rately determined  by  measuring  the  temperature 
of  the  liquid  itself  (Bamsay  and  Young,  Chem. 
Soc.  Trans.  47,  42). 

In  the  case  of  sublimation  this  difficulty  does 
not  occur,  for  anything  analogous  to  ebullition 
is  impo.ssible,  and  since  the  solid  can  only  be 
in  partial  contact  with  the  vessel  containing  it 
there  is  practically  always  a  free  surface  for 
evaporation. 

The  ordinary  definition  of  the  '  boiliEg-point ' 
of  a  liquid  takes  also  no  account  of  the  fact  that 
a  law  analogous  to  Dalton's  law  of  partial  pres- 
sures holds  good  for  distillation  and  sublimation. 

That,  this  is  the  case  is  proved  by  the  be- 
haviour of  two  non-miscible  liquids  when  dis- 
tilled together  (v.  Distillation).  Itisfoundthat 
the  boiling-point  and  the  -composition  of  the 
mixed  vapour  are  independent  of  the  relative 
quantities  of  the  two  liquids  present,  and  that 
the  '  boiliiSg-poiht '  is  the  same  as  that  of  either 
liquid  when  distilled  alone  under  a  pressure 
equal  to  its  partial  pressure  in  the  mixed  vapour. 
Hence,  as  the  pressure  of  the  vapour  of  the  one 
liquid  is  without  influence  on  the  '  boiling-point ' 
of  the  other,  it  might  be  inferred  that  the  pres- 
sure of  an  indifierent  gas,  such  as  the  air,  would 
be  without  influence  on  the  '  boiling-point '  of  a 
liquid  or  on  the  subliming-point  of  a  solid.  This 
is,  in  fact,  the  case,  and  it  is  really  not  the  pres- 
sure of  the  atmospheric  air,  but  that  of  the 
vapour  itself  in  contact  with  the  liquid  or 
■oUd,  that  influences  the  '  boiling- '  or  subliming- 
point. 

In  ordinary  cases  of  distillation  or  sublima- 
tion the  vapour  of  the  substance  completely 
expels  the  air  fro^n  the  flask  or  retort ;  hence  the 
substance  is  surrounded  by  its  own  vapour  at 
the  same  pressure  as  that  of  the  external  atmo- 
sphere, and  the  '  boiling- '  or  subliming-point 
does  depend — though  indirectly — on  the  atmo- 
spheric pressure. 

But  if  the  substance  be  made  to  vaporise  in 
the  open  air,  or  in  such  a  manner  that  the  rapid 
diffusion  of  the  vapour  prevents  the  complete 
Expulsion  of  the  air  from  the  immediate  neigh- 
bourhood of  the  substance,  then  the  '  boiling-  or 
subliming-point  does  not  depend  on  the  atmo- 
spheric pressure. 

Thus  water,  when  distilled  in  the  ordinary 
way  under  a  pressure  of  15  mm.,  boils  at  about 
18°,  but  Schrotter  observed  in  1853  (Annalen,  88, 
188)  that  when  some  water  was  placed  on  a 
shallow  clock  glass,  supported  by  a  short  tripod 
on  a.  second  clock  glass,  in  a.  bell-jar  over  sul- 
phuric acid,  the  temperature  fell  to  — 3°  when 
the  pressure  was  reduced  to  15  mm.  More  rapid 
diffusion  and  removal  of  vapour  was  effected  by 
suspending  in  the  bell- jar  a  thermometer  the  bulb 
of  which  was  covered  with  a  sponge  soaked  in 
water  ;  in  this  case,  under  a  pressure  of  40  mm., 
at  which  the  '  boiling-poSpt '  of  water  under 
ordinary  conditions  is  34°,  the  temperature  fell 
to  -10°. 

The  following  experiments  afford  a  still 
more  striking  proof  of  the  correctness  of  the 
statement  that  the  '  boiling-point '  does  not 
necessaril}'  depend,  on  the  atmospheric  pressure. 
A  copper  air-bath  was  heated  to  205°  and  a 


thermometer,  the  bulb  of  which  was  covered 
with  cotton  wool  and  moistened  with  boiling 
water,  was  suspended  in  the  bath  through  an 
opening  at  the  top.  The  pressure  of  the  atmo- 
sphere was  748  mm.,  and  the  water  on  the  cotton 
wool  was  in  a  strongly-heated  chamber,  yet  the 
temperature,  instead  of  remaining  at  nearly  100°, 
fell  to  66°,  and  remained  constant  at  this  point 
while  the  water  rapidly  evaporated,  A  second 
experiment  was  carried  out  under  the  same  con- 
ditions, except  that  steam  was  introduced,  so  as 
to  replace  the  air  as  completely  as  possible  by 
aqueous  vapour.  The  temperature  of  the  bath 
was  in  this  case  195°,  and  the  steam  was  passed 
into  it  after  the  temperature  of  the  water  on  the 
thermometer  bulb  had  fallen  to  69°  ;  the  result 
was  an  immediate  rise  o£  temperature,  the 
highest  point  reached  being  99°.  A  fall  of  tem- 
perature to  80°  was  again  observed  on  allowing 
some  of  the  steam  to  escape. 

In  these  cases  the  'boiling-point '  certainly 
does  not  depend  on  the  pressure  of  the  surround- 
ing atmosphere,  and  in  all  probability  the  obser- 
vation that  the  temperature  of  a  drop  of  water 
in  the  spheroidal  state  does  not  reach  100° 
(under  normal  atmospheric  pressure)  may  be 
explained  in  the  same  way,  the  vapour  round 
the  drop  of  water  being  always  diluted  with  a 
certain  amount  of  air.  Again,  by  passing  a  cur- 
rent of  air  through  water  or  any  other  liquid 
boiling  in  an  ordinary  distiUatiou  bulb,  the 
vapour  above  the  liquid  becomes  diluted,  and 
the  result  is  an  immediate  fall  in  temperature, 
both  of  the  liquid  and  of  the  vapour,  although 
the  liquid  continues  to  distil  rapidly,  and  this  is 
the  case  even  when  heated  air  is  introduced. 

Thus  by  bringing  about  admixture  of  air 
with  the  vapour  surrounding  a  vaporising  sub- 
stance the  same  effect  is  produced  as  by  reducing 
the  pressure  in  an  ordinary  distillation  bulb,  and 
in  this  way,  in  certain  cases,  the  partial  pressure 
of  the  vapour  may  be  reduced  below  the  triple- 
point  pressure,  so  that  the  substance  which  in  a 
bulb  or  test-tube  would  melt  first  and  then  boil, 
will  under  these  circumstances  sublime  at  a 
temperature  below  the  melting-point.  If  the 
bulb  of  a  thermometer,  by  repeated  immersion 
in  melted  camphor,  be  completely  covered  by  the 
solid  substance,  and  if  the  thermometer  be  then 
suspended  in  a  strongly-heated  air-bath  through 
which  a  moderate  current  of  air  is  passing,  the 
camphor  will  not  melt,  but  will  subUme  at  a 
temperature  lower  than  its  melting-point,  al- 
though the  total  pressure  is  far  above  the  triple- 
point  pressure  of  camphor. 

The  slow  volatilisation  of  camphor,  iodine, 
snow,  and  other  substances  is  to  be  explained  in 
precisely  the  same  way,  vaporisation  always 
taking  place  when  the  partial  pressure  of  the 
vapour  in  the  surrounding  air  is  less  than  the 
vapour  pressure  of  the  solid  substance. 

Again,  if  the  vapour  of  a  substance  which  is 
solid  at  the  ordinary  temperature  condense  in 
the  narrow  neck  of  a  retort  or  distillation  bulb, 
the  liquid  state  is  first  as  a  rule  assumed,  and 
solidification  afterwards  takes  place  ;  but  if  the 
same  vapour  be  allovi'ed  to  diffuse  into  the  air, 
or  if  by  any  means  sufficient  air  be  mixed  with 
it  before  condensation  occurs,  it  frequently 
happens  that  the  solid  state  is  at  once  assumed 
without  intermediate  passage  through  the  liquid 
state.    This  direct  passage  from  the  gaseous  tq 
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the  solid  state  must,  in  fact,  occur  if  by  admix- 
ture with  any  indifferent  gas  the  partial  pressure 
of  the  heated  vapour  falls  below  the  triple-point 
pressure  before  the  temperature  falls  sufficiently 
for  condensation  to  take  place. 

Thus  on  boiling  sulphur  in  an  ordinary 
retort,  while  the  vapour  is  rising  and  before  the 
air  has  been  expelled,  the  formation  of  small 
quantities  of  flowers  of  sulphur  is  always  to  be 
o bserved  above  the  vapour  ;  but  when  the  air  has 
been  expelled  and  the^  sulphur  vapour  condenses 
in  the  neck  of  the  retort,  liquid  is  formed. 
When,  however,  as  in  the  formation  of  flowers 
of  sulphur  on  the  large  scale,  the  heated 
vapour  is  passed  into  a  large  chamber  con- 
taining air,  direct  condensation  to  the  solid 
state  occurs  until  the  temperature  of  the 
chamber  reaches  the  point  at  which  the  partial 
pressure  of  the  sulphur  vapour  is  higher  than 
the  triple-point  pressure,  when  liquefaction 
takes  place. 

The  phenomenon  is  still  more  readily  ob- 
served in  the  case  of  camphor,  iodine,  and  other 
substances,  the  triple-point  pressures  of  which 
are  relatively  high.  Thus  3  we  heat  one  of 
these  substances  in  a  porcelain  basin  and  hold 
a  cold  glass  funnel  or  a  glass  plate  over  it,  the 
substance  melts  and  boils  in  the  basin,  but  con- 
denses as  a  solid  on  the  funnel  or  plate.  The 
heavy  vapour  collects  in  the  basin,  so  that  its 
partial  pressure  in  the  atmosphere  surrounding 
the  substance  soon  rises  above  the  triple-point 
pressure,  when  fusion  takes  place ;  but  before 
reaching  the  cold  glass  surface  the  hot  vapour 
bacomes  so  diluted  with  air  that  the  partial 
pressure  falls  below  the  triple-point  pressure,  so 
that  when  condensation  takes  place  the  solid 
state  is  at  once  assumed.  In  the  purification  of 
crude  anthracene  by  passing  steam,  heated  to 
about  230°,  over  the  melted  substance,  and  con- 
densing the  vapour  in  a  chamber  by  jets  of  cold 
water,  the  steam  acts  as  an  indifferent  gas,  and 
in  all  probability  the  partial  pressure  of  the 
anthracene  vapour  is  far  below  the  triple-point 
pressure  when  condensation  takes  place. 

So  also  when  condensation  of  moisture  from 
the  atmosphere  occurs  at  a  temperature  below 
0°,  and  when  the  partial  pressure  of  the  aqueous 
vapour  is  necessarily  lower  than  4-6  mm.,  there 
must  be  direct  passage  from  the  gaseous  to  the 
solid  state,  and  the  light  crystalline  snow  flakes 
present  all  the  appearance  of  having  been  formed 
in  this  way. 

Although  the  process  of  sublimation  is  in 
theory  quite  analogous  to  that  of  distillation, 
yet  the  apparatus,  employed  for  distillation  is 
nnsuited  for  sublimation,  for  the  narrow  con- 
densing tubes  would  rapidly  become  blocked 
by  the  solid  subUmate.  In  cases  of  true  sub- 
limation, therefore,  and  also  in  the  distillation 
of  liquids  with  high  soUdifying  points — such  as 
anthracene,  camphor,  iodine,  &c. — the  con- 
densing tube  must  be  wide  and  comparatively 
short,  as  in  the  Silesian  subliming  pots  for 
arsenic  trioxide  (v.  Ausbnic)  and  in  the  con- 
densers employed  for  the  manufacture  of  iodine 

{v.  lODINS). 

.The  condensing  tube  may,,  indeed,  be  re- 
placed by  a  simple  flat  or  concave  cover  over  the 
subliming  pot,  as  in  the  case  of  ammonium 
chloride  (Fig.  2).  ,,'.,..,,.„ 

The  ammomum  Phlojriae  is  heated  in  tue 


pots,  and  condenses  in  the  solid  state  on  the 
iron  covers. 

(It  is  true  that  in  this  case  the  process,  under 
ordinary  conditions,  is  not  one  of  simple  sub- 
limation, since  the  vapour  does  not  consist  of 
ammonium  chloride,  but  of  a  mixture  of  am- 
monia and  hydrogen  chloride ;  there  is  really 
dissociation     and     recombination    instead    of 
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vaporisation  and  condensation,  but  practically 
the  process  is  the  same  as  that  of  sublimation.) 
It  has  been  observed,  however,  by  H.  B.  Baker 
(Chem.  Soo.  Trans.  65,  615;  73,  422)  that 
ammonia  will  not  combine  with  hydrogen 
chloride  when  both  gases  are  very  carefully 
dried,  and  that  dry  ammonium  chloride  does 
not  undergo  dissociation  when  converted  into 
vappur.  Johnson  (Zeitsoh.  physikal.  Chem.  61, 
457)  has  made  the  remarkable  observation  that 
the  vapour  pressures  of  ammonium  chloride  are 
practically  the  same  whether  the  solid  is  care- 
fully dried  and  therefore  stable  or  imperfectly 
dried  and  subject  to  dissociation. 

It  frequently  happens  that  when  direct  con- 
densation to  the  solid  state  takes  place,  the 
substance  assumes  the  form  of  a  flne  light  crys- 
talline powder,  or  of  feathery  flakes  which  are 
easily  carried  about  by  currents  of  air ;  hence 
longer  flues  or  a  succession  of  condensing 
chambers  are  required  to  prevent  loss  of  sub- 
stance. This  is  especially  the  case  with  such 
poisonous  substances  as  arsenic  or  arsenic  tri- 
oxide, and  the  condensing  tubes  attached  to  the 
Silesian  subliming  pots  already  referred  to  are 
supplemented  by  condensing  chambers. 

If  the  sublimation  does  not  take  place  from 
a  retort  or  pot,  but  from  a  furnace  through 
which  the  hot  gases  pass  as  well  as  the  vapour 
of  the  subliming  substance,  the  light  sublimate 
is  very  liable  to  be  carried  away,  and  the  flues 
must  be  very  long  or  the  chambers  very  nume- 
rous (v.  Absenic).  S.  y. 

SUCCINIC  ACID  CiHjO,.  Succinic  acid 
and  its  alkyl  derivatives  when  heated,  break 
down  into  anhydrides  and  water.  The  an- 
hydride formation  takes  place  more  readily 
as  the  hydrogen  atoms  of  the  ethylene  residue 
of  succiHio  acid  are  replaced  by  alkyl  groups 
(Auwers  and  Meyer,  Ber.  1890,  101).  The 
alkyl  succinic  acids  form  anhydrides  more 
readily  with  acetyl  chloride  and  are  more 
volatile  in  steam  than  their  isomeric  alkyl-n- 
glutaric  acids  (Auwers,  Annalen,  285,  212). 
Aiiilic  acids  are  produced  by  adding  amines  to 
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the  anhydride  in  chloroform,  ether  or  benzene, 
and  these  on  treatment  with  acetyl  chloride  or 
phosphorus  pentachloride  or  by  the  action  of 
heat  alone  yield  anils. 

Literature.  Alkyl  succinic  acids,  BischofE, 
Ber.  1891,  1064  et  seq. ;  1890,  631 ;  Auwers, 
Annalen,  285,  212;  292,  132,  152;  298,  147 
et  seq. ;  Bone,  Chem.  Soc.  Proc.  1899,  5  ;  Bone 
and  Sprankling,  Chem.  Soq.  Trans.  1899,  839 ; 
1900,  654,  1298.  Dissociation  Constants  of 
Acids,  Bone  and  Sprankling,  Chem.  Soc.  Proc. 
1900, 184.  Arylsuccinic  acids,  Avery  and  Upson, 
J.  Amer;  Chem.  Soc.  30,  600.  Anhydrides, 
Bischoflf,  Ber.  18^0,  620,  656;  Auwers  and 
Meyer,  I.e.  Anils  and  Anilic  Acids,  Auwers, 
Oswald  and  Thorpe,  Annalen,  285,  226 ;  Auwers, 
ibid.  285,  229  ;  292, 132, 194 ;  309,  316.  Imides, 
Miolati,  Bea.l  Accad.  Lincei.  1894,  i.  515 ; 
Koller,  Ber.  1904,  1598.  EsUrs,  Bone,  Sud- 
borough  and  Sprankling,  Chem.  Soc.  Trans. 
1904,  534. 

Succinic  acid  (Bemsteinsailre) 
COjH-CHj-CHj-COjH. 
Occurs  in  amber  (v,  Kesins),  fossil  wood,  and 
lignite  (Reich,  J.  1847-48,  499) ;  in  unripe 
grapes  (Brunner  and  Brandenburg,  Ber,  1876, 
982) ;  in  various  plants ;  in  ripe  wheat  and  barley 
grains  (Vaudin,  Ann.  Agron.  1897,  23,  232) ;  in 
the  wood  of  Qoupia  tomentosa  (Aubl.)  (Dunstan 
and  Henry.  Chem.  Soc.  Trans.  1898,  228) ;  in 
tihe  juice  of  the  sugar  cane  and  in  the  calcium 
precipitate  formed  during  the  treatment  of  beet 
juice  (Lippmann,Ber.  1891,3299);  in  Orites  excelsa 
(B.Br. )  and  other  proteaceous  trees  as  aluminium 
succinate  (Smith,  Chem.  News,  88,  135);  in 
the  castor  oil  plant  (Gram,  Chem.  Zentr.  1903, 
ii.  450) ;  in  the  urine  of  oxen,  horses,  goats,  and 
rabbits ;  in  meat  extracts  (Kutscher  and 
Steudel,  Zeitsch.  physiol.  Chem.  38,  101 ;  Baur 
and  Barschall,  Chem.  Zentr.  1906,  ii.  1351) ;  in 
putrified  meat  (WolS,  Beitr.  Chem.  physiol. 
Path.  1903,  4,  254 ;  Siegfried,  Ber.  1895,  515). 
According  to  Helm  (Arch.  Pharm.  1895,  233, 
191),  succinite  (ordinary  amber)  contains  succinic 
acid,  but  gedanite  does  not.  Succinic  acid  is 
formed  during  various  processes  of  fermentation. 
The  succinic  acid  ferment  is  the  name  given  to 
the  microbe  which  develops  in  solutions  of 
ammonium  tartrate  and  nutritive  salts,  con- 
verting them  into  the  ammonium  salts  of  car- 
bonic, acetic,  formic,  and  especially  succinic 
acids.  It  is  of  no  danger  to  the  sugar  manu- 
facturers as  their  operations  require  a  tempera- 
ture of  60°,  which  kills  it  (Teixeira,  Bied.  Zentr. 
1885,  493).  In  the  fermentation  of  sugar  by 
yeast,  succinic  acid  is  produced.  It  is  formed 
not  from  the  sugar,  but  by  autolytio  fermentation 
of  the  protein  substance  in  the  yeast  cells, 
whereby  glutamic  acid  is  produced,  and  the 
latter  is  then  converted  into  succinic  acid 
(Kunz,  J.  Soc.  Chem.  Ind.  1907,  108;  Ehrlioh, 
Bioohem.  Zeitsch.  18,  391 ;  Effront,  Compt. 
rend.  119, 92).  It  is  also  formed  by  the  bacterio- 
logical fermentation  of  asparagine  (Neuberg  and 
Cappezzuoli,  Biochem.  Zeitsch.  18, '  424) ;  and 
the  schizomycetio  fermentation  of  malic  scid 
through  Bacillus  lactis  alrogenes  or  of  tartaric 
acid  through  Bacterium  termo  (Emmerling,  Ber. 
1899,  1915;  Konig,  ibid.  1881,  211).  Suoeinio 
acid  is  formed  by  the  oxidation  of  fats  (Bouve- 
ault.  Bull.  Soc.  chim.  19,  [iii.]  5C2),  of  stearic  acid 


(Bromeis,  Annalen,  35,  90 ;  37,  292),  Japanese 
wax  (Sthamer,  ibid.  43,  346),  beeswax  (Ronalds, 
ibid.  43,  356),  spermaceti  (Radcliff,  ibid. 
43,  351),  sebacio  and  azelaic  acids  (Arppe,  ibid. 
95,  242 ;  J.  1864,  377),  camphor  (Bredt,  Ber. 
1894,  2093),  and  of  camphene  (Marsh  and 
Gardner,  Chem.  Soc.  Trans.  1896,  84).  Harries 
(Ber,  1904,  2708)  has  obtained  succinic  acid 
from  rubber  through  fission  with  ozone.  For 
methods  of  separating  and.  purifying  succinic 
acid  from  the  commonly  occurring  organic  acids 
V.  Schoorl,  Zeitsch.  angew.  Chem.  1900,  367. 

Succinic  acid  is  prepared  by  the  reduction  of 
malic  or  tartaric  acids  with  hydriodic  acid 
(Schmitt,  Annalen,  114,  106;  Dessaignes,  ibid, 
115,  120);  of  fumario  and  maleic  acid  with 
sodium  amalgam  (Kekule,  ibid.  Spl.  1,  133)  or 
with  colloidal  platinum  (Paal  and  Gerum,  Ber. 
1908,  2273);  by  treating  ethylene  cyanide  with 
acids  or  alkalis  (Simpson,  .Ajinalen,  118,  375); 
by  treating  the  ethyl  ester  of  /3-chloropropionio 
acid  with  potassium  cyanide  and  hydrolysing 
the  ester  thus  formed  (Wichelhaus,  Zeitsch.  Chem. 
1867,  247) ;  by  heating ethylenetricarboxyhc  acid 
at  160°  (Bischoff,  Ber.  1880,  2162);  by  reducing 
acetylenedicarboxylic  acid  with  sodium  amal- 
gam (Bandrowsk,  ibid.  1879,  2212);  by  the  h.y- 
drolysis  of  ethyl  ethylenetricarboxylate,  obtained 
by  the  action  of  ethylsodiomalonate  on  ethyl- 
chloracetate  (Bischbfi  and  Kuhlberg,  ibid.  1890, 
634) ;  by  melting  gum  arable,  milk  sugar  (Hlasi- 
wetz  and  Barth,  Annalen,  138,  76)  or  oarminio 
acid  (Hlasiwetz  and  Grabowski,  ibid.  141,  340) 
with  caustic  alkali ;  by  treating  bromacetic  acid 
with  silver  powder  at  130°  (Steiner,  Ber.  1874, 
184) ;  by  the  electrolysis  of  the  potassium  salt 
of  the  monoethyl  ester  of  malonic  acid  and  sub- 
sequent hydrolysis  of  the  diethylester  thus 
formed  (Brown  and  Walker,  Annalen,  261,  115); 
by  oxidising  aldehydopropionic  acid  with  nitric 
acid  (Perkin  and  SpranMing,  Chem.  Soc.  Trans. 
1899,  16);  by  treating  the  semi -aldehyde  of 
maleio  acid  with  sodium  carbonate  and  potas- 
sium cyanide  (Feoht,  Ber.  1905,  1272) ;  by  con- 
densing sodium  ethylcyanacetate  with  formalde- 
hydecyanhydrin  and  hydrolysing  the  product 
(Higson  and  Thorpe,  Chem.  Soc.  Tr^ns.  1906, 
1460) ;  by  oxidising  glutamic  acid  with  hydrogen 
peroxide  (Daking,  J.  Biol.  Chem.  5,  409);  by 
oxidising  furfural  with  Caro's  acid  (Cross,  Bevan, 
and  Briggs,  Ber.  1900,  3132) ;  by  treating  pyrrole 
with  potassium  hydroxide  and  hydroxylamine 
whereby  the  dioxime  of  succinic  acid  results 
(Zanetti,  Atti.  R.  Accad.  Lincei.  1891,  i. 
344). 

Properties.  Succinic  acid  crystallises  in 
colourless  monoclinic  columns  ;  melts  at  182-7° 
(Reissert,  Ber.  1890,  2244),  at  185°  (corr.) 
(Davidoff,  ibid.  1886,  407),  and  boils  at  261° 
(Krafft  and  Noerdlinger,  ibid.  1889,  816),  at 
278-3°  (corr.)  (BischofE  and  Kuhlberg,  ibid. 
1890,  634),  and  by  heating  strongly  is  converted 
into  succinic  anhydride :  sp.gr.  1-554  (Tanatar 
and  Tschelebieff,  J.  Russ.  Phys.  Chem.  Soc. 
1892,  22,  549),  1-562  (Marshall  and  Cameron, 
Chem.  Soc.  Trans.  1907,  1522).  Solubility  in 
water  (Lamouroux,  Compt.  rend.  128,  998): 
100  c.c.  dissolve — 

Temp.  0°        15"     20°     35°      50°        65° 

Grms.  acid     2-79     4-9     5-8     10-6     180     281 

or,  according  to  Marshall  and  Cameron  (Chein, 
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Soo.  TtatiB.   190?,   1522),   100  grms.  oi  water 
dissolve — 


Temp. 
Grms.  acid 


0° 
2-77 


20° 
6-84 


25° 
8-59 


40° 
14-86 


At  15°,  100  parts  of  dry  ether  dissolve  1-193 
parts,  96  p.c.  alcohol  9-986  parts,  methyl  alcohol 
15-73  parts  and  acetone  5-544  parts  of  succinic 
acid  (Bau,  Zeitsch.  anal.  Chem.  32,  483). 

By  heating  succinic  acid  to  a  high  tempera- 
ture, it  decomposes  into  carbon  dioxide  and 
water  (de  Coninok,  Bull.  Acad.  Roy.  Belgique, 
1903,  633) ;  heating  with  glycerol  gives  rise  to 
acrolein  and  some  acrylic  acid  (de  Coninck  and 
Raynaud,  Compt.  rend.  135,  1351),  and  fusing 
with  caustic  alkali  decomposes  it  into  oxalic 
and  acetic  acids.  By- the  distillation  of  the  dry 
calcium  salt,  diketohexamethylene  is  obtained 
in  small  quantity  (Feist,  Ber.' 1895,  738),  and 
also  cjcZopentanone  and  furfuran  (Metzner  and 
Vorlander,  ibid.  1897,  1885).  Hanriot  (Compt. 
rend.  101,  1156)  states  that  by  distilling  the  acid 
with  excess  of  quicklime,  ethane  and  carbon 
dioxide  are  obtained.  By  the  electrolysis  of  a 
solution  of  the  potassium  salt,  ethylene  and 
carbon  dioxide  are  the  chief  products  (Petersen, 
Chem.  Zentr.  1897,  ii.  519).  In  acid  solution, 
succinic  acid  is  scarcely  acted  on  by  potassium 
permanganate  (Perdrix,  Bull.  Soc.  chirn.  23,  [iii.] 
646) ;  electrolytic  oxidation  convert's  it  into 
tartaric  and  oxalic  acids,  carbon  monoxide  and 
dioxide,  methane  and  ethylene  (Clarke  and 
Smith,  J.  Amer.  Chem.  Soo.  1899,  967),  whilst 
hydrogen  peroxide  yields  tartaric  acid  (Zinns, 
Mon.  Sclent.  16,  ii.  493).  Kttig  and  his  co-workers 
have  studied  the  condensations  of  aldehydes  and 
Bodi-am  succinate  in  the  presence  of  acetic  anhy- 
dride. Acetaldehyde  and  its  higher  homologuos, 
chloral  and  benzaldehyde,  yield  substituted 
paraconic  acids  (Annalen,  255r  18,  43,  56,  68, 
96,  97,  142 ;  Stobbe  and  Kloeppel,  Ber.  1894, 
2407),  salicylaldehyde  yields  diooumarin  (Kttig 
and  Politis,  Annalen,  255, 275),  anisaldehyde  and 
cinnamaldehyde  yield  substituted  iaocrotonic 
acids  (Fittig,  ibid.  255,  293 ;  331,  151),  whilst 
furfuraldehydeyieldsa-y-difurfurylidenepropionic 
acid  and  difurfurylidenesuccinio  anhydride 
(Titherley  and  Spencer,  Chem.  Soc.  Trans.  1904, 
183 ;  V.  also  Fichter  and  Scheuermann,  Ber. 
1901,  1626).  Stobbe  has  studied  the  condensa- 
tions which  ethyl  succinate  undergoes  with 
Iretones  in  the  presence  of  sodium  methoxide. 
In  this  way  77-disubstituted  itaconic  acids  and 
7-aiylenepyrotartario  acids  are  produced,  the 
latter  chiefly  from  ketones  which  contain  a 
methylene  group  near  the  carbonyl  group,  and 
the  former  from  ketones  not  containing  a 
methylene  group.  Condensations  have  been 
effected  with  benzophenone,  benzil,  benzoin, 
cvclic  ketones,  &o.'  (Stobbe,  Annalen,  308,  67 
etseq ;  314,  111 ;  321,  94,  105 ;  Ber.  1895, 1122, 
3192  ;  1899,  3364 ;  1904,  2232).  The  esters  of 
succinic  and  cinnamic  acids  condense  to  form 
3-phenylbutane-o7S-tricarboxylic  acid  (Stobbe 
and  Fischer,  Annalen,  316,  232),  whilst 
ethylsuccinate  condenses  with  valerolactone  in 
the  presence  of  sodium  methoxide  to  form 
valaotenesuccinio  anhydride  and  valaetenepro- 
pionio  acid  (Fittig,  Salomon  and  Wemher,  ibid. 
331  191).  By  neating  succinic  acid,  acetic 
anhydride,  anhydrous  sodium  acetate  and  zinc 
chloride,   and  distilling   the  residue  in  steam 
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furfurane  is  obtained  (Magnanini  and  Benti- 
voglio,  Gazz.  ch"\m.  ital.  24,  i.  433),  and  on  distil- 
lation of  sodium  succinate  with  phosphorus  penta-  , 
sulphide,  thiophene  is  obtained.  A  mixture  of 
mono-  and  dibromo-succinic  acids  is  obtained  by 
heating  succinic  acid,  phosphorus  and  bromine 
in  a  sealed  tube  (Gorodetzky  and  Hell,  Ber. 
1888,  1730 ;  Volhard,  Annalen,  242,  141 ;  , 
Auwers  and  Imhaiiser,  Ber.  1891,  2233).  By 
heating  barium  succinate  with  sodium  meth- 
oxide, propionic'acid  is  produced  (Mai,  ibid.  1889, 
2136;  V.  also  Kolbe,  Annalen,  119,  173),  and 
by  heating  the  ethyl  ester  at  400°  with  alumina, 
tetrahydroquinone  is  produced  (Bull.  Soc.  chim, 
[iv.]  5,  480).  Ethyl  succinate  reacts  -with  alkyl 
iodides  in  the  presence  of  zinc  to  form  77-dialkyl- 
butyrolactones  (Kasansky,  Chem.  Soc.  Abstr. 
1904,  i.  367);  with  magnesium  phenyl  bromide 
to  form  tetraphenyltetramethylene  oxide  (Acree, 
Amer.  Chem.  J.  1905, 33, 180) ;  and  with  hydroxyl- 
amine  hydrochloride  and  sodium  hydroxide  and 
subsequent  treatment  with  acetic  anhydride  to 
form  sucoinylhydroxamic  acid  (Hantzsoh  and  Ur- 
bahn,  Ber.  1895,  74).  Electrolysis  of  molecular 
proportions  of  ethyl  succinate  and  ethyl  malon- 
ate  gives  rise  to  glutaric  and  adipio  acids 
(Vamzetti  and  Coppadoro,  Atti.  R.  Accad. 
Lincei.  1903,  12,  ii.  209). 

Succinic  acid  is  used  as  a  standard  in  alkali- 
metry, acidimetry  and  iodimetry  (Phelps,  Hub- 
bard and  Weed,  Amer.  J.  Sci.  23,  211;  24, 
194;  26,  143).  For  this  purpose  the  aoid  is 
prepared  by  the  hydrolysis  of  the  pure  ester, 
obtained  by  passing  alcohol  vapour  charged 
with  pure  hydrogen  chloride  into  a  mixture  of 
succinic  acid,  alcohol  and  hydrogen  chloride, 
together  with  the  addition  of  a  little  pure  fused 
,  zinc  chloride,  and  distilling  continuously  at  100°- 
110°  ;  V.  ako  Aoidimbtby  and  Alkalimbtey.  , 
The  succinates  of  the  rare  earths  of  the  yttrium 
group  are  of  importance,  as  it  is  by  their  frac- 
tional crystallisation  that  these  elements  are 
separated  from  each  other  (Lenher,  J.  Amer. 
Chem.  Soc.  30,  572). 

Detection  and  Estimation.  Succinic  acid 
does  not  char  on  the  addition  of  sulphuric  acid 
in  the  cold,  but  on  warming  darkens,  sulphur 
dioxide  being  evolved.  Silver  nitrate  gives  a 
white  precipitate  in  neutral  solutions,  soluble 
in  ammonia ;  calcium  chloride,  a  white  precipi- 
tate on  standing ;  and  ferric  chloride,  a  yeUowish- 
brown  precipitate ;  v.  also  Neuberg,  Zeitsch. 
physiol.  Chem.  31,  674.  Succinic  acid  may  be 
estimated  in  the  presence  of  tartaric  and  lacticL 
acids  by  the  method  of  Bordas,  Joulin  and 
Baczkowski  (J.  Pharm.  Chim.  1898,  7,  417; 
Chem.  News,  78,  18).  The  solution  con- 
taining the  acids  is  exactly  neutralised  with 
N/10  potassium  hydroxide,  eicess  of  silver 
nitrate  solution  is  added,  and  the  precipitate 
washed  until  the  filtrate  no  longer  gives 
a  precipitate  with  potassium  chromate.  The 
precipitate,  which  consists  of  silver  succinate, 
is  washed  back  into  the  flask  with  water,  one  or 
two  drops  of  potassium  chromate  solution 
added,  and  then  sodium  chloride  solution  is  run 
in  until  the  red  colour  disappears.  The  solution 
is  then  titrated  back  with  N/10  silver  nitrate 
solution  {v.  also  Makowka,  Chem.  Zentr.  1908,  i. 
2207).  Estimation  in  presence  of  citric  and  tar- 
taric aeids,  V.  Micko,  Zeitsch.  anal.  Chem.  31, 465. 
Estimation  in  plants,  v.  Jorgensen,  Chem.  Zontft. 
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1907,  i.  1224.  In  wines  and  fermented  liquids,  v. 
Laborde  and  Moreau,  Ann.  Inst.  Pasteur,  1899, 
13,  657 ;  Kunz,  Chem.  Soo.  Abstr.  1903,  ii.  701 ; 
MuUer,  Bull.  Soc.  chim.  [iii.]  16,  1203 ;  Mestre- 
zat,  Compt.  rend.  143,  185;  Albaharz,  ibid. 
144,  1232  ;  Prandi,  Chein.  Zentr.  1905,  ii.  992  ; 
Pozzi-Escpt,  Compt.  rend.  147,  600;  Heidu- 
schka  and  Quincke,  Aich.  Fharm.  245,  485 ; 
Blumentbal,  Virchow's  Archiv.  137,  539; 
Sohmitt  and  Hupi,  Rev.  intern,  falsifio.  10,  199; 
Rau,  Zeitsch.  anal.  Chem.  32,  "482;  Von  der 
Heide  and  Steiner,  Chem.  Soc.  Abstr.  1909,  ii.  444. 

Salts.  KHC4HiO.,2HjO ;  KHCjH.O, ; 
KH,(C4H,04)2  (Marshall  and  Cameron,  Chem. 
Soc.  Trans.  1907,  1514);  NaHCiHjO, ;, 
NajCjHjOj.eHjO  (Bammelsberg,  J.  1855, 
467 ;  Minio,  Zeit.  Kjyst.  31,  415) ; 

CB.CiKfitfifi ;  CaCiHj04,3HjO 
(Milojkovic,  Monatsh.  14,  699) ;  salts  of  the 
rare  earths  (Meyer,  Zeitsch.  anorg.  Chem.  33, 
31.  113  ;  Morgan  andCahen,  Pharm.  J.  24,  [iv.] 
428 ;  Tanatar  and  Kurowski,  J.  Russ.  Phys. 
Chem.  Soc.  39,  936) ;  double  potassium  salts 
(Reynolds,  Chem.  Soc.  Trans.  1898,  701).  Solu- 
bilities of  salts  of  succinic  acid,  v.  Partheil,  Arch. 
Pharm.  241,  412  ;  Cantoni  and  Diotalevi,  Bull. 
Soc.  chim.  [iii.]  33,  27. 

Eslers.  The  dimethyl  ester  is  a  crystalline 
solid,  m.p.  19° ;  b.p.  195-3°  (corr.) ;  sp.gr. 
1-1207  at  20°/4''  (Emery,  Ber.  1889,  3185).  It 
may  be  prepared  by  the  interaction  of  methyl 
bromacetate  and  magnesium  (Spencer  and 
Crewsdon,  Chem.  Soc.  Trans.  1908,  1826).  The 
diethyl  ester  is  a  liquid,  b.p.  216-5°  (corr.),  sp.gr. 
1  04645  at  15°/  (Perkin,  ibid.  1884,  515).  For 
preparation,  v.  supra  (Phelps  and  Hubbard). 
Ethylene  ester,  m.p.  88°-90°;  sp.gr.  1-345  at  17°/. 
Prepared  from  succinic  acid  and  glycol  or  from ' 
ethylene  dibromide  and  silver  succinate  (Vor- 
lander,  Annalen,  280,  177).  Aryl  esters,  v.  Eis- 
choff  and  Hedenstrom,  Ber.  1902,  4073  et  seq. 
Jsobomyl  ester,  v.  Beckmann,  ibid.  1907,  485. 
Menthyl  ester,  v.  Hilditch,  Chem.  Soc.  Trans. 
1909,  1580.  Sanatyl  eslers,  v.  Riedel,  D.  B.  P. 
208637 ;  Chem.  Zentr.  1909,  i.  1442 ;  Kalle 
and  Co.,  D.  R.  P.  201639  ■  Chem.  Zentr.  1908, 
ii.  994. 

Succinyl  cliloride  CjHjOjClj.  Prepared  from 
succinic  acid  and  phosphorus  ,  pentaohloride 
(Gerhardt  and  Chiozza,  Annalen,  87,  293 ; 
Moller,  J.  pr.  Chem.  [u.]  22,  208) ;  m.p.  16°-17°, 
b.p.  190°-192°  (corr.)  (Vorlander,  Annalen, 
280,  183 ;  Perkin,  Chem.  Soc.  Trans.  1888,  563). 
It  is  probably  a  mixture  of  symmetrical  and 
asymmetrical  compounds  (Vorlander,  Ber.  1897, 
2268  ;  Meyer  and  Marx,  ibid.  1908,  2459). 
CHjC:0\ 

Succinic  anhydride  |  /O.    Prepared 

CHj-C:0'; 
by  heating  the  acid  alone  or  with  phosphorus 
pentoxide,  acetyl  cWoride,  acetic  anhydride  or 
benzoyl  chloride  (Gerhardt  and  Chiozza,  Anna- 
jen,  87,  293 ;  Blaise,  Bull.  Soc.  chim.  [iii.]  21, 
643;  Anschutz,  Ber.  1877,  1833;  Schulz,  ibid. 
1885,  2459) ;  by  treating  the  acid  with  phos- 
phorus pentoxide  in  toluene  solution  (Bakunin, 
Gazz.  chim.  ital.  30,  ii.  340) ;  by  treating  sodium 
(succinate  in  neutral -or  feebly  alkaline  solution 
with  acetic  anhydride  (Oddo  and  Manuelli,  ibid. 
26,  u.  482).  White  solid,  m.p.  119-6°  ;  b.p.  261° ; 
sp.gr.  1-1036  at  2074°:  purified  by  reciystal- 
lisation  from  chloroform  (Kegri,  ibid.  26,  i.  77). 


Hydroxylamine  hydrochloride  reacts  with  the 
anhydride  to  form  Buocinylhydroxamic  acid 
which  may  be  isolated  by  means  of  its  barium 
salt  (Errera,  ibid.  25,  ii.  25).  Pyrogallol  con- 
denses with  the  anhydride  to  give  pyrogallcd- 
succinin,  a  dyestufl  giving  redd^h-brown 
shades  with  alumina  mordants  (Georgievics, 
Monatsh.  20,  450) ;  hydroquinone  undergoes  a 
similar  condensation  (Meyer  and  Witte,  Ber. 
1908,  2467).  Reduction  with  sodium  amalgam 
and  hydrochloric  acid  yields  butyrolactone. 
Succinic  anhydride  condenses  with  m-amino- 
phenols  to  form  succinin-dyestufis  which  are 
similar  to  the  rhodamines  (Bayer  and  Co.j 
D.  R.  P.  51983 ;  Frdl.  u.  86) ;  -with  1-8-naph- 
thylenediamine  it  yields  a  dyestuff,  green  in 
acid  solution  (Bayer  and  Co.,  D.  R.  P.  202354 ; 
Chem.   Zentr.  1908,   ii.    1397)   {v.  Tkiphenyl- 
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Succinic  peroxide  C«H,04  and  •persuccinit 
acid  are  formed  by  the  action  of  hydrogen 
peroxide  on  the  anhydride  (Clove  and  Houghton, 
Amer.  Chem.  J.  1904,  32, 43  ;  v.  also  Vanino  and 
Thiele,  Ber.  1896,  1724). 

Succinimide.  Prepared  by  heating  succinic 
acid  with  ethylene  cyanide  (Konig,  J.  pr.  Chem. 
69,  [ii.]  1 ;  Miller,  J.  Amer:  Chem.  Soc.  16,  433) ; 
by  distilling  ammonium  acetate  (Landsberg, 
Annalen,  215,  173) ;  by  the  interaction  of  suc- 
cinonitrile  and  benzoic  acid  (Matthews,  J.  Amer, 
Chem.  Soc.  1898,  650) ;  by  the  partial  hydrolysis 
of  succinonitrile  with  sulphuric  acid  (Bogert  and 
Eccles,  ibid.  1902,  20) ;  by  heating  acetonitrile 
with  succinic  acid  (Miller,  I.e.);  by  the  action 
of  ammonia  on  succinic  anhydride  (D'Arcet, 
Annalen,  16,  215) ;  by  distilling  a  mixture  of 
succinic  ,  anhydride  and  carbimide  (Dunlap, 
J.  Amer.  Chem.  Soo.  18,  332) ;  m.p.  125°-126°  ; 
b.p.  287°-288°  (Menschutkin,  Annalen,  162, 
166).  Phosphorus  pentaohloride  reacts  with 
succinimide  to  form  tetrachloropyrrole,  which  is 
converted  into  pyrrole  by  treatment  with  zinc- 
dust  and  caustic  potash  (Ciamician  and  Silber, 
Ber.  1883,  2398).  By  electrolytic  reduction  in 
sulphuric  acid,  pyrrolidine  is  produced  (Tafel 
and  Stern,  ibid.  1900,  2224 ;  Zeitsch.  physikal. 
Chem.  64,  443),  whilst  electrolysis  of  an  aqueous 
solution  yields  succinic  acid  and  ammonia 
(Pannain,  Gazz.  chim.  ital.  35,  ii.  94).  Reduc- 
tion with  sodium  amalgam  and  hydrochloric 
acid  yields  butyrolactone  (Fichter  and  Her- 
brand,  Ber.  1896,  1192) ;  ammonia  gas  converts 
succinimide  at  —10°  into  succinamide  (Roubt- 
zoff,  Chem.  Soc.  Abstr.  1886,  141);  potassium 
hypobromite  converts  it  into  iS-aminoproplonic 
acid  (Hoogewerff  and  van  Dorp,  Reo.  trav. 
chim.  10,  4).  Crystalline  compounds  with 
phenols  (ibid.  1900,  19,  32) ;  compound  of  silver 
succinimide  with  hexamethylenetetramine 
(D.  R.  P.  217897  ;  Chem.  Zentr.  1910,  i.  701). 
The  hydrogen  atom  of  the  imino  group  is  capable 
of  replacement  by  metals  and  organic  radicles. 
For  substituted  alkyl  succinimides  v.  Meister, 
Lucius  and  Bruning,  Eng.  Pats.  15327,  15328 ; 
J.  Soo.  Chem.  Ind.  1894,  800.  The  metallic 
derivatives  of  succinimide  are  of  importance  as 
when  dissolved  in  water  and  warmed,  coUoidal 
solutions  of  the  metallic  oxides  are  obtained  in 
many  cases.  Copper  succinimide  (TschngaeflE, 
Ber.  1905,  2899;  Ley,  ibid.  1905,  2199;  Ley 
and  Werner,  ibid.  1906,  2177).  Silver  succint- 
mide   (Ley   and   Sohaeffer,    ibid.    1906,    1259). 
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NicM  snccinimide  (Tsohugaeff,  ibid.  1906,  3190). 
Complex  metallic  derivatives  (Tschugaeff,  ibid. 
1907,  1973). 

Succinanil  and  Succinanilide  v.  Dunlap  and 
Cummer,  J.  Amer.  Chem.  Soo.  25,  612. 

Succinamide,  m.p.  242°-243°,  «.  Henry,  J. 
1885,  1333. 

Aminosuccinic  acid  v.  Asfasaqine. 

tfoSuccinic  acid.  Methylmalonic  acid 
CH,-CH(CO,H)j. 
Prepared  by  treating  a-cyanopropionio  acid  with 
potash  (Wiohelhaus,  Zeitsch.  Chem.  1867,247);  by 
the  action  of  potassium  cyanide  on  the  potassium 
salt  of  a-bromopropionio  acid  (Lassar  Cohn,  An- 
nalen,  251,  349)  or  on  ethyl  o-brompropionate 
(Pusch,  Arch.-Pharm.  232,  186;  Byk,  J.  pr. 
Chem.  ii.  1,  19) ;  by  the  dry  distillation  of  the 
esters  of  methyloxalacetic  acid  (Wislicenus  and 
Kiesewetter,  Ber.  1894,  796) ;  by  boiling  silver 
cyanoform  with  water,  isolating  the  nitnle  and 
hydroljraing  the  latter  with  sodium  hydroxide 
"(Hantzsoh  and  Osswald,  ibid.  1899,  648). 

Properties.  Crystallises  in  colourless  prisms, 
m.p.  135°  (W.  and  K.) ;  sp.gr.  1-455  (Tanatai 
and  TohelebiofE,  J.  Euss.  Phys-  Chem.  Soc.  22, 
548) ;  solubility  in  water  (Massol  and  Lamou- 
roux,  Compt.  rend.  128,  1000) :  100  e.o.  dissolve 
Temp.  .       0°  25°         60° 

Grms.  acid.  .  44-3  67-9  91-5 
Readily  soluble  in  alcohol,  ether,  and  acetic 
acid.  Electrolysis  of  an  aqueous  solution  of 
the  acid  yields  acetaldehyde,  ethylene,  carbon 
dioxide,  carbon  monoxide,  oxygen  and  hydrogen 
(Petersen,  Chem.  Zentr.  1897,  ii.  519 ;  Zeitsch. 
physikal.  Chem.  33,  698 ;  c/.  Lassar  Cohn, 
Annalen,  251,  349).  Potassium  permanganate 
oxidises  it  to  acetic  acid,  carbon  dioxide  and 
water  (Perdrix,  Bull.  Soo.  ohim.  iii.  23,  645)  ; 
nitric  acid  converts  it  into  carbon  dioxide,  acetic 
acid  and  trinitromethane  (Pranchimont,  Rec. 
trav.  chira.  6,  281).  The  potassium  salt  of  the 
monomethylester  yields  on  electrolysis  the 
diethyl  esters  of  the  two  symmetrical  dimethyl- 
suocinic  acids  (Brown  and  Walker,  Annalen, 
274,  42).  Ethylsodiomethylmalonate  condenses 
with  ethyl  a-bromobutyrate  to  form  sym- 
metrical methylethylsuccinio  acid  (Auwers, 
Annalen,  298, 147) ;  with  ethyl  a-bromisobutjTate 
to  form  oa-dimethylglutario  and  trimethyl- 
succinic  acids  (Auwers  and  Jackson,  Ber,  1890, 
1611 ;  Bischoff,  ibid.  1891,  1046  ;  Auwers  and 
Kobner,  ibid.  1891,  1929) ;  with  ethyl  7-chloro- 
butyrate  to  form  a-methyladipio  acid  and  $- 
dimethylglutaric  acid  (Montemartini,  ibid.  1896, 
2058  ;  Gazz.  chim.  ital.  26,  ii.  259  ;  cf.  Bone  and 
Sprankling,  Chem.  Soo.  Trans.  1899,  849) ;  with 
ethyl  3-iod6propionate  to  form  o-methyl- 
glutario  acid  (Auwers  and  Titherley,  Annalen, 
292,  209);  with  ethyl-a-bromi«ovalerate  in 
alcoholic  solution  to  form  cta-methylt'sopropyl- 
succinic  acid  and  in  xylene  solution  to  form  a 
mixture  of  ci's-  and  trarw-methylisopropyl- 
succinic  acids  (Bentley,  Perkin  and  Thorpe, 
Chem.  Soa  Trans.  1896,  270) ;  with  esters  of 
unsaturated  acids  to  form  esters  containing  a 
four  carbon  atom  ring  (Michael,  Ber.  1900,  3731  ; 
Svoboda,  Monatsh.  1902,  842). 

Dimethyl  ester.     Colourless  liquid,  b.p.  178°- 
179-5°  (770  mm.). 

Diethyl  ester.     Prepared  from  diethyl  sodio- 
malonic  ester  and  methyl  iodide  (Perkin,  Chem. 


Soo.  Trans.  1896,  1476 ;  Michael,  J.  pr.  Chem. 
ii.  72,  537) ;  colourless  liquid,  b.p.  198-5°-199° 
at  765  mm.  (corr.). 

Methylmalonamlde  CH3CH<^3nh''-  ^'®- 
pared  from  malonamide,  methyl  iodide,  sodium 
methoxide  and  methyl  alcohol,  or  from  methyl- 
malonyl  chloride  and  aqueous  ammonia  (Meyer 
and  Book,  Annalen,  347,  104);  m.p.  212° 
(Conrad  and  Schulze,  Ber.  1909,  730).  The 
anilide  melts  at  214°  (Comanduoci  and  LobeUo, 
Chem.  Soo.  Abstr.  1905,  i.  271  ;    1907,  i.  409). 

Amino-methylmalonic  acid  v.  Aspabaoins. 

SUCCINITE  V.  Ambee.. 

SUCRAMINE.  The  ammonium  salt  of  sac- 
charin :  known  also  as  '  Lyons  sugar.' 

SUGAR  (Fr.  sucre;  Ger.  Zucker)  is  the 
generic  name  for  a  group  of  bodies  belonging  to 
the  class  of  compounds  known  as  carbohydrates, 
which  occurs  naturally  in  the  vegetable  or 
animal  kingdom,  or  may,  in  some  cases,  be 
formed  synthetically. 

The  sugars  in  general  possess  a  more  or  less 
sweet  taste,  are  orystallisable,  are  readily  soluble 
in  water,  less  soluble  and  in  some  cases  in- 
soluble in  alcohol,  and  are  insoluble  in  ether  and 
similar  solvents  immiscible  with  water.  They 
are  optically  active,  i.e.,  their  solutions  ro- 
tate the  plane  of  polarised  light  to  the  right 
or  left ;  whUst  some  precipitate  cuprous  oxide 
from  Eehling's  solution,  an  alkaline  solution  of 
cupnio  sodium  tartrate.  Another  important 
property  of  some  sugars  is  their  behaviour 
towards  phenylhydrazine,  insoluble  compounds 
being  formed,  a  reaction.which  proves  of  much . 
value  in  special  cases  of  differentiation.  Then 
certain  of  the  sugars  undergo  alcoholic  fer- 
mentation with  yeast,  and  behave  in  a  charac- 
teristic manner  with  mineral  acids,  both  dilute 
and  concentrated.  Each  individual  member  of 
the  sugar  group  may  be  considered  either  as  an 
aldehyde  or  as  a  ketone  of  hexatomic  alcohols, 
the  first  being  termed  aldoses,  and  the  latter 
ketoses.  The  sugars  are  divided  into  three 
groups :  (1)  Mono-saccharides,  having  the 
formula  CeHuOj,  which  may  be  further  sub- 
divided into  bioses,  trioses,  hexoses,  &c., 
according  to  the  number  of  atoms  of  carbon 
they  contain.  This  group  includes  dextrose 
(glucose,  grape  sugar,  or  starch  sugar),  mannose, 
galactose,  Isevulose  (fructose,  honey  sugar,  or 
fruit   sugar),   sorbose,   arabinose,    and   xylose. 

(2 )  Di-saccharides,  having  the  formula  C,  jH ^jOj  1 
which  may  be  considered  as  composed  of  two 
mono-saccharide  residues,  less  a  molecule  of 
water.  This  group  includes  sucrose  (cane 
sugar,  saccharose,  or  crystallisable  sugar), 
lactose   (milk   sugar),   maltose   and   melibiose. 

(3)  Tri-saccharides,  which  have  the  formula 
CmHsjOis,  the  best  known  member  of  which  is 
raffinose  (melitriose  or  gossypose)  {v.   Caebo- 

HYDEATES). 

Properties  of  eucro^,  saccharose,  or  cane 
sugar.^    The    disacoharide   sucrose    crystallises 

'  So  as  to  avoid  contusion  in  the  nomenclature  of 
this  article,  it  may  be  pointed  out  that  'cane  sugar' 
implies  the  commercial  product,  whether  it  be  obtained 
from  the  sugar  cane  or  the  sugar  beet.  '  Sucrose '  is 
applied  to  the  chemically  pure  body,  the  principal  con- 
sntuent  ol  the  commercial  product.  By  the  term 
'reducing  sugars '  is  meant  a  mixture  of  dextrose  and 
laevulose  in  unequal  proportions ;  while  '  invert  sugar " 
implies  a  mixture  ol  the  same  two  sugars,  but  iu  equal 
proportions. 
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from  its  pure  aqueous  solution  in  the  mono- 
cliuio  Byetem.  When  pure  it  has  a  sp.gr,  of 
1-589  at  15°.  It  is  freely  soluble  in  water,  in 
direct  proportion  to  the  temperaturp  ;  a  satur- 
ated aqueous  solution  at  15-5°  contains  66  p.c. 
of  sugar  and  has  a  sp.gr.  of  1  •326.  It  is  sparingly 
soluMe  in  absolute  alcohol,  its  solubility  in  this 
medium  increasing  with  the  amount  of  water 
present.  On  very  slowly  evaporating  an 
aqueous  solution  of  sucrose,  large  crystals  of 
'sugar  candy'  are  produced.  The  rapidity  of 
crystallisation  is  influenced  not  only  by  the 
concentration  and  temperature  of  the  solution, 
but  also  by  the  nature  and  amount  of  the  foreign 
substances  present,  reducing  sugars,  certain 
salts,  and  organic  non-sugar  bodies  having  an 
inhibitive  effect. 

Sucrose  rotates  the  plane  of  polarised  light 
to  the  right,  its  specific  rotatory  power  being 
[o]"'66-6.    When  heated  alone  it  melts  at  160°, 

but  in  presence  even  of  traces  of  water  it 
is  decomposed  at  temperatures  above  100°, 
when  a  dark-coloured  mixture  of  various  bodies 
collectively  termed  '  caramel '  results.  Treat- 
ment with  dUute  mineral  acids,  or  with  the 
enzyme  invertase,  hydrolyses  sucrose  to  a  mix- 
ture of  equal  parts  of  dextrose  and  Isevulose 
(invert  sugar),  but  if  concentrated  mineral  acids 
be  employed  decomposition  occurs.  Sucrose  is 
capable  of  uniting  with  alkalis  and  alkaline 
earths,  to  form  sucrates  or  saccharates,  the 
most  important  of  which  are  the  calcium, 
barium,  and  strontium  compounds.  The  mono- 
and  di-basic  calcium  saccharates  are  soluble 
in  water,  but  the  tri-basio  compound  is  in- 
soluble. On  passing  carbon  dioxide  slowly  into 
a  fine  suspension  of  trirbasic  calcium  saccharate 
in  water,  the  sucrose  is  liberated  and  calcium 
carbonate  precipitated.  With  salts,  such  as  the 
alkali  chlorides  and  nitrates,  sucrose  also  forms 
double  compounds.  On  mixing  sucrose  with 
an  alcoholic  solution  of  a-naphthol  in  presence 
of  sulphuric  acid,  a  characteristic  colour  appears, 
a  reaction  that  is  extremely  delicate,  and  for 
this  reason  much  used  for  detecting  traces  of 
sugar  in  very  dilute  solution. 

Occurrence  of  sucrose.  Sucrose  is  found  most 
abundantly  in  the  sugar  beetroot  {Beta  vulgaris 
fLinn.]),  in  the  sugar  cane  {Scuxharum  officinarum 
[Linn.j),  in  sorghum  {Sorghum  vulgare  [Pers.]), 
in  maize  {Zea  Mays  [Linn.]),  in  the  maple  {Acer 
saccharinum  [Wangenh]),  and  in  certain  palms 
(such  as  Caryotaurens  Nipa  fructicans,  Borassus 
fiabeUifer  [Linn.],  Cocos  nucifera  [Linn.],  and 
■  Averiga  saccharifera  [La bill.]).  It  is  also  present 
in  the  sap  of  nearly  all  the  higher  plants ;  but 
only  a  few  of  these  contain  it  in  sufficiently 
large  amount,  and  in  a  pure  enough  state  to 
permit  of  its  profitable  extraction. 

Production  of  sugar  for  consumption.  The 
sugar  consumed  in  civilised  countries  is  obtained, 
almost  entirely,  from  (1)  the  sugar  beetroot,  and 
(2)  the  sugar  cane.  A  jmall  proportion  of  the 
world's  production  of  sugar  is  also  derived  from 
the  maple  and  palm  trees,  and  from  sorghum. 
Whereas  the  sugar  produced  from  the  beetroot 
and  the  sugar  cane  is  roughly  6,600,000  and 
8,600,000  tons  per  annum  respectively,  or  a 
total  of  15,200,000  tons  per  annum,  that  from 
the  maple  and  palm  is  only  600,000  and  150,000 
tons  per  annum,  or  about  3  and  1  p.c.  re- 


spectively, ox  the  total  beet  and  cane  produSi 
tion. 

(1)  The  sugar  beetroot.  As  now  grown,  the 
sugar  beetroot  {Beta  vulgaris)  is  a  hardy  biennial 
plant,  long  under  cultivation  in  France,  Ger- 
many, Austria,  KuBsia,  Holland,  Belgium, 
Norway,  Sweden,  Denmark,  Italy,-  Spain,  and 
more  recently  introduced  into  the  United  States, 
Canada,  Australia,  and  New  Zealand. 

From  the  original  Silician  white  beet,  the 
Vilmorin  and  the  Wanzleben  types  have  been 
derived,  and  from  these  a  great  number  of 
varieties,  differing  not  only  in  the  shape  of  the 
root  but  also  in  the  form  and  size  of  the  leaves, 
have  been  created  by  the  different  seed  growers. 
Of  these  may  be  mentioned  Wohanka's 
'W.E.R.'  and  « W.Z.R.' ;  Dippe's  'Best'; 
Aderstedter's  'A,'  '  B,'  and  'C;  and  the 
various  D^sprez,  Simon-Legrand,  ICuauer,  and 
Jules-Roberts  varieties. 

In  shape  a  good  beet  is  rather  long  and  coni- 
cal (see  Fig.  1) ;  it  is  regular  and  not  forked,  and 


Fig.  1. 


does  not  throw  out '  fingers  and  toes. '  Its  flesh  is 
firm,  not  very  soft,  and  gives  juice  only  undei 
pressure,  and  its  colour  may  be  white,  rose,  or  grey, 
in  weight  the  beetroot,  without  its  leaves,  may 
vary  between  1  and  2  lbs.,  according  to  the  seed 
and  the  conditions  of  climate  and  cultivation. 

By  means  of  patient  cultivation  and  selec- 
tion, the  sugar  content  of  the  beetroot  has  been 
raised  during  the  past  fifty  years  from  10  to 
18  p.c. 

(2)  The  sugar  cane.  The  sugar  cane  is  a 
kind  of  gigantic  grass.  It  belongs  to  the 
natural  order  Oraminem,  the  tribe  Andropogonece, 
and  the  genus  Saceharum.  It  may  be  divided 
into  the  roots  ;  the  stalk,  which  is  made  up  of  a 
series  of  joints  or  internodes  (see  Fig.  2) ;  and 
the  leaf,  in  which  under  the  influence  of  chloro- 
phyll and  sunlight  the  starch  is  elaborated,  to 
be  afterwards  transformed  into  sugar  and 
stored  in  the  stalk.  According  to  the  colour, 
the  length  and  girth  of  the  stalk,  and  the 
length  of  the  internode,  a  great  number  of- 
varieties  are  differentiated.  Formerly  much 
confusion  in  the  nomenclature  of  different  canes 
had  arisen,  but  now  the  classification  has,  to 
some  extent,  been  systematised  by  the  work  of 
I  the  different  experiment  stations  and  botaiuoat 
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towajrds  collating  the  literature  of"the"aubject) 
and  have  arranged  the  most  important  varieties 
of  the  sugar  cane  as  follows :  (1)  The  Otaheite 
(which  is  stated  to  be  identical  with  the  Bourbon, 
Lahaina,  Louzier,  Keni-keni,  Portii,  and 
Cuban);  (2)  Cheribon  canes,  including  the 
Yellow  Violet,  Purple  Violet,  the  Transparent  or 
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■  Ribbon  cane,  and  the  Tibboo  Batavee  of  the 
Straits  Settlements ;  (3)  Tanna  Canes,  which 
may  be  striped,  wmte,  or  black ;  and  (4)  the 
Salangore,  Cavangerie,  Uba  and  Bamboo  canes. 
The  sugar  cane  is  essentially  a  tropical  plant. 
It  thrives  to  the  greatest  perfection  in  a  warm 
climate  that  is  moist,  with  moderate  intervals  of 
dry  heat  tempered  by  sea  breezes.  Rain  is  very 
necessary,  though  it  may  be  replaced  to  a  great 
extent  by  a  ratioinal  system  of  irrigation.  The 
propagation  of  tho  cane  is  usually  effected  by 
means  of  cuttings  from  the  stalks,  the  upper 
joints  nearest  the  leaves  (the  so-called  '  cane 
tops ')  being  mostly  used  for  this  purpose. 
From  each  eye  or  bud,  a  new  plant  is  put  forth, 
and  these  gradually  form  roots  of  their  own, 
ultimately  becoming  independent  of  the  parent 
cutting.  Previous  to  1885,  it  was  believed  that 
the  sugar  cane  was  incapable  of  producing 
fertile  seeds ;  but  shortly  after  Harrison  and 
Bovcll  of  Barbados  demonstrated,  not  only 
that  the  sugar  cane  could  produce  fertile  seeds, 
but  also  that  from  these  seeds  new  varieties 

.  jpossessing  superior   qualities,  as  regards  high 
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sugar  content  and  resistance  to  disease  and 
drought,  can  be  propagated  by  a  system  of 
selection.  As  to  the  chemical  composition  of 
the  cane,  considerable  differences  may  occur 
according  to  the  variety  and  the  conditions  of 
the  soil  and  climate,  but  the  limits  are  fairly 
represented  by  the  following  figures ;  sucrose, 
11  to  16  p.o. ;  reducing  sugars,  0-5  to  1-5  p.c. ; 
fibre,  8  to  15  p.c. ;  organic  non-sugar,  0-6  to 
1-0  p.o.  ;  and  ash,  0-5  to  1-0  p.c.  The  reducing 
sugars  consist  of  dextrose  and  Isevulose,  the 
former  sugar  generally  predominating.  Amongst 
the  organic  non-sugars  are  included  (o)  nitro- 
genous compounds  as  albumins,  nucleins,  albu- 
moses,  peptones,  amines,  amino  acids,  and  (6) 
non-nitrogenous  bodies,  as  cellulose,  fat,  wax, 
gum,  chlorophyll,  &c.  In  addition  the  follow- 
ing organic  and  inorganic  acids  and  bases  are 
found !  malic,  succinic,  oxalic,  glyooUic,  acetic, 
sulphuric,  phosphoric  and  silicic  acids ;  potash, 
soda,  lime,  magnesia,  alumina,  iron  and  man- 
ganese oscides. 

Raw  and  reQned  sugars.  In  the  manufacture 
of  sugar  from  the  beet  or  cane,  '  raw  sugar,' 
which  may  vary  in  colour  from  dark  brown  to 
pale  yellow,  according  to  its  quality,  is  first 
produced  in  the  factory ;  but  before  being  put 
on  the  market  for  consumption,  raw  sugar  is 
gerierally  refined  in  the  refinery  or  sugar-house, 
which  usually  is  an  establishment  separate  from 
the  factory.  Sometimes,  however,  sugars  made 
in  the  factory  are  consumed  directly,  without 
being  refined,  as  in  the  case  of  high-class  beet 
and  cane  sugars,  so-called  '  direct  consumption 
sugars,'  or  in  that  of  '  moist '  sugars,  such  as 
Demerara,  having  a  distinctive  cane  flavour,  or 
of  'plantation  whites.' 

In  this  article,  an  account  will  be  given  of : , 
(a)  the  manufacture  of  raw  beet  sugar ;  (6)  the 
manufacture  of  raw  cane  sugar ;  and  (c)  the 
refining  of  raw  beet  or  cane  sugar. 

(a)   MANUFACTtTEE   OF  RaW  SuGAB  FEOM  THE 

Beet. 

Briefly  stated,  the  operations  involved ,  in 
the  manufacture  of  sugar  from  the  beetroot  are 
as  follows  :  (1)  extraction  of  the  juice  from  the 
beetroot ;  (2)  clarification  of  the  juice ;  (3) 
concentration  of  the  juice  to  syrup  ;  (4)  crystal- 
lisation of  the  sugar  from  the  syrup ;  (6) 
separation  of  the  crystals ;  and  (6)  treatment 
of  the  separated  syrup  and  the  working-up  of 
the  after-products. 

Extraction  of  the  juice  from  the  beetroot.  On 
arriving  in  the  neighbourhood  of  the  factory, 
the  roots  are  placed  in  heaps  or  silos,  to  be  there 
stored  until  they  can  be  passed  into  manu- 
facture. From  the  place  of  storage,  they  are 
transported  along  a  hydraulic  carrier,  pro- 
vided with  stone  and  sand  catchers,  to  the 
factory  building,  and  raised  by  means  of  a 
bucket  elevator  to  the  washers  (Fig.  3)  to  be 
cleansed  from  all  adhering  stones  and  mud. 
After  washing,  the  beets  are  lifted  to  an  upper 
floor  of  the  building,  usually  by  a  bucket 
elevator,  to  the  weighing  machine,  which  may 
be  either  an  ordinary  scale,  or,  preferably,  may 
be  of  the  more  modern  automatic  type,  taking 
about  10  cwt.  in  each  weighing.  From  the 
hopper  of  the  weighing  macWne,  the  beets  are 
directed  into  the  slicer  (Fig.  4),  to  be  there  But 
up  into  fine,  long  shreds,  technically  knowi'  ea 
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'oossettes'  'slices,'  or  '  cMps/  -somewhat  re- 
sembling vermicelli,  in  which  form  the  extrac- 
tion of  the  sugar  is  most  readily  efieoted. 

In  the  early  days  of  beetroot  manufactured 
sugar,  extraction  of  the  juice  was  accomplished 
by  submitting  the  rasped  roots  to  hydraulic 


i'lG. 

pressure,  but  now  extraction  is  always  carried 
out  by  means  of  a  process  of  systematic  Uxivia- 
tion,  so-called  '  diffusion,'  in  a  battery  of  10  to 
14  vessels  termed  '  diffusers '  or  '  cells,'  arranged 
usually,  in  up-to-date  factories,  in  a  straight 
line,  but  sometimes  ■  in  a  circle.  In  shape, 
diffusers  vary  somewhat,'  but  the  general  and 
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poised,  and  provided  with  an  hydraulic  joint. 
At  the  side  of  each  diffuser  is  the  calonzator, 
which  re-heats  the  juice  as  it  passes  from  one 
ceU  to  another  in  the  battery.  The  battery  of 
diffusers  is  provided  with  suitable  pipe  con- 
nections, so  that  either  water  may  be  admitted 
to  each  vessel,  or  else  the  Uquid  contained  m  any 
vessel  ma^  be  passed  to  its  neighbour  or  drawn 
off  when  the  operation  is  completed. 

On  commencing  diffusion,  the  cossettes  or 
slices  or  chips  are  conveyed  from  the  sheers  by 
a  travelling  band  and  directed  by  shoots  into 
the  top  of  the  vessel  to  be  filled,  which  is  then 
securely  closed.  After  filling  the  10  or  14 
diffusers  with  cossettes,  hot  water  at  87°-90°C. 
from  a  tank  situated  at  a  convenient  height  is 
turned  into  the  first  difiuser,  entering  at  the 
)ottom,  and  rising  up  through  thfl  mass. 
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approved  type  is  that  of  a  vertical  cylinder, 
with  top  and  bottom  in  the  form  of  truncated 
cones  (Fig.  5).  Both  top  and  bottom  openings 
are  provided  with  securely  fitting  covers,  the 
top  one  being  opened  usually  by  turning  to  one 
side,  while  the  bottom  one  is  generally  p ounter- 


Dialysis  of  the  soluble  constituents  in  the 
cells  of  the  cossettes,  t.e.  of  sugar  and  certain 
mineral  and  organic  non-sugar  substances,  now 
takes  place  tlmough  the  cell-wall  into  the 
surrounding  water.  In  cossettes  there  are, 
however,  a  certain  number  of  ruptured  and 
torn  cells,  usually  from  6  to  7  p.c,  so  that  during 
•  diffusion  '  the  contents  of  these  cells  are  simply 
dissolved  by  the  water.  After  a  few  minutes, 
the  liquid  in  the  first  diffuser,  now  a  weak 
solution  of  sugar  and  non-sugar  substances,  is 
passed  through  the  calorizator,  in  which  it  is 
heated,  into  the  second  vessel.  '  From  the 
second  vessel,  the  liquid  is  sent  through  the 
calorizatdr  into  the  third,  and  so  on  tUl  it 
reaches  a  vessel,  generally  the  sixth,  in  which 
dialysis  practically  ceases,  the  density  of  the 
juice  in  the  cell  being  almort  equal  to  that  of  the 
solution  outside.  After  passing  the  sixth  vessd, 
therefore,  the  solution  termed  '  diffusion  juiae ' 
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Is  sent  to  the  storage  tank  to  be  ready  for  the 
next  stage  of  manufacture,  viz.  elarifioatiom 
Immodiately  the  contents  of  the  first  diffuser  are 
|?f  ^So*?  *^^  second,  another  lot  of  hot  water  at 
■av    IS  run  in,  after  which  the  same  process 
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-imodiately  the  contents  of  the  fir 
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IS  repeated,  this  hquid  going  through  the  several 
vessels,  finishing,  however,  at  the  seventh 
instead  of  the  sixth.  This  operation  continues 
until  the  whole  battery  of  diffusers  is  at  work. 
After  a  time,  the  oossettes  in  the  first  difiuser 
are  exhausted,  at  which  stage  the  circuit  is 
broken  and  the  second  dififuaer  becomes  the 
first.  From  the  diffuser  out  of  circuit,  the 
exhausted  oossettes  are  discharged  through  the 
bottom  opening,  usually  by  means  of  compressed 
air.  This  vessel  is  again  filled  and  placed  in 
circuit,  becoming  the  last  member  of  the 
batt«ry,  the  cycle  of  operations  then  going  on 
continuously.  As  to  the  temperature  to  which 
the  liquid  is  heated  in  the  calorizator  on  passing 
from  one  diffuser  to  the  next,  and  the  time  of 
treatment  in  the  various  diffuserS,  these  vary, 
often  considerably,  in  almost  every  factory,  and 
depend  largely  on  the  plant  and  the  nature  of 
the  cossett-ea  being  worked. 

(2)  Clarification  of  the  juice.  Whenthediffusion 
juice  leaves  the  battery  it  is  cloudy,  contains 
some  matter  in  suspension,  and  is  more  or  less 
dark  in  colour.  It  has  a  density  of  U°-17°Brix, 
and  contains  12-15  p.o.  of  sugar,  as  well  as  the 
greater  part  of  the  soluble  constituents  of  the 
beet,  such  as  the  potassium  and  sodium  salts  of 
phosphoric,  sulphuric,  hydrochloric,  oxalic,  and 
tartaric  acids,  proteins,  pectins,  &c.,  and  a  small 
amount  of  invert  sugar.  In  reaction  it  is 
slightly  acid. 

In  order  to, separate  the  suspended  fibre, 
onllular  tissue,  and  coagulated  albumen,  the 
juice  is  passed  through  a  pulp-separator,  which 
generally  consists  simply  of  a  vertical  cylinder 
containing  a  perforated  sheet-iron  basket,  and 
from  thence  it  goes  through  a  juice-heater 
(Kg.  6).  There  it  is  heated  to  75°-80°,  which 
has  the  effect  of  coagulating  a  portion  of  the 
albumen  present,  besides  preparing  it  for 
clarification. 

In  the  beet  sugar  factory,  clarification  is 
always  carried  out  in  two  stages :  in  the  first, 
lime  is  added  to  the  heated  juice ;  and  in  the 
second  .the  lime  is  removed  by  precipitation 
with  carbon  dioxide. 

In  the  first  stage,  termed  '  defecation,'  or 
'limiilg,'  either  dry  caustic  lime  in  powder,  or 
else  slaked  lime  in  the  form  of  milk  at  20°Ee., 
may  be  used ;  and  the  addition  is  made  in  an 
ordinary  tank  provided  with  an  agitator  and 
steam  coil,  although  it  is  sometimes  carried  out 
continuously  in  a  special  liming  apparatus. 
Various  views  have  been  expressed  on  the 
relative  merits  of  '  wet '  and  '  dry  '  defeca- 
tion, but  reliable  investigations  indicate  that 
both  yield  equally  satisfactory  results,  pro- 
vided certain'  precautions  are  observed.  Which- 
ever method  be  used,  the  temperature  should  be 
at  least  75°,  and  preferably  80''-85°,  but  not 
higher  than  90°C.,  and  the  duration  of  contact 
between  lime  and  juice  should  be  from  5  to  10 
minutes.  As  to  the  quantity  of  lime  to  be 
used,  it  may  be  stated  that  true  defecation  can 
be  effected  in  the  laboratory  with  only  0-5- 
0"76  p.c,  on  the  weight  of  juice  ;  but  that  this 
small  apipunt  is  never  feasible  in  practice,  a^ 
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juice  thus. treated  can  be  filtered  only  with  great 
difficulty.  ,  Prom  1-0-1-5  p.c.  of  lime  may  be 
used ;  but  then  it  ia  necessary,  especially  when 
woikmg  roots  that  are  not  fresh  or  not  fully 
ripe,  to  facilitate  filtration  by  the  addition  of  a 
little  kieselguhr.  In  most  factories,  it  is  usual 
to  add  2-3  p.c.  of  lime  j  and  with  this  amount 
It  IS  generaUy  found  that  the  juices  are  well 
defecated,  light  in  colour,  and  filter  readily 
giving  a  good  cake  in  the  filter-presses. 

Regarding  the  action  of  the  lime  on  the 
diffusion  juice,  it  may  be  pointed  out  that 
partial  precipitation  and  partial  decomposition 
of  the  non-sugar  bodies  occur.    The  free  acid 


Fig.  6. 


and  acid  salts  present  are  neutralised;  and 
insoluble  salts  formed  with  organic  and  in- 
organic acids,  particularly  oxaEc  and  phos- 
phoric acids,  while  potash,  soda,  and  the  organic 
bases  present  are  liberated.  Albumen  is  de- 
composed more  or  less  completely,  with  the 
formation  of  albumoses,  peptones,  polypeptides, 
and  amino  acids;  whilst  the  invert  sugar  is 
resolved  into  saccharic  and  lactic  acids.  In 
addition  to  its  chemical  effect,  lime  also  acts 
mechanically,  since  it  entrains  particles  and 
filaments  of  the  root  suspended  in  the  juice. 

After  liming,  the  •  juice  ia  ready  for  the 
second  stage  of  the  clarifying  process,  namely 
'  oarbonatation,' '  carbonation.'or '  saturation  ' ; 
and  for  this  purpose  it  is  run  into  tanks,  in  which 
the  treatment  with  carbon  dioxide  can  be 
suitably  effected.    Carbooatatioil  Of  g£|.tu{atioo 
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tanks  may  be  circular  or  rectangular  (Fig.  7), 
and  are  provided  with  steam  coils  for  heating, 
and  a  special  gas  distributing  apparatus  designed 
to  effect  the  best  utilisation  of  the  carbon  dioxide 
during  the  operation. 


I  e>i/»<7AMM"g^*: 


On  passing  the  gas  ii  ito  the  limed  juice,  at 
first  there  is  formed  a  complex  combination  of 
calcium  oxide,  calcium  suorate,  and  calcium 
carbonate,  the  so-called  '  sucro-carbonate  of 
lime,'  which  is  very  gelatinous.    As  the  opera- 
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tion  proceeds,  this  body  is  gradually  decom- 
posed, finally  with  the  formation  of  sugar  and 
calcium  carbonate.  Saturation  must  be  care- 
fully carried  out,  and  is  continued  until  samples 


taken  from  time  to  time  show  that  the  precipi- 
tate, technically  termed  the  '  scums,'  is  granular, 
and  separates  readily,  leaving  the  supernatant 
liquid  quite  clear.     LFsually  the  gas  is  passed  in 
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until  the  alkalinity  on  titration  is  about  O-l  p.o. 
calcium  oxide,  using  phenolphthalein  as  indicator, 
but  not  longer,  owierwise  the  precipitated  im- 
purities including  some  of  the  colouring  bodies, 
commence  to  re-aissolve.-  In  order  to  eliminate 
the  remaining  alkalinity,  the  '  first  saturation 
juice,'  after  being  passed  through  a  filter-press 
(Kg.  8),  must  be  submitted  to  the  'second 
saturation.'  This  is  now  nearly  always  carried 
out  continuously,  after  sometimes  adding  a 
small  amount  of  lime,  about  0-5  p.o. ;  and 
generally  in  this  operation  both  carbon  dioxide 
and  sulphur  dioxide  are  used.  If  only  carbon 
dioxide  be  used,  a  separate  '  third  saturation,' 
employing  sulphur  dioxide  follows,  but  in  any 
case  the  final  alkalinity  is  reduced  to  0-01- 
0-04  p.c.  calcium  oxide.  Whether  two  or  three 
saturations  have  been  used,  the  juice  obtained 


is  filtered,  often  through,  presses  as  before, 
after  which  it  is  ready  for  evaporation  to 
the  state  of  syrup.  It  is  therefore  pumped 
up  to  the  evaporator  supply  tank  for  this 
purpose. 

It  may  here  be  pointed  out  that  the  satura- 
tion treatment  has  a  slight  effect  in  purifying 
the  juice  otherwise  than  by  removing  the  lime 
added  during  defecation,  since  a  small  amount 
of  mineral  and  organic  matter  is  thrown  down. 
As  to  the  exact  rdle  of  sulphur  dioxide,  conti- 
nental authorities  differ,  but  it  is  generally 
agreed  that  the  juices  are  slightly  decolorised^ 
that  lime  salts  unacted  upon  by  the  carbon 
dioxide  are  precipitated,  that  juice  thus  treated 
subsequently  crystallises  better  .owing  to  de- 
creased viscosity,  and  finally  that  the  sugar 
obtained  keeps  better  on  storage. 
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(3)  Concentraiion.  of  the  juice.  If  the  process 
of  clarification  has  been  well  conducted,  the 
iuioe  should  now  be  of  a  fine  amber  colour. 
Usually  this  '  thin- juice '  has  a  density  ot 
12°-13  Brix  It  is  next  concentrated  to  a 
'thick-juice'' or  syrup  of  SS'-eCBrix,  about 
80  p.c.  of  its  water  thus  bemg  removed. 

This  is  done  in  one  or  other  of  the  large 
number  of  multiple  effect  evaporators,  which 
^arv  ereatly  in  construction,  ■  and  may  be 
classifild  as  foUows :  (1)  the  vertical,  sub- 
merged tube  type,  the  so-called  Standard 
systim  (Fig.  9),  such  as  the  Stillman,  the 
Haeemaim,  or  the  CSiapman  evaporators ;  W 
the  horizontal  submerged  tube  type,  such  as 
the  original  Rfflieux,  and  the  WeUner-Jelmek 
evaporators;  and  (3)  those  of  the  film  type 
such  as  the  Yaryan,  the  Lillie,  and  the  Kestner 
chs.  10)  evaporators.  ,      „    ^  i 

It  is  now  general  to  supply  the  first  vessel 
pf  the  multiple  effect  with  exhaust  steam.  For 
heating  purposes  in  other  parts  of  the  factory, 
^uch  fa  V  vacuum  pans,  the  different  juice 
and  Bvrup  heaters,  or  the  calonzatora  of  the 
diffusion,  battery,  it  is  usual  to  take  the  necessary 
»  from  on^  of  the  vessels  of  the  tripe  or 
quadruple    effect,    S«ob   m    arrangement   of 


'  extra  steam 


.utilising  vapour  is  termed  an 
system.  ,  .  ,   ,, 

In  beetroot  factories,  in  which  the  necessary 
amount  of  exhaust  steam  is  not  available  for 
supplying  the  evaporators  owing  to  centralisa- 
tion of  the  motive  power,  and  in  which  high 
pressure  steam  must  consequently  be  used  tor 
other  heating  purposes,  it  is  now  beoomuig 
eeneral  to  use  a  '  pre-evaporator  of  the  l-auly- 
Greiner  or  other  type.  This  apparatus  receives 
steam  at  a  pressure  of  about  30  lbs.,  and  m  it 
the  juide  is  partly  concentrated,  giving  oft 
vapour  at  about  15  lbs.,  which  is  used  for  the 
vacuum  pans,  juice-heaters,  &c  Although  m 
this  way  the  juice  may  be  heated  to  115  -UV  ,  it 
has  been  fully  established  that  no  decomposition 
of  sucrose  takes  place,  provided  that  the  ]uice 
be  kept  sufSciently  alkaline.  By  the  use  of 
such  an  apparatus,  the  heating  surfaces  of  pans, 
■heaters,     &c.,   may   be   made   proportionately 

^™  A^  the  juice  concentrates,  certain  salts  are 
thrown  out  of  solution,  and  are  mostly  deposited 
on  the  heating  surfaces.  Such  an  incrustation 
or  scale  conducts  heat  very  badly,  and  greatly 
diminishes  the  efficiency  of  the  evaporator. 
Wumecous-   mechanical    devices     have     beeiJ 
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proposed  for  preventing  or  diminishing  scale 
formation  during  evaporation ;  but  these  are 
not  widely  used,  so  that  it  is  necessary  during 
the  Sunday  intermission  to  resort  to  chemical 
cleaning  by  boiling  out  with  dilute  sodium 
hydroxide  or  carbonate,  followed  by  hydro- 
chloric acid,  after  which  the  residue  may 
generally  be  readily  removed  by  means  of 
brushes  and  scrapers.  Pellet  has  matJe  a  special 
study  of  the  scale  of  the  effect  of  the  beet  sugar 
factory,'  indicating  the  varying  composition 
according  to  the  particular  vessel. 

While  evaporation  is  proceeding,  a  small 
amount  of  the  juice  may  be  '  entrained '  or 
carried  over  mth  the  vapour,  sugar  thus  being 


Fig.  10. 


lost.  This  may  be  prevented  by  the  use  of  suit- 
able baffles,  or  one  or  other  of  the  patent  forms  of 
preventers,  or  again  by  a  larger  vapour  space. 
It  is,  nevertheless,  customary  to  periodically 
test  the  condensed  water  of  the  evaporators  for 
sugar  by  means  of  a-naphthol,  underlaying  with 
a  Uttle  concentrated  sulphuric  acid.- 

It  was  stated  above  that  the  alkalinity  (to 
phenolphthalein)  of  the  juice  entering  the  evap- 
orators is  generally  between  0"01  and  0-04  p.c. 
calcium  oxide.  When  the  juice  is  concentrated  to 
55°-60°Brix,  this  alkalinity  should  become  0-05- 
0-20  p.c,  but  it  does  not  reach  this  figure,  owing 
principally  to  the  volatilisation  of  the  ammonia 
present  and  the  decomposition  of  amino  acids 
and  acid  amidee^  and  is  usually  reduced 
to  about  0-02-0-03  p.c.  Nevertheless,  the 
alkalinity  is  generally  too  high  to  be  sent 
'  p.  gucketind.  1910,  35,  m. 


directly  to  the  next  stage,  viz.  crystallisation  ill 
the  vacuum  pans ;  and  it  is  customary  to 
further  reduce  it  to  about  t)-005-0-010  p.c.  by 
first  bringing  the  juice  almost  to  boiling-point 
in  a  thick-juice  heater,  and  then  treating  with 
either  carbon  dioxide  or  sulphur  dioxide  in 
some  form  of  continuous  apparatus,  until  the 
desired  alkalinity  is  reached. .  Lastly,  the  juice 
is  filtered  through  a  press  or  sand  filter. 

(4)  Crystallisation  of  the  sugar  from  the  syrup. 
As  previously  stated,  concentration  is  continued 
in  the  multiple  effect  as  far  ag  65°-60°Brix. 
Beyond  this  density,  operations  have  to  be 
very  carefully  conducted,  and"  crystallisation 
or  '  graining,'  in  order  to  be  fully  under  control, 
must  be  conducted  under  reduced  pressure  in  a 
single  effect  apparatus,  otherwise  known  as  a 
'  vacuuni  pan  '  (Kg.  ll)i 

,  Usually  vacuum  pans  are  vertical,  with  a 
conical  bottom,  and  are  heated  by  coils,  which 
may  either  be  superimposed  or  else  arranged  in 
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one  plane  on  the  '  lyre  '  system.  Vacuum  pans 
of  the  horizontal  type  are  not  much  used  now.  As 
to  size,  in  general,  it^may  be  said  that  a  large 
pan,  al^iough  it  requires  less  attention,  is  not 
altogether  advantageous,  chiefly  on  account  of 
the  large  amount  of  steam  it  takes  from  the 
evaporaitors  on  starting.  In  beet  factories,  the 
capacity  of  the  pans  used  may  vary  betvreen 
20  and  50  tons. 

When  boiling,  the  object  otthe  pan-man  is  to 
form  a  certain  amount  of  crystals  or  '  grain  '  in 
the  thickened  syrup,  and  then  to  allow  the  sugar 
passing  out  of  solution  during  evaporatiipi  to 
grow  on  these  already  formed  crystals,  without 
the  formation  of  new,  small  crystals,  techjaioally 
known  as  'false  gram,'  which  subsequently 
cause  difficulty  in  the  centrifugals,  passing 
through  the  basket  into  the  molasses.  During 
the  process  of  boiling,  the  pan-man  is  entirely 
guided  by  the  appearance  of  the  sample  which 
he  takes  from  the  pan  by  the  '  proof -stick '  and 
from  certain  empirical  tests,  such  as  'string 
proof,'  'bubble  proof,'"  'water  proof,'  'hook 
proof,'  &c. 

Briefly    described,    the    process    of    toiling 

down  tbe  syrup  in  the,  pan  is  as  fglJows  i  The 
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air-  pump  is  started  and  when  a  sufficient 
vacuum  has  been  reached,  an  amount  of  syrup, 
depending  upon  whether  larg6  or  small  crystals 
are  desired,  is  draivn  into  the  pan.  Aa  the 
syrup  concentrates,  crystallisation  or  '  graining  ' 
occurs.  More  syrup  is  then  gradually  drawn 
into  the  pans,  either  continuously  or  inter- 
mittently, and  as  concentration  proceeds  the 
sugar  is  deposited  on  the  already  formed 
crystals,  so  that  a  mixture  of  crystals  and 
mother-liquor,  technically  known  as  '  masse- 
ouite,'  is  formed.  When  the  pan  is  full,  the 
syrup  supply  is  shut  o£E,  and  concentration  is 
continued  until  the  massecuite  reaches  a  certain 
consistency,  generally  containing  from  5  to  10 


p.c.  of  water.  At  this  point  the  contents  of 
the  pan,  called  the  '  strijie,'  are  '  struck  out,'  and 
allowed  to  drop  into  either  (o)  mixers,  in  which 
case,  treatment  in  the  centrifugals  is  carried  out 
directly,  or  (6)  else  into  crystallisers,  in  which 
instance  the  massecuite  is  slowly  cooled  and 
crystallisation  completed  as  fully  as  possible 
before  oentrifugalling. 

The  mixer  is  a  large  receiver,  fitted  with  a 
stirrer,  and  is  placed  immediately  over  the 
centrifugals.  It  is  usually  of  such  a  size  as  to 
take  the  entire  contents  of  the  pan.  The 
crystallisers  generally  used  consist  of  horizontal 
vessels,  either  open  or  closed,  provided  with  a 
suitable  stirring  gear  for  imparting  a,  gentle 
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motion  to  the  massecuite,  and  also  with  a 
steam  jacket  or  other  arrangement  for  heating 
or  cooling  the  contents. 

It  may  be  mentioned  that  Curin  (Osterr.- 
Ungar.  Zeitsoh.  Zuokerind.  1894,  756)  has  intro- 
duced an  apparatus,  termed  a  '  brasmoscope,' 
and  Claassen  (Zeitsoh.  Ver.  deut.  Zuokerind. 
1897, '  779)  a  similar  instrufnent  for  enabling 
the  workman  to  control  the  boiling  and  produce 
a  uniformly  good  sugar. 

(5)  Separation  of  the  crystals.  It  now  re- 
mains to  separate  the  crystals  from  the  mother- 
liquor,  or  molasses,  which  operation,  termed 
'  spinning  '  or  '  machining,'  is  universally  carried 
out  in  the  beet  sugar  industry  in  a  special  cen- 
trifugal machine  (Fig.  12). 

Usually  a  centrifugal  having  a  basket  40  to 
50  ins.  in  diameter^is  employed.  In  the  beet 
factory,  both  tb?  suspended  and  standing  types 


are  employed,  but  German  manufacturers  still 
adhere  largely  to  the  latter  system,  although  the 
former  evidently  has  the  greater  advantages. 
The  machine  may  be  driven  either  singly  or 
in  groups,  at  a  rate  between  800  and  1500  revolu- 
tions per  minute.  Usually  the  ordinary  steam 
power  of  the  factory  is  used,  electric  or  water- 
driven  machines  not  having  come  into  general 
use. 

It  is  convenient  to  arrange  the  pans  and 
crystallisers  above  the  centrifugals,  so  that  the 
introduction  of  the  massecuite  may  be  effected 
by  gravity  through  a  spout  or  gutter.  If, 
however,  this  is  not  possible,  either  compressed 
air  or  a  special  form  of  pump  carries  the  masse- 
cuite into  a  mixer,  placed  at  a  suitable  height 
from  which  the  centrifugals  may  be  fed. 

For  many  years  past,  efforts  have  been  mado 
to  construct  a  continuous  centriJ«gal,  »'.«,  one 
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into  which  the  massecuite  may  be  fed,  and  from 
which  the  machined  sugar  may  be  discharged 
without  stopping ;  but  none  of  these  has  given 
really  promising  results  in  actual  working. 

By  '  spinning  '  or  '  machining  '  the  masse- 
cuite in  the  centrifugals,  the  greater  part  of  the 
mother-liquor  or  molasses  is  thrown  off,  al- 
though a  small  amount  always  remains  adhering 
to  the  crystals.  The  mother-fiquor  that  is  thrown 
off  is  known  as  'green  syrup,'  or  'centrifugal 
syrup,'  and  it  subsequently  undergoes  the  proce- 
dure described  under  (6)  Treatment  of  the  centri- 
fugal  syrup  and  working-up  of  the  after-products. 
When  it  is  advantageous  to  make  a  raw  sugar  of 
high  rendement,  the  amount  of  the  adhering 
molasses  may  be  reduced  somewhat  by  a  loiiger 
duration  and  higher  rate  of  machining. 

In  making  a  white  (unrefined)  sugar  for 
direct  consumption,  the  syrup  is  removed  from 
the  crystals  as  completely  as  possible,  by 
washing  it  off  while  still  in  the  machines  with 
steam,  water,  or  concentrated  sugar  liquor, 
doing  this  in  such  a  way  that  none,  or  but  very 
little,  of  the  crystal  is  dissolved.  Moreover,  in 
making  white  direct  consumption  sugar  in  the 
beet  factory,  a  little  ultramarine  may  be  used 
in  the  pan,  whilst  a  little  may  also  be  added 
to  the  water  used  for  washing  in  the  machines, 
or  '  covering,'  as  the  operation  is  sometimes 
called. 

White  sugar  obtained  in  this  way  may  be 
sold  after  sieving  and  drying  as  a  cheap  quality 
of  '  granulated,'  or  it  may  be  groimd  to  a  form 
of  '  powdered  sugar,'  or,  again,  the  crystals  may 
be  worked  to  '  pressed  loaf  sugar.'  It  should, 
however,  be  pointed  out  that  such  products  are 
not  to  be  regarded  as  equal  to  refined  sugars, 
although  they  find  a  ready  cheap  market, 
especially  on  the  Continent.  They  have  not 
the  brilliant  whiteness  of  refined  sugars,  which 
can  only  be  made  by  a  further  purifying  treat- 
ment, involving  the  use  of  animal  charcoal. 

After  machining,  the  sugar  is  discharged 
from  the  centrifugab  into  shaking  gutters, 
which  pass  it  to  an  elevator,  which  in  turn 
sends  it  to  the  sieves,  after  which  the  finished 
raw  sugar  is  sacked  and  stored. 

As  to  the  quality  of  a  good  raw  beet  sugar, 
this  does  not  simply  depend  on  the  sucrose 
content,  but  also  upon  other  factors.  The 
sugar  crystab  should  be  well  defined  in  shape 
and  of  uniform  size  and  colour.  Of  more  im- 
portance than  the  colour  of  the  syrup  adhering 
to  the  crystal  is  the  colour  of  the  crystal  itself. 
If  not  white,  a  pale  yellow  b  to  be  preferred  to 
a  grey,  since  a  grey  sugar  is  generally  difficult  to 
refine.  Farther,  the  raw  sugar  should  have  a 
sufficient  alkalinity  to  phenolphthalein,  other- 
wise it  does  not  keep  well  on  storage. 

(6)  Treatment  of  the  centrifugal  syrup  and 
the  working-up  of  the  after-products.  The  syrup 
spun  off  the  massecuite  in  the  centrifugals,  the 
so-caUed  'green  syrup,'  has  a  purity  value  of 
TO'-SO",*  and  contains  an  appreciable  amount  of 
crystallisable  sugar,  which  is  always  extracted, 
giving  a  low-grade  sugar  termed  an  '  after- 
product.' 

It  was  formerly  the  custom,  and  it  still  b 

•  By  the  'purity,'  or    'quotient   of   purity,'   is 
meant  the  percentage  oi  sugros^  in  Xtn^  total  solid 
^j        suerosejiiop. 


to  a  small  extent  in  the  smaller  and  older 
Continental  factories,  to  boil  the  centrifugal 
syrup  '  blank,'  i.e.  to  concentrate  it  to  super- 
saturation  with  little  or  no  formation  of  grain 
and  allow  the  separation  of  the  sugar  crystab 
to  taDsB  place  in  tanks,  with  or  without  the 
addition  of  inciting  crystals  or  'seed.'  In 
using  thb  method,  it  is  necessary  to  repeat  the 
boilmg  operation  twice  in  order  to  exhaust  the 
syrup  to  the  purity  of  true  molasses,  and  the 
second  boiling  must  stand  for  some  months 
before  complete  crystallisation  is  effected. 
Consequently,  this  method  is  a  very  expensive 
and  inconvenient  one,  operations  having  to  be 
continued  after  the  campaign  proper  has 
terminated,  although  there  is  no  doubt  that  the 
modifications  introduced  by  Ehrhardt  and 
Fobche  have  been  of  much  service  in  im- 
proving it. 

According,  _ho we ver,  to  the  modem  method 
of  workiug,  in  which  the  centrifugal  syrup  b 
boiled  to  grain  and  afterwards  allowed  to 
crystallbe  out  while  being  gradually  cooled 
and  agitated  in  a  special  apparatus,  called  a 
'  orystaUiser-in-motion,'  thb  disadvantage  u 
satisfaictorily  overcome. 

As  a  rule,  the  vacuum  pan  for  graining  in 
after-product  working  does  not  differ  much 
from  that  employed  in  boiling  the  thick-juice, 
except  that  it  often  contains  an  agitating 
apparatus  to  hasten  the  operation,  since  with 
the  vbcous  after-product  the  motion  during 
boiling  is  slight.  BoiUng  may  last  12-24  hours, 
and  the  finbhed  massecuite  consists  of  crystab 
and  a  mother-syrup  of  SS'-VO"  purity. 

Generally  speaking,  the  crystalliser-in- 
motion  is  a  cylindrical  vessel,  preferably 
jacketed,  provided  with  a,  horizontal  shaft 
carrying  paddles  and  geared  to  revolve  very 
slowly.  ^From  the  pan,  the  massecuite  b  run 
into  the  crystalliser  at  a  temperature  of  SS'-QCC, 
and  gradually  cooled  to  25°-40''O.  during  4  to  5 
days,  water  being  added  from  time  to  time  in 
such  amount  that  the  supersaturation  of  the 
'liquor  b  kept  at  the  optimum  for  regubr 
crystallisation  (Dtrfe  Herzfeld,  ZeitschTVer.  deut. 
Zuckerind.  1892,  174;  and  Qaassen,  ibid. 
1897,  809),  without  the  formation  of  'fabe 
grain.'  When  crystallisation  is  completed,  the 
massecuite  goes  to  the  centrifugals  to  be  sepa- 
rated into  sugar  crystals  and  mother-liquor. 
After  two  such  operations,  the  mother-liquor 
is  '  exhausted  molasses,'  i.e.  molasses  from  which 
no  more  sugar  can  be  obtained  by  crystallisa- 
tion, except  after  some  special  extra  treatment. 
It  usually  has  a  purity  value  of  SS'^fiO",  if  the 
crystallisation  has  been  conducted  in  the 
proper  manner. 

In  an  up-to-date  after-product  plant,  such 
as  the  Claassen  (Fig,  13),  or  the  Bock,  the 
boiling  apparatus  is_  so  arranged  that  its  con- 
tents fall  directly  into  the  crystalliser,  the 
contents  of  which  are  again  directed  through 
steam-jacketed  channels  .into  the  centrifugab, 
which  are  immediately  below. 

Brief  mention  may  be  made  of  modifications 
of  the  general  method  bf  treating  after-products 
that  are  used  to  a  more  or  less  extent  at  the 
present  time.  In  the  Gross6  procedure,  boiling 
and  crystallisation  are  both  carried  out  in  a 
special  pan,  fitted  with  a  spiral  agitator,  in 
addition  to  the  ordinary  steam  coils,    According 
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to  the  Mathis  meikod,  the  Syrup  is  boiled 
blank  to  a  high  Brix  content,  filled  into  a  special 
orystalliserat  95°-100°C.,  and  there  boiled  under 
reduced  pressure,  graining  being  induced  by  the 
introduction  of  high-pressure  steam  or  air. 
Karlik  and  Czapikowski  have  designed  a 
horizontal  graining  pan  in  which  the  heating 


Fig.  13. 

arrangement  is  in  the  form  of  a  cross  revolving 
about  a  hollow  shaft  at  the  rate  of  only  1-3 
revolutions  per  minute. 

Generally  the  after-product  obtained  by  one 
or  other  of  the  methods  given  above  is  sold 
directly  as  a  low-grade  sugar,  but  sometimes  it 
is  re-dissolved  in  the  thin-juice,  which- is  then 
worked  up  in  the  usual  way.  Re-solution  in 
the  thin- juice  is  also  used  in  white  sugar  factories, 
i.e.  those  in  which  a  white  (unrefined)  direct 
consumption  product  is  made. 

As  to  the  utilisation  of  the  "exhausted 
molasses,'  this  may  be  done  in  several  ways. 
On  the  average,  the  composition  of  the  product 
is :  sucrose,  50  p.c. ;  non-sugars,  including 
liiineral  matter,  30- p.c. ;  and  water,  20  p.c. 
iProm  this  analysis  it  will  be  observed  that  there 
is  present  a  large  amount  of  non-sugars,  and  it 
OS  these  that  prevent  the  further  crystallisation 
of  the  sucrose. 

In  order  to  recover  some  of  this  sucrose,  the 
«^austed  molasses  is  sometimes  treated  by : 


(1)  the  'osmose*  process,  in  which,  by  osmosis, 
a  syrup  is  obtained  of  higher  purity ;  or  (2) 
by  the  Steffen  or  Schieibler  processes,  or 
modifications  of  them,  in  which  an  insoluble 
calcium  or  strontium  saccharate  is  precipi- 
tated, separated  by  filtration  through  presses, 
and  subsequently  decomposed  with  carbon 
dioxide  into  sugar  and  calcium  or  strontium 
carbonate. 

Exhausted  molasses,  however,  on  the 
Continent  especially,  is  now  largely  used  for 
the  manufacture  of  '  molasses  cattle  food,'  by 
mixing  with  dried  exhausted  cossettes  (beet 
pulp),  dried  brewers'  grains,  peat,  alfalfa  meal, 
or  other  suitable  absorbent.  To  a  large'extent, 
also,  it  is  sold  to  the  distiller  for  the  production, 
of  spirit ;  while  a  small  proportion  is  employed 
in  the  manufacture  of  blacking,  dyewood 
extracts,  disinfectant  solutions,   &c. 

(6)  Mahukactube  op  Raw  Sttgab  fkom  the 
SuQAB  Cane. 

In  cane  sugar  manufacture,  the  several 
stages  are,  broadly  speaking,  the  same  as  those 
obtaining  in  beet  sugar  manufacture,  but  the 
methods  used  in  the  first  twot  namely,  (I)  the 
extraction  and  (2)  the  clarification  of  the  juice, 
differ  somewhat.  In  place  of  extraction  of 
the  juice  by  diffiision,  miUing  is  universally 
used ;  whilst,  instead  of  clarification  by  the 
defeco-carbonation  process,  pimple  defecation 
with  a  small  amoimt  of  lime  is  most  generally 
appUed.  Other  operations,  such  as  (3)  the  con- 
centration of  the  juice,  (4)  the  crystallisation  of 
the  syrup,  (5)  the  separation  of  the  crystals,  and 
(6)  the  working-up  of  the  after-products,  are 
practically  the  same,  so  that  mneh  that  has 
been  said  under  Beet  Sugar  Manufacture  (p.  213) 
applies  here  also,  and  need  not  be  repeated. 

( 1 )  Extraction  of  the  juice  by  crushing  in  miUa. 
After  the  cane  has  been  cultivated,  harvested, 
and  conveyed  to  the  factory,  it  is  passed  through 
mills  consisting  of  three  heavy  iron  or .  steel 
rollers,  set  with  their  centres  at  the  angles  of 
an  isosceles  triangle,  the  vertical  angle  of  which 
is  generally  about  83°,  and  driven  by  a  powerful 
engine  through  suitable  massive  spur  and 
pinion  gearing.  In  this  way  the  cells  of  the 
cane  arf  fiiptured,  and  the  juice  containing 
the  sugar  is  expressed.  After  falling  from  the 
rollers  to  the  bed  of  the  mill,  the  juice  flows  into 
the  juice-tank,  in  the  upper  part  of  which  is 
fixed  a  strainer  to  separate  the  grit  and  fine 
'  cush-cush,'  or  crushed  particles  of  the  rind 
and  pulp  of  the  cane.  From  the  juice-tank, 
the  strained  juice  is  pumped  to  the  clarifiers, 
there  to  be  subjected  to  further  treatment. 

Formerly,  the  cane  was  simply  passed  through 
a  mill  consisting  of  only  three  rollers,  i.e.  it  was 
'  dry  crushed  '  in  a  3-roller  mill,  and  in  this  way 
it  was  possible  to  obtain  an  extraction  of  only 
about  60  p.c.  of  the  sugar  in  the  cane.  Accord- 
ing, however,  to  modem  methods  of  working, 
in  which  a  much  higher  extraction  is  efiected, 
the  cane  is  first  subjected  to  a  preparatory 
crushing  by  means  of  the  Krajewski  or  similar 
apparatus,  consisting  of  two  rollers  with  pointed 
zigzag  corrugations,  and  then  passed  through 
a  train  of  2,  3,  or  4,  S-roller  mills,  set  in  tandem 
(Fig.  14).  In  addition  to  this,  it  is  now  custo- 
mary also  to  treat  the  cane  between  any  two 
mills  either  by  (a)  maceration,  i.e.  immersion  in 
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a  bath  contaitting  dilute  juiee  returned  from 
the  last  mill;  or  by  (6)  imbibition,  i.e.  spraying 
with  hot  or  cold  water  or  juice.  Using  the  Kra- 
jewski  crusher,  a  12-roller  mill,  and  imbibition 
with  20  p.o.  of  water  on  the  weight  of  cane,  it 
is  possible  to  efiect  as  high  an  extraction  as 
flO-95  p.o.  of  the  sugar  originally  present  in 
the  cane.  Even  a  higher  extraction  than  this 
may  be  effected  by  using  a  larger  amount 
of  water;  but  it  is  not  always  eoonomicah  to 
proceed  so  far,  as  with  the  increase  of  ex- 
traction the  purity  of  the  juice  falls,  while 
the  extra  cost  of  fuel  for  evaporation  and  an 
increased  capacity  of  plant  to  deal  with  the 
greater  volume  of  juice,  must  obviously  also  be 
taken  into  consideration.  According  to  the 
different  methods  of  milling,  the  extractions 
obtainable  are  as  follows  (British  Guiana  Sugar 
Planters'  Association's  Report  to  the  West 
India  Commission) :  single  crushing,  76  p.o. ; 
single     grushing,     with     preliminary    crusher. 


80  p.o.  !  double  dry  crushing,  83  p.C. ; 
double  dry  crushing  with  preliminary  crusher, 
85  p.C  ;  double  crushing,  with  10  p.o.  imbibi- 
tion, without  crusher,  86  p.o. ;  double  crushing, 
with  10  p.C.  dilution,  with  crusher,  88  p.o. ; 
treble  crushing,  with  crusher  and  20  p.c.  dilu- 
tion, 92  p.o. ;  and  quadruple  crushing,  with 
crusher  and  20  p.c.  dilution,  94  p.c. 

As  to  the  more  or  less  exhausted,  crushed 
residue  of  cane,  termed  '  bagasse  '  or  '  megass,' 
this  is  generally  utilised  as  fuel  in  the  sugar 
factory  for  generating  the  steam  for  evapora- 
tion, ^eing  burnt  either  in  the  wet  or  air-dried 
state,  in  specially  constructed  furnaces. 

It  should  be  pointed  out  that  attemj^ts  were 
made  by  BVench  and  German  engineers  about 
20  years  ago  to  establish  the  diffusion  process 
{see  under  (o)  Beet  Sugar  Manufacture,  p.  213)  in  . 
the  cane  sugar  industry.  For  a  time  it  seemed 
probable  that  diffusion  would' become  a  per- 
manent method  of  sugar  extraction  frpm  the 
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cane  ;■  but  with  the  introduction  of  improved 
methods  of  milling,  such  as  preliminary  cutting 
and  crushing,  maceration  and  imbibition,  the 
superiority  of  diffusion  has  entirely  disappeared, 
and  the  process  is  used  only  in  one  or  two 
places,  where  the  economic  conditions  are  quite 
exceptional.  For  diffusion  processes  in  general,  it 
is  claimed  (1)  that  they  extract  96-98*p.c.  of  the 
sugar  from  the  cane;  that  (2)  a  purer  juice  is  ob- 
tained ;  and  (3)  that  there  is  less  danger  of  the 
stoppage  of  the  factory  from  a  breakdown, 
since  if  one  vessel  is  out  of  order,  it  may  be  dis- 
connected, and  the  work  carried  on  with  the 
others.  On  the  other  hand,  the  disadvantages 
are  (1)  that  the  juice  is  very  much  diluted,  so 
that  extra  fuel  atid  plant  are  required  for  evapora- 
tipn ;  (2)  that  more  hands  are  necessary;  (3) 
there  is  considerable  expenditure  in  working 
and  maintaining  the  slicing  plant ;  and  (4)  that 
the  exhausted  cane  slices  must  be  pressed  and 
dried  before  being  available  for  fuel. 

Several  processes,  combining  milling  and 
diffusion,  have  been  elaborated,  and  of  these 
may  be  ipentioned  the  Kessler  (International 
Sugar  Journal,  1902,  4,  460),  and  the  Geerligs- 
Hamaker  {ibid.  1903,  S,  671)  methods. 

(2)  Clarification  of  the  juice.  As  the  juice 
comes  from  the  mills,  it  is  cloudy  and  yellow,  or 
dirty  green  in  colour.     In  addition  to  sucrose. 


it  contains  as  impurities  gummy,  protein,  and 
colouring  substances,  together  with  mineral 
matter,  and  a  more  or  less  Amount  of  reducing 
sugars,  technically  known  as  '  glucose.' 

Depending  upon  the  nature  of  the  cane 
worked,  the  country,  and  the  method  of  milling, 
the  composition  of  the  raw  juice  may  vary 
somewhat,  but  generally  it  averages  the  follow- 
ing ;  sucrose,  13-18  p.c. ;  reducing  sugars, 
O'6-l-O  p.o. ;  gummy,  protein,  and  colouring 
substances,  0-2-0'5  p.o. ;  mineral  matter,  0-25-- 
0-70  p.c.  In  now  submitting  it  to  the  process 
of  clarification,  the  object  is  to  eliminate  from 
it  these  non-sucrose  constituents  as  completely 
as  possible,  so  that  the  subsequwt  operation  of 
crystallisation  and  separation  of  the  crystals 
can  be  the  more  readily  aocotnplished.  At  the 
present  time,  the  two  agents  that  are  in  general , 
use  in  cane  factories  as  the  most  economical 
and  efficient  are  heat  and,  lime,  while  very  often 
either  sulphurous  or  phosphoric  acids,'  or  both, 
are  also  employed.  There  are,  however,  con- 
siderable variations  in.  the  method  of  carrying 
out  this  treatment,  depending  upon  the  class  of 
sugar,  whether  (o)  refining  cr3fBtals,  (6)  yellow 
crystals,  or  (c)  white,  ready  consumption  sugar, 
is  being  made. 

(o)  In.  making   refining   crystals,   the   raw 
juice  may  be  passed  first  through  a  juiccheater 
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(^g.  6,  p.  216),  in  which  it  is  I'aisedto  boiling- 
point,  and  thbn  run  into  clarifying  tanks  (Kg. 
15),  where  it  is  '  tempered '  with  the  necessary 


amount  of  slaked  lime  to  eSeot  the  precipitation 
of  as  niuch  of  the  gummy,  protein,  and  other 
impurities  as  possible.    After  settling,  the  clear 
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liquor  is  carefully  separated  from  the  muddy 
deposit  or  '  bottoms,'  and  then  passed  on  to  the 
next  stage,  namely  concentration.     Often  this 


Fig.  16. 


method  of  clarification  is  made  a  continuous 
one,  as  in  the  Hatton  system. 

(6)  In  making  yellow  or  Demerara  crystals, 
it  is  most  customary  to  first  treat  the  raw  juice 
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in  the  cold  with  sulphurous  acid,  obtained  by 
burning  sulphur  in  a  sulphur  oven  (Fig.  16). 
After  '  sulphuring,'  or  '  gassing,'  as  it  is  techni- 
cally termed,  the  juice  is  passed  through  a  juice- 
heater  (Kg.  6,  p.  215)  to  raise  it  almost  to  boiling- 


FiQ.  17. 

point,  and  then  run  into  clarifying  tanks,  in 
which  it  is  limed,  and  then  allowed  to  settle. 
Next  the  clear  juice  enters  the  eliminators 
(Fig.  17)  or  tanks  provided  with  steam  coils, 
where  it  is  heated  with  phosphoric  acid,  either 
in  the  form  of  '  Newlanite,'  or  as  concentrated 
superphosphate  of  lime  solution,  the  dirty 
'  scums '  which  rise  to  the  top  surface  being 
removed  by  skimming  ofi  into  gutters  arranged 
around  the  edge  of  the  vessel.  In  this  way,  a 
pure  yellow  juice,  free  from  any  t)inge  of  green, 
and  therefore  welj  suited  for  the  manufacture 
of  Demerara  crystals  is  obtained.  It  is  then 
ready  for  concentration.  The  scums  and 
bottoms  obtained  in  this  method  of  treatment 
are   boiled  with  lime,  and  clear  liquor  again 
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separated,    felther    by    subsldfenfle    Or    passing 
through  sand- filters  or  filter-presses. 

(c)  In  making  white  sugar  for  ready  con- 
Eumption,  several  different  procedures  for 
clarification  may  be  foUoWed.  Until  quite 
recently,  the  carbonatation  process  {see  (a) 
Beet  Sugar  Manufacture,  p.  215)  was  much 
in  vogue ;  but  it  is  now  being  recognised 
that  this  procedure  may  be  replaced  by  a 
cheaper  and  equally  efficient  one,  the  clarifica- 
tion stage  of  which  is  carried  out  as  follows 
(International  Sugar  Journal,  1911, 13, 178-179): 
The  raw  juice  is  mixed  in  the  cold  with  6-6  litres 
-of  milk  of  lime  at  15°Bd.  per  1000  litres,  and 
'  sulphured '  to  neutrality.  It  is  then  heated  to 
boiling-point,  and  run  into  settling  tanks,  the 
clear  juice  going  to  the  evaporators,  while  the 
'  bottoms '  and  scums  are  sent  through  filter- 
presses,  and  the  resulting  clear  juice  also  sent 
to  the  evaporators. 

(3)  Concentration  of  the  juice  to  syrup. 
After  clarification  by  one  or  other  of  the  methods 
mentioned  above,  the  juice,  which  may  have'a 
density  of  about  IS'Brix,  is  evaporated  to  a 
syrup  of  about  27°  to  30°B6.,  or  about  55  p.c.  of 
dry  substance. 

In  the  early  days  of  sugar  manufacture, 
evaporation  was  generally  effected  in  a  series 
of  shallow,  open  vessels,  termed  a  '  copper- 
wall  ' ;  and,  indeed,  this  primitive  method, 
wasteful  alike  of  sugar  and  fuel,  is  still  used  to 
some  extent  in  the  West  Indies  and  on  small 
Jiaciendas  in  Central  America  and  Brazil. 

In  the  majority  of  cane  sugar  factories  at 
the  present  time,  however,  concentration  is 
effected  in  vaciUI  in  some  form  of  multiple  effect 
apparatus  (Figs.  9  and  10).  What  has  already 
been  said  on  the  concentration  of  the  juice 
under  (a)  Beet  Sugar  Manufacture,  p.  218,  applies 
here  also,  but  it  may  be  pointed  out  that  the 
Pauly-Greiuer  pre-evaporator  system  of  using 
high-pressure  steam  has  not  yet  been  installed 
in  the  cane  sugar  industry,  although  Deerr  (In- 
ternational Sugar  Journal,  1911,  13,  341  et  seq.) 
has  carried  out  a  number  of  valuable  researches 
demonstrating  that  this  might  be  done  with 
advantage. 

As  in  the  beet  sugar  industry,  trouble  is 
caused  during  evaporation  by  the  deposition  of 
scale  on  the  heating  tubes  of  the  effect,  the 
efficiency  of  the  apparatus  being  thus  decreased. 
Such  scale  may  have  a  somewhat  different  com- 
position to  that  precipitated  from  beet  juices, 
and  from  analyses  made  by  Pellet,  the  propor- 
tion of  the  various  salts  increases  or  diminishes 
according  to  the  particular  vessel  of  the  effect, 
as  follows : 

First  Second  Third 
vessel  vessel  vessel 
Water  and  organic  matter  29-80  26-70  18-60 
Silica  ....  0-40  23-40  69-80 
Iron  and  alumina  .  .  3-80  9-98  2-80 
Lime  ....  46-30  25-80  6-80 
Magnesia  .  .  .  1-36  0-81  1-08 
Phosphoric  acid  .  .  17-10  11-70  trace 
Sulphuric  acid  .         .  absent  absent    trace 

Copper   ,         .         .         '.   trace      trace   trace 
Undetermined  .         .      1-24      1-61      0-92 

In  cane  sugar  factories,  the  scale  may  also 
contain  a  more  or  less  amount  of  wax,  derived 
from  the  rind  of  the  cane.  In  the  steam 
chamber  of  the  first  vessel,  a  troublesosie  layer. 


containing  oil,  oxides  of  iron  and  coppfer,  and 
carbon,  the  former  coming  from  the  steam  used 
for  heating,  is  sometime^  observed.  This 
deposit  is  best  removed  by  treatment  vrith 
petrol  or  benzene. 

Peck  (International  Sugar  Journal,  1911, 
13,  357)  has  investigated  the  most  suitable 
solvent  for  the  removal  of  scale,  containing 
mostly  calcium  sulphate,  and  has  found  that 
the  best  result  is  obtained  with  sodium  car- 
bonate followed  by  hydrochloric  acid. 

Although  the  greater  part  of  the  mineral 
and  organic  substances  thrown  out  of  solution 
during  concentration  deposits  on  the  walls  and 
tubes  of  the  vessels  of  the  effect,  some-remains 
in  suspension  in  the  syrup,  rendering  it  turbid. 
It  is  of  importance  when  making  a  good  quality  • 
sugar  to  remove  this  impurity,  since  it  becomes 
enveloped  in  the  sugar  during  crystallisation, 
imparting  a  dark  colour  to  it  which  cannot  be 
removed  by  washing  in  the  centrifugals. 

Often,  therefore,  the  syrup  is  subjected  to 
treatment  before  being  sent  to  the  vacuum  pans. 
In  the  case  of  refining  crystals,  the  syrup  may 
simply  be  allowed  to  stand,  in  order  to  separate 
the  greater  part  of  the  insoluble  matter.  When, 
however,  yellow  crystals  or  white  direct  con- 
sumption sugars  are  being  made,  the  syrup 
may  be  again  '  sulphured,',  or  treated  with 
phosphoric  acid,  then  passed  through  sand,  bag, 
or  other  suitable  filters. 

(4)  Crystallisation  of  the  sugar  from  the 
syrup.  When  the  syrup  comes  from  the 
evaporators,  it  has  a  density  of  about  55°Brix, 
and  is  next  concentrated  in  the  vacuum  pan 
(Fig.  11,  p.  218)  to  a  massscuite  or  magma  of 
crystals,  of  92°-94°Brix. 

In  the  cane  sugar  industry,  owing  to  the 
demand  for  iM-ge  pans,  iron  is  now  generally 
used  in  place  of  copper  formerly  employed ; 
the  coils  are,  however,  made  of  copper  or  gun- 
metal. 

In  the  manufacture  of  Demerara  crystals, 
the  fine  transparent  yellow  colour  is  due  largely 
to  careful  treatment  during  the  clarification 
stage,  and  also  sometimes  to  the  addition  of  a 
minute  amoimt  of  stannous  chloride  to  the 
massecuite  during  boiling,  or  else  to  the  masse- 
cuite  in  the  centrifugals.  The  '  bloomer,'  as  it 
is  called,  produces  a  bright  yellow  colouring 
matter,  the  exact  nature  of  which  has  not  been 
determined. 

When  making  white  sugar  for  direct  con- 
sumption, a  small  amount  of  sodium  hydro- 
sulphite  ('  Blankite  '),  or  of  calcium  hydro- 
sulphite  ('  R6do  '),  about  1  part  to  10,000  parts 
of  dry  sugar  is  often  drawn  into  the  vacuum 
pan  a  few  minutes  before  graining.  These 
preparations  have  a  much  more  powerful  re- 
ducing action  than  sulphur  dioxide  alone,  and 
produce  a  marked  decolorising  effect  on  the 
massecuite  when  properly  applied. 

Sometimes,  also,  ultramarine  is  used  in  the 
same  way,  that  is  just  at  the  graining  point,  so 
that  each  crystal  may  receive  sufficient  blue  to 
neutralise  the  yellow  tinge  of  the  crystals  when 
fully  grown.  As  a  rule,  however,  ultramarine 
is  used  in  the  centrifugals.  Other  colours,  such 
as  aniline  blue,  are  How  also  employed  for 
neutralising  the  complementary  yelfow  of  the 
crystal. 

As  in  beet  sugar  manufacture,  after  boiling, 
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the  contents  of  the  pan  ato  '  etrnok  out  -'  either 
into  mixers  or  else  into  crystallisera-in-motion, 
which  latter  may  be  open  or  closed,  jacketed 
or  unjaoketed,  but  have  a  stitring  gear  revolving 
at  a  rate  of  only  one  revolution  per  minute. 

(6)  Separation  of  tji.e  crystals.  In  order  to 
separate  the  crystals  from  the  massecuite, 
*  machining  '  in  centrifugals  (Fig.  12,  p.  219),  as 
applied  in  beet  sugar  manufacture,  is  now  almost 
always  used.  The  primitive  and  wasteful 
method  of  drainage,  either  in  a  cask  with  a 
perforated  bottom,  or  in  a  vacuum  chest,  with 
or  without  '  claying,'  is  now  practically  aban- 
doned, even  in  making  a  low  quality '  muscovado,' 
being  only  employed  in  the  manufacture  of  a 
very  crude  sugar  in  India,  parts  of  Central 
America,  and  elsewhere. 

In  the  cane  sugar  industry,  suspended  and 
overdriven  machines,  with  a  basket  30-48  ins. 
in  diameter,  are  most  generally  employed. 
•  (6)  Working  up  the  after-prodv/sts.  So  as  to 
recover  the  sugar  spun  off  the  crystals  in  up-to- 
date  cane  factories  crystallisers-in-motion  are 
always  used,  and  what  has  already  been  said 
about  this  under  Beet  Sugar  Manufacture,  p.  220, 
need  not  be  mentioned  again. 

It  should,  however,  be  pointed  out  that  some 
cane  factories  still  use  the  obsolete  method  of  tank 
crystallisation ;  and  also  that  in  some  the  old 
method  of  obtaining  two,  three,  four,  and  even 
five  crops  of  sugar  oy  repeatedly  boiling  dovni 
the  molasses,  crystallismg,  and  centrifugalling 
is  yet  in  vogue. 

A  better  scheme  is  to  redissolve  the  low  grade 
third  or  fourth  crop  sugars  in  the  clarified  juice, 
or  else  use  them  as  '  seed '  in  the  pan,  thus  re- 
covering them  as  a  high  grade  '  first '  sugar. 
In  many  factories,  the  molasses  from  the  first 
massecuite  is  returned  to  the  pan,  and  worked 
up  with  the  syrup  obtained  in  the  ordinary 
way;  after  boiling  this  mixture  of  syrup  and 
molasses  to  grain,  the  massecuite  is  submitted 
to  orystaUisation-in-motion,  centrifugaUed,  and 
the  resulting  molasses  again  boiled  to  grain, 
when  exhausted  molasses  is  generally  obtained. 
Then,  agahi,  may  be  mentioned  the  so-called 
« Java  process '  of  entirely  suppressing  low  pro- 
ducts, by  systematically  returning  all  molasses 
to  the  pan  in  amounts  depending  upon  its 
purity,  the  only  final  products  being  a  good 
first  sugar  and  entirely  exhausted  molasses. 

During  the  cooling  of  low-grade  massecuites, 
a  peculiar  phenomenon,  characterised  by  the 
sudden  evolution  of  gases,  and  termed  'froth 
fermentation '  is  often  observed.  It  has  been 
conclusively  shown  by  Tempany  (International 
Sugar  Journal,  1911,  11,  588)  and  others 
that  this  is  not  due  to  the  action  of  micro- 
organisms, but  to  the  spontaneous  decomposi- 
tion of  glucinates,  and  other  products  of  the 
decomposition  of  reducing  sugars  by  lime. 

As  to  the  disposal  of  exhausted  cane 
molasses,  it  may  be  used  for  cattle  food, 
eeneraUy  using  the  interior  pith  of  the  cane  as 
absorbent  ('  molascuit ') ;  for  the  manufacture 
of  rum,  for  manure,  for  fuel,  and  to  a  com- 
paratively small  extent  for  direct  consumption. 

(c)  SXJGAE  REFrNmo. 
Raw  sugar,  obtained  from  the  beet  or  cane 
by  one  or  other  of  the  procedures  given  above, 
is  seldom  consumed  as  such,  but  is  first  refined, 
Voh.  V.-T. 


the  products  made  being  generally ;  (a)  loaf ; 
(6)  cube ;  (c)  granulated ;  {d)  crystal ;  (e) 
yellow  crystals  ;  ( / )  soft  pieces  ;  and  in  a 
comparatively  small  amoimt  also  {g)  castor  and 
icing  sugars. 

Refining  consists  of  the  following  stages : 
(1)  preliminary  washing  treatment  in  centri- 
fugals ;  (2)  melting ;  (3)  filtration ;  (4)  de- 
colorisation  by  animal  charcoal ;  (5)  boiling 
to  grain ;  and  (6)  separation  of  the  crystals  in 
centrifugals  or  in  moulds. 

Generally,  raw  beet  sugar  of  the  quality 
known  as  88°  and  75°  nett  is  employed  by 
refiners,  but  one  or  two  use  cane  sugar  alone, 
while  all  replace  the  beet  more  or  less  by  cane 
when  the  latter  is  the  cheaper. 

(1)  Preliminary  washing  treatment  in  centri- 
fugals. Raw  sugar,  as  previously  pointed  out, 
consists  of  crystals  and  adhering  molasses,  so 
that  by  washing  off  the  latter  the  purity  of  the 
sugar  is  considerably  raised,  the  process  of 
refining  thus  being  facilitated.  In  the  re- 
finery, this  preliminary  washing  treatment, 
sometimes  called  '  affining,'  is  best  effected  by 
mixing  the  sugar  with  syrup,  so  as  to  render 
it  sufficiently  liquid,  and  running  it  into  a  cen- 
trifugal machine  (Fig.  12),  either  of  ordinary 
or  of  special  construction,  the  speed  of  which 
is  generally  800  to  900  revolutions  per  minute. 
While  machining,  steam,  water,  or  sugar 
solution,  is  admitted  into  the  interior  of  the 
basket,  but  discontinued  when  the  syrup  leaving 
is  light  coloured,  the  machine  then  being  stopped 
as  quickly  as  possible. 

Using  this  process  and  a  large-grained  raw 
sugar»  the  yield  of  purified  product  may  be  from 
80  to  90  p.c,  but  with  low  grade  sugars  it  is 
usually  only  65  to  70  p.c,  the  balance  of  the 
sugar  remaining  in  the  syrup.  The  treated 
sugar,  if  made  from  a  good,  '  grainy '  sugar,  will 
contain  from  99  to  99-5  p.c.  of  sugar,  but  if 
from  a  raw  sugar  of  lower  quaUty,  only  97'5  to 
98-5  p.c. 

As  to  the  time  required  for  the  operation, 
this  varies  from  10  to  40  minutes,  according  to 
the  quality  of  the  raw  sugar  treated.  With 
regard  to  steaming,  the  exhaust  steam  from  the 
engine  driving  the  machines  will  be  more  than 
sufficient.  Its  pressure  should  not  exceed 
5  lbs.  in  the  pipes  leading  to  the  machines  and 
it  should  be  kept  as  dry  as  possible. 

(2)  Melting.  After  the  preUminary  washing 
treatment,  the  sugar  is  elevated  to  the  '  blow-up 
or  melting  pans,  which  are  generally  situated  on 
an  uppf,r  floor  of  the  refinery  (Fig.  18).  These 
blow-ups  are  cylindrical  in  shape,  and  are  made 
of  cast  iron.  Each  blow-up  is  capable  of  holding 
from  3  to  10  tons  of  sugar,  and  the  water  suffi- 
cient to  dissolve  the  same  ;  it  is  provided  with  a 
stirring  gear  and  a  copper  coil,  which  -is  heated 
by  low-pressure  steam,  or  the  coil  is  perforated 
with  holes  so  as  to  blow  in  open  steam.  Thus  by 
means  of  hot  water  and  steam  the  sugar  is 
rapidly' dissolved,  and  by  the  addition  of  more 
sugar  or  water,  as  the  case  may  be,  the  solution 
is  brought  to  the  required  density  and  tempera; 
ture,  viz.  about  28°B6.  and  160°F.  Some  cane 
sugars  of  low  quality  give  a  solution  which  is 
very  difficult  to  filter,  and  some  suitable  def  ecant 
is  therefore  added 

(3)  Filtration.    After  the  hquor  leaves  the 
blow-up  it  is  run  through  a  Taylor  filter  (Fig.  19). 
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The  outer  part  of  this  consists  of  a  chamber  made  I  doors.  -  At  the  top  of  the  chamber  is  a  receiving- 
of  oast  iron,  of  various  dimensions,  provided  with  |  tank  from  6.ins.  to  1  ft.  deep,  covering  the  entire 


(Elevation.) 

Blow-ups.    B.  Taylor  filters.    0.  Raw  sugar  tanks,    n.  Char  cisterns.    B.  Char  kilns.    F.  Char  trucks. 
Q.  Char  elevators.    H.  Fine-liquor  tanks.    I.  Sweet-water  tanks.    J.  Washing  tanks. 


(Plan.) 
£.  BIov-niM.    fi.  Taylor  filters,    c.  B.bw  sugar  tanks,    o.  Chat  cisterns.    E.  Char  kilna, 
G.  Char  elevators.    J.  Wasiiing  tanks. 

Fig.  18. — Meltiho  and  Cbab  Dipabtments  ob  a  Suoab  REriNEEy. 


surface,  and  in  the  bottom  of  this  tank,  are  a 
number  of  holes  about  an  inch  in  diameter  and 
about  9  ins.  apart.    Each  of  these  holes  is  pro- 


vided with  a  screw  socket  to  receive  the  upper 
end  of  a  bell-shaped  brass  nozzle  which  iS' 
screwed  into  it,  and  round  these  nozzles  th» 
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filter-bags  ate  tied.  The  filter-bags  are  made 
of  fine  twilled  cotton  cloth,  and  are  about  6  ft. 
long  and  from  18  ins.  to  a  yard  wide,  and  each 
of  them  is  crumpled  longitudinally  and  slipped 
inside  a  sheath  made  of  coarse  hempen  cloth  of 
an  open  texture.  The  sheath  is  a  little  longer 
than  the  filter-bag,  and  is  from  6  ins.  to  9  ins.  in 
diameter.  After'  the  bags  are  inserted  in  the 
sheaths  they  are  tied  round  the  nozzles,  which 
are  then  screwed  into  the  sockets.  Should  any 
one  of  the  bags  give  turbid  liquor  the  hole  at 
the  top  of  it  should  be  stopped  up.  After  the 
liquor  has  ceased  to  flow  freely,  the  bags  are 
washed  repeatedly  with  hot  water  until  all  the 
'  sweet '  has  been  extracted.  This  bag- water  is 
used  for  melting  raw  sugars,  steam  being  intro- 
duced outside  the  bags  to  keep  the  water  hot. 


Fig.  19.. 

The  door  of  the  chamber  is  next  opened,  and 
when  the  filters  have  cooled  down  the  nozzles 
are  unscrewed,  each  bag  removed  from  its 
sheath,  and  then  turned  inside  out  and  washed 
several  times  in  separate  tanks.  By  taming  the 
bag  inside  out  and  pushing  it  under  water,  the 
imprisoned  air,  in  escaping,  drives  before  it  a 
good  deal  of  the  muddy  impurities  contained  in 
the  bag.  This  process  is  repeated  several  times, 
each  time  using  cleaner  water,  and  washing  the 
dirtiest  bags  in  the  last  water.  In  some  re- 
fineries the  bags  are  taken  direct  from  the 
filters  in  the  sweet  state,  and  are  washed  in  the 
tanks  as  above  destribed,  the  mud  being  after- 
wards removed  from  the  '  sweet  water '  by 
means  of  a  filter  press.  A  little  lime  is  some- 
times ad^ed  to  the  muddy  water  to  prevent  fer- 
mentation and  assist  filtration.  For  most  kinds 
of  raw  cane  sugar  it'  is  necessary  to  employ 
Taylor  filters,  but  beet  sugar  can  often  be  satis- 
factorily dealt  with  by  means  of  a  filter-pTfiss. 
Various  substances — including  lignite,  carbon- 
ised infusorial  earth,  brown  coal.  Wood  charcoal, 
animal  charcoal,  sawdust,  &c. — have  been  sug- 
gested to  assist  the  passage  of  liquor  through 
the  filter-press. 

(4)  Decoloriaation  hy  animal  charcoal.    For 
this  purpose  animal  charcoal  (v.  BoiTE  BLACK} 


placed  in  char  cisterns  eonsisting  of  oast-  or 
wrought-iron  cylinders,  usually  about  10  ft. 
diameter  by  18  ft.  high,  is  employed.  Each 
cistern  is  provided  with  manholes,  one  at  the 
top  for  introducing  fresh  char,  and  the  other  at 
one  side  .near  to  the  bottom  for  emptying  out 
the  char  which  has  been  exhausted.  Each 
cistern  has  also  a  false  bottom  made  of  wood 
or  iron,  perforated  with  numerous  holes  and 
covered  with  scrim  cloth,  or  blankets,  so  that 
the  clear  liquor  coming  from  the  char  may  be 
deprived  of  any  char  dust  and  may  como 
through  perfectly  bright.  The  cisterns  are 
filled  with  well- burnt  char  to  within  a  short  dis- 
tance of  the  top,  and  the  warm  '  liquor,'  that  is, 
the  solution  of  raw  sugar  at  28°B6.,  is  then 
allowed  to  flow  in  at  the  top,  the  cook  at  the 
bottom  of  the  cistern  having  been  opened  to 
allow  the  air  to  escape.  When  the  cistern  is 
full,  and  the  liquor  begins  to  come  through  at 
the  bottom,  the  cock  is  turned  ofi,  and  the  whole 
is  generally  left  at  rest  for  several  hours,  so 
as  to  'settle.'  The  cock  is  then  opened,  and 
the  decolorised  liquor  is  allowed  to  flow  into 
a  tank.  More  raw  liquor  is  at  the  same  time 
admitted  at  the  top  of  the  char  cistern.  The 
speed  of  flow  is  so  adjusted  th^t  the  liquor  may 
be  sufficiently  long  in  contact  with  the  char 
to  thoroughly  utilise  its  power  of  removing 
the  colouring  and  certain  organic  matters 
from  solution.  As  long  as  the  liquor  passing 
through  the  char  is  colourless,  it  is  allowed 
to  flow  into  the  same  tank  and  is  used  for 
making  white  refined  sugar.  When,  however, 
the  liquor  begins  to  assume  a  yellowish  tinge, 
it  is  diverted  into  another  tank,  and  is  used 
for  producing  a  lower  grade  of  sugar.  It  is 
usual  to  proceed  in  this  manner  until  the  liquor 
passing  away  from  the  cistern  is  of  a  light- 
orange  colour.  The  liqu6~r  is  then  turned  on  at 
the  top,  and  hot  water  is  run  on  to  drive  out  the 
solution  of  sugar,  but  as  the  water  mixes  to 
some  extent  with  the  liquor  a  quantity  of  weak 
sugar  solution  is  always  made.  This  is  known 
as  '  char  water,'  and  is  employed  in  dissolving 
raw  sugar,  or  it  is  sometimes,  owing  to  its 
turbidity  and  the  impurities  it  contains,  treated 
separately  from  the  liquors.  It  is  a  frequent 
custom  to  start  a  char  cistern  with  good  liquor, 
and  afterwards  to  foUow  this  up  with  lower- 
quality  liquors.  The  char  water,  too,  is  often 
run  into  liquor  tanks  when  above  18°B6.,  or 
as  long  as  it  remains  bright.  When  this  ceases 
to  be  the  case,  it  is  run  into  other  tanks  until  its 
density  is  reduced  to  1°  or  2°B6.,  and  when 
this  point  is  reached  it  is  no  longer  worth  saving, 
and  is  therefore  run  down  the  drain.  The 
washing  of  the  char  with  boiling  water  is  con- 
tinued for  some  hours  so  as  to  remove,  as  far 
as  possible,  all  organic  and  other  impurities. 
The  char  is  then  allowed  to  drain,  and  is  removed 
from  the  cistern  to  be  dried  and  rebumt,  or,  as 
it  is  termed,  '  revivified,'  in  the  char  kilns. 

The  kilns  employed  for  this  purpose  may  bo 
divided  into  two  classes,  viz.  revolving  kihis  and 
pipe  kilns.  The  first  consist  of  cast-iron 
cylinders,  revolving  in  an  inclined  position  and. 
heated  externally  by  fire,  through  which  the 
char  is.  passed  continuously,  being  turned  over 
in  its  passage  by  lifting  shelves,  and  discharged 
at  the  lower  end  into  an  air-tight  chamBen 
These  kilns  have  of  late  been  almosft  entirely 


228 


sogar. 


replaced  by  the  pipe  kilns,  of  which  various 
modifications  are  employed,  one  of  the  best 
being  shown  in  Fig.  20.  In  this  apparatus, 
the  ohar  is  introduced  through  the  two  hop- 
pers at  the  top,  first  into  drying  pipes,  then 
into  the  retort  pipes,  where  it  i^  heated 
uniformly  to  a  temperature  of  about  1060°F., 


.  Pig,  20. 

and  finally  into  the  coohng  pipes,  from  which 
it  is  passed  into  an  automatic  discharging 
apparatus,  being  drawn  o5  in  measured  amounts 
at  given  intervals  of  time.  After  revivification, 
the  charcoal  is  conveyed  as  required  by  a 
travelling  band  and  elevator  to  a  hopper  placed 
above  the  char  cistern. 

(5)  Boiling  to  grain.  After  being  sufficiently 
decolorised  in  the  manner  described  above,  the 
liquor  is  next  evaporated  to  crystallisation 
point,  or  '  boiled  to  grain.'  In  the  refinery 
triple  or  quadruple  evaporators,  as  described 
under  (a)  Beet  Sugar  Manufacture  (p.  217), 
are  not  employed  for  concentrating  the  liquors, 
vacuum  pans  being  always  used.  U  large  grain 
be  desired,  when  the  pan  is  nearly  full  a  consider' 


able  portion  of  its  contents  is  allowed  to  rUn  out, 
and  the  valve  is  then  closed.  Fresh  liquor  is  now 
introduced  until  the  pan  is  again  nearly  full,  and, 
the  boiling  being  continued,  the  sugar  from  this 
is  deposited  upon  the  surface  of  the  crystals  left 
in  the  pan.  This  operation,  known  as  '  cutting,' 
is  repeated  several  times,  yielding  each  time 
larger  and  larger  grain.  It  is  generally  the 
practice  to  raise  the  temperature  of  the  masse- 
cuite  10°  to  15°F.  before  discharging  or  '  letting- 
go '  to  rraider  the  mass  less  viscous.  When 
large  crystals  are  required,  crystals  are  often 
put  in  the  pan  with  the  first  liquor.  If  the 
object  be  to  produce  soft  sugars,  or  '  pieces,'  a 
larger  quantity  of  liquor  or  of  syrup  from  a  - 
previous  operation  is  introduced  into  the  pan, 
and  on  this  being  boiled  down  to  the  crystal- 
lising point,  yields  a  greater  number  of  small 
crystals,  each  of  which,  acting  as  a  centre  of 
crystallisation,  lessens  the  time  of  boiling,  there- 
by producing  a  massecuite  of  smaller  grain, 
llie  larger  crystals  are  boiled  at  a  compara- 
tively high  temperature,  from  160°  to  190°F., 
and  the  ^pieces '  at  from  120°  to  140°F.  The 
time  of  boiling,  in  the  former  case,  is  about 
three  times  longer  than  in  the  latter.  A  pan  of 
crystals  will  thus  take  from  8  to  12  hours  to 
boil,  whibt  a  pan  of  pieces  or  loaf-sugar  will 
take  from  2^  to  4  hours,  the  time  varymg 
with  the  heating  surface  of  the  pan,  the  density 
of  the  liquor,   &c. 

(6)  Separation  of  the  crystals  in,  the  centri- 
fugal machines.  On  leaving  the  vacuum  pan, 
the  massecuite  passes  into  the  '  heaters.'  lliese 
are  either  made  cylindrical,  or  in  the  shape  of  a 
trough,  and  are  generally  ^tted  with  stirring  gear, 
being  also  sometimes  heated  with  steam  jackets. 
In  the  refinery  various  means  are  employed  to 
convey  the  massecuite  from  the  heater  to  the 
centrifugal  machines.  .  Metal  trucks  running  on 
rails  are  often  used,  each  being  large  enough  to 
charge  one  centrifugal  machine.  The  truck  is 
run  below  the  heater,  and  a  valve  at  the  bottom 
of  the  latter  is  then  opened  Ontil  the  truck  is 
full  of  massecuite.  The  full  truck  is  next  run 
over  the  top  of  a  centrifugal  machine,  which  has 
been  already  set  in  motion,  and  is  running  at  a 
somewhat  low  speed.  A  sliding  valve  at  the 
bottom  of  the  truck  is  now  opened,  and  its 
contents  fall  into  the  moving  machine.'  The 
velocity  is  then  increased,  and  a  little  water  is 
sometimes  added  towards  the  end  of  the  opera- 
tion to  assist  in  washing  out  the  adhering 
sypip.  When  the  sugar  is  deemed  to  be 
sufficiently  dry,  the  machine  is  stopped,  and  the 
sugar  is  removed  through  openings  in  the 
bottom  of  the  machine,  which  have  been  closed 
up  during  the  machining,  or  it  is  sometimes 
taken  out  from  the  top. 

If  the  massecuite  machined  is  of  low  quality, 
the  resulting  sugar,  on  leaving  the  machine,  is 
allowed  to  fall  upon  a  riddfe  which  is  kept 
moving  backwards  and  forwards,  and  any  syrup 
knobs  are  broken  up  by  hand  and  mixed  with 
the  rest  of  the  sugar. 

The  syrup  from  the  centrifugal  machines  is 
again  concentrated  and  yields  another  crop  of 
sugar ;  or  it  is  mixed  with  the '  bag- washings ' 
and  the' sweet-water'  from  the  char,  and  used 
for  making  a  lower  quality  of  raw  liquor. 

In  many  of  the  Scoteh,  and  also  in  some 
English  refineries,  no  molasses  is  turned  out,  but 
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the  syrup  resulting  from  the  last  products  of  one 
day  is  returned  to  form  part  of  the  next  day's 
melting.  To  work  this  system  with  success  it 
is  necessary  to  employ  raw  sugars  of  a  good 
description.  The  products  of  this  mode  of 
working  are  a  first,  second,  and  sometimes  a 
third  quality  of  white  sugar  in  the  form  of 
small  crystals,  and  two  or  three  lower  kinds  of 
what  is  known  as  '  moist  sugar '  or  soft '  pieces,' 
to  be  mentioned  further  on. 

The  use  of  this  system  favours  the  produc- 
tion of  a  large  turn-out,  owing  to  the  rapidity 
with  which  the  sugar  is  refined,  the  first  product 
being  often  ready  for  sale  the  day  after  the  raw 
sugar  has  entered  the  refinery,  and  the  remain- 
ing products  within  two  or  three  days. 

Having  described  the  process  of  refining  as 
far  as  the  production  of  the  massecuite  and  the 
separation  of  the  crystals  in   the  centrifugal 
machine,  the  methods  used  in  the  manufacture 
of :    (a)  loaf ;    (6)  cube ;    (c)  granulated ;    (d) 
crystal;    (e)  yellow  crystals;    (/)  soft  pieces, 
and  (gr)  castor  and  icing  sugars  will  now  be  given, 
(o)  Loaf  sugar.    Liquor  of  good  quality  is 
boiled  in  a  vacuum-pan  to  a  fine-grained  thick 
massecuite,  which,  after  being  heated  in  a  steam- 
jacketed  heater  to  about  180°F.,  is  run  into 
conicabl  sheet-iron  moulds.       The  moulds  are 
placed  on  the  floor  at  the  basement  of  the  re- 
finery, the  room  being  termed- the  'fill  house.' 
They    are    arranged    in    rows,   touching   and 
supporting  each  other.    Before  being  filled,  the 
small  hole  at  the  pointed  end,  or  nose,  of  each 
mould  is  closed  by  means  of  a  sere  wed-up.  rag, 
or,  better,  by  a  wooden  spigot.      The  moulds 
remain  in  the .  fill-house  from  10  to  12  hours, 
during  which  their  contents  are  stirred  up  until 
the  mass  becomes  thick  and  there  is  no  danger 
of  the  crystals  settling  out  and  so  rendering  the 
loaf  of  unequal -texture.    When  their  contents 
are  set,  the  moulds  are  removed  to  one  of  the 
upper  floors  of  the  refinery,  and  the  plug  closing 
the  hole  in  the  nose  of  each  mould  being  re- 
moved, a  pointed  iron  rod  is  inserted  into  the 
sugar  to  the  depth  of  2  or  3  ins.  to  facilitate 
the  drainage  of  the  syrup.  The  moulds  are  next 
placed  in  holes  in  racks  or  stages,  and  the  so- 
caUed  '  green  syrup  '  drained  away  into  gutters 
placed  beneath.    The  stages  are  generally  made 
of  wood,  and  the  holes  are  arranged  at  such  a 
distance  aj)art  that  the  rims  at  the  top  of  the 
moulds  may  touch  and  afiord  mutual  support. 
After  remaining  on  the  stages  for  about  24 
hours  the  green  syrup  ceases  to  run,  and  the  soft 
surface  of  the  sugar  is  then  removed,  and  mixed 
with  a  perfectly  colourless  and  nearly  saturated 
solution  of  sugar  (fine  liquor)  forming  a  magma 
which  is  then  replaced  in  the  mould,  thus  making 
a  flat,  porous  surface,  through  which  the  fine 
liquor,  afterwards  employed  for  washing  the 
sugar,  passes  in  a  slow  even  stream.    By  this 
means  the  danger  of  the  fine  liquor  taking  a 
short  passage  through  the  loosest  part  of  the 
loaf  is  avoided.  When  the  surface  of  the  magma 
has  become  dry  more  fine  liquor  is  run  on,  and 
this  operation  is  repeated  several  times  until  the 
syrup  running  away  is  colourless.     When  such 
is  the  case,  the  sugar  is  allowed  to  drain  until 
only  a  few  inches  of  the  pointed  end  or  nose 
remains  in  a  moist  state ;   the  syrup  from  this 
may  be  removed  by  suction  or  centrifugal  force, 
but  tbe  usqal  practice  b^s  been  tp  put  tbe  moist 
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end  off.  The  upper  surface  of  each  loaf  musti 
also  be  removed,  the  sugar  obtained  in  each  of 
these  operations  being  used  for  making  fine 
liquor.  The  loaves  are  now  taken  from  the 
moulds  by  inverting  the  latter  and  striking  them 
on  the  rim  against  a  hard  block  of  wood.  Each 
loaf  is  next  placed  on  its  base,  in  racks;  one  above 
the  other,  heated  by  steam  pipes  or  hot  air  to 
about  120°?.  Sometimes  the  loaves  are  covered 
with  paper  before  they  are  dried  in  the  stove  to 
avoid  the  danger  of  cracking  through  accidental 
currents  of  cold  air.  The  time  occupied  in  these 
various  operations  depends  in  a  great  measure 
upon  the  quality  of  the  raw  sugar  employed, 
and  the  grain  of  the  fine  sugar  produced,  but  it 
may  generally  Jbe  said  that  the  process  from 
beginning  to  end  occupies  from  10  to  14  days, 
and  that  the  sugar  is  for  about  half  this  time  in 
the  stoves. 

(6)  Cube  sugar.  Attention  has  been  directed 
to  the  importance  of  finding  some  more  rapid 
mode  of  working,  and  the  result  has  been  that 
numerous  inventions  have  been  brought  out 
and  patented  for  .this  purpose.  These  inven- 
tions may  be  divided  into  two  classes,  (1)  those 
producing  moulded  sugar  from  massecuite  in 
the  form  of  slabs  or  stiolis ;  and  (2)  those  pro- 
ducing sticks  or  cubes  of  sugar,  by  means  of 
pressure,  from  soft  white  sugar  which  has  been 
dried  and  purified  in  a  centrifugal  machine. 
Under  the  first  named  category,  the  most  im- 
portant is  Langen's  process.  In  this  the  masse- 
cuite is  run  into  small  segmental  moulds  divided 
every  J  in.  or  so  by  means  of  movable  iron 
plates.  The  moulds  are  placed  one  upon 
another,  with  a  perforated  plate,  the  edges  of 
which  are  covered  with  cloth,  to  make  a 
joint,  and  they  are  held  down  to  the  top 
of  an  iron  truck.  They  are  then  filled,  and 
allowed  to  remain  till  the  sugar  has  set,  when 
the  moulds  are  taken  apart  and  placed  in  a 
special  centrifugal  machine,  by  which  the  green 
syrup  is  removed.  Then  they  are  taken  to 
another  centrifugal  machine,  in  which  the  sugar 
is  washed  by  fine  liquor,  this  process  being  re- 
peated, if  necessary.  These  two  operations  are 
sometimes  effected  in  the  same  machine.  The 
sugar  slabs  are  afterwards  dried  in  a  stove  and 
cut  up  into  cubes.  In  the  Adant  process,  a 
modification  of  Langen's,  the  principal  advan- 
tage is  that  the  slabs  are  placed  edgewise  in  the 
centrifugal,  their  removal  thus  being  rendered 
easier.  Duncan  and  Newlands  have  also 
devised  a.  plan  of  producing  moulded  sugar,  in 
the  form  of  sticks,  which  has  been  somewhat 
largely  used. 

(2)  The  principal  processes  in  use  for  making 
pressed  cubes  are  those  of  Hersey  and  of  Pzillas. 
By  means  of  the  Hersey  cube  machine 
(Fig.  21),  cubes  are  made  in  the  following  way : 
Perfectly  white  moist  sugar  of  good  quality 
from  the  centrifugal  machine  is  fed  into 
the  hopper  at  the  top  of  the  machine,  and 
is  then  automatically  mixed  with  a  small 
quantity  of  liquor,  just  sufficient  to  cause  the 
grains  to  bind  together.  At  the  bottom  of  this 
hopper  is  a  hollow  revolving  drum,  in  the 
periphery'  of  which  are  rows  of  moulds,  each  of 
the  size  of  the  cube  it  is  intended  to  make 
These  moulds  are  open  at  the  top,  but  are 
closed  at  the  bottom  by  movable  plungers  con- 
nected together  by  iron  bars  plaped  parallel 
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with  the  axia  of  the  drum.  These  bars  are 
caused  to  advance  or  retreat  by  means  of  a  cam 
arrangement.  The  sugar  falls  from  the  hopper 
into  the  row  of  moulds  which  happens  .to  be 
under  it,  and  in  which  the  plungers  are  with- 
drawn by  the  action  of  the  cams  to  their  fullest 
extent ;  the  drum  then  moves,  causing  another 
row  of  empty  moulds  to  receive  their  charge.  The 
full  moulds  pass  behind  an  iron  'press  plate,' 
'  extending  about  haU  way  round  the  drum^ 
which  closes  up  the  top  openings,  and  against 
this  plate  the  sugar  is  gradually  squeezed,  by 
means  of  the  plungers,  until  the  filled  moulds 
reach  the  bottom  of  the  press  plate,  when  the 


cubes  are  pushed  out  in  rows  on  to  small  tin 
plates,  which  are  carried  on  a  band  moving  in 
unison  with  the  drum.  The  plates  containing 
the  comparatively  soft  moist  cubes  are  then 
placed  in  a  stove  heated  by  steam  pipes,  and 
the  sugar  on  drying  becomes  hard  enough  to 
pack  into  barrels.  The  greater  portion  of  the 
hard  sugar  consumed,  in  the  United  States  is 
made  by  this  process.  One  such  machine  will 
convert  250  tons  of  soft  sugar  into  cubes,  weekly, 
with  a  comparatively  smsill  amount  of  manual 
assistance. 

The  PziUas  cube  machine,  which  is  largely 
used  on  the  Continent,  was  invented  prior  to  the 
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last-described  machine,  and  resembles  it  in  many 
respects.  The  sugar,  howev«r,  is  turned  out  in 
the  form  of  sticks,  and  requires  to  be  cut  into 
cubes  by  means  of  a  cutting-machine.  This 
latter  consists  of  a  table  on  which  the  sticks, 
after  being  arranged  side  by  side,  are  moved  by 
an  endless  band,  passing  on  their  journey  be- 
tween knives  having  a  reciprocating  movement, 
causing  them  to  cut  the  sugar  into  cubes  or 
tablets.  Other  machines  have  been  devised  for 
pressing  sugar,  but  as  they  have  not  come  into 
general  use,  it  is  only  necessary  to  say  that  most 
of  them  consist  of  tables  on  which  are  placed 
metallic  plates  perforated  with  square  holes 
whish  are  filled  with  soft  sugar,  and  are  then 
•Btoroatjcally  moved  under  a  plunger,  the  bottom 


of  which  is  made  with  cube-shaped  projections 
which  fit  into  the  holes  in  the  plate  and  press 
the  sugar.  The  plate  is  then  moved  on  again 
over  a  portion  of  the  table  which  is  perforated 
in  a  similar  way,  and  the  cubes  are  pushed 
through  the  holes,  by  means  of  plungers,  on  a 
tiravelling  band. 

(c)  OramUated  evgar.  An  important  process 
for  drying  or  granulating  sugar,  known  as  the 
'  Hersey  granulating  process,'  is  now  in  operation 
in  almost  every  refinery  in  the  United  States 
and  Canada,  and  is  also  adopted  in  many  re- 
fineries in  Europe  and  elsewhere.  The  machine 
employed  for  this  purpose  is  illustrated  in  Fig. 
22,  which  shows  a  longitudinal  section  through 
the  centre  of  the  machine,  and  a  tjangverse 
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Bection  on  the  line  ab,  seen  in  the  longitudinal 
section. 

The  heating-oylinder — which  is  situated  in- 
side the  conveyor-cylinder  and  revolves  with 
•  it — is  filled  with  steam  through  a  pipe  in  one 
end ;  and  the  water  of  Condensation  is  delivered 
from  the  opposite  end,  through  a  discharge 
pipe,  so  that  the  heating-cylinder  is  always  full 
of  steam. 

The  sugar"  is  fed  at  one  end  through  a  spout 
by  a  set  of  rolls  placed  above  the  machine, 
or  by  a  screw-feed ;  and  by  lifting-shelves 
placed  on  the  inside  of  the  outer  cylinder,  it  is 
carried  up  and  dropped  in  a  continuous  shower 
upon  the  heating-cylinder,  and  rolled  off  by  the 


rotation  of  the  machine,  to  be  again  carried  up, 
working  forward  to  the  opposite  end  by  the  in- 
clination of  the  apparatus,  and  there  delivered 
into  a  screen  for  separating  into  the  different 
grades.  The  heater-cylinder  is  placed  centrally 
within  the  conveyor-cylinder,  and  is  adjusted 
and  secured  by  means  of  suitable  adjusting 
screws.  The  conveyor-cylinder  is  made  of  iron  ; 
and  the  heater  of  steel  plate.  The  oon- 
conveyor-oylinder  is  23  ft.  long  and  6  ft.  in 
diameter,  with  the  heater-cylinder  20  ft.  long 
and  3  ft.  in  diameter,  and  makes  six  revs,  per 
minute.  There  is  a  striker  for  the  purpose  of 
removing  any  sugar  that  may  adhere  to  the 
cylinder  on  first  entering  the  machine,  and  it  is 
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worked  by  cams.  The  machine  is  made  to 
rotate  by  means  of  gearing  upon  the  out- 
side of  the  conveyor-cylinder,  driven  by  a 
pinion  on  a  shaft.  The  current  of  air  con- 
stantly passing  through  the  machine  carries 
off  the  moisture  from  the  sugar  through  an 
exit  pipe. 

One  important  feature  of  the  machine  is 
that  the  sugar  being  delivered  from  the  end  into 
which  the  cold  air  is  passing  is  cool,  so  that  it 
does  not  cake,  and  can  be  immediately  barrelled, 
and  will  not  cause  the  barrels  to  shrink.  The 
sugar  being  granulated  or  dried,  not  so  much 
from  extreme  heat  but  by  the  moisture  being 
constantly  carried  from  the  machine,  is  brought 
out  clear  and  white. 

(d)  GryaUd  sugar.  This  class  of  sugar  is 
produced  by  boiling  the  contents  of  the  vacuum 
pan  to  about  the  same  size  of  grain  as  in  the 
case  of  that  required  for  granulated.  When 
this  is  done,  half  the  massecuite  is  '  struck  out,' 
and  its  place  taken  by  fresh  liquor,  which  is 
gradually  drawn  in,  boiling  being  recontinued, 
so  that  the  existing  crystals  increase  in  size, 
instead  of  fresh  ones  being  formed.  This 
operation  is  repeated,  until  the  crystals  attain 
the  desired  size  after  which  the  contents  of  the 
pan  are  '  let  go,'  being  finally  machined  in  the 
usual  way.  • 

(e)  Yellow  crystals.  This  sugar  is  made 
either  from  refined  crystal,  or  from  raw  88° 
beet  sugar  of  good  colour,  previously  washed  in 
centrifugals  with  steam,  or  water,  by  simply 
mixing  with  about  2  p.o.  of  golden  syrup  and  a 
minute  amount  of  Newlands'  '  Golden  Bloom  ' 
(Boake,  Roberts  and  Co.,  Stratford,  London). 
The  mi'sing  may  be  done  by  band  by  spread- 


ing the  sugar  on  a  floor  in  a  layer  about  a  foot 
deep,  watering  it  with  the  2  p.c,  of  syrup  and 
bloom,  and  turning  the  whole  over  with  shovels ; 
or  it  may  perhaps  preferably  be  carried  out  in 
a  trough  in  which  the  sugar,  syrup,  jmd  bloom 
are  incorporated  by  means  of  a  worm  conveyor. 

(/)  Soft  pieces.  .Soft  pieces  is  a  second 
quality  sugar  boiled  from  the  syrup  spun  off 
the  massecuite  for  granulated  or  for  crystal 
sugar,  after  it  has  been  passed  over  char.  As  a 
rule,  'soft  pieces'  is  quite  a.low  sugar,  polarising 
less  even  than  the  raw  sugar  initially  employed, 
but,  of  course,  much  improved  in  colour. 

Ig)  Castor  and  icing  sugars.  Castor  is  a 
very  small-grained  granulated  sugar ;  while 
icing  is  simply  the  finely  ground  and  sifted 
lumps  and  pieces  from  the  manufacture  of  cube 
and  loaf  sugars.  There  is,  however,  com- 
paratively' little  trade  done  in  these  two  pro- 
ducts. 

Statistics. 

World's  production  of  raw  sugar.  According 
to  recently  published  reliable  statistics  (Board 
of  Trade  White  Paper,  1911,  No.  281),  the 
estimated  production  of  raw  beet  and  raw  cane 
sugar,  for  the  entire  world,  during  the  years 
1907,  1908,  1909,  and  •  1910  inclusive,  was  as 
tabulated  on  p.  232. 

Relative  cost  of  production  of  beet  and  cane 
sugars.  In  the  case  of  beet  sugar,  the  cost  of 
production  is  stated  to  be  between  8s.  6<ii  and 
9s.  IQd.  per  cwt.,  depending  upon  the  richness 
and  quality  of  the  roots,  and  the  extraction  in 
the  factory.  For  cane  sugar,  the  cost  of  pro- 
duction appears  to  vary  from  6s.  6(/.  to  9s.  6(i. 
per  pwt.i  appording  to  the  country,  the  mode  Qf 
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1907 

1008 

1909 

1910 

Coiintry 

Ions 

Tons 

Tons 

Ions 

Germany          •         •         •         •         • 

2,206,012 

2,104,358 

2,045,805 

2,004,663 

Russia;     .         < 

1,391,923 

1,522,384 

1,522,041 

1,256,345 

Anstria   .         • 

1,001,686 

1,116,707 

1,079,473\ 
276,147; 

1,225,589 

Hungary 

303,766 

266,622 

Holland 

201.819 

176,035 

215,224 

191,691 

Belgium 
France    • 

277,317 

227,830 

253,220 

244,411 

754,746 

734,291 

793,438 

802,341 

Sweden 

150,798 

110,138 

134,497 

124,959 

Denmark 

51,814 

65,230 

64,398 

63,955 

Italy       . 
Spain 

104,673 

133,781 

162,665 

109,014 

93,144 

106,612 

108,232 

81,666 

Other  European  Countries 

29,174 

34,862 

37,675 

45,595 

Total  for  Europe 

6,566,872 

6,698,850 

6,692,803 

6,149,219 

United  States            .         .       _. 

432,234 

413,950 

384,010 

457,562 

Total   estimated   Quantity  of 

Raw  Beet  Sugar  produced  in 
Europe  and  the  United  States 

6.999,106 

7,012,800 

7,076,813 

6,606,781 

Raw  Cane  Suoae. 

1907 

1908 

1909 

1910 

Country 

Tons 

Tona 

Tons 

Tons 

In  British  Empire  : — 

Mauritius      .         .         . 

181,526 

181,834 

'   198,214 

244,597 

Commonwealth  of  Australia   . 

217,479 

165,715 

147,470 

149,334 

Fiji      .         .    ,     . 

68,334 

66,137 

68,942 

68,900 

Natal 

24,223 

31,993 

77,491 

76,000 

West  Indies : — 

Jamaica  .          .         .         .      ^  . 

28,481 

24,000 

18,823 

12,000 

St.  Lucia           .         .         .         . 

6,364 

4,982 

5,518\ 

288,' 

6,500 

St.  Vincent        .         .         .         . 

298 

223 

Barbados           .         .         .         . 

38,033 

36,353 

17,795 

36,389 

St.  Christopher  and  Nevis 

14,879 

11,744 

12,321\ 
9,171/ 

20,000 

Antigua    .         .         ,         .         . 

14,774 

13,316 

Trinidad  and  Tobago 

50,564 

48,933 

45,330 

44,139 

Other  West  Indian  Islands 

504 

223 

70 

75 

British  Honduras 

615 

605 

410 

400 

British  Guiana 

100,737 

116,212 

108,533 

■      101,843 

British  India 

2,205,300 

2,046,900 

1,872,900 

2,125,300 

Total  British  Empire  (inolud 

ing  India) 

2,951,111 

2,748,170 

2,583,276 

2,884,477 

In  Foreign  Countries  : — 

United  States 

243,000 

362,000 

325,000 

336,000 

West  Indies  (other  than  British)  :— 

Cuba         .... 

.       1,427,673 

961,958 

1,513,582 

1,804,349 

Other  parts 

348,461 

393,356 

426,083 

503,953 

South  America      .         .       ,  . 

548,598 

635,331 

620,336 

687,829 

Dutch  East  Indies  (Java) 

1,062,795 

1,114,186 

1,189,420 

1,200,618 

Hawaiian  Islands 

464,677 

477,190 

489,357 

462,613 

Other  Foreign  Countries 

599,105 

636,861 

710,688 

881,624 

Total  Foreign  Countries 

.       4,694,309 

4,470,882 

5,274,466 

5,775;986 

Total  estimated  production 
of  Cane  Sugar  .         .       7,646,420  7,219,052 


7,857,741 


8,660,463 


cultivation,  and  the  methods  of  manufacture 
used  (c/.  International  Sugrx  Journal,  1910, 
12,  605,  and  1911,  13,7). 

Consumption  of  sugar.    Fropa  tJip  stfttisties 


already  quoted  (Board  of  Trade  White  Paper, 
1911,  No.  281)  the  estimated  consumption  of 
sugar  in  pounds  per  head  of  population,  in  the 
principal  countries  of  t^^e  wprldj  is  as  foUowaa 
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Description  of  sugar  In  whicli 

1907 

1008 

1909 

1910 

Conntry 

thb  particulars  are  expresse( 

Lbs. 

Lbs. 

Lbs. 

Lbs. 

Baw    and    refined 

(net 

United  Kingdom     , 

imports)     . 

8603 

81-92 

85-77 

82-43 

In  equivalent  of  refined 

78-19 

76-46 

79-55 

77-05 

Germany 

Refined 

3701 

37-62 

38-75 

38-61 

Netherlands .         . 

Befined          .         . 

3617 

35-79 

37-43 

37-25 

Belgium 

Befined          .         . 

25-98 

27-24 

28-33 

29-12 

France 

Befined          .         . 

32-28 

32-85 

33-92 

3413 

Austria-Hungary   . 

Befined 

21-73 

21-87 

22-88 

24-09 

United  States 

Mainly  raw  sugar   . 

81-19 

74-U 

80-43 

79-90 

Dominion  of  Canada 

Baw  and  refined     . 

70-24 

67-03 

66-46 

Not  yet 

Commonwealth    of    Aus- 

ayailable. 

tralia 

Baw  and  refined     . 

109-37 

89-16 

122-31 

If 
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Verlag,  Vienna  and  Leipzig,  1910)  ;  Gredinger, 
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Journals.  The  International  Sugar  Journal, 
London ;  The  American  Sugar  Industry,  Chicago ; 
The  Louisiana  Planter,  l^w  Orleans ;  Journal 
dfes  Fabrioants  de  Sucre,  Paris ;  Bulletin  de 
I'Association  des  Chimistes  de  Sucrerie,  Paris ; 
La  Sucrerie  Beige,  Brussels ;  Revista  Industrial, 
Tucuman ;  Centralblatt  fiir  die  Zuckerindustrie, 
Magdeburg;  DiedeutscheZuckerindustrie,Berlin ; 
Zeitschritt  des  Vereins  der  deutsohen  Zucker- 
industrie,  Berlin ;  Osterreichisch-Ungarische  Zeit- 
schrift  fiir  Zuckerindustrie,  Vienn*. ;  Zeitschrift 
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The  writer  is  obliged  to  Mr.  James  P. 
Ogilvie,  Technical  Editor  of  The  International 
Sugar  Journal,  for  reading  the  proofs  of  this 
article  ;  and  to  the  following  firms  for  illustra- 
tions :  Messrs.  Wohanka  and  Co.,  of  Prague  and 
Vienna  (sugar  beet) ;  Messrs.  the  Masohinenfa- 
brik  Grevenbroich,  of  Grevenbroioh,  Niederrhein, 
Gtermany  (washer,  slicer,  diffuser,  saturation 
tanks,  and  after-product  plant) ;  Messrs. 
Mirrlees  Watson  and  Co.,  Ltd.,  of  Glasgow  (cane 
mill,  defecator,  triple  effect,  vacuum  pan,  and 
centrifugals) ;  Messrs.  Fawoett  Preston,  of 
Liverpool  (juice-heater,  and  sulphur  apparatus) ; 
Messrs.  J.  Buchanan  and  Son,  of  Liverpool 
(eliminator  and  char  kiln) ;  and  Messrs.  S.  H. 
Johnson  and  Co.,  Ltd.,  of  Stratford,  London 
(filter-press).  B.  E.  R.  N. 

Sugar  Analysis. 

The  methods  to  be  described  in  this  article 
are  selections  from  the  most  modern,  which 
iiRTP    been    found    to   give  accurate   results 


in  the  writer's  hands.  Since  they  are  all 
empirical  it  has  been  necessary  to  give  a 
large  number  of  tables.  These,  in  most  cases, 
have  been  condensed  from  the  originals,  so 
that  intermediate  values  must  be  obtained  by 
interpolation. 

Qualitative  reactions  of  the  sugars.  The  power 
of  reducing  alkaline  solutions  of  metallic  salts  {see 
pp.  246, 255)  and  that  of  forming  phenylosazones 
(see  p.  261),  are  exhibited  by  those  sugars  which 
contain  a  free  carbonyl  group.  Some  of  the 
latter  class  of  sugars  form  characteristic 
phenylhydrazones.  Thus  the  phenylhydrazones 
of  mannose,  fucose,  rhamnose,  and  rhodeose  are 
very  insoluble  and  separate  almost  immediately 
when  .a  solution  containing  equal  parts  of 
phenylhydrazine  and  50  p.c.  acetic  acid  is  added 
to  a  cold  aqueous  solution  of  either  of  the  above 
sugars.  The  use  of  substituted  derivatives  of 
phenylhydrazine  as  reagents  for  identifying 
different  sugars  is  often  of  service  both  as  regards 
the  formation  of  hydrazones  and  of  osazones. 
Methylphenylhydrazine  gives  a  characteristic 
osazone  with  Isevulose,  but  does  not  form  an 
osazone  with  dextrose  or  mannose.  The  sugars 
also  give  characteristic  colour  reactions  with 
different  phenols.  For  a  description  of  these 
and  other  reactions  the  reader  is  referred 
to  the  article  on  Carbohydrates  (vol.  i. 
p.  631). 

Polarimeters.  The  theory  and  construction 
of  polarimeters  are  dealt  with  in  a  special 
article  on  Polarimetey  (vol.  iv.  p.  309).  The 
article,  however,  deals  exclusively  with -instru- 
ments in  which  the  rotation  of  the  plane  of 
polarised  light  is  measured  -by  rotating  the 
analyser,  and  no  description  is  included  of  those 
instruments,  exclusi  vely  used  in  sugar  technology, 
in  which  the  rotation  is  measured  by  quartz 
compensation.  These  instruments  are  generally 
known  as  saccharimeters,  because  their  use  is 
restricted  to  sugars,  and  more  especially  to 
sucrose  (cane  sugar),  for  which  they  were  origi- 
nally designed.  It  was  the  French  physicist, 
Soleil,  who  in  1848  devised  a  method  of  deter- 
mining the  strength  of  sugar  solutions  polari- 
metrically  which  would  obviate  the  use  of 
monochromatic  light,  which  presents  many 
inconveniences  and  difficulties  in  practical 
work.  Soleil's  method  was  based  on  the  fact 
that  the  rotation  of  the  plane  of  polarised  light 
by  solutions  of  sucrose  and  by  sohd  rock  crystal 
(quartz)  respectively,  runs  approximately  parallel 
for  light  of  different  degrees  of  refrangibility. 
In  other  words,  solutions  of  sucrose  and  sohd 
rock  crystal  have  substantially  the  same  rotatory 
dispersion-     Sojcil    tberefocp    construpted    m 
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instrument  ih  which  the  polariser  and  analyser 
were  fixed,  and  in  which  the  rotation  at  the  plane 
of  polarised  light  by  a  sugar  solution  could  be 
compensated  %  means  of  a  definite  thickness 
of  quartz  rotating  the  plane  in  the  opposite 
direction.  The  principle  of  this  method  of 
compensation  may  be  seen  by  the  aid  of  the 
following  diagrams. 


Via.  23. 

In  the  single-wedge  system,  Fig.  23,  the  plate 
A  of  dextro-rotatory  quartz  is  stationary, 
whilst  the  wedge  B  of  Itevo-rotatpry  quartz  is 
capable  of  being  moved  in  a  lateral  direction, 
and  the  wedge  c  of  Isevo-rotatory  quartz  is 
again  stationary.  The  system  as  arranged  in 
the  diagram  is  at  the  zero-point,  that  is  to  say 
the  two  Isevo-rotatory  quartz  wedges  exactly 
compensate  the  dextro-rotatory  quartz  plate. 
If  now  a  dextro-rotatory  sugar  solution  is  placed 
in  the  instrument  and  the  equilibrium  thereby 
destroyed,  the  movable  Isevo-rotatory  quartz 
wedge  B  is  moved  from  left  to  right  until  the 
alteration  caused  by  the  sugar  solution  is 
exactly  compensated.  Obviously  by  employing 
a  plate  and  wedges  the  rotation  of  which  is  of 
opposite  sign,  an  instrument  for  Isevo-rotatory 
sugars  might  be  constructed. 


Fig.  24. 

The  double-wedge  system.  Fig.  24,  is  adapted 
lor  either  dextro-  or  Isevo-rotatory  sugars.  It 
will  be  seen  that  in  this  system  there  is  no 
quartz  plate  but  two  small  wedges  a  and  D  of 
opposite  rotation,  which  are  fixed,  and  two 
large  wedges,  B  and  c,  also  of  opposite  rotation, 
which  can  be  moved  in  a  lateral  direction  as 
already  explained. 

The  earUest  instruments  to  which  the 
principle  of  quartz  compensation  was  applied 
were  the  Soleil-Dubosoq  in  France,  and  the 
Soleil-Ventzke  Soheibler  in  Germany.  In  both 
these  instruments  the  measurements  are  made 
in  terms  of  the  mean  yellow  ray.  Two  half  discs 
of  quartz  of  opposite  rotation,  cut -perpendicu- 
larly to  their  optic  axes,  and  each  having  a 
thickness  of  3-75  mm.,  are  cemented  together. 
If  such  a  plate  be  interposed  between  two  Niool 
prisms  the  principal  planes  of  which  are  parallel, 
and  white  light  be  passed  through  the  system, 
the  two  halves  of  the  field  will  be  of  a  uniform 
rose  colour,  due  to  the  blending  of  the  spectral 
colours,  minus  the  yellow  which  is  extinguished. 
The  slightest  rotation  of  the  analyser  (or  in  the 


case  of  quartz-compensating  instruments,  move- 
ment of  the'  quartz  wedge)  will  change  one  half 
of  the  field  to  blue,  and  the  other  to  red,  or  vice 
versa.  This  is  the  so-called  transition  tint,  which 
is  complementary  to  the  medium  yellower  jowne 
moyen  of  Biot.  If  a  sugar  solution  be  placed  in 
an  instrument  employing  this  device,  the 
equihbrium  in  colour  of  the  transition  tint  will 
be  destroyed  and  can  only  bo  restored  by 
rotating  the  analyser  a  certain  number  of 
degrees  or  ^y  quartz  compensation. 

In  former  times  most  of  the  measurements  of 
specific  rotatory  power  were  made  in  terms  of 
this  transition  tint,  the  results  being  denoted 
by  the  symbol  [a]j  (]=French  jaune).^  For 
a  full  discussion  of  the  principle  of  these  instru- 
ments the  reader  is  referred  to  special  works. 
Instruments  employing  the  transition  tint  have, 
however,  long  since  ceased  to  be  used  generally. 
Among  their  disadvantages  is  the  fact  that 
they  cannot  be  used  by  those  who  are  colour 
blind,  and  moreover  in  sugar  technology  one  of 
the  chief  reasons  for  their  abandonment  is  the 
difficulty  of  examining  coloured  solutions  wiiJi 
them. 

Modern  double -field  saccharimeters  are  the 
so-called  penumbra  or  half -shadow  instruments, 
employing  white  light  and  quartz  compensation. 
Two  of  these  may  be  mentioned,  namely  the 
German  instrument  of  Schmidt  and  Haensch, 
and  the  French  instrument  of  Laurent.  The 
first  is  constructed  for  the  Ventzke  scale,  whilst 
the  second  employs  the  French  scale.  The 
principles  of  both  of  these  scales  will  be  dealt 
with  later. 

In  the  earliest  form  of  the  German  instru- 
ment, the  half  shadow  effect  is  produced  by  the 
use  of  a  JeUet-Cornu  prism  as  polariser  (Jellet, 
Report  British  Assoc.  1860,  13 ;  Cornu,  Bull.  Soc. 
chi'm.  1870,  [ii..]  14,  140).  An  ordinary  Nicol 
prism  is  divided  into  halves  along  its  whole 
length  corresponding  to  the  plane  of  the  shortest 
diagonal.  A  small  wedge  o/2  is  ground  from 
the  surface  of  each  half,  and  the  two  are  then 
reunited  by  means  of  Canada  balsam.  This 
makes  a  double  Nicol  prism  which  has  two 
principal  planes,  making  the  half -shadow  angle  a 
with  an  ordinary  Nicol  prism  as  analyser,  the 
principal  plane  of  the  latter  being  set  at  right 
angles  to  the  bisectrix'  of  the  principal  planes  of 
the  divided  prism.  In  the  Laurent  instrument 
the  half-shadow  effect  is  produced  by  means  of 
a  half  disc  of  quartz  (see  vol.  iv.  p.  317). 
The  Lippich  prism  is  now  more  generally  used 
as  polariser  in  the  German  instrument.  By 
its  means  a  triple  field  is  given  (see  vol.  iv.  n. 
318).  B  V  r 

The  Schmidt  and  Haensch  half-shadow 
saccharimeter  with  JeUet-Comu  prism-  as 
polariser  is  shown  in  Fig.  25. 

The  more  modern  form  of  the  instrument, 
furnished  with  a  Lippich  polariser,  is  shown  in 
Fig.  26.  This  particular  instrument  has  the 
double-wedge  system  of  compensation,  the 
wedges  being  protected  in  a  case. 

Sacoharimiters  are  furnished  with  an  arbitrary 
scale,  which  gives  percentages  of  sucrose  direct 
when  a  solution  of  definite  concentration  is 
examined  in  a  tube  having  a  length  of  2  dm. 
The  weight  of  pure  sucrose  which  dissolved  in 

'  For  the  relation  of  readings  on  thia  scale  to  those 
when  sodium  light  ia  employee),  see  p.  237. 
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frater  and  made  up  to  100  c.o.  gives  a  reading 
of  100  divisions  when  examined  in  a  2-dm.  tube 
is  called  the  normal  weight.  The  German  and 
French  instruments  employ  different  normal 
weights. 


E  mm 
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Saccharimetry — Venlake,  or  Oerman  scale. 
With  the  object  of  dispensing  with  weighing  in 
laccharimetric  work,  Ventzke  took  as  his  normal 
solution  one  of  sucrose,  which  had  a  sp.gr.  of 
1-1  at  17-5°/17'5°>  his  idea  being  that  since  such 
a  solution  possesses  unit  excess  gravity,  the 
percentage  of  sucrose  might  be  determined  in  a 
solution  having  approximately  the  concentration 
of  the  normal  by  taking  its  polarimetric  reading 
in  a  2-dm.  tube  and  its  specific  gravity.     It 


nas  soon  found,  however,  that  as  the  mineral 
matters  and  organic  matters  other  than  sucrose 
present  in  raw  sugars  had  a  different  effect  on 
the  specific  gravity  than  had  sucrose,  such  a 
method  was  inaccurate.  A  solution  of  sucrose 
.of  the  above  specific  gravity  contains  26-018 
grms.  of  sucrose  dissolved  in  100  Mohr's  cubic 
centimetres.'  The  Ventzke-  normal  weight 
when  metric  cubic  centimetres  are  employed  is 
25-9872,  or  for  practical  purposes  26  grms.  The 
International  Commission,  at  its  third  meeting 
in  Paris  in  1900,  recognising  the  confusion 
arising  from  the  two  standards  of  volume, 
recommended  the  abandonment  of  the  Mohr  for 
the  metric  cubic  centimetre,  and  they  also 
recommended  that  aU  readings  should  be  made 
at    20°C.    The   change    in    temperature   from 

I  The  Mohr  cubic  centimetre,  introduced  in  1855, 
is  the  volume  occupied  by  1  gram  of  water  at  17'5°C., 
weighed  in  air  with  brass  weights.  The  writer  of  this 
article  has,  for  many  years,  employed  the  fluid  gram 
at  15-5°C.  for  all  volumetric  determinations  except 
those  which  concern  gas  analysis.  Xhe  advantages 
are  that  the  instruments  can  be  so  readily  checked,  and 
that  specific  gravities  are  usually  taken  in  qommerclal 
toboratories  at  J5-6715'S°, 


17-5°C.  to  20°C.  necessitated  a  recalculation  of 
the  normal  weight  owing  to  the  diiEference  in 
the  specific  rotations  of  sucrose  and  quartz  at 
these  two  temperatures.  The  normal  weight 
thus  found  is  26-0082  grms.,  and  it  was  decided 
to  fix  it  at  26  grms. 

The  normal  weight  used  in  the  scale  adopted 
by  saccharimeters  of  French  manufacture  was 
fixed  in  1896  at  the  meeting  of  the  International 
Congress  of  AppUed  Chemistry  in  Paris  as  16-29 
grms.  of  sucrose  dissolved  in  water  and  made 
up  to  100  metric  cubic  centimetres  at  20°0.  If 
Mohr's  cubic  centimetres  are  used  the  normal 
weight  was  fixed  at  16-33  grms. 

It  is  a  fact  known  to  all  who  are  engaged 
in  accurate  saccharimetric  work  that  the  normal 
weights  of  different  saccharimeters  vary,  and 
that  it  is  always  necessary  to  determine  the 
exact  weight  for  each  instrument.  The  German 
firm,  Messrs.  Schmidt  and  Haensch,  are,  however, 
particularly  careful  in  the  graduation  of  their 
scale,  as  may  be  seen  from  the  following  extract 
from  a  letter  addressed  to  Dr.  C.  A.  Browne 
(see  A  Handbook  of  Sugar  Analysis,  1912,  p. 
117). 

'  The  establishment  of  the  scale  divisions  of 
our  saccharimeters  is  made  at  a  temperature 
of  20°C.  After  fixing  the  zero-point  the  linear 
distance  of  the  100-degree  division  is  determined 
by  means  of  a  normal  quartz  plate  reading  exactly 
100  degrees,  and  standardised  at  the  Physikal- 
isoh-Technische  Reichsanstalt.  This  linear 
distance  is  then  divided  into  100  exactly  equal 
parts,  the  intermediary  divisions  being  also 
verified  by  means  of  corresponding  normal 
standardised  quartz  plates.  The  surfaces  of 
the  quartz  wedges  are  made  perfectly  plane,  so 
that  a  quartz  stratum  of  half  thickness  corre- 
sponds to  a  half  value  in  the  division.  Slight 
errors  cannot  be  prevented,  as  it  is  impossible 
to  obtain  quartz  wedges  of  the  necessary  length 
which  are  absolutely  optically  homogeneous 
throughout.  The  variableness  in  the  specific" 
rotation  of  sucrose  with  concentration  of  solu- 
tion is  not  taken  into  consideration  in  the 
establishment  of  the  scale  division,  and  this 
must  be  corrected  for  by  calculation.  Aberra- 
tions in  the  scale  division  caused  by  impunities 
in  the  quartz  can  be  detected  by  the  control 
observation  tube.' 

Verification  of  the  saccharimeter  scale.  For 
this  purpose  accurately  ground  quartz  plates, 
standardised  by  the  Physikalisch-Teohnisohe 
Reichsanstalt  can  now  be  obtained,  but  it  is 
obviously  prohibitive  to  purchase  a  sufficient 
number  of  these  to  check  the  entire  scale. 
It  is,  moreover,  desirable  that  this  shall  be 
done  by  means  of  solutions  of  pure  sucrose  of 
different  concentration.  Commercial  sucrose, 
although  of  a  high  degree  of  purity,  cannot  be 
employed  for  this  purpose,  but  it  must  be  purified 
as  follows.  A  concentrated  solution  of  the 
purest  loaf  or  cube  sugar  is  prepared  at  the 
lowest  possible  temperature.  This  is  further 
concentrated  by  evaporation  under  a  partial 
vacuum,  such  that  the  boiling-point  never  exceeds 
80°C.  "The  syrup  is  then  thinned  down  to  twice 
its  volume  with  a  little  redistilled  commercial 
alcohol,  mixed  in  a  Winchester  quart  bottle 
with  -two  to  three  times  its  volume  of  redistilled 
commercial  alcohol,  and  the  mixture  vigorously 
(jbaUen  until  tUe  crystals  separnte  in  tUe  form  of 
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a  magma.  These  crystals  are  filtered  from  the 
mother  liquor  on  a  Buchner  funnel,  washed  with 
alcohol,  again  dissolved  in  water,  and  the 
operations  repeated.  After  two  precipitations 
the  sugar  is  usually  pure.  It  should  be  dried 
on  a  porous  plate  over  sulphuric  acid  in  a 
vacuum  desiccator,  and  finally  heated  for  a 
short  period  at  80°C.  The  sugar  so  prepared 
should  then  be  examined  in  various  ways  to 
ascertain  its  purity.  The  mineral  matter  should 
be  estimated  on  at  least  10  grms.  [see  p.  262), 
its  behaviour  towards  Fehling's  solution  should 
be  ascertained,  and  the  specific  rotatory  power 
should  be  determined  in  a  polarimeter  making 
use  of  sodium  light,  in  which  the  measurement 
is  made  by  rotation  of  the  analyser. 

The  scale  having  been  checked  with  sugar 
solutions  of  different  concentration,  or  by  the 
control  tube  (see  below),  and  the  results  cor- 
rected for  the  different  conditions  as  described 
below,  any  further  checking  of  the  instrument 
can  be  accomplished  by  means  of  standard 
quartz   plates. 

One  of  the  most  convenient  ways  of  checking 
the  scale  of  a  saccharimeter  is  by  means  of  the 
Ijandolt  control  tube,  the  latest  form  of  which, 
as  sold  by  Schmidt  and  Haensch,  is  illustrated 
in  Fig.  27. 


FiQ.  27 

The  tube  can  be  adjusted  to  any  length 
from  220  to  420  mm.  by  means  of  a  telescopic 
arrangement.  The  length  of  a  solution  is  read 
off  on  a  scale  by  means  of  a  vernier  to  0-1 
mm.  A  funnel  is  used  to  receive  the  overflow 
of  solution  as  the  tube  is  shortened.  For 
filling  the  tube  the  funnel  is  removed  and 
the  opening  closed  by  means  of  a  plug.  The 
tube  is  then  drawn  out  to  its  full  length,  and 
after  moving  one  of  the  caps,  filled  in  the 
usual  way. 

The  following  is  the  way  in  which  the  tube 
is  used.  A  sugar  solution  is  prepared  of  such 
a  concentration  that  it  gives  a  reading  of  100 
divisions  at  a  length  of  about  400  mm.  This 
will  serve  to  test  the  scale  at  a  point  a  few 
divisions  above  100,  and  at  all  points  below 
100  to  65.  For  further  information  the  reader 
is  referred  to  Landolt  (The  Optical  Rotating 
Power  of  Organic  Substances,  1902,  p.  441). 

In  verifying  a  saccharimeter  by  means  of 
sucrose,  account  must  be  taken  of  the  effect  of 
concentration  on  the  specific  rotatory  power  of 
that  sugar.  The  useful  table  shown  in  the  next 
column  has  been  calculated  from  the  independent 
experiments  of  Schmitz  and  of  Landolt  by  Browne 
(Handbook  of  Sugar  Analysis,  1912,  p.  118). 

When  cane  sugar  solutions  are  examined  in 
a  quartz  compensating  polarimeter  with  white 
light,  errors  due  to  the  difference  of  rotatory 
dispersion  of  cane  sugar  and  quartz  produced 
by  light  of  higher  relrangibility  are  introduced. 
In  order  to  ehminate  this  source  of  error  Schon- 
rock  (Zeitsch.  Ver  Deut.  Zuckerind.,  54,  621) 
suggests  that  the  white  light  should  be  filtered 
through  a  layer  of  I '6  cm.  thickness  pf  a  6  p.c. 
foltttioii  of  potassium  dichromate. 


Table  L — Effect  of  Concentration  of  Sucrou 
on  SaccJiarimeter  Beadings. 


Concen- 
tration 

grams 
sucrose, 
100  true 
cubic  cen- 
timetres, 

^0°C. 

Specific 

rotation 

sucrose, 

20fC. 

Actual  sucrose  value 
of  scale  division. 

Scale 
division. 

Landolt's 
formula. 

By 
Schmitz's 
formula. 

100-00 

26-00 

66-602 

100-00 

100-00 

9600 

24-96 

66-606 

96-00 

95-98 

9500 

24-70 

66-607 

94-99 

94-98 

9000 

23-40 

66-510 

89-99 

89-97 

85-00 

22-10 

66-513 

84-99 

84-96 

80-00 

20-80 

66-514 

79-99 

79-95 

75-00 

19-50 

66-615 

74-99 

74-94 

70-00 

18-20 

66-516 

69-99 

69-93 

65-00 

16-90 

66-615 

64-99 

64-92 

60-00 

16-60 

66-614 

69-99 

69-92 

55-00 

14-30 

66-611 

64-99 

64-92 

51-00 

13-26 

66-609 

60-99 

50-92 

5000 

13-00 

66-608 

60-00 

49-92 

45-00 

11-70 

66-505 

46-00 

44-92 

40-00 

10-40 

66-500 

40-00 

39-92 

35-00 

9-10 

66-495 

36-00 

34-92 

33  00 

8-58 

66-492 

33-00 

32-93 

32-00 

8-32 

66-491 

32-01 

31-93 

30-00 

7-80 

66-489 

30-01 

29-93 

25-00 

6-60 

66-481 

25-01 

24-94 

2000 

6-20 

66-474 

20-01 

19-95 

15-00 

3-90 

66-465 

1501 

14-96 

1000 

2-60 

66-456 

10-01 

9-97 

6-00 

1-56 

66-443 

6-01 

6-98 

6-00 

1-30 

66-442 

5-00 

4-98 

Effect  of  temperature.  This  effect  in  the 
case  of  a  quartz  compensating  instrument^,  apart 
from  the  change  in  the  specific  rotation  of 
sucrose  at  different  temperatures,  is  threefold 
as  shown  by  Schoniock  (/.c).  Thus.:  (1)  the 
change  in  shape  of  the  quartz  wedge  by  expan- 
sion or  contraction ;  (2)  the  change  in  the 
specific  rotation  of  quartz  ;  and  (3)  the  change 
due  to  the  expansion  or  contraction  of  the 
material  of  which  the  scale,  is  composed.  For 
quartz  compensating  Ventzke  saccharimeters, 
having  a  scale  of  the  alloy,  nickeline,  the  polari- 
sation value  at  any  temperature  F<  of  a  sugar 
solution  is  P«=F"''[1+0000148(«-20)].  When 
the  scale  is  etched  on  the  quartz  wedge, 
the  correction  coefficient  is  0-000130.  C.  A. 
Browne  (I.e.,  p.  «127)  hag  compiled  some  very 
useful'  data  on  the  effect  of  temperature  in 
saccharimetry.  He  points  out  that  the  increase 
in  the  reading  of  quartz  with  the  temperature 
produces  a  lowering  of  the  saccharimetrio 
readings,  since  a  lesser  thickness  of  quartz  la 
required  for  compensation.  With  sugars  which 
undergo  a  decrease  of  rotation  with  increase  in 
temperature,  the  combined  influences  of  quartz 
and  sugars  are  in  one  direction,  and  the  error 
introduced  may  be  considerable.  Thus  with 
sucrose  the  temperature  coefficient  at  10°C.  is 
(0000148+0-000242),  at  20*'O.  it  is  (0-000148+ 
0000184),  and  at  30"'C.itis(0000148+0000121). 

The  following  table  giving  the  variation  in 
the  Ventzke  reading  per  l''C.  according  to 
different  observers,  is  quoted  from  Browne's 
treatise. 
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Ahdrews  (teohnology  Quartetly,  Mass. 

Inst.  Technology,  May  (1889),  367)     .    00300 
The  United  States  Coast  and  Geodetic 

Survey  

Wiley  (J.  Amer.  Chem.  Soo.  21,  588)     . 
Frisen  Geerligs  (Archie!  Java  Suikerind, 

July,  1903) 

Watts  and  Tempany  <West  Indian  Bull. 

vol.  iii.  p.  140)  .... 

Average  . 


Ok-0293 
010314 

0-0300 

00310 
00303 


The  average  tStnpetattirS  Coefficient  0-000303 
is  thus  very  close  to  Sohonrock'a  value  for  25°C. 
(0-000148+0-000152)=0-000300.  For  tempera- 
tures between  20°  and  30°  C.  the  general  equation 
P20'=p(  1+000030 (<-20°)  may  be  used  for 
correcting  Ventzke  readings  to  20°C. 

The  temperature  coefficients  of  other  of  the 
better  known  sugars  for  readings  on  the  Ventzke 
scale  have  been  calculated  by  Browne,  and  are 
given  in  the  following  table  :— 


Table  II. — Temperature  Co-efficients  of  Different  Sugars  of  Ventzke  Scale. 


Sugar. 

A. 

B. 

Change  in  [o]?,"* 
tor  VC.  increase. 

C. 

Temperature 

coefficient 

B 

A' 

Temperature  coefficient  of  reading 
upon  Ventzlte  scale  for  1°C.  in- 
crease. C+coefficientforquartz 
(-0-000148). 

Fructose  . 
Invert  sugar     . 
Lactose    . 
Maltose    . 
Glucose    . 

-92-50 
-20-00 
+52-53 
+  138-04 
+53-23 

+0-625 
+0-312 
-0-070 
-0-095 
No  change. 

-0-006757 
-0-015600 
-0-001332   ' 
-0-000688 
No  change. 

-0-006905 
-0015748 
-0-001480 
-0-000836 
-0000148 

->o 

0<- 
0-^ 
0-^ 

In  the  case  in  which  a  mixture  of  sugars  is 
examined  in  a  saccharimeter,  the  combined 
influence  of  the  temperature  coefficients  of  each 
sugar  must  be  taken  into  account. 

In  order  to  obviate  errors  arising  from 
inequalities  of  temperature  in  polarimetric 
work  where  great  accuracy  is  required,  the 
readings  are  conducted  in  a  chamber  kept  at  a 
constant  temperature. 

C.  A.  Browne  (I.e.,  p.  145)  has  calculated 
the  following  useful  table,  showing  the  relation 
between  the  Ventzke  sugar  scale,  the  French 
sugar  scale,  and  degrees  of  arc  (sodium  light) — 

Scale.  Equivalent. 

1°  Ventzke  sugar  8cale=0-34657°  angular  rotation  D. 
1°  angular  rotation  D  =2-885420  Ventzke  sugar  scale. 
1°  French  sugar  scale  =0'21666°  angular  rotation  D. 
1°  angular  rotation  D  =4-61553"  French  sugar  scale. 
1°  French  sugar  scale  =0'62516°  Ventzke  sugar  scale. 
1°  Ventzke  sugar  scale=l'59960''   French  sugar  scale. 

The  factor  for  converting  divisions  of  the 
Ventzke  scale  into  angular  degrees  (sodium  Ught), 
differs  slightly  for  the  different  sugars.  Thus 
Landolt  (Ber.  21,  194)  gives  the  following  factors 
for  five  sugary — 

Sucrose  .         •         •         .    0-3465 

Lactose  ....    0-3452 

Glucose  ....    0-3448 

Invert  sugar  .         .         .    0-3432 

Baffinose       ....    0-3450 

Brown,  Morris  and  Millar^  (J.  Chem.  Soo. 
Trans.  71,  92)  give  the  following  values — 

Sucrose,  10  p.c.  solution  .    0-3469 

Maltose,  10  p.c.  solution  .    0-3449 

5  „        „  .    0-3457 
Glucose,  10  p.c.  solution  .   0-3442 

6  „        „  .    0-3464 
Starch  products,  10  p.c.  solution  0-3458 

5      >.        »     0-3454 

Herzfeld   (Ber.   28,  441),  using  a  solution 

containing  11-29  gnus,  of  anhydrous  maltose  in 

100  c.c,  found  the  value  of  the  factor  to  be 

0-3471.    For  ordinary  practical  purposes,  the 


writer  employs  the  factor  0-346  for  converting 
divisions  of  the  Ventzke  into  degrees  of  arc 
(sodium  light)  for  all  sugars. 

The  following  table  gives  the  rotation  of 
some  sugars  in  angular  degrees  and  in  divisions 
Ventzke  as  determined  by  Morris. 

Table  III. — Eolation  of  some  Sugars  in  10  p.c. 
Solution  at  20°C. 

(According  to  Morris  (J.  Fed.  Inst.  Brewing, 
1898,  4,  174).) 


Heading  in  a  2  dm. 

tube  in  the  half- 

shadow     polari- 
meter  employing 

[«]„ 

white  light.  Ven- 

tzke divisions  for 

1  gram  of  sugar 

in  100  c.c. 

Dextrin 

202-0° 

11-66 

Maltose  (anhydrous) 

138-0° 

7-97 

Cane  sugar    . 

66-5° 

3-84 

Dextrose 

52-8° 

3-05 

Lsevulose 

-92-0° 

-5-31 

Invert  sugar 

-19-6° 

-113 

For  the  specific  rotatory  powers  of  other 
sugars  the  article  on  Caebohydkatbs  (vol.  i.  p. 
631)  should  be  consulted. 

Much  of  the  older  work  is  recorded  in  terms 
of  the  mean  yellow  ray  [o]j  as  measured  by  the 
transition  tint.  Indeed,  in  certain  laboratories, 
transition  tint  instruments  are  still  in  use.  To 
convert  degrees  [o]j  to  degrees  [o]„,  the  former 
must  be  multiplied  by  the  factor  0-9.  There 
has  been,  however,  much  confusion  with  regard 
to  what  is  meant  by  the  medium  yellow  ray. 
Thus  Brown,  Morris  and  Millar  point  out  (J. 
Chem.  Soc.  Trans.  71,  86),  that  whereas  the 
original  medium  yellow  ray  of  Biot  was  that 
which  was  rotated  24°  of  arc,  by  a  quartz  V  mm. 
in  thickness,   as  measured  by  the  transition 
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tint,  Montgolfier  and  also  Landolt,  when  dealing 
with  the  medium  yellow  ray,  refer  to  one  having 
a  decidedly  higher  refrangibility  with  a  milli- 
metre-quartz rotation  of  24'5°. 

Polarxmeter  tubes.  The  following  illustiation 
gives  the  tube  most  usually  employed  with  the 
Ventzke  instrument.  It  will  be  noticed  that 
one  end  is  considerably  wider  than  the  other. 
The  object  of  this  is  to  obviate  the  necessity  of 
filling  the  tube  completely,  by  which  work  can 
be  conducted  in  a  much  more  cleanly  manner. 
Air  bubbles  collect  in  this  wide  end  of  the  tube 
in  a  position  outside  of  the  field  of  vision. 


Fig.  28. 

Polarimeter  tubes  are  usually  made  of  glass, 
but  in  some  cases  metal  tubes  are  employed. 
These  latter  are  not  to  be  recommended  on 
account  of  the  fact  that  metal  has  a  very  much 
higher  coefficient  of  expansion  than  glass. 

The  next  illustration  shows  a  tube  which  is 
furnished  with  a  brass  jacket  in  order  that 
water  may  be  circulated  round  the  internal 
glass  tuLe,  which  is  T-shaped.  This  is  for  the 
purpose  of  controlling  the  temperature.  The 
lube  is  filled  by  a  funnel-shaped  projection  in  the 
middle,  which  funnel  also  serves  for  the  insertion 
of  a  thermometer  to  measure  the  temperature 
of  the  solution.  Tubes  of  this  kind  are  used  in 
sacchariraetry  for  the  Clerget  process  {see  p.  242). 


Pia.  29. 

Methods  for  the  polarisation  of  raw  sugars. 
For  this  purpose  the  normal  weight  of  the  sample 
is  dissolved  in  water,  clarified  with  basic  lead 
acetate,  a  little  alumina  cream  added,  the 
solution  made  up  to  100  c.c,  and  the  filtrate 
observed  in  a  2-dm.  tube.  The  weighing  out  of 
the  sugar  is  conveniently  carried  out  in  a  special 
form  of  nickel  boat.  It  is  usual  to  dissolve  the 
sugar  at  the  room  temperature.  ^ 

Basic  lead  acetate  is  prepared  in  the  writer's 
laboratories  ■  as  follows  :  liad  acetate  in  fine 
crystals  (150  grms.)  is  mixed  in  an  evaporating 
basin  with  litharge  (45  grms.)  and  water  (26  c.c). 
This  paste  is  allowed  to  remain  at  the  room 
temperature  iEor  2-3  hours  with  frequent  stirring. 
At  the  end  of  this  time  the  lead  acetate  and 
most  of  the  litharge  have  gone  into  solution.  It 
is,  however,  gently  warmed  on  a  piece  of  wire 
gauze  or  a  sand-bath  by  means  of  a  burner. 
The  cream,  which  is  now  quite  limpid  and  devoid 
of  colour,  is  jwured  into  500  c.c.  of  water  and 
allowed  to  remain  until  the  small  amount  of 
undissolved  sediment  settles  out.  It  is  desirable 
to  filter  the  solution.  The  sp.gr.  of  the  clear 
filtrate  is  about  1*20. 

Alumina  cream  is  made  by  pouring  a  cold 
2-3  p.c.  solution  of  alum  contained  in  a  pottle 
bottle  into  dilute  ammonia  of  sp.gr.  0'98.    The 


converse  method  of  precipitation  yields  an  till' 
satisfactory  granular  product.  The  alumina  is 
allowed  to  subside  and  washed  in  the  bottle 
by  decantation  twice  a  day  until  the  supernatant 
liquid  gives  no  reaction  with  barium  chloride.' 
This  usually  takes  about  a  week. 

The  amount  of  basic  lead  acetate  to  be  used 
varies  with  the  kind  of  sugar.  The  purest 
centrifugal  sugars  require  only  from  0*5  to  2  c.c. ; 
darker  products  require  up  to  10  c.c,  whilst 
molasses  require  much  more.  The  volume  of 
alumina  cream  to  be  used  for  the  normal  solution 
is  about  5  c.c.  _ 

The  following  rules  were  drawn  up  by  the 
International  Commission  on  Methods  of  polaris- 
ing Raw  Sugar  (Paris,  1900) : — 

'  In  general  all  polarisations  are  to  be  made 
at  20°C. 

♦  The  verification  of  the  saecharimeter  must 
also  be  made  at  20°C.  For  instruments  using 
the  Ventzke  scale  26  grms.  of  pure  dry  sucrose, 
weighed  in  air  with  brass  weights,  dissolved  to 
100  metric  c.c.  at  20°C.,  and  polarised  in  a  room, 
the  temperature  of  which  is  also  2()°C.,  must 
give  a  saecharimeter  reading  of  exactly  100-00. 
The  temperature  of  the  sugar  solution  during 
polarisation  must  be  kept  constant  at  20°C. 

'  For  countries  where  the  mean  temperature 
is  higher  than  20°C.,  saccharimeters  may  be 
adjusted  at  30°C.,  or  any  other  suitable  tempera- 
ture, under  the  conditions  specified  above, 
provided  that  the  sugar  solution  be  made  up 
to  volume  and  polarised  at  this  same  tempera- 
ture. 

'  In  efiecting  the  polarisation  of  substances 
containing  sugar  employ  only  half -shade  instru- 
ments. 

'  During  the  observatio.a  keep  the  apparatus 
in  a  fixed  position,  and  so  far  removed  from  the 
source  of  light  that  the  polarising  Niool  is  not 
warmed. 

'  As  sources  of  light  employ  lamps  which  give 
a  strong  illumination  such  as  a  triple  gas  burner 
with  metaUio  cylinder,  lens  and  reflector; 
gas  lamps  with  Auer  (Welsbach)  burner  ;  electric 
lamp  ;  petroleum  duplex  lamp  ;  sodium  light. 

'  Before  and  after  each  set  of  observations 
the  chemist  must  satisfy  himself  of  the  correct 
adjustment  of  his  saecharimeter  by  means  of 
standardised  quartz  plates.  He  must  also 
previously  satisfy  himself  of  the  accuracy  of 
his  weights,  polarisation  flasks,,  observation 
tubes,  and  cover-glass.  (Scratched  cover-glasses 
must  not  be  used.)  Make  several  readings  and 
take  the  mean  thereof,  but  no  one  reading  may 
be  neglected. 

'  In  making  a  polarisation  use  the  whole 
normal  weight  for  100  c.c,  or  a' multiple  thereof, 
for  any  eorresponiing  volume. 

'  As  clarifying  and  decolorising  agents  use 
either  sub-acetate  of  lead,  alumina  cream,  or 
concentrated  solution  of  alum.  Bone-black  and 
decolorising  powders  are  to  be  excluded. 

•After  bringing  the  solution  exactly  to  the 
mark  at  the  proper  temperature,  and  after  wiping 
out  the  neck  of  the  flask  with  filter  paper,  pour 
all  of  the  well-shaken. clarified  sugar  solution  on 
a  rapidly  acting  filter.  Reject  the  first  portions 
of  the  filtrate  and  use  the  rest,  which  must  be 
perfectly  clear  for  polarisation.' 

At  the  seventh  meeting  of  the  International 
Commission    for    Uniform    Methods    of    Sugar 
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Analysis,  which  met  at  the  Columbia  University, 
New  York,  in  September,  1912,  it  was  decided 
that  in  commercial  analyses  the  use  of  tempera- 
ture correction  tables  should  be  dispensed  with, 
as  far  as  possible. 

Errors  attenditig  the  imb  of  basic  leaH  acetate 
as  a  clarifying  agent.  These  are  threefold,  e.g. 
precipitations  of  certain  reducing  sugars,  especi- 
ally Isevulose,  volume  occupied  by  the  precipitate, 
and  the  fact  that  in  methods  of  inversion,  such 
as  the  Clerget  method,  the  stronger  hydrochloric 
acid  is  replaced  by  the  weaker  acetic  acid. 

Sachs  (Zeitach.  VerDeut.  Zuokerind.  30,  229) 
has  devised  the  following  method  for  correcting 
the  error  due  to  the  volume  occupied  by  lead 
acetate  precipitate.  The  precipitate  obtained 
by  the  clarification  of  a  sugar  solution  is  washed 
with  cold  and  hot  water  until  free  from  sugar. 
It  is  then  transferred  to  a  100  c.c.  flask,  half 
the  normal  weight  of  sucrose  added,  and  the 
solution  made  up  to  100  c.c.  The  filtrate  is 
polarised  in  a  4-dm.  tube.  The  volume  of  the 
precipitate  is  then  calculated  as  follows  : — 

lOO(P'--P)      . 
"= P^— 

in  which  v  is  the  volume  of  the  precipitate, 
P  the  polarisation  of  the  sucrose  used,  and  P' 
the  polarisation  of  the  sucrose  with  the  precipi- 
tate. 

Wiechmann  (Proo.  5th  Inter.  Cong.  Applied 
Chem._  vol.  3,  p.  118)  determined  the  specific 
gravity  of  dried  lead  precipitates  from  various 
raw  cane  sugars  in  petroleum.  His  results  are 
given  in  Table  IV. 

Home  (J.  Amer.  Chem.  Soo.  26,  186)  has 
suggested  the  use  of  dry  basic  lead  acetate  to 


Table 

IV. 

Weiglit  of 

Specific 

Vol;" 

Sugar. 

precipi- 
tate in 
grams. 

gravity 
=1-00. 

cu. 
centi- 
metres. 

Jamaica  Muscovado 

0-4559 

1-88 

0-24' 

Maceio  Muscovado 

0-8112 

1-65 

0-49 

San  Domingo  centrifugal 

0-2525 

2-91 

0-09 

Sandwich  Island  centri- 

fugal 

0-1378 

2-84 

0-05 

San  Domingo  concrete  . 

1-0139 

3-80 

0-27 

Porto  Brico  molasses  sugar 

0-8959 

4-35 

0-21 

Sandwich  Islands 

1-0195 

4-38 

0-23 

Cebu  mats    . 

1-5400 

2-17  ~ 

0-71 

Manila  mats 

1-3350 

2-22 

0-60' 

obviate  the  error  due  to  the  volume  of  the 
precipitate.    This  is  carried  out  as  follows  : — 

The  normal  weight  of  sugar  is  dissolved  in 
water  in  a  100  c.c.  flask  and  made  up  to  the 
mark  without  defecation.  Small  quantities  of 
powdered  anhydrous  basic  lead  acetate  are  added 
to  the  solution  until  the  impurities  are  nearly  all 
precipitated.  This  point  is  as  easily  determined 
as  in  the  defecation  by  a  solution  of  the  same 
salt.  The  organic  and  minered-acid  radicles  in 
the  solution  combine  with  and  precipitate  the 
lead  and  lead  oxide  of  the  dry  salt,  whilst  the 
acetic-acid  radicle  of  the  basic  lead  acetate 
passes  into  solution  to  combine  with  the  bases 
originally  united  to  the  other  acid  radicles. 

The  results  given  in  Table  V  show  the  very 
close  agreement  between  the  polarisations  cor- 
rected by  Sach's  method,  and  by  the  use  of  dry 
defecation. 


Ta] 

3LE   V. 

Specific 

Grade,  country. 

Ordinary 

gravity 

Volume  of 

Corrected 

Dry  lead 

polarisation. 

oJ  pre- 
cipitate. 

precipitate. 

polarisation. 

polarisation. 

Centrifugal 

95-0 

2-98 

c.c. 
0-10 

94-9 

94-9 

„          (mixed  samples) 

94-5 

— 

0-0765 

94-43 

94-4 

„          Trinidad 

96-95 

2-91 

0-0378 

96-91 

96-95 

„          Java 

97-425 

2-30 

00884 

97-33 

97-375 

Muscovado,  St.  Croix 

85-8- 

1-91 

0-4118 

85-45 

85-5 

Molasses  sugar,  Cuba 

89-4 

3-20 

0-39 

8905 

89-0 

„            ,,            . 

89-225 

2-85 

0-4204 

88-85 

88-85 

»,            »»            • 

86-45 

1-96 

0-7108 

85-84 

85-95 

,1            t.            • 

90-675 

3-20 

0-3204 

90-39 

90-45 

„            ,,             , 

89-35 

— 

0-8600 

-  88-59 

88-775 

»,            »,          "  • 

89-4 

3-01 

0-4554 

88-99 

89-0 

„            „        Cuba 

88-4 

2-64 

0-4924 

87-97 

88-0 

Pellet  (Bull,  assoc.  chim.  sucr.  dist.  23,  285) 
contends  that  the'  increase  in  polarisation 
due  to  the  volume  of  the  lead  precipitate  is 
not  as  great  as  calculated  owing  to  the  decrease 
in  polarisation  caused  by  the  retention,  of 
sucrose  in  the  precipitate  which  frequently 
counterbalances  the  error  due  to  the  volume  of 
the  precipitate.  Home  (J*.  Amer.  Chem.  Soc. 
29,  926)  has  since  shown,  however,  that  there  is 
DO  appreciable  retention  of  sucrose  when  dry 
basic  lead  acetate  is  used  in  minimum  quantity. 
A  possible  error,  to  which  attention  has  also 


been  called  by  Pellet,  is  that  any  lead  which 
passes  into  solution  by  the  dry  defecation  method 
will  increase  the  volume  by  the  solution. 

Hall  (Bull.  122,  U.S.  Bur.  of  Chem.  p.  225) 
carried  out  a  series  of  experiments  on  a  Philippine 
mat  sugar  to  ascertain  the  effect  on  the  polarisa-: 
tion  of  increasing  amounts  of  dry  basic  lead- 
acetate.  The  lead  dissolved  in  the  clarified 
filtrates  was  determined  and  the  dilution 
calculated  by  allowing  an  increase  in  volume  of 
0-22  c.c.  for  1  grm.  of  dry  basic  lead  acetate 
dissolved  in  100  c.c.  of  the  solution  (v.  Table  VI.). 
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Clarifying  agent. 

Amount  of 
clarifying 
agent  used. 

In  100  c.c.  filtrate. 

Estimated 
dilution. 

Polaiiaation. 

PbO. 

Basic  lead 
acetate. 

Basic  acetate  solntioa 
Dry  basic  acetate     . 

i-»          »»           •         • 
»»          »t           *  ~      . 
t*          If           •         * 

3-0  o.c. 
^0-5  grm. 
1-0  grm. 
2-0  grms. 
4-0  grms. 

grms. 
0-2678 

Trace 
0-1530 
0-7203 
2-1078 

grms. 

(0-20) 
(0-94) 
(2-73) 

C.O. 

Trace 
0-05 
0-20 
0-60 

86-70 
Too  dark  to  read 
86-50 
86-60 
86-50 

On  these  results  C.  A.  Browne  (I.e.,  p.  214) 
remarks  as  follows  : — 

'  It  is  noted  that  with  an  estimated  dilution 
of  0-2  c.c.  instead  of  a  decrease  in  polarisation, 
as  would  be  expected,  there  is  an  increase. 
With  an  estimated  dilution  of  0-0  c.c.  the  reading 
is  the  same  as  that  first  obtained,  so  that  the 
combined  effect  of  the  dry  lead  upon  the  pre- 
cipitation of  fructose,  and  upon  the  lowering 
of  the  rotation  of  the  fructose  in  solution  is 
seen  to  be  most  pronounced.  With  sugar-cane 
products  the  use  of  dry  basic  lead  acetate  to  the 
point  of  satisfactory  clarification  would  seem  to 
invplve  no  decrease  in  polarisation.  With  low- 
grade  sugar-beet  and  other  products,  which 
are  comparatively  free  from  fructose,  there  is^ 
however,  a,  danger  of  too  low  polarisation,  since 
there  is  no  compensating  influence  for  the 
dilution  caused  by  the  excess  of  lead  sub-acetate 
dissolved.' 

It  has  been  shown  by  Bates  and  Blake  (Bull. 
U.S.  Bur.  of  Standards,  3,  [1]  105)  that  the 
presence  of  a  large  excess  of  basic  lead  acetate 
solution  exerts  a  large  influence  on  the  rotatory 
power  of  sucrose.  The  results  given  in  Table 
Vll.  are  some  of  those  obtained  with  normal 
solutions  of  sucrose  : — 

Table  VII. 


Cubic  centimetres  of  basic 
lead  acetate  solution 
(sp.gr.  1-25)  per  100  c.c. 


2-0 

40 

6-0 

80 

100 

20-0 

40-0 


Differences  in  divisions 
Ventzke  between  the 
polarisation  of  a  solu- 
tion containing  no  lead, 
and  one  containing  the 
volumes  of  lead  men- 
tioned in  the  first 
column. 


-0-13 
-0-06 
0-00 
-fO-09 
+0-19 
-fO-45 
+0-77 


Some  commercial  sugar  products  can  be 
defecated  by  a  solution  of  neutral  lead  acetate, 
which  is  generally  used  as  a  solution  of  sp.gr. 
1-25.  Herles  (Zeitsch.  Zuckerind.  Bohmen,  13, 
569 ;  14,  343 ;  21,  189)  suggested  basic  lead 
nitrate  as  a  clarifying  agent,  especially  for  low- 
grade  products  which  are  being  dealt  with  by 
the  Clerget  method.'  The  replacement  of 
hydrochloric  acid  by  nitric  does  not  influence 
appreciably  the  velocity  of  the  hydrolysis  of 
•ucrose.    The  volume  of  the  lead  precipitate  is. 


however,  largely  due  to  that  of  the  basic  nitrate 
itself,  and  reducing  sugars  are  precipitated  '  y 
the  reagent.  - 

Heron  (J.  Fed.  Inst.  Brewing,  I,  113),  and  also 
Zameron  (Bull.  Assoc.  Chim.  Sucr.  Dist.  16, 337), 
have  suggested  clarifying  sugar  solutions  with 
hypochlorite.  Insufficient  work  has  been  carried 
out  to  test  the  validity  of  this  method,  which 
prima  facie  does  not  seem  one  that  could  be 
recommended. 

There  are  certain  hydrosnlphites  on  the 
market  which  are  employed  in  factory  work  on 
the  large  scale  for  decolorising  purposes.  Two 
of  these  are  known  by  the  names  of  « Blankit ' 
and  '  Redo.'  It  has  been  suggested  that  these 
should  be  used  in  the  laboratory  for  decolorising 
sugar  solutions.  They  introduce  errors,  how- 
ever, by  reacting  with  reducing  sugars  to  form 
oxy-sulphonates  (see  Bryan,  Bull.  116,  U.S.  Bur. 
of  Chem.  p.  76).  Another  hydrosulphite  deriva- 
tive, sold  commercially  as  '  Eongalite,' "is  free 
from  this  objection.  It  is  sodium  formaldehyde 
sulphoxylate. 

Purified  animal  charcoal  has  been  used  for 
decolorising  sugar  solutions,  but  the  error 
introduced  by  the  adsorption  of  sucrose  is 
considerable. 

The  results  shown  in  Table  VIII.  were  ob- 
tained by  Bryan  (toe.  cit,  p.  71)  and  indicate 
the  effect  of  different  clarifying  agents  on  the 
polarimetrio  reading.  The  reading  with  alumina 
cream  alone  is  taken  as  the  true  polarisation. 

Table  VIII. 


Clarifying  agent. 


Alumina  cream 
Basic  lead  acetate  solution  . 
*»  >i  >»       » 

Neutral  lead  acetate  solution 

»>  »»  »» 

Basic  lead  nitrate  solution  . 
Dry  basic  lead  acetate 
Sodium  hydrosulphite 


Amount 
of  clarify- 
ing agent 
used. 


5  CO. 
3-5  CO. 
7  CO. 

3  „ 

6  „ 

4  „ 

1-5  grms. 
1  grm. 


Direct 
polarisa- 
tion. 


89-00°V. 

89-50° 

89-55'' 

89-20" 

89-20° 

89-00° 

8905° 

88-60° 


Aiuilyaia  of  sugar  heels.  The  estimations 
ordinarily  made  are  the  following  :  Ferceotage 
of  sugar  in  the  roojis,  percentage  of  sugar  in 
the  juice,  and  specific  gravity  of  the  juice- 
(degree  Brix).  From  these  data  are  calculated- 
the  coefficient  of  purity  from  the  formula  lOOS/B,, 
where  S  is  the  sugar  in  the  juice  and  B  is  the- 
specific  gravity  of  the.  juice  in  degrees  Brig, 
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The  writer  haa  a  record  of  many-  hundreds 
of  analyses  of  sugar  beets  grown  in  different 
parte  of  England  during  the  past  three  years. 
As  will  be  seen  from  the  following  tabulated 
resulte  the  roots  are  quite  up  to  the  standard 
of  those  grown  on  the  Continent : — 

Table  IX.  i 

SuQAs  IN  Boots. 


Sugar  content. 

Feicentage  of  total 
samples. 

1910. 

1911. 

1912. 

Below  12  p.c. 
From  12-14  p.o.     . 

„     14-15  „        .         . 

„     15-17   „        . 

..     18-20  „        .         . 
Above  20  p.o. 

2 
14 

65 
11 

8 

2 
4 

56 

36 

2 

4 
20 
76 

PtTBITT  OF  JUIOEj 

Percentage  of  total 

Coefficient  of  purity. 

samples. 

1910. 

1911. 

1912. 

Below  79  p.o. 

2 

1 

^^ 

From  80-85  p.o.     . 

14. 

6 

2 

„     86-92  „        . 

67 

52 

— 

„     86-90  „       ^ 

— 

— 

20 

„     91-93  „        . 

— 

— 

.-iO 

Above  93  p.c. 

17 

41 

28 

Eslimation  of  the  percentage  of  sugar  in  the 
roots.  The  following  modification  of  the  hot 
water  digestion  method  is  the  one  adopted  by 
the  writer.  The  normal  weight  of  pulp  is  washed 
into  a  200  c.c.  Kohlrausch  flask  with  about  150 


Method  of  aamplivg.  In  taking  samples  the 
field  is  divided  longitudinally  into  strips  and 
roots  are  Ufted  in  diagonal  lines  from  one  end 
to  the  other  of  each  of  these  strips.  The  roots, 
having  been  washed,  cleaned,  and  topped,  not 
less  than  half  a  dozen  from  each  strip,  and 
preferably  more,  should  be  taken  for  analysis. 

There  are  several  ways  of  estimating  the 
sugar  content  of  the  roots,  but  each  requires 
that  an  average  sample  shall  be  obtained  of 
the  roots  reduced  to  pulp.  In  the  writers 
experience  the  best  machine  for  this  purpose  is 
that  made  by  Robert  Kiehle  of  Leipzig,  which 
is  illustrated  in  Fig.  30.  It  stands  about 
3  ft.  7  ins.  in  height,  and  is  capable  of.bemg 
screwed  to  the  floor.  A  parallel  shoe  is  taken 
out  of  the  centre  by  means  of  a  rasp  wheel,  the 
root  being  fixed  on  a  carrier  and  pressed  agamst 
this  wheel  longitudinaUy  while  it  js  bang 
rotated,  which  may  be  done  either  by  hand  or 
by  other  power.    The  pulp  is  collected  in  the 

In'  order  to  justify  the  soundness  of  the 
principle  of  taking  a  median  longitudinal  slice 
from  'the  root,  attention  may  be  drawn  to  the 
fact  that  the  percentage  of  sugar  varies  m 
difierent  zones  of  the  root.  The  foUowmg 
analyses  of  transverse  sections  of  one  and  the 
same  root  (see  Fig.  31),«  made  by  the  writer, 
illustrate  this. 

I  These  results  were  published  in  an  appendix 
by  toe  miter  to  .the  Annual  Report  of  the  iritish 

^-^f^ll^dia^^am  i  %p™liced  by  the  permission  of 
the  British  sfgar  Beet  Council.    See  Annual  Report, 


Fig.  30. 

CO.  of  hot  water.  Basic  lead  acetate  solution 
(6  CO.)  is  then  added,  and  the  flask  and  contents 
are  placed  in  a  bath  of  boiUn^water  to  digest 
for  half  an  hour.  The  contents  are  then  cooled, 
5  c.c.  of  alumina  cream  added,  made  up  to  a 

%r  ! 

-r-f 

hfA 


I 

\ 


Fro.  31. 


volume  of  200  c.c.  After  well  mixing,  the 
Ixlract  is  filtered  and  the  ^"^^-^J^ll^'f^Z^ 
2.dm  tube.  The  reading  in  degrees  VentzKa 
doubied  and  multipUed  by  0-994  (t° -"-\«^^ 
the  volume  occupied  by  the  marc)  gives  the 
perc^ntage<>f^sugarintheroots^^    digestion    or 

tion.  ^  ' 
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extraction  with  alcohol  gives  more  abciuate 
results  tif an  the  aqueous  digestion  method ; 
but,  taking  into  account  their  inconvenience, 
these  methods  cannot  be  recommended  for 
general  purposes.  It  is  not  necessary  to  de- 
scribe here  in  detail  any  of  these  methods,  it 
will  sufSce  to  refer  to  the  alcohol  extraction 
method  of  Scheibler  (Neue  Zeits.  fur  Biiben- 
zuckerind.  2,  1,  17,  287;  3,  242)  and  the 
various  hot  and  cold  methods  of  digestion  with 
water  and  with  alcohol  respectively. 

Estimation  of  sugar  in  the  juice.  The  juice 
having  been  expressed  from  a  sample  of  the 
pulp  enclosed  in  a  filter  cloth  by  means  of  a 
screw  press,  the  normal  weight  is  washed  into 
a  100  c.c.  flask,  2  c.c.  of  basic  lead  acetate 
solution,  and  5  c.c.  of  alumina  cream  added, 
and  the  li  quid  mafle  up  to  100  c.c.  The  polarisa- 
tion of  the  filtrate  in  a  2-dm.  tube  gives  the 
percentage  of  sugar  in  the  juice. 

The  specific  gravity  of  the  juice  is  deter- 
mined by  a  Brix  spindle,  observing  the  usual 
precautions  and  correcting  for  temperature. 
The  principle  on  which  the  Brix  scale  is  con- 
structed is  explained  on  p.  26.5. 

Estimation  of  lactose  in  milk  by  the  polarimeter. 
For  this  purpose  the  Association  of  Official 
Agricultural  Chemists,  hereinafter  referred  to  as 
the  A.  0.  A.  C,  give  the  following  method  (BuU. 
107,  revised,  U.S.  Bur.  of  Chem.  p.  118).  The  nor- 
mal weight  for  hydrated  lactose  CijHjjOn.HjO 
on  the  Yentzke  instrument  is  32-9  grms.  Since 
the  percentage  of  lactose  in  milk  only  amounts 
to  2-8  p.c,  double  this  weight  of  milk  is  taken. 
Instead  of  weighing  it  is  convenient  to  measure 
the  milk,  and  the  following  table  gives  the 
volumes  of  milk  at  different  specific  gravity 
corresponding  to  65-8  grma. 

Table  X. —  Volumes  of  Milk  corresponding  to 
the  Double  Normal  Weight  of  Lactose. 


Specific  gravity  of  milk. 

Volume  of  milk  for  a  lac- 
tose double  normal  weight 
(Ventzke  scale). 

1024 

c.c. 
64-25 

1-025 

64-20 

1-026 

64-15 

1-027 

64-05 

1-028 

64-00 

1-029 

63-95 

1-030 

63-90 

1-031 

68-80 

1-032 

63-75 

1-033 

63-70 

1-034 

63-65 

1-035 

63-55 

1-036 

63-50 

It  is  pointed  out  that  for  ordinary  purposes 
a  pipette  graduated  to  deliver  64  c.c.  is  sufficiently 
exact  for  all  milks. 

The  milk  is  clarified  with  a  solution  of 
mercury  nitrate,  or  with  one  of  mercuric  iodide. 
These  are  prepared  as  follows  : — 

Mercury  nitrate.  Metallic  mercury  is  dis- 
solved in  twice  its  weight  of  nitric  acid  (sp.gr. 
1-42),  and  the  solution  diluted  with  an  equal 
volume  of  water. 

Mercuric  iodide.  Potassium  iodide  (33-2 
({rms.)  is  added  to  a  solution  of  mercuric  chloride 


(13-6  grms.),  dissolved  in  gluclal  acetic  acid 
(20  CO.)  and  water  (640  c.c). 

The  volume  of  milk  eqxiivalent  to  the  double 
normal  weight  of  lactose  is  measured  into  a 
flask  having  a  mark  at  102-6  c.c  For  clarifica- 
tion either  1  c.c.  of  the  mercuric  nitrate  solution 
may  be  used  or  30  c.c.  of  the  mercuric  iodide 
solution  (an  excess  of  either  reagent  is  \Hthout 
effect).  The  mixture  is  mad«  up  to  a  volume 
of  102-6  c.c,  the  2-6  c.c.  being  the  estimated 
volume  of  the  precipitated  casein  and  fat.  After 
shaking,  the  liquid  is  filtered  and  polarised  in  a 
4-dm.  tube.  The  reading  divided  by  four  gives 
the  percentage  of  lactose  in  the  milk. 

Other  methods  have  been  devised  for  the 
estimation  of  lactose  in  milk.  Thus,  Wiley  and 
EweU  (Analyst,  21,  182),  Lefiman  and  Beam 
(Analysis  of  Milk  and  Mild  Products,  1896,  p.  39). 
Richmond  has  also  dealt  with  the  estimation 
of  lactose  in  milk  (see  article  on  Mile,  vol.  iii. 
p.  533). 

Lactose  exhibits. the  phenomenon  of  muta- 
rotation,  and  when  solid  products  are  polarised 
the  solution  must  be  allowed  to  remain  until  a 
constant  reading  is  obtained,  or  the  muta- 
rotation  must  be  destroyed  by  making  up  the 
solution  in  presence  of  a  little  alkali  or  ammonia. 
This  applies  to  other  sugars  which  exhibit 
mutarotation,  e.g.  dextrose,  Isevulose,  &c. 

Under  special  methods  for  the  analysis  of 
sugar  mixtures,  the  use  of  the  polarimeter  in 
conjunction  with  oupric  reduction  methods  will 
be  described. 

Method  of  estimating  sucrose  hy  double 
'polarisation.  The  method  of^estimating  sucrose 
in  presence  of  invert  sugar  by  determining 
the  rotatory  power  before  and  after  hydrolysis 
with  acid  was  first  suggested  by  Biot  in  1842. 
It  was  made  a  practical  one  by  Clerget 
in  1849  (Ann.  Chim.  Phys.  [iii.]  26,  175), 
who  elaborated  a  formula  for  calculating  the 
result's.  Clerget's  work  is  to  he  regarded  as 
classical,  and  although  the  details  of  his  original 
method  have  been  revised,  the  constants  which  he 
established  have  remained  practically  unaltered. 
The  method  gives  very  satisfactory  results  with 
products  of  a  certain  degree  of  purity.  With 
those  of  low  purity,  however  (notably  with  mo- 
lasses), in  which  there  are  many  disturbing  factors, 
the  influence  of  which  has  not  been  fully  worked 
out  at  the  present  time,  the  errors  involved  are 
considerable.  In  the  writer's  experience  satis- 
factory results  are  to  be  obtained  with  raw  beet 
sugars  which  give  a  direct  polarimetrio  reading 
of  90  divisions  and  above  on  the  Ventzke  scale,  •• 
and  with  raw  cane  sugar  giving  a  reading  of  94 
divisions  And  above  on  the  same  scale. 

In  the  year  1888  a  modification  of  Clerget'8 
method  was  devised  and  elaborated  by  Herzfeld 
(Zeits.  Ver.  Deut.  Zuckerind.  38,  699).  It  is 
carried  out  in  the  following  manner. 

The  half-normal  weight  of  sucrose  is  dis- 
solved in  75  CO.  of  water  in  a  graduated  100  c.c. 
flask,  38  p.c.  hydrochloric  acid  (5  c.c.)  is  then 
added,  and  the  flask,  in  which  a  thermometer  is 
inserted,  is  placed  in  a  water-bath  at  70°C.  The 
flask  is  shaken  continuously,  and  in  this  way  the 
temperature  of  the  solution  is  raised  to  67°-70°C. 
in  about  2J  mins.,  after  attaining  which  it  is 

'  With  these,  however,  the  direct  polarimetrio 
reading,  as  a  rule,  gives  the  percentage  of  sucrose  accu- 
rately euougti  for  practical  purposes. 
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kept  constant  for  an  additional  5  mins.,  when 
it  IS  rapidly  cooled  and  polarised  in  a  watei- 
jaoketed  tube,  2  dma.  in  length,  at  a  known 
tempexatuie.  When  the  polarimetrio  obser- 
vation is  made  at  20°0.,  and  the  reading  is 
multiplied  by  2  to  raise  it  to  that  of  a  normal  solu- 
tion, the  value  obtained  is  — 32-66  sugar  divisions. 

The  formula  including  the  correction  for 
temperature  when  the  observation  is  made  at  a 
temperature  other  than  20''C.,  is — 
_JOOK_ 
°~142-66-0-5* 

The  temperature  correction  may  also  be 
made  by  Hammerschmidt's  formula — 

l2o=I«+0-0038K(20-0, 
in  which  Ij^  is  the  reading  of  the  inverted 
solution  in  a  2-dm.  tube  at  20''C.,  multiplied 
by  2,  It  the  same  at  the  temperature  of  observa- 
■tion,  and  K  the  difference  between  the  polarisa- 
tions of  the  direct  and  inverted  solutions  at 
normal  concentration. 

If,  instead  of  the  half-normal  weight  in 
100  CO.,  a  solution  of  a  different  concentration 
is  employed,  the  inversion  constant  varies. 
Table  XI.  gives  the  inversion  constants  for  solu- 
tions containing  1-20  grms.  of  sugar  in  100  c.c. 
The  values  under  I'  are  calculated  by  the 
formula — 
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in  which  i  is  the  polarimetrio  reading  of  the 
inverted  solution  in  a  200  mm.  tube,  I  being 
the  same  multiplied  by  two. 


Table  KI. 

Sugar, 

Sugar, 

grms. 
in 

I. 

1'. 

gims. 
in 

I. 

r. 

100  c.  c. 

100  CO. 

i 

31-85 

31-90 

11 

32-52 

32-53 

2 

31-91 

31-96 

12 

32-59 

32-60 

3 

31-98 

32-03 

13 

32-66 

32-66 

4 

32-05 

32-09 

14 

32-73 

32-73 

5 

32-12 

32-15 

15 

32-79 

32-79 

6 

32-18 

32-21 

16 

32-86 

32-85 

7 

32-25 

32-28 

17 

82-93 

32-92 

8 

32-32 

32-34 

IS 

3300 

32-98 

g 

•   32-39 

32-40 

19 

33-06 

33-04 

^10 

32-46 

32-46 

20 

33-13 

33-11 

The  corrections  for  both  temperatrue  and 
concentration  are  included  in  the  formula — 

.        P-  (-1) 


"l"-8*+2-0-| 


P=the  direct  polarisation. 

I=the  observed  polarisation  of  the  inverted 
solution  corrected  proportionately  to  a  normal 
solution. 

P— (— I)=K=the  observed  Clerget  constant 
at  t° ;  •  =the  observed  polarisation  of  the  inverted 
solution  in  a  200-mm.  tube  without  any  correc- 
tion. ^ 

The  writer  has  confirmed  the  accuracy  of 
these  results  (J.  Soc.  Chem.  Ind.  17,  110)  as 
Table  XII.  shows. 


Table  XII. 


Wo.  of 

experi- 

-    ment. 

C=GrmB. 
per  100  c.c. 

Ij.    Found. 

I,»°.    Calculated 
from  I,. 

l2o°  (from  tbe 
above  table). 

Difleience  be- 
tween columns 
4  and  5. 

1 

,2-0 

Ij,   =-33-92 

-31-92 

-31-91 

H-0-01 

2 

3-0 

I„   =-33-05 

—31-55 

-31-98 

•    -0-43 

3 

5-0 

Ii8-6=-33-92 

-32-17 

-32-12 

-fO-05 

4 

7-0 

I„    =-33-90 

-32-40 

-32-25 

+0-15 

6 

10-0 

I„    =-33-90 

-32-40 

-32-46 

-0-06 

6 

13-024 

I„   =-34-10 

-32-54     . 

-32-66 

'      -0-12 

7 

13-024 

Ii,.5=-33-80 

-32-53 

-32-66 

-0-13 

8 

13-024 

Ii,.,=-34-20 

-32-47 

-32-66 

-0-19 

9 

13-024 

Ii.-6=.-34-50 

-32-72 

-32-66 

+0-06 

10 

13-024 

Iie.»=-34-28 

-32-65 

-32-66 

-0-01 

11 

13-024 

Ii9-.=  -32-60 

-32-40 

-32-66 

—0-26 

'    12 

13-024 

■^18*6^  ~"" 

—32-68 

-32-66 

-fO-02 

,     13 

13024 

Ijo   =-32-44 

-32-44 

-32-66 

-0-22 

14 

13-024 

Ii»-«= -32-92 

-32-61 

-32-66 

-0-05 

15 

13-024 

Ii,.5=-32-72 

-32-62 

-32-66 

-0-04 

•^16 

13024 

I„.,=  _32-92 

-32-72 

-32-66 

-fO-06 

The  principal  factors  which  affect  the 
accuracy  of  the  Clerget  method  in  raw  products 
are  the  following.  The  volume  occupied  by  the 
precipitate  produced  by  basic  lead  acetate  ;  the 
precipitation  of  Isevulose,  and  to  some  extent  of 
dextrose,  by  basic  lead  acetate ;  the  effect  on 
the  rotation  of  sugars  and^of  certain  amino 
compounds  owing  to  the  presence  of  hydro- 
oblorio  acid ;  and  the  effect  (in  the  case  of  the 
most  impure  products)  of  the  alkali  of  the  basic 
lead  apetate  on  the  rotatory  power  of  Itevnlose 


and  of  certain  amino  compounds  which  they 
contain.^ 

Eynon  (Seventh  Inter.  Oong.  App.  Chem. 
1909,  Sect.  V.  p.  193)  found,  that  in  the  case  of 
Jaggery  sugar  and  cane  molasses,  the  influence 
caused  by  the  volume  of  the  lead  precipitate  was 
small  but  more  than  that  due  to  the  influence  of 

^  Andrlik  and  Stanek  have  shown  (Zeitsch.  Zucker- 
ind.  Bohmen,  31,  417),  that  a  1  p.c.  solution  of 
glutaminic  acid  gave  a  polarimetrio  reading  of  1*45 
Ventzke  in  presence  of  basic  lead  acetate,  0-35  V.  in 
water  alone,  and  1-77  V.  in  dilute  hydrochloric  acid. 
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the  lead  left  in  solution  on  the  rotation  of  sucrose. 
Incidentally  Eynon's  results  confirm  those  of 
Prinsen-Geerliga  (Intemat.  Sugar  J.  10,  500 ; 
11,  276),  that  lECTuIose  is  partially  precipitated 
(and  also  dextrose,  but  to  a  lesser  extent)  by 
basic  lead  acetate. 

It  is  well  known  that  the  speed  of  hydrolysis 
of  sucrose  by  acids  varies  with  the  concentration 
and  nature  of  the  acid  employed.  Strong  acids 
such  as  hydrochloric  acid,  which,  according  to  the 
ionic  theory,  exist  in  solution  for  the  most  part 
dissociated  into  their  ions,  hydrolyse  much 
more  sucrose  in  a  given  time,  other  things  being 
equal,  than  do  the  weaker  organic  acids. 

The  dark  after-products  which  are  met  with 
in  the  sugar industry,contain,  besides  sugar,  other 
organic  matters,  consisting  to  some  extent— in  all 
probabiUty  for  the  most  part— of  the  salts  of 
organic  acids.  At  all  events,  a  sufiBciency  of  these 
salts  is  present  to  react  with  the  hydrochloric 
acid  added  in  carrying  out  Clerget's  process,  and 
to.  replace  it  partially  by  much  weaker  organic 
acids.  The  matter  is  not  improved  when  the 
solution  under  investigation  is  previously 
clarified,  as  it  usually  is,  with  basic  lead  acetate, 
for  here  the  hydrochloric  acid  is  to  some  extent 
neutralised  by  the  alkalinity  of  the  basic  lead 
acetate,  besides  which  it  is  partially  replaced 
by  the  comparatively  weak  acetic  acid,  and  there 
is  some  danger  that  the  inversion  of  the  sucrose 
may  not  have  reached  completion  in  the  pre- 
scribed time.  To  obviate  the  presence  of  an 
organic  acid,  it  has  been  proposed  by  Herles 
(see  p.  240)  to  use  a  solution  of  lead  nitrate 
in  conjunction  with  one  of  sodium  hydroxide 
as  clarifying  agent.  The  experiments  of  Herz- 
feld  and  others  have  shown,  however,  that  the 
rotatory  power  of  sucrose  i6  diminished  by  the 
employment  of  this  clarifying  agent. 

There  is,  however,  another  objection  to  the 
use  of  Clerget's  method,  as  it  is  at  present 
carried  out,  for  the  estimation  of  sucrose  in 
products  containing  much '  other  organic  matter.' 
Although  the  presence  of  a  great  many 
definite  substances  has  been  demonstrated  in 
the  juice  of  both  sugar  cane  and  beetroot,  the 
nature  of  this  organic  matter  in  a  given  sample 
of  sugar  or  molasses  cannot  be  determined. 
It  is,  however,  well  known  that  these  substances 
are  to  some  extent  optically  active,  and  experi- 
ence shows  that  even  after  clarification  with 
basic  lead  acetate  some  optically  active  sub- 
stances besides  sugar  remain  in  solution. 

Clerget's  method  presupposes  that  no  other 
constituent  of  the  sample  than  the  sucrose  suffers 
any  change  in  optical  activity  by  the  treatment 
adopted.  But  since  the  agent  employed — ^acid 
— is  a  general  hydrolyst,  we  can  be  by  no  means 
oertain  that  this  is  the  case. 

It  is  obvious  that  if,  instead  of  employing 
a  general  hydrolyst  such  as  an  acid,  we  made 
use  of  one  which  would  act  selectively  on 
sucrose  only,  the  accuracy  of  the  method  would 
be  considerably  enhanced.  Such  a  hydrolyst 
is  the  invertase  of  yeast,  which  hydrolyses,  or  to 
use  the  more  familiar  term,  inverts  sucrose  and 
other  substances  having  a  similar  configuration. 

O'SuUivan  and  Thompson  (Chem.  Soo. 
Trans.  69,  46)  showed  that  invertase  of  yeast 
might  be  used  as  hydrolytic  agent  in  the  estima- 
tion of  sucrose ;  and  Ling  and  Baker  (J.  Soc. 
Chem.  Ind.   17,   HI)  proposed  a  modificatioi) 


of  Clerget's  method  in  which  the  hydrolysis 
of  the  sucrose  was  effected  by  heating  a  sUghtly 
acidified  (with  acetic  acid)  half-normal  solution 
with  0-5  grm.  of  fresh-pressed  yeast  for  5  hours 
at  66°C.  Working  with  pure  sucrose  in  which 
alumina  cream  was  the  sole  clarifying  agent 
employed,  the  Clerget  value  Ij„=— 32-56  was 
obtained.  With  dark-coloured  products  defeca- 
tion with  basic  lead  acetatejiad  to  be  resorted 
to,  and  this  was  added  after  the  completion  of 
hydrolysis.  The  method  could  not,  therefore, 
give  accurate  results  under  these  circumstances, 
for,  as  already  observed,  basic  lead  acetate 
precipitates  certain  reducing  sugars,  notably 
Isevulose. 

A  method  of  overcoming  this  difficulty  has 
been  worked  out  by  Ogilvie  (J.  Soc.  Chem.  Ind. 
30,  62)  by  rSmoving  the  lead  in  solution  by 
means  of  sulphurous  acid  prior  to  hydrolysis. 
OgUvie's  method  is  as  follows  : — 

Four  times  the  normal  sugar  weight  of  the 
sample  is  transferred  to  a  200  c.c.  flask, 
defecated  with  the  minimum  amount  of  basio 
lead  acetate  solution  (sp.gr.  1*26),  a  little 
alumina  cream  added,  and  the  liquid  made  up 
to  the  mark  at  standard  temperature,  well 
shaken  and  filtered.  100  c.c.  of  the  filtrate  are 
measured  accurately  into  a  small  beaker,  sulphur 
dioxide  passed  in  from  a  syphon  of  the  liquefied 
gas  tiU  a  faint  smell  is  perceptible  (the  indication 
that  all  the  lead  is  precipitated),  the  liquid  is 
then  transferred  to  a  200  c.c.  flask,  make  up 
to  the  mark,  and  well  mixed.  Sufficient  calcium 
carbonate  (dried)  in  fine  powder  to  neutralise 
the  excess  of  acidity,  and  a  little  recently  ignited 
kieselguhr  are  added,  after  which  the  solution 
is  filtered.  In  this  way  a  normal  solution  is 
obtained  which  is  sufficiently  clarified  to  give  a 
distinct  polarimetrio  reading,  is  free  from  lead 
and  excess  of  acidity,  and  is  therefore  well 
suited  for  the  invertase  inversion. 

The  method  of  hydrolysis  is  as  follows : 
50  c.c.  of  the  molasses  solution,  prepared  in 
the  manner  just  described,  contained  in  a  100  c.c. 
fl^k,  are  raised  in  a  constant  temperature  bath 
to  B0°-55°G.  and  0-5  grm.  of  washed  brewery 
yeast  (top-fermentation)  and  2  drops  of  acetic 
acid  are  added,  the  temperature  being  maintained 
as  near  55°C.  as  possible  for  4J-5  hours.  At 
the  end  of  this  time  the  liquid  is  cooled,  alumina 
cream  or  a,  Uttle  kieselguhr  added  to  assist 
filtration,  and  the  solution  is  made  up  to  the 
mark  at  standard  temperature.  The  clear  fil- 
trate is  then  polarised  in  a  water- jacketed  tube 
(see  Fig.  7)  at  20°C.,  the  temperature  being 
determined  by  a  thermometer  reading  to  O-l'C. 

The  value  obtained  by  Ogilvie  when  working 
with  pure  sucrose  was  Ij,  =  — 31-6,  a  value 
which,  it  will  be  observed,  differs  from  that 
obtained  by  Ling  and  Baker. 

A  preparation  of  invertase  may  also  be  used 
for  the  hydrolysis.  O'SuUivan  and  Thompson 
(Chem.  Soc.  Trans.  57,  834)  prepared  invertase 
by  allowing  washed  yeast  to  remain  aside  in  a 
jar  until  it  had  liquefied.  Fischer  (Ber.  27, 
2985)  found  that  the  autolysis  of  the  yeast 
might  be  expedited  by  the  addition  of  chloro- 
form. Hudson  (J.  Ind.  Eng.  Chem.  2,  143)  has 
proposed  the  following  method  of  preparing  a 
solution  of  invertase  based  on  these  observations : 

'  Break  up  5  lbs.  of  pressed  yeast,  which  may 
he  either  baker's  or  brewer's  yeast,  add  30  c.o. 
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of  chloroform  to  it  in  a  closed  flask,  and  allow 
it  to  stand  at  room  temperature  (20°C.)  over- 
night. By  the  morning,  the  solid  mass  will 
have  become  liquid  and  it  should  then  be  filtered 
through  filter  paper,  allowing  several  hours  for 
draining.  To  the  filtrate  add  neutral  lead  acetate 
until  no  further  precipitate  forms  and  again 
filter.  Precipitate  the  excess  of  lead  from  the 
filtrate  with  potassium  oxalate  and  filter.  To 
this  filtrate  add  25  c.c.  of  toluene  and  dialyse 
the  mixture  in  a  pig's  bladder  for  2  or  3  days 
against  running  tap  water.  The  dialysed  solu- 
tion is  colourless,  perfectly  clear  after  filtration, 
neutral  to  litmus,  has  a  solid  content  of  about 
one-half  of  one  p.c,  an  ash  content  of  a  few 
hundredths  of  one  p.c,  will  keep  indefinitely 
in  an  ice  box  if  a  httle  toluene  is  kept  on  its 
surface  to  prevent  the  growth  of  micro-organisms, 
and  is  exceedingly  active  in  inverting  cane  sugar. 
The  invertase  solution  does  not  reduce  Fehling's 
solution.' 

The  invertase  or  yeast  process  takes  up  a 
considerably  longer  period  of  time  than  the 
acid  hydrolysis  process,  but  it  must  be  remem- 
bered that  it  necessitates  no  more  personal 
attention.  However,  the  writer  does  not  con- 
sider that  sufScient  work  has  yet  been  carried 
out  with  the  method  or  a  sufficient  number  of 
low-grade  products  of  the  sugar  industry 
examined  by  it,  to  render  it  of  general  applic- 
ability in  technological  work  (c/.  below).  The 
majority  of  sugar  technologists  have  been 
somewhat  reluctant  to  carry  out  investigations 
on  this  enzyme  method,  and  have  always  shown 
a  preference  for  the  acid  method,  and  numerous 
attempts  have  been  made  to  remove  the  errors 
inherent  to  it  when  dark  after-products  are  being 
dealt  with.  Neutralisation  of  the  free  hydro- 
chloric acid  in  the  inverted  solution  by  sodium 
hydroxide,  as  pointed  out  by  Browne  (I.e.,  p.  271), 


removes  the  influence  of  the  acidity,  but  intro- 
duces a  new  disturbing  factor,  namely  sodium 
chloride. 

Pellet  in  1897  (Bull.  Assoc.  Chim.  Sucr.  Dist. 
15,  524)  proposed  to  remove  the  lead  in  tho 
direct  polarisation  liquid  by  sulphurous  acid  in 
slight  excess,  whilst  Andrlik  and  Stanek  in  1906 
(Zeits.  Zuckerind.  Bohmen,  31,  417)  proposed 
to  add  to  the  direct  polarisation  liquid  the  same 
quantity  of  hydrochloric  acid  as  is  present  in 
the  inverted  solution  together  with  a  certain 
amount  of  urea  or  betaine  to  retard  the  hydrolysis 
of  the  sucrose  by  the  hydrochloric  acid.  One 
objection  to  this  method  is  that  quite  an  appreci- 
able amount  of  hydrolysis  occurs  under  these 
conditions  even  2  mins.  after  the  prepara- 
tion of  the 'solution,  and  a  second  objection  to 
the  method  has  reference  to  the  efiect  of  the  bases 
employed  by  Andrlik  and  Stanek  on  the  rotation 
of  reducing  sugars  when  present.  In  the  case  of 
beetroot  molasses  which  do  not  contain  reducing 
sugars  or  at  the  most  only  traces,  this  method 
appears  to  give  results  which  agree  well  with 
those  obtained  bythe  Pellet  method  (Ogilvie,  J.c). 

Ogilvie  (Internat.  Sugar  J.  14,  91)  has  com- 
pared the  results  obtained  vrith  invertase  and 
acid  hydrolysis  respectively  in  the  case  of  five 
samples  of  cane  molasses,  and  arrives  at  the 
following  conclusions :  (1)  The  percentages  of 
sucrose  found  by  the  acid  inversion  process 
usually  employed  when  the  direct  polarisation 
is  taken  in  alkaline  solution  are  too  high.^ 
(2)  The  percentage  of  sucrose  found  when  using, 
a  neutral  direct  polarisation  liquid  may  likewise 
be  too  high.  (3)  The  values  found  when  using 
an  acid  direct  polarisation  liquid  are  in  close 
agreement  with  those  obtained  by  the  invertase 
method. 

Ogilvie's  results  with  beet  and  cane  molasses 
are  given  in  Tables  XIII.  and  XIV. 


Table  XIII.— See/  Molasses 

Sample 

1 

2 

3 

4 

Direct  alkaline  (basic  lead  acetate)  polarisation    . 

Direct  neutral  polarisation         .... 

Dii;ect  acid  (Andrlik)  polarisation 

Direct  acid  (Pellet)  polarisation 

Invertase  inversion  polarisation          .         • 

Acid  inversion  polarisation         .... 

Clerget  value  by  invertase          .... 

Clerget  value  by  acid,  using  alkaline  direct  polari- 
sation          .,....• 

Clerget  value  by  acid,  using  neutral  direct  polari- 
sation          .         ■         .         •         •         • 

Clerget  value  by  acid,  using  acid  (Andrlik)  direct 
polarisation ■ 

Clerget  value  by  acid,  using  acid  (Pellet)  direct 
polarisation           ...... 

48-3 
49-2 
60-4 
50-3 
-14-6 
-13-2 
48-5 

47-0 

47-3 

48-2 

48-1 

620 
53-25 
53-3 
-160 
-14-6 
51-7 

50-5 
51-4 
51-4 

48-6 
490 
500 

-150 

-13-6 

48-6 

47-1 

47-4 
48-2 

470 
47-6 
48-4 
48-3 
-14-4 
-13-8 
471 

46-1 

40-5 

47-1 

470 

In  a  later  paper  Ogilvie  (Mi.  14,  624) 
modified  the  Pellet  method  of  removing  the 
lead  from  the  direct  polarisation  liquid  by 
means  of  sulphurous  acid,  and  applied  it 
to.  the  estimation  of  sucrose  in  beet  molasses 
by  the  Clerget  process.  His  procedure  is  as 
follows ;  Twice  the  normal  weight  is  dissolved 
in  water  defecated  with  basic  lead  acetate  and 
made  up  to  200  c.c.  with  water.     Fifty  cubic 


centimeters  of  this  solution  are  transferred  to  a 
100  c.c.  flask,  saturated  with  sulphur  dioxide, 
the  flask  being  immersed  -in  cold  water  mean- 
while, and  subsequently  made  up  with  water  to 
«  Exactly  the  opposite  result  was  obtained  by 
Ozilvie  when  worlsing  witli  beet  molaasea,  which,  how- 
ever, as  he  points  out,  has  a  different  composition  from 
the  iane  product.  In  the  former  the  disturbing  factor 
is  the  presence  of  amino  acids,  wlulst  in  the  latter  it  is 
the  presence  of  reducing  sasara. 
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— 

Cuban  molasses 

Egyptian 
molasses 

Javan 
molasses 

"American 
syrup  " 

No.  1 

No.  2 

Ash  (sulpbated) ^ 

Reducing  sugars 

6-77 
18-71 

7-34 
18-56 

10-92 
11-70 

10-97 
21-98 

6-06 
26-65 

1.  Alkaline  (basic  lead  acetate)  polarisation 

2.  Neutral  direct  polarisation    . 

3.  Acid(HClandurea)polarisation)  (Andrlik) 

4.  Acid  (SOj)  direct  polarisation  (Pellet)     , 
6.  Invertase  inversion  polarisation     . 

6.  Acid  inversion  (Herzteld)  polarisation     . 

7.  Percentage  of  sucrose,  using  invertase  as 

hydrolyst         ..... 

8.  Percentage  of  sucrose,  using  acid  as  hydro- 

lyst, and  the  alkaline  direct  polarisation 

9.  Percentage  of  sucrose,  using  acid  as  hydro- 

lyst, and  the  neutral  direct  polarisation 

10.  Percentage  of  sucrose,  using  acid  as  hydro- 

lyst, and  the  acid    (HCl   and   urea) 
direct  polarisation  (Andrlik) 

11.  Percentage    of    sucrose,    using    acid   as 

hydrolyst,  and  the  acid  (SOj)  direct 
polarisation  (Pellet) 

32-20 
30-50 
30-50 
30-60 
-16-40 
-16-30 

35-6 

36-7 

35-4 

35-4 

35-5 

31-40 
29-90 
30-50 
30-50 
-15-50 
-15-40 

34-4 

35-4 

34-2 

34-7 

34-7 

39-60 
38-10 
38-40 
38-30 
-17-90 
-1802 

42-4 

43-4 

42-4 

42-6 

42-5 

34-30 
33-46 
33-38 
33-30 
-1408 
-14-06 

36-1 

36-6 

35-9 

35-9 

35-8 

39-70 
39-65 
39-26 
3910 
-11-40 
-12-28 

38-7 

39-3 

39-2 

38-9 

38-8 

100  CO.  and  filtered.  For  the  inversion  solution 
60  CO.  of  the  defecated  normal  solution  of 
molasses  are  transferred  to  a  100  c.c.  fiask,  25 
cc.  of  water  added,  and  5  c.c.  of  hydrochloric 
acid  (sp.gr.  1"19),  and  treated  according  to 
Herzfeld's  directions  (see  p.  242).  Working 
under  these  conditions  it  is  shown  that  the 
direct  polarisation  liquid  may  be  kept  for  30  mins. 
without  showing  any  diminution  in  rotation. 
This  work  appears  very  promising,  and  further 
experiments  with  both  beet  and  cane  molasses 
will  be  very  welcome. 

EslinuUion  of  sucrose  in  j)resence  of  reducing, 
tugars  by  a  single  observation.  lemeland  (Ann. 
Cbim.  anal.  IS,  416)  found  that  wlien  a  mixture 
of  sucrose  and  reducing  sugars  is  heated  with 
hydrogen  peroxide,  caustic  alkali  ,and  a  little 
manganese  dioxide,  the  reducing  and  optictJ 
powers  of  the  reducing  sugars  are  annulled, 
whilst  the  optical  power  of  the  sucrose  is  un- 
affected. Jolles  (Zeitsch.  Nahr.  Gennssm.  20, 
631)  suggests  destroying  the  rotatory  power  of 
reducing  sugars  in  admixture  with  sucrose  by 
boiUng  2  p.o.  solutions  of  the  mixture  for  45  mins. 
with  sufficient  sodium  or  potassium  hydroxide 
to  make  the  solution  have  a  decinormal  degree  of 
alkalinity.  This  method  was  modified  by  Pellet 
and  Lemeland  (Inter.  Sugar  J.  13,  616).  Cross 
and  Taggart  (ibid.  14,  448)  state,  however,  that 
none  of  these  modifications  gives  satisfactory 
results.  They  find  the  following  procedure  to 
yield  good  results.  A  normal  (Ventzke)  solution 
is  -prepared,  and  50  c.c.  are  transferred  to  a 
100  c.c.  flask,  6-3  c.c.  of  sodium  hydroxide 
solution  of  36°Beaume  added  and  7-5  c.c.  of 
hydrogen  peroxide  (100  volume).  The  mixture 
is  cooled  to  prevent  effervescence,  and  the  flask 
is  immersed  in  a  bath  of  water  at  55°F.  for  20 
mins.,  cooled,  acidified  with  acetic  acid,  made  up 
to  the  mark,  clarified  with  dry  basic  lead  acetate 
and  the  rotatory  power  of  the  filtrate  deter-  I 
mined.    The  reading  in  a  4-dm.  tube  gives  the  ' 


percentage  of  sucrose  in  the  sample.  It  is 
shown  that  the  results  agree  with  those  obtained 
by  the  Clerget-Herzfeld  method  ;  and  Cross  and 
Taggart  recommend  it  for  syrups  and  molasses. 
Estimation  of  raffinose  in  beet  products  by  the 
Clerget  method.  The  method  of  procedure  is  the 
same  as  above  described,  but  the  results  are 
calculated  by  Herzfeld's  formulae  (Zeits.  Ver. 
Deut.  Zuckerind.  40,  194) — 


S= 


0-6124P-(-I) 


0-839 


R= 


P-S 
1-86' 


where  S  is  the  percentage  of  sucrose,  P  is  the 
direct  polarisation  of  the  normal  solution,  I  the 
polarisation  of  the  inverted  solution  at  normal 
concentration,  and  R  the  percentage  of  raffinose. 
The  formula  presupposes  that  the  readings  have 
been  made  at  20°C.  If  not  the  temperature 
corrections  given  above  must  be  applied. 

Estimation  of  sucrose  in  presence  of  other 
sugars  by  the  Clerget  method.  The  writer  has 
found  that  suiirose  may  be  estimated  with  a 
fair  degree  of  accuracy  in  presence  of  dextrins, 
maltodextrins,  maltose,  lactose,  or  glucose,  or 
of  mixtures  of  these  carbohydrates  by  the 
Clerget  method.  The  carbohydrates  mentioned 
are  for  the  most  part  not  much  affected  by  the 
Clerget  inversion  method ;  but  work  on  the 
subject  is  greatly  needed.  For  the  estimation 
of  lactose  in  chocolate  by  the  Clerget  method 
Dubois  has  devised  a  process  (Cir.  66,  U.S.  Bur. 
of  Chem.,  p.  15 ;  quoted  by  Browne,  I.e.,  p.  280). 

Beduction  methods  of  estimating  sugars. 
Those  sugars  which  contain  within  their  molecule 
a  free  carbonyl  group — ^aldoses  and  ketoses — 
are  capable  of  reducing  metalUc  salts  in  alkaline 
solution.  This  is  true  of  alkaline  solutions  of 
silvet,  mercury,  and  copper  salts.  In  no  case, 
however,  does  the  reduction  conform  to  a 
definite  reaction,  so  that  these  reduction 
methods  are  all  of  an  empirical  character. 
They   must    therefore    be    carried    out    under 
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standard  oonditione,  otherwise  accurate  results 
cannot  be  obtained.  With  special  reference  to 
cuprio  salts,  the.  old  assumption  that  one  mole- 
cule of  glucose  reduces  five  molecules  of  copper 
oxide  has  long  since  been  abandoned.  Indeed, 
different  sugars  under  similar  conditions  reduce 
different  amounts  of  cuprio  oxide. 

The  most  important  and  most  widely  used 
of  these  reduction  methods,  so  far  as  their 
quantitative  appUcation  is  concerned,  for  the 
estimation  of  reducing  sugars,  are  those  which 
depend  on  the  reduction  of  alkahne  solutions  of 
cuprio  salts.  Trommer  in  1841  (Annalen, 
39,  360)  was  the  first  to  show  that  grape  sugar 
reduced  alkaline  copper  solutions  whilst  cane 
sugar  did  not,  and  to  suggest  a  method  of 
estimating  the  former  based  on  this  fact. 
Barreswil,  a  few  years  later  (J.  Pharm.  Chim.  [iii.] 
6,  301),  showed  that  the  addition  of  an  alkali 
tartrate  to  a  solution  of  copper  sulphate  con- 
taining also  an  alkali  hydroxide  rendered  the 
reagent  more  stable.  It  was  not,  however, 
until  1848  that  the  method  of  estimating  sugars 
by  the  cupric  reduction  method  was  placed  on 
a  sound  basis  by  Fehling  (Annalen,  72,  106,  75). 
Fehhng's  solution,  with  but  slight  modifications, 
is  the  one  moH  generally  employed  at  the 
present  time. 

The  first  methods  of  estimating  sugars  based 
on  their  power  of  reducing  alkaline  copper 
solutions  were  volumetric.  Later  gravimetric 
methods  were  devised.  The  most  recent  and 
widely  adopted  form  of  each  of  these  will  be 
considered  in  what  follows. 

Volumetric  methods.  Passing  over  the  earlier 
methods  based  on  this  principle,  the  first  work 
on  the  subject  to  demand  attention  is  that  of 
Sojchlet  in  1878  (J.  pr.  Chem.  [ii.]  21,  227). 
The  work  of  this  chemist  was  of  an  important 
character.  He  was  the  first  to  show  that 
Fehling's  solution,  when  kept,  underwent  auto- 
reduction,  and  to  suggest  keeping  the  copper 
sulphate  and  alk&hne  tartrate  solutions  separate 
and  mixing  them  as  required  for  use.  He  came 
to  the  conclusion  that  the  volumetric  method 
was  capable  of  greater  accuracy  than  any 
gravimetric  method  which  was  then  known. 
Soxhlet,  however,  worked  with  very  strong 
solutions  of  reducing  sugars,  and  he  employed 
100  c.c.  of  Fehling's  solution.  He  also  used  an 
open  dish  for  his  titrations,  which  leads  to  errors 
on  account  of  the  oxidising  action  of  the  air 
{cf.  Kjeldahl,  Res.  Gompte  rend.  Carlsberg,  4). 
The  relative  reducing  powers  of  the  most 
commonly  occurring  reducing  sugars,  according 
to  Soxhlet,  are  as  follows  :  Glucose  100,  invert 
sugar  96-2,  Isevulose  92-4,  lactose  70-3,  and 
maltose  61-0.  These  values  have  been  con- 
firmed by  numerous  observers,  but  it  has  to  be 
remembered  that  the  reducing  power  of  a  sugar 
varies  according  to  the  conditions  under  which 
it  was  determined. 

The  end  point  in  the  volumetric  method  was 
first  of  all  determined  by  the  disappearance  of  the 
blue  colour,  but  obviously  this  could  not  be  used 
in  the  case  of  dark-coloured  products.  The  use 
ot  ferrocyanide  as  an  indicator  for  the  unreduced 
copper  was  then  suggested.  It  is  applied  in  the 
following  manner :  When  it  is  judged  that  the 
titration  is  nearirig  the  end  point  a  little  of 
the  liquid  is  filtered  off,  the  filtrate  acidified 
with  acetic  acid,  and  a  freaUy  prepared  solution 


of  potassium  ferrocyanide  added,  when,  if  there 
be  any  unreduced  cuprio  salt,  the  well-known 
brown  precipitate  or  coloration  will  be  pro- 
duced. Perhaps  the  most  convenient  way  of 
ascertaining  the  end  point  on  this  principle  is 
by  means  of  the  filter  tube  (described  in  Wiley's 
Agricultural  Analysis,  vol.  3,  p.  130).  It 
consists  of  a  piece  of  glass  tubing  20-25  cm.  in 
length  and,  5-7  mm.  in  diameter.  A  shoulder 
is  formed  on  one  extremity,  and  over  this  is 
stretched  a  piece  of  fine  linen  which  is  fastened 
on  by  a  piece  of  cotton.  The  tube  is  dipped 
into  water  containing  finely  divided  asbestos  in 
suspension,  and  some  of  this  is  drawn  into  the 
tube  by  suction  at  the  open  end.  This  forms  a 
layer  which  will  retain  the  cuprous  oxide  pro- 
duced in  the  FehUng  reducing  method. 

The  volumetric  method  of  estimating  reduc- 
ing sugars  has  within  recent  years  been  standard- 
ised by  Ling  and  Rendle  (Analyst,  30,  183), 
and  Ling  and  Jones  (ibid,.  33,  160).  These 
chemists  performed  the  titration  in  an  ordinary 
boiUng  flask,  which,  however,  had  been  used  by 
the  writer  and  others  many  years  before  the 
papers  cited  appeared.  The  main  point  which  thfey 
claim  to  have  estabUshed  by  their  work,  however, 
is  that  of  having  proved  that  the  volumetric 
method  of  estimating  sugars  is  quite  as  accurate 
and  far  more  convenient  than  any  form  of  the 
gravimetric  method. 

It  may  here  be  mentioned  that  the  composi- 
tion of  the  alkaline  tartrate  solution  employed 
by  different  chemists  varies  somewhat,  more 
especially  as  regards  the  proportion  of  sodium 
hydroxide  present.  It  is  weU  known  that  the 
results  are  largely  influenced  by  the  proportion 
of  sodium  hydroxide. 

The  reagent  used  by  the  writer  and  his 
co-workers  is  prepared  as  follows  : — 

Solution  No.  1.    Crystallised  copper  sulphate 
(69-2   grms.)   is   dissolved   in   water   and   the  - 
solution  made  up  to  one  litre. 

Solution  No.  2.  CrystaUised  RocheUe  salt 
(346  grms.)  is  dissolved  in  hot  water  and 
mixed  with  sodium  hydroxide  (142  grms.) 
also  dissolved  in  water.  ;  Alter  coohng  the  mixed 
solutions  are  made  up  to  one  litre. 

Equal  volumes  of  these  two  solutions  are 
accurately  measured  out  at  15'5°C.  or  any  other 
standard  temperature  adopted,  and  this  mixture 
constitutes  the  reagent.  * 

The  method  was  standardised  for  a  volume 
of  the  mixed  solution  of  10  c.c,  but  occasionally 
it  is  necessary  to  vary  this  volume,  and  Ling 
and  Jones  {I.e.)  show  that  assuming  the  con- 
centration of  the  sugar  solution  to  be  constant, 
the  number  of,  cubic  centimetres  required  for 
any  titration  is  directly  proportional  to  the 
volume  of  copper  reagent  employed — at  all 
events  when  this  hes  between  the  hmits  of  5 
and  20  c.c. 

The  indicator  employed  by  the  writer  and 
his  co-workers  is   an  acid  solution  of  ferrous 
thiocyanate,  which  is  prepared  as  follows  : — 
Ammonium  thiocyanate    .        .     1  '5  grms. 
Ferrous  ammonium  sulphate     .     I'O    „ 
Concentrated  hydrochloric  acid      2-5  c.c. 
Water 100    „ 

>  The  measurement  of  equal  volumes  of  these 
solutions  at  definite  temperatures  is  a  most  important 
point,  since  the  coeflicient  of  expansion  of  each  solution 
is  dinerent  and  differs  also  from  that  of  water. 
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The  solution  prepared  even  from  the 
purest  reagents  has  invariably  a,  brownish-red 
colour  due  to  the  presence  of  ferric  salt,  which 
latter  must  therefore  be  reduced.  For  this 
purpose  zinc  dust  has  been  found  to-be  the 
most  satisfactory  reagent,  and,  as  a  rule,  a 
more  trace  suffices  to  decolorise  the  solution. 

The  method  of  titration  is  as  follows  :  The 
freshly  mixed  copper  reagent  (10  c.o.)  is  accur- 
ately measured  into  a  200  c.c.  boiling  flask. 
The  reagent,-  which  is  not  diluted  with  water,  is 
heated  to  hoiling.  The  sugar  solution,  which 
should  be  adjusted  to  such  a  strength  that 
20-30  c.c.  of  it  are  required  to  reduce  10  c.o.  of 
Fehhng's  solution,  is  then  run  into  the  boiling 
liquid  in  small  amounts,  commencing  with  5  c.c. 
After  each  addition  of  sugar  solution  the 
mixture  is  boiled,  the  liquid  being  kept  rotated. 
About  a  dozen  drops  of  the  indicator  are  placed 
on  a  porcelain  or  opal  glass  slab,  and  when  it 
is  judged  that  the  precipitation  of  cuprous  oxide 
is  complete,  a  drop  of  the  liquid  is  withdrawn 
by  a  clean  glass  rod  or  by  a  capillary  tube,  and 
brought  in  contact  with  a  drop  of  the  indicator 
on  the  slab.  The  test  must  be  carried  out 
rapidly.  It  is  also  essential  to  perform  the 
titration  as  rapidly  as  possible,  as  an  atmo- 
sphere of  steam  is  then  kept  in  the  neck  of  the 
flafik  and  the.  influence  of  atmospheric  oxygen 
avoided.  At  the  final  point  the  liquid  is  boiled 
for  about  10  seconds.     As  in  the  ordinary  volu- 


metric method,  the  first  titration  may  only 
give  approximate  results,  and  a  second  or 
third  will  then  be  necessary  to  establish  the  end- 
point  accurately.  However,  when  the  operator 
has  gained  experience,  the  first  titration  is  as 
much  to  be  relied  on  as  succeeding  ones,  and 
this  point  is  clearly  brought  out  in  the  results 
cited.     One  titration  takes  from  2^  to  3  mins. 

The  copper  reagent  is  standardised  against 
invert  sugar  as  follows:  Pure  sucrose  (0'95 
grm.)  (see  p.  235)  is  dissolved  in  water  (150  o.c), 
and  boiled  with  N/2  hydrochloric  acid  (30  c.o.), 
the  mixture  being  maintained  in  ebulhtion  for 
1  min.,  cooled,  neutralised  by  the  addition  of 
N/2  sodium  hydroxide  (30  c.c),  and  made  up 
with  water  to  500  c.c.  This  soliition,  which 
contains  0-2  grm.  of  invert  sugar  per  100 -co.  is 
titrated  against  10  c.c.  portions  of  the  copper 
reagent,  as  above  described. 

It  should  here  be  pointed  out  that  whilst 
the  thiooyanate  indicator  is  by  far  the  most 
deUcate  and  satisfactory,  it  cannot  be  used  with 
commercial  products  containing  iron.  With 
these  the  ferrocyanide  indicator  must  be 
employed. 

Ling  and  Jones  (I.e.)  have  calculated  a 
table  for  dextrose,  laevulose,  invert  sugar,  and 
maltose  for  a  range  of  concentrations  such 
that  using  10  c.c.  of  Fehling's  solution  the 
reduction  is  complete  with  the  addition  of 
20-43  c.c.  of  the  sugar  solution. 


Table  XV. 


Dextrose 

Laevulose 

Invert 

sugar 

Maltose 

Volume  of 

solution 

D' 

L' 

r 

M' 

required 

D 

Fehling's 

L 

Fehling's 

I 

Fehling's 

M 

Fehling's 

by  10  c.c. 

Dextrose  in 

solution 

Xsevuloae 

solution 

Invert  sugar 

solution 

Maltose  in 

solution 

Fehling's 

100  c.c.  of 

equivalent 

in  100  c.c. 

equivalent 

in  100  c.c. 

equivalent 

100  c.o.  of 

equivalent 

Boliition 

solution 

to  1  grm. 
dextrose 

of  solution 

to  1  grm. 
laevulose 

of  solution 

}0 1  grm.  in- 
vert sugar 

solution 

to  1  grm. 
maltose 

c.c. 

grm. 

CO. 

grm. 

c.o. 

grm. 

c.c. 

grm. 

c.o. 

20 

0-2427 

206-0 

— 

— 

— 

— 

— 

21 

0-2332 

205-1 

— 

— 

0-2412 

197-5 

0-3888 

122-5^ 

22 

0-2226 

204-2 

0-2411 

188-5 

0-2311 

196-8 

0-3711 

23 

0-2138 

203-4 

0-2312 

188-0 

0-2218 

1960 

0-3550 

24 

0-2056 

202-6 

0-2222 

187-5 

0-2132 

195-5 

0-3402 

25 

0-19&1 

201-9 

0-2138 

187-1 

0-2052 

194-9 

0-3266 

26 

0-1911 

201-3 

0-2060 

186-7 

0-1980 

194-3 

0-3140 

\ 

27 

0-1846 

200-7 

0-1988 

186-3 

0-1910 

193-9 

0-3023 

28 

0-1784 

2001 

0-1921 

I860 

0-1846 

193-4 

0-2915 

■4S 

29 

0-1728 

199-6 

0-1857 

185-6 

0-1787 

193-0 

0-2815 

1 

30 

0-1675 

199-1 

0-1798 

185'4 

0-1731 

192-5 

0-2721 

\| 

31 

0-1625 

198-6 

0-1743 

185-1 

0-1678 

192-2 

0-2633 

/§ 

32 

0-1577 

198-2 

0-1691 

184-8 

0-1629 

191-8 

0-2551 

/i 

33 

01532 

197-8 

0-1642 

184-6 

0-1583 

191-5 

0-2474 

< 

34 

0-1490 

197-4 

0-1596 

184-3 

0-1539 

191-2 

0-2401 

35 

0-1450 

197-0 

0-1552 

184-1 

0-1497 

190-9 

0-2332 

1 

36 

0-1412 

196-7 

0-1511 

183-9 

0-1458 

190-6 

0-2268 

37 

0-1377 

196-4 

0-1472 

183-6 

0-1421 

190-3 

0-2206 

38 

0-1343 

196-0 

0-1435 

183-4 

0-1385 

190-1 

0-2148 

39 

01310 

195-8 

0-1399 

183-3 

0-1349 

189-8 

0-2093 

40 

01279 

195-5 

0-1366 

183-1 

0-1319 

189-6 

0-2041 

122-5 

41 

— , 

— • 

0-1334 

182-9 

0-1288 

189-4 

42 

— 

— 

0-1298 

182-8 

0-1259 

189-2 

_ 



43 

— ' 

— 

0-1274 

182-6 

— 

— 



— 

The  manner  of  using  the  table  is  best  explained 
by  an  illustration.^'  Suppose  a  solution  of  pure 
laevulose  is  being  examined,  and  that  25-0  c.c. 
of  it  are  required  to  reduce  10  c.c.  of  Fehling's 
£olutioi).     Opposite  25  in  the  first  column  is 


found  0-2138  in  column  L ;  the  percentage  of 
laevulose  in  the  solution  titrated  is  thus  given 
direct.  If  25-2  c.c,  or  other  quantity  not  a 
whole  number,  is  required  to  reduce  10  o.c.  ol 
Fehling's  solution,  the  percentage  of  lieviilese 
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can  be  easily  found  by  interpolation  between  the 
numbers  in  column  L. 

The  table  gives  the  number  of  cubic  centi- 
metres of  Fehling's  solution  equivalent  to  1  grm. 
of  the  particular  sugar  at  each  concentration. 
These  numbers,  given  iu.  columns  D',  L',  1', 
and  M',  have  another  purpose — namely,  the 
separate  determination  of  two  reducing  sugars 
in  a  mixture,  by  a  modification  of  the  method 
of  Morris  (J.  Inst.  Brewing,  4,  162),  which 
depends  on  the  reducing  power  and  the  reading 
in  the  half-shadow  Ventzke  polarimeter  when 
observed  in  a  2-dm.  tube.  The  application  of  the 
table  for  this  purpose  is  described  on  pp.  259,  261. 

Estimation  o/  invert  svgar  in  presence  of 
cane  sugar.  It  is  well  known  that  sucrose, 
although  by  constitution  a  non-reducing  sugar, 
does  reduce  Fehling's  solution  to  some  extent 
when  boUed  therewith,  and  that  in  mixtures 
of  sucrose  and  invert  sugar,  such  as  raw  sugars, 
cane  syrups  and  cane  molasses,  it  is  necessary  to 
apply  a  correction  when  estimating  the  invert 
sugar  in  these  by  any  method  involvirig  cupric 
leduction.  Ling  and  Kendle  (ibid.  33,  170) 
have  determined  the  corrections  to  be  applied 
for  the  influence  of  sucrose  when  their  method 
is  \ised  for  the  analysis  of  mixtures  such  as 
those  referred  to. 

In  the  following  table  : — 

Column  A  gives  the  amounts  in  grams  of 
sucrose  present  in  100  c.c.  of  the  sugar  solutions. 

Ciolumn  B  gives  the  percentages  of  sucrose 
present  expressed  on  the  total  sugars. 

Column  C  gives  the  percentages  of  invert 
sugar  present  expressed  on  the  total  sugars. 

Coltimn  D  gives  the  number  of  cubic  centi- 
metres of  sugar  solution  required  to  reduce 
10  c.c.  of  Fehfing's  solution. 

Column  E  gives  the  percentages  of  invert 
sugar  on  the  total  sugars  found  by  direct 
experiment. 

Column  IT  gives  the  difierences  between  the 
values  shown  in  columns  C  and  £. 

Table  XVI. 
Each  solution  contained,  in  addition  to  the 
sucrose  shown  under  column  A,  0-2  gram  of 
invert  sugar  per  100  c.c. 


A 

B 

C 

D 

£ 

F 

001 

4-8 

95-2 

25-60 

95-30 

0-10 

0-03 

130 

87-0 

-  25-60 

87-10 

0-10 

0-05 

200 

80-0 

25-60 

80-10 

0-10 

010 

33-3 

66-7 

25-55 

66-90 

0-20 

0-20 

60-0 

50-0 

25-45 

50-40 

0-40 

0-30 

60-0 

40-0 

25-40 

40-40 

0-40 

0-40 

66-6 

33-4 

25-35 

33-80 

0-40 

0-60 

71-4 

38-6 

25-30 

29-00 

0-40 

0-60 

75-0 

25-0 

25-20 

25-40 

0-40 

0-70 

77-7 

22-3 

2515 

22-70 

0-40 

0-80 

80-0 

20-0 

25-10 

20-40 

0-40 

1-25 

86-2 

13-8 

25-05 

14-10 

0-30 

1-50 

88-2 

11-8 

24-95 

12-10 

0-30 

1-75 

89-7 

10-3 

^4-85 

10-60 

0-30 

1-75 

89-7 

10-3 

24-80 

10-60 

0-30 

2-00 

90-9 

9-1 

24-70 

9-45 

0-35 

2-00 

90-9 

9-1 

24-80 

9-41 

0-31 

2-60 

92-5 

7-5 

24-80 

7-76 

0-26 

300 

93-8 

6-2 

24-70 

6-44 

0-24 

5-00 

-96-1 

3-9 

24-20 

4-05 

0-15 

7-00 

97-2 

2-8 

23-60 

3-04 

0-24 

10-00 

98-0 

2-0 

22-95 

2-23 

0-23 

20' 00 

99-0 

1-0 

22-40 

1-14 

0-14 

25-00 

99-2 

0-8 

22-25 

0-92 

0-12 

3000 

99-3 

0-7 

22-25 

0-80 

0-10 

In  addition  to  these  results  Ling  and  Rendie 
{I.e.)  also  carried  out  determinations  for  mixtures 
of  sucrose  and  invert  sugar  when  the  con- 
centration of  the  latter  sugar  was  0-15  grm.  and 
0-25  grm  .^er  100  c.c.  respectively. 

An  examination  of  the  table  shows  that  the 
influence  of  sucrose  is  practically  negUgible 
until  the  proportion  to  the  total  sugars  (sucrose 
and  invert  sugar)  amounts  to  30  p.o.  {see  column 
B),  at  which  point  the  invert  sugar  is  over- 
estimated by  0-2  p.c.  This  influence  of  sucrose 
increases  progressively  until  the  proportion, 
expressed  on  the  total  sugars,  99-3  p.o.  is 
reached,  beyond  which  it  has  not  been  deter- 
mined. At  this  point  the  invert  sugar  is  over- 
estimated to  the  extent  of  about  15  p.c.  It 
must  be  remembered,  however,  that  the  magni- 
tudes representing  the  percentages  of  invert 
sugar  decrease  as  those  representing  the  per- 
centages of  sucrose  increase,  and  it  will  be  seen 
that  the  correction  to  be  applied  (column  1?) 
is  in  concrete  numbers  the  greatest  when  the 
percentage  of  sucrose  on  the  total  sugars  is 
between  50  and  80.  In  the  case  of  a  mixture 
of  equal  parts  of  sucrose  and  invert  sugar,  the 
latter  would  be  returned  if  no  correction  were 
apphed  as  50-4  p.c.  instead  of  50-0  p.c,  whilst 
in  the  case  of  a  mixture  of  99  parts  of  sucrose 
and  1  part  of  invert  sugar,  the  latter  would  be 
returned  if  no  correction  were  applied  as  1-14  p.c. 
instead  of  1  p.c.  The  writer  is  in  the  habit  in 
practice  of  deducting  the  values  shown  in 
column  F  of  the  table  from  the  values  deter- 
mined by  direct  titration  of  the  mixture  of 
sugars.  For  this  purpose,  however,  it  is 
necessary  to  know  the  percentage  of  sucrose, 
not  calculated  on  the  sample,  but  on  the  total 
sugars  (sucrose  and  invert  sugar)  in  the  sample. 
This  can  be  determined  either  by  the  Clerget 
method  or  by  the  method  of  double  titration 
before  and  aiter  hydrolysis  with  hydrochlerio 

acid,  applying  the  formula  S=  * — .„      ,  in  which 

S  is  the  approximate  percentage  of  sucrose, 
I  is  the  apparent  percentage  of  invert  sugar — 
•".e.  the  value  obtained  by  direct  titration — and 
I'  is  the  percentage  of  invert  sugar  obtained  by 
titration  of  the  sample  after  complete  hydrolysis. 

The  approximate  valiie  given  in  column  F 
is  subtracted  from  the  vajue  of  I  and  added  to 
the  value  of  S,  the  respective  results  giving  the 
corrected  percentages  of  invert  sugar  and  of 
sucrose.  In  order  to  express  these  on  the 
sample,  each  of  the  values  is  multiplied  by 
S-f  I/IOO.  To  be  exact,  the  value  added  to  the 
approximate  percentage  of  sucrose,  S,  should 
be  diminished  by  5  p.c.  ;  but  the  accuracy  of 
the  method  does  not  warrant  this  refinement, 
seeing  that  the  corrections  to  be  applied  are 
values  of  comparatively  small  magnitude. 

In  the  early  days  when  the  end  point  in  the 
titration  method  was  determined  by  the  dis- 
appearance of  the  blue  colour,  a  difficulty  iraa 
experienced  in  titrating  dark  coloured  physio- 
logical liquids  with  the  ordinary  Fehling's  solu- 
tion. Nor  can  the  ferrocyanide  indicator  be 
used  with  these  liquids,  since  they  invariably 
contain  amino  compounds,  which  partially 
dissolve  the  precipitated  cuprous  oxide.  It  is 
true  that  cuprous  solutions  do  not  give  a  colora- 
tion with  ferrocyanide,  but  it  is  necessary  to 
acidify  with  acetic  acid  before  this  indicator  can 
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be  applied,  and  acidified  solutions  of  cuprous 
salts  when  exposed  to  air  rapidly  oxidise  to  the 
cuprio  state.  The  writer  has  not  found  the 
same  difficulty  with  his  ferrous  thiooyanate 
indicator,  which,  in  the  absence  of  iron,  may  be 
used  for  the  titration  of  physiological  solutions. 

To  obviate  the  difficulties  referred  to  in  the 
preceding  paragraph,  F.  W.  Pavy,  in  1879  (Proc. 
Roy.  Soo.  28,  260),  proposed  to  employ  a  copper 
solution  containing  sufficient  ammonia  to  keep 
the  reduced  cuprous  oxide  in  solution.  Since 
the  disturbing  influence  of  the  precipitated 
cuprous  oxide  on  the  colour  is  thus  prevented  as 
well  as  that  due  to  the  presence  of  amino  com- 
pounds, it  is  possible,  in  absence  of  air,  to 
titrate  moderately  dark  coloured  physiological 
liquids,  using  Pavy's  solution,  with  sufficient 
accuracy.  The  method  has  been  applied 
specially  for  the  estimation  of  dextrose  in  urine. 
It  should  be  added,  however,  that  the  colour  of 
many  physiological  liquids  is  sufficient  to  render 
accuracy  impossible  with  Pavy's  method. 

Pavy's  solution  is  prepared  as  follows : 
crystallised  copper  sulphate  (34-6&  grms.), 
Roohelle  salt  (170  grms.)  and  potassium  hydrox- 
ide (170  grms.)  are  dissolved  in  water  and  made 
up  to  one  litre.  The  copper  and  alkaUne 
tartrate  solutions  are  preferably  made  up 
separately  and  equal  volumes  mixed  as  re- 
quired (see  p.  247).  To  120  c.c.  of  the  mixed 
solutions  is  added  ammonia  of  sp.gr.  0-880 
(300  CO.),  and  the  liquid  is  diluted  to  one  litre. 
Working  under  the  conditions  to  be  described, 
20  0.0.  of  this  solution  are  reduced  by  0-01  grm. 
of  glucose.  If  other  sugars  are  to  be  estimated, 
the  titre  of  the  solution  must  be  established  for 
each  of  these. 

The  titration  is  performed  in  the  following 
manner.  A  round-bottomed  flask  of  150  c.c. 
capacity  is  provided  with  a  doubly-bored  rubber 
stopper.  Through  one  opening  in  the  stopper 
the  delivery  end  of  the  burette  passes  and 
through  the  other  a  glass  tube  bent  twice  at 
right  angles,  the  latter  being  intended  for  the 
escape  of  the  steam  and  to  prevent  the  access 
of  air.  Forty  cubic  centimetres  of  the  am- 
moniacal  copper  .solution  are  introduced  into 
the  flask  and  after  inserting  the  stopper  the 
solution  is  raised  slowly  to  boiling.  The  assay 
liquid  is  then  added  at  the  rate  of  60  to  100  drops 
per  minute,  ebullition  being  maintained  mean- 
while (a  special  pinch  cock  was  employed  by 
Pavy).  When  the  blue  colour  is  nearly  dis- 
charged, the  assay  liquid  is  added  drop  by  drop 
until  no  more  blue  can  be  discerned.  ~7V.  sheet 
of  white  paper  or  a  plate  of  opal  glass  placed 
behind  the  flask  assists  in  determining  the  end 
point  more  accurately. 

For  the  estimation  of  reducing  sugars  in  small 
quantities.  Bang  (Biochem.  Zeitsch.  1906,  2,  271) 
makes  use  of  the  principle  that  cuprous  oxide 
separa^s  as  cuprous  thiocyanate  from  a  solution 
of  cupric  sulphate  containing  alkali  carbonates 
(not  hydroxides)  and  potassium  thiocyanate. 
■The  unreduced  copper  salt  is  then  aho  precipi- 
tated as  cuprous  thiocyanate  by  titration  with 
a  standard  solution  of  hydroxylamiue  in  the 
presence  of  an  excess  of  potassium  thiocyanate. 
The  method  is  said  to  be  accurate  and  to  be 
adapted  for  the  estimation  of  sugar  in  urine. 
The  following  solutions  are  employed. 

Cop'pe.r  sclution.    Potassium  carbonate  (260 


grms.),  potassium  bicarbonate  (50  grms.)  and 
potassium  thiocyanate  (211  grms.)  are  dissolved 
by  warming  in  water  (600  c.c).  To  the  cooled 
liquid  is  slowly  added  a  solution  of  crystallised 
copper  sulphate  (12-5  grms.)  in  about  75  c.c.  of 
water.    The  mixture  is  then  made  up  to  a,  litre. 

Hydrorylamine  solution.  Hydroxylamine 
sulphate  (6-55  grms.)  and  potassium  thiocyanate 
(200  grms.),  are  dissolved  in  water  and  the  solu- 
tion made  up  to  two  litres. 

In  carrying  out  the  titration  the  sugar  solu- 
tion (10  c.c),  which  should  not  contain  more 
than  60  mgrms.  of  dextrose,  is  measured  into  a 
200  c.c.  flask  and  50  c.c.  of  the  copper  solution 
added.  The  mixture  is  heated  to  boiling  and 
maintained  in  ebullition  for  exactly  3  mins. 
The  liquid  is  then  cooled  and  the  hydroxylamine 
solution  run  in  from  a  burette  until  the  blue 
colour  is  completely  discharged.  The  results 
are  calculated  by  the  following  table. 


Tabls  XVII. 

Hydroxyl- 
amine 

Glucose 

Hydroxyl- 
amine 

Glucoae     - 

c.c. 

mgs. 

c.c. 

mgs. 

43-85 

5 

17-75 

33 

42-75 

6 

16-95 

34 

41-65 

7 

16-15 

35 

40-60 

8 

15-35 

36 

39-50 

9 

14-60 

37 

38-40 

10 

13-80 

38 

37-40 

11 

13-05 

39 

36-40 

12 

12-30 

40 

35-40 

13 

11-50 

41 

34-40 

14 

10-90 

42 

33-40 

15 

10-20 

43 

32-45 

16 

9-50 

44 

31-50 

17 

8-80 

45 

30-55 

18 

8-20 

46 

29-60 

19 

7-65 

47 

28-65 

20 

705 

48 

27-75 

21 

6-50 

49 

26-85 

22 

5-90 

60 

26-00 

23 

5-35 

61 

25-10 

24 

4-75 

52 

24-20 

25 

4-20 

53 

23-40 

26 

3-60 

54 

22-60 

27 

3-05 

55 

21-75 

28 

2-60 

56 

21-00 

29 

2-15 

67 

20-15 

30 

1-65 

68 

19-35 

31 

1-20 

69 

18-55 

32 

0-75 

60 

Methods  have  been  devised  in  which  the 
cuprous  oxide  reduced"  under  standard  con- 
ditions by  sugars  is  collected  on  a  filter  and 
subsequently  dissolved  and  the  copper  titrated 
by  one  of  the  well-known  methods.  These  will 
be  referred  to  under  gravimetric  methods  (see 
p.  252). 

Oravimetric  methods.  The  preference  shown 
by  many  workers  for  gravimetric  methods  as 
compared  with  volumetric  methods  is  based  on 
the  fact  that  weighings  can  be  conducted  with  a 
greater  degree  of  delicacy  than  can  titrations. 
But  whilst  this  is  true,  it  by  no  means  follows 
that  the  former  are  less  accurate  than  the  latter. 
In  the  first  place,  the  empirical  character  of 
methods  depending  on  the  reduction  of  cuprio 
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solutions  by  sugars  must  be  borne  in  mind,  for, 
even  with  solutions  of  pure  sugars  the  variations 
of  conditions  in  even  a  slight  degree  causes  con- 
siderable alterations  in  the  results,  so  that  in- 
creased delicacy  does  not  of  necessity  synchron- 
ise with  increased  accuracy.  Moreover,  in  the 
case  of  commercial  products  there  are  other 
factors  which  tend  to  vitiate  the  accuracy  of 
the  gravimetric  methods.  Thus  these  products 
contain  certain  salts  of  the  alkali  earth  metals 
and  nitrogenous  matters.  The  former  are  hable 
to  be  precipitated  with  the  cuprous  oxide, 
whilst  the  latter  are  capable  of  dissolving  some 
of  the  cuprous  oxide.  Errors  of  the  former  kind 
may  be  avoided  by  dissolving  the  washed  cuprous 
oxide  and  estimating  the  copper  volumetrically  ; 
but  it  is  impossible  to  eliminate  the  errors  due 
to  the  solvent  action  of  the  nitrogenous  matters 
on  the  cuprous  oxide.  Neither  of  these  factor's 
affect  the  accuracy  of  methods  of  direct  titra- 
tion. Concordance  of  results  in  gravimetric 
methods  does  not,  therefore,  of  necessity  indicate 
accuracy. 

It  is  impossible  in  this  article  to  deal  ex- 
haustively with  the  numerous  methods  which 
have  been  proposed  for  the  estimation  of  re- 
ducing sugars  by  weighing  the  cuprous  oxide 
precipitated  under  standard  conditions.  The 
writer  must  confine  himself  to  a  description  in 
detail  of  some  of  those  methods  which  are  in 
most  general  use.  Taking  them  in  their  chrono- 
logical order,  the  principal  investigators  to 
whom  we  are  indebted  for  our  knowledge  on 
this  subject  are  Soxhlet,  Allihn,  Wein,  Meissl, 
Herzfeld,  Lehmann,  Kjeldahl,  Brown,  Morris 
and  Millar,  Defren,  and  Bertrand. 

In  most  of  the  new  methods,  workers  have 
started  on  an  entirely  new  basis  from  that 
adopted  by  those  that  preceded  them,  altering 
not  only  the  composition  of  the  alkaline  copper 
solution  but  also  the  mode  of  carrying  out  the 
reduction.  Thus  some  use  a  larger  proportion 
of  alkali,  whilst  others  have  departed  from  the 
original  prescription  of  Fehling  so  far  as  to  em- 
ploy potassium  hydroxide  instead  of  sodium 
hydroxide;'  It  therefore  happens  that  we  are 
in  possession  of  a  large  number  o^  empirical 
tables  which  can  only  be  used  under  strictly 
standardised  conditions. 

In  the  earlier  gravimetric  methods  the 
cuprous  oxide  was  collected  on  a  paper  filter, 
and  after  washing,  the  precipitate  and  filter 
were  ignited  and  the  copper  weighed  as  cupric 
oxide.  This  method  is  subject  to  several 
errors,  eg.  the  paper  in  spite  of  repeated  washing 
retains  someof  the  copper,  possibly  by  adsorption, 
and  as  this  is  by  no  means  a  constant  quantity  it 
cannot  be  corrected  for  ;  again,  it  is  difficult  to 
bum  the  precipitate  to  cupric  oxide  in  a  crucible 
even  if,  after  one  burning,  it  be  treated  with 
nitric  acid  and  again  ignited.  The  method  has, 
therefore,  now  been  superseded  by  one  in  which 
the  cuprous  oxide  is  collected  under  diminished 
pressure  in  a  Soxhlet  tube  packed  with  asbestos. 
The  following  is  a  description  of  a  Soxhlet  tube. 
The  tube  is  made  of  hard  glass,  and  the  total 
length  is  about  20  cm.  The  upper  portion  is  a 
parallel-walled  tube,  having  an  internal  diameter 

■  In  this  connection  it  should  be  pointed  out  tliat 
Glendlnning  (Chem.  Soc.  Trans.  67,  999)  has  shown 
that,  other  things  being  equal,  considerably  higher 
results  are  obtained  when  potassium  hydroxide  is  sub- 
stituted for  the  sodium  compound. 


of  about  1-S  cm.,  and  is  about  12  cm.  long. 
Below  this  the  tube  is  constricted  to  a  bore  of 
about  1  mm.,  and  the  remaining  portion  of  the 
tube  below  the  constriction  tapers  towards  the 
end  in  order  that  it  may  be  fitted  into  the  hole 
of  a  rubber  stopper  which  fits  into  the  filter 
flask  attached  to  the  pump.  The  Soxhlet  tube 
is  packed  with  asbestos  in  the  manner  to  be 
described.  Another  method  of  collecting  the 
cuprous  oxide  obtained  by  the  reduction  of 
FehUng's  solution  is  by  the  use  of  a  Goooh 
crucible,  which  is  also  packed  with  asbestos. 

The  asbestos  used  for  this  purpose  must  be 
subjected  to  treatment  with  acid  and_  alkali, 
otherwise  it  loses  weight  when  the  alkaline 
copper  solution  is  filtered  through'  it.  The 
following  method  recommended  for  this  purpose 
by  Munson  and  Walker  (J.  Amer.  Chem.  Soc. 
28,  666)  may  be  used.  The  asbestos,  which 
should  be  of  the  amphibole  variety,  is  digested  • 
with  1  : 3  hydrochloric  acid  for  2  to  3  days, 
after  which  it  is  washed  free  from  acid  and 
digested  for  a  similar  period  with  soda  solution,' 
following  which  it  is  treated  with  hot  Fehling'a 
solution.  The  asbestos  is  now  washed  free  from 
alkaU  and  finally  digested  with  nitric  acid  for 
several  hours,,  after  which  it  is  washed  free  from 
acid  and  suspended  in  water/for  use.  It  is  best 
kept  suspended  in  water  in  a  wide-mouthed 
stoppered  bottle. 

To  prepare  a  Soxhlet  tube  for  use,  a  small 
amount  of  the  prepared  asbestos  suspended  in 
water  is  introduced  into  the  tube  which  is  in 
connection  with  the  filter  pump,  just  as  it  would 
be  when  being  used  for  the  collection  of  the 
copper  precipitate.  The  tube  thus  charged 
with  asbestos  is  then  dried  in  the  water  oven 
and  cooled  in  the  desiccator  when  it  is  ready 
for  use. 

A  Soxhlet  tube,  prepared  as  just  described,  is 
tared,  and  the  cuprous  oxide  having  been  collected 
in  it  and  washed  with  hot  water,  principally  by 
decantation,  the  tube  is  dried  in  the  water  oven. 
The  drying  may  be  facihtated  by  washing 
finally  with  alcohol  and  ether  before  placing  in 
the  oven.  The  most  commonly  adopted  plan  is 
to  reduce  the  cuprous  oxide  to  metallic  copper 
before  weighing.  This  is  done  by  connecting 
the  wider  end  ^  the  tube  with  a  hydrogen 
generating  apparatus  and  igniting  that  portion 
of  the  tube  containing  the  cuprous  oxide  ^y  a 
Bunsen  flame,  a  current  of  hydrogen  being, 
passed  through  the  tube  meanwhile.  Prior  to 
this,  however,  in  the  most  exact  work,  especially 
with  commercial  products,  it  is  advisable  to 
ignite  in  a  current  of  oxygen  in  order  to  remove 
any  organic  matter  that  may  have  beeli  precipi- 
tated with  the  cuprous  oxide.  Some  chemists 
weigh  the  precipitate  as  cupric  oxide  after 
ignition  in  current  of  oxygen.  It  has  also  been 
proposed  to  weigh  the  precipitate  after  merely 
drying,  and  in  the  case  of  sugar  solutions  not 
containing  other  organic  matters  this  appears 
not  to  be  attended  with  any  error  (c/.  O'Sullivan 
and  Stem,  Chem.  Soc.  Trans.  69,  1691).  Ling 
and  Davis  (J.  Inst.  Brewing,  8,  477),  employing 
a  Gooch  crucible,  weighed  the  copper  precipitate 
as  cuprous  oxide,  that  is  to  say,  they  merely 
dried  it  after  collection,  and  their  results  show 
that    with    pure    solutions   this    procedure   is 

'  The  writer  uses  a  50  p.c,  solution  of  sodium 
hydroxide  for  this  nurpose. 
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justifiable  on  the  score  of  accuracy.  Whichever 
method  is  adopted,  the  Soxhlet  tube  oi  Gooch 
crucible,  after  being  weighed  with  the  copper 
should  be  treated  with  nitric  acid  to  dissolve 
the  copper,  and  the  asbestos  thoroughly  washed. 
After  drying,  the  tare  of  the  tube  should  be  the 
same  as  it  was  at  the  commencement  of  the 
experiment. 

The  washed  cuprous  oxide  collected  on  a 
Soxhlet  tube  or  Gooch  crucible  may  also  be  dis- 
solved in  nitric  acid  or  a  mixture  of  that  acid 
and  sulphuric  acid,  the  copper  deposited  electro- 
lytically  and  weighed  as  metal  (see  BuU.  107 
[revised],  U.S.  Bur.  of  Chem.,  p.  49).  Peters 
has  devised  a  rapid  electrolytic  method  of 
estimating  copper  (J.  Amer.  Chem.  Soc.  34,^26). 
Another  electrolytic  method  is  that  of  Sand 
described  in  the  Beport  of  the  British  Associa- 
tion for  the  Advancement  of  Science,  1910. 

The  washed  cuprous  oxide  may  be  dissolved  in 
sulphuric  acid  and  the  solution  titrated  with  per- 
manganate. Many  methods  have  been  proposed 
for  this  purpose  (Neitzel,  Jahresber.  Zuckerf  abrik. 
1893,  104  ;  Kalmann,  Osterr.  Zeit.  Zuckerind., 
25,  43  ;  Thorne  and  Jeffers,  Analyst,  30,  188).' 
The  usual  way  in  which  the  method  is  carried 
out  is  to  tranSer  the  cuprous  oxide  and  asbestos 
wad  to  SO  c.c.  of  a  solution  containing  an  excess 
of  iron  aluin,  acidified  with  sulphuric  acid.  The 
Solution  is  then  titrated  with  N/20  permanganate 
{cj.  also  Bull.  107  U.S.  Bur.  of  Chein.,  I.e.). 
Another  method  of  estimating  the  cuprous  oxide 
reduced  by  sugar  solutions  is  based  on  the  well- 
known  principle  of  liberation  of  iodine  by  cupric 
salts  and  titration  of  the  iodine  with  thiosulphate. 
The  washed  precipitate  is  dissolved  in  nitric 
acid,  and  the  solution  boiled  until  the  red  fumes 
are  expelled.  It  is  then  made  alkaline  with 
ammonia  and  acidified  with  acetic  acid.  An 
excess  of  potassium  iodide  is  then  added  and 
the  liberated  iodine  is  titrated  in  the  well-known 
manner  (Low,  J.  Amer.  Chem,  Soc.  24,  1082 ; 
Kendall,  ibid.  23,  1947 ;  Peters,  ihid.  34,  422). 
This  iodometric  method  gives  low  results  as 
compared  with  those  obtained  by  the  gravi- 
metric method  (Sherwood  and  Wiley,  Bull.  105, 
U.S.  Bur.  of  Chem.,  p.  120). 

AlUhn'a  method.  One  of  the  best  known  and 
most  widely  used  methods  of  estimating  dextrose 
gravimetrically  by  the  ouprio  reduction  method 
is  that  of  Allihn  (J.  prakt.  Chem.  [ii.],  22, 46),  but 
it  has  not  been  applied  to  any  other  sugar. 
The  copper  reagent  used  has  the  following 
composition : — 

Soluiion  I.  Crystallised  copper  sulphate 
(34-6  grms.)  is  dissolved  in  water  and  the  solu- 
tion made  up  to  500  c.c. 

Solution  II.  BiOchelle  salt  (173  grms.)  and 
potassium  hydroxide  (12S  grms.)  are  dissolved 
in  water  and  the  solution  made  up  to  SOO  c.c. 

Equal  volumes  of  30  c.c.  of  each  of  the  two 
solutions  are  measured  out  into  a  beaker  and 
diluted  with  60  c.c.  of  water.  A  volume  of 
25  c.c.  of  a  standard  solution  of  the  sample  to 
be  examined,  which  must  not  contain  more  than 
0-25  grm.  of  dextrose,  is  added  and  the  solution 
is  raised  to  the  boiling-point,  ebullition  being 
continued  for  2  mins.  It  is  important  in  this 
and  in  all  other  estimations  of  the  kind  that  the 
beaker  should  be  covered  with  a  clock  glass 

'  Also  private  communication  to  the  writer  from 
Dr.  L.  T.  Thorue. 


during  the  ebullition.'  The  cuprous  oxido  la 
collected  at  once  in  a  Soxhlet  tube,  washed, 
dried,  and  reduced  in  a_current  of  hydrogen  in 
the  manner  already  described.  In  the  following 
table,  which  is  an  abridged  form  of  that  given 
for  the  Allihn  method  by  the  A.  O.  A.  C.  (Biill. 
107  [revised],  U.S.  Bur.  of  Chem.,  p.  49),  the 
weight  of  copper  and  of  cuprous  oxide  corre- 
sponding to  different  weights  of  dextrose  are 
given. 

Table  XVIII.— ^BiAn'a  Table  for  Estimating 
Glucose. 


Copper 

Cuprous 
oxide 

Glucose 

%T 

Cuprous 
oxide 

Glucose 

(Cu) 

(CuaO) 

(CujO) 

mgs. 

mgs. 

mgs. 

mgs. 

mgs. 

mgs. 

11 

12-4 

6-6 

241 

271-3 

124-4 

16 

18-0 

9-0 

246 

277-0 

127-1 

21 

23-6 

11-5 

251 

282-6 

129-7 

26 

29-3 

14-0 

256 

288-2 

132-4 

31 

34-9 

16-5 

261 

293-8 

135-1 

36 

40-5 

18-9 

266 

299-5 

137-8 

41 

46-2 

21-4 

271 

306-1 

140-6 

46 

■  51-8 

23-9 

276 

310-7 

143-3 

51 

57-4 

26-4 

281 

316-4 

146-1 

66 

63-0 

28-8 

286 

322-0 

148-8 

61 

68-7 

31-3 

291 

327-4 

161-6 

66 

74-3 

33-3 

296 

333-3 

164-3 

71 

79-9 

36-3 

301 

338-9 

157-1 

76 

85-6 

38-8 

306 

344'-5 

159-8 

81 

91-2 

41-3 

311 

350-1 

162-6 

86 

96-8 

43-9 

316 

355-8 

165-3 

91 

102-4 

46-4 

321 

361-4 

168-1 

96 

108-1 

48-9 

326 

367-0 

170-9 

101 

113-7 

61-4 

331 

372-7 

173-7 

106 

119-3 

54-0 

336 

378-3 

176-5 

111 

125-0 

56-5 

341 

383-9 

179-3 

116 

130-6 

59-1 

346 

389-6 

182-1 

121 

136-2 

61-6 

351 

395-2 

184-9 

126 

141-9 

64-2 

366 

400-8 

187-7 

131 

147-5 

66-7 

361 

406-4 

190-6 

136 

153-1 

69-3 

366 

412-1 

193-4 

141 

168-7 

71-8 

371 

417-7 

196-3 

146 

164-4 

74-4 

376 

423-3 

199-1 

151 

170-0 

77-0 

381 

429-0 

202-0 

156 

175-6 

79-6 

386 

434-6 

204-8 

161 

181-3 

82-2 

391 

440-2 

207-7 

166 

186-9 

84-8 

396 

445-9 

210-6 

171 

192-5 

87-4 

401 

451-5 

213-5 

176 

198-1 

90-0 

406 

457-1 

216-4 

181 

203-8 

92-6 

411 

462-7 

219-3 

186 

209-4 

96-2 

416 

468-4 

222-2 

191 

216-0 

97-8 

421 

474-0 

226-1 

196 

220-7 

100-5 

426 

479-6 

228-0 

201 

226-3 

103-1 

431 

485-3 

231-0 

206 

231-9 

106-8 

436 

490-9 

233-9 

211 

237-6 

108-4 

441 

496-5 

236-9 

216 

243-2 

111-1 

446 

602-1 

239-8 

221 

248-7 

113-7 

451 

507-8 

242-8 

226 

254-4 

116-4 

456 

613-4 

245-7 

231 

260-1 

1190 

461 

519-0 

248-7 

236 

265-7 

121-7 

'  The  reason  that  it  is  necessary  to  cover  the 
beaker  with  a  clock  glass  has  already  been  alluded 
to  as  well  as  the  observations  ol  Kjeldahl  (l.c.)  on 
this  point.  Kjeldahl  went  even  further  and  suggested 
carrying  out  the  reduction  in  a  flask  immersedin  a  bath 
of  boiling  water,  a  current  of  hydrogen  being  passed 
through  the  solution  during  the  ebullition.    KjeMahl'g 
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Meissl's  metbod  for  the  estimation  of  invert 
Bugar  (Zeit.  Ver.  Deut.  Zuckerind,  29,  1050)  is 
carded  out  in  the  same  manner  as  Allihn's 
dextrose  method,  but  the  copper  solution  em- 
ployed was  that  of  Soxhlet,  containing  52  grms. 
per  litre  of  sodium  hydroxide.  Wein  (Tabellen 
fiir  quantitative  Bestimmung  der  Zuokerarten, 
1888)  used  the  same  solution  for  the  estimation 
of  maltose  and  other  sugars.  The  results  for 
maltose  calculated  by  Wein's  tables  were  found 
to  be  5  p.c.  too  low  by  Brown,  Morris  and  Millar 
(Chem.  Soc.  Trans.  71,  105),  and  this  has  been 
confirmed  by  Ling  and  Baker  {ibid.  509). 

Standard  gravimetric  methods  have  been 
devised,  each  of  which  is  capable  of  being  used 
for  the  estimation  of  several  sugars.  The  first 
of  these  which  will  be  described  here  is  that  of 
Brown,  Morris  and  Millar  {I.e.)  for  the  estimation 
of  dextrose,  laevulose,  invert  sugar  and  maltose. 
The  method  adopted  is  that  of  O'Sullivan.  The 
copper  reagent  employed  had  the  following 
composition.  CrystaUised  copper  sulphate 
(34-6  grms.),  Bochelle  salt  (173  grms.),  sodium 
hydroxide  (6^  grms.),  and  water  to  one  litre.' 

-Fifty  cubic  centimetres  of  the  copper  solu- 
tion are  introduced  into  a  beaker,  the  surface 
area  of  which  is  44  sq.  cm.  The  beaker  is  covered 
with  a  clock  glass  and  immersed  in  a  bath  of 
boiling  water.  When  the  solution  has  attained 
the  same  temperature  as  that  of  the  bath,  the 
sugar  solution  is  added  and  the  mixture  made 
up  to  approximately  100  c.e.  with  boiUng  water 
and  heated  in  the  boihng  water  bath  for  exactly 
12  mins.  The  amount  of  sugar  employed  must 
be  that  which  will  give  a  weight  of  cuprio  oxide 
lying  within  the  limits  of  0-15  to  0'35  grm.  The 
filtration  is  performed  as  rapidly  as  possible 
through  a  Soxhlet's  tube  under  reduced  pressure, 
and  the  cuprous  oxide  is  either  oxidised  to 
cupric  oxide  in  a  current  of  oxygen  or  reduced 
to  copper  in  a  current  of  hydrogen.  The 
results  are  calculated  by  Tables  XIX-XXII. 

Defren  (J.  Amer.  Chem.  Soc.  18,  751)  has 
worked  out  a  method  for  the  estimation  of 
dextrose,  maltose  and  lactose.  He  employs, 
like  Meissl  and  Wein  (see  above),  Soxhlet's 
formula  for  Fehhng's  solution,  but  adopts  the 
O'SuUivan  method. 

Bertrand  (Bull.  Soc.  chim.  [iii.]  35,  1285)  has 
elaborated  a  method  for  the  estimation  of  invert 
sugar,  dextrose,  galactose,  maltose  and  lactose. 
His  reagent  has  the  following  composition  : 

Soluiion  J.  Crystallised  copper  sulphate  (40 
grms.)  is  dissolved  in  water  and  made  up  to  one 
Utre. 

Solution  II.  Roohelle  salt  (150  grms.)  and 
sodium  hydroxide  (150  grms.)  are  dissolved  in 
water  and  made  up  to  one  litre. 

His  method  is  carried  out  as  follows :    A 

method  has  been  modified  by  Woy  (Zeits.  dffentl. 
Chem.  6,  514 ;  619).  Worldng  with  pure  sugar 
BolutionB  there  is  no  doubt  that  more  concordant 
results  can  be  obtained  in  this  way,  but  with  com- 
mercial products,  in  which  this  atmospheric  oxidation 
is  perhaps  one  of  the  least  factors  which  conduce  to 
error,  the  covering  of  the  beaker  with  a  clock  glass  is 
a  sufficient  precaution  to  guard  against  atmospheric 
oxidation.  In  the  AUihn  method  the  size  of  the 
beaker,  the  kind  and  height  of  the  flame  employed  also 
influence  the  result*.  On  this  account  the  O'Sullivan 
method  of  heating  in  a  boiling  water  bath  as  adopted 
by  KJeldahl,  Brown,  Morris  and  Millar  (see  tWs  page), 
and  others  is  to  be  preferred. 

I  The  copper  culphate  solution  and  the  alkaline 
liochelle  salt  solution  are,  of  course,  kept  separate. 


sugar  solution  (20  c.c.)  which  should  not  contain 
more  than  0-1  grm.  of  reducing  sugars  is  trans- 
ferred to  a  150  0.0.  Erlenmey^r  flask,  and 
20  c.c.  of  each  of  the  two  solutions  forming  the 

Table  XIX. — Dextrose. 


Cu 

weighed 

grms. 

CuO 

weighed 

grms. 

Cu  corre- 

CuO corre- 

Dextrose 
mgrms. 

sponding  to 

1  grm. 

dextrose 

sponding  to 
Igrm. 
dextrose 

50 

0-1030 

0-1289 

2-060 

2-578 

55 

01134 

0-1422 

2-066 

2-585 

60 

0-1238 

0-1552 

2-068 

2-587 

65 

01342 

0-1682 

2-069 

2-589 

70 

0-1443 

0-1809 

2-066 

2-585 

75 

01543 

0-1935 

2-062 

2-580 

80 

0-1644 

0-2061 

2-059 

2-577 

85 

0-1740 

0-2187 

2-055 

2-572 

90 

0-1834 

0-2299 

2-042 

2-555 

95 

01930 

0-2420 

2-036 

2-547 

100 

0-2027 

0-2638 

2029 

2-538 

105 

0-2123 

0-2662 

2-027 

2-535 

110 

0-2218 

0-2781 

2-021 

2-528 

115 

0-2313 

0-2900 

2-016 

2-522 

120 

0-2404 

0-3014 

2-008 

2-512 

125 

0-2496 

0-3130 

2-002 

2-604 

130 

0-2585 

0-3241 

1-993 

2-493 

135 

0-2675 

0-3354 

1-986 

2-484 

14a 

0-2762 

0-3463 

1-977 

2-473 

145 

0-2850 

0-3573 

1-970 

2-464 

150 

0-2934 

0-3673 

1-957 

2-448 

155 

0-3020 

0-3787 

1-953 

2-443 

160 

0-3103 

0-3891 

1-944 

2-432 

165 

0-3187 

0-3996 

1-936 

2-422 

170 

0-3268 

0-4098 

1-926 

2-410 

'   175 

0-3350 

0-4200 

1-918 

2-400 

180 

0-3431 

0-4302 

1-910 

2-390 

185 

0-3508 

0-4399 

1-900 

2-377 

190 

0-3590 

0-4501 

1-894 

2-369 

195 

0-3668 

0-4599 

1-885 

2-358 

200 

0-3745 

0-4689 

1-874 

2-344 

205 

0-3822 

0-4792 

1-869 

2-338 

copper  reagent  added.  The  mixture  is  then 
heated  to  boiling,  and  maintained  in  gentle 
ebullition  for  exactly  3  mins.  The  liquid  is 
then  filtered  through  a  Gooch  crucible,  the 
precipitate  washed  as  usual  and  the  reduced 
copper  estimated  volumetrically  by  the  per- 
manganate mettTod  (see  p;  252).  Table  XXIIL 
ia  Eertrand's  table  abridged  from  the  original. 

As  already  mentioned,  numerous  other 
metallic  solutions  besides  that  originally  devised 
by  Fehling  have  been  used  for  the  detection  and 
estimation  of  reducing  sugars.  These  wlU  now 
be  dealt  with  in  outline. 

Barfoed  (Zeitsch.  anal.  Chem.  12,  27)  pro- 
posed to  use  a  solution  one  part  of  crystallised 
neutral  copper  acetate  in  16  parts  of  water.  To 
200  0.0.  of  this  solution  are  added  6  c.c.  of  38  p.c. 
acetic  acid  before  use.  Barloed's  solution  is 
not  reduced  to  any  great  extent  by  the  bioses 
maltose,  lactose,  &e.,  but  although  it  has  some 
value  in  the  case  of  mixture  of  monoses  and 
bioses,  this  applies  to  it  for  quahtative  rather 
than  quantitative  purposes. 

It  has  been  proposed  by  Soldaini  (Ber.  9, 
1126)  and  also  subsequently  by  another  chemist 
of  the  same  name  (Zeits.  Ver.  Deut.  Zuckerind. 
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Table  XX.—Lcevuhse. 

Laovu- 

lose 

Cn 
weighed 

CuO 

weighed 

Cu  corre- 
sponding 
to  1  gim. 

CuO  corre- 
sponding 
to  1  grm. 

oigrma. 

grms. 

grms. 

laevuloae 

IsBvulose 

50 

0-0923 

01155 

1-847 

2-310 

55 

0-1027 

01287 

1-856 

2-341 

60 

0-1122 

0-1407 

1-859 

2-345 

65 

0-1216 

0-1524 

1-860 

2-346 

70 

0-1312 

0-1645 

1-863 

2-350 

75 

0-1405 

0-1761 

1-862 

2-349 

80 

0-1500 

0-1881 

1-864 

2-351 

85 

0-1590 

0-1993 

1-859 

2-345 

90 

0-1686 

0-2114 

1-862 

2-349 

95 

0-1774 

0-2224 

1-856 

2-341 

100 

0-1862 

0-2331 

1-848 

2-331  . 

105 

0-1952 

0-2447 

1-848 

2-331 

110 

0-2040 

0-2558 

1-843 

2-325 

115 

0-2129 

0-2669 

1-840 

2-321 

120 

0-2215 

0-2777 

1-834 

2-314 

125 

0'2303 

0-2887 

1-831 

2-310 

130 

0-2390 

0-2997 

1-827 

2-305 

135 

0-2477 

0-3106 

1-823 

2-300 

140 

0:2559 

0-3209 

1-817 

2-292 

145 

0-2641 

0-3311 

1-811 

2-284 

150 

0-2723 

0-3409 

1-802 

2-273 

155 

0-2805 

0-3517 

1-799 

2-269 

160 

0-2889 

0-3622 

1-795 

2-264 

165 

0-2972 

0-3726 

1-790 

2-258 

170 

0-3053 

0-3828 

1-785 

2-252 

175 

0-3134 

0-3930 

1-779 

2-245 

ISO 

0-3216 

0-4032 

1-775 

2-240 

185 

0-3297 

0-4134 

1-770 

2-234 

190 

0-3377 

0-4234 

1-765 

2-228 

195 

0-3457 

0-4335 

1-761 

2-223 

200 

0-3539 

0-4431 

1-755 

2-216 

205 

0-3616 

0-4534 

1-751 

2-211 

39, 933  ;  40,  792)  to  employ  a  copper  bicarbonate 
solution  for  the  estimation  of  reducing  sugars. 
The  disadvantages  of  such  a  solution,  however, 
outweigh  its  advantages,  since  there  is  always 
the  possibility  of  the  precipitation  of  cupric 
hydroxide,  in  addition  to  which  calcium  and- 
other  salts  which  are  present  in  commercial 
products  are  precipitated  with  the  cuprous 
oxide.  More  recently  Ost  has  suggested  a 
modification  of  the  Soldaini  reagent  (Chem.  Zeit. 
195  1784,  1829). 

Before  dismissing  copper  methods  attention 
may  be  caUed  to  a  paper  by  Kendall  (J. 
Amer.  Chem.  Soc.  34,  317).  Fehling's  solution 
prepared  with  Rochelle  salt  is  well  known  to  be 
Uable  to  spontaneous  reduction,  especially  if  the 
copper  and  Bochelle  salt  solutions  have  been 
kept  mixed  for  some  time.  Kendall  tried 
various  other  salts  to  replace  the  Bochelle  salt, 
and  finally  came  to  the  conclusion  that  a  cupric 
solution  containing  an  alkali  carbonate  and 
salicylate  remained  perfectly  stable  in  absence 
of  extraneous  reducing  substances.  The  method 
adopted  is  as  follows :  An  appropriate  volume  of 
the  sugar  solution  is  measured  out  into  a  200  c.o. 
Erlenmeyer  flask  and  the  volume  made  up  to 
100  c.o.  Five  grams  of  salicylic  acid  are  added, 
15  c.c.  of  copper  sulphate  solution  (containing 
2  grms.  of  crystallised  copper  sulphate)  and 
26  c.c.  of  potassium  carbonate  solution  (con- 
taining 15  grmd.  of  the  carbonate).    This  ordei 


must  be  adhered  to  and  the  mixture  must  not 
be  agitated  until  all  the  constituents  have 
been  introduced,  when  the  flask  is  rotated, 
and  as  soon  as  all  the  salicylic  acid  is  dis- 
solved the  flask  is  placed  in  a  boiling  water 
bath  for  20  mins.  The  cuprous  oxide  is  then 
collected  on  an  aslestos  filter,  washed 'and  the 
copper  estimated  iodometricaUy  by  a  modifi- 
cation devised  by  KendaU  {ibid.  33,  1947). 

Knapp's  alkaline  mercuric  cyanide  solution 
(Zeitsch.  anal.  Chem.  9,  395).  This  reagent  is 
prepared  by  dissolving  mercuric  cyanide  (10 
grms.)  in  100  c.c.  of  sodium  hydroxide  solution 
of  sp.gr.  1-145,  and  making  up  the  solution  to 
one  litre.  A  measured  volume  of  the  reagent  is 
heated  to  boiling  and  the  sugar  solution  added 
from  a  burette  until  a  drop  of  the  filtered  solu- 
tion shows  when  acidified  with  acetic  acid  no 
coloration  with  ammonius  sulphide.  The  final 
point  is  by  no  means  sharp  and  the  method  is 
but  little  used  at  the  present  time. 

Table  XXI. — Invert  Sugar. 


Cu  corre- 

CuO  corre- 

Invert 

Cu 

CuO 

sponding 

sponding 

sugar 

weighed 

weighed 

to  1  grm. 

to  1  grm. 

mgrms. 

grms. 

grms. 

invert 
sugar 

invert 
sugar 

50 

00975 

0-1221 

1-952 

2-442 

55 

01076 

0-1349 

1-961 

2-453 

60 

0-1176 

0-1474 

1-964 

2-457 

65 

0-1275 

0-1598 

1-966 

2-459 

70 

0-1373 

0-1721 

1-966 

2-459 

75 

0-1468 

0-1840 

1-962 

2-454 

80 

0-1566 

0-1963 

1-962 

2-454 

85 

0-1662 

0-2084 

1-960 

2-451 

90 

0-1755 

0-2200 

1-955 

2-445 

95 

0-1848 

0-2317 

1-950 

2-439 

100 

0-1941 

0-2430 

1-943 

2-430 

105 

0-2034 

0-2550 

1-942 

2-429 

110 

0-2128 

0-2668 

1-939 

2-425 

115 

0-2220 

0-2783 

1-935 

2-420 

120 

0-2311 

0-2898 

1-931 

2-415 

125 

0-2400 

0-3009 

1-925 

2-407 

130 

0-2489 

0-3121 

1-920 

2-400 

135 

0-2578 

0-3232 

1-915 

2-394 

140 

0-2663 

0-3339 

1-908 

2-385 

145 

0-2750 

0-3448 

1-902 

2-378 

150 

0-2832 

0-3546 

1-891 

2-364 

155 

0-2915 

0-3655 

1-886 

2-358 

160 

0-3002 

0-3764 

1-881 

2-352 

165 

0-3086 

0-3869 

1-875 

2-345 

170 

0-3167 

0-3971 

1-868 

2-336 

175 

0-3251 

0-4076 

1-862 

2329 

180 

0-3331 

0-4177 

1-855 

2-320 

185 

0-3410 

0-4276 

1-848 

2-311 

190 

0-3490 

0-4376 

1-842 

2-303 

195 

0-3570 

0-4476 

1-836 

2-295 

200 

0-3650 

0-4570 

1-828 

2-285 

205 

0-3726 

0-4672 

1-823 

2-279 

Sachsse'a  alkaline  mercuric  iodide  solution 
(Zeits.  Ver.  Deut.  Zuckerind.  26,  872).  To 
prepare  this  solution,  mercuriciodide  (18  grms.) — 
mercuric  chloride  is  precipitated  with  potassium 
iodide,  the  precipitate  washed  and  dried  at  100° — 
is  dissolved  in  a  solution  containing  80  grms.  of 
potassium  hydroxide.  The  solution  is  then  made 
up  to  one  litre.    A  solution  of  stannous  chloride; 
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eontaimng  an  excess  of  potassium  hydroxide  is 
used  for  determining  the  final  point. 

Composition  of  commercial  sugars.  It  may 
be  pointed  out  that  the  values  given  under 
'  Polarisation '  are  those  obtained  by  reading 
normal  (Ventzke)  solutions,  clarified  with  the 

Table    XXII. — Seducing    Values    of    Varying 
Qvantities  of  Maltose  under  Standard  Conditions. 


Maltose 
mgrms. 

Cu 

weighed 

grms. 

CuO 

weighed 

grms. 

Cu  corre- 
sponding 
to  1  grm. 
maltose 

CuO  corre- 
sponding 
to  1  grm. 
maltose 

70 

0-0772 

0-0966 

1-1029 

1-3800 

75 

0-0826 

0-1034 

1-1026 

1-3796 

80 

0-0880 

0-1102 

1-1023 

1-3792 

•85 

0-0934 

0-1169 

1-1020 

1-3788 

90 

0-0988 

0-1237 

1-1017 

1-3784 

95 

0-1042 

0-1305 

1-1013 

1-3780 

100 

0-1097 

0-1373 

1-1010 

1-3777 

105 

01151 

01441 

1-1007 

1-3773 

110 

0-1205 

0:1509 

1-1004 

1-3769 

115 

0-1259 

0-1576 

1-1001 

1-3765 

120 

0-1313 

0-1644 

1-0997 

1-3761 

125 

0-1367 

0-1712 

1-0994 

1-3757 

130 

0-1422 

0-1779 

1-0991 

1-3754 

135 

01476 

0-1848 

1-0988 

1-3750 

140 

01530 

0-1916 

1-0985 

1-3746 

145 

0-1584 

0-1983 

1-0981 

1-3742 

150 

0-1634 

0-2051 

10978 

1-3738 

.  155 

0-1692 

0-2119 

1-0975 

1-3734 

160 

0-1747 

0-2186 

10972 

1-3731 

165 

0-1801 

0-2254 

1-0969 

1-3727 

170 

0-1855 

0-2323 

1-0965 

1-3723 

175 

0-1909 

0-2490 

1-0962 

1-3719 

180 

0-1963 

0-2458 

1-0959 

1-3715 

185 

0-2017 

0-2526 

1-0956 

1-3711 

190 

0-2072 

0.-2593 

10953 

1-3708 

195 

0-2126 

0-2661 

1-0949 

1-3704 

200 

0-2180 

0-2729 

1-0946 

1-3700 

205 

0-2234 

0-2797 

1-0943 

1-3696 

210 

0-2288 

0-2865 

1-0940 

1-3692 

215 

0-2342 

0-2933 

1-0937 

1-3688 

220 

0-2397 

0-3000 

1-0933 

1-3685 

225 

0-2451 

0-3068 

1-0930 

1-3681 

230 

0-2505 

0-3136 

1-0927 

1-3677 

235 

0-2559 

0-3203 

1-0924 

1-3673 

240 

0-2613 

0-3272 

1-0921 

1-3669 

245 

0-2667 

0-3340 

1-0917 

1-3665 

250 

0-2722 

0-3407 

1-0914 

1-3662 

255 

0-2776 

0-3475 

1-0911 

1-3658 

260 

0-2830 

0-3543 

1-0908 

1-3654 

265 

0-2884 

0-3610 

1-0905 

1-3650 

270 

0-2938 

0-3678 

1-0901 

1-3646 

275 

0-2992 

0-3747 

1-0898 

1-3642 

280 

0-3047 

0-3814 

1-0895 

1-3639 

285 

0-3101 

0-3882 

1-0892 

1-3635 

290 

0-3155 

0-3950 

1-0889 

1-3631 

295 

0-3209 

0-4017 

1-0885 

1-3627 

300 

0-3264 

0-4085 

10882 

1-3623 

305 

0-3318 

0-4154 

1-0879 

1-3619 

minimum  quantity  of  basic  lead  acetate  solu- 
tion^n  a  2  dm.  tube.  It  will  be  observed  that 
in  the  case  of  beet  products  the  reducing  sugars 
which  are  calculated  as  invert  sugar  are  given 
as  a  trace.  This  means  that  the  quantity 
present  was  less  than  0-05  p.o.  In  the  case  of 
stored  beet  products,  however,  it  frequently 


happens  that  from  0-5  to  5-0  p.o.  and  even  more 
of  reducing  sugars  are  present,  their  production 
being  due  to  the  action  of  certain  bacteria  on  the 
sucrose. 

Saw  heet  products.  The'  direct  polarisation  ' 
of  beet  products  as  a  rule  gives  a  value  closely 
approximating  the  true  percentage  of  sucrose, 
an  exception  to  this  being  when  rafSnose  is 
present.  In  products  containing  raffinoae,  the 
direct  polarisation  must  of  necessity  be  in 
excess  of  the  true  percentage  of  sucrose,  since 
the  specific  rotatory  power  of  raffinose  is  greater 
than  that  of  sucrose. 

Table  KXllI.—Bertrand's  Table  for  Estimating 
Invert  Sugar,  Glucose,  Galactose,  M<dtose,  and 
Lactose. 


Milligrams  of  copper  corresponding  to 

MiUi- 

grams  of 

sugar 

Invert 
sugar 

Glucose 

Galac- 
tose 

Maltose 

Lactose 

10 

20-6 

20-4 

19-3 

11-2 

14-4 

15 

30-5 

30-2 

28-6 

16-7 

21-4 

20 

40-4 

40-1 

37-9 

22-2 

28-4 

25 

49-8 

49-6 

47-0 

27-7 

35-2 

30 

59-3 

591 

56-2 

33-3 

42-1 

35 

68-5 

68-3 

65-0 

38-7 

48-7 

40 

77-7 

77-5 

73-9 

44-1 

55-4 

45 

86-5 

86-4 

82-5 

49-5 

61-9 

50 

95-4 

95-4 

91-2 

55-0 

68-5 

65 

104-0 

104-1 

99-7 

60-3 

74-9 

60 

112-6 

112-8 

108-3 

65-7 

81-4 

65 

120-9 

121-3 

116-6 

71-1 

87-7 

70 

129-2 

129-8 

1250 

76-5 

94-1 

75 

137-2 

137-9 

133-1 

81-8 

100-4 

80 

145-3 

146-1 

141-3 

87-2 

106-7 

85 

153-2 

154-0 

149-4 

92-6 

112-9 

90 

161-1 

162-0 

157-6 

98-0 

119-1 

95 

168-8 

169-9 

165-6 

103-2 

125-2 

100 

176-5 

177-8 

•  173-6 

108-4 

131-4 

The  composition  of  normal  beet  products  of 
different  grade  is  as  follows  : — 

BecA  crystals.  This  product  contains  99-8- 
99-9  p.c.  of  sucrose  with  0-05  to  0-07  p.o.  of  ash. 
It  is  obtained  in  the  beet  factory,  notably 
when  the  StefEen  process  is  employed,  by  steam 
washing  the  first  masse  cuite  in  a  centrifugal 
machine. 

The  raw  beet  sugars  which  go  to  the  refiner, 
have  the  average  composition  shown  below. 
The  so-called- '  rendement '  or  refinery  yield  is 
obtained  by  deducting  five  times  the  ash  from 
the  polarisation  or  sucrose  percentage.  This 
method  of  determining  the  refinery  yield  was 
first  suggested  by .  Scheibler,  and  was  based 
on  the  fact  that  beet  molasses  ^  in  his  time 
contained  on  an  average  50  p.c.  of  sucrose  and 
10  p.o.  of  aah  (see  below).  He  therefore  assumed 
that  the  mineral  matter  in  raw  sugars  prevented 
five  times  its  weight  of  sugar  from  crystallising. 
It  is  now  known  that  the  so-called  other  organic 
matters,  especially  those  whch  are  colloidal, 
have  a  far  greater  melassigenio  efiect  than  the 
mineral  matters,  per  se. 

I  Molasses  is  the  final  product  in  the  manufacture 
of  sugar.  Although  containing  sugar,  this  cannot  be 
separated  from  it  by  direct  crystallisation. 
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Polarisation  .         . 

Keducing  sugars     . 

Ash 

Water 

Other  organic  matter 


Saw  Beet  Prodtuits. 


First  runnings 
.  960  95-6 
. trace 
.     0-8  ■ 


1-7 
1-5 


trace 
1-2 
1-7 
1-6 


100-0    1000 


n 

Second  runnings 
93-5      910 


trace 
1-7 
2-5 
2-3 


trace 
2-5 
3-5 
30 


1000    100-0 


ni 

After  products 


90-0 

trace 

30 

3-5 

3-5 


85-5 

trace 

4-8 

4-2 

5-5 


100-0    100-0 


Molasses, 
Polarisation  . 
Beducing  sugars     . 
Ash       .         .         . 
Water  . 
Other  organic  matter 


60-0 
trace 
10-0 
20-0 
20-0 

100-0 


Raw  products  are  also  met  with  intermediate 
in  composition  between  the  three  grades  of  solid 
sugars  above  referred  to.  So  perfect  .are  the 
systems  now  employed  in  the  extraction  of  sugar 
from  beet  that  the  sucrose  content  of  the 
molasses  is  often  as  low  as  46  p.c.  It  has  been 
mentioned  already  that  beet  products  are  liable 
to  contain  raffinose  (see  this  vol.  p.  246).  Since 
this  sugar  is  more  soluble  than  sucrose,  and  as 
it  is  present  in  small  amount,  it  necessarily 
accumulates  in  the  molasses.  Hence  those 
products  which  are  recovered  from  molasses 
are  more  likely  to  contain  ra£Snose.'  In  some 
samples  of  beet  molasses,  as  much  as  15  p.c.  of 
raffinose  has  been  found  by  the  optical  method. 
It  will  have  been  noticed  that  in  normal 
beet  products  the  other  organic  matters  are 
invariably  in  excess  of  the  ash.    When  this  is 


not  the  case,  the  presence  of  raffinose  is  to  be 
suspected.  Baw  beet  sugars  containing  raffinose 
— and  these  are  most  frequently  molasses 
recovery  products  or.  low  after  products — are, 
as  a  rule,  fine  grained  and  woolly  in  appearance. 
The  following  are  some  analyses  of  raw  beet 
sugars  containing  raffinose  ^ : — 


Polarisation  . 

Sucrose 

Baffinose 

Reducing  sugar 

Ash 

Water  . 

Other  organic  matter 


I 

II 

921 

89-4 

91-0 

86-8 

0-6 

1-4 

trace 

trace 

1-7 

2-1 

3-5 

5-0 

3-2 

4-7 

100-0      100-0 

In  certain  rare  cases,  3  p.c.  of  raffinose  and 
more  has  been  found  in  sugars  recovered  from 


Baw  cane  products.  These  are  subject  to  a 
much  greater  variation  in  composition  than  are 
raw  beet  products.  A  few  typical  examples 
only  will  be  given. 


Java  basket  sugar. 

Cuban  centrifugal  si 

Polarisation 

.     98-0 

96-0 

97-0       96-50 

Beducing  Sugar 

.       0-5 

1-3 

1-0         1-30 

Ash           .        . 

.      0-3 

0-6 

0-5        0-55 

Water       .         . 

.       0-2 

1-0 

0-5        0-60 

Other  organic  matter 

.       0-5 

11 

1-0        1-05 

86-5 

80-5 

2-2 

4-5 

2-7 

3-5 

4-2 

30 

4-4 

8-5 

1000    100-0 


100-0    100-00 


1000    100-0 


Low,  dark  coloured  sohd  cane  products  are 
met  with  in  commerce  under  the  following 
descriptions  :  Madras  Jaggery,  Java  Stoopes, 
Panela,  Penang,  Brazilian  syrups,  Mauritius 
syrups  and  Egyptian.  The  quantity  of  these  low 
products  imported  into  this  country  is  much  less 
than  in  former,  times,  since  with  improved 
machinery  and  methods- a  larger  proportion  of 
high  grade  products  is  now  turned  out  at  the 
different  cane  factories  all  over  the  world. 
On  this  account  also  such  as  are  imported  are 
much  less  pure  than  formerly.    The  average 

1  The  fact  that  raffinose  is  found  in  the  largest 
quantity  in  sugars  recovered  from  molasses  by  one  of 
the  alkali  earth  processes,  led  chemists  to  believe 
that  this  sugar  was  formed  by  the  action  of  the 
alUali  earths;  but  von  Lippmann  has  shown  that 
raiiiuose  is  present  in  beet  juice  (Annalen, 
232,  169).  However,  raffinose  contains  a  galac- 
tose residue,  and  bearing  in  mind  Lobry  de 
Bruyn's  discovery  of  the  reciprocal  conversion  of 
dextrose,  Issvulose  and  galactose  under  the  action 
of  alkalis,  the  possibility  is  by  no  means  excluded  that 
galactose  may  be  formed  by  the  action  of  the  alkali 
earths  on  dextrose  and  lievulose  in  the  sugar  works 
and  that  this  galactose  may  condense  with  sucrose 
forming  raffinose. 


analytical  values  obtained  with  these  low  pro- 
ducts are  within  the  following  limits  : — 

Polarisation     .         .         .     85  to  60  p.c. 
Invert  sugar    .         .         .     10  to  15    „ 
Soluble  ash      .         .         ,       3  to    6    „ 

The  values  given  under  '  Polarisation '  in  the 
case  of  raw  cane  sugars  are  always  less  than 
the  sucrose  percentages  determined  by  the 
Clerget  method,  since  these  products  invariably 
contain  reducing  sugars  which  are  more  or  less 
Isevo-rotatory.  The  polarisations  cannot,  how- 
ever, be  corrected  for  these  reducing  sugars,  as 
their  rotatory  constants  are  not  always  those  of 
invert  sugar. 

Many  raw  cane  sugars  are  sold  for  direct 
consumption,  but  the  most  popular  types  of 
these  are  Demarara  sugars  and  cane  prodijcts 
resembUng  them.  These  sugars  polarise  from 
95  98  p.c.  and  contain  from  1-5  to  0-5  p.c.  of 
reducing  sugar  and  from  1-5  to  1-0  p.c.  of 
moisture.     Occasionally  the  percentage  of  re- 

'  The  sucrose  and  raffinose  were  estimated  by  th< 
method  of  double  polarisaliuu. 


StGAft. 
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dUcmg  sugars  is  iiighet.  This  is  -likely  to  be 
the  case  with  products  which  have  been  stored. 
Products  of  like  appearance  to  these  types  of 
sugar,  which  consist  however  of  dyed  beet  sugar, 
have  "for  some  time  been  on  the  market.  The 
dyes  employed  for  the  purpose  are  brilliant  yellow 
S,  an  *zo  dye,  and  phosphine.  The  former 
gives  a  fine  violet  red  colour  with  acids,  whilst 
the  latter  remains  unchanged  on  addition  of 
acids.  It  may  be  detected,  however,  by  dis- 
solving the  suspected  sugar  in  water,  rendering 
the  solution  alkaline  and  shaking  it  with  ether, 
when  a  yellow  coloured  ethereal  extract,  having 
a  greenish  fluorescence,  is  obtained.  It  should 
be  pointed  out  that  cane  products  as  well  as 
b^et  are  now  dyed  in  the  manner  described,  and 
in  some  cases  colouring  with  molasses  is  resorted 
to.  Another  method  of  imparting  an  attractive 
'  bloom  '  to  a  raw  cane  sugar  is  to  treat  it  with 
stannous  chloride,  'ihe  writer  has  found 
quantities  of  stannous  chloride  approximating 
to  O'OOl  p.c.  in  raw  sugars. 

Cane  cryataU.  These  resemble  the  corre- 
sponding beet  product,  but  give  a  lower  polarisa- 
tion, e.g.  99-6  to  99-8  p.c,  owing"to  the  presence 
of  a  small 'amount  of  reducing  sugars.  They 
may  be  distinguished  easily  from  the  beet  pro- 
duct by  their  pleasant  aroma. 

Refined  sugars.  As  produced  in  this  country, 
refined  sugars  are  sent  out  at  so  high  a  degree 
of  purity  that  it  has  been  said  that  no  other 
chemical  substance  is  sold  so  pure.  The  ash 
content  is  usually  less  than  one  part  in  ten 
thousand.  To  give  them  a  white  Justre  they 
are  often  mixed  with  a  minute  trace  of  ultra- 
marine or  other  blue  colouring  matter. 

Estimation  of  galactose  and  galactans.  It  is 
a  special  property  of  galactose  and  of  all 
compounds  containing  a  galactose  residue  to 
give  mucic  acid  when  oxidised  with  nitric  acid. 
When  the  oxidation  is  carried  out  under  standard 
conditions,  the  galactose  or  galactose  residue 
may  be  estimated  from  the  weight  of  mucic  acid 
obtained.  Among  the  sugars  containing  a 
gaJactose  residue  may  be  mentioned  lactose,  meli- 
biose,  rafBnose,  rhaminose,  &c.,  whilst  a  number 
of  polysaccharides,  e.g.  galactans  and  galacto- 
pentosans  contain  this  residue.  Many  of  these 
are  constituents  of  the  gums  of  commerce,, 
whilst  the  so-called  pectins  found  in  apples, 
pears,  grapes  and  other  fruits,  as  well  as  in  beet- 
roots, carrots  and  the  tissues  of  many  plants, 
yield  galactose  and  arabinose  on  hydrolysis 
with  acids.  Just  as  the  formation  of  furfural 
constitutes  a  specific  method  for  the  detection 
and  estimation  of  pentoses  and  pentosans,  so 
also  does  the  formation  of  mucic  acid  form  a 
specific  method  for  the  detection  and  estimation 
of  galactose  and  galactans.  The  first  chemists 
to  suggest  this  method  of  analysis  were  ToUens 
and  his  pupils,  and  the  latest  instructions  for 
carrying  out  the  method  as  revised  by  the 
A.  O.  A.  C.  (Bull.  107  [revised],  U.S.  Bur.  of 
Chem.,  p.  55)  are  the  following : 

'  Extract  a  convenient  quantity  of  the  sub- 
stance, representing  from  2-5  to  3  grms.  of  the 
dry  material,  on  a  hardened  filter  with  five 
successive  portions  of  10  c.c.  of  ether ;  place 
the  extracted  residue  in  a  beaker  about  5"5  cm. 
in  diameter  and  7  cm.  deep,  together  with  60  c.c. 
of  nitric  acid  of  1-15  sp.gr.,  and  evaporate  the 
Bolution  to  exactly  one-third  its  volume  in  a 
Vol.  v.— r. 


water  bath  at  a  tenlpelaturo  of  94°-9lJ"C.  Alter 
standing  24  hours,  add  10  c.c.  of  water  to  the 
precipitate,  and  allow  it  to  stand  another  24 
hours.  The  mucic  acid  has  in  the  meantime 
crystallised,  but  it  is  mixed  with  considerable 
material  only  partially  oxidised  by  the  nitric 
acid.  Filter  the  solution,  therefore,  through 
filter  paper,  wash  with  30  c.c.  of  water  to  remove 
as  much  of  the  nitric  acid  as  possible,  and  re- 
place the  filter  and  contents  in  the  beaker. 
Add  30  c.c.  of  ammonium  carbonate  solution, 
consisting  of  1  part  ammonium  carbonate,  li) 
parts  of  water  and  1  part  strong  ammonium 
hydroxide,  and  heat  the  mixture  on  a  water 
bath  at  80°C.,  for  15  mins.,  with  constant 
stirring.  The  ammonium  carbonate  takes  up 
the  mucic  acid,  forming  the  soluble  muoate  of 
ammonia.  Then  wash  the  filter  paper  and 
contents  several  times  with  hot  water  by  de- 
cantation,  passing  the  washings  through  a  filter 
paper,  to  which  finally  transfer  the  material 
and  thoroughly  wash.  Evaporate  the  filtrate 
to  dryness  over  a  water  bath,  avoiding  un- 
necessary heating  which  causes  decomposition, 
add  5  c.c.  of  nitric  acid  of  1-15  sp.gr.,  thoroughly 
stirliie  mixture  and  allow  to  stand  for  30  mins. 
The  nitric  acid  decomposes  the  ammonium 
muoate,  precipitating  the  mucic  acid ;  collect 
this  on  a  tared  filter  or  Gooch  crucible,  wash  with 
from  10  to  15  c.c.  of  water,  then  with  60  c.c. 
of  alcohol  and  a  number  of  times  with  ether ; 
dry  at  the  temperature  of  boiling  water  for 
3  hours,  and  weigh.  Multiply  mucic  acid  by 
1-33,  which  gives  galactose,  and  multiply  this 
product  by  0'9  which  gives  galactan. ' 

As  will  be  seen,  the  method  is  empirical,  the 
yield  of  mucic  acid  fallipg  short  in  all  cases  of 
the  theoretical. 

Estimation  of  pentoses  and  pentosans.^  The 
pentoses,  arabinose  and  xylose,  containing  as 
they  do  a  free  carbonyl  group,  may  be  esti- 
mated by  cupric  reduction  methods.  Pento- 
sans, on  the  other  hand,  do  not  reduce  alkahne 
copper  solutions.  Since,  however,  pentoses  as 
well  as  pentosans  are  usually  associated  with 
hexoses,  a  selective  method  is  necessary  for 
their  estimation.  It  has  long  been  known  that 
many  carbohydrates  yield  furfural  when  heated 
with  acids,  and  traces  are  formed .  from  the 
ordinary  hexoses  under  these  conditions.  The 
pentoses  and  pentosans,  however,  when  distilled 
with  hydrochloric  acid  under  appropriate  con- 
ditions can  be  made  to  yield  75  to  90  p.c.  of 
tht  theoretical  quantity  of  furfural  indicated  by 
the  equations : 

Pentosan  Furfural 
C5H,„06=C.H.0,-t-3H,O 
Pentose  Turfural 
For  the  elaboration  of  methods  'depending 
on  this  principle,  we  are  indebted  to  Tollens  and 
his  pupils.  Standard  conditions  of  distillation 
having  been  established,  it  was  proposed  to 
precipitate  the  furfural  as  phenylhydrazide. 
This,  however,  -necessitated  neutralising  the 
distillate,  besides  involving  the  difficulty  that 
furfuralphenylhydrazide  is  a  very  unstable 
substance  of  low  melting-point.  Furfural  is 
now  precipitated  as  phloroglucide.  The  latest 
modification  of  the  method  is  that  of  Tollens 
and  Krober  (J.  fiir  Landwirtsch.  1909,  335, 
1001,   7),    The   following  are  its   details.    A 
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Wurtz  flask  of  300  c.C.  capacity  is  provided  with 
doubly-bored  cork  so  as  to  take  a  dropping 
funnel  and  the  connecting  tube  to  the  con- 
denser. The  dropping  funnel  hsis  a  cylindrical 
reservoir  with  two  graduation  marks  at  30  c.c, 
and  60  c.c.  respectively.  The  flask  is  heated  in 
a  bath  of  Bose's  alloy  which  melts  near  100°C. 
Its  composition  is  1  part  lead>  1  part  tin  and 
2  parts  bismuth.  From  2  to  6  grms.  of  the 
substance  under  investigation,  according  to 
the  quantity  of  pentose  or  pentosan  it  con- 
tains, are  placed  in  the  Wurtz  flask  together 
with  100  c.c.  of  hydrochloric  acid  (sp.gr.  1  -06). 
The  flask  is  connected  with  the  condenser 
and  dropping  funnel,  which  latter  is  charged 
with  hydrochloric  acid  (sp.gr.  1-06)  up  to  the 
upper  mark  at  60°C.  The  alloy  having  been 
previously  heated  just  above  its  fusing  point, 
the  flask  is  immersed  in  it.  Distillation  is  now 
conducted  at  such  a  rate  that  30  c.c.  .pass  over 
in  from  10-11  mins.  after,  which  a  further  30  c.c. 
of  acid  is  introduced  by  means  of  the  dropping 
funnel.  The  distillate  is  received  in  a  100  c.c. 
graduated  cylinder,  the  contents  of  which  are 
transferred  to  a  beaker  from  time  to  time.  The 
process  is  continued  in  this  way  until  a  drop  of 
the  distillate  no  longer  gives  a  pink  coloration 
with  aniline  acetate  paper.  ^  As  a  rule,  it  is 
necessary  to  distil  over  &om  1  to  12  portions  of 
30  CO.,  depending  on  the  quantity  of  pentose 
01  pentosan  present  in  the  material. 

Purification  of  phloroglucinol  (BuU.  107 
[Revised],  U.S.  Bur.  of  Chem.,  p.  54).  Phloro- 
glucinol, as  purchased,  is  liable  to  contain 
diresorcenol  and  should  be  tested  for  this  as 
follows :  A  small  quantity  is  dissolved  in  a 
little  acetic  anhydride,  heated  almost  to  boil- 
ing and  a  few  drops  <?f  concentrated  sulphuric 
add  added.  A  violet  coloration  indicates  the 
presence  of  diresorcinol.  A  sample  of  phloro- 
glucinol which  gives  more  than  a  faint  colora- 
tion must  be  purified  by  the  following  method  : 
hydrochloric  acid  (300  c.c.  sp.gr.  1-06)  is  heated 
in  a  beaker  and  the  phloroglucinol  (11  grms.) 
added  in  small  quantities  at  a  time  stirring 
constantly  until  almost  complete  solution  has 
been  effected.  The  hot  solution  is  poured  into 
a  euflicient  volume  of  hydrochloric  iicid  of  the 
specific  gravity  above  alluded  to  that  the  total 
volume  is  1500  c.c.  The  liquid  is  then  allowed  to 
remain  aside  for  several  days  when  the  diresor- 
cinol will. have  crystallised  out.  The  solution 
should  be  filtered  immediately  before  using.  It 
may  become  yellow,  but  this  is  of  no  consequence. 

Precipitation  of  the  phloroglucide.  To  the 
distillate  from  the  sample  under  investigation 
contained  in  a  600  c.c.  beaker  is  added  sufficient 
of  the  phloroglucinol  solution  that  the  quantity 
of  phloroglucinol  is  about  double  that  of  the 
furfural  expected.  The  solution  becomes  at 
first  yellow  and  then  changes  to  a  greenish  black 
when  the  phloroglucide  C],Hs04  begins  to 
deposit.  It  is  then  made  up  to  400  c.c.  with 
hydrochloric  acid  (sp.gr.  1-06),  and  allowed  to 
remain  aside  over  night.  The  supernatant  liquid 
is  then  tested  with'  anihne  acetate  paper  to 
ascertain  if  all  the  furfural  has  been  precipitated, 

'  To  prepare  aniline  acetate  paper  equal  volumes 
of  aniliDe  and  water  are  mixed  in  a  test  tube  and 
glacial  acetic  acid  added  drop  b^  drop  until  the  milky 
emulsion  becomes  a  clear  solution.  Strips  of  filter 
paper  are  then  moistened  with  thi»  solution  and 
allowed  to  dry. 


and  if  so,  it  is  filtered  through  a  tared  Gooch 
crucible.  The  phloroglucide  having  been  col- 
lected on  the  asbestos,  it  is  washed  with  160  c.c.  of 
water,  taking  care  that  the  washings  never  drain 
entirely  from  the  crucible  until  the  final  qi^fintity 
of  water  is  placed  over  the  precipitate.  The 
crucible  is  then  dried  in  a  boihng  water  oven 
for  4  hours,  it  being  placed  on  a  support  so 
that  the  perforated  portion  is.  frge  to  the  air. 
After  cooling  in  a  desiccator,  the  crucible  is  again 
weighed.  The  weight  of  pentosan  or  pentose  is 
ascertained  from  the  following  table,  which  is 
abridged  from  the  original  table  of  Krober.' 

Table  XXIV. — KrSber's  Table  for  estimating 
Pentoses  and  Pentosans. 


Furfural 

Ara- 
binoae 

'  % 

phloro- 
glucide 

Furfural 

Araban 

Xylose 

Xylan 

0-030 

0-0182 

00391 

0-0344 

0-0324 

0-0285 

0-040 

0-0235 

0-0501 

0-0441 

0-0416 

00366 

0-050 

00286 

0-0611 

0-0538 

0-0507 

0-0446 

0-060 

00338 

00721 

0-0634 

0-0598 

0-0526 

0-070 

0-0390 

0-0831 

00731 

00690 

0-0607 

0-080 

00442 

0-0941 

0-0828 

0-0781 

0  0687 

0090 

0-0494 

0-1051 

0-0925 

0-0872 

0-0767 

0-100 

00546 

0-1161 

0-1022 

00964 

0-0848 

0-110 

0-0598 

0-1270 

0-1118 

0-1055 

0-0928 

0-120 

0-0650 

0-1380 

0-1214 

0-1146 

0-1008 

0-130 

0-0702 

0-1490 

0-1311 

01237 

0-1089 

0-140 

0-0754 

0-1600 

0-1408 

0-1328 

0-1169 

0-150 

0-0805 

0-1710 

0-1605 

0-1419 

0-1249 

0-160 

0-0857 

•0-1820 

0-1602 

0-1510 

0-1329 

0-170 

0-0909 

0-1930 

0-1698 

0-1601 

0-1409 

0:180 

0-0961 

0-0239 

0-1794 

0-1692 

0-1489 

0-190 

0-1013 

0-2147 

0-1889 

0-1783 

0-1569 

0-200 

01065 

0-2255 

0-1984 

0-1874 

0-1649 

0-210 

0'1116 

0-2363 

0-2079 

0'1965 

0-1729 

0-220 

0-1168 

0-2471 

0-2174 

0-2057 

0-1810 

0-230 

0-1220 

0-2579 

0-2270 

0-2148 

0-1890 

0-240 

0-1271 

0-2687 

0-2365 

0-22S9 

0-1970 

0-250 

0-1323 

0-2795 

0-2460 

0-2330 

0-2050 

0-260 

0-1374 

0-2903 

0-2555 

0-2420 

0-2130 

0-270 

0-1426 

0-3011 

0-2650 

0-2511 

0-2210 

0-280 

0-1478 

0-3119 

0-2745 

0-2602 

0-2290 

0-290 

0-1529 

0-3227 

0-2840 

0-2693 

0-2370 

0-300 

0-1681 

0-3306 

0-2935 

0-2784 

0-2450 

When  a  mixture  of  pentosans  or  pentoses  is 
being  dealt  with,  the  mean  of  ariban  and  xylan 
values  and  the  arabinose  and  xylose  values 
respectively  should  be  reported.  For  weights 
of  phloroglucide  outside  the  limite  of  the  table, 
Krober  gives  the  following  formulae. 

Fora  weight  of  phjorogluoideounder  0-03  grm. 
Weight  of  furfural     =  (o  0-0062  x  0-6170) 
„       pentoses    =(a  0-0062x1-0170) 
J,       pentosans  =(o  0-0062  x  0-8948) 
For  a  weight  of  phloroglucide  a  over  0-3  grm. 
Weight  of  furfural     =(a  0-0052  xO-518) 
„       pentoses    =(a  0-0052  X  0-10026) 
pentosans  =(a  0-0052  X  0-8824) 
The  factor  0-0052  is  the  weight  of  phloro- 
glucide which  remains  dissolved  in  the  400  c.c. 
of  acid  solution. 

Joiles,  in  1906  (Sitzungsber  Wien  Akad. 
114,  IB,  1191),  worked  out  a  method  of  esti- 
mating furfural  which  consisted  in  adding  a 
kno-wn  quantity  in  excess  of  sodium  hydrogen 
sulphite  to  the  faintly  acid  distillate  obtained 
as  already  described.  The  excess  (uncombined) 
sulphite  is  then  estimated  by  titration  with 
N/10  iodine  solution.  The  method  as  at  present 
worked  out  appears  to  present  no  advantages 
over  the  phlorogludde  method. 

In  1910,  Flohil  (C!hem.  Weekblad.  7,  1057) 
proposed  to  estimate  furfural  by  measuring  its 
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reducing  action  on  Fehling's  solution  under 
standard  conditions.  His  results  were  reyised 
by  Eynon  and  Lane  (Analyst,  37,  41),  but  even 
as  these  chemists  left  it,  the  method  is  inferior 
in  accuracy  to  the  phloroglueide  method. 

For  the  estimation  of  methyl  pentoses  or 
methyl  pentosans,  see  Tollens  and  Ellet  (Ber.  38, 
492);  Tollens  and  Mayer  {ibid.  40,  2441)  j 
Jolles  (Annalen,  351,  41). 

Anidyais  of  mixtures  of  sngara.  I.  Invert 
sugar.  Commercial  invert  sugar  is  one  of  the 
most  valuable  and  widely-used  brewing  sugars. 
It  is  prepared  by  hydrolysing  raw  cane  sugars 
by  an  acid  (usually  sulphuric  but  occasionally 
hydrochloric)— raw  beet  sugars  cannot  be  used 
for  this  purpose — neutralising  with  calcium 
carbonate  filtering,  and  after  passing  through  a 
column  of  animal  charcoal  concentrating  the 
filtrate  to  such  a  degrae  that  a  10  p.c.  solution 
of  the  final  product  shows  an  extract  of  70-72 
Brewers'  lb.  per  2  cwt.  The  extract  is  deter- 
mined by  weighing  -out  10  grms.  of  the  sample, 
dissolving  in  water,  diluting  to  100  c.c.  and 
determining  the  specific  gravity  of  the  solution. 
The  excess  specific  gravity  over  that  of  water 
(taken  as  1000),  multiplied  by  the  factor  2-24, 
gives  the  extract  of  the  sample  in  lb.  per  2  cwt. 
This  method'  is  quite  an  arbitrary  one,  and  if  a 
solution  of  any  other  concentration  than  10  p.c. 
is  made  use  of,  the  factor  directly  proportional 
to  2-24  does  not  give  the  same  result. 

The  estimation  of  the  ash  and  water  is  con- 
ducted as  described  on  p.  262  (see  more  especially 
under  syrupy  products).  The  sugars  are  esti- 
mated by  a  scheme  devised  by  Morris  (J.  Inst. 
Brewing,  4,  162).  Morris  employed  the  gravi- 
metric method  of  Brown,  Morris  and  Millar 
(see  p.  253),  whilst  the  writer  has  always  em- 
ployed the  volumetric  method  (see  p.  247). 
The  details  of  the  scheme  when  the  latter 
method  is  employed  are  as  follows  : — 

Total  reducing  sugars.  A  convenient  volume 
(usually  10  c.c.)  of  a  10  p.c.  solution  of  the 
sample  is  made  up  to  1000  c.c.  and  titrated  with 
10  c.c.  of  FehUng's  solution  in  the  manner 
described  on  p.  248.  Let  the  percentage  of 
apparent  invert  sugar  calculated  on  the  sample 
be  denoted  by  the  symbol  I. 

Sucrose.  The  same  volume  of  a  10  p.c. 
solution  as  that  employed  for  the  estimation 
of  the  total  reducing  sugars  is  diluted  with 
100  CO.  of  water  and  20  c.c.  of  N/2  hydrochloric 
acid.  The  mixture  is  raised  to  a  boiling  tempera- 
ture and  maintained  in  ebullition  for  one  minute, 
after  which  it  is  cooled,  neutralised  by  the 
addition  of  20  c.c.  of  N/2  sodium  hydroxide,  and 
made  up  to  1000  c.c.  The  solution  is  then 
-tifcated  against  10  c.c.  of  Fehhng's  solution.  The 
percentage  of  apparent  invert  sugar  calculated 
on  the  sample  may  then  be  denoted  by  the 
symbol  I'.    The  percentage  of  sucrose  is  then  cal- 

-      ,     o  yo(i  ~— 1) 

culated  by  the  following  formula :  S=s — ^qq     • 

Commercial  invert  sugar  contains  unferment- 
able  reducing  substances,  and"  it  is  there- 
fore necessary  to  correct  the  results  for  these. 
The  fermentation  test  is  best  carried  out 
as  follows:  25  grms.  of  the  sample  are  dis- 
solved in  about  200  c.c.  of  water  in  an  Brlen- 
meyer  flask  and  the  solution  is  sterilised  by 
boiling.  About  5  c.c.  of  yeast  decoction  (1-5) 
is  now  added,  and  about  3  grms.  of  washed 


pressed  yeast.  The  flask  is  closed  with  a  cotton 
wool  plug  and  placed  in  a  thermostat  at  70°]?. 
for  3-4  days,  after  which  it  is  transferred  to  a 
250  c.c.  flask,  a  little  alumina  cream  added  and 
made  up  to  250  c.c.  The  reducing  power  of 
the  filtrate  is  then  determined  and  calculated 
on  the  sample.  The  value  so  obtained  may  be 
denoted  as  F.  Then  I  — F=K,  the  reducing 
power  due  to  dextrose  and  laevulose  in  the 
sample.  The  number  of  c.c.'s  of  Fehling'a 
solution  corresponding  with  1  grm.  of  the  sample 
is  now  calculated  and  denoted  as  6. 

The  rotation  pf  a  10  p.c.  solution  of  the 
sample  in  divisions  Ventzke  (2  dm.  tube)  is 
determined  before  and  after  fermentation. 
The  direct  rotation  value  corrected  for  that  of 
the  fermented  solution  and  for  that  of  the 
percentage  of  sucrose  found  (see  above)  is  denoted 
by  the  symbol  R. 

From  these  data  the.  percentages  of  dextrose 
and  Icevulose  in  the  sample  may  be  calculated 
by  the  following  simultaneous  equations  : — 
(a)  1-966D+1-838L=G. 
(6)  0-305D+(-0-532L)=R. 

The  coefficients  of  D  and  L  in  equation  are 
the  gram  FehUng  equivalent  of  dextrose  and 
IsBvulose  respectively  at  a  certain  concentra- 
tion. These  coefficients  may  be  obtained  from 
the  table  of  Ling  and  Jone3(p.248).  If  the  gravi  - 
metric  method  is  used,  the  constants  worked 
out  by  Morris  (J.  Inst.  Brewing,  4,  162)  for  the 
Brown,  Morris  and  Millar  method  are  applied. 

Invert  sugar  is  supplied  to  the  brewer  ih 
three  grades,  and  the  following  are  tjrpical 
analyses  of  each. 

Dextrose    . 

Lsevulose    . 

Sucrose       .         . 

Albuminoids 

Ash   . 

Other  organic  matter  ^ 

■Water 


1  Containing  unfermentable 
reducingcarbohyclrates  ex- 
pressed as  invert  sugar   . 

Brewers'  extract  per  2  cwt. 

Tint  (Lovibond,  10  p.c.  solu- 
tion 1'  cell)   . 

Specific  rotary  power  [oJd 

Ferric  Oxide  (FeoOj) 


100-00  100-00  100-00 


No.  1 
3-30 
72-8 

3-5 
-ll-C 
0-002 


No.  2      No.  3 
3-62      3-40p.o. 
72-6      72-6  tt. 


8-5      13-0  N. 
11-4"  -10-4°. 
ijo  v^^.^.=  vx -.jv^ay  .       0003    0-003 p.c. 

These  results  were  obtained  with  samples 
of  the  three  grades  of  invert  sugar  of  exception- 
ally high  quality.  It  sometimes  happens  that 
there  is  a  shortage  of  raw  cane  sugar  of  low  ash 
content  on  the  market,  and  some  considerable 
latitude  has  to  be  allowed  with  regard  to  the 
permissiblb  limits  of  ash  in  the  three  grades  of 
sugar.  The  percentages  of  ash  should,  however, 
never  exceed  the  following  limits,  which  will 
seldom  be  reached. 

No.  I,  2-00  p.o. ;  No.  II,  2-75  p.c. ;  No.  Ill, 
3-50  p.o.  The  percentage  of  albuminoids  should 
not  exceed  the  following  :  No.  I,  0-30  p.o. ;  No. 
II,  0-50  p.c. ;  No.  Ill,  0-75  p.c.  (compare  below). 

A  widespread  belief  exists  among  brewers, 
that  invert  sugar  prepared  from  beet  products 
gives  rise  to  troubles  when  employed  for  brew- 
ing, and  the  writer- irom  practical  experience 
can  confirm  this  in  so  far  as  invert  sugars  pre- 
pared from  '  raw '  beet  products  are  concerned. 
On  the  other  hand,  no  exception  can  be  taken 
to  invert  sugars  prepared  from  beet  crystals  and 
other  high  grade   sugars   derived  from   beet, 


260 


SUGAR. 


except  that  they  do  not  add  to  the  palate  f  vdlness 
or  lusciousness  of  the  finished  beers.  In  seeking 
an  explanation  of  these  facts,  it  has  to  be  re- 
membered that  the  substances  other  than  the 
sugars  present  in  '  raw '  products  derived  from 
the  sugar  cane  are  ^helpful  in  producing  that 
fullness  of  palate  which — especially  in  the  case 
of  mild  ales  and  stouts — is  now  demanded  by  the 
pubUc.  It  is  otherwise  in  the  case  of  '  raw ' 
beet  products.  Here  the  substances,  other  than 
the  sugars,  have  a  nauseous  flaTour  which  tends 
to  impair  the  palate  of  beers.  These  substances 
appear  also  to  cause  certain  secondary  troubles 
in  the  finished  beers. 

When  low  grade  beet  sugars  have  been  used 
for  the  manufacture  of  invert  sugar,  the  product 
will  possess  a  characteristic  odour  and  fiavcur. 
.  If,  however,  higher  grade  (first  runnings)  raw 
beet  sugars  have  been  employed,  it  is  difficult 
to  arrive  at  a  decision  from   the   odour   and 


flavour  alone,  mote  tisfieciaUy  it  the  sabiple  hafl 
been  made  from  a  mixture  of  first  running  beet 
sugars  and  raw  cane  sugars.  The  writer  would 
point  out  in  this  connection  that  the  percentage 
of  albuminoids  (t.e.  nitrogen  X  6-25)  in  beet 
products  greatly  exceeds  that  in  cane  products 
Thus  he  has  found  the  following  percentages  in 
low  grade  cane  products  :  Mauritius,  0-48  p.c. ; 
Penang,  0-39  p.c  ;  BrazU,  0-63  p.c. ;  Panela, 
0-61  p.c. ;  Jaggery,  0-59  p.c.  ;  cane  molasses, 
4-5  p.c.  On  the  other  hand,  he  has  found 
the  following  percentages  in  beet  products :' 
firstrunnings,  0-89  to  1-00  p.c.  ;  second  runnings, 
1-77  to  2-00  p.c. ;  beet  molasses,  6-2-3  to  9-50  p.c.» 
n.  Honey.  Since  the  principal  constituent 
of  honey  is  invert  sugar,  the  scheme  just  de- 
scribed for  the  analysis  of  commercial  invert 
sugar  may  be  used  for  ifip  analysis.  The  follow- , 
ing  analyses  of  honey  from  various  sources  are 
reported  by  Campbell  Brown  (Analyst,  3,  267). 


Table  XXV.- 

-The  Composititm  of  Honey.- 

-Percentages.  ■ 

Wax,  pollen. 

Other 

Sotirce 

Water 

LsEVulose 

Dextrose 

Sucrose 

and  other  in- 
soluble matters 

Ash 

organic 
matter 

England    . 

19-10 

36-60 

36-55 



trace 

0-15 

7-60 

Wales        .         .      ^  . 

16-40 

37-20 

39-70 

— 

trace 

0-14 

6-56 

Normandy 

15-50 

36-88 

42-50 

— 

trace 

017 

4-95 

Germany  .         , 

1911 

33-14 

36-58 

— 

trace 

0-17 

11-00 

Greece       .         . 

19-80 

40-00 

32-20 

— 

«      1-05 

0-15 

7-80 

Portugal    .         . 

18-80 

37-26 

34-94 

1-20 

1-00 

0-14 

6-66 

'Jamaica    .         . 

19-46 

33-19 

35-21 

2-20 

2-10 

0-26 

7-58 

Cahfornia  . 

17-90 

37-85 

3601 

— 

trace 

0-11 

8-13 

Mexico 

18-47 

35-96 

35-47 

— 

trace 

007 

10-03 

Tibbies  (Foods,  their  Origin,  Composition 
and  Manufacture,  p.  729)  gives  the  following 
analyses  of  authentic,  honeys  : — 

Seiber  (Biedermann's  Centralblatt  1885, 
134)  average  of  sixty  analyses. 

Dextrose    LsBvulose     Sucrose    Water 
34-71  39-24  1-08        19-28  per  cent. 

Hoitsema  (Zeitsch.  anal.  Chem.  38,  429). 
Invert  Wax, 

sugar    Sucrose  pollen,&c.  Ash      Water 
Minimum  71-20       0-20         0-02        0-13        8-30  p.c. 
Maximum  74-50       2-60         0-46        0-34      17-80  p.c. 

Canadian  Inland  Revenue  Bulletin,  47. 
Invert  sugar    Suctosb     Ash        Water 

Minimum  66-37  0-50        003        12-00  p.c. 

Maximum  7880  764        005        33-00  p.c. 

Narbonne  Honey  (The  Practical  Grocer,  ii. 
161). 

Invert  sugar  Sucrose  Wax,  pollen,  &c.  Ash  Water 
74-00  7-10  1-50  0-3Q^   1710  p.c. 

The  presence  of  sucrose  in  honey  seems 
remarkable.  The  writer  has  found  as  much  as 
10  per  cent,  of  sucrose  in  some  samples  of 
British  honey.  Such  a  high  percentage  is, 
however,  exceptional. 

Honeys  in  the  Um'ted  States  have  been 
found  to  contain  dextiinous  carbohydrates 
which  are  precipitable  by  alcohol  from  their 
'aqueous  solutions  and  are  unfermentable  by 
brewers'  yeast.  The  specific  rotatory  power  of 
honey  dextrin,  according  to  Browne,  is  [a]pll5°- 
160°.  Browne  (Bull.  110,  U.S.  Bur.  of  Chem.) 
gives  a  number  of  analyses  of  dextrinous  honeys 
of  different  kinds,  and  he  shows  that  the  quantity 
of  dextrin  varies  from  0-34  to  12-95  p.c. 

Honey  is  frequently  adulterated  with  arti- 
ficial invert  su^ar,  and  for  the  detection  of  the 


latter  certain  colorimetric  tests  have  been 
devised.  Furfural  is  said  to  be  a  constituent  of 
artificial  invert  sugar  and  C.  A.  Browne  (Bull. 
110,  U.S.  Bjir.  of  Chem.)  suggests  testing  for 
this  with  aniline  acetate.  The  reagent  must  be 
freshly  prepared  by  the  ,  following  method : 
5  CO.  of  aniline  are  shaken  with  5  c.o.  of  water 
and  2  c.c.  of  gluceal  acetic  acid  added.  This 
amount  of  acid  is  just  sufficient  to  produce  a 
bright  solution.  One  to  two  c.c.  of  the  reagent 
are  allowed  to  flow  down  the  walls  of  a  test  tube 
into  a  solution  of  the  honey  in  an  equal  weight 
of  water.  If,  after  shaking,  a  red  ring  forms 
below  the  aniline  layer  and  gradually  spreads  to 
the  whole  solution,  invert  sugar  is  present. 

Fiehe  (Chem.  Zeit.  32,  1045 ;  Zeitsch.  Nahr. 
Genussm.  1908,  75)  points  out  that  during  the 
manufacture  of  invert  sugar  some  of  the  Isevulose 
is  converted  into  i8-hydroxy-S-methylfurfliral, 
which  gives  a  red  coloration  with  a  solution  of  one 
part  of  resorcinol  in  100  parts  of  hydrochloric 
acid  (sp.gr.  1-19).  This  has  been  confiriUed 
as  a  test  for  artificial  invert  sugar  (see  Witte, 
Zeitsch.  Nahr.  Genussm.  1909,  625  ;  Reinhaidt, 
ibid.  1910,  113;  Muttelet,  Ann.  Falsif.  3,  206). 
More  recently,  Litterscheid  (Chem.  Zeit.  37, 
321)  has  stated  that  the  following  colorimetrio 
method  may  be  used  for  the  detection  of  arti- 
ficial invert  sugar  in  honey :  10-20  grms.  of 
the  honey  are  successively  triturated  with  two 
portions  of  10  c.c.  of  ether  in  which  one  or  two 
crystals  of  /8-naphthol  have  been  previously 
dissolved.  The  unfiltered  extract  is  transferred 
to  a  shallow  porcelain  dish  and  left  in  a  dark 
place  until  the  ether  has  evaporated.  Four  or 
'  The  molasses  values  are  quoted  trom  Stammer'! 
aoaiyses. 
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fire  CO.  of  concentrated  88-90  p.o.  sulphuric 
acid  are  added  to  the  residue,  the  latter  being 
completely  moistened  with  the  acid,  and 
allowed  to  stand.  A  dirty  yellowish  or 
reddish-yellow  colour,  which  in  half  an  hour 
becomes  dirty  yeUowish-green,  is  obtained  with 
natural  honey^  whilsj  a  Bordeaux  red  to  bluish- 
violet  colour  appears  in  the  course  of  half  an  hour 
in  the  case  of  honey  containing  commercial 
invert  sugar.  A  positive  result  was  obtained 
with  mixtures  of  natural  honey  and  6  p.c.  of 
commercial  invert  sugar,  and  sometimes  also 
when  the  result  obtained  by  Fiehe's  method 
(Z.C.)  was  inconclusive. 

i'hese  tests  are  for  the  detection  of  artificial 
honey.  For  the  detection  of  genuine  honey,  it 
has  been  suggested  to  apply  a  physiological 
(serum)  test  (Langer,  Arch.  Hygiene,  71,  308), 
and  it  has  also  been  proposed  to  characterise 
natiu'al  honey  by  determining  its  catalytic  and 
invertive  powers  (Auzinger,  Zeitsch.  Nahr. 
Genussm.  1911,  65). 

Useful  bibliographies  'of  honey  are^published 
"by  the  U.S.  Department  of  Agriculture.  Bull.  13 
gives  a  list  of  papers  from  1867  to  1892.  Bull. 
110  continues  the  bibliography  to  1908,  whilst 
it  was  brought  to  1910  by  Muttelet  (Monit. 
Scient.  74,  152).  The  lists  are  published  in  the 
Journal  of  the  Society  of  Chemical  Industry 
(1892,  11,  761 J   1911,  30,  702). 

III.  Brewing  glucose  or  glucose  chips.  This 
description  of  sugar  occupies  a  position  next  in 
importance  to  invert  sugar  as  a  brewing  sugar. 
It  is  prepared  by  the  hydrolysis  of  different  kinds 
of  starch  with  acids.  This  material  consists  forthe 
most  part  of  dextrose,  but  contains  also  maltose 
and  dextrins  or  more  probably  malto-dextrins. 
The  occurrence  of  maltose  as  an  intermediate 
product  in  the  hydrolysis  of  starch  by  acids  was 
assumed  by  numerous  observers  on  the  sole 
evidence  of  the  optical  and  reducing  values 
obtained  with  them.  Ost,  however  (Zeitsch. 
angew.  Chem.  1904,  1663),  succeeded  in  isolating 
maltose  from  the  products  of  the  hydrolysis  of 
starch  by  acids.  Chemists  are  therefore  quite 
__  justified  in  interpreting  these  products  from 
their  constants  in  tesms  of  dextrose,  maltose  and 
dextrins. 

The  analysis  of  these  products  is  conducted 
on  the  same  lines  as  that  of  invert  sugar,  but 
since  the  assumed  proximate  constituents  are 
different,  the  results  must  be  calculated  by 
different  equations.  In  the  following  equations 
D  is  the  symbol  for  dextrose  and  M  that  for 
maltose.  The  same  remarks  apply  in  regard  to 
the  coefficient  of  D  as  in  the  case  of  the  corre- 
sponding equation  for  invert  sugar.  The  co- 
efficient of  M  (which  is  the  symbol  for  maltose) 
is  a  constant  for  the  whole  range  of  dilutions 
employed  (see  table  of  Ling  and  Jones,  p.  248). 

Inasmuch  as  these  products  contain  dextrin- 
ous  carbohydrates,  the  residue  after  fermentation 
is  always  dextro-rotatory,  and  in  some  cases  a 
considerable  correction  has  to  be  applied  to  the 
rotatory  power  to  obtain  the  value  denoted  by 
the  symbol  G.  Brewing  glucoses,  unlike  invert 
sugars,  however,  do  not  contain  sucrose. 

The  equations  for  calculating  the  percentage 
of  dextrose  and  maltose  in  these  products  are 

as  follows : — 

(o)  1-966  D+1-226M=G 
(6)  0-305  P+0-797  M=B 


The  following  is  an  analysis  of  a  high  grade 
sample  of  glucose  chips  : 

Dextrose        .         .         .         .66-76 
Maltose  .         .         .         .3-96 

Albuminoids  .         .         .       0-53 

Ash       .      '  .         .         .         .        1-75 
Dextrihous  carbohydrates  and 

other  organic  matter   .         .      13-60 
Water  ....      13-40 

100-00 


Brewers'  extract  per  2  owt.      .  "  76'1  lb. 
Tint  (Lovibond,  10  p.c.  solution 

I'ceU)  ....  100  N. 
Specific  rotatory  power  .  [ct]j,  50-8° 
This  analysis  can  scarcely  be  taken  as 
typical,  since  these  products  vary  enormously  in 
composition.  Thus,  the  percentage  of  total 
sugars  ranges  from  65  to  75  and  the  extract 
from  72  to  76  lbs.  The  percentage  of  maltose 
may  also  vary  from  12  p.o.  to  nil.  The  specifio 
rotatory  power  ranges  from  [olj,  44°  to  56°. 

IV.  Glucose  syrup  or  dextrin-maltose.  This 
product,  which  is  semi-hydrolysed  starch,  is 
I'jrgely  employed  in  confectionery  and  also, 
though  to-  a  lesser  extent,  in  brewing.  The 
analysis  is  conducted  on  the  same  lines  as  that 
of  solid  glucose.  The  percentage  of  dextrin  is 
calculated  from  the  rotatory  power  of  a  10  p.c. 
solution  after  fermentation  by  dividing  by  the 
factor  11-66  (sea  p.  237).  The  factor  to  be  em- 
ployed really  diminishes  with  the  reducing  power 
of  the  dextrin,  but  for  practical  purposes  this 
may  be  ignored.  A  typical  analysis  of  glucose 
syrup,  the  composition  of  which  is  remarkably 
constant,  is  the  following  : 

Dextrose        ....      23-10 
Maltose  ....     2603 

Dextrin  ....      32-17 

Albuminoids  .         .         .       0-22 

Ash 0-48 

Water 18-00 

100-00 

Brewers'  extract  per  2  cwt.    .        70-7  lb. 

Specific  rotatory  power  [a]j,  113-1° 
Estimation  of  sugars  as  phenylosazones. 
Maquenne  (Compt.  rend.  112,  799)  determined 
the  yield  of  phenylosazones  from  dextrose, 
liEvulose  and  sucrose,'  and  subsequently  Lintner 
and  Krober  (Zeit.  ges.  Brauw.  18,  153)  made  an 
attempt  to  estimate  certain  sugars  as  phenyl- 
osazones. The  method  would,  be  chiefly  of 
service  in  separating  dextrose  and  Isevulose 
which  form  phenylglucosazone  sparingly  soluble 
in  hot  water  from  maltose  which  yields  a 
phenylosazone  readily  soluble  in  hot  water.  In 
their  studies  on  the  hydrolysis  of  starch  by  malt 
diastase,  Ling  and  Davis  (J.  Inst.  Brewing,  8, 
475  ;  Chem.  Soo.  Trans.  85, 16)  used  the  osazone 
method  to  demonstrate  theproduction  of  dextrose 
at  the  later  stages  of  the  reaction.  They  also  " 
used  the  osazone  method  for  the  approximate 
estimation  of  dextrose  as  phenylglucosazone  in 
presence  of  the  other  starch  conversion  products 
(c/.  also  Ling,  J.  Inst.  Brewing,  9,  448).  The 
method  is  useful  as  a  qualitative  one  for 
identifying  dextrose  in  presence  of  maltose,  but 

'  Sucrose  gives  a  certain  amount  ol  phenylglucosa- 
zone when  heated  with  phenyhydrazine  and  acetic  acii} 
yi  virtue  of  updergoing  partial  tiy<}lolyW. 
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it  can  also  be  made  approximately  quantitative. 
For  this  purpose  it  is  necessary  to  employ  only 
the  purest  freshly  distilled  phenylhydrazine  and 
also  to  establish  the  yield  of  glucosazone  in 
presence  of  mixtures  of  the  same  sugars  con- 
tained in  the  substance  being  investigated. 
Ling  a,nd,Rendle  (Analyst,  29,  243)  were  able  to 
prove  the  presence  and  approximate  percentage 
of  dextrose  in  commercial  malt  extracts  known 
to  be  unadulterated.  Baker  and  Dick  {ibid.  30, 
79),  repeating  Grimbert's  work  on  the  detection 
and  estimation  of  small  quantities  of  maltose  in 
presence  of  dextrose,  by  treating  the  mixed 
phenylosazones  with  dilate  (20  p.o.)  acetone, 
found  that  the  method  could  not  be  relied  upon 
for  quantitative  purposes. 

Biochemical  methods  of  estimating  sugars. 
The  only  methods  of  this  class  which  will  be 
alluded  to  here  are  those  depending  on  the 
selective  fermentability  of  different  sugars  by 
different  yeasts.  The  fermentation  method  has 
already  been  mentioned  in  connection  with  the 
estimation  of  dextrinous  carbohydrates  in  pre- 
sence of  fermentable  sugars  (see  pp.  2S9-261). 
The  better  known  monohexoses,  d-mannose,  Isevuj- 
lose,  dextrose  and  galactose,  are  fermentable  by 
Saccharomyces  cerevisicB,  S.  pastorianus  and  S. 
etlipsoideus  (not,  however,  the  monopentoses, 
arabinose  and  xylose),  as  are  also  the  bioses, 
sucrose  and  maltose.  These  latter,  however, 
must  in  the  first  place  be  hydrolysed  to  dextrose 
and  Isevulose  and  dextrose  respectively.  Conse- 
quently, for  a  yeast  to  be  able  to  ferment  sucrose, 
it  must  contain  invertase  or  sucrase,  whilst  to 
ferment  maltose  it  must  contain  maltase.  Lac- 
tose is  unfermentable  by  the  above-mentioned 
yeasts  which  do  not  contain  lactase,  but  Ksoher 
and  Tierfelde'r  (Ber.  27,  2031)  describe  a  yeast 
which  ferments  milk  sugar  as  well  as  the  ordinary 
monohexoses,  but  does  not  ferment  maltose. 

S.  Marxianus  does  not  contain  a  msJtase  or 
a  lactase.  Consequently,  whilst  it  ferments  the 
ordinary  monohexoses,  the  bihexoses,  lactose 
and  maltose  are  unfermentable  by  it.  Baker 
and  Dick  (Analyst,  30,  79)  found  that  maltose 
could  be  estimated  in  mixtures  of  that  sugar  and 
the  ordinary  monohexoses  by  fermenting  the 
latter  by  S,  Marxianus.  Dextrins,  if  present, 
were  found  to  vitiate  the  results.  In  this 
case,  however,  the  writer  would  point  out  that 
the  dextriii  must  be  estimated  in  a  separate  ex- 
periment in  which  the  maltose  as  well  as  the 
monohexoses  is  fermented  by  S.  cerevisics. 

Several  observers  have  made  use  of  the  fact 
that  lactose  is  unfermentable  by  ordinary  yeasts, 
e.g.  S.  cerevisiw,  to  estimate  that  sugar  in  ad- 
mixture with  the  fermentable  sugars.  The 
vviiter  finds  this  method  to  give  fairly  satis- 
factory results.  It  has  been  investigated  by 
Baker  and  Hulton  (Analyst,  35,  612). 

In  all  these  laboratory  fermentations,  it  is 
necessary  to  add  a  certain  quantity  of  yeast 
food,  which  may  consist  of  Hayduck's  solution  ; 
potassium  phosphate  (25  grms.),  magnesium 
sulphate  (8  grms.),  and  asparagine  (20  grms.) 
dissolved  in  water  and  made  up  to  one  litre. 
One  cubic  centimetre  of  this  solution  to  each 
25  c.c.  of  liquid  to  be  fermented  is  used.  The 
writer  usually  employs,  however,  yeast  decoc- 
tion as  a  yeast  food  in  these  cases  (see  p.  259). 
The  fermentations  may  be  conveniently  carried 
out  in  Erlenmeyer  flasks  plugged  with  cotton 


wool.  The  flasks  must  be  of  sufficient  size -that 
the  liquid  never  reaches  the  cotton  wool  during 
the  fermentation. 

Estimation  of  mineral  mailer  (ash)  in  sugar 
products.  The  ^^timation  of  the  ash  in  sugars, 
mola^e^,  &Q,,.  by  direct  incineration,  is  not  only 
a  lengthy  and  tedious  operation,  but  it  is  very 
difficult,  and  often  impossible  to  obtain  con- 
cordant ^esijl^s  in  repetition  experiments.  Thus 
the  nfineral  residues  obtained  by  burning 
commercial  sugars  consist  largely  of  alkali 
carbonates,  which  are  fusible  and  volatile  at  the 
temperature 'at  which  the  incineration  is  some- 
times conducted.  When  fusion  occurs  before 
all  the  carbon  has  been  burnt,  the  latter  is 
occluded  in  a  fused  mass  of  mineral  matter  and 
complete  combustion  is  then  impossible.  The 
procediire  recommended  by  the  A.  O.  A.  C. 
(Bull.  107  [revised]  U.S.  Bur.  of  Chem.  67-68) 
is  as  follows  ;  '  Heat  from  5  to  10  grms.  of  sugar 
molasses,  &c.,  in  a  platinum  dish  of  60-100  c.c. 
capacity  at  100°C.  until  the  water  has  been 
expelled  and  then  slowly  over  a  flame  until, 
intumescence  ceases.  Then  place  the  dish  in  a 
muflie  and  heat  at  low  redness  until  a  white  ash 
is  left.' 

The  method  most  frequently  employed  is 
that  first  proposed  by  Soheibler  in  which  the 
sugar  is  burnt  in  the  presence  of  sulphuric  acid. 
When  this  method  is  employed  it  is  not  necessary 
to  use  platinum  capsules,  but  these  may  be  re- 
placed by  porcelain  or  silica  capsules.  Indeed, 
in  one  respect,  the  latter  are  superior  to  platinum 
for  the  purpose,  for  since  porcelain  and  silica 
do  not  conduct  heat  as  well  as  does  platinum, 
there,. is  not  so  much  danger  of  the  ash  fusing 
should  the  temperature  of  the  muffle  suddenly 
rise.  And  here  it  may  be  pointed  out  that  on 
no  fliccount  should  sugar  be  incinerated  over  a 
flame,  but  always  in  a  muffle  furnace  which 
should  be  kept  at  a  low  red  heat. 

The  plan  of  carrying  out  the  estimation  of 
sulphated  ash,  which  the  writer  has  adopted  for 
many  years,  is  as  follows.  A  portion  of  the 
sample  (5  or  3  grms.)  is  accurately  weighed  out 
in  a  recently  ignited  capsuj^,  2  o.c.  of  concen- 
trated sulphuric  acid,  free  from  fixed  mineral 
matter,  are  dropped  over  the  surface  and  subse- 
quently a  little  distilled  water  is  added.  The 
addition  of  water  is  to  equalise  the  reaction ; 
it  is  not  necessary  with  syrups  and  molasses  or 
with  very  moist  solid  sugars.  The  capsule  is 
then  heated  over  a  flame  until  intumescence  is 
complete,  when  it  is  transferred  to  a  muffle  and 
incinerated  at  a  low  red  heal.  The  resulting  ash 
should  be  feathery.  When  fusion  occurs  this  is 
generally  attended  by  low  results  unless  carbon 
is  present.  Some  chemists  after  determining  the 
weight  of  the  ash,  dissolve  it  in  water  and  test  it 
with  litmus  paper  for  acidity,  but  if  the  above 
instructions  are  followed,  there  is  no  danger  of  the 
presence  of  sulphuric  acid  when  combustion  is 
complete.  Obviously  the  sulphated  ash  weighs 
more  than  that  obtained  by  direct  incineration, 
and  to  correct  for  this,  Scheibler's  suggestion  to 
deduct  one-tenth  fromthe  weightof  the  sulphated 
ash  is  practically  universally  adopted.  It  is  con- 
venient to  work  on  3  grm.  portions  of  sugars, 
for  in  this  case  multiplication  of  the  weight  of 
the  resulting  ash  by  30  gives  the  percentage  of 
ash  on  the  sample  with  Scheibler's  correction. 
In  the  case  of  some  products,  e.g.  brewing 
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sugars,  the  deduction  of  one-tenth  from  the 
weight  of  sulphated  ash  is  undoubtedly  too 
large  a  correction,  but  the  method  gives  com- 
parative rather  than  absolute  accuracy,  and 
the  latter,  as  already  observed,  cannot  be 
attained  by  the  direct  incineration  method. 

Sand.  When  sand  is  present  and  it  is  desired 
to  estimate  it,  the  ash  is  dissolved  in  the  capsule 
in  a  little  warm  dilute  hydrochlorio  aeid,  and, 
after  allowing  the  sand  to  subside,  the  super- 
natant liquor  is  decanted  oS.  The  sand  is  now 
washed  by  decantation,  c^ed,  ignited  and 
weighed.  Any  silica  which  existed  in  a  soluble 
state  in  the  sugar  passes  away  mechanically 
with  the  washing  water.  In  most  books,  in- 
structions are  given  to  collect  the  sand  on  a 
paper  filter,  and  after  washing  out  the  soluble 
matter  to  burn  the  filter.  Filtration  is,  how- 
ever, quite  unnecessary. 

Soluble  ash.  This  is  the  difference  between 
the  total  ash  and  the  sand.  In  case  any  silica, 
derived  from  soluble  silicates  in  the  sample, 
had  been  included  in  the  latter,  a  slight  error 
would  be  introduced.  This,  however,  is  quite 
negligible.  On  the  other  hand,  low  grade  raw 
cane  products  frequently  contain  wood,  frag- 
ments of  sugar  cane,  and  other  insoluble  ex- 
traneous matters,  and  the  total  ash  taken  as 
above  includes  the  ash  of  these  extraneous 
matters.  The  true  soluble  ash  'must  be  esti- 
mated on  a  known  volume  of  a  standard  filtered 
solution  of  the  sugar.  Thus,  25  grms.  of  the 
sugar  are  dissolved  in  water,  made  up  to  100  c.c, 
and  an  aliquot  portion  of  the  filtrate  correspond- 
ing with  5  or  3  grms.  evaporated  and  incinerated 
with  sulphuric  acid  as  already  described. 

Estimation  of  ash  from  the  electrical  con- 
ductivity of  commercial^  sugar  solutions.  This 
method  was  first  placed  on  a  practical -basis  by 
Main  (Seventh  Inter.  Cong.  Appl.  Chem. 
Section  V.,  p.  66;  Inter.  Sugar  J.,  11,  334). 
The  subject  was  investigated  by  Keichert 
(Zeitsch.  anal.  Chem.  28)  more  than  twenty 
years  ago.  Main's  observations  are  briefly  as 
follows.  For  practical  purposes,  it  may  be 
accepted  that  sugar  in  solution  is  a  non- 
electrolyte,  and  that  the  conductivity  of  impure 
sugar  solutions  is  to  be  ascribed  to  the  inorganic 
and  organic  salts  present.  If  in  a  series  of 
sam^es,  solutions  of  the  same  concentration 
are  made,  the  resistances  of  these  solutions  are 
inversely  proportional  to  the  amount  of  salts 
present.  The  resistances  are  measured  by 
Kohlrausch's  telephone  method.  Although  the 
sugar  in  the  solutions  may  be  regarded  as  non- 
conducting, variations  in  the  quantity  of  sugar 
present  afEeot  the  conductivity  of  the  salts 
present.  The  disturbing  influence  of  differences 
in  the  quantity  of  sugar  present  can  be  removed 
by  working  with  solutions  of  about  the  same 
specific  gravity.  Taking  a  series  of  sugars  of 
about  the  same  grade  containing  from  2  to  5  p.c. 
of  ash,  5  grms.  of  each  are  dissolved  in  distilled 
water,  made  up  to  100  cc^  and  the  resistance  of 
the  solutions  determined  at  20°0.  Then  H  is 
found  that  the  resistances  expressed  in  ohms 
multiplied  by  the  percentage  of  ash  as  deter- 
mined gravimetrically  in  the  usual  manner  give 
approximately  a  constant  which  serves  for  the 
determination  of  ash  in  other  samples, of  similar 
sugars  when  the  resistance  of  their  solutions  is 
determined  in  the  same  manner  in  the  same  cell. 


Thus  A  =  K/0,  where  A  is  the  percentage  of  ash 
in  the  sample,  K  the  constant  above  referred  to, 
and  0  the  resistance  of  the  solution  expressed 
in  ohms.  When  working  with  molasses,  the 
samples  are  diluted  to  33  Beaum6  and  2  grms. 
weighed  out,  diluted  to  ]  00  c.c,  and  the  constant 
determined  as  in  the  case  of  sugars. 

The  accuracy  of  which  the  method  is  capable 
may  be  'judged  from  the  following  instances 
cited  by  Main.  Column  1  in  the  tables  gives  the 
resistance  in  ohms=0.  Column  2  gives  the 
percentage  of  ash  estimated  gravimetrically=A. 
Column  3  gives  the  product  0  X  A=K.  Column 
4  gives  the  ash  calculated  from  the  mean  value 
of  K  as  already  explained. 

Sugars. 


0 

A 

Ki 

A' 

132 

6-17 

682 

6-15 

167 

4-07 

680 

4-07 

199 

3-43 

683 

3-42 

212 

319 

676 

3-21 

220 

307 

676 

309 

293 

2-33 

683 

2-32 

ilolasses. 

0 

A 

K' 

A' 

190 

8-76 

1664 

8-80 

191 

8-75 

1671 

8-75 

194 

8-63 

1674 

8  62 

195 

8-62 

1681 

8-57 

196 

9-56 

1678 

8-53 

203 

8-19 

1663 

8-24 

Lange  (Zeits.  Ver.  Deut;  Zuokerind.  1910, 
359)  finds  that  reliable  results  can  be  obtained 
by  Main's  method  with  producte,  the  ash  per- 
centages of  which  do  not  differ  by  more  than 
0-5  p.c.  In  order  to  make  the  method  of  greater 
general  applicability,  the  influence  of  sugar  as 
a  non-conductor  on  the  conductivity  of  a  salt 
solution  was  further  investigated.  Where  0  is 
the  conductivity  of  the  solution  containing  p 
grams  in  100  c.c.  of  the  non-conductor,  c  is  the 
conductivity  of  the  aqueous  solution  of  the  salt, 
and  o  an  empirical  coefficient,  the  relationship 
may    be    expressed    by    Arrhenius'    formula 

C=c{l— sP)'-    The  value  of  the  coefBcient  a  for 

the  group  of  salts  occurring  in  sugar  products 
was  found  by  Lahge  to  be  0'0314.  In  the  case 
of  products  containing  more  than  3  p.c.  of  ash, 
the  conductivity  of  a  series  of  solutions  of 
different  ash  content  has  been  determined,  and 
the  conductivity  which  the  solutions  would 
have  if  no  sugar  were  present  is  calculated  by 
the  above  formula.  From  the  values  thus  ob- 
tained, a  table  has  been  constructed.  When 
dealing  with  any  product,  it  is  simply  necessary 
to  determine  the  conductivity  of  its  aqueous 
solution,  and  calculate  from  this  and  the  known 
sugar  content  the  conductivity  of  solution 
without  sugar.  The  percentage  of  ash  may 
then  be  ascertained  by  the  aid  of  these  data 
•from  a  table.  Lange  has  also  constructed  an 
empirical  table  for  products  containing  less 
than  3  p.c.  of  ash,  with  which  the  influence  of 
the  sugar  on  the  conductivity  may  be  ignored. 
He  has  also  calculated  a  table  for  correcting 
for  the  influence  of  temperature  between  15° 
and  S5°C.     He  gives  »  number  of  examples 

1  The  mean  value  for  K  Is  680. 
?  The  mean  value  (or  K  is  1672, 
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with  various  products  illustrating  the  accuracy 
of  the  method. 

Estimation  of  water  and  solid  matter  in 
saccharine  products.  The  usual  method  ot  esti- 
mating water  in  solid  commercial  products  is 
to  heat  from  3  to  5  grms.  weighed  out  to  the 
nearest  half  milligram  in  a  drying  oven  at 
100°C.  for  3  to  5  hours,  taking  the  loss  in  weight 
as  due  to  water.  In  the  case  of  small-grained, 
very  moist  sugars  containing  much  molasses,' 
this  method  gives  low  results.  Better  results 
are  obtained  if  the  drying  be  conducted  at 
105°-110°C.i  This,  however,  applies  more 
especially  to  beet  products  ;  in  the  case  of  cane 
products,  which  usually  contain  a  large  amount 
of  reducing  sugars,  the  use  of  such  a  temperature 
would  be  attended  by  error  due  to  the  decom- 
position of  the  latter.  If  the  products  be  heated 
in  a  current  of  air  or  other  gas,  the  moisture  may 
usually  be  expelled  from  all  solid  sugar  .products 
at  100°C.  A  simple  and  convenient  apparatus 
for  this  purpose  has  been  devised  by  Siau  (J. 
Soc.  Chem.  Ind.  30,  61).  The  official  i^ethod  of 
A.  0.  A.  0.  is  to  be  found  in  Bull.  107  (revised), 
U.S.  Bur.  of  Chem.,  p.  64. 

The  sugar  is  conveniently  weighed  out  and 
dried  in  a  shallow  metal  dish — a  copper  dish 
serves  the  purpose  very  well — or  the  drying 
may  be  conducted  in  a  porcelain  or  quartz  dish. 

Estimation  of  water  in  syrups,  molasses,  and 
massecuites.  The  following  directions  are  given 
for  this  purpose  by  the  A.  O.  A.  C.  (BuU.  107, 
I.e.).  The  methods  are  not  suitable,  however, 
for  those  products  which  contain  large  per- 
centages of  reducing  sugars,  e.g.  cane  products. 

Drying  on  pumice  stone.  'Prepare  puniice 
stone  in  two  grades  of  fineness.  One  of  these 
should^  pass  through  a  1  mm.  sieve,  whilst  the 
other  shoidd  be  composed  of  particles  too  large 
for  a  millimeter  sieve,  but  sufficiently  small  to 
pass  through  a  sieve  having  meshes  6  mm.  in 
diameter.  Make  the  determination  in  fiat 
metallic  dishes  or  in  shallow,  flat-bottomed 
weighing  bottles.  Place  a  layer  of  the  fine 
pumice  stone,  3  mm.  in  thickness,  'over  the 
bottom  of  the  dish  and  upon  this  place  a  layer 
of  the  coarse  pumice  stone  from  6  to  10  mm.  in 
thickness.  Dry  the  dish  thus  prepared  and 
weigh.  Dilute  the  sample  with  a  weighed 
portion  of  water  in  such  a  manner  that  the 
diluted  material  shall  contain  from  20  to  30  p.c. 
ot  dry  matter.  Weigh  into  the  dish,  prepared 
as  described  above,  such  a  quantity  of  the 
diluted  sample  as  will  yield,  approximately, 
1  grm.  of  dry  matter.  Use  a  weighing  bottle 
provided  with  a  cork  through  which  a  pipette 
passes  if  this  weighing  cannot  be  made  with 
extreme  rapidity.  Place  the  dish  in  a  water 
oven  and  dry  to  constant  weight  at  the  tempera- 
ture of  boihng  water,  making  trial  weighings  at 
intervals  of  2  hours.  In  case  of  materials  con- 
taining much  Isevolose  or  other  readily  decom- 
posable substances,  conduct  the  drying  in  vacu6 
at  about  70°C.' 

Drying  mi  quartz  sand.  '  In  a  flat-bottom 
dish  place  6  to  7  grms.  of  pure  quartz  sand  and 
a  short  stirring  rod.  Dry  thoroughly,  cool  in  a 
desiccator,  and  weigh.  Then  add  3  or  4  grms. 
of  the  molasses,  mix  with  the  sand,  and  dry  at 

]  This  teraperatare  was  prescribed  by  the  Inter- 
national Commiasion  on  the  Unification  of  jVIethods  of" 
bugur  Analvsis  (Piiris,  ludu). 


the  temperature  of  boiling  water  for  from  8  to 
10  hours.  Stir  at  intervals  of  an  hour,  then  cool 
in  a  desiccator,  and  weigh.  Stir,  heat  again  in 
the  water  oven  for  an  hour,  cool,  and  weigh. 
Repeat  heating  and  weighing  until  loss  of 
water  in  one  hour  is  not  greater  than  3  mgs. 

'  Before  using,  digest  the  pure  quartz  sand 
with  strong  hydrochloric  acid,  wash,  dry,  ignite* 
and  keep  in  a  stoppered  bottle.' 

For  the  estimation  of  water  in  cane  products, 
honey,  &c.,  which  contain  a  considerable  amount 
of  reducing  sugars,  methods  of  drying  in  a 
vacuum  have  to  be  resorted  to  for  the  reason 
above  alluded  to.  The  method  of  Carr  and 
Sanborn  (Bull.  47„  U.S.  Bur.  of  Chem.,  p.  134) 
is  one  of  which  the  reliability  has  been  proved. 
The  method  (Z.c.)  is  as  follows :  Clean  fine- 
grained pumice  is  divided  into  fragments  of  the 
size  of  No.  4  shot.  The  finer  particles  (dust) 
are  separated  from  the  coarser  by  passing  through 
a  40-mesh  sieve  ;  the  two  grades  are  heated 
separately.  They  are  digested  with  hot  2  p.c. 
sulphuric  acid  and  washed  until  the  washings 
are  neutral.  The  washing  may  be  carried  out 
rapidly  by  decantation.  The  washed  pumice 
is  dried  by  heating  to  redness  in  a  Hessian 
crucible,  aiter  which  it  is  placed  while  hot 
in  a  desiccator.  A  thin  layer  of  the  dust  is 
placed  over  the  internal  surface  of  the  dish  in 
which  the  estimation  is  to  be  conducted.  Above 
this  layer  are  placed  sufficient  of  the  larger 
particles  that  the  dish  is  almost  filled.  The 
dish  thus  charged  with  pumice  is  ignited  and 
weighed,  aiter  cooling  in  a  desiccator.  The 
substance  to  be  dried  is  diluted  (if  necessary)  to 
a  specific  gravity  of  about  1-08  by  the  addition 
of  water  or  of  alcohol,  if  no  precipitation  is 
caused  by  the  latter.  Two  to  three  grms.  are 
distributed  uniformly  by  means  of  a  pipette 
weighing  bottle  over  the  pumice  in  the  dish, 
the  area  of  which  is  about  3  sq.  ins.,  i.e.  1  grm. 
for  each  square  inch  of  area.  The  amount  of  the 
sample  taken  is  determined  by  the  loss  in 
weight  of  the  weighing  bottle  after  distributing 
the  sample  over  the  pumice.  The  dish  thus 
charged  is  placed  in  a  vacuum  oven  in  which  a 
pressure  not  exceeding  5  ins.  of  mercury  or  a 
temperature  not  exceeding  70"'C.  is  maintained. 
The  vacuum  oven  devised  by  Carr  (Browne's 
Handbook  of  Sugar  Analysis,  p.  20)  is  a  con- 
venient apparatus  for  this  purpose. 

For  removal  of  the  water  from  pure  products, 
e.g.  hydrated  dextrose,  raffinose,  maltose,  lac- 
tose, &o.,  the  method  devised  by  Lobry  de 
Bruyn  and  Van  La?nt  (Rec.  trav.  chim.  38,  218) 
may  be  used.  This  method  was  employed  by 
Brown,  Morris  and  Millar  (Chem.  Soo.  Trans. 
71,  76)  in  their  work  on  the  products  of  starch 
hydrolysis  by  diastase.  Briefly  it  is  carried  out 
as  follows :  Two  small  flasks  are  united  by  a 
tube  furnished  with  a  stop-cock  and  a  side-tube 
leading  to  an  air  pump.  The  substance  to  be 
dehydrated  is  introduced  into  one  of  the  flasks, 
the  other  being  partially  filled  with  phosphorus 
pentoxide.  After  exhausting  the  apparatus,  the 
flask  containing  the  substance  is  immersed  in  a. 
water,  salt  water,  or  oil  bath  according  to  tha 
final  temperature  required,  and  is  slowly  heated 
up  to  a,  point  at  which  it  ceases  to  lose 
weight. 

Since  in  the  estimation  of  water  in  the 
liquid  or  semi-liquid  products  ^bovy  referred  to. 
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eomparativo  rather  than  absolute  accuracy  ia  re- 
quired, and  expedition  being  an  essential,  indirect 
methods  of  estimating  the  solid  matter  (the 
amount  of  which  is  complementary  to  the 
water  content)  are  usually  resorted  to.  Two 
principles  are  made  use  of  in  these  indirect 
methods,  one  depending  on  the  specific  gravities 
and  the  other  on  the  refractive  indices  of  sugar 
solutions.  The  specific  gravities  and  refractive 
indices  of  sugar  solutions  are  both  functions  -  of 
the  solid  matter  present.  In  most  tables, 
however,  the  assumption  is  made  Ihat  the  effect 
of  all  sugars  is  identical  on  specific  gravity  and 
refractive  index,  which,  as  will  be  seen,  is  not 
strictly  accurate.  The  two  principles  wiU  now 
be  discussed  seriatim. 

Specifio^  gravity  method  of  estimating  water 
and  solid  matter.  A  vast  amount  of  labour  has 
been  devoted  to  the  determination  of  the 
specific  gravity  of  sucrose  solutions.  In  1854, 
BaUing  (Zeita.  Ver.  Rubenzuckerind.  4,  304) 
pubh'shed  his  well-known  tables  giving  the 
specific  gravities  of  sucrose  solutions  of  different 
concentrations.  1  His  tables,  which  have  since 
Deen  extended  by  Brix,  are  now  almost  uni- 
versally used  on  the  Continent  for  determining 
the  density  of  sugar  solutions  by  means  of  a 
spindle.  Another  table  was  published  by 
Gerlach  in  1863,  and  this  was  subsequently  re- 
calculated to  another  temperature  by  Soheibler. 
The  condensed  table  (XXVI.)  taken  from 
Browne's  Handbook,  p.  29,  shows  the  relation 
between  the  results  obtained  by  different 
authorities. 

Table  XXVI. — Specific  Gravity  of  Sucrose 
Soluiions  by  Different  Authorities, 


German  Imperial 

Sucrose, 

Balling- 
brix, 
17'5° 

Gerlach, 

Gerlach- 

Scheibler 

16° 

Commission 

P.O.  by 

weight 

''l7-5°^- 

'*17-5°'^- 

uyo. 

^l^:o. 

i^Jc. 

0 

1-00000 

1-00000 

1-00000 

i-ooodo 

0-99823 

5 

1-01970 

1-01969 

1-01978 

1-01978 

1-01785 

10 

1-04014 

1-04010 

1-04027 

1-04016 

1-03814 

15 

1-06133 

1-06128 

1-06152 

1-06134 

1-05917 

20 

1-08329 

1-08323 

1-08354 

1-08328 

1-08096 

25 

1-10607 

1-10600 

1-10635 

1-10604 

1-10356 

30 

1-12967 

1-12959 

1-12999 

1-12962 

1-12698 

35 

1-15411 

1-15403 

1-15448 

1-15407 

1-16128 

40 

1-17943 

1-17936 

1-17985 

-1-17940 

1-17645 

45 

1-20565 

1-20559 

1-20611 

1-20565 

1-20254 

60 

1-23278 

1-23275 

1-23330 

1-23281 

1-22957 

65 

1-26086 

1-26086 

1-26144 

1-26091 

1-25754 

60 

1-28989 

1-28995 

1-29056 

1-28997 

J-28648 

65 

1-31989 

1-32005 

1-32067 

1-31997 

1-31633 

70 

1-35088 

1-35117 

1-3B182 

1-35094 

1-34717 

75 

1-38287 

1-38334 

1-38401 

1-38286 

1-37897 

Another  table  which  forms  the  basis  of  a 
hydrometer  scale  very  widely  used  in  the  sugar 
and  other  industries  is  that  of  Beaum^.  This 
table  is  based  on  the  specific  gravity  of  solu- 
tions of  common  salt.  Table  XXVII.,  abridged 
from  that  given  in  Browne's  Handbook,  shows 
the  relation  between  the  various  scales.  It 
will  be  observed  that  two  Eeaura^  scales  are 
given,  the  new  and  the  old.  ,  The  latter.  I 
although  known  to  be  inaccurate.is  still  retained  I 
in  many  countries. 

1  It  should  be  pointed  out  that  the  solutions  used 
by  BaUing  were  standardised  on  their  true  percentage 
^J  sucrose  by  weight  tipil.not  grama  per  100  g,e. 


Table  XXVII.— 

Specific  Gflvity  of  Sucrose  Solu- 

tions    at    17-5/17-6C.    with    Corresponding 

Degrees  Brix  and  Baumi. 

fa 

Degrees 

Degrees 

Baum6 

BaumS 

&« 

>>w 

Specific 
gravity 

Specifio 
gravity 

i! 

Now 

Old 

New 

Old 

h 

0^ 

10 

1-00388 

0-6 

0-55 

390 

1-17430 

21-8 

21-4 

20 

1-00779 

1-1 

1-1. 

400 

1-17943 

22-3 

21-9 

30 

101173 

1-7 

1-7 

41-0 

1-18460 

22-9 

22-4 

4-0 

1-01570 

2-3 

2-2 

42-0 

1-18981 

23-4 

23-0 

60 

1-01970 

■  2-8 

2-8 

480 

1-19505 

23-95 

23-5 

60 

102373 

3-4 

3-3 

44-0 

1-20033 

24-6 

24-0 

7-0 

102779 

4-0 

3-9 

46-0 

1-20565 

25-0 

24-6 

80 

1-03187 

4-5 

4-4 

46-0 

1-21100 

25-0 

25-1 

9-0 

103599 

5-1 

6-0 

470 

1-21639 

26-1 

25-6 

10-0 

1-04014 

5-7 

6-55 

48-0 

1-22182 

26-6 

26-1 

11-0 

1-04431 

6-2 

6-1 

49-0 

1-22728 

27-2 

26-7 

12-0 

1-04852 

6-8 

6-7 

60-0 

1-23278 

27-7 

27-2 

13-0 

1-05276 

7-4 

7-2 

61-0 

1-23832 

28-2 

27-7 

14-0 

1-05703 

7-9 

7-8 

520 

1-24390 

28-8 

28-2 

16-0 

1-06133 

8-5 

8-3 

53-0 

1-24951 

29-3 

28-75 

160 

106566 

90 

89 

540 

1-25517 

29-8 

29-3 

17-0 

1-07002 

9-6 

9-4 

560 

1-26086 

30-4 

29-8 

18-0 

1-07441 

101 

10-0 

56-0 

1-26658 

30-9 

30-3 

19-0 

1-07884 

10-7 

10-5 

67-0 

1-27235 

31-4 

30-8 

20-0 

1-08329 

11-3 

11-1 

58-0 

1-27816 

31-9 

31-3 

21-0 

1-08778 

ll-'S 

11-6 

59-0 

1-28400 

32-5 

31-85 

22-0 

109231 

12-4 

12-2 

60-0 

1-28989 

330 

82-4 

23-0 

1-09686 

130 

12-7 

61-0 

1-29581 

33-5 

32-9 

24-0 

1-10145 

13-5 

13-3 

62-0 

1-30177 

34-0 

33-4 

25-0 

1-10607 

14-1 

13-8 

63-0 

1-30777 

34-5 

33-9 

26-0 

1-11072 

14-6 

14-35 

64-0 

1-31381 

35-1 

34-4 

27-0 

1-11541 

15-2 

14-9 

65-0 

1-31989 

35-6 

34-9 

88-0 

1-12013 

15-7 

16-4 

66-0 

1-32601 

36-1 

35-4 

290 

1-12488 

16-3 

16-0 

67-0 

1-33217 

36-6 

35-9 

30-0 

1-12967 

16-8 

16-5 

68-0 

1-33836 

37-1 

36-4 

310 

1-13449 

17-4 

17-1 

69-0 

1-34460 

37-6 

36-9 

32-0 

1-13934 

17-95 

17-6 

70-0 

1-35088 

38  1 

87-4. 

33-0 

1-14423 

18-5 

18-15 

71-0 

1-35720 

38-6 

37-9 

34-0 

1-14915 

19-05 

18-7 

72-0 

1-36355 

39-1 

S8-4 

35-0 

1-15411 

19-6 

19-2 

73-0 

1-36995 

39-6 

38-9 

36-0 

1-15911 

201 

19-8 

74-0 

1-37639 

401 

39-4 

37-0 

1-16413 

20-7 

20-3 

75-0 

1-38287 

40-6 

39-9 

38-0 

1-16920 

21-2 

20-8 

Table  XXVIII.  is  for  correcting  readings  of 

the'  Brix  hydrometer,  taken  at  different  tem- 

peratures, to  17-5°C. 

In  his  studies  on  the  products  of  the  hydro- 

lysis of  starch,  O'Sullivan  made  use  of  a  divisor 

for   calculating   the  concentration    (grms.   per 

100  CO.)  from  the  specific  gravity  of  tho  solu- 

tions.   This    divisor    was   the    excess    specifio 

gravity   of   a   solution   of   maltose   containing 

10  griiis.  in  100  c.c.     Brown  and  Heron  subse- 

quently suggested  the  divisor  3-86,  which  is -the 

excess  specifio  gravity  (oaUing  water  1000)  of  a 

solution  containing  10  grms.  of  sucrose  in  100  c.c. 

Comnarative  accuracy  can  be  obtained  with  the 

use  of  this  divisor  with  solutions  containing  up 

to  10  grms.  per  100  c.c.  of  dissolved  substance 

if  the  specific  gravity  is  corrected  for  the  in- 

fluence of  mineral  matter  (see  below).     If  the 

specifio  gravities  of  the  solutions  are  expressed 

in  comparison  with  water  as  1000,  then  obviously 

thei 

ifalues  a 

so  ex 

press 

the  Vi 

eights  1 

ngrai 

us  of 

1  litre  of  tbe  solution,  or  where  the  specifio  gravi- 
ties are  taken  at  15-5°/15-5°  or  at  any  other 
temperature,  the  weight  in  grams  of  1000  fluid 
grms.  of  the  solution.  It  follows  from  this  that 
the  concentration  (grams  per  100  c.c. — 100  fluid 
grms.)  cftn   bp   calculated  by   the   si((J   of   tba 
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Table  XXVIII. 


Degrees  Brix  of  solution 

Tempera- 

ture, 

degrees 

Centigrade 

0 

5 

10 

15 

20 

25 

30 

35^ 

40     1      50 

60 

70 

1    ''* 

■ ~~T 1 

Corrections  to  be  subtracted  from  degrees  Brix                                          1 

0° 

017 

0-30 

0-41 

0-62 

0-62 

0-72 

0-82 

0-92 

0-98 

Ml 

1-22 

1-25 

1-29 

5, 

0-23 

0-30 

0-37 

0-44 

0-52 

0-59 

0-65 

0-72 

0-75 

0-80 

0-88 

0-91 

0-94 

10 

0-20 

0-26 

0-29 

0-33 

0-36 

039 

0-42 

0-45 

0-48 

0-50 

0-54 

0-58 

0-61 

11 

0-18 

0-23 

0-26 

0-28 

0-31 

0-34 

0-36 

0-39 

0-41 

0-43 

0-47 

0-50 

0-53 

12 

016 

0-20 

0-22 

0-24 

0-26 

0-29 

0-31 

0-33 

0-34 

0-36 

0-40 

0-42 

0-46 

13 

0-14 

0-18 

019 

0-21 

0-22 

0-24 

0-26 

0-27 

0-28 

0-29 

0-33 

0-35 

0-39 

14 

0-12 

015 

016 

0-17 

0-18 

019 

0-21 

0-22 

0-22 

0-23 

0-26 

0-28 

0-32 

15 

0-09 

Oil 

0-12 

0-14 

0-14 

015 

0-16 

0-17 

0-16 

0-17 

019 

0-21 

0-25 

16 

006 

0-07 

008 

0-09 

0-10 

010 

Oil 

012 

012 

0-12 

0-14 

016 

0-18 

17 

002 

0-02 

003 

003 

003 

004 

004 

0-04 

0-04 

004 

0-05 

005 

0-06 

CorrectlcqiB  to  be  added  to  degrees  Briz 

18 

002 

0-03 

0-03 

003 

003 

003 

003 

003 

■003 

003 

003 

003 

0-02 

19 

0-06 

0-08 

0-08 

0-09 

009 

0-10 

0-10 

010 

0-10 

0-10 

0-10 

0  08 

0-06 

20 

Oil 

0-14 

015 

017 

0-17 

0-18 

0-18 

018 

0-19 

0-19 

0-18 

015 

0-11 

21 

0-16 

0-20 

0-22 

0-24 

0-24 

0-25 

0-26 

0-25 

0-26 

0-26 

0-25 

0-22 

0-18 

22 

0-21 

0-26 

0-29 

0-31 

0-31 

0-32 

0-32 

0-32 

0-33 

0-34 

0-32 

0-29 

0-25 

23 

0-27 

0-32 

0-35 

0-37 

0-38 

0-39 

0-39 

0-39 

0-40 

0-42 

0-39 

0-36 

0-33 

24 

0-32 

0-38 

0-41 

0-43 

0-44 

0-46 

0-46 

0-47 

0-47 

0-50 

0-46 

0-43 

0-40 

25 

0-37 

0-44 

0-47 

0-49 

0-51 

0-53 

0-54 

0-55 

0-55 

0-58 

0-54 

0-51 

0-48 

26 

0-43 

0-50 

0-54 

0-56 

0-58 

0-60 

0-61 

0-62 

0-62 

0-66 

0-62 

0-5§ 

0-55 

27 

0-49 

0-57 

0-61 

(J-63 

0-65 

0-68 

0-68 

0-69 

0-70 

0-74 

0-70 

0-65 

0-62 

28 

0-56 

0-64 

0-68 

0-70 

0-72 

0-76 

0-76 

0-78 

0-78 

0-82 

0-78 

0-72 

0-70 

29 

0-63 

0-71 

0-75 

0-78 

0-79 

0-84 

0-84 

0-86 

0-86 

0-90 

0-86 

0-80 

0-78 

30 

0-70 

0-78 

0-82 

0-87 

0-87 

0-92 

0-92 

0-94 

0-94 

0-98 

0-94 

0-88 

0-86 

35 

1-10 

1-17 

1-22 

1-24 

1-30 

1-32 

1-33 

1-35 

1-36 

1-39 

1-34 

1-27 

1-25 

40 

1-50 

1-61 

1-67 

1-71 

1-73 

1-79 

1-79 

1-80 

1-82 

1-83 

1-78 

1-69 

1-65 

50 

— 

2-65 

2-71 

3-74 

2-78 

2-80 

2-80 

2-80 

2-80 

2-79 

2-70 

2-56 

2-51 

60 

— 

3-87 

3-88 

3-88 

3-88 

3-88 

3-88 

3-88 

3-90 

3-82 

3-70 

3-43 

3-41 

70 

— 

5-17 

5-18 

5-20 

5-14 

513 

5-10 

5-08 

6-06 

4-90 

4-72 

4-47 

4-35 

■     80 

_^ 

^_ 

€•62 

659 

6-54 

6-46 

6-38 

6-30 

6-26 

606 

5-82 

5-SO 

6-33 

90 





8-26 

8-16 

8-06 

7-97 

7-83 

7-71 

7-58 

7-30 

6-96 

6-58 

6-37 

100 

— 

— 

1001 

9-87 

9-72 

9-56 

9-39 

9-21 

903 

8-64 

8-22 

7-76 

7-42 

formula  C  = 


S-1000 
d 


where  C  is  the  required 


concentration,  S  is  the  specific  gravity  of  the 
solution,  and  d  the  excess  specific  gravity  of 
a  1  p.c.  solution  of  any  given  pure  sugar. 

Brown,  Morris  and  Mlar  (Chem.  Soc.  Trans. 
71,  72)  have  determined  the  divisors  for  sucrose, 
dextrose,  fructose,  invert  sugar,  maltose  and 
certain  mixed  products  of  the  hydrolysis  of 
starch  at  various  concentrations.  Ling,  Eynon 
and  Lane  (Seventh  Inter.  Cong.  Appl.  Chem., 
Section  I.,  p.  137)  have  repeated  this  work  for 
solutions  of  dextrose,  Isevulose  and  maltose.  The 
following  may  be  regarded  as  the  accurate 
divisors  for  solutions  for  the  undermentioned 
sugars  containing  10  grms.  in  100  c.o.  Sucrose, 
3-86  (Brown  and  Heron),  dextrose,  3-82  (Ling, 
Eynon  and  Lane),  Isevulose,  3-92  (Ling,  Eynon 
and  Lane),  invert  sugar,  3-87  (mean  of  dextrose 
and  IsBvulose  values),  maltose,  3-91  (Ling, 
Eynon  and  Lane).  MixJed  starch  transforma- 
tion products  3-93-4-01  (Brown,  Morris  and 
Millar)-  The  divisor  in  all  cases  increases  with 
a  decrease  of  concentration.  In  the  analysis  of 
commercial  products,  however,  solutions  con- 
taining 10  grms.  per  100  c.o.  are  usually  em- 
ployed. It  has  already  been  mentioned  that  in 
applying  this  method  of  estimating  the  con- 
centration of  a  sugar  solution,  it  is  necessary 


to  correct  for  the  influence  of  the  mineral  matter. 
Solutions  of  most  salts  have  much  higher  specific 
gravities  for  a  given  concentration  than  those 
of  the  sugars.  Heron  found  that  the  mean 
specific  gravity  of  a  solution  of  the  sulphated 
mineral  matter  containing  1  grm.  per  100  c.c. 
is  1008,  and  this  value  in  the  writer's  experience 
is  not  far  from  the  truth.  If,  therefore,  the 
percentage  of  soluble  ash  in  a  sample  be  multi- 
plied by  0-8  and  the  product  deducted  from 
the  specific  gravity  of  the  solution  of  c=10, 
the  remainder  divided  by  the  appropriate 
number  will  give  the  grams  of  sugar  per  100  c.o. 
with  a  fair  degree  of  accuracy.  Proteins  have 
very  little  influence  on  this  method,  as  the 
specific  gravities  of  their  solutions  are  so  low. 
To  calculate  the  carbohydrate  concentration  of 
beer  worts,  the  writer,  after  diluting  to  a  sp^oiflo 
gravity  of  about  1040,  determines  the  specific 
gravity  at  15-5°/15-5°,  corrects  for  ash  as  above 
and  divides  the  corrected  excess  specific  gravity 
by  4.  This  practice  is  also  adopted  by.  several 
other  chemists. 

Befractomelric  methods  of  estimating  water  and 
solid  matter.  The  principle  and  construction  of 
different  forms  of  the  refractometer  is  dealt 
with  in  a  special  article  (vol.  iv.  p.  550). 
These  instruments  have  been  applied  to  a  large 
number  of  products  for  several  years,  but  the 
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Tablk    XXIX. — Sefractive  Index   and    Water 
Content  of  Siigar  Solutions. 


first  to  suggest  their  a}>pUcatioii  to  commercial 
sugars  and  molasses  was  apparently  Stromer  in 
1883  (Oest.  Ung.  Zeit.  Zuckerind.  12,  925; 
13,  185),  who  pointed  out  that  the  re&active 
indices  and  specific  gravities  of  sugar  solutions 
ran  parallel  to  one  another.  In  1901,  Stolle 
(Zeits.  Ver.  Dents.  Zuckerind.  51,  469)  showed 
that  solutions  of  sucrose,  dextrose,  Isevulose,  and 
lactose  of  the  same  concentration  had '  sub- 
stantially the  same  refractive  indices.  He  used 
the  Pulfrich  instrument.  The  next '  work  of 
importance  in  thig  connection  is  that  of  Tolm^nn 
and  Smith  (J.  Amer.  Chem.  Soo.  28,  1476),  who 
used  an  Abbe  refractometer.  The  first  to  place 
the  refractometric  method  on  a  sound  practical 
basis,  as  regards  its  application  to  sugar  analysis, 
was,  however,  Main  (Inter.  Sugar  Journ.  9,  481). 
Main  worked  with  the  Abbe  refractometer  and 
constructed  a  table  which  has  since  been 
checked  by  Schonrock  in  the  laboratories  of  the 
PhysikiaJisch-Technische  Beiohanstalt,  Berlin. 
Schonrock's  ^  restdts,  which  are  given  in  Table 
XXI^.,  show  no  greater  deviation  from  those 
of  Main  than  4  in  the  fourth  place  of  decimals. 

Stanek  (Zeits.  Ver.  Deutsch.  Zuckerind.  61, 
421)  determined  the  corrections  to  be  applied 
to  Main's  table,  when  the  observations  are  made 
at  temperatures  other  than  20°C.  His  results 
are  embodied  in  Table  XXX. 

The  immersion  refractometer  {I.e.,  vol.  iv.  p. 
553)  has  aiso  been  employed  for  sugar  products. 
The  range  is,  however,  much  less  than  that  of  the 
Abbe  instrument,  the  scale  being  restricted  to 
solutions  containing  21-7  p.o.  of  sugar  and  less. 
The  instrument  is,  however,  capable  of  yielding 

'  Schenroek  has  modified  the  Abbe  refractometer. 
Instead  of  glasa  of  refractive  index  of  TV  he  uses  the 
less  refractive  flint  glass.  This  enables  darker  products 
and  more  concentrated  solutions^-up  to  85  per  cent, 
concentration — ^to  be  examined.  The  modifled  instru- 
ment is  constructed  by  Messrs.  Zeiss  &  Go. 

Table  XXX. — Stanek's  Correction  Table. 

For  Determining  Water  in  Sugar  Solutions  by  means  of  the  Abbe  Refractometer  when  Readiligs 

are  made  at  other  Temperatures  than  20°  0. 


«"■ 

»D 

u> 

«D 

u> 

1-3330 

100 

1-3883    * 

66 

1-3344 

99 

1-3902 

65 

1-3359 

98 

.    1-3920 

64 

1-3374 

97 

1-3939 

63, 

1-3388 

96 

1-3958 

62 

1-3403 

95 

1-3978 

61 

1-3418 

94 

1-3997 

60 

1-3433 

93 

1-4016 

59 

1-3448 

92 

1-4036 

68 

1-3464 

91 

1-4056 

57 

1-3479 

90 

1-4076 

66 

1-3494 

89 

1-4096 

55 

1-3510 

88 

1-4117 

64 

1-3526 

87 

1-4137 

53 

1-3541 

86 

1-4158 

52 

1-3557 

85 

1-4179 

51 

1-3573 

84 

1-4200 

60 

1-3590 

83 

1-4221 

49 

1-3606 

82 

1-4242 

48 

1-3622 

81 

1-4264 

47 

1-3639 

80 

1-4285 

46 

1-3655 

79 

1-4307 

45 

1-3672 

78 

1-4329 

44 

1-3689 

77 

1-4351 

43 

1-3706 

76 

1-4373 

-     42 

1-3723 

75 

1  -4396 

41 

1-3740 

74 

1-4418 

40 

1-3758 

73 

1-4441 

39 

1-3775 

72 

1-4464 

38 

1-3793 

71 

1-4486 

37 

1-3811 

70 

1-4509  * 

36 

1-3829 

69 

1-4532 

35 

1-3847 

68 

^1-4555 

34 

1-3865 

67 

■   Water 
pet  cent. 

95 

90 

85 

80 

70 

60 

50 

40 

30 

25 

Water 
pet  cent. 

Tempera- 
ture C. 

T 

a  be  add 

id  to  the 

per  cent. 

of  water 

Tempera- 
ture C. 

15 

0-25 

0-27 

0-31 

0-31 

0-34 

0-35 

0-36 

0-37 

0-36 

0-36 

15- 

16 

0-21 

0-23 

0-26 

0-27 

0-29 

0-31 

0-31 

0-32 

0-31 

0-29 

16 

17 

0-16 

0-18 

0-20 

0-20 

0-22 

0-23 

0-23 

0-23 

0-20 

0-17 

17 

18 

Oil 

0-12 

0-14 

0-14 

0-16 

0-16 

0-16 

0-15 

0-12 

0-90 

18 

19 
21 

006 

0-07 

008 

0-08 

008 

0-09 

009 

0-08 

0-07 

0-05 

19 

21. 

Tob 

i  subtrac 

ted  from 

the  per  c 

«nt.  of  w 

ater. 

006 

0-07 

0-07 

0-07 

0-07 

0-07 

007 

0-07 

0-07 

007 

22 

0-12 

0-14 

0-14 

0-14 

0-14 

0-14 

0-15 

0-14 

0-14 

0-14 

22 

23 

0-18 

0-20 

0-20 

0-21 

0-21 

0-21 

0-23 

0-21 

0-22 

0-22 

23 

24 

0-24 

0-26 

0-26 

0-27 

0-28 

0-28 

0-30 

0-28 

0-29 

0-29 

24 

25 

0-30 

0-32 

032 

0-34 

0-36 

0-36 

0-38 

0-36 

0-36 

0-37 

25 

26 

0-36 

0-39 

0-39 

0-41 

0-43 

0-43 

0-46 

0-44 

0-43 

0-44 

26 

27 

0-43 

0-46 

0-46 

0-48 

0-50 

0-51 

0-55 

0-62 

0-50 

0-51 

27 

28 

0-50 

0-53 

0-53 

0-55 

0-68 

0-59 

0-63 

0-70 

0-67 

0-59 

28 

29 

0-57 

0-60 

0-61 

0-62 

0-66 

0-67 

0-71 

0-78 

0-65 

0-67 

29 

30 

0-64 

0-67 

0-70 

0-71 

0-74 

0-75 

0-80 

0-86 

0-73 

0-75 

30 

Water 
per  cent. 

95 

90 

85 

80 

70 

■    60 

50 

40 

30 

25 

Water 
pet  cent. 
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more  accurate  results -than  the  Abbe  refracto- 
meter,  since  it  gives  a  much  sharpei  border  line 
than  the  latter. 

Comparison  of  densimetric  and  refractometric 
methods.  When  either  of  these  methods  is 
applied  to  commercial  products,  the  assumption 
is  made  that  the  results  are  affected  similarly 
by  all  the  solid  matters  present,  which  is  by  no 
means  the  case.  It  has  been  shown  above,  for 
example,  that  the  divisors  to  be  appUed  to  the 
specific  gravities  of  solutions  of  sugars  in  order 
to  calculate  their  concentration,  differ  according 
to  the  particular  sugar  dealt  with,  and.that  they 
also  vary  with  the  concentration  of  the  solution 
of  one  and  the  same  sugar.  Further,  weight 
for  weight  mineral  matter  produces,  roughly 
speaking,  twice  the  effect  on  specific  gravity  as 
do  sugars  themselves,  whilst  protein  substances 
have  a  much  lower  specific  gravity  coefficient 
than  have  the  sugars.  Refractometric  methods, 
on  the  other  hand,  can  be  appUcd  over  a  much 
wider  range  of  mixtures  wjthout  impairing 
their  accuracy  for  practical  requirements,  than 
can  densimetric  methods.  Thus,  Stanek,  work- 
ing with  Main's  table,  has  shown  (Zeits.  Zuoker- 
ind.  Bohmen,  34,  5)  that  with  solutions  of 
betaine,  sodium  formate,  potassium  formate, 
sodium  acetate,  potassium  acetate,  sodium 
butyrate,  sodium  lactate  and  potassium  lactate, 
a  very  fair  approximation  to  the  truth  is  ob- 
tained with  refractometric  methods,  whilst  with 
densimetric  methods  the  divergencies  from  the 
truth  are  considerable.  It  should  be  pointed 
out,  however,  that  whereas  refractometric  values 
can  only  be  determined  to  four  significant  places, 
it„  is  easy  to  measiure  specific  gravities  to  five 
significant  places. 

The  writer  desires  to  thank  his  assistant, 
Mr.  George  McLaren,  for  help  in  collecting 
together  some  of  the  commercial  analyses 
recorded  in  this  article.  A.  B.  L. 

SUGAR  CANE  WAX  v.  Waxes. 

SUGAR  OF  LEAD.    Lead  acetate  {v.  Acetic 

ACID). 

SUINE.       A  butter  substitute  made  from 

pigs'  fat  (t)..MAIM}ARINE). 

SULFAMINOL  v.  Synthetic  drugs. 

SULFOSOT  V.  Synthetic  drugs. 

SULPHAMMONIUM.  The  various  forms  of 
sulphur  dissolve  in  liquid  ammonia  forming  a 
purple  solution,  which,  according  to  Moissan, 
contains  a  definite  compound,  stable  up  to  90°, 
which  he  terms  sulphammonium.  It  gives  a 
characteristic  absorption  spectrum  and  reacts 
with  iodine  and  a  number  of  metals  and  salts 
forming  coloured  substances  decomposing  at 
the  ordinary  temperature  and  pressure  (Moissan, 
Bull.  Soo.  chim.  1902,  [in.]  27,  652). 

SULFHANILIC   ACID   (^-Aniline   sulpTionic 

Of) 

acid)    C,H4-NH,-HS03,    or    C,H4<^'jf' >    is 

formed  by  heating  aniline  p- phenol  sulphonate, 
or  by  heatinw  aniline  with  concentrated  sulphuric 
acid,  or  aniline  ethyl  sulphate  to  200°  (limp- 
richt,  Annalen,  1875,  177,  80) ;  the  nitration 
products  of  benzene  sulphqnic  acid,  when 
reduced  with  ammonium  hydroxide  and  hydro- 
gen sulphide,  yield  the  three  aminosulphonic 
acids,  which  may  be  separated  mechanically 
after  rccrystallisation.  The  light  crystals  of  the 
r/i  acid  rise  to  the  surfaci-,  and  may  be  removed 


from  the  others  by  washing.  The  residue  is 
heated  to  110°-120°  when  the  p-  acid  becomes 
powdered  and  may  be  separated  by  passing 
through  a  sieve  (Franklin,  Ainer.  Chem.  J.  18^8, 
20.  457). 

Sulphanilio  acid  may  be  prepared  by  heating 
28  parts  of  ohlorobenzene-j)-sulphonio  acid  with 
370  of  25  p.o.  ammonia  solution,  and  5  of  cuprio 
chloride  for  12  hours  to  170°  in  a  closed  vesseL 
The  mass  is  then  mixed  with  sodium  carbonate, 
the  ammonia  is  distilled  off,  the  residue  filtered 
and  concentrated,  when  the  sodium  salt  of 
sulphanilic  acid  separates  (Bloxam,  D.  B.  P. 
205150 ;  J.  Soc.  Chem.  Ind.  1908,  1147).  The 
acid  may  also  be  obtained  by  the  action  of 
hot  strong  acids  or  alkalis  on  acetylaniline-j)- 
sulphonamide  (Gelmo,  J.  pr.  Chem.  1908,  [ii.]  77, 
369),  and  bv  other  methods  (Gerhardt,  Annalen, 
1846,  60,  310;  Buckton  and  Hofmann,  ibid. 
1856,  100,  163;  Pratesi,  Ber.  1871,  4,  970; 
Kopp,  ibid.  978 ;  Bamberger  and  Kunz,  ibid. 
1897,  30,  2277;  Wenghoffer,  J.  pr.  Chem. 
1877,  [ii.]  16,  454;  WohUahrt,  ibid.  1902,  66, 
551 ;  Cohn  and  Springer,  Monatsh.  1903,  24, 
87;  Bouchetal,  Bull.  Soo.  chim.  1904,  [iU.] 
31,  24). 

Sulphanilio  acid  forms  a  monohydrate  and  a 
dihydrate.  The  stable  solid  in  contact  with 
saturated  solutions  is  dihydrate  from  0°  to  21°, 
monohydrate  from  21°  to  40°,  and  anhydrous 
acid  from  40°  upwards  (Philip,  Chem.  Soc. 
Trans.  1913,  284).  The  dihydrate  is  strongly 
efflorescent,  and  on  losing  its  water  at  the 
ordinary  temperature,  passes  directly  into  the 
anhydrous  acid.  The  latter  may  be  obtained 
by  ciystalliaation  not  only  from  hot  water,  but 
also  from  fuming  sulphuric  acid  (Laar,  Ber. 
1881,  14,  1933).  It  chars  when  heated  to 
280°-300°.  It  acts  as  a  monobasic  acid 
(Astruc,  Compt.  rend.  1900,  130,  1563), 
yields  aniline  when  fused  with  caustio 
potash,  and  when  the  barium  salt  is 
treated  with  bromine  water,  it  forms  tribrom- 
aniline  and  barium  dibromoanilinesulphonate. 
When  oxidised  with  chromic  acid  it  yields 
quinone  (Sohrader,  Ber.  1875,  8,  759 ;  Limp- 
richt,  ibid.  1885,  18,  1419 ;  Laar,  J.  pr.  Chem. 
1879,  [ii.]  20,  242). 

Sulphanilic  acid  forms  salts  with  the  alkali 
metals,  also  with  barium  copper,  silver,  and 
cerium  (Gerhardt,  I.e. ;  Laar,  I.e. ;  Morgan  and 
Cahen,  Chem.  Soc.  Trans.  1907,  477).  On 
pouring  a  mixture  of  sodium  sulphanilate  and 
sodium  nitrite  in  aqueous  solution  into  dilute 
sulphuric  acid,  it  forms  benzene-diazonium  sul- 

pJionic  acid  C,Hj<gQ^>,  which  is  important 

in  the  preparation  of  azo  dyes,  such  as  heli- 
anthine.  Finely  powdered  dry  sodium  sul- 
phanilate reacts  with  acetic  anhydride  forming 
sodium  acetylaniline-'p-sulphonate,  which,  with 
concentrated  sulphuric  acid,  yields  the  free 
acid  NHAc-C,H4,S03H.  The  sodium  acetyl  salt 
treated  with  phosphorus  pentachloride  and  then 
with  cold  water  yields  the  corresponding  svl- 
phmyl  chloride  NHAc-CjHj.SOjCl,  m.p.  149° 
(Schroeter,  Uer.  1906,  39,  1559). 

When  46-2  grms.  of  sodium  -p-sulphanilateis 
heated  with  1  Utre  of  water,  18  c.c.  hydrochloric 
acid,  and  54  grms.  of  tetramethyldiaminodi- 
plienylcarbinol,  on  a  water-bath  for  6  hours 
to  80°-90°,  equal  (juantities  pf  the  following 
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BUbstanSeS  afB  obtained  i  (I)  a  yellow  crystal- 
lihe  compound  dyeing  tannin-mordanted  cotton 
yellow,  similar  to  auramine  ;  (2)  a  snlphonated 
leuco  base,  converted  by.  lead  peroxide  into  a 
green  dyestufE  for  wool,  decolorised  by  alkalis  j 
(3)  a  substance  soluble  in  water,  which  does  not 
yield  a  dyestuff  on  oxidation  ;  (4)  bexamethyl- 
triaminotriphenylmethane  (crystal  violet).  With 
tn-BuIphaniUo  acid  treated  similarly  (but  in 
different  proportions),  yields  as  chief  product 
a  sulphonated'leuco  base,  which,  on  oxidation, 
yields  a  violet  dyestufi  turned  green  by 
caustic  soda.  K  the  leuco  base  is  diazotised, 
boiled  with  water,  and  then  oxidised,  it 
yields  a  green  dyestuff,  reddened  by  alkalis ; 
but  if  the  diazo  compound  is  boiled  vfith 
alcohol  and  the  product  oxidised  with  lead 
peroxide,  it  forms  a  dyestuff  which  colours  wool 
bluish-green  shades  remarkably  fast  to  caustic 
soda  (Suais,  Bull.  Soc.  chim.  1897,  [iii.]  17,  517). 
Sulphanilic  acid  yields  a  number  of  nitro, 
halogen,  and  other  derivatives. 

SULPHAZIDES  may  be  prepared  by  the 
action  of  sulphurous  acid  upon  the  acid  solution 
of  diazo  salts,  or  by  passing  nitrous  acid  into  or 
■  adding  potassium  nitrite  to ,  an  ice-cooled  solution 
of  the  diazo  salt  in  alcohol  saturated  with  sul- 
phurous acid  (Limpricht,  Ber.  1887,  20,  1238). 
According  to  Eng.  Pat,  12872^  1900,  a  much 
better  yield  is  obtained  by  diazotising  an 
aromatic  amine  in  hydrochloric  acid  solution, 
mixing  this  with  sodium  bisulphite  and  adding 
•  the  diazo  sulphite  thus  formed  to  .an  alcoholic 
solution  of  sulphurous  acid  (J.  Soc.  Chem.  Ind. 
1900,  893). 

Phenylbenzenesulphazide 

ajHeNH-NHSOjCsH, 
forms  white  leaflets,  m.p.  148°-150''. 
o-Tolyltoluenesulphazlde 

C,H,NH'NHSOaC,H, 
forms  white  lustrous  needles,   m.p.   140'-142° 
(decomp.) ;  the  y-tolyl-  derivative  has  m.p.  140°. 
Nitro  derivatives   of    these  compounds  are 
described  by  Limpricht  (i.e.). 

When  the  sulphazides  are  heated  with  baryta, 
or  with  soda  solution,  or  with  alcoholic  soda,  they 
are  decomposed,  yielding  the  corresponding  sul- 
phinic  acid,  nitrogen,  and  an  aromatic  hydro- 
carbon. 

Similarly,  nitroBulphinic  acids  and  nitro - 
hydrocarbons  are  formed  from  the  nitrosulpha- 
sddes. 

SULPHIDE  DYES. 

Historical  aummary.  Sulphur  enters  into 
the  composition  of  many  important  organic 
colouring  matters  of  widely  different  properties 
and  mode  of  application  (v.  Methylene  blue, 
PEiMDiiiNE,  &c.),  but  the  group  of  dyes  comprised 
under  the  above  heading  is  distinguished  by 
the  dyeing  process  employed  in  fixing  these 
compounds  on  the  textile  fibres,  usually  cotton. 
The  sulphide  dyes  are  soluble  with  reduction 
in  aqueous  solutions  of  the  alkali  sulphides  giving 
rise  to  leuco  derivatives  which  have  a  consider- 
able affinity  for  the  cotton  fibre.  After  absorp- 
tion by  the  cotton  these  leuco  compounds  are 
oxidised  in  situ  to  the  insoluble  dye,  either  by 
air  or  by  chemical  agents.  In  this  behaviour 
the  sulphide  colours  somewhat  resemble  indi- 
potin,  thioindigo,  and  other  vat  dyes  (ti.  Vat 
Pyes,  &c.),  and  proposals  have  keen  made  for 


employing  these  colours  in  the  vat-dyeing  pro- 
cesses (D.  R.  PP.  146797,  200391). 

The  earliest  experiments  in  this  field  of 
tinctorial  chemistry  were  made  by  Troosb  in 
1861,  who  reduced  a  crude  mixture  of  1  :  5-  and 
1  :  8-dinitronaphthalenes  With  sodium  sulphide 
and  other  reducing  agents,  and  obtained 
coloured  products  giving  red,  violet,  and  blue 
shades  on  the  textile  fibres  (J.  1801,  958 ;  r/. 
Fr.  Pat.  244885).  But  although  these  experi- 
ments indicated  the  influence  of  sulphur  in  the 
conversion  of  organic  compounds  into  colouring 
matters,  the  substances  produced  met  with  no 
success  as  dyes.  The  first  discovery  of  technical 
importance  was  embodied  in  a  patent  - 
taken  out  bv  Croissant  and  Bretonnifere  (Eng. 
Pat.  1489,  1873;  Fr.  Pat.  98915;  c/.  Bull. 
Soc.  Ind.  Mulhouse,  1874,  408),  in  which  these 
chemists  showed  that  a  -  very  heterogeneous 
collection  of  organic  materials  were  capable 
of  yielding  dyes  when  heated  with  alkali 
sulphides  and  polysulphides.  The  materials 
enumerated  in  the  patent  are  in  most  cases 
products  of  the  vital  activities  of  animal  and 
vegetable  life,  together  with  certain  waste 
products  of  manufacture,  among  which  the 
fallowing  may  be  mentioned:  wood,  sawdust, 
humus,  vegetable  detritus,  lichens,  mosses,  bran, 
farina,  glutin,  starch,  sucrose,  glucose,  cellulose, 
paper  and  cotton  waste,  tannin,  gallic  acid, 
gelatin,  casein,  albumin,  blood,  horn,  feathers, 
animal  excrement,  the  organic  acids  and  their 
salts,  aloes,  resins,  gums,  gum-resins,  and  soot. 

Two  modes  of  interaction  are  distinguishable 
in  the  patent.  In  one  process  aloes  are  warmed 
with  an  aqueous  solution  of  sodium  polysulphide 
when  a  dye  is  produced,  dyeing  cotton  in  lilac  and 
grey  shades.  The  patentees  state  that  this  dye 
is  an  additive  product,  the  sulphur  being  intro- 
duced into  the  molecule  without  replacement  of 
hydrogen  in  the  form  of  hydrogen  sulphide. 

In  the  second  process,  which  is  by  far  the 
more  widely  applicable,  the  organic  matter  is 
heated  with  alkali  polysulphides  at  temperatures 
above  100°  and  approaching  300°;  Substitution 
occurs,  sulphur  being  introduced  into  the 
molecule  whUe  hydrogen  sulphide  is  evolved. 
The  products  dye  in  various  shades  of  brown, 
and  the  patentees'  experiments  indicated  that 
the  higher  the  temperature  of  heating  the  darker 
was  the  shade  of  colour  produced. 

In  spite  of  the  wide  scope  of  the  patent  only 
one  useful  colour  was  obtained  under  it  for 
about  20  years.  This  product  was  Cachou  de 
Laval,  a  brown  dye  which  was  generally  pre- 
pared by  healing  together  sawdust,  sodium 
sulphide,  and  sulphur  (w.  infra). 

The  next  development  in  the  sulphide  dye 
industry  occurred  20  years  later,  when  Vidal 
found  that  certain  aromatic  nitro  compounds 
were  capable  of  yielding  green,  blue,  brown, 
and  even  black  dyes  (Vidal  black)  when  heated 
with  alkali  polysulphides.  This  discovery  was 
the  turning-point  in  the  manufacture  of  sulphide 
colours,  for  from  this  time  onward  the  attention 
of  inventors  -was  directed  towards  the  production 
of  these  colours  from  definite  coal-tar  deriva- 
tives rather  than  from  the  ill-defimed  materials 
indicated  in  Croissant  and  Bretonnifere's  patent. 

The  compounds  first  utilised  by  Vidal  for 
the  production  of  brown  and  black  sulphur  dyes 
were  the  nitrated  products  of  phenol  and  it8 


270 


SULPHIDE  DYES. 


homologues.  Acyl  derivatives  of  aromatic, 
nitro-amihes  and  diami^es  were  then  employed 
(D.  R.  P.  83748),  and  in  1897  the  nitro  deriva- 
tives of  hydiozydiphen^lamine  Were  madb  use 
of  in  the  production  of  Immedial  black.  Im- 
provements in  the  manufacture  of  sulphide 
blues  speedily  followed,  culminating  in  the 
discovery  in  1900  of  Immedial  pure  blue  and 
its  homologues  from  dialkyl-p-amino-j)-hydroxy- 
diphepylamines  (D.  E.  P.  134947). 

The  addition  of  copper  salts,  or  even  finely- 
divided  copper  to  the  alkaU  sulphide  fusions  of 
diamino-  and  dialkylamino-hydroxydiplienyl- 
amines  led  in  1901  to  the  production  of  green 
sulphide  dyes  (D.  R.  PP.  135410,  148024). 

Yellow,  orange,  and  bro^vn  sulphide  dyes 
resulted  in  1902  from  the  thionation  of  tolylene- 
2 : 4-diamine  and  its  acyl  derivatives  with 
sulphur  alone,  the  products  being  rendered 
soluble  by  subsequent  treatment  with  aqueous 
sodium  sulphide  (D.  R.  PP.  139430,  144762, 
152S95).  These  dyes  resemble  the  thiazole 
colouring  matters  in  the  fact  that  they  are  formed 
from  aromatic  compounds  containing  methyl 
and  other  non-aromatic  groups.  These  side 
chains  play  an  essential  part  in  the  production 
of  the  colouring  matter,  just  as  they  do  in  the 
case  of  dehydrothiotoluidine  and  primuline,  for 
diamines,  such  as  m-phenylenediamine,  without 
side  chains  do  not  furnish  these  yellow  and 
-^jrange  dyes. 

Although  the  problem  of  producing  scarlet 
and  bri"ht-red  sulphide  dyes  has  not  hitherto 
been  solved,  it  has  been  shown  that  colouring 
matters  of  distinctly  reddish  shade  can  be  ob- 
tained by  thionating  certain  of  the  red  dyestuSs, 
such  as  the  azines,  rosindulines,  and  safranines, 
in  some  cases  in  the  presence  of  copper  salts  (D. 
R.  PP.  126175, 152373,  161462,  177709,  181125). 

These  red  sulphide  dyes,  however,  are  less 
fast  to  light  than  the  bro^n  and  black  dyes  of 
this  series,  and  the  yellow  sulphide  colours  also 
suffer  to  some  extent  from  this  drawback. 
On  this  account  the  greatest  development  of 
the  sulphide  dye  industry  has  taken  place  in 
the  production  of  brown,  blue,  and  particularly 
black  dyes,  the  last  of  which  are  now  manu- 
factured on  an  enormous  scale  owing  to  their 
cheapness,  fastness,  and  ease  of  application. 

As  the  exact  chemical  constitution  of  the 
various  commercial  sulphide  dyes  is  not  in 
general  known  with  certainty,  it  ■nill  be  con- 
venient to  group  these  substances  together  iu 
accordance  mth  theit  tinctorial  properties. 

The  firms  engaged  in  the  manufacture  of 
sulphide  dyes  designate  their  respective  products 
by  generic  names  which  are  set  forth  in  the 
following  table ;  the  abbreviations  in  brackets 
are  used  throughout  this  article  to  indicate  the 
makers  or  patentees  of  the  various  products 
described, 

JUimufactareri.  Sulphide  dye>. 

Aktlengeseltephaft  flir  AniUn  FabrI-    Sulphur  colours. 

katioD,  Berlin  (A.) 
Badische  ADilin-Scda-Fabrik,  Lud-    Eryogen     „ 

wjgshafen  a/Bhein  (£.) 
Gesellschaft  ftir  Ghemisohe  Indus-    Pyrogen      „ 

trie  in  Basel  {Bl.) 
Farbenfabriken    vorm.    Fr.  Bayer    Katigen      „ 

&  Co.,  Elberfeld  (Bj/.) 
Leopold  Gassella  &  Co.,  Frankfurt    Immedial    „ 

a/Main  (C.) 
Carl    JSger,    DUsseldorf-Derendorf    Thiophor  Indigo, 

iC.  J.)  &c. 


Sulphide  dyef. 

Clayton  black,&e. 

[browns,  &c. 

Cotton      blacks, 

Bclipse  colours. 

Cross  dye  colours. 

Thion  colours. 
Fj-rol  black,  &c. 


Xhlonol  colours. 

Thiogene  colours, 
melanogen 
blue,  &e. 

Thioxine  colours. 


Vidal  black,  thio- 
catectime. 

Auronal     blac!;, 

Thional  colours. 


Manafactureft. 

Clayton  Anfline  Co.,  Ltd.,  Clayton, 
Manchester  (CI.  Co.) 

Dahl  &  Co.,  Barmen  (D.) 

Anilinfarben  und  Extrakt-fabrikcn 
vorm.  J.  K.  Geigy  (ff.) 

Head  Holliday  &  Sons,  Ltd.,  Eud- 
dersBeld  (H.) 

KaUe  <fe  Co.,  Biebrich  a/Bhein  (K.) 

Farbwerk  MUlheim  vorm.  A.  Leon- 
hardt  &  Co.,  MUlheim  bei  Frank- 
furt (i.) 

Levinstein,  Ltd.,  Blackley,  Man- 
chester (Lev.) 

Farbwerke  vorm.  Meister,  Lucius  & 
Briining,  Hochst  a/Main  (M.) 

Chemische  Fabrik  Grieaheim-EIek- 

tron,    Werk    Oehler    (vorm.    K. 

Oehler,  Griesbeim)  (O.) 
Soci£t£  Anonyme  desMatieresColo- 

rantes  et  Frddults  Chemiquea  de 

St.  Denis,  Paris  (P.) 
Chemisc'he  Fabriken  vorm.  Weiler 

ter  Meer.Uerdingen  a/Bhein(T.  M.) 
Sandoz  &  Co.  (vorm.  Kern  &  Sau- 

doz),  Basle  (£.  S.) 

Black  Sulphide  Dyes. 

Vidal  Mack  {P.  Eng.  Pats.  23578, 1893 ;  9943, 
1894;  D.  R.  PP.  85330, 90369)  is  produced  by  heat- 
ing withalkali  polysulphides  cither  p-aminophenol, 
or  substances  capable  of  yielding  this  compound. 
^-Nitrophenol  (100  parts)  is  slowly  added  to 
400  parts  of  crystallised  sodium  sulphide, 
NajS,9HjO,  melted  in  its  water  of  crystallisa- 
tion ;  the  temperature  is  raised  to  130°,  and, 
when  reduction  is  complete,  75  parts  of  sulphur 
are  introduced  and  the  mixture  heated  to  150°- 
175°.  A  vigorous  reaction  takes  place,  hydrogen  " 
sulphide  being  evolved  freely  ;  finally  the  mix- 
ture becomes  too  solid  to  be  stirred,  and  is  dried 
at  180°  until  quite  hard  and  crisp.  The  dried 
mass  can  then  be  used  directly  in  dyeing,  or  the 
dye  may  be  prified  by  precipitation  from 
aqueous  sodium  sulphide  with  dilute  hydro- 
chloric acid.  Its  solution  in  alkali  sulphide  is 
green,  and  cotton  is  dyed  in  green  shades  which 
change  to  black  when  the  fabric  is  subsequently 
chromed,  the  black  shades  thus  produced  are 
extremely  fast  to  light  and  scouring  agents. 

Vidal  black  is  a  black  mass  with  bronzy 
reflex,  and  its  green  leuco  derivative,  produced 
by  aqueous  sodium  sulphide,  can  be  further 
changed  by  poweiiul  reducing  agents  (zinc  and 
sodium  hydroxide)  to  a  reduction  product  having 
no  affinity  for  cotton. 

The  purified  dye  is  obtained  by  dissolving 
the  crude  fusion  product  in  water  and  pre- 
cipitating with  dilute  acetic  or  hydrochloric  acid. 
The  precipitate  when  washed  free  from  inorganic 
salts  is  dried  at  110°,  extracted  with  carbon 
disulphide  till  free  from  uncombined  sulphur, 
washed  with  dry  ether  and  light  petroleum,  and 
dried  at  90°-100°.  The  product  is  thus  obtained 
in  small  amorphous  black  nodules  with  daA 
bronzy  lustre ;  it  contains  about  32  p.c,  of 
combined  sulphur. 

Vidal  black  S  (D,  R,  P.  88392)  is  the  soluble 
sulphite  compound  of  the  preceding  dye  pro- 
duced by  adding  100  kilbs.  of  15  p.c,  Vidal  black 
paste  to  an  aqueous  solution  containing  50  kilos, 
of  sodium  sulphite  or  bisulphite. 

A  modified  Vidal  black  is  obtained  by  heating 
with  sulphur  at  240°  p-aminophenol  and  its 
homologues  with  acetanilide,  the  acetotoluidides, 
&c.  (G.  D.  R.  P.  128361). 

Clayton  black  D  (,Cl.  Co.  D,  R,  P.  106030  j 
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Ene.  Pat.  21832, 1898).  Nitrosophenol  (95  parts), 
is  dissolved  in  92  parts  of  sodium  hydroxide 
{38°Be.),  diluted  with  500  parts  of  water  and 
mixed  successively  with  600  parts  of  sodium 
thiosulphate  in  300  parts  of  water  and  750 
parts  of  30-40  p.c.  sulphuric  acid  below  22°. 
The  filtered  solution  mixed  with  an  alkaline 
solution  of  57  parts  of  nitrosophenol  is  heated 
for  4-6  hours  until  sulphur  dioxide  is  all  evolved, 
and  then  cooled,  when  the  precipitated  dyestuff 
is  collected. 

Clayton  black  D.  is  soluble  in  aqueous  sodium 
hydroxide  or  carbonate  to  a  coal-black  solution 
turned  violet  by  sodium  sulphite  ;  it  dissolves 
in  concentrated  sulphuric  acid  to  a  blue  solution 
and  when  dyed  on  cotton  in  sodium  sulphide 
bath,  10  p.c.  of  colour  gives  an  intense  pure  black, 
which  is  deepened  by  chromic  acid  or  copper 
sulphate,  and  is  fast  to  acids,  alkalis,  and  soap. 

DlnitTophenol  black;  immedial  black  M; 
sulidiui  black  T  extra ;  thiophenol  black  T  extra ; 
tbionol  black ;  cross  dye  black  B  X  (D.  B.  PP. 
127835,  136016.  218517;  Eng.  Pats.  19831, 
1896;  13035,  17805,  1903;  Fr.  Pats.  259509, 
267343,  333096).  Thirty  parts  of  2  :  4-dinitro- 
phenol  are  slowly  added  to  a  solution  of  125  parts 
of  sodium  sulpbade  NajS,9HjO,  and  45  parts  of 
sulphur  in  ISO  parts  of  water,  and  the  mixture 
boiled  under  a  reflux  apparatus  (103°-106°)  for 
25-40  hours.  The  boiling  mass,  which  sissumes 
a  green  colour  changing  to  bluish-black,  is  then 
poured  into  water,  and  the  filtered  solution  is 
either  acidified  or  oxidised  by  a  current  of  air. 
The  bluish-black  colouring  matter  is  collected 
and  washed  free  from  inorganic  salts.  The  dye 
is  further  purified  by  dissolving  in  aqueous 
sodium  sulphide,  reprecipitating  {y  filtered  air 
and  washing  the  precipitate  until  free  from 
sodium  salts.  The  product  is  then  dried  at 
lOO'-llO",  and  extracted  with  boiling  carbon 
disulphide  until  free  from  uncombined  sulphur. 
Dinitrophenol  black  is  thus  obtained  as  a 
bluish-black  bronzy  mass  devoid  of  crystalline 
structure.  It  dissolves  in  aqueous  alkali 
sulphides  to  a  dark  greenish-blue  solution,  and 
is  practically  insoluble  in  cold  concentrated 
sulphuric  acid. 

A  Bpecimen  of  cross  dye  black  BX  (H.), 
purified  in  the  foregoing  manner,  contained 
29-0  p.c.  of  sulphur  and  12'5  p.c.  of  nitrogen. 
Thionol  black  0  extra  {Lev.)  when  similarly 
isolated,  contained  28-0  p.c.  of  sulphur  and 
10-4  p.c.  of  nitrogen.  Thionol  black  00 
extra  {Lev.)  contained  36'0  p.c.  of  sulphur. 

The  great  commercial  importance  of  this 
colouring  matter  lies  in  the  fact  that  it  dyes 
unmordanted  cotton  in  intense  black  shades 
which  are  fully  developed  by  aerial  oxidation 
without  subsequent  treatment  with  chromic 
acid  or  any  other  oxidising  agent.  Moreover, 
the  colour  is  not  affected  in  tint  by  after-chrom- 
ing, and  it  is  remarkably  fast  to  light,  acids, 
alkalis,  and  scouring  and  milling  agents. 

Immedial  black  NN.  The  above-described 
method  for  making  dinitrophenol  black  is  a 
boiling  process  carried  out  at  comparatively 
low  temperatures  (103°-106°)in  aqueous  solution, 
and  in  this  respect  the  result  is  an  exception  to 
the  general  tendency,  noticed,  by  Croissant  and 
Bretonniire  {v.  supra),  for  darker  shades  to  be 
produced  at  higher  temperatures.  Vidal,  who 
first    suggested   the   use  of   dinitrophenol  for 


malcing  sulphur  blacks,  devised  a  melting  process 
which  leads  to  products  totally  different  from 
the  black  obtained  by  the  boiling  process  and 
dyeing  cotton  in  worthless  dark-brown  shades 
(Eng.  Pat.  I6449,  1896;  D.  R.  P.  98437). 
When,  however,  the  reagents  are  mixed  in  the 
following  proportions,  dinitrophenol  (25  parts), 
sodium  sulphide  (125  parts),  and  sulphur  (50 
parts),  and  heated  gradually  to  160°  and  main- 
tained at  this  temperature  until  the  fusion  becomes 
solid  (2-3  hours),  then  a  black  is  obtained,  but 
a  departure  from  these  proportions,  which 
correspond  with  Na^Sj,  leads  to  brown  products 
{C.  Eng.  Pat.  19831,  1896).  The  product  of 
fusion  Is  dissolved  in  water  and  the  dye  pre- 
cipitated by  acid  or  air  and  made  into  a  paste 
or  dried. 

Thion  black  {K.)  is  a  similar  product  obtained 
by  a  melting  process  at  140°-160°  for  2-3  hours, 
using  35  parts  of  sodium  tetrasulphide  and 
20-6  parts  of  sodium  dinitrophenoxide  (Eng. 
Pat.  26379,  1903). 

thional  black  {K.  S.  Eng.  Pat.  26465,  1901) 
is  produced  in  aqueous  solution  under  pressure 
at  160°-165°  from  dinitrophenol  (92  parts) 
sodium  thiosulphate  (400  parts),  33  p.c.  sodium 
hydroxide  (61  parts),  and  water  (SOO.parts). 

Thiophenol  black  T  extra  {Bl.  Eng.  Pat. 
13035,  1903)  is  obtained  from  dinitrophenol  and 
polysulphide  either  at  115°-140°  iinder  the 
orcHnary  pressure,  or  at  110°-115°  under  a 
pressure  of  2i  atmospheres,  and  a  greener  shade 
of  black  is  produced  cither  by  adding  copper 
salts  or  5  p.c.  of  chloro-2  :  4-dinitrobenzene  (c/. 
D.  E.  P.  208377 ;  Eig.  Pat.  27213,  1906). 

The  dinitrophenol  employed  in  these  opera- 
tions is  prepared  by  the  action  of  boiling  aqueous 
sodium  hydroxide  on  ohloro-2 : 4-dinitrobenzene, 
and  the  latter  substance  has  itself  been  emplqyed 
in  the  boiling  process  with  sodium  hydroxide 
and  polysulphide  when  hydrolysis  and  thionation 
occur  in  one  operation  (Eng.  Pat.  26345,  1904). 

Cross  dye  black  RX{H.)  is  produced  from  a 
mixture  of  2 : 4-dinitrophenol  and  picric  or 
pioramic  acid  in  the  boiling  process ;  it  gives  a 
redder  shade  of  black  than  cross  dye  black  B  X, 
and  dissolves  slightly  in  cold  concentrated  sul- 
phuric acid  to  a  purple-blue  solution.  Picramiu 
acid  (14  parts),  sodium  sulphide  (60  parts), 
and  sulphur  (25  parts)  in  50  parts  of  water  give 
after  24  hours'  boiling  under  a  reflux  condenser  a 
violet-black  dye  (A.  Eng.  Pat.  7332,  1900; 
D.  E.  P.  116791).  The  dinitrated  products  of 
the  cresols  aAd  chlorophenols  also  yield  various 
shades  of  sulphide  blacks  by  the  boiling  process 
{A.  Eng.  Pat's.  7076,  1900;  15625,  1909; 
D.  B.  P.  129564). 

Immedial  black  V  extra  {C).  p-Aminophenol 
and  chloro-2  :  4-dinitrobenzene,  when  boued  in 
alcoholic  solution  in  the  presence  of  sodium  ace- 
tate, yield  2 : 4-dinitro-4'-hydroxydiphenylamine 

Ho(j       NO.l^NOj 

Fifteen  parts  of  this  substance  are  heated  for  6 
hours  in  a  reflux  apparatus  with  sodium  sulphide 
crystals  (75  parts),  sulphur  (30  parts),  and  a 
small  amount  of  water  to  140°-160°,  the  dye 
beiiig  precipitated  from  an  aqueous  solution  of 
the  fused  product  by  acid,  carbon-  dioxide,  or 
air.     Cotton  is  dyed  in  bluish- black  shades,  and 
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when  oxidised  dn  the  fibre  with  hydrogen 
peroxide  the  colour  changes  to  blue  (Immedial 
blue,  C.  D.  R.  P.  103861;  Eng.  Pat.  25234, 
1907 ;  Fr.  Pat.  271909).  The  immedial  black 
fasion  may  be  carried  out  under  pressure  ;  the 
2  :  4-dinitro-4'-hydroxydiphenylamine  (10  parts) 
and  dry  sodium  tetrasulphide  (18  parts)  are 
heated  in  an  autoclave  with  60-60  parts  of 
alcohol,  and  the  product,  suspended  in  water,  is 
converted  into  immedial  blue  by  the  addition  of 
hyxlrogen  peroxide  (G.  D.  R.  PP.  132424,  137784  ; 
Eng.  Pat.  5385,  1900).  The  colour  on  cotton  is 
fast  to  chlorine,  light,  and  scouring  agents. 

When  immeditS  black,  eclipse  black,  or  kryo- 
gen  black  is  heated  up  to  200°  with  1  :  8-dinitro- 
naphthalene  and  sodium  polysulphide,  a,  black 
is  produced  which  is  more  stable  to  oxidising 
agents  than  that  from  either  of  its  generators 
(v.  Foul  black,  B.  Fr.  Pat.  319790). 

Cotton  black  (2>.  Eng.  Pat.  131B7,  1898; 
D.  R.  PP.  101862, 105058).  Chloro-2  :  4-dinitro- 
benzene  is  condensed  with  3-aminobenzene- 
Bulphonic  acid  and  the  resulting  2  :  4-dinitro- 
diphenylamine-3'-sulphonic  acid 

/^— NH— i^^SOaH 
NOjIJnO,       [) 

(12  parts)  is  thionated  with  sodium  sulphide 
(00  parts),  sulphur  (8  parts),  and  water  (5 
payts),  the  temperature  being  raised  to  200°- 
220°.  The  colouring  matter  dyes  in  greenish- 
black  shades  which  are  not  affected  by  oxidising 
agents.  ,2:  4-Dinitrodiphenylamine-4'-sulphonic 
acid  gives  a  coal-black  sulphide  dye  absolutely 
fast  to  milling. 

Sulphanil  black  C  (K.).  ChIoio-2  :  4-dinitro- 
benzene  is  condensed  with  4-aminosalicylic  acid, 
the  product, '  2  :  4-dinitro-4'-hydroxydiphenyl- 
amine-3' -carboxylic  acid 

|/V-NH-f^\cOaH: 

is  thionated  at  160°  with  an  equal  weight  of 
sulphur  and  2-5  parts  of  sodium  sulphide 
(D.  R.  P.  129885). 

Katigen  black  {By.)  is  produced  in  a  similar 
way  by  the  thionation  of  2 : 4-dinitro-2'- 
hydroxydiphenylamine-3'-oarboxylio  acid  (D.  R. 
1'.  112182). 

Kryogen  blacks  G,  BG,  B,  N,  result  from  the 
condensation 

_NHC,H4-0H 

hoc.h.-nh/'  \no, 

of  dinitro-m-dichlorobenzene  with  p-amino- 
phenol  (2  mols.),  and  its  sulphonic  and  carboxylic 
acids,  these  three  reagents  on  thionation  givins 
respectively  deep  black,  greonish-blaok,  and 
bluish-black  shades  (B.  Eng.  Pat.  20232,  1899 ; 
D.  R.  P.  112298). 

Indocarbon  black  S,  SF  (C. ).  The  indophenol 
obtained  by  condensing  carbazole  (40  parts), 
nitrosophenol  (30  parts)  in  1100  parts  of  con- 
centrated sulphuric  acid  at  16°,  is  heated  with 
sodium  sulphide,  sulphur,  aqueous  sodium 
hydroxide,  and  copper  sulphate  in  a.  reflux 
apparatus  at  125°  for  18  hours.  The  product, 
which  is  precipitated  by  air  from  sodium 
Bulphide  solution,  gives  full  bluish-black  shades 
very  fast  to  chlorine  (D.  R.  P.  221215).    SimUar 


dyes  are  produced  from  halogenated  oarbaloie* 
and  the  homologues  and  substitution  product* 
of  nitrosophenols  (i).  D.  R.  PP.  222640,  224590, 
224591,  227323,  235364,  235836,  238857). 

Auronal  black  (T.  M.)  is  prepared  from 
2  :  4-dinitro-4'-aminodiphenylamine  (36  parts) 

/\ fjH '  \ 

derived  from  chloro-2 : 4-dinitrobenzene  and 
p-phenylenediamine  by  heating  with  sodium 
sulphide  (180),  sulphur  (60),  water  (60),  and 
glycerol  (16  parts),  the_  last  substance  serving  ' 
to  regulate  the  temperature  of  the  boiling 
solution.  At  165°  a  colour  is  produced,  dyeing 
in  dark-blue  shades  rendered  faster  by  after- 
chroming.  This  product  gives  reddish-blue  and 
violet  solutions  in  concentrated  sulphuric  acid 
and  aqueous  sodium  hydroxide  respectively. 
At  170°-180°  the  fusion  gives  a  bluish.-  or 
greenish-black,  the.  colours  in  concentrated 
sulphuric  acid  being  greenish-blue  and  black 
respectively.  At  180°  a  spontaneous  generation 
of  heat  occurs  and  an  olive  sulphide  dye  is  pro- 
duced (D.  R.  P.  144119  ;  Eng.  Pat.  11733, 1901). 

The  above  diphenylamine  derivative  is  con- 
verted into  a  greenish-black  compound  by  heat- 
ing up  to  150°  with  sodium  polysulphide  and 
hydroxide  (K.  D.  R.  P.  134704) ;  in  the  absence 
of  caustic  alkali  an  insoluble  product  is  obtained. 

Pyiol  black  (L.).  p-Aminophenol  (11  kilos.) 
is  heated  with  its  hydrochloride  (15  kilos.)  for 
10  hours  at  170°,  or  for  5-6  hours  at  180°-220° ; 
12  kUos.  of  the  condensation  product  insoluble 
in  dilute  acids  are  heated  at  180°-220°  with 
30  kilos,  of  sodium  sulphide  and  4  kUos.  of 
sulphur.  The  fusion  dissolves  in  water  to  a 
dark  blue  solution  from  which  acids  precipitate 
the  black  dye.  The  leuco  compound  with  zinc 
dust  and  alkali  is  red  ;  the  dyed  black  is  fast  to 
light  and  scouring  agents. 

Melanogen  blue  B,  BG,  D.  When  1:5- 
dinitronaphthalene,  dissolved  in  warm  concen- 
trated sulphuric  acid,  is  treated  ■with  hydrogen 
sulphide  or  a  metallic  sulphide,  a  compound  is 
produced  which  is  precipitated  as  its  insoluble 
zinc  chloride  compound  from  the  diluted  solu- 
tion. This  substance  (1  kilo.),  which  is  an 
intermediate  product  in  the  preparation  of 
naphthazarin,  is  heated  with  sodium  sulphide 
(6  kilos.)  and  sulphur  (1  kilo.)  at  160°-180°  for 
several  hours,  when  the  fusion  is  poured 
into  water  and  the  filtered  solution  evaporated 
to  dryness.  This  soluble  colouring  matter 
dyes  cotton  in  fast  greyish-blue  shades  which 
are  not  altered  during  dyeing  by  aerial  oxida- 
tion, but  subsequent  treatment  with  copper 
sulphate  develops  a  fast  bluish-black  shade. 
Subsequent  treatment  with  chromium,  nickel, 
or  cobalt  salts  give  bluish-blacks,  whilst  zinc, 
cadmium,  or  aluminium  salts  develop  bright 
blue  shades  (M.  D.  R.  PP.  114266,  114267, 
116417,  119248,  120899,  124607).  The  non- 
sensitiveness  of  these  dyes  to  aerial  oxidation 
distinguishes  them  from  the  typical  sulphido 
dyes  which  furnish  oxidisable  leuco  derivatives. 

Kryogen  blue  B,  G,  R,  are  similar  dyestuSa 
produced  by  heating  the  reduction  products  of 
1 !  5-  and  1  :  8-dinitronaphthalene  (B.  D.  R.  PP. 
88236,  92471,  92472)  with  sodium  sulphide  end 
sulphur  ;  violet  and  blue  shades  are  produced  at 
100°,  whilst  blacks  are  obtained  at  150°-200'' 
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(B.  D.  R.  PP.  103987  ;  M.ibid.,  128118).'  The 
intermediate  naphthazarin  product 

9     NH. 
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NH 
is  con vbrted. into  a  wool  dye  by  alkali  thiosul- 
phate  and  then  by  the  action  of  sulphites  or 
bisulphites  into  soluble  compounds,  which  dye 
chrome  mordanted  cotton  in  greenish- black 
shades  {£.  D.  R.  P.  147945). 

Fast  blaek  B  and  BS.  The  former  of  these 
colouring  matters  consists  of  a  mixture  of  two 
dyes  produced  by  boiling  1  ;.8-dmitronaphtha. 
lene  with  3-5  molecules  of  aqueous  sodium  sul- 
phide (1  :  120),  then  acidifying  and  boiling  for 
2  hours  longer. 

Fast  black  BS  is  produced  by  heating  at 
93°  for  1  hour  200  parts  of  fast  blaek  B  (30  p.c. 
paste)  with  98  parts  of  sodium  hydroxide 
(SO^Be.)  or  the  equivalent  amount  of  sodium 
sulphide.  The  soluble  product  gives  intense 
black  shades  on  cotton  {B.  D.  R.  PP.  84989, 
88847;   Eng.  Pat.  10996,  1893;  22603,  1894). 

Anthraquinone  black.  1 :  4'-Dinitro-anthra- 
quinone  (50  parts),  sodium  sulphide  (250  parts), 
and  sulphur  (75  parts)  are  heated  together 
until  the  product  is  soluble  in  water  to  a  bluish- 
green  solution.  ' 

Cotton  is  dyed  with  aqueous  sodium  sulphide 
in  iriten,se  black  shades.  The  colour  is  slightly 
soluble  in  alcohol  to  a  creen  solution ;  with 
concentrated  sulphuric  acid  the  colour  is  greyish- 
black  (B.D.  R.  PP.  91508,  95484;  Eng.  Pat. 
15242,  1895)T 

Sulphide  Blues. 
Pyrogen  direct  blue  (Bl),  the  first  bluesulphide 
dye  discovered,  is  prepared  from  2  :  4-dinitro-4'- 
hydroxydiphenylamine  (m.p.  187°-188°)  or  its 
reduction  product  (m.p.  196°-197°) 


Ten  parts  of  either  of  these  substances  are 
heated  with  18  parts  of  anhydrous  sodium  tetra- 
sulphide  and  60  parts  of  alcohol  in  an  iron  or 
enamelled  autoclave  at  135°-145°.  The  reaction 
proceeds  smoothly  in  alcoholic  solution,  colour 

.  formation  begins  at  110°,  and  after  3-4  hours 
the  pressure  reaches  8-10  atmospheres.  Cotton 
is  dyed -in  darl?  violet-blue  shades  with  2  p.c, 
and  in  black  bluish-violet  shades  with  6  p.o.  of 
the  dye  (Eng.  Pat.  5385, 1900  ;  D.  R.  P..132424). 
The  violet  tint  of  the  dye  is  increased  by  sus- 
pending it  in  water  and  adding  hydrogen 
peroxide ;  ozonised  air  or  steam  produces  » 
similar  effect  which  is  probably  due  to  elimina- 
tion of  NHj  groups.  The  violet  product  is  fast 
to  chlorine,  light  and  scouring  agents  (D.  R.  P. 

J37784).  When  the  temperature  of  the  auto- 
clave in  the  foregoing  process  is  raised  to  160°- 
170°  pyrogen  grey  is  produced,  the  shade  of  which 
is  not  affected  by  oxidising  agents.' 

Pyrogen    Indigo     (Bl.).    Phenyl-4-£tmino-4'- 
hydroxydiphenvlamine 

'c,H5-NH-C,Hi-NH-C,H4-OH 
(27-6  kilos.),  is  heated  with  dry  sodium  pentasul- 
phid?  (55  parts)  in  160  litres  pf  ajcohol  under 
Vol.  V.—T. 


reflux  for  24  hours.  The  solvent  is  distilled  off, 
the  residue  dissolved  in  water,  and  the  dye 
precipitated  by  air  as  a  dark  blue  powder, 
dissolving  in  aqueous  sodium  sulphide  to  a  blue 
solution  and  dyeing  cotton  in  indigo  blue  shades 
(D.  R.  P.  150553). 

Immedial  pure  blue  (Immedial  sky  Uue)  (C). 
Nitrosodimethylaniline  is  reduced  with  iron 
powder  in  dilute  acetic  acid  solution.  After 
removing  the  iron  the  filtrate  is  mixed  with  the 
calculated  amount  of  phenol  in  aqueous  solution, 
and  the  mixture  oxidised  with  aJr  in  the  presence 
of  copper  salts.    The  resulting  indophenol 

N(CH3),^~^N:<^^)>:0 

is  then  reduced  to  4-dimethylamino-4'-hydroxy- 
diphenylamine 

N(CH,)j/~\— NH-/~\0H 

(m.p.  161°-]  62°)  a  base  which  is  also  obtained 
by  heating  as-dimethyl-p-phenylenediamine  with 
j)-aminophenol  hydrochloride  at  150°. 

Twenty-five  kilos,  of  this  base  are  added 
gradually  to  50  kilos,  of  crystallised  sodium 
sulphide,  12-5  kilos,  of  sulphur,  and  10  litres  of 
water  heated  to  90°.  The  mixture  is  then  heated 
under  a  reflux  apparatus  at  110°-115°,  a  greet 
pitch  separates  and  gradually  redissolves.  After 
24  hours  the  product  is  dissolved  in  500  litres  of 
water,  and  the  colour  precipitated  with  50  kilos, 
of  salt.  Cotton  is  dyed  in  shades  resembling 
methylene  blue  which  are  superior  to  indigo  bliie 
in  brilliancy  of  tint  and  in  fastness  to  light, 
chlorine,  acids,  and  milling  (Eng.  Pat.  16247, 
1900;  D.  R.  PP.  134947,  141752;  Fr.  Pats. 
303524,  308669). 

The  Bisulphite  compound 

Ci.Hij04N2S3,NaHS03,2H20 
is  the  first  crystallisable  derivative  obtained  from 
sulphide  dyes,  and  is  used  in  purifying  the  fore- 
gomg  colouring  matter.  The  melt  is  dissolved 
in  700  litres  of  water  and  treated  with  sodium 
hydrogen  suljAite  until  the  additive  compound 
is  precipitated.  The  solution  is  then  heated  to 
90°,  when  this  substance  dissolves,  leaving  the 
impurities.  The  bisulphite  compound  separates 
on  cooh'ng  in  yellowish  needles,  and  is  washed 
with  brine  solution  ;  it  dyes  wool  in  acid  baths, 
and  with  the  aid  of  oxidising  agents  (ohromates, 
copper  salts,  &o.)  gives  indigo  blue  shades.  The 
colouring  matter  is  regenerated  by  digesting  the 
additive  compound  with  dilute  sodium  hydroxide 
solution.  The  lower  homologues  of  immedial 
pure  blue  have  been  described  (D.  R.  P.  Anm.  K. 
13405,  1900  ;  D.  R.  P.  133481). 

Eclipse  blue  (G.).  The  indophenol  from 
dimethyl-p-phenylenediamine  and  phenol  when 
treated  with  alkali  sulphites  gives  a  sulphonia 
acid  with  its  sulphur  in  the  nucleus  containing 
the  tertiary  amino  groups 

N(CH,),CeH3(S03H)NH-C.H,-OH. 
The  sodium  salt  of  this  acid  heated  at  120°-140° 
with  an  equal  weight  of  sulphur  and  2i  parts  of 
orystallised  sodium  sulphide,  gives  a  blue  solu- 
tion from  which  the  colouring  matter  is  pre- 
cipitated by  air,  hydrogen  peroxide,  ct  alkali 
hypochlorite;  cotton  is  dyed  in  very  fast' pure  blue 
shades  (Eng.  Pat.  12578, 1901  ;  D.  R.  P.  129325). 

Immedial  indone  {0.  D.  R.  P.  199963  ;  Eng. 
Pat.  58,  1902;  Fr.  Pat.  317219;  U.S.  Pat. 
709151).    The  indophenol  from  j)-aminophenol 
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and  o-toluidine  is  heated  with  sodium  polysul- 
phide  in  alcoholic  or  aqueous  solution  (120°). 
The  blue  dye  has  a  remarkable  affinity  for  the 
cotton  fibre,  being  much  superior  in  thfe  respect 
to  its  lower  homologue  from  phenol  and  aniUne. 
A  brighter  blue  of  redder  shade  has  been  obtained 
by  heating  the  foregoing  indophenol  with 
sulphur  alone  at  190°-200°  for  2  hours  in  the 
presence  of  hydrated  chromic  oxide.  The 
product  is  directly  appUcable  in  sulphide  solution 
aa  a  cotton  dye  (K.  S.  Eng.  Pat.  12879,  1903). 

Thion  blue  B  {K.).  2  :  4-Dinitro--l'-hydroxy- 
diphenylamine,  the  condensation  product  of 
chloro-2  :  4-dinitrobenzene  and  p-aminophenol, 
is  partially  reduced  to  4-nitro-2-amino-4'- 
hydroxydiphenylamine 

/\_NH-/\, 


HOi^ 


NH,!^NO, 


and  this  base  heated  with  carbon  disulphide, 
whereby  the  thiocarbamide  derivative  is  pro- 
duced. Five  parts  of  this  compound  are  heated 
for  10  hours  at  145°  with  sodium  sulphide  (40 
parts)  and  sulphur  (24  parts).  The  fusion  pro- 
duct is  dissolved  in  water  and  the  dye  precipi- 
tated by  the  continued  passage  of  air  in  the 
presence  of  sodium  chloride.  The  shade  on 
cotton  is  bluish-green,  changed  to  pure  blue  by 
hydrogen  peroxide,  subsequent  treatment  with 
stannic  chloride  increasing  the  fastness  of  the 
dye  (Eng.  Pat.  19332,  1901  ;  D.  R.  P.  139099). 
Hydron  blue.    The  indophenol 


O: 


./-\.N_/\ 


./ 


^ 


from  carbazole  and  nitrosophenol  is  warmed 
with  sodium  sulphide  (1-5  parts)  until  the  colour 
disappears  and  then  heated  with  sulphur  (1-1-5 
parts) ;  the  dye  gives  intense  dark  blue  shades 
which  are  remarkably  fast  to  light  and  chlorine 
(0.  D.  R.  P.  218371). 

Thiophor  indigo  (C.  J.).    The  indophenol 

■\  _M./~\.o 


N(CH3),<;^" 


./ 


-N: 


«■ 


(25  parts)  produced  from  o-naphthol  and  p- 
aminodimetnyianiiiue  is  heated  in  a  reflux 
apparatus  at  115°  with  40  parts  of  crystallised 
sodium  sulphide  and  15  parts  of  sulphur.  The 
leuoo-indophenol  which  separates  as  an  oil 
slowly  reacts  with  the  thionating  mixture  during 
8-10  hours  with  evolution  of  hydrogen  sulphide. 
The  colouring  matter,  which  crystallises  from 
benzene  in  small  prisms  with  a  coppery  lustre, 
still  possesses  the  indophenol  character  of  being 
hydrolysed  by  acids.  On  this  account  the 
leuco  derivative  of  the  dye  is  represented  by 
the  folloAving  formula  : — 

_SH 

N(CH3),/~Nvw/    \i 


>NH<r     p.OH 


The  solution  of  the  dye  in  aqueous  sodium  sul- 
phide is  pale  greenish-yellow,  and,  unlike  the 
great  majority  of  sulphide  colouring  matters, 
this  product  is  soluble  in  the  organic  media, 
includirfg  ether. 

Various  shades  of  blue  and  violet  are  pro- 
duced   by   changing    the    base    employed    in 


producing  the  indophenol ;  p-phenylenediamine 
and  2  :  4-toIylenediamine  give  rise  to  dark  violet 
tints.  The  temperature  is  generally  kept  below 
160°,  and  alterations  in  tinctorial  properties  are 
effected  by  introducing  alcohol  or  glycerol  into 
the  thionating  mixture. '  The  dyed  colours  are 
fast  to  light,  alkalis  and  scouring  agents, 
but  are  destroved  by  acids  (D.  R.  P.  179839 ; 
Eng.  Pat.  17540,  1905;  Fr.  Pat.  357587; 
U.S.  Pat.  821378). 

A  series  of  sulphide  blues  having  the  property 
of  dyeiug  weak  blue  shades  from  sodium  sulphide 
baths,  and  remarkably  fast  blue  shades  when 
employed  as  vat  dyes,  are  produced  by  heating 
with  sodium  polysulphide  (Na2S5 — ^NajS,)  in 
alcohoUc  solution,  the  indophenols  from  dialkyl- 
j)-phenylenediamines  and  phenol  and  its  ortho- 
and  diortho-chloro  derivatives  (B.  D.  R.  PP. 
Anmeldung.  60985  and  62302,  1911).  Similar 
sulphide  blues  capable  of  employment  as  vat 
dyes  are  obtained  in  a  similar  manner  from  the 
indophenolthiosulphonic  acids  (prepared  from 
alkyl-^-diaminethiosulphonio  acids  and  phenol), 
or  from  the  corresponding  thiazines  {B.  D.  R. 
PP.  153361 ;  Anmeldung,  B.  60984,  1911). 

Other  commercial  brands  of  evlphide  Hues : — 
Immedial  direct  blue,  B,  .IB,  R,  OD  ;  Immedial 
indogene  B,  GCl ;  Thiogene  blue,  B,  R,  2R ;  Thio- 
gene  cyanine  B,  0;  G  ;  Thiogene  deep  blue  RL, 
2RL  ;  Thiogene  new  blue  JL,  Bl,  2RL ;  Thionol 
blue  2B,  RB,  2RF. 

Sulphide  Gkeens. 

Italian  green,  Verde  Italiano  (Lepetit, 
Dollfus,  and  Gansser,  D.  R.  P.  101577). 
j)-Nitrophenol  (12-5  kilos,),  copper  sulphate 
(4-5  kilos.)  in  30  Utres  of  water,  are  mixed  with 
sodium  hydroxide  (19  kilos.),  sulphur  (17-5 
kilos.),  in  17  litres  of  hot  water,  and  the  mixture 
gradually  heated  to  210°,  ammonia  being 
evolved.  Ctotton  is  dyed  in  dull  grass-green 
shades  which  appear  pure  green  by  artificial 
light.  Hydrogen  peroxide,  chromic  acid,  or 
copper  sulphate  change  the  colour  to  blue-black, 
and  concentrated  oxidising  agents  discharge  the 
colour,  this  reaction  being  made  use  of  in  print- 
ing with  the  dye. 

Pyrogen  green  B,  FB,  FF,  2G,  36,  {Bl.  D.  R.  P. 
148024),  pyrogen  dark  green  B.  y-Aminophenol 
(8  parts),  sodium  sulphide  (60  parts),  sulphur 
(20  parts),  copper  bronze  (1  part),  and  water 
(100  parts)  are  heated  to  170°  in  3  hours.  Cotton 
is  dyed  in  olive-green  shades ;  copper  is  present 
in  the  ash  of  the  dyed  fibre. 

The  greater  the  amount  of  copper  bronze 
the  more  olive  is  the  shade  of  colour  produced. 
Other  variations  in  the  tint  are  brought  about 
by  using  the  homologues  and  substitution 
products  of  j)-aminophenol. 

Pyrogen  olive  N  (G.  I^.  R.  P.  135335).  p- 
Hydroxybenzylidine-j)-nitroaniline,  })-nitroben- 
zylidene-j)-aminophenol  and  similar  methylene 
and  benzylidene  derivatives  of  m-  and  p- 
diamines,  and  aminophenols  are  heated  to  180°- 
200°  with  sodium  polysulphide  with  or  without 
metallic  salts. 

Eclipse  green  G  (G.  D.  R.  P.  135410 ;  Eng. 
Pat.  26448,  1901).  The  indophenol  from  p- 
aminodimethylaniline  and  phenol  is  treated 
with  sodium  sulphite,  and  the  resulting  sulphoniu 
acid  (40  parts,  Na  salt)  heated  with  sodium 
sulphide  (100  parts),  sulphur  (40  parts),  and 
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copper  sulphate  (10  parts)  in  a  reflux  apparatus  at 
125  -130°,  The  dye  is  precipitated  by  air  from 
jts  solution  in  aqueous  sodium  sulphide  ;  it  dyes 
in  yellowish-green  shades  fast  to  Light  and  soap. 

TUon  green  B  (Z.  D.  R.  P.  138104 ;  Eng. 
Pats.  9619,  16931,  1902;  Ft.  Pats.  320701, 
323489).  Hydroxyphenylthiocarbamide  and 
.  hydroxy thiooarbanilide  are  heated  respectively 
with  sodium  polysulphide  at  140°-180°,  the 
former  gives  a  blue-green  and  the  latter  a 
mignonette-green,  both  dyes  are  turned  bluer 
by  chromic  acid,  and  are  insoluble  in  strong 
sulphuric  acid.  The  dye  is  purified  by  dissolving 
the  fused  mass  in  water,  acidifying  slightly, 
filtering  off  the  precipitated  sulphur,  and  salting 
out  the  colour  in  the  filtrate. 

Immedial  green.  4-DimethyIamino-4'-hy- 
droxydiphenylamine  (60  kilos.)  is  added  to  a 
solution  of  sulphur  (31,  kilos.)  in  crystallised 
sodium  sulphide  (124  kilos.).  When  the  base 
has  dissolved,  copper  sulphate  (10  kilos.)  is 
added,  and  the  temperature  raised  to  120°  and 
maintained  for  24  hours.  The  dye  is  precipi- 
tated by  salt  qr  calcium  chloride  from  the  result- 
ing solution  ;  it  dissolves  in  strong  sulphuric 
acid  to  a  green  solution,  and  in  aqueous- sodium 
sulphide  or  hydroxide  to  a  reddish-violet  solu- 
tion. The  bluish-green  shade  on  cotton  is  very 
fast  (C  D.  R.  P.  129640). 

An  olive-green  (0.  D.  R.  P.  146064)  is  ob- 
tained by  heating  diformyl-m-phenylenediamine 
with  sodium  polysulphide  at  110°,  and  then  with 
the  further  addition  of  zinc  chloride  at  230°. 

The  1 :  8-  derivatives  of  naphthalene  •  are 
employed  in  producing  sulphide  greens.  Phenyl- 
o-naphthylamine-8-sulphonio  acid  and  ^-amino- 
phenol  yield  an  indop^enol 

./-\,N-<~>NH<3 


0: 


SOaH 


which  gives  a  green  on  heating  with  sodium 
polysulphide  in  the  presence  of  copper  sulphate. 
The  perimidines  produced  by  condensing  1  :  8- 
naphthylenediamine  with  aldehydes,  ketones,  and 
aliphatic  acids  (Annalen,  1909, 365, 53 ;  Ber.  1909, 
42,  3674)  yield  indophenols  with  y-aminophenol, 
and  its  chloro' derivatives  {e.g.  2  :  6-dichloro-p- 
aminophenol).  These  indophenols,  when  heated 
for  60  hours  in  a  reflux  apparatus  ■with  alcoholic 
sodium  polysulphide,  give  rise  ^to  very  fast 
dark  green  colouring  matters  [A,  D.  E.  P. 
Anmeldung,  20316.  1911). 

Other  commercial  brands  of  sulphide  greens  : — 
Immedial  deep  green  G ;  Thionol  green  3G ; 
Thlonol  brilliant  green  6X,  3GX,  4GX ;  Thionol 
dark  green  ;  Thiogenegreen6,GG,GL;  Thiogene 
olive  green  GG,  GGN. 

Sulphide  Bhowus. 

Cachou  de  laval  (P.)  ia  usually  prepared 
from  sawdust  and  other  waste  products  allied 
to  cellulose  by  heating  these. materials  with 
sodium  polysulphide  at  260°-300°,  the  higher 
the  temperature  the  darker  the  shade  of  brown 
produced  {cf.  Richardson  and  Akroyd,  J.  Soo. 
CSiem.  Ind.  1896,  328). 

In  all  probabiUty  the  final  products  of  this 
reaction  are  phenolic  in  character,  inasmuch 
as  cellulose  yields  phenol  on  distillation,  and 
the   latter   on    oxidation    passes    into    pheno- 


quinone,  a  substance  containing  three  benzene 
nuclei,  which  on  heating  with  alkali  polysulphide 
under  pressure  gives  a  dye  resembling  cachou 
(Wichelhaus,  Ber.  1872,  5,  248 ;  1907,  40,  126 ; 
1910,  43,  2926).  A  similar  brown  sulphide  dye 
is  produced  by  heating  crude  oresol  with  sodium 
polysulphide  at  170°-250°  (By.  D.  R.  P.  102897 ; 
Eng,  Pat.  22417,  1895). 

Cachou  de  laval  S  is  the  soluble  product 
formed  by  digesting  the  precipitated  colouring 
matter  of  cachou  with  alkali  sulphites  or  bisulph- 
ites ;  it  is  used  in  printing  (Di  R.  P.  88392). 

Thiocatechin  {P.  D.  R.  P.  82748 ;  Eng.  Pat. 
3414,1895;  Fr.  Pat.  239714 ;  U.S.  Pat.  561276 ; 
Ber.  1880,  13,  1226).  The  acetyl  derivatives 
of  aromatic  diamines  and  nitro-amine^  are 
heated  either  with  sulphur  alone  or  with  sulphur 
and  sodium  sulphide  at  200°-250°  for  3  hours. 

The  dye  dissolves  in  aqueous  sodium  sulphide 
to  a  yellowish-brown  solution,  and  when  dyed 
on  cotton  requires  to  be  fixed  by  subsequent 
oxidation.  Various  shades  of  yellow  and 
brownish-yeUow  are  produced  by  heating  with 
2  parts  of  sulphur,  the  following  aromatic  sub- 
stances :  acetyl-p-phenylenediamine,  aceto-a- 
naphthalide,  acetyl-p-nitroaniline,  diacetyl-di- 
o-nitrobenzidine,  and  the  acetyl  derivatives  of 
nitro-,  0-,  and  jj-toluidine 

[CH,  :  NH,  :  .N02=l  :  2  :  4  and  1  :  4  :  2] 

Thiocatecllin  S  is  the  soluble  product  ob- 
tained by  digesting  thiocatechin  with  aqueous 
sulphites  or  bisulphites. 

Cattu  Itallano,  sulphine  brown  (Upetit. 
Dollfus,  and  Gansser,  D.  R.  P.  118701 ;  Eng. 
Pat.  18900,  1899 ;  Er.  Pat.  290714).  Turkey- 
red  oil  (5  "parts),  the  higher  fatty  acids,  and 
especially  the  unsaturated  acids  and  their  esters 
and  alkali  salts,  when  heated  with  sodium 
carbonate  (12  parts)  and  sulphur  (10  parts)  at 
320°-330°,  evolve  carbon  dioxide,  hydrog^ 
sulphide,  and  volatile  organic  matter.'  The 
product  is  a  black  porous  mass  readily  soluble 
in  water.  In  spite  of  the  different  starting 
materials  which  are  utilisable  in  this  process, 
the  colouring  matter  is  very  constant  in  proper- 
ties ;  it  dyes  cotton  brown  from  a  bath  con- 
taining sodium  chloride  in  shades  which  are 
brighter  than  the  cachous,  but  less  fast  to  light 
and  chlorine.  The  dye  dissolves  in  water  or 
aqueous  sodium  sulphide  to  solutions  which  are 
green  to  blue  in  colour,  depending  on  the 
temperature  at  which  the  colouring  matter  was 
originally  produced. 

Thion  brown  {K.  D.  R.  P.  137640;  Eng. 
Pat.  18489,  1896 ;  Fr.  Pat,  315648 ;  U.S,  Pat. 
723448).  Chrysoidine  base  R  {H.)  {v.  Azo- 
coLOUuniG  matters),  benzeneazotolyl6ne-2  :  4- 
diamine  (30  •  parts)  are  added  to  orystalliscd 
sodium  sulphide  (80  parts)  and  sulphur  (30  parts) 
at  110°-120°,  and  the  temperature  raised  to  160°, 
when  the  azo  compound  is  decomposed  with 
elimination  of  aniline.  The  viscid  mixture  ia 
then  baked  for  1-2  hours  at  160°-170»,  and 
finally  for  3^  hours  at  200°-220°.  when  a 
brownish-black  powdery  mass  is  produced 
which  dyes  cotton  in  intense  yellowish-brown 
shades  very  fast  to  light.  The  dye  is  precipi- 
tated by  acids  from  its  alkaline  solutions,  dis- 
solving as  a  dark  brown  mass  in  alcohol  or 
concentrated  sulphuric  acid  to  brown  solutions. 

Sulphanll  brown  (K.  D.  R.  P.  125584). 
2  : 4-.Dinitro-4'-aminodiphenylaraine,     prepared 
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from  chloro-2 : 4-diiiitrolienzeneand  jj-phenylene- 
diamine  is  converted  by  means  of  aqueous 
alkali  sulphite  at  150°  (i6  p.o.)  into  the  sulphonio 
acid. 

HO/^N— NH— /    NnO, 

This  compound  (40  parts),  dissolved  in  twice 
its  weight  of  water,  is  heated  at  140°-160°  with 
sodium  sulphide  (80  parts),  sulphur  (30  parts), 
and  water  (100  parts)  until  the  mass  is  dry. 
The  aqueous  solution  of  the  dye  is  violet-black 
changed  to  brown  by  caustic  alkali. 

Cotton  brown  (X>.  D.  R.  PP.  102821,  106039). 
The  higher  nitrated  derivatives  of  diphenylamine 
obtained  by  treating  the  base  with  concentrated 
sulphuric  and  nitric  acids  at  25°-60°  yield  a 
brown  dye  when  cautiously  reduced  with 
sodium  sulphide  or  polysulphide,  and  the  reduc- 
tion product  dried  at  200°.  The  colour  is 
soluble  in  water,  and  dyes  in  cold  or  hot  baths 
(c/.  Eng.  Pat.  18924,  1903). 

Eclipse  brown,  N,  R,  B,  G,  3G,  V  ((7.  D.  E.  PP. 
125586,  125587,  126964,  128659;  Eng.  Pat. 
1644,  1901;  Er.  Pat.  306655).  Tolylenc-2  :  4. 
diamine  (34  parts),  oxalic  acid  (17  parts), 
sodium  sulphide  (120  parts),  and  sulphur  (40 
parts)  are  heated  to  225°-250°,  and  then  to  300°. 
The  process  may  be  varied  by  taking  molecular 
proportions  of  the  diamine  and  of  tolylene-2- 
amino-4-ozamide 

NH, 


CONH 


CO-NH-/    NcH, 

and  the  polysulphide  may  be  replaced  by  a 
solution  of  sulphur  in  aqueous  sodium  hydroxide. 
The  dye  dissolves  in  water  to  a  chestnut-brown 
solution,  being  precipitated  therefrom  by 
boiling  with  dilute  mineral  acid.  Hydrogen 
sulphide  is  evolved  on  reducing  the  compound 
with  zinc  dust.  In  these  condensations  the 
oxalic  acid  may  be  replaced  by  succinic  and 
phthaUc  acids,  the  latter  giving  rise  to  brown 
colouring  matters  dyeing  very  fast  catechu 
shades. 

A  brown  colouring  matter  of  the  immedial 

(series,  dyeing  cotton  in  very  fast  shades  closely 

resembling   natural  catechu,  is    produced    by 

.  oxidising    a    mixture    of    p-aminophenol    and 

,  tolylene-2  :  4-diamine    to     2-methyl-3-amino-6- 

.  hydrpxyphenazine 

CH,!^\— N— /^ 

I 

and  by  heating  the  azine  obtained  from  15-8 
parts  of  p-aminophenol  with  100  p.c.  sodium 
sulphide  (42  parts)  and  sulphur  (80  parta)  for 
20  hours  at  135°  (C.  D.  R.  P.  208109 ;  Fr.  Pat. 
382412;  c/.  By.  Eng.  Pat.  19548,  1907;  B. 
B.  R.  P.  147990).  Similar  fast  catechu  shades 
are  produced  by  heating  at  250°  tolylene-2  : 4- 
diamine  (2  parts),  acetyltolylene-2  :  4-diamine 
(1  part),  and  sulphur  (8  parts),  the  product  being 
ground  with  3  parts  of  sodium  hvdroxide  and 
warmed  at  130°  [A.  D.  R.  PP.  221493,  229154  • 
Eng.  Pat.  24703,  1009;   Fr.  Pat.  419665). 


A  mixture  of  methyleneresorcinol  or  ita 
polym^erides  (Ber.  1892,  25,  947;  1894,  27, 
2888),  p-phenylenediamine,  sodium  sulphide,  and 
sulphur  when  heated,  gradually  to  200°-220° 
gives  very  fast  yellowish  catechu  shades  (0. 
D.  R.  P.  167429 ;  Eng.  Pat.  13950,  1905 ;  Fr. 
Pat.  355783). 

Immedial  brown  B,  dark  brown  A  (C.  D.  R.  P. 
1124S4;  Eng.  Pat.  25754,  1899;  Fr.  Pat.' 
295593).  4-Hydroxy-4'-aminodiphenylamine  is 
boiled  with  aqueous  sodium  hydroxide  and  the 
product  heated  to  160°  with'sodium  polysulphide. 
The  two  changes  may  be  effected  in  one  opera- 
tion. This  colouring  matter  gives  on  cotton 
intense  yellow-brown  shades,  rendered  yellower 
and  faster  by  after-chroming. 

Among  other  sulphide  browns  of  similar 
origin  to  the  foregoing  colouring  matters  may  be 
mentioned  the  following  i — 

Katigen  brown  (By.);  Sulphur  brown  G 
{A.);  Sulphur  cutch(^.);  Kryogen  brown  (B.); 
produced  from  l:8-dinitronaphthalene;  Immedial 
cutch,  Immedial  khaki,  immedial  catechu 
O.G.  and  O.R.  (C). 

Sulphide  Yellows. 
Pyrogene  yellow  M,  0,  OR,  3R  (Bl.  D.  R.  P. 
135335;  Eng.  Pat.  1007,  1900;  Fr.  Pat. 
295712).  These  colouring  matters  were  the  first 
sulphide  yellows  discovered,  and  are  produced 
by  heating  with  sodium  sulphide  and  sulphur 
(either  with  or  without  metallic  salts),  various 
condensation  products  of  aromatic  jj-di- 
amines,  and  amino-  and  diamino-phenols  ivith 
formaldehyde;  benzaldehyde,  the  nitrobenzalde- 
hydes,  and  nitrobenzyl  chlorides.  The  com- 
pounds with  these  aldehydes  are  of  the  nature 
of-  anhydro  bases  (SchifE  bases).  The  two 
following  derivatives,  which  may  be  regarded 
as  typical  of  the  members  of  the  series,  give 
respectively  in  the  polysulphide  fusion  colours 
dyeing  in  greenish-yellow  (I.)  and  orange- 
yellow  (II.)  shades. 
.SO3H 


NO, 


CH:N 


SO,H 


NH,    I. 


NO 


8<^y-CH :  N-^_J)>N :  CH<^'~^      II. 


NO, 


Other  dgrivatives  give  rise  to  different 
shades,  methylene-p-aminojflienol 

CH,:N</"'^OH 

gives  a  brown,  whereas  p-nitrobenzylidene-y- 
aminophenol 

NOi,<^    ^CH:N— /~\0H 

furnishes  an  olive  dye. 

Kryogen  yeUow  R  {B.  D.  R.  p.  142155). 
2  :  4-Dinitroaoetanilide  when  reduced  with  iron 
filings  and  dilute  acetic  acid  yields  the  anhydro- 
base,  5-amino:2-methyIbenziminazole 

NH,(/:^N>-CH. 

This  base  is  heated  at  200°-230°  for  2-3  hours 
with  2  parts  of  sulphur,  the  product  ground 
with  an  equal  weight  of  sodium  sulphide,  dis- 
solved in  water,  the  mixture  dried  and  baked 
at   200°-230°   for   1-2   hours.^   This   colouring 
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i-n 


matter  is  diazotisable  on  the  cotton  "fibre.  A 
similar  dye  giving  greener  shades  is  produced  by 
heating  the  nitro-anhydro  base 


NOJ 


\y' 


-a" 


with  sulphur  and  an  equal  weight  of  benzidine 
at  200°-240°  untU  hydrogen  sulphide  is  no 
longer  evolred  (TM.  D.  R.  P.  157862;  Eng. 
Pat.  5449.  1905;  cf.  A.  D.  R.  PP.12146,3, 
146916, 147403, 147729, 150915, 152717, 154108). 

Immedial  yellow  D  (C  D.  R.  PP.  139430, 
141576;  Eng.  Pat.  11771,  1902;  Er.  Pat. 
321122).  Tolylene-2  :  4-diamine  (50  Mlos.)  and 
sulphur  (100  Mlos.)  are  heatgd  gradually  during 
"  2  hours  up  to  190°.  The  amorphous  sulphur 
compound  produced  is  brownish  or  orange- 
yellow,  insoluble  in  all  ordinary  media,  dilute 
acids,  or  aqueous  alkaUs,  but  dissolving  slightly 
in  concentrated  sulphuric  acid  to  a  brown 
solution.  This  substance  (100  kilos.)  is  pow- 
dered and  gradually  added  to  crystallised  sodium 
sulphide  (90  kilos.)  in  water  (60  kilos.)  at  110°. 

The  mixture  is  heated  at  120°  until  the  orgajiic 
compound  becomes  soluble.  The  solution  is 
diluted,  acidiOed  \iith  hydrochloric  acid,  and 
the  yellow  precipitate  collected.  The  final 
product,  which  is  soluble  in  aqueous  alkali 
hydroxides  or  sulphides,  gives  on  cotton  yellow 
shades  which  are  fast  to  scouring  agents  and 
acids ;  it  is  almost  insoluble  in  concentrated 
sulphuric  acid. 

Thion  yellow  G,  GG,  GN  (K.  D.  R.  P.  139429 ; 
D.  R.  P.  Anm.  K.  24649:  Eng.  Pat.  16932, 
1902  ;  Ft.  Pat.  323490).  Tolylene-2  :  4-diamme 
and  sulphur  interact,  forming  a  thio  derivative 
(m.p.  145°),  which  when  dissolved  in  hot  aqueous 
sodium  sulphide  furnishes  a  yellow  colouring 
matter  precipitated  by  carbon  dioxide  from  the 
alkaline  solution. 

The  aromatic  m-diamines  yield  complex 
thiocarbamides  when  heated  with  carbon  dlsul- 
phide  (Ber.  1885,  18,  3293),  and  these  thio 
derivatives  when  heated  with  sulphur  at  150°- 
170?  give  rise  to  similar  yellow  dyes  which  are 
dissolved  in  a  queous  sodium  sulphide.  Ben  zidin  e 
is  sometimes  added  during  fusion  (M.  D.  R.  PP. 
152027,  153916,  166864;  A.  ibid.  171871). 
Tolylene-2  :  4-diamine  itself  yields  a  yellow  dye 
when  fused  with  benzidine  and  sulphur  at 
190°-280°,  the  product  being  rendered  soluble 
by  sodium  sulphide  {M.  D,  R.  P.  163143; 
TM.D.  R.  P.  163001). 

Immedial  orange  C,  N  (C.  D.  R.  P.  152595 ; 
Eng.  Pat.  11898,  1902;  Er.  Pat.  321183). 
Tolylene-2 :  4-diamine  (60  kdos.)  and  sulphur 
( 125  kilos.)  are  heated  in  an  iron  pan  with  stirrers 
untU  "hydrogen  sulphide  is  no  longer  evolved, 
and  the  product  baked  at  250°  until  a  hard  brittle 
mass  is  produced,  which  is  then  added  to 
sodium  sulphide  (150  kilos.)  at  110°-120°.  The 
mixture  is  dissolved  in  water,  and  the  colouririg 
matter  precipitated  by  acid.  Cotton  is  dyed  in 
orange-brown  shades  which  are  brightened  by 
hydrogen  peroxide,  but  scarcely  affected  by 
chromic  acid.  This  colouring  matter  is  insoluble 
in  concentrated  sulphuric  acid. 

EcUpse  yellow  G,  3G  {G.  D.  R.  PP.  138839, 
145762, 145763).  When  heated  with  commercial 
formic  acid  in  a  reflux  apparatus,  tolylene-2  :  4- 
diamine  gives  rise  to  formyltolylene-2 : 4- 
diamine,  very  sparingly  soluble  pyramids,  m.p. 


113°-114°,  arid  diformyitolylene-2  :  4-diamine, 
acioular  aggregates,  in.p.  176°-177°.  These ' 
products,  which  are  separated  by  fractional 
crystallisation  from  water,  the  latter  being  the 
more  soluble,  are"  both  used  in  the  preparation 
of  sulphide  dyes.  The  formyl  derivative  is 
added  to  a  solution  of  an  equal  weight  of  sulphur 
in  3  parts  by  weight  of  crystallised  sodium 
sulphide  fused  in  its  water  of  crystaUisation  and 
the  temperature  raised  to  240°.  The  dye, 
which  is  obtained  as  a  light  brown  precipitate 
on  acidifying  a  solution  of  the  fusion,  gives 
bright  yellowish-orange  shades,  those  from  the 
monoformj'l  derivative  having  the  browner  tint. 
The  thionation  may  also  be  effected  by  sulphur, 
either  alone  or  with  the  addition  of  benzidine  or 
other  analogous  bases.  The  formyl  derivatives 
may  be  replaiced  by  the  condensation  products  of 
tolylene-2 : 4-diamine  and  oxalic  acid  {M. 
D.  R.  PP.  156177,  157103). 

Similar  sulphide  yellows  are  produced  by 
fusing  with  sulphur  at  200°-220°  mixtures  of 
tolylene-2  :  4-diamine  and  its  diformyl  derivative 
or  diformvlbenzidine  ((?.  D.  R.  PP.  146917; 
A.  159097,  170746),  and  various  shades  of 
yellow,  yellowish-brown,  and  orange  are  obtained 
by  employing  mixtures  of  tolylcne-2  :  4-diamine 
and  various  aromatic  nitro  derivatives,  such  as 
the  nitranilines  and  their  homologues,  and  the 
dinitro  -benzenes  and  -naphthalenes  ( By.  D.  R.  PP. 
201834,  201835,  102836). 

Immedial  yellow  GG  [G.  D.  R.  P.  180102 ; 
Eng.  Pat.  4097, 1906 ;  Er.  Pat.  372137  ;  U.S.  Pat. 
892465).  The  relationship  between  sulphide 
yellows  and  thiazole  dyes  is  Ulustrated  by  the  em- 
ployment of  dehydrothiotoluidine  («.  PEiMtrLiNE) 
in  the  sulphur  fusionf  Benzidine  (19  parts), 
dehydrothiotoluidine  (16  parts),  and  sulphur 
(70  parts)  are  heated  together  for  1  hour  at  210°, 
and  the  fusion  digested  with  fused  sodium  sul- 
phide at  120°  until  rendered  soluble.  The  dye 
is  then  precipitated  by  mineral  acid.  Cotton  is 
dyed  in  greenish-yellow  shades  very  fast  to 
scouring  agents  (c/.  B.  Rassow,  D.  R.  P.  234638). 

Among  the  numerous  other  yellow  sulphide 
dyes  are  Thioxine  yellow  and  t'hloxine  orange, 
yellowish  powders  slightly  soluble  in  concen- 
trated sulphuric  acid  and  insoluble  in  sodium 
hydroxide;  Thionol  yellow  G,  R;  Thionol 
orange  ;  Thiogene  yellow  G,  GG,  5G. 

Reddish  Sulphide  Dyes. 

Although, bright  red  sulphide  dyes  have  not 
yet  been  oWained,  it  has  been  found  possible  to 
produce  various  shades  of  purple,  violet,  and 
maroon  by  thionating  certain  red  colouring 
matters.  In  these  reactions  sulphur  is  probably 
introduced  into  the  molecule  without  destroying 
the-  complex  to  the  presence  of  which  the  red 
colour  is  due.  .  ,  ^  ,^ 

Immedial  maroon,  bordeaux,  and  violet  (C?. 
D.  R.  P.  126175 ;  Eng.  Pat.  14836,  1900 ;  Er. 
Pat.  303107  ;  U.S.  Pat.  701435).  The  simplest 
starting  material  for  the  production  of  the 
bordeaux-red  sulphide  dyes  ia  6-amino-3- 
hydroxyphenazine 

/N— N- 
prepared  by  reducing  with  iron  and  acetic  acid 


HOl 


JNH, 
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2  :  4-dimtro-4'-hydroxydip&enylaimne  (from  p- 
aminophenol    and    chloro-2 : 4-dinitrobenzene) 
and  oxidising  the  resulting  hydrozytriamine 
H0-C,H3(NHi,)NH-C,H,-NH, 

in  alkaline  solution  witli  manganese  dioxide. 

The  sulphonio  and  carboxylio  acids  of  this 
phenazine,  which  are  obtained  in  a  similar 
manner,  are  also  employed  in  the  sulphide  fusion. 

Tolylene  red  (neutral  red),  6-dimethylamino- 
3-amino-2-methylphenazine 


C3N(CH3). 


A= 


CH, 
NH, 


=iJi/h-1 

obtained  by  oxidising  a  mixture  of  dimethyl-p- 
phenyleneiamine  and  tolylene-2  :  4-dialnine,  is 
too  insoluble  for  employment  in  the  sulphide 
fusion,  and  is  converted  either  into  its  sulphonic 
aicid  by  fuming  sulphuric  acid  (23  p.c.  SO3)  or 
into  the  corresponding  hydroxy-azine 


N(CH, 

by  hydrolysis  vrith  water  under  pressure. 

These  products  being  soluble  in  aqueous 
Ukali  hydroxides  or  sulphides  are  utUisable  in 
die  production  of  reddish  sulphide  dyes. 

Safranol, .   3-hydroxy-6-oxy-N-phenylphena- 


zine  produced  either  by  condensing  nitrosophenol 
with  m-hydroxydiphenylamine,  by  oxidising  this 
base  mixed  with  y-aminophenol  or  by  the  alka- 
line hydrolysis  of  phenosa&anine  or  phenosaf  rani- 
none,  is  employed  in  the  sulphide  fusion,  as  is 
also  phenosafranine  and  its  carboxyUo  and 
Bulphonic  acids. 

One  of  the  foregoing  azines  (10  parts)  is 
added  to  a  solution  of  sulphur  (20  parts)  in 
sodium  sulphide  (50  parts)  and  water  (10  parts), 
and  the  mixture  heated  to  14O°-150°  untU  the 
product  dissolves  in  water  to  a  dark  violet 
solution.  This  operation  may  also  be  carried 
out  either  in  a  reflux  apparatus  or  in  an  auto- 
clave. The  sulphide  dyes  from  6-amino-3-hy- 
droxyphenazine  and  its^oarboxylic  and  sulphonic 
kcids,  and  from  the  alkali  soluble  tolylene  red 
derivatives  give  brownish-violet  shades,  the 
tafranol  condensation  product  dyes  in  bluish- 
violet  tints,  whereas  reddish-violet  shades  are 
obtained  from  the  dyes  derived  irom  N-ethyl- 
safranol  and  from  phenosafraoinone  and  its 
carboxylic  and  sulphonic  acids. 

The  fusion  of  these  phenazine  derivatives  is 
also  carried  out  in  the  presence  of  metallic 
salts  (CuSO,,  CoSO,,  or  NiSO,,  cf.  Lev.  Eng. 
Pats.  24008,  1906;  17749,  1907),  the  resulting 
dyes  being  redder  and  faster  than  those  produced 
in  the  absence  of  these  adjuvants. 

3-Amino-6-hydroxyphenazine  and  its  C- 
methyl  homologue  when  heated  to  120°-140° 
with  aqueous  sodium  polysulphide  and  copper 
sulphate  or  metalUo  copper  give  dark  red 
sulphide  dyes.  Safranol  and  siuraninone  when 
similarly  treated  yield  violet-red  colours  and 
II-ethyl-2-methylsafraninone  (I.) 


'\/^|     \/%o  \/ 

ijHj  NHCOCH, 

1.  11- 

gives  rise  to  a  bordeaux-red  dye.  p-Aoetyl- 
aminosafranine  (II.)  (N-acetylaminophenyl-3:6- 
diaminophenazine)  and  its  homolbgues  when 
heated  at  120°  for  20  hours  with  aqueous 
sodium  polysulphide  containing  copper  sulphate 
give  rise  to  bluish-violet  dyes  precipitated  by 
acid,  which  are  faster  and  brighter  than  those 
prepared  from  the  simpler  safranines  (Jf. 
D.  R.  PP.  171177,  177709,  179021,  222418; 
Fr.  Pat.  361608 ;  U.S.  Pat.  818980). 

Azines  without  hydroxyl  groups,  such  as 
tolylene  red,  being  insoluble  in  alkali  sulphides, 
are  first  fused  with  sulphur  at  180°-230°,  the 
product  being  then  treated  with  sodium  sulphide 
at  180°.  Cotton  is  dyed  in  reddish-brown 
shades  {B.  D.  E.  P.  147990). 

TUogen  purple  {M.  D.  R.  P.  181125 ;  Eng. 
Pat.  2797,  1906 ;  Fr.  Pat.  372277 ;  U.  S.  Pat. 
S29740).  The  N-alkylated  aminohydrosy- 
phenylphenazines  and  their  tolyl  homologues, 
the  chloro  derivatives  of  the  azines  (produced 
from  chloroaminophenols)  when  heated  at 
110°-135°  in  a  reflux  apparatus  or  under  pressure 
with  aqueous  or  alcohoUc  sodium  polysulphide 
give  sulphide  colouring  matters  dyeing  cotton 
in  clear,  bordeaux-red  shades,'  the  higher  the 
temperature  of  the -fusion  the  bluer  the  tint 
produced.  Beddish-violet  and  dark  red  sul- 
phide dyes  are  obtained  by  heating  in  a  reflux 
apparatus  at  110°,  the  chloro-  and  bromo- 
phenazincs  and  the  corresponding  halogenated 
toluazines  with  aqueous  sodium  polysulphide 
in  the  presence  of  copper  sulphate  {M.  D.  R.  P. 
174331  ;  A.  ibid.  207096).  In  these  condensa- . 
tions  the  halogen  radicle  of  the  chloro-  or 
bromo-  azine  is  readily  replaced  by  a  SH  group, 
and  accordingly  the  organic  base  is  first  heated 
with  sodium  sulphide  alone  at  110°-140°,  and 
subsequently  treated  with  polysulphide  at  a 
high  temperature.  When  the  latter  operation 
is  omitted  intermediate  mercaptan  derivatives 
of  the  hydroxyphenazines  are  produced  which 
have  only  a  shght  affinity  for  the  cotton  fibre 
and  are  converted  into  sulphur  dyes  by  fusion 
with  alkaU  polysulphide  {M.  D.  R;  PP.  181327, 
187868  ;  Fr.  Pat.  .^i60437). 

Thiogen  violet  V,  B  (JIf.  D.  E.  PP.  168516, 
177493,  179960,  179961).  Phenosafraninone, 
3-oxy-6-amino-N-phenylphenazine     (10     parts) 

warmed  at  115°-120°  with  sulphur  (30  parts), 
alone  or  with  a  diluent,  then  heated  further  to 
200°,  and  mixed  \\'ith  sodium  sulphide.  The 
violet  dye  produced,  which  contains  sulphur,  is 
converted  into  a  colouring  matter,  dyeing  bluer 
and  faster  shades  by  heating  for  20  hours  in  a 
reflux  apparatus  at  135°  with  twice  its  weight 
of  aqueous  sodium  polysulphide.  The  addition 
of  copper  sulphate  or  copper  to  the  foregoing 


NHJ 


P°jys"'ptide  fusion  leads  to  the  production  of 
redder  and  faster  shades  of  violet,  the  redress 
increasmg  with  the  amount  of  copper  employed 
in  the  condensation. 

Violet  to  violet-blue  shades  of  sulphide  dyes 
are  produced  by  heating  at  170"  for  3  hours 
safranol  (10  parts),  sulphur  (30  parts),  and 
anilme  (10  parts),  or  some  other  organic  solvent 
of  high  boiling-point  {eig.  dimethylaniUne, 
benzidine).  Bluer  and  more  sombre  tints  are 
obtained  i  either  by  prolonging  the  heating  or 
by  raising  the  temperature  to  240°  (M.  D.  R.  P. 
178982  ;  Fr.  Pat.  360437). 

Thlon  violets  [K.  D.  R.  PP.  144167,  152373, 
160790,  160816,  166007).  4-Nitro-2-amino-4'- 
hydroxydiphenylamine  and  nitrosodimethylani- 
line  hydrochloride  condense  to  form  the  complex 
azine  l-nitro-4'-p-hydroxyphenylamino-6-di- 
methylaminophenazine. 
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-NH 


i^N-/^N(CH3), 


NO. 

Thip  condensation  product  (8  parts),  hfeated  at 
130°-140''  for  2-3  hours  with  sodium  sulphide 
(40  parts)  and  sulphur  (16  parts),  yields  a  violet 
sulphide  dye  dissolving  in  water  to  a  dark  green 
solution,  and  in  concentrated  sulphuric  acid  with 
a  bluish-green  coloration. 

Trihydro^pheriylrosinduline  is  obtained  by 
the  condensation  of  j)-aminophenol  and  benzene- 
azo-o-naphthylamine  hydrochloride,  or  from 
the  former  compound  and  o-nitronaphthalene 
{K.  D.  R.  PP.  158077,  168100,  168101,  160789 
160815,  163239).  This  rosinduline  (52  parts), 
heated  for  6  hours  at  160°-170''  with  sodium 
sulphide  (160  parts),  sulphur  (40-60  parts), 
socfium  hydroxide  (40°Be,  24  parts),  and  water 
(200  parts),  gives  rise  to  a  reddish-violet  dye 
dissolving  in  concentrated  sulphuric  acid  to  a 
blue  solution. 

The  indophenol  from  p-aminophenol  and 
p-xylenol  when  heated  with  aqueous  sodium 
polysulphide  in  a  reflux  apparatus  for  10  hours 
or  under  pressure  (126°  for  12  hours),  or  in 
alcoholic  solution  for  2-3  days,  gives  rise  to  a 
sulphide  violet  which  separates  from  solution 
in  small  brown  crystals  having  a  metallic  lustre. 
This  colouring  matter  dissolves  in  aqueous  podium 
sulphide  to  a  blue  solution,  and  dyes  in  deep 
violet  shades  which  are  very  fast  and,  hitherto, 
unsurpassed  in  intensity  (O.  D.  R.  PP.  191803 ; 
Eng.  Pat.  4653,  1902  ^  Fr.  Pat.  318577). 

Manufaotubb  of  Sulphidb  Dyes. 
The  apparatus  most  generally  employed  in 
the  polysulphide  fusion  is  a  cylindrical  cast- 
iron  jacketed  pan  about  3  ft.  deep  by  2  ft. 
in  diameter,  and  having  a  capacity  of  about 
100  gallons.  The  jacket  serves  for  the  intro- 
duction of  superheated  steam,  a  pressure  of 
4-6  atmospheres  sufficing  to  raise  the  tem- 
perature of  the  fusion  to  126°-136°.  The  pan 
is  fitted  with  a  mechanical  stirrer  and  its  domed 
lid  contains  a  man-hole  for  introducing  the 
reagents,  a  thermometer  tube  dipping  into  the 
fusion,  an  opening  leading  to  the  reflux  con- 
denser, and  an  inlet  tube  for  air  under  in- 
creased or  decreased  pressure.  The  jacket  is 
fitted  with  a  manometer,  and  if  the  pan  is  to  be 
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used  for  fusions  under  pressure,  it  is  also  fitted 
with  a  pressure  gauge.  This  plant  serves  for 
the  majority  of  modem  sulphide  fusions  (e.g. 
dinitrophenol  black),  which  are  Carried  out  at 
temperatures  only  slightly  above  the  boiling- 
point  of  water  ( 105°-120°).  In  fusions  requiring 
higher  temperatures  {e.g.  200°-300°,  cachou  de 
laval,  eclipse  bromi,  &c.)  smaller  cast-iron 
pans  are  employed,  heated  either  by  direct  fire 
or  in  an  oil  bath,  the  fittings  of  th8  melting-pan 
being  similar  to  those  of  the  jacketed  pan. 
Vaseline  or  a  high-boiUng  liquid  {e.g.  aniline,  b.p. 
182°)  may  bo  employed  in  the  oil  bath,  which 
is  preferable  to  heating  by  direct  fire,  as  local 
overheating  is  avoided.  This  mode  of  heating 
is  emplcyed  both  in  sulphide  melts  and  in  fusions 
with  sulphur  alone  in  the  production  of  yellow. 

Sulphur  fiwion.  This  fusion  is  restricted 
chiefly  to  the  production  of  sulphide  yellows, 
oranges,  and  browns,  which,  being  allied  to  the 
thiazole  dyes  {v.  Primuline),  are  prepared  in  a 
similar  way.  A  few  bases  give  blue  and  black 
sulphide  dyes  with  sulphur  alone  at  compara- 
tively low  temperatures,  2  :  4-diaminophenol,  for 
instance,  with  sulnhur  at  S0°-120°,  gives  a  colour 
dissolving  in  soaium  sulphide  to  a  blue  solution, 
and  dyeing  cotton  in  bronzy  black  shades, 
which,  however,  are  not  fast  to  chroming 
(Vidal,  Eng.  Pat.  16449,  18£|0).  The  products 
of  the  sulphur  fusion  for  yellows  are  insoluble 
substances,  which  are  ground  up  and  rendered 
soluble  by  boiling  with  concentrated  aqueous 
sodium  sulphide. 

Sulphide  fusion.  The  heating  of  nitro  com- 
pounds and  sulphur  is  avoided,  so  far  as  possible, 
owing  to  the  risk  of  explosion,  and  in  general 
the  sulphide  fusion  is  carried  out  with  a  mixture 
of  sodium  sulphide  and  sulphur  (sodium  poly- 
sulphide Na^Sj  .  .  .  NajSj)  generally  in  the 
presence  of  water  either  added  or  derived  from 
the  commercial  crystallised  sulphide  Na2S,9H,.0. 

In  the  case  of  nitro  compounds  yielding 
easily  decomposable  polyamines  on  reduction, 
it  is  preferable  to  add  the  organic  substance  to 
the  fused  polysulphide  rather  than  to  reduce 
the  nitro  compound  with  sodium  monosulphide 
before  introducing  the  sulphur. 

In  the  Vidal  black  process  the  y-aminophenol 
produced  by  reduction  from  p-nitrophenol  is 
comparatively  stable,  and  consequently  the 
sulphur  can  be  added  after  reduction.  With 
dinitrophenol,  however,  the  -  best  result  is 
obtained  by  adding  the  nitro  compound  to  the 
polysulphide  in  aqueous  solution  when  reduction 
and  thionation  occur  concurrently.  The  black 
obtained  by  reducing  dinitrophenol  with  aqueous 
monosulphide,  and  then  adding  sulphur,  is 
distinctly  inferior  in  tinctorial  properties  to 
Cross  dye  black  BX  {H.). 

At  high  temperatures  sodium  monosulphide 
will  act  as  a  thionating  agent,  for,  on  reducing 
nitro  compounds,  it  becomes  itself  converted 
into  a  complex  mixture  of  sulphites,  poly- 
sulphides,  and  thiosulphates.  A  sulphide  brown  is 
produced  by  fusing  dinitrophenol  at  160°-180° 
for  6-8  hours  with  crystallised  sodium  sulphide. 

The  fusion  under  reflux  condenser,  which  is 
employed  when  the  formation  of  colour  occurs  at 
temperatures  near  100°,  is  of  great  utility  in  the 
manufacture  of  blacks  from  dinitrophenol, 
picric,  and  pioramic  acids,  2 : 4-dinitro-4'- 
hydroxydiphenylamine  and  itsohloro  derivativea 
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and  especially  in  the  production  of  blues  from 
indophenols,  and  of  violets  from,  hydroxy  and 
amino  derivatives  of  the  azines. 

Alcoholic  condensation.  The  thionation  is 
often  carried  out  in  alcoholic  solution,  the  sul- 
phide employed  being  either  anhydrous  or 
crystalline.  In  this  medium  sulphur  dissolves 
readily  to  an  extent  corresponding  with  the 
'tetrasulphide  Na^S,.  Although  on  account  of 
the  low  temperature  (80°)  the  condensation 
takes  a  long  time,  yet  the  products  are  obtained 
in  a  very  pure  condition,  the  dyes  derived  from 
certain  indophenols  separating  in  a  crystalline 
form.  The  alcoholic  or  aqueous  fusions  are  some- 
times effected  under  pressure.  Immedial  black, 
when  prepared  in  this  way  from  2  : 4-dinitro-4'- 
hydroxydiphenylamine  or  its  reduction  products, 
separates  as  a  crystalline  dark  blue  lustrous 
powder  dyeing  in  very  intense  black  shades. 

Additions  to  the  svlphide  fusion.  Sometimes 
the  temperature  of  the  condensation  is  raised 
either  by  substituting  amyl  alcohol  for  water 
or  ethyl  alcohol,  or  by  adding  to  the  fusion' such 
inert  substances  as  glycerol,  naphthalene,  or 
/3-naphthol.  Aromatic  amines  have  also  been 
added  to  sulphide  fusions,  but  in  some  cases 
they  take  part  in  the  condensation.  Benzidine, 
for  example,  is  frequently  added  to  sulphur 
fusions  for  yellow.  Dehydrothiotoluidine,  when 
melted  ivith  sulphur  alone,  gives- no  colouring 
matter,  but  when  benzidine  is  i«troduced  into 
the  melted  mixture  immedial  yellow  GG  is 
produced  (C  D.  R.  P.  180162). 

Copper  is  added  to  many  sulphide  fusions, 
most  frequently  in  the  form  of  sulphate,  but  also 
as  copper  bronze  ;  it  imparts  greenish  shades  to 
black,  reddish  shades  to  broAvns  and  violets  and 
yellowish  shades  to  red.  In  some  csises  this 
metal  alters  the  chemical  properties  of  the  dye 
without  greatly  modifying  its  shade  of  colour. 
The  immedial  black  fusion  in  presence  of  copper 
gives  a  greenish  instead  of  a  bluish-black, 
which,  unlike  ordinary  immedial  black,  is  not 
oxidised  on  the  fibre  by  hydrogen  peroxide  to 
immedial  blue.  It  is  often  immaterial  whether 
the  copper  is  added  during  thionation  or  after- 
wards. Zinc  salts  are  added  to  fusions' of  1  :  8- 
naphthalene  derivatives  to  prevent  the  formation 
of  brown  impurities  during  the  preparation  of 
certain  blue  sulphide  dyes  {By.  D.  R.  P.  116655). 
The  condensation  of  the  indophenol 
ji-NHj-CeHj-N :  CeH, :  0 
with  aqueous  polysulphide  does  not  give  a 
satisfactory  colour  unless  manganous  sulphate  is 
added  to  the  fusion  when  an  indigo  blue  dve  is 
produced  (P.  D.  E.  P.  22406 ;  Fr.  Pat.  406225). 
The  course  of  the  sulphur  and  polysulphide 
fusions  may  be  ascertained  by  dissolving 
samples  in  water  or  sodium  sulphide,  and  pre- 
cipitating the  sulphide  dye  and  excess  of  sulphur 
with  dilute  acid.  The  acid  filtrate  contains  the 
unthionated  amines  which  may  be  recognised 
in  one  of  three  ways  :  (1)  By  diazotisation  and 
coupling  with  alkaline  ;8-naphthol ;  (2)  oxidation 
to  indophenols ;  (3)  production  of  coloured 
solutions :  this  occurs  in  the  case  of  the  azines 
and  other  coloured  bases.  The  fusion  product 
is  dissolved  in  water,  or  if  necessary,  aqueous 
Eodium  sulphide,  and  in  some  cases  {e.g.  dlnitro- 
phenol  black)  the  colour  is  precipitated  from  the 
filtered   solution   of    its   leu&o   derivative   by 
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passing  in  a  current  of  air.  This  precipitation  by 
air  sometimes  takes  place,  however,  with  con- 
siderable difSculty,  and  then  the  colourmg 
matter  is  precipitated  by  dilute  acid  in  a  wooden 
vat  surmounted  with  an  efficient  draught  hood 
for  carrying  off  the  torrent  of  hydrogen  sulphide 
set  free  when  the  alkali  sulphide  solution  is 
acidified.  In  other' cases  the  dye  is  salted  out 
with  sodium,  ammonium,  or  calcium  chloride, 
or  other  soluble  salts.  The  precipitated  dye  is 
collected  either  in  a  filter  press  or  on  a  vacuum 
filter,  the  latter  being  employed  only  when  the 
precipitate  is  not  too  slimy. 

Immedial  pure  blue  is  purified  either  through 
the  soluble  bisulphite  compound  or  by  dissolving 
the  leuco  derivative  of  the  colouring  matter  in 
hydrochloric  acid,  filtering  from  insoluble 
impurities  and  precipitating  the  hydrochloride 
of  leuco  immedial  pure  blue  by  the  addition  ol 
brine  solution.  "   " 


Thb  Dybino  op  Sulphide  Colouks. 

The  sulphide  dyes  are  best  dissolved  in 
wooden  vessels  by  pouring  over  them  boiling 
water  containing  sufficient  sodium  sulphide  to 
bring  the  colours  into  solution.  Copper  or  brass 
vessels  are  to  be  avoided,  and  the  metallic  parts 
of  the  dyeing  apparatus  should  consist  of  iron 
or  lead.  The  dyeing  operation  is  carried  out 
in  wooden  or  iron  vats  heated  by  steam  coils. 
In  addition  to  sodium  sulphide,  the  bath  is 
generally  prepared  with  sodium  carbonate  and 
either  sodium  chloride  or  sulphate.  In  the 
following  dyeing  recipes  the  percentage  of 
ingredients  is  always  reckoned  on  the  weight  of 
dry  cotton,  which  is  generally  dyed  in  about 
20  times  its  weight  of  water. 

Svlphide  blacks.  For  dyeing  100  grms.  of 
cotton  yam  in  a  full  shade  of  cross  dye  black  BX 
(ff.),  10  grms.  of  this  colour  are  dissolved  in 
500  c.c.  of  hot  water  containing  20  grms.  of 
crystallised  sodium  sulphide  and  6  grms.  of 
sodium  carbonate.  This  mixture  is  boiled  for 
5  mins.,  the  solution  made  up  to  2  litres,  the 
yam,  which  has  been  previously  well  boiled  out 
with  water,  is  then  introduced,  and  the  bath 
kept  boiling  for  15  mins.  This  temperature  is 
maintained  for  30  mins.  longer,  during  which 
period  75  grms.  of  salt  are  gradually  added,  the 
bath  being  kept  up  to  constant  volume  by  the 
addition  from  time  to  time  of  hot  water.  The 
dyed  yam  is  then  lifted  and  rinsed  in  cold  water. 

Although  after-chroming  does  not  materially 
alter  the  shade  of  black  which  is  fully  developed 
as  the  result  of  aerial  oSidation,  nevertheless 
this  treatment  is  sometimes  used  to  increase  the 
fastness  of  the  dye,  and  is  effected  by  immersing 
the  rinsed  yam  for  30  mins.  at  60°  in  2  litres  of 
water  containing  2  p.o.  of  sodium  or  potassium 
bichromate,  and  2  p.c.  of  sulphuric  acid.  Any 
bronziness  due  to  oxidation  or  excess  of  colour  is 
removed  and  the  tone  of  the  black  improved  by 
heating  the  dyed  yam  for  30  mins.  at  60°  with 
the  foUowing  emulsion  ;  5  p.c.  of  soap,  1  -5  p.c. 
of  olive  oil,  and  1-0  p.o.  of  ammonia  in  2  litres 
of  water.  The  finished  yam  is  then  squeezed 
out  and  dried  without  washing. 

The  dyeing  process  for  Vidal  black  {P.)  from 
;)-nitrophenol  is  carried  out  as  above  with 
10-16  p.c.  of  the  colour,  but  in  this  case, 
after-chroming  is  essential  in  order  to  develop  the 
full  shade  of  black  from  the  dark  green  tints 
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produced  by  aerial  oxidation.  The  above- 
described  Bnishing  process  enhances  the  tone  of 
black  obtained  by  ahroming. 

Immedial  black  V  extra  (0.)  is  dyed  in  full 
shades  with  15-25  p.o.  of  colour,  10-18  p.c.  of 
crystallised  sodium  sulphide,  and  for  each  10 
gallons  of  liquor  are  added  4-5-8  oz.  of  sodium  car- 
bonate and  1-3  lbs.  of  common  salt  or  anhydrous 
sodium  sulphate.  The  yam  is  dyed  at  a  boiling 
temperature  for  1-1 J  hours  and  rinsed  in  water, 
containing  4-5-8  oz.  of  sodium  formate  or 
acetate  per  10  gallons  of  liquor.  For  grey  shades 
only  1-8  p.c.  of  this  black  is  required,  ivith  2-6 
p.o.  of  sulphide  crystals,  one-third  the  amount  of 
salt  or  sodium  sulphate,  and  the  same  proportion 
of  sodium  carbonate  as  for  full  black  shades. 

Thiogene  black  cone,  (if.)  and  thioxine 
black  RNO  (0.)  are  dyed  in  full  shades  mth 
10  p.c.  of  colour,  30  p.c.  of  crystallised  sodium 
sulphide,  8-10  p.c.  of  dry  sodium  carbonate,  and 
60  p.o,  of  common  salt  or  anhydrous  sodium 
sulphate.  The  bath  should  have  at  15°  a 
sp.gr.  of  6-7°Be.  Cotton  yam  is  dyed  at  the 
boil  for  1  hour,  and  mercerised  yam  at  90°  for 
a  somewhat  longer  period. 

An  increase  in  fastness  and  depth  of  the 
sulphide  blacks  is  produced  by  an  after-treat- 
ment with  1-2  p.fc.  of  chrome  alum  or  copper 
sulphate,  1-5-2  p.c.  of  potassium  bichromate, 
and  5  p.c.  of  acetic  acid. 

Sulphide  blues.  Immedial  indone  3B  is  dyed 
on  cotton  yarn  in  pale  and  medium  shades  by 
using  2-10  p.c.  of  colour,  6-20  p.c.  of  sulphide 
crystals,  and  2-10  p.c.  of  glucose  with  4-5-8  oz. 
of  soda  ash  and  1  lb.  of  .common  salt  or  dry 
sodium  sulphate  to  each  10  gallons  of  water. 
Deeper  lehades  are  obtained  with  10-16  p.o.  of 
colour,  and  correspondingly  greater  amounts  of 
sodium  sulphide  and  glucose.  The  lighter  shades 
are  dyed  at  30°-40°,  and  the  darker  at  60°-80°, 
a  brighter  tone  being  thus  obtained  than  at  the 
boiling  temperature. 

Thiogene  deep  blue  and  thiogene  cyanine  B 
are  dyed  in  full  shades  ^vith  6-10  p.c.  of  colour, 
10-15  p.c.  of  sulphide  crystals,  6  p.c.  of  sodium 
carbonate,  and  30  p.c.  of  sodium  chloride  at  a 
boiling  temperature  for  1  hour. 

Sulphide  greens.  Immedial  green  is  dyed  on 
cotton  in  full  shades  with  14  p.c.  of  colour,  the 
same  proportion  of  sulphide,  0-5  p.c.  of  soda 
ash,  and  5  p.o.  of  common  salt  or  dry  sodium 
sulphate.  The  tint  is  brightened  by  exposure  to 
air  after  rinsing,  or  by  warming  the  dyed  yam 
with  soap  solution  containing  sodium  carbonate. 

Siit/phide  yellows.  Thiogene  yellow  5G  and 
thioxine  yellow  G  require  for  the  dyeing  solution 
from  2  to  4  times  their  weight  of  sulphide 
crystals ;  the  bath  is  prepared  with  4r-5  p.c. 
sodium  carbonate,  25-35  p.c.  of  sodium  chloride, 
or  15-20  p.c.  of  dry  sodium  sulphate,  the  dyeing 
being  effected  just  below  the  boiling-point. 
Immedial  yellow  GO  is  dyed  at  70°-80°  without 
sodium  chloride  or  sulphate. 

Sulphide  browns.  These  colouring  matters 
dissolve  with  0-4-1-0  part  by  weight  of  sulphide 
crystals,  and  are  dyed  for  1  hour  at  the  boil 
with  sodium  carbonate  and  sodium  chloride, 
full  shades  being  obtained  with  8-10  p.c.  of 
colour.  The  fastness  of  sulphide  browns  to 
light,  washing,  milling,  and  alkalis  is  very 
satisfactory,  but  they  are  appreciably  affected 
by  chlorine  or  hypochlorites. 


Sulphide  violets  and  purples.  The  maroons, 
violets,  purples,  and  bordeaux  of  this  series  are 
best  dyed  at  60°-80°,  and  not  at  boiling  tem- 
peratures. In  some  cases  sodium  chloride  or 
sulphate  is  not  added  to  the  bath,  but  a  little 
glue  (one- fifth  of  the  weight  of  dye)  is  iuttoduced 
with  the  object  of  brightening  the  shade. 

Sulphide  colouring  matter  as  vat  dyes.  Imme- 
dial blue  is  reduced  with  alkaline  hydrosulphite 
until  the  solution  assumes  a  brownish-yellow 
colour,  the  cotton  is  then  introduced,  and 
the  colour  developed  on  the  fibre  by  oxidising 
agents.  Indigo  can  be  dyed  from  the  same  bath. 
The  sulphide  dyes  cannot  be  employed  in  the 
zinc-dust  or  alkaline  ferrous  sulphate  vat, 
because  they  yield  insoluble  lakes  with  the 
metallic  radicles  present  (M.  D.  R.  P.  146797 ; 
Eng.  Pat.  24455,  1899;  Pr.  Pats.  295589, 
301740;  U.  S.  Pat.  680472;  c/.,  Fr.  Pats. 
299733,  385087). 

Various  brands  of  sulphide  black  {e.g.  kryogen 
black  and  thiophenol  black)  have  been  dyed  on 
cotton  from  a  fermentation  vat,  although  the 
process  is  unserviceable  for  the  animal  fibres 
(B.  D.  E.  P.  200391;  Eng.  Pat.  12219,  1907: 
Pr.  Pat.  379584). 

Dyeing  of  sulphide  dyes  on  wool,  silk,  and 
fibres  other  than  cotton.  The  destructive  action 
of  the  alkali  sulphide  on  wool  and  silk  is  miti- 
gated by  adding  to  the  dye-bath  an  amount  of 
dextrose  equal  to  tMice  the  weight  of  sodium 
sulphide  present.  Silk  is  dyed  for  1  hour  at 
80°  in  20  times  its  weight  of  liquor,  each  litre 
of  which  contains  20-30  grms.  of  sulphide 
black,  or  5—10  grms.  of  some  other  sulphide 
colour,  1  grm.  of  sodium  carbonate,  6-10  grms. 
of  Glauber  salt,  3  c.o.  of  turkey-red  oil,  and  the 
minimum  amount  of  sodium  sulphide  with  twice 
its  weight  of  dextrose  (C.  D.  R.  P.  161190). 

Wool  is  d3-ed  at  00°  in  a  similar  bath,  but 
without  the  turkey-red  oU.  Tannin  may  be 
employed  as  the  protective  agent  instead  of 
dextrose.  A  preliminary  treatment  of  wool 
with  warm  4  p.c.  formaldehyde  solution  protects 
the  fibre  from  the  action  of  alkali  sulphides 
(Kann,  D.  R.  PP.  144485,  14684,5 ;  Eng.  Pat. 
25971,  l?0fi);  but  wool  thus  treated,  although 
taking  up  sulphide  dyes  {e.g.  cachou  de  laval)  in 
moderately  alkaline  bathi  at  90°,  is  not  dyed  by 
sulphide  colours  in  colder  baths  of  modorat« 
alkalinity  (Levinstein,  J."  Soo.  Dyers.  1907, 
296;  Eng.  Pats.  25971,  1906;  19840,  1907). 
The  addition  of  ammonium  chloride  or  alkali 
bisulphite  lessens  the  destructive  action  of  alkali 
sulphides  on  wool  and  silk  {Bl.  D.  R.  P.  130848). 

Artificial  silk  is  readily  dyed  by  sulphide 
colours  even  at  comparatively  low  temperatures, 
30°-40°,  for  light  shades,  and  60°  for  heavy 
shades,  in  the  latter  case  the  bath  being  pre- 
pared with  sodium  sulphate  and  sodium  carbon- 
ate. Ramie  and  hemp  fibres  are  readily  dyed 
by  sulphide  colours,  jute  absorbs  these  dyes  less 
easily  than  the  cotton  fibre. 

CoNSTinjTiON  or  Sulphide  Dyes. 
The  problem  of  ascertaining  the  constitution 
of  the  sulphide  dyes  is  greatly  compUcated  by 
the  uncrystallisable  nature  of  these  products, 
and  by  the  circumstance  that  these  dyes,  like 
many  other  substantive  colours,  tend  to  form 
colloidal  solutions  which  render  impossible  the 
determination  of  their  molecular  weight. 
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Only  in  the  case  of  the  simplest  members 
of  the  series,  the  sulphide  blues,  has  it  been 
found  possible  to  obtain  crystalline  derivatives, 
and  through  these  compounds  to  establish  a 
relationship  between  the  sulphide  blues  and  the 
colours  of  the  methylene  blue  series. 

Immedial  pure  blue  (C.  D.  R.  P.  134947) 
gives  a  bisulphite  compound 

C„H,204N2S3,NaHS0s,2H,0, 
crystallising  in  yellow  needles  (D.  R.  P.  135952). 
The  colouring  matter  contained  in  this  additive 
compound  has  been  given  the  following  con- 
stitution, but  probably  immedial  pure  blue  is  the 
disulphide  corresponding  with  the  mercaptan 
represented  by  the  first  of  these  formulse 


HSi 


!N(CH), 


!N(CH3). 


Gnehm  and  Bots  (J.  pr.  Chem.  1904,  [ii.]  69, 
169)  find,  however,  that  the  bisulphite  com- 
pound is  more  correctly  represented  by  the 
formula  Ci4Hi202N2S3,NaHSO„2HjO,  a  result 
which  would  indicate  a  somewhat  different 
constitution  for  immedial  pure  blue.  On  heating 
methylene  blue  with  alcoholic  ammonia  at 
140°  Gnehm  and  Kaufler  (Ber.  1906,  39,  1016) 
obtained  dimethylleuoothionoline  I. 
H 

(CH3),nI^-s-!^nh, 

(^)  C1(CH,)3N  :!^— S-!^^InH„HC1 

II. 

whichbecameozidised  to  dimethylthionoline(II.). 
The  diazo  compound  of  the  latter  was  con- 
verted into  the  corresponding  xanthate,  and  this 
substance  hydrolysed  with  80  p.c.  sulphuric 
acid.  The  final  product  was  an  amorphous 
bluish-black  powder,  dissolving  in  aqueous 
sodium  sulphide  to  a  colourless  leuco  compound, 
and  dyeing  cotton  from  this  solution  in  greyish- 
blue  shades.  These  results  indicate  that  the 
replacement  of  NH,  in  dimethyUeucothionoline 
by  SH  furnishes  a  leuco  compound,  having  the 
constitution  III.,  and  accordingly  the  bluish- 
black  substance,  which  has  the  properties  of  a 
sulphide  dye,  would  probably  be  represented 
by  the  formula  IV. 
H 


(CH,),nM— sIl^JsH 

III. 


i.kI    J—s= 


(CH3),kI^|-s=!^^Ls 


I 


IV. 
Moreover,  immedial  pure  blue,  when  heated 
in  sealed  tubes  with  potassium  chromate  and 
hydrobromio   acid,   gives   a   42   p.c.   yield   of 
atrabromomethylene  violet 


0=M-S-1^^N(CH3), 
Br  Br 

a  substance  which  has  also  been  produced 
synthetically  from  methylene  blue  (Gnehm  and 
Kaufler,  Ber.  1904,  37,  2618,  30.12). 

Methylene  violet  (I.)  and  the  indophenol- 
thiosulphonic  acid  (II.),  when  treated  below 
140°  with  sodium  tetrasulphide  in  aqueous  or 
alcoholic  solution,  yield  a  blue  closely  analogous 
to  immedial  pure  blue  which  is  prepared  from 
the  indophenol  (III.) 


O: 


J    i: 


IN(CH,), 


SOjH-S 
II. 


III. 


N(CH3), 


The  similarity  in  the  products  of  these  two 
condensations  points  to  the  existence  in  the 
sulphide  blues  of  the  thiazine  ring,  which  is 
present  in  methylene  blue,  but  in  addition  the 
leuco  derivatives  of  sulphide  blues  contain  SH 
groups,  which  imdergo  oxidation  to  insoluble 
sulphide  bluest  which  are  to  be  regarded  as 
complex  disulphides. 

Immedial  indone,  produced  from  the  indo- 
phenol • 

rjTT  /     \      ■NT /   \ 

NHjll  \  J=0 

has  been  found  by  Frank  to  undergo  condensa- 
tion  with  chloroacetic  acid,  so  that  its  leuco 
derivative  gives  rise  to  a  readily  purified  com- 
pound containing  two  CHj-COjH  groups 


CH. 
CO,HCHj,NH 


|J— S— lJsCHi-CO,H 


(Chem.  Soc.  Trans.  1910,  97,  2047). 

This  product  is  readily  oxidised  to  a  blue 
colouring  matter,  which,  unlike  the  original 
immedial  indone,  has  no  afSnity  for  cotton  in  a 
sodium  sulphide  bath,  but  dyes  wool  bright 
blue  from  an  acid  bath.  This  wool  dye  has  very 
probably  the  following  constitution — 


CH.. 


I,/\-N=f 

cOjHcHj-nh!.    i— s=i    isch,-co. 


These  results,  therefore,-  indicate  that  the 
constitutions  of  leuco-immedial  indone  (1.)  and 
of  immedial-indoue  (II.)  are  most  probably  to 
be  represented  respectively  by  the  following 
formulse — 

H 

CH^/V-N— /\         CH,/V- N= 

NH,I     J— S=l 


NH,!^ 


■J:  ■ 


The  alkylation  of  immedial  black  with  benzyl 
oworide  in  the  presence  of  aqueous  sodium 
sulphide  leads  to  the  production  of  several 
substances  which  are  separated  by  successive 
extraction  with  carbon  disulphide,  chloroform, 
*""  poenol  and  chloroform  (D.  R.  P.  1317S8). 

The  substance  soluble  in  carbon  disulphide  has 
the  empirical  formula  Cj,Hi„0,N,Sa.  and  is  re- 
garded as  havmg  the  following  constitution  (LI- 
NK, NH, 
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0,H 


I — s-s  — 

J-J)fH,NH..- 


./\s 


I 
SC,H, 

A  second  product  (II.),  sparingly  soluble  in 
carbon  disulphide,  and  extracted  by  chloroform, 
results  from  the  foregoing  by  the  elimination  of 
ammonia, 

NH,  NHi 


C,H. 

■        I  1  II  II         —         II. 

=0 


SC,H< 


A  third  substance,  insoluble  in  carbon  disul- 
phide and  chloroform,  is  produced  by  eliminating 
ammonia  from  2  molecules  of  the  first  product ; 
and  a  fourth  compound  (III.),  differing  from  the 
first  in  containing  less  sulphur  and  less  nitrogen, 
has  also  been  isolated,  being  sparingly  soluble 
in  chloroform,  although  insoluble  in  carbon 
disulphide. 


0,H, 


N=r|SC,H, 


SC,H, 


These  results  serve  to  indicate  the  relation- 
ship between  the  more  complex  sulphide  blacks 
and  the  less  condensed  sulphide  blues.  They 
show,  moreover,  that  in  all  probability  the  blacks 
are  not  homogeneous  compounds,  but  mixtures 
of  highly-condensed  molecules  (c/.  Eis,  Ber.  1900, 
33,  796 ;  D.  R.  P.  122860). 

Vidal's  earlier  researches  also  point  to  the 
existence  of  thiazine  rings  in  sulphide  blacks 
(Mon.  Sclent.  11,  2,  655;  17,  427;  D.  R.  P. 
99039).  On  heating  together  quinol,  sulphur, 
and  ammonia,  water  and  hydrogen  sulphide  were 
eliminated  and  leucothionol  (I.)  was  produced 
H 


which  is  also  formed  together  with  a  large  pro- 
portion of  black  colouring  matter  by  heating 
2>-aminophenol  and  sulphur,  and  is  obtained  in 
quantitative  yield  by  heating  molecular  propor- 
tions of  j)-aminophenol  and  quinol  with  sulphur. 
Quinol  and  y-phenylenediamine,  when  heated 
with  sulphur,  give  water,  hydrogen  sulphide,  and 
leucothionoline  (II.) 

H 


lOH 


II. 


which  on  further  heating  with  sulphur  gives  a 
black  colouring  matter. 

Since  leucothionol,  on  heating  with  sulphur 
(Mid  ammonia,  also  gives  rise  to  a  bla?k  dye. 


Vidal  supposes  that  the   black  arises  from  a 
further  condensation  of  leucothionol  and  leuco- 
thionoline to  form  dihydroxytetraphentrithiazine 
H  H 

/\_n-/\_s^Vn-A 

H0l^^_I^^N-l^-S-!^0H 

which  he  regards  as  being  the  essential  constitu- 
ent  of  Vidal  black.  This  assumption  does  not, 
however,  explain  the  characteristic  mercaptan 
properties  of  the  sulphide  colours.  It  is  evident 
that  these  colours  must,  in  addition  to  the 
thiazine  rings,  contam  mercaptan  sulphur  SH, 
or  even  polysulphide  sulphur  S^SH  in  side  chains. 
2  :  4-Diaminophenol  is  readily  converted  by 
aqueous  sodium  polysulphide  at  100°  into 
diaminoleucothionoune 

H       NH, 

OhI^^— S— !^NH, 

which  is  easily  oxidised  to  the  corresponding 
diaminothionoUne,  but  without  exhibiting  any 
dyeing  properties.  When,  however  diamino- 
phenol  is  heated  with  aqueous  thiosulphate,  it 
passes  into  complex  thiosulphonio  derivatives, 
dissolving  in  aqueous  alkalis  to  blue  solutions, 
and  dyeing  cotton  in  blue  shades.  In  the  second 
thionation  of  diaminophenol,  sulphur  is  intro- 
duced into  the  side  chain  as  well  as  into  the 
thiazine  ring.  The  processes  for  preparing 
Clayton  black  are  further  examples  of  this  type 
of  condensation  (D.  R.  PP.  106036,  120504, 
120560,  136016;  Eng.  Pats.  21832,  22460, 
1898  ;  Fr.  Pat.  288465). 

,  The  yellow  and  brown  sulphide  dyes  resemble 
dehydrothiotoluidine  and  primuline  in  containing 
tlie  thiazole  group 


Oz!>c-<:> 


characteristic  of  the  latter  substances,  and  for 
this  reason  ihey  are  largely  produced  from 
tolylene-2 : 4-diamine,  tolidine,  and  similar 
compounds  containing  carbon  in  side  chains. 

The  sulphur  of  the  thiazole  ring  is  introduced 
by  direct  interaction  of  this  element  and  the 
organic  substance,  giving  rise  to  an  insoluble 
coloured  product  which  is  rendered  soluble  by 
subsequent  treatment  with  hot  concentrated 
aqueous  sodium  sulphide.  In  the  latter  opera- 
tion, mercaptan  (hydrosulphide)  groups  are 
introduced  into  the  molecule  of  the  coloured 
substance,  with  the  result  that  a  true  sulphide  dye 
soluble  in  alkali  sulphide  solution  is  produced. 

Bibliography. — Priedlander,  Die  Portschritte 
der  Teerfarben-fabrikation  (-industiie) ;  Lunge, 
Die  Schwefelfarbstoffe,  Leipzig,  1912 ;  Nietzke, 
Chemie  der  Organischen  Farbstoffe ;  Sohultz 
und  Julius,  Tabellarisohe  Uebersicht  der  Kunst- 
lichen  Organischen  Farbstoffen.         G.  T.  M. 

SULPHINE  t>.  PBiMULmE  and  its  deeiva- 

TIVES. 

SULPHOCYANIDES  or  THIOCYANATES  v. 

Cyanides. 

SVliP'ROU  Ah  diethyhiilphonedimethylmethane 
(CH8)2C(S02C2H5)2     was     first    prepared      by 
Baumann     by     treating     dithioethyldimethyl 
methane  or  acetone  mercaptol 
(CH,).C(SC«H,), 
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with  5  p.c.  potassium  permanganate  solution 
(Bar.  1886,  19,  2808). 

It  may  also  be  prepared  by  heating-  diethyl 
sulphone methylene  methane  MeCH(S02C2H5)26r 
diethylsulphonemethane  CH2(S02C2H5)2  with 
alcoholic  -potash  and  methyl  iodide  (Fromm, 
Annalen,  1889,  253,  147). 

Some  difficulty  is  experienced  in  preparing 
an  odourless  product.  According  to  Kobbe,  it 
is  easy  to  determine  whether  a  preparation  is 
odourless  or  not  by  boiling  1  grm.  with  about 
10  CO.  of  water  in  a  test  tube,  when  any  re- 
maining odour  is  easily  detected  (Kobbe,  Pharm. 
Zeit.  1888,  730). 

To  isolate  sulphonal  from  mixtures  con- 
taining it,  the  mixture  is  evaporated  to  dryness, 
extracted  3  times  with  its  own  volume  of  90  p.c. 
hot  alcohol,  the  extract  on  cooling  is  filtered  and 
the  alcohol  distilled  off.  The  residue  is  filtered 
while  still  hot,  a  few  drops  of  potash  added  to 
the  filtrate  and  treated  3  times  with  3  times  its 
volume  of  ether.  The  ether  is  then  evaporated,  the 
residue  is  dissolved  in  water  and  again  treated 
with  ether ;  on  evaporation  pure  sulphonal  is 
left  (Vitali,  Boll.  Chim.  Farm.  39,  461,  497). 

Sulphonal  forms  colourless,  odourless,  almost 
tasteless  prismatic  or  elegant  foliated  crystals. 
It  may  be  identified  as  follows :  it  melts  at 
125'5°,  volatilises  at  300°,  dissolves  in  15  parts 
of  boiling  water,  and  500  parts  of  water  at  15°  ; 
.  in  133  parts  of  ether  at  15° ;  2  parts  of  boiling 
alcohol,  65  parts  of  alcohol  at  15° ;  -and  in  110 
parts  of  60  p.c.  alcohol  at  15°.  100  c.c^  of 
benzene  dissolve  8-01  grms.,  100  o.c.  of  petroleum 
spirit  0'06  grms.,  and  100  -cc.  of  chloroform 
32-5  grms.  Toluene  and  acetone  also  dissolve 
considerable  quantities  of  sulphonal.  The 
sample  should  also  be  tested  for  sulphuric  acid, 
potassium,  and  manganese.  It  is  exceedingly 
inert  towards  all  reagents,  a  characteristic 
property  of  the  substance.  Fused  with  potas- 
sium cyanide,  it  gives  a  smell  of  mercaptan. 
Mercaptan,  according  to  Bitsert,  may  be  formed 
by  heating  sulphonal  with  sodium-amalgam 
or  pyrogaUol.  Fused  with  dry  potash,  a  smell 
of  mustard  oil  is  evolved.  Mercaptan  is  also 
formed  by  heating  the  substance  with  zinc 
chloride,  sodium  acetate,  manganese  dioxide, 
sodium  amalgam,  or  with  a  fragment  of  char- 
coal ;  the  white  fumes  which  are  at  the  same 
time  given  off  turn  litmus-paper  red,  and  de- 
colorise blue  iodide  of  starch  paper  (J.  Soo. 
Chem.  Ind.  1888,  772;  Kippenberger,  Zeitsch. 
Nahr.  Genussm.  1899,  2,  75).  These  tests, 
however,  are  said  to  be  given  by  other  com- 
pounds containing  sulphur. 

By  the  following  method  0-001  grm.  may  be 
detected.  When  sulphonal  is  heated  moderately 
with  3  times  its  weight  of  powdered  potash, 
an  unpleasant  smell  is  developed,  the  liquid  be- 
coming first  yellow,  then  red,  it  becomes  scarlet  on 
cooling  and  changes  to  blue  on  addition  of  water, 
the  liquid  becoming  turbid.  On  filtering  and 
adding  hydrochloric  acid  to  the  filtrate,  the  latter 
becomes  violet,  sulphur  dioxide  is  evolved  and 
sulphur  is  precipitated.  In  the  residue  obtained 
by  evaporating  the  acid  solution  to  dryness, 
sulphate,  hyposulphite  and  polysulphide  may 
be  detected  in  the  usual  way. 

If  the  original  mixture  of  sulphonal  and 
potash  be  heated  very  strongly  the  red  colora- 
tion changes  to  blue  (Vitali,  I.e.). 


Sulphonal  may  be  detected  in  trional  and 
tetronal  by  treating  the  sample  with  ether  in 
which  sulphonal  is  much  less  soluble  than  the 
other  two  substances.  The  undissolved  residue, 
if  it  contains  sulphonal,  can  be  detected  by  its 
m.p.  125-5°,  its  characteristic  crystalline  form 
and  other  reactions  (Gabutti,  J.  Pharm.  Chim. 
1907,  25,  183). 

Sulphonal  is  employed  as  a  hypnotic,  being 
intermediate  in  its  action  between  chloral  and 
paraldehyde  and  much  saf6r  than  most  drugs  of 
its  class  as  it  does  not  depress  the  heart  (Fischer, 
Pharm.  Zeit.  33,  235). 

Ghlorsulphcmal  CH3(CHja)C(S02C2H5)j 

forms  white  pearly  crystals,  m.p.  78°-79° 
(Autenrieth,  Ber.  1891,  24,  171). 

Nitrososulphonal  CH3(CHj-NO)C(S02C2H5)2, 
rhombic  tablets,  has  m.p.  104°-105°  (Posner, 
ibid.  1899,  32,  1246). 

TrimethylpiperidinediethylsulpJional 
(C,H,SO,),C<^g-^:CHgH,)>jjg 

is  obtained  by  oxidising  the  corresponding  mer- 
captol  with  potassium  permanganate  in  dilute 
sulphuric  acid  (Pauly,  ibid.  1898,  31,  3149).  It 
forms  lustrous  feathery  crystals,  m.p.  135°. 

Svlphonal  carboxylic  acids  are  described  by 
Posner  (Chem.  Zeit.  1905,  29,  1107). 

Compounds  in  which  the  CjHj  group  is  re- 
placed by  some  other  radicle  are  formed  from 
the  corresponding  mercaptan  by  similar  methods 
to  those  used  for  preparing  sulphonal  (Stufler, 
Ber.  1890, 23, 3228)  {v.  Ketones,  abo  SyuTHEiic 

DEUOS). 

SULPHONATED  OILS  (Tuikey-ied  Oils),  v. 
Oils,  Fixed,  and  Fats. 

SULPHONES   ^  >SOj    may    be    obtained 

by  oxidising  vigorously  the  thioethers,  or  the 
sulphoxides,  or  the  sulphides  (Beckmann,  J.  pr. 
Chem.  t^ii.]  17,  439  ;  Baumann  and  Walter,  Ber. 
1893, 26, 1124) ;  by  washing  an  alcoholic  solution 
of  sodium  sulphinate  or  sodium  aljrylsulphinate 
with  alkyl  or  alkylene  halides  (Otto,  Ber.  1880, 
13,  1272 ;  ibid.  1888,  21,  652,  658 ;  Annalen, 
1894,  283,  181;  ibid.  1895,  284,  300;  Michael 
and  Palmer,  Amer.  Chem.  J.  6,  253)  by  the  action 
of  sodium  alkyl  sulphinate  or  mercaptide  on 
chloracetone  thus  : 
CHjCl-CO-CHa-l-SOjPhNa 

=Naa-|-S0ijPh-CHj-C0-CH3 
(Otto  and  Rossing,  Ber.  1890,  23,  752) ;  by  the 
action  of  phosphoric  anhydride  at  a  high  tem- 
perature on  a  mixture  of  an  aromatic  sulphonio 
acid  and  a  hydrocarbon  (Michael  and  Adair, 
»"5«.  1877,  10,  583;  ibid.  1878,  II,  116);  by 
the  interaction  of  an  aromatic  sulphochlorioe 
and  a  hydrocarbon  in  the  presence  of  aluminium 
chloride  RSO,a-l-R'H=Ha-fRR'SO  j  (Beokuits 
and  Otto,  ibid.  2066) ;  by  the  interaction  of 
aromatic  sulphinic  acids  and  halogen  derivatives 
of  aromatic  nitro  compounds  (Ullmann  and 
Pasdermadjian,  Ber.  1901,  34, 1150);  a  sulphone 
of  formula  C.HjSOjOioO,.  m.p.  121°,  has  been 
obtained  by  heating  benzene  sulphonic  chloride 
with  naphthalene  and  zinc  dust  (ChrustsohofE, 
Ber.  1874,  7.  1167)  and  di-ji-  and  di-o-xylyl 
sulphones  have  been  prepared  by  subjecting  the 
well-cooled  xylene  to  the  action  of  sulphurio 
anhydride  (Zom  and  Brunnel,  Compt.  rend. 
1894,  119,  1224). 
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For  other  methods,  see  Otto,  Ber.  1885,  18, 
154,  246;  ibid.  1891,  24,  1832;  Stuffer.  ibid. 
1890,  23,  3226 ;  Damkiihler,  J.  pr.  CSiem.  [ii.] 
30,  321 ;  Genvresse,'  Bull.  Soo.  ohim.  1894, 
[iu.]  11,  601  ;  Eng.  Pat.  16333  ;  J.  Soo.  Chem. 
Ind.  1899,  980;  Blanksma,  Pr.  K.  Akad. 
Wetensch.  Amsterdam,  1901,  4,  264;  Posner, 
Ber.  1905,  38,  646. 

The  sulphones  are  isomeric  with  the  organic 

alkyl  sulphinates  R-SO-OR,  and  form  stable, 

neutral  solid  bodies  not  attacked   by  nascent 

.  hydrogen,  hydrogen  iodide,  or  by  phosphorus 

pentachloride. 

The  sulphones  of  general  formula  R2C(S02'R)2 
are  stable  towards  alkalis,  but  when  one  of  the 
groups  SOjPh,  SOjEt,  or  CI  is  introduced,  they 
are  decomposed  by  alkalis,  the  three  sulphone 
groups  being  eliminated  as  sulphinic  acid 
(Autenrieth,  Ber.  1891,  24,  1512 ;  Stuffer,  ibid. 
1890,  23,  1408).  Diphenyl  sulphone,  when 
heated  with  sulphur  at  250°-275°  in  a  current  of 
carbon  dioxide,  yields  diphenyl  sulphide,  but 
many  other  sulphones  do  not  react  thus  (Boese- 
ken,  Rec.  trav.  chim.  1911,  30,  137). 

Sulphones  containing  one  benzyl  and  another 
aromatic  residue  react  with  formaldehyde 
yielding  diformal  derivatives,  but  the  presence 
of  two  aromatic  residues  without  a  benzyl  group, 
or  a  benzyl  group  without  a  second  aromatic 
residue,  hinder  this  reaction  (Fromm  and  Erfurt, 
Ber.  1909,  42,  3823). 

Some  of  the  disulphones  RjC(S02R)2  are 
employed  in  medicine  {v.  Sulphonal,  Tkional, 
Tetronal).  According  to  Bau^aann  and  Kast 
(Zeitsch.  physiol.  Chem.  14,  52 ;  ibid.  1889,  15, 
32  ;  see  also  Laves,  Arch.  Pharm.  229,  448),  the 
SOj  group  as  such  has  no  hypnotic  effect  and 
the  sulphones  containing  the  ethyl  group  are 
the  most  powerful,  the  methyl  group  having 
little  or  no  effect. 

But  in  the  case  of  dimethyl  sulphone  dimethyl 
methane  Me2C(S02Me)2,  the  replacement  of  the 
methyl  by  the  ethyl  group  produces  no  alter- 
ation in  physiological  properties,  whilst  the 
propyl,  and  to  a  less  extent  the  iso-propyl, 
increases  the  activity.  On  the  other  hand,  the 
introduction  of  a  oarbonyl  group  as  in  2:2- 
diethyl  sulphone  pentane-3-one 

CMe(S0jEt)2C0Et 

destroys  the  hypnotic  and  all  noxious  properties 
(Hildebrandt,  Chem.  Zentr.  1905,  ii.  502). 
The  influence  of  other  groups  has  also  been 
studied  by  Hildebrandt. 

SULPHONIC  ACIDS  RSO3H.  These  acids 
may  be  conveniently  described  under  two 
headings:  (a)  aliphatic  sulphonic  acids,  (6) 
aromatic  sulphonic  acids. 

Aliphatic  sulphonic  acids.  These  acids  are 
not  of  much  importance. 

General  melKods  of  preparation,  (i.)  By  the 
oxidation  of  mereaptans,  alkyl  disulphides,  or 
alkyl  thiooyanates  with- nitric  acid. 

(ii.)  Their  salts  and  esters  ai:e  formed  by  the 
interaction  of  alkyi  iodides  with  alkali  sulphite 
and  silver  sulphite  and  the  required  alcohol  re- 
Bpeotively. 

(iii.)  By  the  oxidation  of  sulphinic  acids. 

'  Properties.     They  are  mostly  viscous  liquids, 

readily  soluble  in  water,  and  usually  can   be 

obtained  crystalline.     On  heating  they  undergo 

decomposition ;    by  fusion  with  caustic  alliajis 


they  are  decomposed  into  alcohols  and  alkali 
sulphites,  but  they  remain  unchanged  when 
boiled  with  aqueous  alkali  hydroxides.  Phos- 
phorus pentachloride  converts  them  into  sul- 
phonic chlorides. 

Aromatic  sulphonic  acids.  These  acids  are 
easily  obtained  by  digesting  the  substance  to 
be  sulphonated  with  sulphuric  acid.  The  number 
of  hydrogen  atoms  replaced  depends  on  the 
strength  of  the  acid  and  on  the  temperature. 
These  acids  are  important  as  the  source  of 
many  dyes ;  many  dyes  which  are  insoluble  in 
water  are  converted  into  their  sulphonic  acids 
which  are  readily  soluble.  The  aromatic  sul- 
phonic acids  are  also  manufactured  to  be  con- 
verted into  phenols  by  fusion  with  caustic  alkali. 
Many  are  also  valjiable  as  synthetic  drugs  {q.v.). 

Oeneral  methods  of  preparation,  (i.)  By 
digesting  the  substance  with  sulphuric  or  anhy- 
drosulphuric  acid  ;  or  with  chlorosulphonic  acid 
when  the  sulphonic  chloride  ia  produced. 

(ii.)  By  the  oxidation  of  thiophenols  or  of 
sulphinic  acids. 

(iii.)  By  heating  diazoamino  compounds 
with  sulphurous  acid. 

Of  these  methods  the  first  is  the  most 
important.  It  is  often  somewhat  difficult  to 
isolate  the  acids,  as  they  are  readily  soluble  in 
water,  are  non- volatile,  cannot  be  extracted  from  ' 
aqueous  solutions  with  organic  solvents  or 
separated  from  other  substances  by  steam  dis- 
tillation. The  following  method  is  usually 
employed  :  excess  of  sulphuric  acid  is  removed 
from  the  sulphonation  product  by  boiling  with 
excess  of  barium  carbonate ;  the  precipitated 
barium  sulphate  is  filtered  off,  and  to  the  filtrate 
which  contains  the  barium  salt  of  the  sulphonic 
acid,  sulphuric  acid  is  added  until  precipitation 
no  longer  occurs.  After  filtering,  the  solution 
is  evaporated  to  dryness  when  the  acid  is  ob- 
tained either -crystalline  or  as  a  syrup.  Calcium 
carbonate  may  be  used  instead  of  barium 
carbonate,  in  which  case,  as  the  acid  will  contain 
a  little  calcium  sulphate,  alcohol  is  added  to 
the  final  product,  the  calcium  sulphate  filtered 
off,  and  the  alcohol  removed  by  evaporation. 
Sometimes  lead  carbonate  is  employed,  when 
the  lead  salt  of  the  sulphonic  acid  is  decomposed 
with  hydrogen  sulpliide.  These  methods  only 
apply  when  the  barium,  calcium,  or  lead  salts 
are  soluble  in  water. 

When  two  or  more  sulphonio  acids  are 
present,  separation  is  usually  efltected  by 
fractional  crysta;llisation  of  their  salts.  If  this 
is  not  effectual,  they  are  converted  into  sulphonio 
chlorides  by  means  of  phosphorus  pentachloride. 
The  sulphonic  chlorides  are  well-defined  crystal- 
line substances,  which  can  easily  be  obtained  in 
a  pure  state. 

Properties.  The  aromatic  sulphonic  acids 
are  usually  very  soluble  in  water,  and  when 
obtained  crystalline,  are  often  very  hygroscopic. 
They  can  be  salted  out  from  aqueous  solutions 
as  sodium  salts  by  the  addition  of  sodium 
chloride.  They  gradually  decompose  when 
heated,  so  seldom  have  a  definite  melting-point. 
They  are  strongly  acid  substances,  decomposing 
carbonates  and  dissolving  certaia  metals  with 
evolution  of  hydrogen.  The  following  are  the 
principal  reactions  in  which  they  take  part : — 

(i.)  Phosphorus  pentachloride  or  oxychloride 
eon  verts  their  alkali  salts  into  sulphonic  chlorides. 
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(ii.)  Fusion  with  caustic  alkalis  yields  phenols. 

(ill.)  Distillation  with  potassium  cyanide 
yields  nitriles. 

(iv.)  Hydrocarhons,  together  with  pTienyl 
sulphones,  are  formed  by  distillation  of  the  acids 
alone  or  with  hydrochloric  acid. 

(v.)  The  sulphonio  group  may  be  replaced 
by  the  nitro  group  by  the  action  of  nitric  acid. 

(vi.)  The  sulphonic  group  may  be  replaced 
by  the  amino  group  by  the  action  of  sodamide. 

(vii.)  The  sulphonic  chlorides  are  converted 
into  ihiophenols  on  reduction. 

SULPHUR.  Sym.  S.  At.wt.  3207.  This 
substance  has  been  known  from  the  earliest 
times.  Its  ancient  and  familiar  name  of  brim- 
stone (A.S.  pyrnan,  to  bum,  and  stane,  a  stone, 
probably  corrupted  from  hrinstone  or  hrerustone, 
i.e.  fiery  stone)  is  based  upon  the  circumstance 
that  it  is  combustible  and  that,  when 'ignited, 
it  will  continue  to  bum  in  presence  of  air  with 
a  characteristic  blue  flame  until  it  is  entirely 
consumed.  To  the  alchemists  the  term  sulphur 
was  practically  synonymous  with  the  principle 
of  inflammS.biUty,  and  hence  was  not  necessarily 
restricted,  as  now,  to  the  element. 

Siilpliur  occurs  in  the  free  state  in  the  neigh- 
bourhood of  volcanos,  active  and  extinct,  and 
is  a  characteristic  product  of  volcanic  action. 
Volcanic  sulphur  is  found  largely  in  Italy, 
Sicily,  Iceland,  Mexico,  North  -  and  South 
America,  Japan,  Asia,  New  Zealand,  and  other 
parts  of  the  world,  and  some  of  these  places 
constitute  valuable  sources  of  supply. 

Deposits  of  free  sulphur  occur  in  sedimentary 
rocks  as  a  product  of  bacterial  action,  certain 
bacteria  having  the  property  of  reducing  sul- 
'  phates  and  of  assimilating  sulphur  to  a  relatively 
large  extent.  In  union  with  a  great  variety  of 
metals  sulphur  occurs  as  sulphides,  and  some  of 
these  compounds  constitute  important  metalli- 
ferous ores.  Combined  with  oxygen  and  bases, 
sulphur  is  found  in  nature  as  gypsum,  sdeniie 
and  anhydrite  (calcium  sulphate) ;  as  heavy  spar 
(barium  sulphate) ;  as  cdestine  (strontium  sul- 
phate) ;  as  Epsom  salts  and  kieserite  (magnesium 
sulphate),  etc. 

Sulphur  is  als6  found  in  nature  combined  with 
hydrogen,  as  hydrogen  sulphide  or  sulphuretted 
hydrogen,  and  occasionally  with  carbon  and 
oxygen  as  carbon  oxysulphide  in  a  number  of 
mineral  waters  which  are  supposed  to  owe  their 
therapeutic  value  to  such  sulphur  compounds. 

Sulphur  is  found  imoxidised,  but  combined, 
in  vegetable  and  animal  tissues,  in  a  variety  of 
proteid  substances ;  in  the  hair,  nails  and  horn ; 
in  the  taurin  of  the  bile,  in  the  cystine  in  urine, 
&c.  Many  volatile  oils,  e.g.  oil  of  mustard,  oil 
of  garlic,  &o.,  are  composed  of  organic  sulphur 
compounds  to  which  their  characteristic  smell 
and  o'ther  properties  are  due. 

Por  many  years  past,  and  until  the  year 
1903,  about  95  p.o.  of  the  world's  supply  of  sul- 
phur was  mined  and  prepared  for  use  in  Sicily,  the 
greater  portion  of  the  remainder  being  obtained 
from  Romagna,  in  Italy,  and  from  Japan.  But 
the  successful  application  of  the  Frasch  process, 
a  description  of  which  follows,  to  the  winning 
of  pure  sulphur  at  a  low  cost  from  deposits 
at  Calcasieu  Parish  in  Louisiana,  U.S.A.,  long 
known  but  unworkable  by  ordinary  mining 
methods,  has  resulted  in  a  reduction  at  the 
end  of    1912  of  sales  of  Sicilian  sulphur  from 


the   95  p.c.  per   annum  of  the  world's  con-, 
sumption  above  mentioned  to  about  50  p.c. 

In  the  year  1900  the  production  in  the 
United  States  was  about  2000  tons.  After  the 
Frasch  process  was  developed  upon  a  practi- 
cal scale  during  the  year  1902  the  production 
increased  to  30,000  tons;  in  1903,  to  137,292 
tons ;  and  the  production  in  1913  is  upwards 
of  300,000  tons  per  annum.  All  the  require-  _ 
ments  of  the  United  States  are  met  by  I^asch 
sulphiu-  with  the  exception  of  Japanese  sulphur 
supplied  to  the  western  coast,  and  the  imports 
from  Sicily  have  fallen  until  they  may  now  be 
regarded  as  negligible.  The  exports  from  the 
United  States  of  Frasch  sulphur  have  thus  far 
not  been  developed  to  any  great  extent,  but 
since  1905  about  30,000  tons  have  been  sent 
annually  from  Louisiana  to  France.  Having 
regard  to  the  stocks  now  accumulated,  to  the 
vast  tonnage  of  obtainable  sulphur  stated  to  be 
in  sight,  and  to  the  extremely  low  cost  of 
winning  sulphur  of  great  purity  as  compared 
with  the  methods  employed  in  Sicily,  it  would 
appear  that  should  it  be  considered  desirable  to 
extend  the  export  trade  of  Frasch  sulphur  there 
is  no  reason  why  it  should  not  be  done  upon  a 
very  large  scale. 

The  Frasch  process  has  proved  to  be  ap- 
plicable to  the  extraction-  of  sulphur  from 
the  deposits  in  the  dome  formations  of  the 
Gulf  Coastal-Plain  regions,  of  which  the  deposits 
at  Calcasieu  in  Louisiana  constitute  a  portion. 
Other  deposits  have  been  located  in  this 
formation,  and  it  is  stated  that  a  very  im- 
portant one  in  Texas  at  Bryan  Hill,  about  forty 
miles  from  Galveston,  is  about  to  be  worked 
upon  a  large  scale  by  the  Freeport  Sulphur 
Company,  and  that  a  modification  of  the  Frasch 
superheated  steam  process  is  to  be  employed. 

Sulphur  deposits  in  other  parts  of  the  world 
are  now  well  known,  and  in  addition  to  those 
already  named  may  be  mentioned  those  in  the 
Caucasus,  in  Jebels  Kabrit  and  Jemsah  in  Upper 
Egypt,  and  on  White  Island  in  New  Zealand. 

Japanese  sulphur  is  of  high  purity  and  has 
a  market  to  the  extent  of  about  30,000  tons  per 
annum.  Of  the  total  output,  about  90  p.c.  is 
obtained  from  the  deposits  which  have  been 
worked  for  many  years  in  the  volcanio 
district  of  Central  Hokkaiedo.  It  is  mainly 
shipped  to  the  Pacific  ports  of  the  United  States 
and  to  Austraha.  The  sulphur  is  of  what  is 
known  as  the  soltafara  type  and  is  deposited  in 
cracks  in  the  lava  and  in  the  tuffs  owing  to 
the  interaction  of  sulphuretted  hydrogen  and 
sulphurous  acid  gases  which  have  their  origin  in 
active  or  expiring  volcanos. 

Italian  sulphur.  Between  30,000  and  40,000 
tons  of  sulphur  are  obtained  per  annum  from 
deposits  in  Bomagna  which  have  long  been 
worked.  The  sulphur  thus  obtained  is  almost 
exclusively  employed  in  Italy  for  agricultural 
and  viticultural  purposes. 

Sicilian  sulphur  is  stated  to  have  been  em- 
ployed in  industry  during  the  past  300  years.  It 
is  estimated  that  about  16,000,000  tons  have  been 
mined  and  extracted  up  to  date,  and  until  the 
introduction  of  Louisiana  sulphur,  extracted  by 
the  Frasch  process,  Sicily  controlled  the  sulphur 
industry  of  the  world. 

The  sulphur  occurs  in  Miocene  strata  and 
constitutes  what  is  known  as  the  'gypsum* 
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type  as  distinct  from  the  '  soltafara '  type. 
Marls,  shale  and  gypsum  are  prominent  oon- 
atituents  of  the  sedimentary  rooks  in  which  the 
sulphur  is  produced.  The  reducing  action  of 
the  bituminous  matter  under  efficient  conditions 
of  temperature  and  pressure  upon  gypsum  results 
in  the  formation  of  calcium  sulphide,  which  in 
turn  is  acted  upon  by  oxygen,  carbonic  acid  and 
moisture,  producing  calcium  carbonate,  sul- 
phuretted hydrogen  and  polysulphide  of  lime. 
The  latter  in  turn  yields  calcium  carbonate, 
sulphur  and  sulphuretted  hydrogen.  It  is 
stated  by  Fuchs  and  De  Launay  (Traite  des  Gites 
Mineraux,  p.  274)  that  24  p.c.  of  sulphur  would 
represent  about  the  average  that  would  1^ 
deposited  as  the  result  of  these  reactions,  aSa 
inasmuch  as  this  percentage  may  be  taken  as 
representing  the  average  amount  of  crude  sulphur 
found  in  Sicilian  sulphur  rook,  it  is  regarded  as 
a  strong  argument  in  favour  of  the  sulphur 
being  deposited  in  the  manner  suggested. 

The  mines  are  distributed  throughout  the 
provinces  of  Caltanisetta  and  Girgenti.  They 
cover  an  area  of  about  100  miles  by  about  55 
miles.  The  deposits  of  sulphur  {eolfare)  vary  in 
depth  from  150  ft.  to  about  650  ft.,  and  in  the 
deep  mines  the  ore  is  now  all  brought  to  the 
surface  by  mechanical  means  :  in  the  past  it 
was  practically  all  dealt  with  by  manual  laTaour. 

The  ore  varies  very  considerably  in  its  total 
sulphur  contents.  The  rich  ore  contains  from  30 
p.c.  to  40  p.c.  of  crude  sulphur,  which,  depending 
upon  the  method  of  extraction  employed,  yields 
from  20  p.c.  t9  25  p.c.  of  commercial  sulphur. 
But  the  average  ordinary  ore  contains  from 
20  p.c.  to  25  p.c.  and  yields  from  10  p.c.  to 
15  p.c.  of  ijommeroial  sulphur.  In  some  ores  the 
sulphur  is  as  low  as  8  p.c,  but  unless  they  con- 
tain about  15  p.c.  they  do  not  pay  for  working 
by  the  method  adopted  in  Sicily. 

In  addition  to  the  16,000,000  tons  which  have 
been  stated  to  have  been  mined,  prepared  and 
Bold,  it  has  been  officially  reported  by  a  highly 
qualified  engineer  that  the  quantity  of  com- 
mercial sulphur  stiU  in  sight  in  the  Sicilian 
deposits  amounts  to  about  34,000,000  tons. 

The  effect  of  the  Louisiana  sulphur  com- 
petition upon  Sicilian  .production  may  be  strik- 
ingly illustrated  by  the  fact  that  in  the  year 
1903  there  were  757  active  sulphur- .mines  in 
Sicily  and  that  nearly  40,000  operatives  were 
employed.  To-day  the  number  of  mines  being 
worked  is  about  400  and  the  number  of  operatives 
about  20,000. 

It  must  be  admitted  that  the  methods  of 
extracting  sulphur  employed  in  Sicily  were  not 
adapted  to  meet  competition  of  a  serious 
character,  although  it  should  be  equaUy  admitted 
that^  substantial  progress  has  been  made  since 
the  regenerative  furnace  has  been  brought  to 
its  present  stage  of  development.  Since  1850 
the  method  mainly  employed  was  to  submit 
the  ore  containing  not  less  than  15  p.c.  of  sul- 
phur to  combustion,  the  necessary  fuel  being 
mainly  provided  by  the  sulphur  itself,  about 
one-quarter  of  which  was  thus  consumed. 
When  this  proces^is  employed  the  ore  is  massed 
in  large  quantity  in  circular  heaps  of  about 
60  ft.  diameter  and  about  9  ft.  deep.  The 
heaps  are  coated  externally  with  moistened  ash 
obtained  from  the  burnt, ore.  Each  heap  is 
provided  internally  with  a  sloping  floor  fitted 


with  compartments  in  which  the  fused  sulphur 
produced  by  the  heating  coUeots  and  from  which 
it  is  subsequently  recovered  in  the  form  of 
loaves  weighing  about  one  hundredweight  each. 
The  heaps  thus  prepared  are  known  as  calcaroni. 
The  process  is  started  by  charging  in  wood  fuel 
from  the  top  of  the  heap  and  setting  fife  to  it, 
and  this  heat  is  maintained  by  means  of  lighted 
wood.  By  this  process  the  loss  of  sulphur  by 
combustion  is  so  considerable  that  the  yield  of 
sulphur  obtainable  as  loaves  is  only  about  60  p.c. 
of  the  total  sulphur  contained  in  the  ore.  In 
addition  to  the  large  loss  of  sulphur  thus  occa- 
sioned, the  pollution  of  the  atmosphel'e  is  very 
great,  and  where  the  calcaroni  system  has  been 
worked  upon  a  continuous  large  scale,  much 
damage  has  been  caused  to  the  trees  and  plants 
in  the  surrounding  country. 

In  1880  Robert  Gill  introduced  his  re- 
generative furnace  into  Sicily,  and  it  has  since 
bcspn  improved  and  developed  very  considerably. 
The  object  of  its  construction  was  to  effect  the 
easy  regulation  of  the  combustion  and  to  provide 
a  continuous  process.  In  order  to  effect  this,  two 
large  square  brick,  furnace  chambers,  provided 
with  double  floors  on  which  the  molten  sulphur 
collects  and  subsequently  cools  and  solidifies, 
are  independently  connected  with  a  chimney 
stack,  and  the  heating  of  the  chambers  is  so 
regulated  that  when  the  ore  has  been  treated 
in  one  chamber  the  heating  of  the  other  chamber 
is  at  once  started,  and  therefore  the  process 
becomes  continuous.  But  stiU  greater  improve- 
ments have  been  effected  by  the  provision  of  as 
many  as  six  large  circular  chambers  connected 
with  the  chimney  instead  of  the  two  square 
chambers  above-mentioned,  and  these  have  been 
still  further  improved  by  combustion  air  regu- 
lating devices  which  are  found  in  the  Sanfilippo 
furnaces  now  mainly  employed  in  Sicily.  By 
this  method  the  extraction  of  sulphur  from  the 
ore  can  be  effected  up  to  about  80  p.c,  a  very 
great  advance  upon  the  yield  obtainable  from 
the  calcaroni,  which  have  now  been  sub' 
stantially  superseded. 

Serious  attempts  have  also  been  made  in 
Sicily  to  extract  sulphur  by  means  of  super- 
heated steam  under  pressure,  and  in  this  way  it 
has  been  found  possible  to.  obtain  a  yield  of 
sulphur  as  high  as  90  p.c.  of  that  present  in  the 
ore.  But  steam  extraction,  although  success- 
fully applied  in  Romagna,  would  not  appear  to 
be  practicable  upon  a  large  industrial  scale  in 
Sicily  owing  to  the  cost  of  fuel  and  the  losses 
occasioned  when  much  gypsum  is  present,  as  is 
often  the  case. 

It  is  difficult  to  arrive  at  an  absolutely 
accurate  figure  as  regards  the  present  cost  of 
sulphur  production  in  Sicily,  but  it  would 
appear  that  the  position  may  be  fairly  summed 
up  by  stating  it  at  40s.  per  long  ton,  and 
this  is  probably  placing  the  figure  too  low. 
This  price  of  Sicilian  sulphur  production  must 
undoubtedly  be  carefully  taken  into  considera'- 
tion  when  making  a  comparison  between  the 
future  industrial  possibilities  of  Sicilian  sulphur 
and  those  of  other  deposits  which  have  been 
referred  to. 

The  commercial  crude  Sicihan  sulphuif,' 
which  constitutes  a  very  large  proportion  of 
the  island  sulphur  trade,  Contains  impurity 
ranging  in  amount  from  about  2  p.c.  to  abojat 
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11  p.o.  It  is  known  rb  Greggio,  and  its  price 
varies  according  to  the  amount  of  impurity. 
Thus  it  is  graded  as  '  Best  Unmixed  Seconds,' 
'  Best  Unmixed  Thirds,'  and  '  Current  Thirds.' 
These  three  qualities  practically  represent  the 
entire  Sicilian  brimstone  trade.  The  difference 
in  price  between  the  best  and  worst  qualities  is 
about  5s.  per  ton,  and  if  pure  sulphur  be  required 
it  is  prepared  by  refining  and  as  a  result  the 
impurity  of  the  commercial  refined  product  is 
reduced  to  about  one-halt  p.o.  It  is  then  sold 
as  Saffmate. 

In  its  preparation. the  crude  sulphur  is  sub- 
jected to  sublimation*  and  one  of  two  different 
kinds  of  product  may  be  prepared.  If  the 
temperature  of  the  condensing  chamber  is  kept 
well  above  100°C.  then  the  molten  sulphur  is 
allowed  to  flow  into  moulds  and  when  solidified 
is  sold  as  refined  sulphur.  If  the  temperature  is 
kept  below  100°C.  then  flowers  of  sulphur  are 
formed,  for  which  there  is  a  very  considerable 
industrial  demand.  When  sulphur  is  used  \ox 
application  to  vines,  the  crude  sulphur  is  ground 
so  as  to  pass  through  fine  mesh  sieves,  or  it  may 
be  preferably  winnowed  by  means  of  com- 
pressed air.  When  thus  treated  the  sulphur  is 
found  to  adhere  to  the  foliage  of  the  vine, 
whereas  if  it  be  subhmated  and  condensed  it 
will  not  satisfactorily  adhere. 

The  history  of  the  Sicilian  sulphur  industry 
is  characterised  by  the  remarkable  clianges  to 
which  it  has  been  subjected.  Previous  to  the 
yeai  1838,  sulphuric* acid,  wherever  manufac- 
tured, was  made  from  brimstone,  and  the  supply 
came  practically  from  Sicily  only.  It  is  thus 
apparent  that  the  alkali  industry  was,  to  a  great 
extent,  dependent  upon  the  price  charged  for 
brimstone  and  that  the  fixing  of  that  price  was 
in  the  hands  of  those  who  controlled  the  Sicilian 
industry.  This  having  been  duly  recognised  in 
G^eat  Britain,  attempts  were  made  to  employ 
pyrites  as  the  source  of  sulphur  instead  of  brim- 
stone, and  in  1813  a  patent  was  granted  to  HiD, 
of  Deptford,  in  connection  with  this  application. 
But  Sicily  continued  to  hold  the  sulphuric  acid 
raw  material  trade  until  the  year  1838,  when 
a  monopoly  was  granted  by  the  King  of 
Naples  for  the  export  of  Sicilian  sulphur  to 
M.  M.  Taix  &  Cie.,  of  Marseilles.  The  result  of 
this  monopoly  grant  was  to  raise  the  price  of 
brimstone  from  £5  to  about  £14  per  ton.  The 
immediate  answer  of  Great  Britain  waa  that 
much  work  was  done  and  many  patents  were 
taken  out  in  connection  with  the  application  of 
pyrites  to  the  manufacture  of  sulphuric  acid,  and 
shortly  afterwards  a  large  industrial  plant  was 
successfuBy  installed  by  Thomas  Farmer  of 
London.  As  a  result,  brimstone  was  speedily 
replaced  by  pyrites,  and  Sicily  lost  nearly  the 
whole  of  this  trade.  A  certain  proportion  of 
the  world's  supply  of  sulphuric  acid  is,  how- 
ever, still  made  from  brimstone,  owing  to  the 
fact  that  brimstone  made  acid  is  free  from 
arsenic,  and  as  such  is  suitable  for  the  pre- 
paration of  sulphuric  acid  used  in  the  prepara- 
tion of  products  connected  with  food  and 
pharmacy.  Notwithstanding  that  the  arsenic 
can  be  efSciently  removed  from  sulphuric  acid 
made  from  pyrites,  brimstone  is  still  preferably 
employed  in  this  connection. 

In  order  to  meet  the  competition, occasioned 
by  the  successful  application  of  the  Frasch  pro- 


cess- to"  the  winning  of  sulphur  in  Lonisian^ 
Professor  G.  Oddo  proposed  the  employment  of 
'  smaJls  '  (sterro),  which  constitute  about  20  p.o. 
of  the  Sicilian  sulphur  ore,  for  the  production  of 
sulphuric  acid  by  means  of  the  Herreshon 
furnace.  A  large-scale  plant  was  erected  and 
worked,  and  it  is  claimed  that  successful 
results  were  achieved.  Owing,  however,  to  tha 
very  small  percentage  of  sulphur  contained  in 
the  '  smalls,'  as  compared  with  that  contained  in 
pyrites  employed  in  industry,  it  was  found  that 
the  cost  of  carriage  would  render,  the  export  of 
sierro  to  other  countries  impossible,  and  that  the 
only  chance  of  success  was  to  start  a  sulphuric 
acid  industry  upon  a  very  large  scale  in  Sicily, 
lliis,  however,  has  not  yet  been  attempted. 

The  industry  was  not  only  damaged  as 
regards  the  sulphuric  acid  industry  by  the  rise 
in  price  of  sulphur  to  £14  per  ton  as  above- 
mentioned,  but  as  might  have  been  expected, 
great  harm  was  done  in  other  directions.  As  a 
result,  the  monopoly  was  in  due  course  with- 
drawn and  the  price  of  £5  per  ton  re-established. 
Excepting  the  use  of  sulphiur  in  the  manufacture 
of  sulphuric  acid,  all  went  smoothly  as  regards 
the  world's  supply  until  the  Chance-Claus  pro- 
cess for  the  recovery  of  sulphur  from  alkali 
waste  became  a  success.  From  about  1891 
to  1896,  it  was  stated  and  believed  that  this 
process  could  not  only  be  applied  to  the  waste 
then  being  produced  in  the  alkali  industry,  but 
also  to  the  recovery  of  sulphur  from  the  waste 
upon  tip  heaps  which  had  been  accumulating 
for  many  years  past.  Had  thi#  been  possible, 
the  vast  quantity  of  sulphur  recoverable  would 
undoubtedly  have  revolutionised  the  sulphur 
industry  of  the  vrorld.  Advantage  was  taken  of 
the  possibility  to  cause  internal  competition 
amongst  the  producers  in  Sicily,  with  the  result 
that  the  market  was  completely  disorganised 
and  wages  were  reduced  almost  to  starvation 
rates.  This  depression  of  prices  reacted  in  turn 
upon  the  price  of  the-Chanoe-Claus  sulphur  pro- 
duced in  England.  .In  due  course  it  was  ascer- 
tained that  it  WEis  not  possible  to  extract  the 
sulphur  from  the  tip  heaps  waste,  owing  to  the 
change  it  had  undergone  through  oxidation,  and 
it  being  known  that  the  ?,mount  produced  from 
fresh  waste  would  not.  exceed  50,000  tons  per 
annum,  and  therefore  could  not  affect  the 
Sicilian  market,  the  price  was  fixed  by  specu- 
lators at. about  £5  10«.  per  ton.  This  action 
was  resented  by  the  consumers,  who  took  the 
necessary  steps  to  start  a  keen  fight,  not  only 
between  the  producers  in  Sicily  but  also  in  Great 
Britain,  with  the  result  that  the  selling  price  of 
brimstone  was  reduced  to  45s.  per  ton,  out  of 
which  had.  to  be  paid  the  export  tax  of  8s.  per 
ton.  This  state  of  affairs  continued  for  some 
time,  until  1896,  when  Sicily  was  on  the  verge 
of  revolution  as  well  as  ruin. 

It  was  then  that  efforts,  initiated  in  England, 
were  made  to  combine  the  Sicilian  and  British 
interests  and  to  regulate  the  trade  of  the  world, 
so  that  the  price  could  no  longer  be  dictated 
by  speculators.  At  the  same  time,  steps  were 
taken  to  remedy  the  serious'*  grievances  of  the 
Sicilian  workmen  and  owners  of  mines.  The 
movement,  which  resulted  in  the  formation  of 
the  Anglo-Sicilian  Sulphur  Company,  was  heartily 
supported  by  the  Italian  Government  and 
notably  by  the  Marquis  di  Rudini,  then  Prims 
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Minister  In  Italy,  with  the.result  that  the  capital 
lor  tUe  organisation  of  the  business  having  been 
obtained  mainly  in  England,  a  Royal  Deorie  was 
men  issued,  and  subsequently  confirmed  by  a 
special  Act  of  Parliament  by  which  the  heavy 
export  tax  was  abolished,  wages  of  the  workmen 
increased,  ohUd  labour,  previously  employed  to 
*  j*'^yJ^''S®  extent,  was  abolished,  income  tax 
and  other  heavy  charges  were  withdrawn,  and 
a  tax  of  one  lire  per  ton  on  sulphur  exported 
was  substituted.  The  bulk  of  the  stock  both  in 
Sicily  and  England  was  taken  over  at  an  agreed 
and  reasonable  price,  and  an  agreement  was  also 
made  whereby  about  65s.  per  ton  would  be  paid 
to  the  producer  in  Sicily,  and  the  production 
should  be  regulated  so  as  to  keep  in  touch  with 
the  quantity  exported.  The  capital  of  the 
company  waa  one  million  sterling,  of  which 
£735,000  waa  fully  subscribed. 

The  formation  of  this  company  resulted  in 
the  maintenance  of  fair  and  satisfactory  prices 
for  sulphur,  and  of  peace  and  prosperity  for 
Sicily  for  a  period  of  about  ten  years.  Both 
buyers  and  sellers  were  satisfied  with  the  con- 
ditions under  which  the  Company's  business 
was  carried  on,  and  the  variations  of  selling  price 
during  the  ten  years  did  not  amount  to  more 
than  5s.  per  ton. 

The  contracts  which  the  company  made  with 
the  producers  and  the  stock  of  sulphur  which  it 
acquired  when  it  Was  formed  gave  it  a  control 
over  about  75  p.c.  of  the  total  production  of 
Sicily,  and  this  led  to  the  complete  control  of 
the  market.  The  company  also  had  the  right 
under  its  contracts  to  caU  for  a  reduction  of 
18  p.c.  of  the  output  in  any  year  in  which 
the  output  should  exceed  the  sale.  But  the 
producers  were  also  entitled  to  be  paid  1  p.c. 
extra  for  each  8  p.c.  reduction  in  the  price  of 
sale.  The  company  was  only  interested  in 
the  sale  of  sulphur  and  was  in  no  way 
financially  interested  in  the  mining  or  in 
the  process  of  production.  It  may  be  stated 
that  the  operations  of  the  company  were  quite 
successful  to  all  interested,  and  it  would  im- 
doubtedly  have  continued  to  exist  and  to 
prosper  but  for  the  unexpected  competition 
caused  by  the  successful  development  of  the 
Frasch  process.  It  succeeded  in  obtaining  a 
fair  but  not  excessive  market  price  for  sulphur 
aU  over  the  world.  For  instance,  in  May,  1896, 
just  previous  to  the  formation  of  the  company, 
the  price  of/  seconds  '  in  New  York  was  about 
63a.  per  ton.  In  October  of  the  same  year,  after 
the  company  had  started  operations,  the  selling 
price  of  the  same  quality  was  104«.  per  ton. 

The  stock  acquired  by  the  company  was 
about  60,000  tons,  which,  as  representing  about 
70  p.c.  of  the  industry  of  Sidily,  was  to  be  re- 
garded as  quite  a  satisfactory  quantity.  During 
the  first  eight  years  of  the  company's  existence, 
no  complications  of  any  kind  were  experienced, 
but  during  the  year  1901,  the  Frasch  process 
was  proved  to  be  an  industrial  success,  and  the 
United  States  sulphur  sales  were  from  that  time 
gradually  taken  away  from  the  Anglo-Sicilian 
Sulphur  Company.  As  a  result,  the  company  in 
July,  1906,  exercised  its  option  of  terminating  its 
agreement  with  the  producers  and  was  in  due 
course  liquidated  with  results  which  were  com- 
pletely satisfactory  .to  the  shareholders.  The 
effect  of  competition  with  Louisiana  sulphur 
Vpl.  Y.—T. 
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will  be  appreciated  when  it  is  stated  that  tho 
stock  of  the  Anglo-Sicilian  Sulphur  Company, 
when  it  terminated  its  contracts,  amounted  to  no 
'f  ss  than  360,000  tons,  and  at  the  end  of  June, 
1912,  the  stock  of  sulphur  in  Sicily  amounted  to 
no  less  than  546,902  tons.  This  had  been  re- 
duced  by  the  end  of  January,  1913.  by  limitins 
production,  to  441,775  tons. 

The  Italian  Government  found  it  necessary 
again  to  support  the  sulphur  industry  when  the 
Anglo-Sicilian  Company  was  about  to  be  liqui- 
dated, and  with  its  assistance  the  stock  of  the 
company,  amounting  to  360,000  tons,  was 
purchased  at  49a.  2d.  per  ton,  and  was  paid 
in  Government  debentures  yielding  3-65  p.c. 
interest  per  annum  redeemable  in  twelve  years. 
The  industry  was  placed,  as  from  the  1st  August, 
1905,  under  the  direction  of  the  '  Consorzio 
obligatorio  per  I'lndustria  Solfifera  Sicihana," 
which  was  charged  with  the  sale  and  regulation 
of  the  production  of  Sicilian  sulphur  for  a 
period  of  twelve  years.  The  Consorzio  was 
assisted  by  the  Government  so  as  to  be  provided 
with  sufficient  capital  to  permit  of, its  paying 
four-fifths  of  the  selling  value  in  advance  to  the 
producer  for  dehvered  crude  sulphur,  and  also 
had  full  power  to  limit  production.  Sulphur 
was  exempted  from  all  taxation. 

Considering  the  difficulties  that  have  had  to 
be  faced  as  a  result  of  the  displacement  of 
Sicilian  output  by  Frasch  sulphur,  it  may  be 
stated  that  the  Consorzio  has  constituted  a 
successful  organisation.  Some  modifications  of 
the  law  relating  to  it  were  passed  in  Parliament 
in  the  years  1907,  1908,  and  1909,  by  means  of 
which  the  number  of  directors  was  reduced  and 
full  powers  were  given  to  restrict  the  output 
from  the  mines  to  the  quantity  sold  for  export. 
The  result  has  been  a  very  great  reduction  in  the 
stocks  now  held  in  Sicily  as  above  mentioned. 

Louisiana  sulphur.  The  deposits  from  which 
this  sulphur  is  obtained  are  geologically  associ- 
ated with  '  Dome  Formations,'  which  constitute 
a  striking  feature  of  the  coastal  plains  which 
extend  through  the  States  of  Louisiana  and  Texas 
and  the  GuU  States  of  Mexico.  Petroleum  and 
rook  salt  of  remarkable  purity  (98-99  p.c.)  are 
also  found  in  these  formations  in  abundant 
quantity.  The  oil  was  first  exploited,  and  it 
was  when  oil  drilHng  was  being  carried  out  by 
the  Louisiana  Oil  Company,  in  the  year  1865. 
at  the  head  of  Bayou  Choupique,  about  fifteen 
miles  west  of  Lake  Charles,  that  the  first  sulphur 
bed  was  found  at  a  depth  of  443  ft.  It  was 
proved  that  this  sulphur  bed  had  a  depth  of 
about  100  ft.  Further  detailed  examination 
showed  that  the  sulphur  deposits  have  an  average 
overburden  of  about  464  ft.,  consisting  of  about 
376  ft.  of  clay  and  sands  (pleistocene),  quicksand 
and  gravels  (Port  Hudson  and  Orange  sand 
groups),  and  about  88  ft.  of  soft  rock,  mainly 
grey  limestone.  The  average  depth  of  the 
sulphur  bed  is  125  ft.  Beneath  the  sulphur  ia 
gypsum  with  occasional  layers  of  sulphur. 

Between  the  years  1868  and  1895  many 
attempts  were  made  to  win  the  sulphur  by 
ordinary  shaft  mining  and  by  modifications  of 
the  same.  They  all  resulted  in  hopeless  failure, 
loss  of  many  hves  and  great  loss  of  oapital. 
Among  the  companies  formed  for  the  purpose 
of  mining  the  sulphur  may  be  mentioned  tUa 
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Calcasieu  Sulphur  and  Mining  Company,  the 
Iiouisiana  Sulphur  Mining  Company,  the  Ameri- 
can Sulphur  (Sjmpany,  a  French  company  which 
Bpent  £300,000  upon  a  scheme  for  the  employ- 
ment of  machinery  specially  devised  for  over- 
coming the  difficulties,  and  an  Austrian  company. 
These  difficulties  were  mainly  twofold  :  to  resist 
the  lateral  pressure  upon  the  shaft  due  to  the 
enormous  amount  of  moving  water  contained 
in  the  quicksands,  and  to  prevent  the  inrush  of 
the  sand  waters  into  the  sulphur  bed,  when  it 
had  been  penetrated,  owing  to  the  fact  that  there 
was  no  roof  over  the  sulphur  bed.  These  waters 
were  found  to  be  permeated  with  sulphuretted 
hydrogen  and  sulphurous  acid  gas  which  proved 
fatal  to  the  miners.  In  1893,  E.  P.  Rothwell, 
acting  as  manager  to  a  New  York  company, 
sought  to  overcome  the  difficulty  by  hning  the 
shaft  with  two  cast-iron  tubes  cemented  together. 
The  lateral  pressure  was  thus  withstood  and  the 
sulphur  bed  was  reached,  but  the  inrush  of  gases 
again  proved  fatal  to  the  workmen  and  the 
scheme  had  to  be  abandoned. 

It  will  be  seen  that  during  no  less  than 
thirty  years,  successive  attempts  were  made  to 
win  sulphur  from  what  were  proved  by  borings 
to  be  vast  deposits,  but  ordinary  mining  opera- 
tions were  found  to  be  absolutely  impracticable. 
The  French  process.  This  may  fairly  be 
described  as  one  of  the  triumphs  of  modern 
technology,  and  the  result  of  its  successful 
development  has  been  to  provide  a  great  in- 
dustry for  the  United  States,  which  it  did  not 
previously  possess,  and  to  remove  from  Sicily 
to  that  country  the  domination  of  the  conditions 
regulating  the  world's  supply  of  sulphur. 

Herman  Frajsch,  who  had  long  been  engaged 
in  industrial  research  work  in  the  United  States 
in  connection  with  petroleum  drilling  and  re- 
fining, heard  in  1891  of  the  difficulties  connected 
with  the  mining  of  Louisiana  sulphur,  as  above 
described.  As  a  result  of  prolonged  study,  he 
arrived  at  the  conclusion  that  the  ordinary 
■  mining  methods  were  inapplicable,  but  that  the 
-problem  could  be  solved  provided  he  could 
introduce  superheated  water  into  the  sulphur 
bed  through  a  tube  passing  through  the  quick- 
sands at  a  temperature  at  or  above  the  meltin"- 
point.of  sulphur  and  then  raise  the  molten 
sulphur  through  another  tube  to  the  surface. 
The  molten  sulphur  would  then  solidify  on 
coohng  at  the  surface,  and  the  sulphur  thus  ob- 
tained would  necessarily  bo  of  high  purity.  To 
succeed  with  this  scheme  meant  not  only  to 
overcome  the  difficulties  in  connection  with 
lateral  pressure  upon  the  tubes  already  alluded 
•  to,  not  only  to  introduce  the  superheated  water 
to  the  sulphur  about  500  ft.  below  the  surface 
at  the  required  temperature,  but,  recognising 
that  a  pool  or  well  of  melted  sulphur  would  be 
formed  below  the  bottom  of  the  tube  by  this 
superheated  water,  it  would  be  necessary  to 
raise  this  molten  sulphur  from  the  pool  or  well 
to  the  surface  before  it  could  be  cooled  below 
melting-point  by  the  incoming  water  from  the 
quicksands. 

He  and  his  associates  purchased  land  within 

a  short  distance  of  the  sidphur  mine  then  being 

worked  by  the  New  York  Company.     He  drilled 

four  wells  to  a  depth  of  2000  ft.  each  and  found 

;  no  sulphur.     He  concluded  that  the  New  York 

'company's    property  was  located    where    the  I 


sulphur  was  concentrated  in  bulk,  and  in  con- 
junction with  his  associates  he  acquired  this 
property  in  the  name  of  the  Union  Sulphur 
Company  of  Cleveland,  Ohio.  It  consisted  of 
a  flat  lying  area  of  5000  acres,  situated  near 
the  parish  of  Calcasieu,  Louisiana,  80  miles 
from  Port  Arthur,  Texas,  on  the  Gulf  of 
Mexico,  and  228  miles  from  New  Orleans.  The 
property  is  about  50  miles  east  of  the  great 
Texas  oil  field  at  Beaumont  and  is  geologically 
the  eastern  extenfiion  of  that  field.  As  a  result 
of  many  trial  drills  it  is  estimated  that  the 
Louisiana  deposits  contain  not  less  than  40 
million  tons  of  sulphur,  and  that  it  would  be  a 
conservative  estimate  to  conclude  that  not  less 
than  half  this  quantity  can  be  brought  to  the 
surface  by  the  Frasch  process. 

As  may  be  imagined,  many  difficulties  were 
encountered  in  working  out  the  process,  and  it 
was  not  until  the  year  1903,  when  35,000  tons 
of  sulphur  were  brought  to  the  surface,  that 
success  may  be  said  to  have  been  achieved. 
The  chief  trouble  arose  in  connection  with  the 
pumping  up  of  the  molten  sulphur,  mainly  due 
to  the  breaking  down  of  the  valves  owing  to 
corrosion.  Zinc  and  aluminium  valves  were 
respectively  tried,  but  were  found  incapable  of 
standing  the  strain.  Ultimately,  pumping  was 
replaced  by  an  '  air  lift,'  by  means  of  which  the 
molten  sulphur  is  forced  through  a  tube  to  the 
surface.  An  additional  advantage  resulting 
from  the  use  of  the  compressed  air  is  that  the 
specific  gravity  of  the  mixture  of  air  and  sulphur 
which  is  raised  is  lower  than  that  of  molten 
sulphur  by  itself,  and  hence  the  strain  upon  the 
great  length  of  piping  is  reduced.  The  mixture 
employed  is  two  parts  by  volume  of  air  to  one 
part  of  molten  sulphur. 

The  following  may  be  regarded  as  a  sub- 
stantial description  of  the  process  as  worked: 
A  w^,  17  ins.  in  diameter,  is  bored  to  a  depth 
of  some  50  ft.  This  is  not  provided  with  a 
casing,  but  a  mixture  of  clay  and  water  is  pumped 
down  with  a  view  to  fill  up  the  interstices  in  the 
sand,  whereby  caving  is  greatly  reduced.  Withi" 
this  well  a  wrought-iron  pipe,  13  ins.  in  diamerer, 
is  sunk  to  a  variable  depth,  dependent  upon 
outside  pressure,  and  sometimes  it  can  be 
arranged  to  reach  the  bottom  of  the  quicksands 
at  about  250  ft.  A  mixture  of  clay  and  water 
IS  also  employed  in  connection  with  this  pipe, 
and  in  addition  to  helping  to  support  the  walls 
it  materially  facilitates  the  withdrawal  of  the 
pipe  when  the  well  is  exhausted,  thereby  effect- 
ing a  considerable  economy  in  the  working  of 
the  process. 

Inside  this  IS-inch  diameter  pipe,  an  8-inch 
diameter  pipe  is  driven  to  the  bottom  of  the 
sulphur  bed.  Water  and  clay  are  also  used. 
Those  sections  of  this  pipe  which  are  intended 
to  be  in  the  sulphur  bed  are  perforated  with 
holes  of  half  an  inch  diameter,  arranged  in 
spiral  form,  the  holes  being  six  inches  apart. 
Ihis  arrangement  has  for  its  object  to  prevent 
gypsum,  &c.,  getting  to  the  bottom  of  the  pipe. 
Ihe  superheated  water,  which  is  conveyed 
through  this  pipe  to  the  sulphur  bed,  has  free 
access  to  the  sulphur  throughout  the  entire 
thickness  of  the  deposit,  and  any  substance  which 
should  by  chance  get  into  the  bottom  of  the 
pipe  causes  no  trouble.  Inside  the  8-inoh 
diameter  pipe,  an  unperforated  6-inch  diameter 
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pipe  is  sunk  to  tie  bottom  of  the  sulphur  bed. 
Superheated  water  is  also  pumped  down  this 
pipe.  Enclosed  in'  this  6-inoh  pipe  is  an  un- 
perforated  3-inch  diameter  pipe,  through  which 
the  molten  sulphur  is  raised  to  the  surface. 
Inside  this  3-inch  pipe  is  driven  to  the  bottom 
of  the  bed  a  1-inch  diameter  unperforated  pipe 
through  which  the  compressed  air  is  forced. 

Superheated  water  is  pumped  down  the  8-inoh 
and  6-inch  pipes.  The  water  from  the  8-inch 
pipe  melts  the  sulphur  which  (sp.gr.  2-06)  sinks 
down  alongside  the  pipe  to  the  bottom  of  the 
sulphur  bed.  The  water  in  the  6-inch  pipe 
mainly  serves  to  keep  the  sulphur  hot  in  the 
enclosed  3-inch  pipe,  thereby  preventing  crystal- 
lisation on  its  way  to  the  surface.  Compressed 
air,  at  a  pressure  of  250  lbs.  per  square  inch,  is 
forced  down  the  1-inch  pipe  to  raise  the  sulphur 
by  the  '  air  hft.'  This  pressure  is  found  suffi- 
cient in  practice  to  raise  the  sulphur  to  the 
surface,  as  the  air  is  helped  by  the  head  of  water 
in  the  6-inch  and  8-incu  pipes  to  overcome  the 
weight  of  sulphur  in  the  3-inch  pipe. 

One  of  the  most  important  features  of  the 
process — ^indeed,  that  upon  which  successful 
working  mainly  depends — is  the  maintenance  of 
a  proper  adjustment  between  the  pressure 
of  the  superheated  water  and  the  air  pressure 
so  as  to  allow  of  the  uninterrupted  flow  of 
sulphur  through  the  3-inch  p^e.  If  the  air 
pressure  be  too  great,  the  liquid  sulphur  is  kept 
away  from  the  3-inch  pipe  and  superheated 
water  gains  entrance  to  it.  When  the  water 
and  the  molten  sulphur  come  into  contact,  the 
Biilphur  granulates,  subsequently  causing  clog- 
ging in  its  upward  path.  As  a  result  there  is 
irregular  discharge  of  the  sulphur,  and  this 
means  such  great  local  pressure  in  the  pipe  that 
serious  breakage  is  apt  to  occur.  It  has  been 
found  advisaWe,  in  this  connection,  to  so 
adjust  the  respective  lengths  of  the  pipes  that 
the-  8-inoh  and  6-inoh  pipes  are  a  few  inches 
shorter  than  the  3-inch  and  1-inch  pipes  as  they 
stand  in  the  well.  What  is  aimed  at  is  to  have 
a  constant  pool  of  sulphur  surrounding  the 
bottom  of  the  3-inch  pipe. 

It  has  been  found  advisable  to  introduce 
sawdust  with  the  superheated  water  once  the 
pool  of  liquid  sulphur  has  been  formed.  It  is 
found  that  this  prevents  to  a  very  great  extent 
the  flow  of  quicksand  water  into  the  pool  with 
consequent  lowering  of  temperature.  When 
the  well  is  exhausted,  before  the  withdrawal  of 
the  8-inch  pipe,  it  is  now  usual  to  replace  with 
earth  the  space  of  the  extracted  sulphur  and 
thus  prevent  subsequent  subsidence  of  the  earth 
as  much  as  possible.  In  order  to  obtain  the 
sandy  earth  necessary  for  this  purpose,  the  Union 
Sulphur  Company  have  provided  a  dredging 
plant  in  the  vicinity  of  their  works  with  a 
capacity  of  4000  cubic  yards  per  day.  Not- 
withstanding this  precaution,  considerable  sub- 
sidence is  stated  to  have  taken  place. 

It  is  obvious  that  in  working  this  process  so 
as  to  produce  a  yield  of,  say,  250,000  tons  of 
sulphur  per  annum,  an  enormous  supply  of  water 
is  necessary.  It  is  stated  that  the  average  daily 
consumption  is  about  7,000,000  gallons.  To 
provide  for  this,  the  Union  Sulphur  Company 
have  constructed  a  pumping  station  on  a  river 
about  six  miles  from  the  works,  to  which  the 
water  is  convoyed  by  means  of  a  canal ;  as  a 


standby  there  la  also  provided  at  the  works  a 
reservoir  covering  150  acres. 

To  supply  the  necessary  heat  and  power, 
the  latter  constituting  only  a  fractional  per- 
centage, it  is  found  that  each  well  requires  a 
battery  of  15  or  20  boilers  of  50  h.p.  each. 
Steam  pressure  runs  at  about  100  lbs.  The 
total  boiler  capacity  at  present  installed  is 
stated  to  be  about  25,000  h.p.  Grade  oil  is  used 
as  fuel  and  its  local  availability  and  cheapness 
have  undoubtedly  largely  contributed  to  tho 
successful  working  of  the  Frasch  process. 
There  are  two  oil  burners  to  each  boiler.  It  is 
stated  that  the  present  daily  consumption  of 
crude  oil  is  about  700  barrels  at  each  battery, 
and  that  the  average  annual  consumption  is 
upwards  of  1,000,000  barrels. 

The  boilers  supply  steam  to  six  heaters,  each 
15  ft.  high  and  3  ft.  in  diameter.  Two  direct 
acting  horizontal  pumps,  working  under  a 
stroke  of  38  to  40  per  minute,  supply  each 
heater  with  the  necessary  water  at  a  tempera- 
ture of  140°F.  (0.  =  60°).  The  steam  enters 
the  heaters  at  the  top  and  the  water  at  the 
bottom,  and  the  superheated  water  leaves  the 
heater  at  a  temperature  varying  from  340°F. 
(C.  =  171-1°)  to  360°F.  (C.  =  182-2°)  under  an 
absolute  pressure  of  104  lbs.  to  140  lbs.  The 
water  is  conducted  to  the  well  by  means  of 
insulated  pipes.  The  melting-point  of  sulphur 
is  239°F.  (0.  =  115°),  and  at  a  temperature 
sUghtly  below  this  it  will  granulate. 

It  has  been  estimated  that  of  the  total  heat 
units  employed,  0-5  p.c.  only  are  utilised  in 
melting  the  sulphur.  The  temperature  of  the 
quicksand  water,  of  which  there  is  a  great  influx 
to  the  sulphur  bed  during  the  operation  of  the 
process,  is  low  and  has  to  be  raised  before  tho 
sulphur  can  be  melted.  The  well  gives  out 
when  the  cavity  from  which  the  sulphur  has 
been  extracted  becomes  too  large  to  permit  of 
the  necessary  temperature  being  maintained. 

Fach  well  is  driven  by  the  ordinary  oil-well 
driller  mounted  on  a  derrick  from  76  ft.  to  100  ft. 
high ;  five  men  generally  constitute  the  drill 
gang.  The  average  time  required  for  drilling 
the  well  may  be  said  to  be  between  three  and 
four  weeks.  The  speed  of  drilling  naturally 
varies  with  the  natiure  of  the  material  to  be 
passed  through,  but  it  is  stated  to  average 
80  ft.  per  day  through  the  quicksand,  from 
5  ft.  to  8  ft.  per  day  through  the  limestone  rock, 
and  20  ft.  to  30  ft.  per  day  through  the  sulphur. 

The  average  cost  of  sinking  each  well, 
exclusive  of  pipes,  is  stated  to  be  about  £400, 
and  the  expense  of  working  the  well  during  its 
life,  including  oil,  labour,  depreciation,  &c.,  will 
average  about  £2000  more.  The  wells  are  sunk 
in  groups,  the  wells  being  placed  from  50  to 
100  ft.  apart.  The  output  from  a  well  is  ob- 
viously liable  to  considerable  variation.  It  is 
stated  that  as  much  as  73,000  tons  of  sulphur 
were  obtained  from  one  well.  This  is  un- 
doubtedly exceptional,  but  a  good  idea  of  the  out- 
put may  be  obtained  from  the  statement  that  as 
much  as  between  400  tons  and  500  tons  have  been 
produced  per  well  per  day  during  some  months. 
The  total  annual  production  is  restricted  <io 
meet  the  world's  demand,  in  conjunction  with 
other  sources  of  supply,  but  the  average  is  new 
not  less  than  250,000  tons  per  annum. 

On    reaching   the   surface   the   sulphur   is 
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conducted  through  a  pipe  supported  on  a  light 
framework  to  a  bin  roughly  constructed  of 
beams  in  which  it  quickly  solidifies.  At  the 
early  stages  of  working  these  bins  were  divided 
into  compartments  into  which  the  sulphur  was 
allowed  to  flow  until  it  had  acquired  a  depth  of 
9  ins.,  when  the  flow  was  diverted  to  another 
compartment,  so  as  to  permit  of  the  cooling  of 
the  collected  9  ins.  After  sohdification,  another 
9  ins.  of  sulphur  was  allowed  to  flow  in,  and  the 
bin  was  by  this  method  finally  filled  up.  The 
bins  as  now  used  are  about  150  ft.  by  250  ft. 
and  about  65  ft.  high.  The  sulphur  is  delivered 
into  the  centre  of  these  bins  and  caused  to 
spread  in  layers  about  1  in.  thick.  By  this 
method  of  working,  the  cooling  is  sufficiently 
rapid  to  permit  of  continuous  operation.  Ai 
much  as  150,000  tons  of  sulphur  have  thus  been 
accumulated  in  one  series  of  bins. 

From  600  to  700  men  are  employed  in 
winning  and  despatching  the  sulphur,  and, 
having  regard  to  the  quantity  dtealt  with,  this 
is  a,  notable  proof  of  the  up-to-date  character 
of  the  labour-saving  methods  adopted.  A 
comparison  of  these  figures  with  the  labour 
employed  for  the  Sicilian  output  is  vastly  in 
favour  of  the  Frasoh  process.  Further,  if  the  total 
cost  of  obtaining  the  sulphur  be  considered,  it  is 
obvious  that  commercial  competition  by  Sicily 
with  Louisiana  would  be  impossible,  but  the 
supply  of  the  world's  consumption  from  the 
respective  sulphur -producing  countries  is  now 
said  to  be  regulated  by  arrangement,  so  that  Sicil- 
ian sulphur  is  able  to  realise  a  reasonable  profit. 

In  order  to  remove  the  sulphur  from  the 
bins  to  the  railway  trucks,  the  wooden  hoarding 
is  removed  and  blasting  applied  to  the  bottom 
of  the  sulphur.  In  this  way  the  sulphur  on 
being  shot  down  by  the  blasting  is  so  broken  up 
that  it  can  be  picked  up  by  grab  buckets,  which, 
by  means  of  cranes,  discharge  it  into  wagons 
at  such  a  speed  that  a  35-ton  wagon  can  be 
fiUed  in  about  14  minutes.  It  is  stated  that  as 
much  as  1000  tons  per  day  have  thus  been 
loaded  for  periods  of  20  to  30  consecutive  days. 

For  some  considerable  time  after  the  process 
was  started,  the  sulphur  was  conveyed  by  rail 
to  New  Orleans,  about  228  miles  distant.  This 
was  superseded  by  the  construction  of  a  special 
line,  68  miles  in  length,  to  Port  Sabine,  Texas. 
The  cost  of  transport  to  New  York  has,  in  this 
way,  been  reduced  to  about  one-third  of  what  it 
previously  was.  The  loading  on  to  ships  at 
Sabine  is  effected  by  mechanical  arrangements, 
thereby  ireducing  the  cost  to  one-tenth  of  what 
it  used  to  be  at  New  Orleans,  and  it  is  stated 
that  the  sulphur  can  be  evenly  loaded  on  to  the 
ships  at  the  rate  of  600  to  800  tons  per  hour. 
The  company  owns  ships  specially  constructed 
for  sulphur  transport,  and  one  of  them  will 
carry  5500  tons. 

The  stocks  of  Louisiana  sulphur  in  the 
United  States,  France,  and  Hamburg  may  be 
said  to  amount  to  fuUy  400,000  tons. 

"Old  sulphur  obtained  by  the  Frasch  process 
is  of  a  very  high  degree  of  purity,  from  99-93  p.o. 
to  99-98  p.o.,  and  in  addition  only  contains  a 
trace  of  water.  The  process  is  only  apphcable 
when  the  deposit  is  especially  rich  in  sulphur — 
say,  between  60  p.c.  and  70  p.o. — and  for  this 
reason,  amongst  others,  it  is  not  available  for 
use  in  Sicily. 


Up  to  the  present,  the  Louisiana  deposit 
owned  by  the  Union  Sulphur  Company  piaoti- 
cally  supplies  all  the  srdphur  obtained  in  the 
United  States.  Endeavours  have  been  made, 
and  are  still  being  made,  to  locate  other  deposits 
in  the  same  geological  formations  and  to  organise 
their  development. 

In  recognition  of  the  work  involved  in 
devising  and  industrially  working  out  this 
process,  Herman  Frasch  was,  in  December, 
1911,  awarded  the  Perkin  medal  of  the  Society 
of  Chemical  Industry. 

Geological  Survey  of  Louisiana,  2  vols.,  1899 
and  1902,  U.S.A.  Geological  Survey  ;  Zeitschrift 
Deut.  Geol.  Gesellschaft  (Preussner),  1888,  vol. 
xl.  p.  194 ;  Oil  Fields  of  the  Texas-Louisiana 
Gulf  Coastal  Plain,  U.S.A.  Geological  Survey, 
Series  A,  Economic  Geology,  Bulletin  No.  212, 
1903  ;  Mineral  Industry,  vols.  1  to  date  ;  The 
Joiurnal  of  Industrial  and  Engineering  Chem- 
istry, Feb.  1912,  pp.  132  ei  seg.,  published  by  the 
American  ChemicaJ  Society,  containing — Geology 
of  the  Sulphur  and  Sulphur  Oil  Deposits  of  the 
Coastal  Plain,  by  A.  F.  Lucas,  p.  140  ;  Sulphur 
Mines  of  the  Union  Sulphur  Company  in  Louisi- 
ana, by  F.  H.  Pougl},  p.  143. 

From  allcali  waste.  The  recovery  of  sulphur, 
as  such,  from  the  calcium  sulphide  contained  in 
alkali  waste,  a  by-product  of  the  Leblano  pro- 
cess, and  the  Conversion  of  the  calcium,  with 
which  it  was  previously  combined,  -  into  an 
industrially"  available  product,  was  taken  in 
hand  by  several  recognised  leaders  of  the  alkali 
industry.  But  it  required  about  fifty  years  of 
almost  continuous  work  before  commercial 
success  was  achieved. 

In  1837  Gossage  devised  a  process  at  the 
development  of  which  he  worked  for- many 
years.  It  was  based  upon  the  decomposition  of 
the  oaloium  sulphide  by  means  of  earbon  di- 
oxide obtained  from  lime-kiln  working,  and  the 
subsequent  recovery  of  the  sulphur  from  the 
sulphuretted  hydrogen  gas  thereby  generated. 
But  although  his  labours  undoubtedly  contri- 
buted largely  to  the  ultimate  solution  of  the 
problem,  he  was  unable  himself  economically  to 
produce  either  sulphur  or  sulphuric  acid,  due  to 
his  failing  to  overcome  the  difficulties  con- 
nected with  the  state  of  extreme  dilution,  and 
also  the  very  variable  strength  of  the  sul- 
phuretted hydrogen  generated. 

Ludwig  Mond  in  England  and  Mactear  in 
Scotland  worked  upon  similar  lines,  but  their 
respective  processes,  though  ingenious  and 
theoretically  sound;  also  failed  to  produce  com- 
mercially applicable  results. 

Schaffner  and  Helbig  (Eng.  Pat.  March,  1878) 
worked  out  a  process  at  Aussig  in  Saxon  Switzer- 
land, based  upon  the  following  operations  : — 

1.  The  decomposition  of  allali  waste  by 
heating  it  with  a  solution  of  magnesium  chloride 

CaS-t-MgGl2-t-2H20=CaCl2-fMg(OH)s-f-HjS 
The  magnesium  hydroxide  thus  produced  was 
found  to  be  held  in  suspension  by  the  calcium 
chloride. 

2.  Magnesium  chloride  was  reformed  by 
acting  upon  the  suspended  magnesium  hydroxide 
with  carbon  dioxide,  and  the  calcium  chloride 
converted  into  carbonate  of  Ume  available  for 
industrial  use 

CaClj-fMg(OH),+CO,=MgClj+CaCO,-l-BgO 
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It  Was  subsequently  found  by  Frederick  Chance 
that  in  this  reaction,  the  average  loss  of 
magnesium  choride  (calculated  as  magnesium) 
amounted  to  1'05  parts  per  100  parts  of  alkali 
waste  operated  upon. 

3.  The  sulphuretted  hydrogen  gas  liberated 
was  treated  for  sulphur  production  with  n.  view 
to  effect  the  reaction 

2H,S+SOs=2Hj,0+3S 
This  had  been  previou.sly  attempted,  but  no 
satisfactory  yield  could  be  obtained  owing  to 
the  formation  of  thionio  acids  (Debus,  Chem. 
Soc.  Trans.  53,  278). 

This  formation  Schiiffner  and  Helbig  en- 
deavoured to  prevent  by  causing  the  gases  to 
react  in  the  presence  of  a  definite  quantity  of 
calcium  chloride  or  magnesium  chloride.  By 
their  process  the  necessary  sulphur  dioxide  was 
obtained  by  burning  one-third  of  the  HjS 
into  SOj  and  steam,  and  this  mixture  was  passed, 
together  with  the  remaining  two-thirds  of  the 
HjS,  up  a  tower  filled  with  blocks  of  wood  over 
and  down  which  a  solution  of  calcium  chloride 
was  caused  continuously  to  trickle.  The  latter 
on  issuing  from  the  tower  contained  the  free 
sulphur  in  suspension  and  it  was  subsequently 
recovered. 

This  process,  although  a  great  improvement 
upon  what  had  previously  been  achieved,  did 
not  entirely  prevent  the  formation  of  thionic 
acids.  Indeed,  it  was  stated  by  Weldon  that 
such  formation  amounted  to  nearly  10  p.o.  of 
■  the  total  sulphur  present,  and  that  the  maximum 
yield  of  free  sulphur  amounted  to  a  very  little 
over  80  p.o. 

The  process  was  taken  in  hand  by  A.  M. 
Chance  and  his  colleagues  at  their  worlcs  at 
Oldbury  and  two  years  of  experimental  trials 
were  devoted  to  it.  As  a  result,  it  was  proved 
that  the  production  of  sulphur,  as  such,  by 
this  process,  did  not  constitute  a  commercial 
proposition  owing  to  low  yield,  &o.,  but  it  was 
also  proved  that  by  burning  all  the  sulphuretted 
hydrogen  gas  into  sulphur  dioxide  it  was 
possible  to  produce  sulphuric  acid  at  a  price 
corresponding  to  3d.  per  unit  of  sulphur  per  ton 
of  Spanish  pyrites,  whereas  the  price  had  been 
previously  maintained  at  6d.  per  unit.  The 
process  was  industrially  worked  for  some  little 
time,  but  had  to  be  stopped  when  the  Tharsis 
Company  reduced  their  price  of  pyrites  to  Sd. 
per  unit  and  made  contracts  with  alkali  makers 
at  this  price  extending  over  a  period  of  years. 

Undaunted  by  this  reverse,  Chance  continued 
his  work,  and  with  the  able  assistance  of 
H.  W.  Crowther  and  others  he  succeeded,  four 
years  later,  in  1887,  in  producing  sulphur  at  a 
price  which  permitted  of  competition  with 
Sicilian  brimstone.  There  can  be  no  doubt  that 
the  adoption  of  this  process  by  the  lieblanc 
alkali  makers  was  very  largely  responsible  for 
their  being  able  to  continue  the  Leblano  as 
opposed  to  the  Solvay  ammonia  soda  process, 
and  thereby  avoid  the  scrapping  of  plant 
involving  huge  loss  of  capital.  The  process  has 
been  worked  continuously  since  its  introduction 
and  is  still  employed  by  the  Leblanc  alkali 
makers.  It  is  difficult  to  obtain  accurate  data 
as  to  the  quantity  of  sulphur  which  has  been 
thus  produced,  but  from  trustworthy  informa- 
tion it  may  be  stated  that  the  minimum  output 
has  been  about  35,000  tons  per  annum,  mainly 


manufactured  in  Great  Britain,  and  that  there- 
fore since  the  installation  of  the  process  it  has 
yielded  a  minimum  production  of  about  810,000 
tons  of  sulphur. 

The  process,  known  as  the  Chance-CIaus 
process,  is  based  upon  the  lines  followed  by 
Gossage,  of  decomposing  the  calcium  sulphide 
of  vat  waste  by  means  of  the  carbon  dioxide 
obtained  from  lime  kilns  and  of  recovering. the 
sulphur  from  the  sulphuretted  hydrogen  gas 
thus  generated.  But  one  of  the  essential 
features  of  success  was  to  obtain  both  the 
carbon  dioxide  and  the  sulphuretted  hydrogen 
gas  in  a  state  of  concentration. 

It  had  previously  been  found  impossible  to 
obtain  lime-kiln  gases  containing  more  than  an 
average  of  30  p.c.  of  carbon  dioxide,  the  remain- 
ing 70  p.c.  consisting  essentially  of  nitrogen. 
The  presence  of  this  latter  obviously  caused  the 
dilution^  of  the  sulphuretted  hydrogen  and  to 
such  an  "extent  that  the  economic  production  of 
sulphur  was  impossible.  It  was  further  found 
that  the  amount  of  sulphuretted  hydrogen  varied 
from  1  p.c.  of  the  total  gases  up  to  not  exceeding 
35  p.c. 

Chance  succeeded  in  obtaining  a  constant 
yield  of  sulphuretted  hydrogen  of  very  high 
strength  (Eng.  Pat.  8666,  1887).  This  was 
effected  by  employing  a  series  of  communicating 
vessels  provided  with  inlet  and  outlet  mains. 
The  vessels  contained  the  alkali  waste  mixed 
with  water  in  the  form  of  cream  to  which  a 
given  proportion  of  caustic  lime  was,  if  neces- 
sary, added.  The  lime  kiln  gases,  on  being 
passed  into  the  first  vessel  of  the  series,  give  up 
the  carbon  dioxide  to  the  free  lime  present, 
forming  calcium  carbonate,  and  the  sulphuretted 
hydrogen  together  with  the  nitrogen  is  passed 
on  into  the  next  vessel  of  the  series.  The 
sulphuretted  hydrogen  is  then  absorbed,  calcium 
hydrosulphido  (CaHjSa)  being  formed.  This 
process  of  absorption  is  continued  throughout 
the  series,  and  as  finally  worked  out  acts  so 
efiiciently  that  the  gas  issuing  from  the  last 
vessel  contains  only  traces  of  sulphuretted 
hydrogen  and  carbon  dioxide,  the  former  being 
recovered  by  passing  through  bog  oxide  or  lime 
and  the  nitrogen  allowed  to  escape  into  the  air. 
The  inlet  and  outlet  mains  are  so  devised  that 
the  respective  vessels  can  be  arranged  in  any 
order  to  constitute  the  series.  In  due  course 
the  carbon  dioxide  acts  upon  the  calcium  hydro - 
sulphide  formed  as  above  described 

C02+CaH2S2-t-HaO=CaC03+2HjS 

The  gas  thus  generated  is  mixed  with  sul- 
phuretted hydrogen  issuing  from  another  vessel, 
and  by  suitable  regulation  of  the  vessels  high 
strength  of  gas  is  obtained.  The  sulphuretted 
hydrogen  is  then  conducted  to  a  gas  holder  of 
about  30,000  cubic  ft.  capacity,  escape  of  gas 
being  prevented  by  the  use  of  '  dead  oil.'  In 
practical  working  it  has  been  found  that  the 
sulphuretted  hydrogen  thus  conveyed  to  the 
gas  holders  contains  about  2  p.o.  of  carbon 
dioxide.  So  long  as  there  is  no  condensation  of 
moisture  on  the  plates  of  the  gas  holder,  this 
amount  of  carbon  dioxide  will  do  no  harm, 
but  in  presence  of  moisture  the  corrosion  of 
the  gas  holder  plates  may  become  a  serious 
matter.  To  ensure  the  absence  of  such  moisture 
the  gas  holders  should  be  placed  a  few  hundred 
yards   from  the   series   o'   vessels,   which   are 
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termed  carbonators.  The  gas  is  conveyed  to 
the  holders  through  a  12-inch  main  and  when 
leaving  the  carbonator  it  is  distinctly  warm ; 
but  by  passing  through  say  300  yards  of  this 
main  the  gas  is  found  to  be  cooled  practically 
to  atmospheric  temperature  before  it  enters  the 
holder,  and  thus  condensation  in  the  holder 
itself  is  prevented.  This  precaution  has  been 
found  to  prolong  the  life  of  the  holder  very 
greatly  and  thereby  to  exercise  a  very  important 
effect  upon  the  economical  working  of  the 
process. 

The  yield  of  sulphur  obtained  as  sulphuretted 
hydrogen  by  this  process  may  be  taken  as  not 
less  than  90  p.c.  of  the  total  sulphur  contained 
in  the  vat  waste. 

.  Vat  waste  contains  salts  of  soda,  and  "when 
the  decomposition  as  above  described  is  com- 
pleted these  are  found  to  be  converted  by  the 
action  of  the  carbon  dioxide  into  sodium 
bicarbonate.  This  is  ultimately  recovered, 
because  the  mud  which  contains  it  is  used  for 
black  ash  making  instead  of  chalk.  In  this  way 
about  3  p.c.  of  soda  calculated  upon  the  alkali 
produced,  which  by  the  old  method  of  working 
was  lost,  is  recovered. 

The  concentrated  sulphuretted  hydrogen 
thus  obtained  is  next  treated  with  a  view  to  the 
recovery  of  the  contained  sulphur  by  a  process 
invented  by  C.  F.  Glaus  (Eng.  Pats.  3608,  1882  ; 
5070,  5958,  5959,  5960,  1883).  This  was 
originally  devised  for  the  recovery  of  sulphur 
froip  the  sulphuretted  hydrogen  contained  in 
coal  gas,  but  it  was  recognised  by  Chance  that 
it  could  be  made  applicable  to  the  solution  of 
one  important  part  of  the  problem  at  which  he 
was  working.  He  therefore  acquired  the 
patent  rights,  and  after  four  years'  work  at 
Oldbury,  largely  devoted  to  securing  a  con- 
tinuous exact  supply  of  the  necessary  quantity 
of  air  to  decompose  the  sulphuretted  hydrogenj 
success  was  achieved. 

Anhydrous  ferric  oxide  is  used  for  the 
absorption  of  the  sulphuretted  hydrogen.  This 
oxide  is  placed  upon  a  bed  within  the  kiln, 
which  bed  consists  of  broken  fire  brick  or  other 
suitable  chemically  inert  material.  It  is  main- 
tained at  a  temperature  which  keeps  the  ferric 
oxide  at  a  dull  red  heat.  This  temperature 
results  from  the  heat  of  the  reaction,  but  it  may 
if  necessary  be  supplemented.  The  sulphuretted 
hydrogen  mixed  with  the  necessary  quantity 
of  air  to  bring  about  the  formation  of  sulphur 
and  steam  is  passed  through  the  anhydrous 
ferric  oxide  :  the  volatilised  sulphur  together 
with  steam  pass  out  of  the  kiln  into  chambers 
where  the  sulphur  is  deposited.  It  may  be  ob- 
tained either  as  fused  or  sublimed  sulphur, 
dependent  upon  the  temperature  of  the  kiln 
and  of  the  depositing  chambers.  The  ferric 
oxide  tindergoes  no  change  and  may  be  contin- 
uously used.  The  sulphur  obtained  by  this  pro- 
cess is  of  a  high  degree  of  purity. 

See  Journal  Society  of  Chemical  Industry, 

1881,  vol.  1,  p.  45 ;  Journal'Sooiety  of  Aits,  1882, 
p.   724 ;    Journal  Society  Chemical  Industry, 

1882,  voL  1,  p.  264 ;  Journal  Society  Chemical 
Industry,  1883,  vol.  2,  p.  10 ;  Journal  Society 
Chemical  Industry,  1883,  vol.  2,  p.  202  ;  Journal 
Society  Chemical  Industry,  1884,  vol.  3,  p.  392  ; 
Journal  Society  Chemical  Industry,  1888,  vol.  7, 
p.  162.    See  also  Sosiim,  p.  54  et  eeq. 


Uses  of  sulphur.  Notwithstanding  that  the 
use  of  sulphur  has  practically  become  negligible 
in  coimection  with  the  preparation  of  black 
gunpowder,  and  also  that  as  it  has,  except  to  a 
very  limited  extent,  been  replaced  by  pyrites  in 
the  manufacture  of  sulphuric  acid — ^the  two 
industries  which  at  cne  time  accounted  for  the 
major  portion  of  the  consumption — ^there  has 
nevertheless  been  a  great  increase  in  the  world's 
annual  requirements. 

This  is  largely  accounted  for  by  the  enormous 
development  in  the  manufacture  of  paper  from 
wood,  due  principally  to  the  work  of  Ekman, 
KeUner  and  Partington.  It  is  estimated  that 
upwards  of  180,000  tons  of  sulphur  are  yearly 
used  in  this  connection,  and  that  about  280 
pounds  of  sulphur  are  required  for  every  ton  of 
wood  pulp  produced.  The  sulphur  is  used  for 
the  manufacture  of  calcium  bisulphite  and 
magnesium,  but  more  particularly  the  former. 
The  bisulphite  thus  manufactured  is  added  to 
the  wood  chips  in  a  very  dilute  solution  :  indeed 
5  p.c.  of  total  SOj  may  be  regarded  as  the 
maximum,  and  of  this  about  2  p.c.  is  purposely 
uncombined.  It  is  essential  that  not  more  than 
traces  of  sulphuric  acid  be  present,  otherwise 
the  pulp  is  injuriously  affected.  These  two 
facts  account  for  sulphur  not  having  been  re- 
placed by  pyrites  in  the  manufaotore  of  wood 
pulp  bisulphites,  because  the  dilute  solution 
employed  makes  it  practically  necessary  to 
manufacture  the  bismphite  where  the  wood 
pulp  is  made.  The  cost  of  transport  per  unit 
of  sulphur  available  for  conversion  into  sulphur 
dioxide  is  therefore  a  serious  consideration. 
Moreover,  it  has  not  been  found  practicable  to 
sufficiently  limit  the  quantity  of  sulphuric  acid 
present  if  the  sulphurous  acid  is  made  from 
pyrites. 

Sulphur  is  used  to  the  extent  of  upwards  of 
100,000  tons  per  annum  in  Europe  alone  for 
preventing  the  growth  upon  the  shoots  and 
grapes  of  vines  of  the  microscopic  mould  fungus 
oidium,  which  if  allowed  to  develop  causes  the 
vine  leaves  to  dry  up  :  as  a  result,  the  grapes, 
when  ripe,  produce  an  unsound  wine.  The 
sulphur  employed  for  this  purpose  is  largely  in 
the  form  of  flowers  of  sulphur,  although 
winnowed  sulphur  prepared  as  already  described 
is  also  used. 

The  efficiency  of  sulphur  as  a  preventive  of 
the  growth  of  oidivm  is  considered  to  be  largely 
dependent  upon  its  physical  condition.  Thus, 
flowers  of  sulphur  contain  a  certain  proportion 
of  amorphous  sulphur  which  is  much  more  easily 
oxidised  than  the  crystals,  even  when  in  a  very 
fine  state  of  division.  It  is  believed  that  by  air 
exposure  minute  quantities  of  sulphurous  acid 
and  sulphuric  acid  are  formed,  which  by  their 
presence  cause  the  destruction  of  the  oidium. 
The  question  of  the  autoxidation  of  sulphur  has 
been  investigated  by  Windisoh,  August  Harph 
(Zeitsch.  anorg.  Chem.  1904,  39,  387-388)  and 
others,  and  from  their  work  the  conclusion  as 
to  the  cause  of  destruction  of  the  oidium  would 
appear  to  be  justified.  In  connection  with  the 
use  of  sulphur  in  viticulture,  it  shotUd  be  pointed 
out  that  a  very  large  quantity  is  used  in  addition 
to  that  mentioned  above  in  the  form  of  what  is 
known  as  '  BouiUie  Bordelaise,'  which  consists 
of  a  mixture  of  sulphur,  copper  sulphate,  and 
various   porous   substances.    This   mixture   ig 
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applied  to  the  shoots  and  grapes  of  the 
vines. 

Sulphur  is  also  effectively  used  to  prevent 
the  growth  of  mould  on  hops.  If  the  growth  is 
not  prevented  the  hops  are  practically  useless. 
The  mould  in  question  is  also  an  oidium,  the 
species  being  similar  to  that  found  upon  the 
vine.  The  fungus  grows  upon  the  upper  and 
lower  surfaces  of  the  hop  leaves,  and  if  allowed 
to  develop  forms  a  white  powdery  spot  on  the 
'  burr '  or  buds  of  the  hop  cones.  This  stops  the 
development  of  the  cone  into  the  hop,  and  hard, 
white  knobs  are  formed  which  later  on  turn 
Hack.  This  black  colour  is  due  to  mould,  but 
when  the  hops  get  ripe  a  further  variation  in 
colour  is  apt  to  appear,  known  as  '  red  mould.' 
Flowers  of  sulphur  are  used  as  a  preventive  of 
hop  mould.  The  total  qiiantity  used  will  vary 
from  season  to  season,  but  on  the  average  it  is 
considerable. 

Sulphur  is  also  always  burnt  in  the  oast 
houses  when  the  ripe  hop  cones  are  being  dried. 
For  this  purpose, '  '  rolled  brimstone  '  is  em- 
ployed. The  sulphur  is  burnt  underneath  the 
hops  and  fumes  of  sulphur  dioxide  are  passed 
through  the  hops.  The  amount  of  sulphur  thus 
employed  averages  about  half  a  pound  of  sulphur 
per  10  bushels  of  green  hops.  The  effect  of  the 
passing  of  sulphur  dioxide  through  the  hops  is 
to  bleach  them,  to  improve  their  flavour,  and 
to  hasten  the  drying  process  (Amos,  J.  Inst. 
Brewing,  1910,  16,  142). 

Sulphur  is  used  upon  a  very  considerable 
scale  for  the  manufacture  of  bisulphite,  mainly 
of  calcium,  employed  as  a  preservative  for 
fermented  beverages,  notably  ale.  It  is  also 
iised  for  making  sulphurous  acid,  which  is  em- 
ployed to  remove  the  smell  of  svdphuretted 
hydrogen  which  is  liable  to  accumulate  in  wine 
barrels,  and  also  to  act  as  a  disinfectant. 

Sulphur  is  used  in  these  cases  because  of  its 
freedom  from  arsenic.  The  same  remark  applies 
to  its  application  to  the  manufacture  of  sul;^uric 
acid  when  the  latter  is  required  for  the  prepara- 
tion of  foodstuffs  or  pharmaceutical  products. 
Sulphur  is  used  in  the  treatment  of  cutaneous 
diseases,  mostly  in  the  form  of  ointments.  It 
is  also  employed  medicinally  under  the  name  of 
milk  of  sulphur,  which  is  a  precipitated  amor- 
phous powder  prepared  by  precipitating  the 
sulphur  from  a  solution  of  calcium  sulphide  and 
thiosulphate  by  means  of  hydrochloric  acid. 
Its  medicinal  properties  are  stated  to  be  similar 
to  those  of  sublimed  sulphur  only  more  active. 
Milk  of  sulphur  should  be  completely  soluble  in 
carbon  disulphide. 

It  has  already  been  pointed  out  that  one 
reason  for  employing  sulphur  instead  of  pyrites 
in  the  manufacture  of  bisulphite  for  wood  pulp 
treatment  is  due  to  the  great  economy  in  trans- 
port per  unit  of  available  sulphiu-.  The  same 
argument  holds  good  in  connection  with  the 
manufacture  of  sulphuric  acid  employed  in  the 
making  of  high  explosives  for  blasting  purposes 
in  South  Africa,  where  sulphur  is  now  used.  A 
little  more  than  40  p.c.  of  sulphur  is  available 
for  the  production  of  sulphur  dioxide  calculated 
upon  the  weight  of  the  pyrites,  whereas 
98  p.c.  of  available  sulphur  is  derivable  from 
brimstone. 

Recent  experiments  mdicate  that  flowers  of 
gulphur  will,  in  many  cases,  act  as  an  efficient 


fertiliser.  The  addition  of  small  quantities 
(0-023  grm.  per  kilo)  to  the  soil  was  found  to 
materially  assist  the  growth  of  carrots,  beans, 
celery,  lettuce*  sorrel,  endive,  potatos,  onions, 
and  spinach,  the  increase  in  the  weight  of  the 
vegetables  being,  in  some  cases,  as  high  as 
40  p.c.  and  not  lower,  than  lO  p.c.  It  is 
suggested  that  the  sulphur  only  acts  indirectly  ' 
by  modifying  the  development  of  the  soil 
bacteria.  This  view  is  based  upon  the  fact  that 
it  was  found  useless  when  applied  to  sterilised 
soil.  It  is  also  asserted  that  sulphur  exercises 
a  favourable  influence  upon  the  development 
of  chlorophyll,  and  plants  grown  upon  a  soil 
to  which  sulphur  has  been  added  are  a  much 
deeper  green  (B.  Boullanger,  Compt.  rend.  1912, 
154,  369-370,  and  A.  Demolon,  ibid.  1912,  164, 
524-526). 

The  vulcanisation  of  rubber  is  effected  by 
the  addition  under  recognised  conditions  of 
sulphur  to  India  rubber.  Sulphur  chloride,  a 
solvent  of  sulphur,  is  used  for  vulcanising 
caoutchouc.  The  sulphur  chloride  of  industry 
is  a  mixture  of  S2CI2  and  SClj. 

Sulphur  enters  into  the  composition  of  certain 
cements.  For  this  purpose,  it  is  melted  with 
iron  filings  and  ammonium  chloride  ;  or,  instead 
of  melting  the  mixture,  100  parts  of  filings  may 
be  mixed  with  5  to  15  parts  of  sulphur.  To 
this  mixture  is  added  about  6  parts  of  am- 
monium chloride.  The  whole  is  then  moistened 
with  water  and  well  mixed.  Both  mixtures 
yield  cements  useful  for  fixing  glass  to  metal. 

Sulphur  is  also  used  in  the  manufacture  of 
carbon  disulphide,  artificiaUy  made  sulphides, 
hyposulphites,  in  the  bleaching  of  silk  and  wool 
by  means  of  sulphur  dioxide,  in  the  manu- 
facture of  ultramarine,  and  of  artificial  vermilion, 
and  in  the  making  of  enamels. 

Properties.  Several  allotropic  varieties  of 
sulphur  are  known,  characterised  by  differences  ' 
in  crystalline  form,  specific  gravity,  behaviour 
towards  solvents,  &c.  The  two  varieties  known 
as  o-sulphur  and  j3-sulphur  were  first  isolated  by 
Mitscherlich  (Pogg.  Ann.  1825,  264). 

o-Sulphur  consists  of  rhombic  oetahedra 
which  are  obtained  when  sulphur  is  orystaUised 
at  normal  temperatures  or  even  at  a  temperature 
not  exceeding  98°  ;  also  from  solutions  in  carbon 
disulphide  by  evaporation  in  the  cold.  Fine 
crystals  of  this  type  are  also  obtained  by  oxida- 
tion in  air  of  a  solution  of  sulphuretted  hydrogen 
in  pyridine  (Ahrens,  Ber.  1890,  23,  2708), 
Natural  sulphur  as  mined  is  always  found  in  this 
crystalline  form. 

;8-SulphuT  belongs  to  the  monoolinic  system 
and  is  prismatic.  It  is  formed  when  crystallisa- 
tion is  effected  between  98°  and  120°,  this  latten 
temperature  being  the  fusion  point  of  prismatic 
sulphur,  as  opposed  to  114-5°  for  a-sulphur. 
;3-Sulphur  is  also  obtained  from  hot  solutions  of 
sulphur  in  alcohol,  benzene  and  turpentine. 
Above  98°  it  is  stable,  but  at  normal  tempera- 
tures it  is  slowly  changed  into  the  rhombic 
form.  Heat  is  evolved  as  a  result  of  the  trans- 
formation, 2-27  cal.  being  liberated  by  the  change 
of  32-07  grms.  of  the  monoclinio  into  the  rhombic 
form.  ,     , 

7-Sulphur  is  obtained  by  slowly  pourmg 
molten  sulphur  into  water.  It  is  amorphous  and 
to  a  certain  extent  elastic.  It  is  insoluble  in 
carbon  disulphide,  a  property  which,  up  to  a 
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varying  proportion,  is  shared  by  flowers  of  sul- 
phur. Indeed  it  has  been  suggested  that  the 
term  flowers  of  sulphur  should  not  be  apphed 
unless  the  sample,  when  newly  made,  contains 
not  less  than  33  p.o.  of  sulphur  insoluble  in 
carbon  disulphide,  and  that  if  containing  less 
than  this  it  should  be  known  as  sublimed  sul- 
phur (A.  Domergue,  Ann.  Chim.  anal.  1904, 434). 

When  sulphur  is  melted  at  about  120°,  it  is 
very  fluid,  soft,  and  of  a  cleat  yellow  colour,  but 
if  the  temperature  be  raised  to  about  160°  it 
becomes  viscous  and  darker  in  colour :  the 
maximum  viscosity  occurs  at  180°.  If  the  mass 
be  cooled  in  water  from  this  temperature,  it  is 
found  that  a  portion  is  insoluble  in  carbon  di- 
Bulphide,  but  if  the  heating  of  the  molten  sulphur 
be,  continued  and  increased  to  near  its  boiling- 
point,  the  proportion  insoluble  in  carbon  di- 
Bulphide  greatly  increases.  At  250°  sulphur  is 
transformed  into  a  blackish-red  mass.  At 
444-5°  (boiling-point)  the  sulphur  has  lost  its 
■viscosity  and  yields  a  reddish-brown  vapour. 
Sulphur  thus  heated  and  subsequently  cooled  in 
water  is  known  as  plastic  sulphur.  If  the  in- 
soluble sulphur  thus  obtained  be  kept  fori  some 
time,  it  slowly  reverts  and  is  then  soluble  in 
carbon  disulphide.  Whilst  at  ordinary  pressure 
molten  sulphur  yields  prismatic  crystals,  under 
a  pressure  of  400  atmospheres  it  yields  octa- 
hedral crystals  (aS)  without  the  necessity  of 
superheating  the  molten  sulphur  (M.  Lowry, 
Chemical  World,  September,  1912). 

Amorphous  sulphur  is  distinguished  from 
■y-sulphur  by  being  soluble  in  carbon  disulphide. 
After  several  years  keeping,  it  is  found  to 
change  into  o-sulphur.  Milk  of  sulphur  (lac 
eulphuris)  or  '  magister,'  which  is  white,  is 
another  variety  of  amorphous  sulphur.  This, 
as  stated  already,  is  obtained  by  treating  calcium 
pentasulphide  (CaSs)  with  dilute  hydrochloric 
acid. 

8-SuIphur  is  obtained  by  passing  sulphur 
dioxide  into  a  saturated  solution  of  sulphuretted 
hydrogen  in  glycerol  (Sarazon,  D.  R.  P.  216825), 
and  is  probably  identical  with  the  variety  ob- 
tained by  Debus  (Chem.  Soo.  Trans.  188?,  63, 
282)  by  passing  sulphuretted  hydrogen  into  an 
aqueous  solution  of  sulphurous  acid.  This 
variety  of  sulphur  is  colloidal.  According  to 
Spring  (Bee,  t^av.  chim.  1906,  25,  253),  it  is  h, 
hydrate  of  sulphur  Sa>HjO,  Colloidal  sulphur 
can  be  obtained  by  a  variety  of  methods  (Engel, 
Compt.  rend.  1891,  112,  866;  Eaffo,  Zeits. 
Chem.  Ind.  KoUoide,  1908,  2,  358;  Himmel- 
bauer,  ibid.  1909,  4,  307 ;  Weimarn,  J.  Buss. 
Phys.  Chem.  Soc.  1910,  42,  481). 

Nacreous  sulphur  (Gemez,  Compt.  rend. 
1884,  98,  144,  and  M.  Lowry,  Chemical  World, 
May,  1912)  is  also  known  as  molher-of-pearl 
sulphur.  It  is  produced  by  allowing  a  sglution 
of  sodium  thiosulphate  to  diffuse  into  a  solution 
of  acid  potassium  sulphate.  It  may  also  be  made 
by  mixing  and  shaking  hydrogen  persulphide 
with  ether,  ethyl  acetate  or  alcohol.  Another 
method  is  by  preparing  a  supersaturated  solu- 
tion of  sulphur  without  residue  when  hot  in 
benzene,  toluene,  carbon  disulphide  or  alcohol. 
Place  this  in  a  tube  and  introduce  the  end  of  the 
tube  only  into  a  freezing  mixture  to  which 
crystals  of  ammonium  nitrate  are  added.  Long 
nacreous  flakes  originate  little  by  little  at  the 
sold  point  of  the  tube  and  gradually  advance  in 


the  remainder  of  the  liquid.  The  nacreous  snl- 
phur  is  formed  in  large  colourless  rhombic 
crystals.     '. 

Another  variety  of  sulphur  is  prepared  by 
submitting  it  to  vaporisation  in  a  transparent 
quartz  vessel.  By  this  means  it  is  seen  that, 
whereas  the  colour  ^s  at  first  deep  reddish- 
yellow,  this  gradually  disappears  as  the  tempera- 
ture is  raised  and  the  heating  prolonged  until  it 
becomes  practically  colourless.  It  then  acquires 
a  pale  blue  colour,  which  remains  until  the 
vapour  cools  when  the  blue  colour  disappears. 
The  same  blue  colour  is  observed  when  sulphur 
is  volatilised  in  an  atmosphere  of  carbon  dioxide. 
Blue  sulphur  can  also  be  prepared  by  heating  it 
with  soda.  Black  amorphous  sulphur  is  thus 
obtained,  and  if  this  be  throTfra  into  fused  borax 
or  fused  calcium  chloride  it  acquires  a  very  deep 
blue  colour.  .It  is  also  obtained  by  heating 
sodium  thiooyanate  (NaCNS)  to  430°  (N.  A. 
Orloff,  J.  Euss.  Phys.  Chem.  Soo.  1902,  34,  62 ; 
E.  Patemo  and  A.  MazzuccheUi,  Atti.  E.  Acad. 
Lincei,  1907  [v.],  16,  1,  465). 

An  interesting  variety  of  sulphur  resembling 
indiarubber,  may  be  prepared  by  heating  sulphur 
to  above  400°  and  pouring  it  in  a  thin  stream  into 
liquid  air.  It  is  then  obtained  in  the  form  of  a 
thin  thread  of  diameter  0'5  mm.  to  1  mm.  This 
thread,  when  first  removed  from  the  liquid 
air,  is  brittle  and  hard,  but  if  it  be  exposed 
to  heat  it  acquires  great  elasticity.  A 
thread  of  1  mm.  diameter  may  be  stretched  to 
about  six  times  its  length  and  will  then  return  to 
almost  its  original  length.  The  sulphur,  how- 
ever, loses  its  elasticity  about  half  an  hour  after 
it  has  been  removed  from  the  liquid  air,  and  it 
becomes  plastic  although  not  permanently  so. 
When  elastic,  the  sulphur  has  a  polished  appear- 
ance and  is  quite  transparent  (P.  P.  Von  Wei- 
marn, J,  Euss.  Phys.  Chem.  Soo.  1910,  42,  474). 

Molecular  weight.  This  has  been  determined 
by  measuring  the  molecular  surface  energy  of 
sulphur  dissolved,  respectively,  in  carbon  di- 
sulphide and  in  disulphur  dichloride.  In  both 
solvents  the  molecular  weight  of  sulphur  corre- 
sponds with  S,or  Sg  molecules  (Desiderius  Pekar, 
Zeitsch.  physikal.  Chem.  1902,  39,  433).  It  has 
also  been  shown  by  Gerhard  Preuner  (ibid.  1903, 
44, 733)  that  S^  and  S^  molecules  also  exist.  The 
curve  representing  the  change  of  gas  density  at 
448°,  with  change  of  pressure  and  also  the 
calculation  of  the  equilibrium  constants  of  the 
experimental  data,  supply  information  as  to  the 
whole  course  of  the  dissociation  which  appears 
to  justify  this  statement.  The  molecule,  as 
determined  by  vapour  density,  is  Sj  at  low 
temperatures,  but  it  commences  to  dissociate  .as 
the  temperature  is  raised,  and  at  850°  to  900° 
only  Sj  molecules  are  left. 

Specific  gravity.  Amorphous  sidphur,  2-04 ; 
rhombic  sulphur,  2-06;  monoclinio  sulphur, 
1-96;  molten  sulphur,  1-801-1 -815.  At  boiling- 
point  (444-5°),  1-46-1-52. 

Melting-point.  Ehombie  crystals,  it  pure 
and  melted  without  being  transformed,  melt  at 
114-6° ;  prismatic  crystals,  if  pure,  melt  at  120°. 
Plastic  sulphur  has  no  definite  melting-point, 
increase  of  temperature  merely  diminishing 
viscosity  and  increasing  the  tendency  for  the 
sulphur  to  pass  into  the  crystalline  form  (J.  H. 
Kastle  and  W.  P.  KeUev,  Amer.  Chem.  J.  1904. 
32,  483).  "  ' 
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BotUng -point.  As  determined  on  the  con- 
stant air  preBBure  thermometer,  sulphur  boils 
between  443-58''  and  443-62''  (N.  Eumorfo- 
poulos,  Proo.  Eoy.  Soc.  1908,  A,  81,  339). 
According  to  Callendar  and  H.  Moss  {ibid.  1909, 
A.  83,  106)  it  boils  at  444-5''. 

Specific  heat.  Mean  specific  heat  between  0' 
and  100°  is  0-1712. 

Ignition  point.  The  ignition  point,  deter- 
mined by  means  of  a  U  tube  through  which  air 
or  oxygen  is  slowly  drawn,  is  found  to  be  261° 
(255°  uncorr.)  in  air  at  ordinary  atmospheric 
pressure,  and  257°  to  264°  (uncorr.)  in  oxygen 
(R.  H.  McCrae  and  A.  Wilson,  Chem.  News, 
1907,  96,  25). 

The  heat  of  combustion  of  sulphur  burning 
to  sulphur  dioxide  is  71,720  cal.  for  the  mono- 
clinic  and  71,080  cal.  for  the  rhombic  variety 
(Thomsen,  Thermochem.  Unters.  2,  247). 

Solvbility.  Sulphur  is  insoluble  in  water 
and  only  slightly  soluble  in  alcohol,  ether  and 
ethereal  oils.  In  carbon  disulphide  it  is  soluble 
to  the  extent  of  about  40  p.c.  in  the  cold  and 
about  182  parts  are  dissolved  in  100  parts  at  55°, 
whichis  the  boiling-point  of  the  saturated  solution. 
Sulphur  dissolves  freely  in  benzyl  chloride. 
The  solubility  increases  from  1  p.c.  at  0°  to 
55-8  p.c.  at  134°.  It  melts  in  benzyl  chloride  at 
106-2^  to  106-8°,  and  does  not  mix  with  the 
excess  of  solvent,  but  above  136°  it  mixes  with 
benzyl  chloride  in  all  proportions  (J.  J.  von 
Bojuski,  J.  Russ.  Phys.  Chem.  Soc.  1905,  37,  92). 
It  is  soluble  in  light  petroleum ;  benzene  and 
toluene  dissolve  about  26-4  parts  at  100°.  Tar 
oil  dissolves  about  50  p.c.  at  100°.  o-Sulphur  is 
freely  soluble  in  boiling  acetic  acid  and  also  in 
boiling  ethyl  or  methyl  alcohol. 

Combinations  with  oxygen,  v.  infra. 
In  addition  to  the  references  above  quoted, 
the  following  may  be  cited  :  Amorphous  Sul- 
phur, by  A.  Smith  and  W.  B.  Holmes  (Ber.  1902, 
35,  2992) ;  Amorphous  Sulphur  and  its  Relation 
to  the  Freezing  Point  of  Sulphur,  by  A.  Smith 
(Proc.  Roy.  Soc.  1902,  24,  299) ;  Causes  which 
Determine  the  Formation  of  Amorphous  Sul- 
phur, by  A.  Smith  {ibid.  1902,  24,  342) ;  In- 
fluence of  Amorphous  Sulphur  on  the  Freezing 
Point  of  liquid  Sulphur,  by  A.  Smith  and  W.  B. 
Holmes  (Zeitsoh.  physikal.  Chem.  1903,  42,  469) ; 
Two  Liquid  States  of  Sulphur  and  their  Tran- 
sition Point,  by  A.  Smith  (Proc.  Roy.  Soc. 
1905,  25,  588);  Change  of  State  of  Liquid 
Sulphur,  by  F.  Hoffmann  and  R.  Rothe  (Zeitsch. 
physikal.  Chem.  1906,  65, 113) ;  Vapour  Pressure 
of  Sulphur,  by  W.  Matthies  (Chem.  Zentr.  1906, 
2,  204) ;  Surface  Tension  of  Fused  Sulphur,  by 
H.  Zickendraht  (Ann.  Chim.  Phys.  1906  [iv.]  21, 
141) ;  Precipitated  Sidphur,  by  R.  H.  Brownlee 
(J,  Amer.  Chem.  Soc.  1907,  29,  1032) ;  Changes 
in  the  Viscosity  of  Liquid  Sulphur,  by  L. 
Rotinjanz(Zeitsch.physikal.Chem.l908,52,609); 
Thiozonides,  Sulphur  and  its  Cyclic  Compounds, 
by  H.  Erdmann  (Annalen,  1908,  362,  133); 
Solubility  of  '  Insoluble  '  Sulphur,  by  A.  Wigand 
(Zeitsch.  physikal.  Chem.  1910,  75,  235). 

A.  G.  S. 

Hydrides  of  Sulphub. 

Sulphuretted  hydrogen  HjS.  This  gas  must 
have  been  kno^vn  from  very  early  times.  It  is 
described    by  the    writers    of    the    sixteenth 


and  seventeenth  centuries  under  the  general 
name  of  '  sulphurous  vapours.'  Geber  prepared 
milk  of  sulphur,  but  no  mention  is  made  of  a 
foetid-smelling  gas  being  given  off  in  the  process. 
Scheele  was  the  first,  in  1777,  to  examine  the 
gas  minutely,  and  its  chemical  composition  was 
definitely  established  by  Berthollet. 

Occurrence. — Sulphuretted  hydrogen  occurs 
in  the  gases  issuing  from  volcanos,  sometimes 
to  the  extent  of  25  p.c.  of  their  volume.  It  also 
occurs  in  the  natural  gas  of  Point  Abino,  Canada. 
Decaying  vegetable  substances,  particularly  the 
leguminous  plants,  peas,  beans,  and  lentils, 
when  heaped  together  in  a  moist  condition  evolve 
this  gas,  and  it  is  also  produced  during  the 
decomposition  of  animal  substances  such  as 
blood,  hair,  flesh,  &c.  It  is  present  in  the 
hepatic  waters  of  Harrogate,  Aix-la-Chapelle, 
and  other  places.  Decomposing  organic  matter 
in  contact  with  sulphates  frequently  generates 
this  gas,  and  from  this  cause  sulphides  are 
occasionally  found  at  the  mouths  of  large  rivers 
which  bring  down  much  organic  matter.  The 
smell  of  sewer  gas  is  in  part  due  to  sulphuretted 
hydrogen,  and  this  latter  also  occurs  in  coal-gas, 
from  which  it  has  to  be  removed  by  a  special 
arrangement  in  gas  manufacture. 

Preparation. — (1)  It  is  usually  prepared  by 
the  action  of  dilute  sulphuric  acid  on  ferrous 
sulphide  FeS+HjS04=FeS0i+HjS.  It  should 
be  collected  over  hot  water,  in  which  it  is  less 
soluble  tlian  in  cold.  The  gas  obtained  by  this 
method  is  never  pure,  as  the  sulphide  used  con- 
tains small  particles  of  metallic  iron,  which  give 
rise  to  hydrogen.  The  gas  should  be  washed  in 
water  to  free  it  from  acid  or  salt  which  may 
pass  over.  Excess  of  sulphuric  acid  causes  the 
precipitation  of  white,  anhydrous  ferric  sulphate 
which  coats  the  sulphide  and  stops  the  evolution 
of  gas. 

(2)  A  purer  gas  is  obtained  by  heating 
antimony  sulphide  with  hydrochloric  acid  of 
sp.gr.  lU;  Sb2S3-f6Ha=2SbCl,+3HjS.  If 
native  antimony  sulphide  be  used,  it  should  be 
first  treated  with  dilute  hydrochloric  acid  to  de- 
compose any  carbonates  which  may  be  present. 

(3)  The  gas  may  be  prepared  on  a  large  scale 
by  heating  a  mixture  of  equal  parts  of  sulphur 
and  paraffin,  vaseline,  or  many  other  organic 
bodies. 

(4)  By  heating  a  damp  mixture  of  sulphur 
and  charcoal. 

(5)  Sulphuretted  hydrogen  is  formed  to- 
gether with  sulphur  dioxide  when  steam  is  passed 
over  boiling  sulphur,  or  even  when  sulphur  is 
boiled  with  water;  3S-f-2HaO=2H2S+S02. 
The  two  gases  thus  obtained  mutually  decompose 
one  another,  so  that  only  a  portion  of  the 
sulphuretted  hydrogen  remains,  and  sulphur  is 
deposited. 

(6)  By  the  decomposition  of  aluminium 
sulphide  by  water 

AIjS3-f6Hi,0=Al(OH)3-l-3H2S. 

(7)  By  passing  dry  hydrogen  over  certain 
heated  sulphides,  such  as  powdered  antimony 
sulphide ;  Sb^S  j+3Hj=Sb2+3H2S.  The  gas  is 
also  formed  by  passing  a  current  of  hydrogen 
through  boiling  sulphur ;  by  burning  a  jet  of 
hydrogen  in  sulphur  vapour,  and  by  burning 
sulphur  in  an  atmosphere  of  hydrogen. 

(8)  Pure  HjS  may  be  prepared  by  passing 


SULPHOR. 


the  impure  gas  Erst  through  a  drying  apparatus 
and  then  through  a  series  of  vessels  cooled  by 
liquid  air,  in  which  it  is  solidified.  When  a 
sufficient  amount  has  been  collected,  all  residual 
gas  is  draAvn  out  of  the  apparatus  by  means  of 
a  pump,  and  the  condensed  HjS  is  then  allowed 
to  boil,  the  first  500  c.c.  being  rejected.  The 
gas  so  obtained  is  completely  absorbed  by  alkalis 
(Moissan,  Compt.  lend.  1903,  137,  363). 

Properties. — Sulphuretted  hydrogen  is  a 
colourless,  inflammable  gas,  possessing  a.  most 
disagreeable  smell,  resembling  that  of  rotten 
eggs,  which  is  due  in  part,  when  the  gas  has 
been  prepared  from  ferrous  sulphide,  to  volatile 
Eulpho-carbon  compounds  derived  from  the  iron. 
It  has  a  sp.gr.  of  1-1895  (Leduc),  and  1  litre  at 
0°  and  760  mm.,  weighs  1-5392  grms.  It  bums 
with  a  pale-blue  flame,  forming  water  and 
sulphur  dioxide,  and  usually  depositing  more  or 
less  sulphur — 

HjS+30=S02+H20 
SOs+2HijS=2HjO+3S. 
A   mixture   of   two   volumes   of   sulphuretted 
hydrogen  and  three  volumes  of  oxygen  explodes 
violently  when  an  electric  spark  is  passed  tlmiugh 
it,  complete  combustion  taking  place. 

The  gas  when  inhaled  acts  as  a  powerful 
poison,  producing  asphyxia ;  even  in  small 
quantities  it  causes  sickness  and  headache. 
According  to  Th6nard,  an  atmosphere  containing 
g^  of  its  volume  of  this  gas  will  kill  a  dog,  and 
smaller  animab  die  with  even  less  than  that 
amount.  An  atmosphere  with  5J3  P*rt  of  HjS 
is  sufficient  to  kill  a  horse,  while  cold-blooded 
animals  are  not  affected  by  this  proportion  of 
gas.  The  best  antidote  is  the  inhalation  of  very 
dilute  chlorine  obtained  by  moistening  a  towel 
with  dilute  acetic  acid,  and  sprinkling  bleaching 
powder  upon  it. 

Sulphuretted  hydrogen  is  soluble  in  water, 
one  volume  of  this  liquid  dissolving  about 
4-4  volumes  of  the  gfis  at  0°,  and  3-2  volumes  at 
16°.  The  solubility  at  other  temperatures  is 
given  by  the  expression 

c=4-4015-0-089117<+0-00061954«" 
(Henrich,  Zeitsch.  physikal.  Chem.  9,  435). 

Alcohol  dissolves  17-89  times  its  volume  of 
the  gas  at  0°.  The  aqueous  solution  of  the  gas 
reddens  blue  litmus,  and  possesses  the  peculiar 
smell  and  taste  of  the  gas.  The  solution  decom- 
poses on  standing,  the  hydrogen  combining  with 
the  oxygen  of  the  air  to  form  water,  while 
sulphur  deposits,  imparting  a  milky  appearance 
to  the  liquid.  A  solution  of  the  gas  in  glycerol 
keeps  better,  and  is  occasionally  used  as  a 
reagent. 

A  hydrate  of  sulphuretted  hydrogen,  of  the 
formula  HjS,7HjO,  has  been  described  by 
Forcrand  (Compt.  rend.  1902,  134,  281),  and  a 
series  of  mixed  hydrates  of  the  type 

M,2H2S,23H20, 
where  M  is  a  volatile  organic  halogen  compound, 
have  also  been  prepared. 

Sulphuretted  hydrogen  is  decomposed  by 
almost  all  oxidising  agents.  The  halogens  unite 
with  its  hydrogen,  liberating  sulphur 

H,S-fCl8=2Ha-|-S. 
(The  reaction  with  iodine  only  takes  place  in 
the  presence  of  water.)    Fuming  nitric  acid, 
dropped  into  a  jar  of  the  gas,  decomposes  it 
with    explosive    violence.     Sulphuric    acid    is 


decomposed  by  HjS  forming  S;  SOj,  and  poly, 
thionio  acids,  hence  it  cannot  be  used  for 
drying  the  gas.  On  account  of  its  ready  oxidisa- 
bility,  sulphuretted  hydrogen  is  occasionally 
employed  in  organic  chemistry  as  a  mild  reducing 
agent.  Sulphuretted  hydrogen  is  easily  decom- 
posed by  heat ;  according  to  Myers  (Annalen, 
159, 124)  decomposition  commences  at  a  tempera- 
ture of  400°.  When  a  spiral  of  platinum  is 
heated  in  the  gas,  sulphur  is  deposited  and 
hydrogen  liberated,  which  occupies  the  same 
volume  as  the  original  gas.  The  dissociation  at 
various  temperatures  has  been  studied  by 
Preuner  (Zeitsch.  anorg.  Chem.  1907,  55,  279). 

Sulphuretted  hydrogen  acts  on  most  metals 
and  many  metallic  oxides,  forming  sulphides ; 
thus  silver  and  mercury  are  immediatelytamished 
in  contact  with  the  gas.  The  sulphides  are  also 
formed  when  the  gas  is  passed  through  solutions 
of  many  metallic  salts  as  insoluble  precipitates, 
several  of  which  possess  characteristic  colours. 
Thus  cadmium  sulphide  is  yellow,  antimony 
sulphide  orange,  and  stannous  sulphide  chocolate- 
brown.  Hence  sulphuretted  hydrogen  is  largely 
used  in  analytical  operations,  a  current  of  the 
gas  being  passed  through  the  solution  under 
examination.  Paper  impregnated  with  a  solu- 
tion of  a  lead  salt,  e.g.  the  acetate,  is  used  as  a 
test  for  H2S,  such  paper  being  blackened  in 
contact  with  sulphuretted  hydrogen.  For  the 
same  reason,  paintings  containing  white  lead  are 
darkened  by  exposure  to  the  air  of  towns, 
while  cards  glazed  with  white  lead,  and  engrav- 
ings on  paper  whitened  with  that  substance 
sufier  similarly. 

The  sulphuretted  hydrogen  occurring  in  coal 
gas  may  be  removed  by  passing  the  gas  over 
hydrated  ferric  oxide 

2Fe(OH)3-t-3HjS=2FeS-f-S+6HjO. 
Sulphuretted  hydrogen  may  be  liquefied  by 
pressure  ;  its  critical  temperature  and  pressure 
are  100°  and  90  atmospheres  respectively.  At 
the  ordinary  temperature  a  pressure  of  17 
atmospheres  condenses  it  to  a  colourless,  mobile 
liquid,  of  sp.gr.  0-9.  The  liquid  boils  at  —61°, 
and  freezes  to  an  ice-like  solid  at  —82-9°.  The 
density  of  the  liquid  at  its  b.p.  is  0-964.  Liquid 
HjS  can  also  be  obtained  by  cooling  the  gas  to 
about  —70°  with  a  mixture  of  solid  carbon 
dioxide  and  ether,  or  by  sealing  up  a  quantity 
of  hydrogen  persulphide  in  one  limb  of  a  V- 
shaped  glass  tube.  The  persulphide  slowly 
decomposes,  and  the  pressure  eventually  becomes 
sufficient  to  liquefy  the  sulphuretted  hydrogen 
produced.  The  chemical  activity  vanishes 
almost  entirely  when  the  gas  is  liquefied ; 
metallic  potassium  and  sodium  are  unchanged 
in  contact  with  the  liquid,  and  it  is  also  without 
action  on  ohromates  and  permanganates. 

Small  amounts  of  HjS  in  mineral  waters 
may  be  detected  by  adding  to  the  water  a  few 
o.c.  of  hydrochloric  acid,  stirring  in  a  little  solid 
})-aminodimethylaniline,  and  then  adding  a 
drop  of  ferric  chloride.  If  HjS  be  present  a 
blue  colour  (methylene  blue)  will  develop.  This 
reaction  will  detect  0-018  mgm.  of  HjS  in  a 
litre  of  water. 

Salts.  A  solution  of  sulphuretted  hydrogen 
in  water  acts  as  a  weak  acid,  whence  the  name 
sometimes  given  to  it  of  •  hydrosulphurio  acid.' 
It  forms  two  series  of  salts,  the  sulphides  RjS 
and  the  hydrosulphides  RHS.     Of  this  latter 


SULPHUR. 


299 


class  only  the  salts  of  the  alkalis  and  alkaline 
earths  are  known ;  they  are  produced  by  the 
action  of  an  excess  of  sulphuretted  hydrogen  on 
the  oxides  or  hydroxides  of  these  metals. 

The  normal  sulphides  can  be  obtained  by  the 
following  methods— 

(1)  By  the  direct  union  of  a  metal,  e.g.  Fe 
with  sulphur  at  a  high  temperature. 

(2)  By  the  action  of  sulphur  on  certain 
metaliio  oxides,  SO  2  being  evolved. 

(3)  By  the  reduction  of  sulphates  with  carbon. 

(4)  By  the  action  of  CSj  on  some  metallic 
oxides,  e.g.  CtjO,  at  about  250°. 

(5)  By  the  action  of  sulphuretted  hydrogen 
on  a  metallic  oxide  or  salt. 

Besides  the  normal  sulphides,  many  poly- 
sulphides  of  the  type  RjSj,  RjS,,  RjSj,  &c., 
exist.  Those  of  the  alkalis  and  alkaline  earths 
can  be  prepared  by  boiling  a  solution  of  the 
normal  sulphide  with  an  excess  of  sulphur. 
All  the  sulphides  except  those  of  the  alkalis  and 
alkaUne  earths  are  insoluble  in  water  ;  many  are 
decomposed  by  dilute  acids  with  evolution  of 
sulphuretted  hydrogen.  Many  sulphides,  e.g. 
those  of  lead,  copper,  and  zinc,  occur  native  as 
minerals  and  constitute  important  ores. 

Uses.  Sulphuretted  hydrogen  is"  employed 
on  the  large  scale  to  remove  arsenic  from 
sulphuric  acid,  for  precipitating  copper  from 
solutions  of  the  salts  of  that  metal,  and  for  pre- 
cipitating gold  and  silver  from  waste  material 
containing  them.  It  is  also  largely  employed 
in  the  laboratory  in  analytical  operations. 

Hydeogen  Peesttlphides. 

Hydrogen  persulphide  was  discovered  by 
Scheele  in  1777,  and  more  completely  investi- 
gated by  Berthollet.  It  was  first  obtained  by 
pouring  a  concentrated  solution  of  potassium 
pentasulphide  into  dilute,  ice-cold  hydrochloric 
anid,  when,  on  standing  for  some  time,  yellow 
drops  of  a  transparent,  oily  liquid  separated  out. 
Berthollet  believed  it  to  be  analogous  in  com- 
position to  the  potassium  sulphide  used  in  its 
preparation,  and  assigned  to  it  the  formula 
H2S5.  Th^nard,  however,  who  found  it  pos- 
sessed many  properties  in  common  with  hydrogen 
peroxide,  gave  it  the  formula  HoSj,  though  his 
analyses  always  showed  a  larger  proportion  of 
sulphur  than  is  demanded  by  this  formula. 
Hofmann,  who  obtained  it  by  decomposing 
with  hydrochloric  acid  a  crystalline  compound 
formed  by  the  action  of  ammonium  persulphide 
on  strychnine,  believed  it  to  possess  the  formula 
H^S,.  It  has  been  shown  that  the  so-called 
'hydrogen  persulphide,'  hitherto  obtained  is 
really  a  mixture  of  a  di-  and  tri-sulphide  (Schenck 
and  Falcke,  Ber.  1908,  41,  2600). 

Preparation.  A  solution  of  sodium  or  calcium 
polysulphide  is  carefully  poured  into  an  equal 
volume  of  concentrated  hydrochloric  acid,  kept 
well  cooled  by  ice.  A  heavy,  yellowish  oil 
separates  out,  which  is  then  submitted  to  dis- 
tillation under  reduced  pressure.  The  di-  and 
tri-sulphides  are  separated  by  fractional  distilla- 
tion. Care  must  be  taken  to  remove  all  traces 
of  alkali  from  the  distillation  apparatus  by 
previoitsly  treating  it  with  sulphuric  acid,  as 
the  hydrogen  persulphides  are  very  readily 
decomposed  by  even  traces  of  alkali. 

Bydiogen  disulphide  H2S2.  The  disulphide 
thus  o'btained  is  an  oil,  boiling  at  74°-76°  (2  mm.) 


of  sp.gr.  1  -376.  It  is  more  volatile  than  the  tri- 
sulphide,  and  not  so  readily  attacked  by  alkalis. 
Hydrogen  trisnlphide  HjSj.  Hydrogen  tri- 
sulphide  forms  a  colourless,  strongly  refracting 
liquid  of  sp.gr.  1'496  at  15°.  It  boils  at  43°-60° 
(4 J  mm.),  and  solidifies  at  about  —63°.  It  has 
an  odour  resembling  that  of  camphor,  and 
decomposes  slowly  in  the  dark,  more  rapidly 
on  exposure  to  light,  evolving  HjS  and  depositing 
sulphur.  It  dissolves  in  many  organic  solvents 
without  decomposition,  and  its  solutions  in 
ether,  benzene,  and  carbon  disulphide  are 
relatively  stable  (Schenck  and  Falcke,  I.e.). 
It  forms  a  well-crystallised  compound  with 
benzaldehyde  of  the  composition 

(CdHj'CHOJj.HjSs 
(Brunner  and  Vuilleumier,  Chem,  Zentr.  1908, 
ii.  588). 

Halogen  Compounds  op  Sulphue. 

The  affinity  of  sulphur  for  the  halogens 
decreases  rapidly  from  fluorine  to  iodine.  The 
hexafluoride  is  a  very  stable  compound,  while 
the  only  well-defined  chloride  is  SaClj,  the 
tetrachloride  being  easily  decomposed.  The 
only  known  compound  of  sulphur  and  bromine 
has  the  formula  S2Br2,  whilst  no  iodide  is  known, 
all  the  compounds  previously  classed  as  such 
(with  the  possible  exception  of  S3I2)  being 
merely  mixtures  of  sulphur  and  iodine. 

Sulphur  hexafluoride  SF,.  This  body  was 
discovered  in  1900  by  Moissan  and  Lebeau,  who 
obtained  it  by  the  direct  union  of  sulphur  and 
fluorine  (Compt.  rend.  1900,  130,  865).  It 
possesses  a  theoretical  interest  as  being  the 
first  hexahalogen  derivative  of  sulphur  to  be 
prepared.  It  is  a  colourless,  inodorous,  incom- 
bustible gas,  condensible  to  a  liquid  at  a  low 
temperature  (b.p.  about  —57°).  It  is  slightly 
soluble  in  water,  rather  more  so  in  alcohol. 
Chemically,  it  is  a  very  inert  body,  but  it  is 
slowly  decomposed  when  mixed  with  hydrogen 
and  submitted  to  a  powerful  spark  discharge, 

Eroduoing  HF,  HjS  and  S,  and  it  is  also  attacked 
y  sodium  or  calcium  vapour  at  a  red  heat. 
Sulphui  chlorides.  Only  two  chlorides  of 
sulphur  are  definitely  known,  i.e.  SjClj  and 
SCI4.  An  intermediate  chloride  SClj  was  for- 
merly thought  to  exist,  but  later  work  points 
to  its  being  merely  a  solution  of  chlorine  in 
Sjaj  (Ruff  and  Fischer,  Ber.  1903,  36,  418; 
see,  however,  Beckmann,  Zeitsch.  physikal. 
Chem.  1909,  .65,  289). 

Sulphur  monocbloride  SjCl,.  This  chloride 
was  first  obtained  by  Hagemann  in  1781,  but  its 
composition  was  not  fully  established  until  the 
year  1810,  when  it  was  studied  by  Davy  and 
Bucholz. 

Preparation.  Sulphur  monocKloride  may  be 
obtained  by  passing  dry  chlorine  gas  over 
melted  sulphur,  and  distilling  the  chloride  from 
the  excess  of  sulphur.  The  chlorine  is  generated 
in  the  ordinary  way,  and  passed  through  a  wash 
bottle  containing  water,  then  through  calcium 
chloride,  and  thence  over  melted  sulphur  con- 
tained in  a  retort.  The  chloride  of  sulphur  is 
condensed  in  a  receiver  cooled  by  a  stream  of 
cold  water.  On  the  large  scale,  sulphur  mono- 
chloride  is  obtained  as  a  by-product  in  the 
preparation  of  carbon  tetrachloride  from  carbon 
disulphideandohlorine:CSa-i-3as=CCl4-hSsCl,. 
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Properties.  Sulphur  monoohloride  is  an 
amber-ooloured  liquid  which  fumes  strongly  in 
moist  air,  and  possesses  a  peculiarly  penetrating 
smell,  its  vapours  attacking  the  mucous  mem- 
brane. Its  sp.gr.  is  1-70941  at  0°/4°  (Thorpe), 
m.p.  —75°  to  —76°  (Beckmann),  and  b.p. 
ISi'l".  Water  slowly  decomposes  it,  forming 
at  first  sulphur,  hydrochloric  acid,  and  thio- 
Bulphurio  acid,  this  latter  then  further  splitting 
up  into  sulphur  and  sulphurous  acid 

2Si,Clj+3H20=4HCl+S2+HjSj03,  and 

H2S203  =  S+HjS03. 

Sulphur  monochloride  is  easily  soluble  in 
benzene  and  carbon  disulphide.  It  readily 
dissolves  sulphur,  and  the  saturated  solution 
contains  at  ordinary  temperatures  G6-7  p.o.  of 
sulphur.  It  acts  on  many  metals,  e.g.  iron,  tin, 
aluminium,  and  mercury,  producing  chlorides 
(Nicolardot,  Compt.  rend.  1908,  147^  1304), 
and  most  metallic  oxides  yield  chlorides  when 
heated  in  its  vapour.  This  latter  reaction  affords 
a  means  of  preparing  certain  chlorides  free  from 
oxychlorides  (Bourion,  ibid.  1009,  148,  170). 
Sulphur  monochloride  acts  on  many  organic 
compounds  to  form  sulpho  derivatives ;  for 
example,  with  benzene  it  yields  (in  the  presence 
of  aluminium  chloride)  phenyl  sulphide  (CjHjjjS. 
This  reaction  affords  support  to  the  formula 
S=SCl2  for  the  chloride  (Boeseken,  Chem. 
Soo.  Abstr.  1905,  i.  583).  Hicks  (J.  Amer. 
Chem.  Soc.  1911,  38,  1492)  has  utilised  sulphur 
monochloride  for  the  decomposition  of  minerals 
containing  rare  earths,  by  heating  them  in  a 
current  of  the  vapour. 

Uees,  Sulphur  monochloride  is  used  in 
defecating  cane-juioo  and  refining  sugar,  in  the 
so-called  Eastes'  process.  Its  principal  applica- 
tion is,  however,  for  vulcanising  india-rubber. 

The  articles  to  be  vulcanised  are  first  coated 
with  india-rubber  in  the  usual  way,  and  are  then 
placed  in  a  closed  chamber  in  which  sulphur 
chloride  is  vapourised,  by  which  means  the 
vulcanisation  of  the  india-rubber  is  effected 
(Abbot,  Eng.  Pat.  1878,  166). 

Parkes'  process,  which  has  been  in  use  since 
1846,  consists  in  immersing  the  india-rubber 
goods  in  a  solution  of  sulphur  chloride  (saturated 
with  sulphur)  in  carbon  disulphide  or  benzene 
for  a  short  time.  It  is  used  extensively  in  pre- 
paring the  surface  of  tobacco  pouches,  tubing, 
rings,  &c. 

Sulphur  tetrachloride  SCI4.  Suljihur  tetra- 
chloride is  formed  by  saturating  the  mono- 
chloride with  chlorine  at  a  temperature  of  —20°. 
It  forms  a  brown-red  liquid,  which  on  being 
strongly  cooled  freezes  to  a  yellowish- white  solid, 
of  m.p.  —31°.  On  removal  from  the  freezing 
mixture  the  tetrachloride  at  once  commences 
to  decompose,  evolving  chlorine.  Water  decom- 
poses it  violently,  forming  sulphurous  and 
hydrochloric  acids  SOj-f  2H20=S02-t-4Ha. 

Sulphur  tetrachloride  forms  well-defined 
crystalline  double  chlorides  with  many  metallic 
chlorides,  such  as  SbCls.SCl,,  reClj,SCl„  &c. 
(Ruff,  Ber.  1904,  37,  4313). 

Sulphur  bromide.  Sulphur  monobromide 
SjBrj  is  formed  by  direct  union  of  its  elements 
when  sulphur  is  dissolved  in  a  slight  excess  of 
bromine,  and  the  excess  of  the  latter  then  re- 
moved by  a  current  of  dry  COj.  It  is  a  ruby-red 
liquid,  which  boils  at  about  210°,  and  can  be 
completely  separated  into  its  constituents  by 


repeated  distillation.  Water  decomposes  it  in  a 
similar  manner  to  SjClj.  Caustic  potash  acts 
on  it,  giving  a  mixture  of  potassium  bromide 
and  sulphite  with  liberation  of  sulphur. 

Determinations  of  the  melting-points  and 
vapour  densities  of  mixtures  of  SaBrj  and 
bromine  have  failed  to  show  the  formation  of 
any  other  compounds  of  bromine  and  sulphur 
(Rufi  and  Winterfeld,  Ber.  1903,  36,  2437). 

Sulphur  iodide.  A  compound  of  the  compo- 
sition Sjlj  has  been  described  as  obtained  by 
the  action  of  sulphuretted  hydrogen  on  a 
solution  of  iodine  chloride,  the  current  of  gas 
being  stopped  before  the  whole  of  the  chloride 
was  decomposed  (Maclvor,  Chem.  News,  1902, 
86,  5). 

Other  observers  have,  however,  made 
detailed  studies  of  the  system  sulphur -iodine, 
and  rendered  it  probable  that  the  above  bodj'  is 
really  only  a  mixture  of  sulphur  and  iodine,  as 
no  evidence  of  the  formation  of  any  compounds 
of  the  two  elements  could  be  obtained;  see 
Boulouch,  Compt.  rend.  1903,  136,  1577  ;  Smith 
and  Carson,  Zeitsch.  physikal.  Chem.  1907,  61, 
200  ;  Ephraim,  Zeitsch.'anorg.  Chem.  1908,  58, 
338  ;  Olivari,  Chem.  Soc.  Abstr.  1909,  ii.  37. 

OXYHALOGEN  CoMPOTTlirDS   OF  StTLPHUK. 

Two  series  of  compounds  of  this  class  are 
known,  corresponding  to  the  two  oxides  of 
sulphur  SO2  and  SO3.  The  former  class  are 
termed  thionyl,  and  the  latter  sulphuryl  com- 
pounds. 

Thionyl  fluoride  SOFj,  prepared  by  heating 
arsenic  fluoride  with  thionyl  chloride  in  a  sealed 
tube  at  100°,  is  a  colourless  gas  with  an  odour 
like  oarbonyl  chloride,  liquefying  at  —32°. 
Water  decomposes  it  into  hydrofluoric  and 
sulphurous  acids. 

Thionyl  chloride  SOCI2  was  first  obtained  in 
an  impure  state  by  Persoz  and  Block,  and  more 
fully  investigated  by  Carius.  It  may  be  pre- 
pared by  the  action  of  dry  sulphur  dioxide  on 
phosphorus  pentaohloride 

S02-fPa5=S0Cl2-fP0Cl3. 

Other  methods  of  preparation  consist  in  the 
action  of  PCI3  on  thiosulphates,  sulphites,  and 
dithionates,  and  the  direct  union  of  chlorine 
monoxide  with  sulphur  dissolved  in  carbon 
disulphide. 

Thionyl  chloride  is  a  colourless,  sirongly- 
fuming,  pungent-smelling  liquid,  of  sp.gr.  1-675 
at  0°.  It  boils  at  78°,  and  on  heating 
to  440°,  splits  up  into  sulphur  monochloride, 
sulphur  dioxide,  and  chlorine.  Water  decom- 
poses it,  giving  sulphurous  and  hydrochloric 
acids.  It  acts  on  oxygen  acids  as  a  chlorinating 
agent ;  thus  with  sulphuric  acid  it  yields 
chlorsulphonic  acid.  On  account  of  the  ease 
with  which  it  parts  with  its  chlorine  it  is  em- 
ployed in  organic  chemistry  in  preparing  chloro- 
derivatives  from  certain  hydroxy  acids.  It 
also  acts  on  many  organic  aldehydes,  e.g. 
piperonal,  forming  dichlorides,  but  the  method 
is  not  ot  general  application  (Hoering  and 
Baum,  Ber.  1908,  41,  1914).  Thionyl  chloride 
may  be  made  technically  by  adding  SO,  to 
SjClj  at  a  temperature  of  75''-80° 

so,-i-Sjaj=soci3-fS02-fs. 

Chlorine  is  passed  continuously  into  the  product 
to  reconvert  the  sulphur  into  chloride,  and  a 
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nearly  theoretical  yield  of  thionyl  chloride  can 
thus beobtained  (Chem.  Fab.  Grieshejm  Elektron 
Chem.  Soo.  Abstr.  1903,  ii.  420). 

Thionyl  bromide  SOBr,  has  been  prepared 
from  thionyl  chloride  and  sodium  bromide  by 
Hartog  and  Sims  (Chem.  News,  1893,  67,  82). 
It  is  an  orange-yeUow  liquid,  boiling  at  68°,  and 
of  sp.gr.  2-61  at  0°. 

Thionyl  chlorobromide  SOBrO,  prepared 
from  thionyl  chloride  and  hydrobromio  acid,  is  a 
clear  yellow  liquid  of  sp.gr.  2-31  at  0°,  boiling 
at  115°  with  slight  decomposition  (Besson, 
Compt.  rend.  1896,  122,  320). 

Sulphuiyl  fluoride  SOjFj  is  obtained  by  the 
direct  union  of  sulphur  dioxide  and  fluorine. 
It  is  a  gas,  colourless  and  odourless,  which 
liquefies  at  —52°,  and  solidifies  at  —120°.  It 
dissolves  in  water  without  undergoing  decomposi- 
.tion,  and  attacks  glass.  Alkalis  decompose  it, 
forming  sulphurous  and  hydrofluoric  acids  (Mois- 
san  and  Lebeau,  Compt.  rend.  1901,  132,  374). 

Sulphury!  chloride  SOjClj.  This  body  was 
discovered  by  Begnault  in  1838,  who  obtained 
it  by  acting  with  chlorine  on  a  mixture  of 
ethylene  and  sulphur  dioxide.  It  is  best  pre- 
pared by  passing  well-dried  chlorine  and  sulphur 
dioxide  simultaneously  into  a  large  glass  flask 
containing  some  camphor  which  has  previously 
been  saturated  with  sulphur  dioxide.  Care  must 
be  taken  that  the  chlorine  is  never  in  excess.  The 
two  gases  combine  to  form  sulphuryl  chloride,  the 
camphor  remaining  unaltered.  The  product  is 
rectified,  and  the  portion  boiling  at  70°-72°  col- 
lected separately.  Formic  acid  can  be  used  in 
place  of  the  camphor.  Sulphuryl  chloride  is  a 
colourless  liquid,  b.p,  69-2°,  sp.gr.  1-7045  at  0°. 
A  small  quantity  of  water  converts  it  into  ohlor- 
sulphonic  acid,  but  a  larger  quantity  decomposes 
it  entirely,  into  sulphuric  and  hydrochloric  acids 
SO  jCT  J  -fSHaO =HjS044-2Ha. 

Added  in  small  portions  to  ioe-cold  water, 
sulphuryl  chloride  forms  a  crystalline  hydrate, 
stable  at  0°  (Baeyer  and  Villiger,  Ber.  1901,  736). 

On  heating  it  splits  up  into  SOj  and  Clj,  the 
dissociation  being  complete  at  about  450°.  On 
account  of  the  ease  with  which  it  dissociates  it 
acts  as  a  powerful  chlorinating  agent,  and  has 
been  patented  for  this  purpose  (for  preparing 
the  chlorides  and  anhydrides  of  organic  acids) 

2RC00Na-f  S02aj=NajS04+2ROCl,  and 
IKCOONa-l-SOaCl^  U-no^ 

=NajS04-f2Naa-l-2g;.co>0- 

Pyrosulphuryl  chloride  SjOjCla  is  produced 
by  '■he.  action  of  sulphur  trioxide  on  sulphur 
monochloride,  phosphorus  pentachloride,  and 
other  chlorine  compounds.  It  is  best  prepared 
by  acting  on  fuming  sulphuric  acid  with  carbon 
tetrachloride,  a  method  first  introduced  by 
Schutzenberger ;  2S03+CCl4=COCl2-f S2O5CI-,. 
The  carbon  tetrachloride  is  placed  in  a  flask 
fitted  with  a  reflux  condenser,  and  the  oleum 
slowly  added  through  a  tap  funnel.  The  flask 
is  heated  for  some  time  after  the  evolution  of 
phosgene  has  ceased,  and  the  contents  are  then 
fractionated.  The  crude  pyrosulphuryl  chloride, 
thus  obtained,  is  purified  by  the  addition  of 
fused  sodium  chloride  and  redistillation  under 
reduced  pressure,  the  sodium  chloride  combining 
with  the  chlorsulphonio  acid  present  to  form  a 
ialt  which  remains  behind  in  the  distilhng  flask. 


Pyrosulphuryl  chloride  is  a  colourless,  fuming 
liquid,  of  sp.gr.  1-872  at  0°.  It  boils  at  about 
153°  at  the  ordinary  pressure  with  slight  de- 
composition, but  may  be  distilled  unchanged 
under  19  mm.  pressure.  It  is  slowly  decom- 
posed by  water  with  formation  of  ehlorosul- 
phonio  acid,  which  in  turn  yields  hydrogen 
chloride  and  sulphuric  acid  as  final  products. 

Fluorsulphonic  acid  S02<oii  Js  formed  by 

the  direct  imion  of  sulphur  trioxide  with  hydro- 
gen fluoride  at  a  lo  w  temperature.  It  is  a  colour- 
less, mobile  liq\iid,  boiling  at  162-6°,  with  slight 
decomposition  (Thorpe  and  Kirman,  Chem. 
Soo.  Trans.  1892.  61,  921). 

n 

Cblorsulphonic  acid  S0j<Qg.     This  com- 
pound was  first  obtained  by  Williamson  by  the 
direct  union  of  sulphur  trioxide  and  hydrogen 
chloride,  and  by  distilling  a  mixture  oi  sulphuric  - 
acid  and  phosphorus  oxychloride 

2S0j<^|[-1-P0Cl3=2S0a<^'jj+HP0a+Ha 

It  is  best  prepared  by  the  first-named  reaction, 
by  passing  well-dried  hydrogen  chloride  into 
fuming  sulphuric  acid  until  no  further  absorption 
takes  place.  The  contents  of  the  flask  are  then 
distilled  in  a  current  of  dry  hydrogen  chloride, 
and  the  portion  boiling  at  145°-160°  collected 
separately.  The  product  thus  obtained  may  be 
further  purified  by  redistillation,  but  if  required 
perfectly  pure  must  be  crystallised  several  times 
at  a  low  temperature.  The  melting-point  of 
the  pure  acid  is  — 80°. 

It  had  a  special  importance  at  the  time  of 
its  discovery,  as  it  was  the  first  example  of  a 
substance  to  be  referred  to  mixed  types. 

Jlixed  water  H"1q        Cblorsulphonic  HIq 
type  Hi  acid         on  ^> 

na  so,<ci 

It  is  a  colourless,  fuming  liquid  of  sp.gr.  1-784 
at  0°,  and  boils  with  slight  decomposition  at 
151°-152°.  Its  vapour  dissociates  on  heating, 
the  decomposition  being  complete  at  200°. 
2SO,<g^jj=SOa+a,4-H20-t-SO,.    At  a  red 

heat  the  products  are  sulphur  dioxide,  steam, 
and  chlorine  (Ruff,  Ber.  1901,  34, 3509). 

Cblorsulphonic  acid  is  decomposed  by  water 
with  explosive  violence,  forming  hydrochloric 
and  sulphuric  acids,  and  when  added  to  strong 
sulphuric  acid,  disulphurio  acid  and  hydrochloric 
acids  are  formed 

SOa<ci   +S02<oH-SO,<^jj+"^' 

With  finely  divided  tellurium  and  selenium 
chlorsulphonio  acid  gives  a  cherry-red  and  a 
moss-green  colour  respectively.  On  standing  for 
a  considerable  time  the  liquid  becomes  colour- 

Chlorsulphonic  acid  acts  on  many  organic 
bodies  with  formation  of  sulpho  derivatives, 
and  hence  is  often  employed  in  the  preparation 
of  these  compounds. 

For  an  account  of  the  literature  on  chlor- 
sulphonio acid  and  pyrosulphuryl  chloride,  v. 
Sanger  and  Riegel,  Proo.  Amei.  Acad,  of  Arts 
and  Sciences,  1912,  47,  18. 
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Oxides  and  Oxyacids  ob  Sulphur. 

Sulpbui  dioxide  SO  2.  Tho  ancients  knew 
that  when  sulphur  was  burnt  it  evolved  pungent 
fumes,  and  these  fumes  have  long  been  used  for 
fumigating  purposes  and  for  purifying  cloth. 
It  was  formerly  supposed  that  sulphuric 
acid  was  produced  by  burning  sulphur  in  the 
air,  but  Stahl  proved  the  fallacy  of  this  idea ; 
the  gas  was  then  known  as  phlogisticated  vitriolic 
acid,  in  accordance  with  the  views  of  that  time. 
Priestley  in  1775  first  prepared  the  pure  gas. 

Occurrence.  Sulphur  dioxide  occurs  among 
the  gases  issuing  from  volcanos,  and  in  a  state 
of  solution  in  the  waters  of  certain  volcanic 
springs.  It  also  occurs  to  a  small  extent  in  the 
air  of  towns,  being  mainly  derived  from  the 
pyrites  contained  in  coal. 

Preparation.  (1)  By  burning  sulphur  in  air 
or  oxygen.  The  sulphur  ignites  at  a  temperature 
of  about  250°-260°,  and  sulphur  dioxide  is 
obtained  equal  in  volume  to  that  of  the  oxygen 
consumed :  8+02=802. 

(2)  By  roasting  pyrites.  This  method  is 
mainly  employed  in  the  manufacture  of  sulphuric 
acid  on  the  large  scale. 

(3)  By  heating  a  mixture  of  manganese 
dioxide  and  sulphur  :  Mn02+S2=MnS+S02. 

(4)  By  the  action  of  warm,  dilute  sulphuric 
acid  on  sulphites,  as  sodium  sulphite  ~ 

Na2S0j+H2S04=Na2S04+H20+S02. 

(5)  By  heating  sulphuric  acid  with  certain 
deoxidising  substances,  such  as  sulphur  and 
charcoal 

S+2H2S04=2H20+3S02 
0+2H2S04=2H20+C02+2S02. 

This  latter  reaction  has  been  employed  on 
the  large  scale  in  the  manufacture  of  alkaline 
sulphites ;  the  carbon  dioxide  simultaneously 
evolved  is  not  detrimental,  as  it  is  almost  in- 
soluble in  water  containing  sulphurous  acid. 

Properties.  Sulphur  dioxide  at  ordinary 
temperatures  is  a  colourless,  irrespirable,  in- 
combustible gas,  of  sp.gr.  2'2639  (air  1).  1  litre 
of  the  gas  at  0°  and  760  mm.  weighs  2-9266  grms. 
It  may  be  collected  by  downward  displacement 
like  carbon  dioxide,  but  if  required  quite  free 
from  air  should  be  collected  over  mercury.  It 
possesses  the  well-known  smell  of  burning 
sulphur.  Sulphur  dioxide  is  very  soluble  in 
water,  the  solution  being  accompanied  by  a 
slight  rise  in  temperature.  At  0°  water  dis- 
solves 79-79  times  its  volume  of  the  gas,  at  20° 
39-37  volumes,  and  at  40°  18-77  volumes,  pro- 
longed ebullition  being  required  to  expel  the 
last  traces  of  the  gas  from  the  solution  (Bunsen 
and  Schoenfeld,  Annalen,  95,  2).  The  solution 
of  the  gas  has  a  strongly  acid  reaction,  reddens 
blue  litmus,  and  afterwards  bleaches  it,  but  the 
perfectly  dry  gas  has  not  these  properties.  The 
gas  is  also  soluble  in  alcohol,  and  in  strong 
sulphuric  acid,  tEis  last  liquid  taking  up  at 
ordinary  temperatures  58  times  its  own  volume 
of  SOj.  By  coolbg  a  saturated  solution  of  the 
gas  in  water,  a  number  of  hydrates  containing 
6,  8,  10,  and  14  molecules  of  water  have  been 
obtained.  They  are  colourless,  crystalline  bodies 
which  melt  at  about  4°,  and  evolve  SOj  slowly 
on  exposure  to  air.  Sulphur  dioxide  is  poison- 
°"^ !  5OTI  P^rt  in  air  causes  dyspnoea,  and 
affects  the  eyes.  It  is  absorbed  by  the  blood, 
and  transformed  in  the  system  iiito  sulphuric 


acid.  Sulphur  dioxide,  both  as  a,  gas  and  in 
solution,  is  a  powerful  bleaching  agent,  and  ig 
used  in  bleaching  those  materials  which  would 
be  injured  by  chlorine ;  this  property  was 
known  to  Paracelsus.  The  bleaching  action  of 
sulphur  dioxide  is  a  reducing  one,  whilst  that  of 
chlorine  is  an  oxidising  one ;  thus  sulphur 
dioxide  in  the  presence  of  moisture  is  oxidised 
to  sulphuric  acid,  the  liberated  hydrogen 
reducing  the  colouring  matter  to  a  colourless 
compound.  The  colouring  matters  are  probably 
in  many  cases  not  destroyed  by  the  acid,  but 
reduced  to  colourless  leuco  compounds,  for  in 
time  the  original  colour  often  reappears,  as  in  the 
case  of  bleached  straw  and  flannel,  which  become 
yellow  with  age.  Sulphur  dioxide  and  sulphur- 
etted hydrogen  mutually  decompose  one  another 
in  the  presence  of  moisture,  with  decomposition 
of  sulphur  and  formation  of  water  and  poly- 
thionio  acids  (Wackenroder's  solution).  When 
sulphur  dioxide  and  oxygen  or  air  are  passed 
over  heated  spongy  platinum,  the  two  gases 
combine  to  form  sulphur  trioxide.  The  platinum 
can  be  replaced  by  other  substances,  and  the 
sulphur  trioxide  so  produced  is  now  used  com- 
mercially in  the  manufacture  of  sulphuric  acid 
{see  under  Stjuhubio  acid).  With  ammonia  gas 
sulphur  dioxide  forms  various  compounds, 
according  as  the  one  or  other  gas  is  in  excess. 
With  an  excess  of  SO2,  aminosulphinic  acid 
NH2-S02H  is  always  formed,  but  with  excess 
of  ammonia  either  white  NHj^SOaNHj  or  red 
NH4N(S02NHj)2  are  obtained  {see  Divers  and 
Ogawa,  Chem.  Soc.  T'rans.  1901,  79,  1102; 
Ephraim  and  Pistrowski,  Ber.  1911,  44,  379). 
Many  metals  are  attacked  when  heated  in  the 
gas  ;  potassium  bums  with  formation  of  potas- 
sium thiosulphate  and  sulphite,  and  tin  and 
finely  divided  iron  are  changed  partly  into  sul- 
phides and  partly  into  oxides.  When  the  gas  is 
passed  over  metallic  peroxides,  e.g.  lead  peroxide, 
sulphates  are  formed,  often  with  considerable 
evolution  of  heat.  Sulphur  dioxide  is  a  strong 
reducing  agent,  being  readily  converted  into 
sulphuric  acid  by  addition  of  oxygen ;  the 
halogens  are  converted  by  it  into  the  halogen 
acids,  and  solutions  of  the  noble  metals  are 
reduced  with  precipitation  of  the  metal.  At  a 
temperature  of  about  1200°  sulphur  dioxide  is 
decomposed  into  sulphur  and  oxygen,  part  of 
the  latter  combining  with  a  portion  of  the 
undecomposed  sulphur  dioxide  to  form  the 
trioxide.  The  same  decomposition  takes  place 
when  electric  sparks  are  passed  through  the 
gas,  but  the  decomposition  is  only  complete 
when  the  sulphur  trioxide  is  removed  as  soon  as 
formed  by  absorption  with  sulphuric  acid. 
Tyndall  has  shown  that  the  gas  is  also  decom- 
posed by  passing  a  beam  of  sunlight  through  a 
long  tube  filled  with  the  gas,  when  a  white  cloud 
is  formed,  consisting  of  sulphur  trioxide. 

The  composition  of  sulphur  dioxide  is 
ascertained  by  burning  sulphur  in  a  flask  of 
oxygen  inverted  over  mercury.  The  sulphur  is 
placed  in  a  cup  inside  the  flask,  and  is  so  arranged 
that  the  sparks  from  an  induction  coil,  on  passing 
between  wire  terminals  come  in  contact  with, 
and  ignite  the  sulphur.  The  volumes  of  oxygen 
before  the  combustion  and  of  sulphur  dioxide 
after  combustion,  are  found  to  be  the  same. 

Liquid  sulphur  dioxide.  Sulphur  dioxide  ig 
condeusibie   to   a    liquid   at   the    temperatur* 
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obtainable  by  a  mixture  of  ioo  and  salt,  or  by 
a  pressure  of  about  2J  atmospheres  at  ordinary 
temperatures.  Its  critical  temperature  is  156°, 
and  critical  pressure  78-9  atmospheres.  The 
liquid  acid  is  a  colourless,  mobile  fluid,  of  sp.gr. 
1-4338.  It  boils  at  —10°,  and  on  being  cooled 
solidifies  to  a  white  mass  melting  at  —72-7°. 
The  liquid  oxide  dissolves  many  salts  and  organic 
bodies  and  acts  as  a  dissociating  medium  when 
used  as  a  solvent  in  cryoscopio  molecular  weight 
determinations .  It  is  miscible  with  many  organic 
liquids,  such  as  carbon  disulphide  and  chloro- 
form. With  potassium  iodide  at  temperatures 
below  0°,  it  forms  a  compound  KI(S02)i,  and 
the  formation  of  similar  compounds  has  also 
been  observed  in  the  case  of  other  salts.  If  free 
from  water  it  has  no  action  on  iron,  hence  the 
liquid  oxide  can  be  transported  in  wrought  iron 
cylinders.  Owing  to  the  rapid  increase  in  the 
pressure  of  the  SOj  with  rise  of  temperature, 
these  must  only  be  seven-eights  filled.     The 


pressure    in    atmospheres   of   SO^   at   various 
temperatures  is  given  below — 


Pressure 
0 

0'53 
1-26 
2-24 


Temperature 

-10° 

0° 

-1-10° 

20° 


Pressure 
3-51 
5-15 
7-18 


Temperature 
30° 
40° 
60° 


The  liquid  oxide  is  iiow  sold  in  glass  syphons, 
fitted  with  a  screw  valve,  so  arranged  that  either 
the  liquid  oxide  or  the  gas  may  be  obtained  as 
desired,  the  current  of  gas  being  capable  of 
adjustment  to  any  desired  speed  by  regulating 
the  screw.  A  single  syphon  will  evolve  500  litres 
of  gas.  Sulphur  dioxide  can  be  employed  in 
the  artificial  production  of  low  temperatures ; 
a  mixture  of  3  p.c.  COj  and  97  p.c.  SO2  was 
employed  by  Pictet  for  this  purpose.  This 
mixture  boils  at  —19°.  The  low  temperature 
of  —140°  is  obtained  by  the  evaporation  of  a 
solution  of  solid  carbon  dioxide  in  Uquid  sulphur 


dioxide,  and  has  been  utilised  in  the  liquefaction 
of  oxygen  and  nitrogen. 

D^clion  of  sulphur  dioxide.  For  this  pur- 
Jx)se  paper  steeped  in  a  solution  of  potassium 
iodato  and  starch  is  brought  into  the  gas  under 
examination,  when  a  blue  colour  is  at  once  pro- 
duced if  only  traces  of  sulphur  dioxide  are 
present,  iodide  of  starch  being  formed 
|2KIO,+5S02-l-4HjO=2I-|-2]OIS04+3H2SOi 
When  the  sulphur  dioxide  is  in  excess  the  blue 
paper  is  again  bleached,  hydriodic  acid  being 
formed 

2I+SOj-f2HjO=2Hl4-H2S04. 

This  latter  reaction  is  utilised  in  determining 
the  amount  of  sulphur  dioxide  present  in  a 
solution.  The  solution  under  examination  is 
placed  in  a  burette  and  run  into  standard 
iodine  solution  containing  a  little  starch  paste, 
until  the  blue  colour  of  the  liquid  disappears. 
The  reverse  process — running  the  iodine  into  the 
SOj  solution — is  not  applicable,  as  in  this  case 
the  action  proceeds  partly  according  to  the 
following  equation 

SOj-f4HI=4I+2H204-S 
the  hydriodio  acid  formed  reducing  a  part  of 
-the  sulphurous  acid  to  free  sulphur. 

Commercial  manufacture  of  sulphur  dioxide. 
The  action  of  sulphuric  acid  on  sulphur  and 
charcoal  is  used  only  in  the  production  of  an 
aqueous  solution  of  the  gas.  Liquid  'sulphur 
dioxide  was  first  produced  on  a  large  scale  by 
Pictet,  who  prepared  the  gas  from  sulphur 
^d  Bjllphurio  acid  in  an  iron  retort)  Ijned  with 


firebricks,  cooled  it  to  —10°,  when  all  the 
moisture  separated  out  in  the  form  of  hydrates, 
and  compressed  the  residual  dry  gas  with  a 
pump.  This  process,  however,  is  now  superseded 
by  that  of  Hanisch  and  Schroder.  By  means 
of  this  process,  liquid  SOj  can  be  manufactured 
in  a  pure  condition  directly  from  the  gases 
obtained  by  roasting  ^inc  blende ;  these  gases 
contain  about  6-7  p.c.  of  SO^.  The  method 
adopted  is  as  follows,  Eig.  1  being  a  sketch 
of  the  apparatus  employed. 

The  gases  from  the  roasting  furnaces  pass 
through  the  channel  a  under  the  leaden  pans  c,  e, 
and  in  so  doing  part  with  their  heat  to  these. 
They  then  enter  the  tower  6,  packed  with  coke 
or  fffebriok,  down  which  a  stream  of  cold  water 
trickles.  Practically  complete  absorption  of 
the  sulphur  dioxide  takes  place,  the  residual  air 
escaping  through  the  pipe  v.  The  aqueous 
solution  of  sulphur  dioxide  which  collects 
at  the  bottom  of  the  tower  runs  through 
the  preliminary  heater  VA,  composed  of  thin 
plates  of  lead  around  which  hot  waste  liquors 
from  a  subsequent  stage  of  the  process  circulate. 
The  temperature  of  the  issuing  liquid  is  thus 
raised  to  about  85°.  The  liquid  next  runs  over 
the  lead  pans  e,  e,  and  its  temperature  is  raised 
to  boiling  by  the  heat  of  the  flue  gases  passing 
underneath.  The  expelled  sulphur  dioxide  passes 
through  the  pipe  /  to  the  worm  g,  where  it  is 
cooled'  and  most  of  the  accompanying  moisture 
deposited.  The  last  traces  of  moisture  are 
removed  by  passage  through  the  tower »',  packed 
with  coke,  down  which  concentrated  sulphurio 
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acid  tticklea.  The  perfectly  dry  gas  passes  on 
through  fc  (r  is  a  taffeta  bag  to  regulate  the 
pressure),  into  the  pump  I,  which  is  made  of 
bronze.  The  gas  is  forced  through  s  into  t, 
where  it  is  HqueBed  (for  which  a  pressure  of 
2-3*  atmospheres  is  necessary,  according  to 
the  season  of  the  year).  The  liquefied  gas  then 
passes  into  the  wrought-iron  vessel «,  whence  it 
is  drawn  off  as  required,  into  small  iron 
cylmders  v.  In  order  to  recover  the  sulphur 
dioxide  which  remains  in  the  liquid  running 
away  from  the  pans  e,c,  it  is  run  into  thesmaU 
tower  n,  packed  with  lead  wire.  Steam  is 
blown  in  through  the 
pipe  o,  the  remain- 
ing sulphur  dioxide  is 
completely  expelled, 
and  passes  along  with 
some  steam  into  g, 
and  the  boiling  water 
which  collects  at  the 
bottom  of  »  is  used 
to  circulate  round  the 
plates  of  the  heating 
apparatus  VA. 

The  pans  e,  e,  are 
frequently  omitted  in 
practice,  and  the  pre- 
liminary heater  VA 
connected  direct  with 
the  tower  n.  Instead  of 
a  simple  worm,  a  tower 
(see  Fig.  2)  may  be 
used  for  depriving  the 
sulphur  dioxide  of  the 
greater  part  of  its 
moisture.  The  upper 
part  of  this  tower  is 
packed  with  coke,  the 
lower  half  filled  with 
perforated  stoneware 
plates ;  the  moist  gas 
enters  at  the  bottom, 
whilst  a  stream  of 
water  is  run  in  at  the 
top.  By  carefully  ad- 
justing the  proportions 
of  water  and  gas,  boil- 
ing water  collects  at 
the  bottom  of  the 
tower,  whilst  a  steady 
stream  of  practically 
dry  sulphur  dioxide 
escapes  through  the 
tube  d. 

For  this  process  to 


be  successfully  worked  a  minimum  percentage 
of  4  p.c.  sulphur  dioxide  must  be  present  in  the 
entering  gas,  otherwise  too  much  water  is  re- 
quired for  the  complete  condensation  of  the 
sulphur  dioxide. 

The  liquid  sulphur  dioxide  sold  commercially 
has  frequently  a  purity  of  99-8  p.c. 

Uses.  Sulphur  dioxide  is  largely  employed 
in  the  arts  and  manufactures.  Its  principal  use 
is  in  the  manufacture  of  sulphuric  acid,  enor- 
mous quantities  of  the  gas  being  produced  for 
this  purpose,  principally  from  pyrites.  The 
liquid  acid  was  formerly  largely  used  in  the 
paper  industry  in  the  manufacture  of  wood 
pulp,  but  has  now  been  superseded  to  a  great 
extent  by  sulphur  dioxide  prepared  by  roasting 


pyrites.  In  this  process  the  fir  or  pinewood  it 
l^eA  ot  the  bark,  cut  up  into  Bma^  piec^. 
ani  boiled  in  large  lead-lined  botes^^  a  soju- 
tion  of  calcium  sulphite  in  excess  of  sulphurous 
acid  until  all  incrusting  matter  is  dissolved^  and 
the  ceUulose  can  easUy  be  separated  from  the 
residue  by  washing  and  beatmg.  Sulphur 
dioxide  is  also  employed  to  «move  the  last 
traces  of  chlorine  aftor  W?5?,^'°g,  ^^'^  ^X 
SO,H-Cl,+2H,0=H,S04-f2HCl.  It  is  aho 
used  in  the  refining  of  sugar,  to  decolorise  the 
crude  sugar  juice  ;  it  does  not  mvert  the  sugar, 
unless  elposed  to  the  air  for  a  long  time,  and 
has  a  sUght  preservative  action.  It  has  been 
employed  in  tanning  to  soften  dry  hides  and 
skins  hi  the  bath  or  '  soak,'  which  consists  of  a 
solution  of  sulphur  dioxide,  and  m  the  purrng 
operation  for  the  purpose  of  ourteiUng  or  dis- 
pausing  with  the  use  of  animal  excrement. 
Sulphur  dioxide  is  a  powerful  antiseptic  and  has 
beeS.  successfully  employed  in  preserving  meat 
and  stopping  fermentation,  fumigatuig  clothes, 
and  disinfectmg  the  ait  of  rooms.  Instead  of 
burning  sulphur  for  dlshifeoting  pMposes,  the 
sulphur  dioxide  can  conveniently  be  obtained 
from  the  liquid  oxide.  . 

Sulphur  dioxide  is  used  in  the  extraction  of 
alum  from  shale  in  a  process  worked  at  Ampan 
near  Luttich  ;  in  the  Hargreaves  process  foi;  the 
manufacture  of  salt  cake ;  as  a  fire  extinguishfet  | 
and  in  the  bleaching  of  wool,  silk,  featnefS, 
sponges,  starch,  and  many  other  substances. 

The  materials  to  be  bleached  may  be  treated 
either  with  the  gas  or  the  solution,  the  latter  being 
leas  efiective.  The  goods,  after  washing  and 
wringing,  are  brought,  while  still  damp,  into  a 
closed  chamber,  and  covered  with  a  thjok 
cloth.  They  are  then  exposed  to  the  action  of 
sulphur  dioxide  for  12-24  hours  according  tb 
the  whiteness  required.  They  are  then  washed 
in  lukewarm,  dilute  hydrochloric  acid  to  remove 
particles  of  adhering  sulphur  deposited  on  them. 
For  bleaching  loose  wool  a  solution  of  sodium 
bisulphite  is  preferably  used,  the  substance  being 
afterwards  passed  through  lukewarm,  dilute 
hydrochlorio  •  acid,  whereby  sulphur  dioxide  is 
evolved  in  the  nascent  condition  and  bleaches 
the  woo!  (Dingl.  poly.  J.  245,  183). 

Sulphurous  acid  has  been  used  to  a  consider- 
able extent  for  the  purpose  of  giving  to  old  barley 
the  fine  yellow  colour  of  the  new  grain.  Such 
treatment  is  injurious  to  the  germinating  power, 
and  may  be  detected  by  steeping  the  barley  in 
hot  water  for  a  quarter  of  an  hour,  then  adding 
zinc  and  hydrochlorio  acid  to  the  aqueous  ex- 
tract, the  presence  of  sulphur  being  indicated  by 
the  evolution  of  hydrogen  sulphide  (Eckenroth). 
Sulphur  dioxide  has  been  employed  in  the 
treatment  of  cutaneous  diseases,  the  patient 
sitting  in  a  box  provided  with,  an  aperture  at 
the  top,  through  which  his  head  passes,  while  a 
wet  cloth  around  his  neck  prevents  the  escape 
of  gas  from  within.  The  box  is  over  a  small 
fireplace  in  which  sulphur  is  burned,  so  that  the 
patient  sits  in  an  atmosphere  of  sulphur  dioxide. 
The  liquid  oxide  is  employed  principally  as 
a  source  of  the  gas,  but  is  also  used  directly  to 
some  extent  in  the  manufacture  of  artificial  ice, 
and  the  extraction  of  certain  fats  and  oils. 
Sulphurous  acid.  This  acid  is  known  only 
solution,   which  is  prepared  by  saturating 


water    with    sulphur   dioxide.      The   resulting 
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liquid  smells  and  taetes  of  the  gas,  and  has  a 
strongly  acid  reaction.  On  preservation  for 
some  time  in  contact  with  air  the  smell  dis- 
appears, oxygen  being  absorbed,  and  sulphuric 
acid  formed.  The  acid  is  dibasic,  and  forms 
two  series  of  salts  known  as  sulphites,  the 
two  types  R'HSO,  and  E"jS03  being  termed 
acid  and  normal  sulphites  respectively.  The 
normal  sulphites  of  the  alkalis  are  easily  soluble 
in  water,  while  those  Of  the  other  metals  are 
almost,  or  quite,  insoluble.  These  latter  dis- 
solve, however,  in  aqueous  sulphurous  acid  with 
formation  of  the  acid  sulphites,  but  the  soliition 
thus  obtained  is  again  decomposed  on  evapora- 
tion with  evolution  of  SO 2,  and  formation  of  the 
normal  salt.  In  addition  to  the  two  series  of 
sulphites  mentioned  above,  a  third  series  is 
knoAvn,  termed  metabisulphites,  of  the  formula 
B"2S^0e.  Only  the  alkali  salts  of  this  Isist  class 
have  been  prepared. 

The  normal  sulphites  have  no  odour,  and 
those  which  dissolve  in  water  possess  a  sharp 
taste.  They  are  easily  detected  by  the  addition 
of  sulphuric  acid  when  they  evolve  the  pungent- 
smelling  SO2.  Their  neutral  solutions  give  a 
white  precipitate  with  barium  chloride,  which  is 
easily  soluble  in  dilute  hydrochloric  acid ;  on 
adding  nitric  acid  to  this  solution  and  warming, 
a.precipitate  Of  barium  sulphate  is  obtained. 

The  existence  of  isomeric  double  sulphites, 
which  are  theoretically  possible  owing  to  the 
unsymmetrical  formula  of  sulphurous  acid 
H-SOj"OH,  has  been  announced  by  Schwicker 
(Ber.  22, 1728),  who  describes  two  different  salts 
to  which  he  assigns  the  formulse  Na-SOj-OK 
and  K'SOa'ONa.  Subsequent  observers  have, 
however,  failed  to  obtain  these  compounds,  and 
their  existence  is  not  satisfactorily  established, 
see  Godby,  Chem.  Soc.  Proc.  1907, 241 ;  Arbusoff, 
Chem.  Soc.  Abstr.  1909,  ii.  573. 

Sulphur  sesquioxide.  Buchholz  was  the  first 
to  observe  the  formation  of  a  blue  solution 
when  flowers  of  sulphur  were  dissolved  in  Nord- 
hausen  sulphuric  acid.  Vogel  found  that  the 
same  colour  was  produced  with  S  and  SO3,  but 
Weber  was  the  first  to  show  that  it  was  due  to 
the  formation  of  a  new  oxide  of  sulphur  (Pogg. 
Ann.  1875,  156,  531). 

Sulphur  sesquioxide  is  obtained  by  dis- 
-  solving  flowers  of  sulphur  in  an  excess  of  sul- 
phur trioxide  cooled  to  15°,  when  it  forms 
bluish-green  crusts  resembling  malachite.  It 
may  be  isolated  by  pouring  off  as  much  as 
possible  of  the  excess  of  SO3,  and  distilling  off 
the  rest  at  a,  temperature  of  about  38°,  the 
sesquioxide  remaining  behind.  It  forms  a 
crystalline,  blue-green  mass,  which  easily  de- 
composes, especially  on  heating,  into  sulphur 
and  sulphur  dioxide.  In  moist  air  it  absorbs 
water,  giving  a  brown  liquid,  which  soon  de- 
composes with  precipitation  of  sulphur.  It  is 
soluble  in  fuming  sulphuric  acid,  producing  a 
blue  solution,  which  is  comparatively  stable, 
and  may  be  kept  for  a  considerable  time  in  a 
sealed  tube,  but  eventually  decomposes,  giving 
a  brown  solution  with  evolution  of  sulphur 
dioxide  and  precipitation  of  sulphur.  This  solu- 
tion is  used  in  the  manufacture  of  certain 
colours  (sulphur  colours),  such  as  thiopyronine. 
Sulphiu  trioxide  SO,.  Sulphur  trioxide  was 
known  to  the  alchemists  under  the  name  of 
<  philosonhical  sal'./,'  and  a  method  foe  its 
Vot.  \.-T. 


preparation  by  the  distillation  of  ferric  sulphate  is 
rnentioned  by  Lemery  in  1676.  Its  relations  to 
oil  of  vitriol  were  first  recognised  by  Scheele  and 
Guy  ton  de  Morveau  in  1786. 

Preparation.  Sulphur  trioxide  may  be  pre- 
pared by  carefully  heating  fuming  sulphuric  acid 
in  a  retort,  and  collecting  the  distillate  in  a  well- 
cooled  receiver.  It  is  also  formed  when  con- 
centrated sulphuric  acid  is  distilled  with  an 
excess  of  phosphorus  pentoxide,  and  by  the  dry 
distillation  of  many  metallic  sulphates,  especially 
ferric  sulphate.  Sulphur  dioxide  unites  directly 
with  oxygen  to  form  sulphur  trioxide  in  the 
presence  of  certain  substances  such  as  platinised 
asbestos  and  ferric  oxide,  which  act  as  catalysts, 
and  this  reaction  is  now  employed  on  the  large 
scale  in  the  contact  process  for  manufacturing 
sulphuric  acid  (q.v.).  Sulphur  trioxide  is  also 
produced  to  some  extent  when  sulphur  dioxide 
is  decomposed  by  heat  or  by  passing  electric 
sparks  through  it,  as  well  as  during  the  com- 
bustion of  sulphur  and  the  roasting  of  metallic 
sulphides.  If  pure  sulphur  trioxide  be  required, 
the  product  obtained  by  any  of  the  above  pro- 
cesses must  first  be  redistilled  several  times,  and 
finally  purified  by  repeatedly  heating  it  until  it 
has  almost  entirely  melted  and  then  pouring  off 
the  liquid  from  the  portions  still  remaining  soUd. 
The  sulphur  trioxide  may  be  regarded  as  pure 
when  the  whole  mass  melts  easily  and  com- 
pletely on  gentle  warming.  ^  • 

Properties.  Sulphur  trioxide  exists  in  two 
modifications  termed  a  and  3  respectively.  The 
two  substances  have  different  physical  pro- 
perties but  resemble  one  another  in  theit 
chemical  behaviour. 

o-Sulphur  trioxide  forms  long  colourless 
needles  of  sp.gr.  1'94:4  at  11°  (Sohenck,  Annalen, 
1901,  316,  1),  which  melt  at  14-8°  (Rsbs),  16-79'' 
(Lichty),  and  at  temperatures  belo  w'25°  gradually 
pass  over  into  the  0  modification.  The  liquid 
boils  at  44-88°  (Lichty,  Amer.  Chein.  J.  1912, 
34,  1440),  and  its  molecular  weight  corresponds 
with  the  formula  SO3  (Oddy,  Gazz.  chim.  ital. 
1901,  31,  (2),  158). 

]8-Sulphur  trioxide  crystallises  in  colourless 
needles  of  sp.gr.  1-97  at  20°,  which  resemble 
asbestos  in  appearance.  On  heating,  it  volati- 
lises at  about  50°  without  previous  fusion,  and 
is  converted  into  the  a  modification  by  distilla- 
tion. According  to  Oddy,  the  molecular  weight 
of  the  p  compound  corresponds  with  the  formula 
SjOj  (see,  however,  Lichty,  I.e.).  The  /3  modifi- 
cation is  chemically  rather  less  active  than  tho 
a  modification. 

Perfectly  dry  sulphur  trioxide  shows  no  acid 
reaction  and  is  not  corrosive.  On  heating,  it  is 
decomposed  into  sulphur  dioxide  and  oxygen, 
but  a  temperature  of  1300°  is  required  for  the 
reaction  to  be  complete.  On  exposure  to  air  it 
absorbs  moisture  rapidly,  emitting  dense  white 
fumes,  whilst  it  combines  with  water,  with 
explosive  violence,  producing  sulphuric  acid. 
Owing  to  this  avidity  for  water,  sulphur  trioxide 
chars  many  organic  substances. 

Sulphur  trioxide  forms  stable  compounds 
with  many  substances,  such  as  iodine,  with  which 
it  gives  the  compounds  12(803),  and  Ia(S0,)2. 
With  tellurium  it  forms  TeSOj,  a  soUd  possessing 
a  characteristic  red  colour.  Compounds  of  sul- 
phur trioxide  with  th6  oxides  of  arsenic  and 
nitrogen  are  also  known. 
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Vsts.  Sulphur  trioxide  is  tnanufaotured  on 
the  large  scale  for  use  in  the  preparation  of 
artificial  dyestuffs,  in  which  it  is  employed  as  a 
Eulphonating  and  oxidising  agent.  It  is  formed 
as  an  intermediate  body  in  the  contact  process 
for  manufacturing  sulphuric  acid  (q.v.). 

Hyposulphurous  acid  (Hydrosvlphurous  acid). 
BerthoUet,  in  1789,  found  that  iron  dissolved 
in  an  aqueous  solution  of  sulphur  dioxjde  without 
evolution  of  hydrogen,  and  Fourcroy  and 
Vauquelin  discovered  in  1798  that  tin  and  zinc 
behave  similarly.  Sohonbein  studied  the  re- 
action between  zinc  and  sulphurous  acid,  and 
showed  that  the  solution  thus  obtained  possessed 
strong  reducing  properties,  and  that  it  contained 
the  salt  of  a  sulphur  acid  containing  less  oxygen 
than  sulphurous  acid,  but  the  true  nature  of  the 
reaction  was  first  traced  by  Schiitzenberger,  to 
whom  the  credit  of  the  disooveryof  hyposul- 
phurous acid  is  due  (Compt.  rend.  1869,  69, 196). 

Preparation.  The  zinc  salt  of  the  acid  is 
produced  when  zinc  is  dissolved  in  »  strong 
solution  of  sulphurous  acid,  and  the  solution 
■o  obtained  was  mistaken  by  Schutzenberger 
for  the  free  acid  :  Zn+2S02=ZnS2Q4. 

A  better  method  for  preparing  hyposulphites 
is  that  of  Bemsthen  and  Balzen  (Ber.  1900,  33, 
126).  A  concentrated  solution  of  sodium 
bisulphite  is  shaken  with  zinc  dust,  and  sulphur 
di(^de  is  passed  into  the  liquid 
2NaHS03-fS02-fZn=NajS204+ZnSOs-|-H20 
Milk  of  lime  is  then  added  until  the  zinc  is 
precipitated,  the  solution  filtered,  and  the 
filtrate  saturated  with  sodium  chloride.  On 
cooling  the  liquid,  crystals  of  Na2S20i,2H20 
separate  out. 

Sodium  hyposulphite  is  formed  in  the  electro- 
fytic  reduction  of  sodium  bisulphite,  but  it  is 
difficult  to  prevent  the  reduction  from  proceeding 
further,  with  the  consequent  formation  of  thio- 
sulphate:  Na2Sj04+H2=NajS203-f H2O. 

By  using  suitable  precautions,  solutions  con- 
taining 30—40  grms.  of  hyposulphite  per  litre 
can  be  obtained  (Prank,  Zeitsch.  Elektrochem. 
1904, 10, 460).  If  the  bisulphite  be  electrolysed  in 
the  presence  of  indigo,  indigo- white  is  produced, 
the  hyposulphite  first  formed  acting  on  the 
-  indigo,  and  this  process  is  now  employed 
commercially. 

The  hyposulphites  can  also  be  prepared  in  a 
pure  condition  by  means  of  a  reaction  discovered 
by  Moissan  (Compt.  rend.  1902,  135,  647) 
which  consists  in  passing  a  current  of  sulphur 
dioxide  over  metallic  hydrides 

-K2Hi+2SOj=K,S204-fH,. 
The     hyposulphites     of     potassium,     sodium, 
rubidium,     caesium,     lithium,     calcium,     and 
stronfium  have  been  obtained  in  this  way. 

The  free  acid  is  known  only  in  solution ;  it 
can  be  prepared  by  decomposing  a  solution  of  the 
sodium  salt  with  oxalic  acid.  A  yellow  liquid 
is  thus  obtained,  which  soon  decomposes,  absorb- 
ing oxygen  from  the  air  with  formation  of  thio- 
sulphuric  acid,  which  itself  rapidly  splits  up  into 
sulphur  and  sulphur  dioxide. 

Gonstitviicn  and  properties  of  hyposulphites. 
Schiitzenberger  in  1869  obtained  a  crystalline 
salt  to  which  he  assigned  the  formula  NaHSO,. 
Bemsthen,  from  his  own  work,  regarded  the 
sodium  salt  as  NajSjO^,  but  as  neither  chemist 
had  succeeded  in  preparing  the  «alt  in  a  pure 


condition,  and  the  percentage  Composition 
corresponding  to  the  two  formulae  is  almost  the 
same,  ihe  true  formula  of  the  hyposulphites 
remained  uncertain  until  Nabl  succeeded  in 
obtaining  a  pure  zinc  salt  by  passing  SOj  into 
absolute  alcohol  in  presence  of  zinc  turnings, 
and  established  the  formula  HjSjO,  for  the 
acid.  This  was  confirmed  by  Bemsthen  and 
Balzen  (Ber.  1900,  33,  126). 

The  hyposulphites  are  to  be  regarded  as 
derived  from  a  mixed  anhydride  of  sulphurous 
acid  and  the  hypothetical  sulphoxylic  acid 
H'SO-OH,  the  sodium  salt  being  represented 

by    the   formula    0<|Q|^^      This    view    of 

its  constitution  is  borne  out  by  its  behaviour 
towards  organic  reagents  {see,  however, 
Bucherer  and  Schwalbe,  Ber.  1906,  39,  2814). 

The  hyposulphites  are  strong  reducing 
agents,  and  on  this  property  their  commercial 
importance  depends ;  both  in  the  solid  state 
when  moist,  and  in  aqueous  solution,  they 
absorb  oxygen  rapidly,  forming  metabisulphites. 
When  added  to  dilute  acid  solutions  of  copper, 
silver,  gold,  &o.,  they  precipitate  the  metal  in 
a  colloidal  condition  ;  a  strong  solution  of  copper 
sulphate  gives  a  mixture  of  copper  and  copper 
hydride.  This  latter  reaction  distinguishes  hypo- 
sulphurous  acid  from  the  other  sulphur  acids. 
For  the  analysis  of  solutions  containing  hypo- 
sulphites, see  Orloff,  Chem.  Soc.  Abstr.  1906,  ii, 
200 ;  Seyewetz  and  Block,  Bull.  Soo.  chim. 
1906,  35,  "293. 

For  the  method  of  preparing  pure  sodium 
hyposulphite  from  the  commercial  salt,  see 
JeUinek,  Zeitsch.  anorg.  Chem.  1911,  71,  96. 

Sodium  hyposulphite.  Sodium  hyposulphite 
is  naw  prepared  on  the  large  scale  for  use  as  a  re- 
ducing agent  in  the  dyeing  and  calico-printing 
industries.  It  is  usually  made  by  the  action  of 
zinc  on  a  solution  of  sodium  bisulphite,  and 
subsequent  removal  of  the  zino  by  milk  61 
hme,  the  sodium  hyposulphite  being  precipitated 
from  the  filtered  solution  by  the  addition  of 
salt,  when  the  compound  Na2Sj04,2H20  is 
obtained.  This  salt  is  unstable,  but  on  treating 
it  with  boiling  alcohol  the  water  of  crystal- 
lisation can  be  removed,  and  the  resulting 
anhydrous  salt  is  comparatively  stable. 
This  latter  compound  is  sold  under  the  name 
of  '  Hydrosulphite  BASF,'  and  contains  about 
90  p.c.  of  pure  hyposulphite.  It  is  fairly  stable 
in  a  dry  state,  but  cannot  be  used  in  calico- 
printing  as  a  discharge,  as  it  is  oxidised  on 
steaming.  This  objection  was  overcome  by  the 
discovery  of  the  formaldehyde  compounds  of 
sodium  hyposulphite,  first  used  at  the  print- 
works of  Ziindel  in  Moscow.  These  compounds 
are  obtained  by  adding  a  solution  of  formalde- 
hyde to  a  solution  of  sodium  hyposulphite.  The 
resulting  substance  is  a  mixture  in  equimolecular 
proportions  of  sodium  formaldehyde  bisulphite 
and  sodium  formaldehyde  sulphozylate 
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These  salts,  the  mixture  of  which  is  sold 
5nder  the  names  of  Hydrosulphite  NF,  Rongalitfe 
C,  &o.,  are  perfectly  stable  at  ordinary  tempera- 
tures, and  are  not  in  themselves  reducing  agents. 
On  steaming,  or  boiling  with  water,  they  are 
decomposed  into  their  constituents,  and  the 
hyposulphite  set  free  acts  as  a  reducing  agent  in 
the  usual  way.  They  are  employed  as  dis- 
charges for  cotton.  It  was  found  that  by_ 
the  action  of  zinc  on  sodium  formaldehyde' 
bisulphite  the  whole  of  this  could  be  converted 
into  the  sulphoxylate  compound  which  is  now 
manufactured  in  the  above  manner,  the  resulting 
sodium  formaldehyde  sulphoxylate  being  sold  as 
Hydrosulphite  NF  cone,  Hyraldite  C  extra,  &o. 
It  has  the  formula  NaHSOj,CHi,0,2H20. 

The  various  commercial  brands  of  hydro- 
sulphite are  used  as  discharges  in  calico-printing, 
as  stripping  agents,  and  in  the  dyeing  of  certain 
vat  colours,  such  as  indigo.  Mixtures  of  the 
sodium  formaldehyde  sulphoxylate  with  small 
amounts  of  certain  ahthraquinone  deriva- 
tives (which  act  as  catalytic  agents),  are 
used  for  discharging  some  insoluble  azo 
colours  developed  on  the  fibre,  e.g.  a-naph- 
thylamine  claret,  which  resist  the  action  of 
hydrosulphite  alone.  Mixtures  of  the  above- 
named  compound  with  the  zinc  compounds  of 
some  quaternary  ammonium  bases,  such  as 
the  zinc  compound  of  dimethylphenylbenzyl- 
ammonium  chloride  are  used  in  discharging 
indigo  and  other  vat  dyestuffs,  the  '  leucotrope  ' 
as  it  is  termed,  combining  with  the  reduced 
dyestuff,  and  preventing  its  re-oxidation. 

Sodium  hyposulphite  is  also  employed  as  a 
deooloiiriser  for  sugar  juice,  and  as  an  absorbent 
for  oxygen  to  replace  pyrogallol  in  gas  analysis. 

Thiosulphuric  acid  HiSsO,.  This  acid  was 
first  prepared  in  the  form  of  its  sodium  salt  by 
Chaussier  in  1799,  who  obtained  it  whilst  trying 
to  make  sodium  carbonate  by  fusing  sodium 
sulphate  with  carbon.  The  acid  received  at  first 
the  name  of  hyposulphurous  acid,  the  present 
name,  thiosulphuric  acid,  being  proposed  by 
Wagner.  The  free  acid  is  known  only  in  solu- 
tion, and  even  this  is  very  unstable  and  rapidly 
decomposes  with  evolution  of  sulphur  dioxide 
and  precipitation  of  sulphur.  Small  quantities 
of  the  acid  are  formed  by  the  action  of  a  solution 
of  sulphurous  acid  on  flowers  of  sulphur  at 
ordinary  temperatures,  more  rapidly  at  80°. 

Preparation  of  thiosulphaies,    Thiosulphates 
may  be  obtained  by  boiling  solutions  of  the 
sulphites  with  flowers  of  sulphur 
KjSO,-fS=K2S20,. 

They  are  also  produced,  together  with  poly- 
sulphides,  by  fusing  the  alkaline  carbonates 
with  sulphur,  or  by  boiling  the  caustic  alkalis 
with  water  and  sulphur 

6KOH+12S-2KjSj+KA03+3H20. 

Alkaline  and  alkaline  earth  sulphides,  par- 
ticularly the  polysulphides,  furnish  thiosulphates 
on  oxidation  either  by  the  oxygen  of  the  air  or 
by  suitable  oxidising  agents. 

When  iodine  acts  on  a  mixture  of  equimole- 
cular  proportionsof  sodium  sulphide  and  sulphite, 
a  quantitative  yield  of  thiosulphate  is  obtained 
(Spring,  Ber.  1874,  7,  1157). 

Thiosulphates  may  also  be  prepared  by  the 
electrolysis  of  ammoniacal  sulphite  solutions 
(Halphen,  J.  Eharm.  Chim.  1894,  29,  371); 


Properties:  The  thiosulphates  a,re  mostly 
soluble  in  water,  and  frequently  crystallise  weU. 
The  most  importanfj  one  is  the  sodium  salt  com- 
monly known  as  sodium  hyposulphite  {see 
under  Sodhtm). 

All  the  soluble  thiosulphates  contain  water  of 
crystallisation,  which  cannot  usually  be  con\- 
pletely  expelled  without  the  salt  undergoing 
decomposition.  On  strongly  heating  they  all 
decompose,  leaving  a  mixture  of  sulphate  and 
sulphide.  The  same  decomposition  takes  place 
when  their  aqueous  solutions  are  boiled  for  a 
considerable  time,  hydrogen  sulphide  being 
evolved,  and  a  sulphate  remaining  i^  solution. 
Their  solutions  are  oxidised  by  mild  oxidising 
agents,  such  as  iodine,  and  ferric  chloride,  to 
tetrathionates  {q.v.),  and  the  electrolytic  oxida- 
tion  of  neutral  or  acid  thiosulphate  solutions 
yields  the  same  compounds.  Powerful  oxidis- 
ing agents,  on  the  other ,  hand,  convert  the 
thiosulphates  into  sulphates,  in  some  cases 
with  intermediate  formation  of  tetrathionates 
(Longi,  Gazz.  chim.  ital.  1898,  20,  119). 
Eeducing  agents  convert  them  into  a  mixture 
of  sulphite  and  sulphide.    The  constitutional 

formula  of  thiosulphuric  acid  being  S02<cjj',  it 

might  be  expected  that  isomeric  thiosulphates, 

such  as  SOa<g;^  and  SOa<g^*  might  exist. 

According  to  Schwicker  (Ber.  22,  1733),  such  iso- 
morides  have  been  prepared,  but  later  workers 
have  failed  to  obtain  them,  and  their  existence 
must  at  present  be  regarded  as  doubtful  (see 
Rohrig,  J.  pr.  Chem.  [ii.]  37, 250  ;  Barth,  Zeitsoh. 
physikal.  Chem.  9,  176;  Meyer  and  Eggcling, 
Ber.  1907,  1351 ;  Gutmann,  ibid.  1908,  307). 

A  very  large  number  of  double  thiosulphates 
have  been  prepared  and  examined,  for  details 
as  to  which  the  original  papers  should  be  con- 
sulted {see  C.  and  J.  Bhaduri,  Zeitsch.  anorg. 
Chem.  1898,  17,  1 ;  Rosenheim  and  Steinhauser, 
ibid.  1900,  25,  72  ;  Meyer  and  Eggeling,  I.e.). 

Ditbionic  acid  HjSjO,.  This  acid  was 
discovered-  by  Welter  and  Gay-Lussac  in  1819. 
It  may  be  prepared  by  passing  a  current  of 
sulphur  dioxide  through  ferric  hydroxide  sus- 
pended in  water  at  a  temperature  of  0°.  At 
first  a  reddish-brown  solution  of  ferric  sulphite 
is  obtained,  which  rapidly  changes  to  pale  green, 
the  solution  then  containing  ferrous  sulphite  and 
dithionate.  Baryta  water  is  then  added,  and 
the  liquid  filtered.  The  calculated  quantity  of 
sulphuric  acid  necessary  to  precipitate  the 
barium  in  solution  is  added  to  the  filtrate,  and 
the  resulting  solution  evaporated  in  vactiS  until 
it  attains  a  sp.gr.  of  1-347.  On  attempting  to 
concentrate  it  further,  it  is  resolved  into  sulphus 
dioxide  and  sulphuric  acid,  and  its  aqueous  solu- 
tion on  exposure  to  air  also  oxidises  with  for- 
mation of  the  latter  body. 

Instead  of  ferric  hydroxide,  manganese  dioxide 
can  beemployed  in  theabove  method  of  preparing 
dithionic  acid,  but  the  yield  is  then  not  so 
satisfactory.  The  action  of  sulphur  dioxide  on 
various  metaUio  oxides  with  production  of 
dithionates  has  been  studied  by  Carpenter 
(Chem.  Soc.  Titans.  1902,  1).  Dithionates  are 
also  obtained  by  the  addition  of  hydrogen 
peroxide  to  a  33  p.c.  solution  of  sodium  thiosul- 
phate, the  solution  being  kept  neutral  during 
the  addition  of  the  peroxide  by  the  simultaneous 
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Hdclition  of  an  acid,  the  reaction  being  reprc- 
Bentecl  by  the  following  equation 

2Na2Sa03+Hj02=NajSsO,+2NaOH. 

The  dithionates  are  most  easily  obtained  from 
the  barium  salt,  by  double  decomposition  with 
the  sulphate  of  the  corresponding  base.  Only 
the  neutral  salts  are  known.  They  are  all 
soluble  in  water,  and  usually  crystallise  well, 
all  except  the  potassium  salt  containing  water 
of  crystallisation.  Their  solutions  are  not 
oxidised  by  atmospheric  oxygen  in  the  cold,  "but 
on  heating  a  sulphate  is  produced ;  nascent 
hydrogen  -  reduces  dithionates  to  sulphites.  On 
heating  the  dry  salts  they  decompose,  partially 
at  100°,  completely  at  a  higher  temperature, 
evolving  sulphur  dioxide  and  leaving  a  residue 
of  sulphate. 

The  formation  of  dithionate  by  heating 
silver  sulphite  or  silver-sodium  sulphite  shows 
that  dithionic  acid  is  composed  of  two  sulphoxyl 
radicles  (SOjHjj,  and  has  not  the  formula 
SOj.OH  assigned  to  it  by  Kolbe  (Baubigny, 
Compt.  rend.  1910,  150,  973). 

Dithionic  acid  may  be  separated  from  the 
other  thionic  acids  by  treatment  of  the  mixture 
with  alkaline  permanganate,  or  sodium  bypo- 
bromite.  A  solution  of  barium  acetate  is  then 
added,  and  the  barium  sulphate  filtered  off. 
The  filtrate  contains  the  dithionate. 

Literature.  Welter  and  Gay-Lussac,  Ann. 
Chim.  Phys.  1819,  10,  312  ;  G^lis,  ibid.  65,  222 ; 
Spring  and  Bourgeouis,  BuU.  Acad.  Roy.  1878, 45, 
151;  Meyer,  Ber.  34,  3606;  Hauer,  J.  pr. 
Chem.  p.]  80,  229;  Pean  de  Saint-Gilles,  Ann. 
C!him.  Phys.  [ii.]  56,  374 ;  Buignet,  J.  Pharm. 
Chim.  38,  122;  Fordos  and  G^is,  ibid.  36,  113 ; 
Dymond  and  Hughes,  Chem.  Soo.  Trans.  71, 
314;  Jacquelin,  Ann.  Chim.  Phys.  [iii.]  21,  110; 
Rathke  and  Zsohiesche,  J.  pr.  Chem.-  92,  141 ; 
Otto,  Annalen,  147,  187 ;  Kolbe,  J.  pr.  Chem. 
p.]  19,  484 ;  Heeren,  Pogg.  Ann.  7,  191 ;  Car- 
penter, Chem.  Soc.  Trans.  1902,  1 ;  Friessner, 
Zeitsch.  Elektrochem.  10,  265. 

Trithionic  add  H2S3O,.  This  compound  was 
discovered  by  langlois  iu  1842,  who  obtained 
the  potassium  salt  by  gently  heating  a  solution 
of  potassium  bisulphite  with  sulphur 

6KHSO,-|-Sj=2K,S,0,4-KjSjO,+3HjO. 
The  reaction  probably  takes  place  in  two 
stages,  in  the  first  of  which  the  thiosulphate  is 
formed,  and  this  is  then  converted  into  trithio- 
nate  by  the  action  of  sulphur  dioxide.  This  view 
is  supported  by  the  fact  that  potassium  trithio- 
nate  can  be  obtained  by  acting  on  the  thio- 
sulphate with  sulphur  dioxide : 

2KjS20,+3SOj=2KjS30,+S. 
The  sulphur  then  acts  further  on  the  trithionate 
to  form  tetra-  and  pentathionate  (Plessy). 
The  free  acid  may  be  prepared  by  adding  hydro- 
fluosilicio  acid  to  a  solution  of  the  potassium 
salt,  when  insoluble  potassium  silicofluoride  is 
precipitated,  and  trithionic  acid  set  free.  The 
dilute  solution  of  the  acid  thus  obtained  is 
stable,  but  on  attempting  to  concentrate  it, 
even  in  vacuS,  it  decomposes  into  sulphur, 
sulphur  dioxide,  and  sulphuric  acid 

HjS30,=S+S02-(-HjS04. 
It  has  no  smell,  but  possesses  a  strongly  bitter  taste. 

Preparation  of  trithiondtee.  A  convenient 
way  of  preparing  trithionates  consists  in  acting 
on  a  thiosulphate  with  a  persulphate,  the  former 
salt  being  kept  in  ezoess,  when  a  good  yield  of 


trithionate  is  obtained  (Jiarshall,  3.  Soc.  Cheffl. 
Ind.  1897,  16,  39G). 

Certain  double  'thiosulphates  undergo  de- 
composition when  boiled  with  water,  producing 
trithionates.  Colefax  has  shown  (Chem.  Soo. 
Trans.  1892,  181,1083;  1908,  811)  that  iodine 
does  not  oxidise  a  mixture  of  sodium  sulphite 
and  thiosulphate  directly  to  trithionate,  as  was 
formerly  thought  to  be  the  case,  but  that  when 
-the  iodine  is  present  in  insufScient  quantity  to 
convert  all  the  sulphite  into  sulphate,  the 
residual  sulphite  abstracts  sulphur  from  the 
tetrathionate  (formed  by  oxidation  of  the  thio- 
sulphate) to  produce  a  trithionate.  According 
to  Willstatter  (Ber.  1903,  36,  1831)  the  oxidation 
of  sodium  thiosulphate  by  hydrogen  peroxide 
gives  rise  to  trithionate  and  sulphate. 

Properties.  The  trithionates  are  all  soluble 
in  water,  with  the  exception  of  the  silver  and 
mercury  salts,  and  frequently  crystallise  well. 
Their  solutions  oxidise  oil  exposure  to  air, 
forming  sulphates  und  liberating  sulphur  and 
sulphur  dioxide,  and  the  same  decomposition 
ensues  on  heating  the  solid  salts.  Sodium 
amalgam  converts  the  salts  into  a  mixture  of 
sulphite  and  thiosulphate,  whilst  sodium  arsenite 
orstannite  reduces  them  completely  to  sulphites 
(Gutmann,  Ber.  1905,  38,  1728,  3277). 

The  trithionates  of  potassium,  rubidium,  and 
caesium  have  been  prepared  and  orystallo- 
graphioally  examined  by  Mackenzie  and  Marshall 
(Chem.  Soo.  Trans.  1908,  1726).  See  also 
Plessy,  J.  pr.  Chem.  1844,  [i.]  33,  348  ;  Chancel 
and  Diacon,  Compt.  rend.  1863,  56,  710  ;  Fordos 
and  Gais,  ibid.  1843,  16,  1070 ;  Rathke,  J.  pr. 
Chem.  1865,  p.]  95,  1 ;  Hertlein,  Zeitsch.  physi- 
kal.  Chem.  1896,  19,  287. 

Tetrathionic  acid  H^S^Oa.  This  acid  was 
discovered  in  1843  by  Fordos  and  G61is,  who 
also  prepared  cestain  of  its  salts.  They  obtained 
it  from  its  barium  salt,  which  is  formed  when 
iodine  acts  on  barium  thiosulphate  suspended 
in  water  2BaS203-|-Ij=BaSjO,+Bal2.  The 
thiosulphate  of  lead  is,  however,  preferable  to 
that  of  barium  in  preparing  the  acid,  since  the 
latter  salt  gives  rise  to  the  simultaneous  forma- 
tion of  a  little  trithionate  as  well.  The  lead  thio- 
sulphate is  suspended  in  water  and  iodine  care- 
fully added,  when  soluble  lead  tetrathionate  and 
insoluble  lead  iodide  are  produced.  The  liquid 
is  filt^ed,  the  lead  in  the  filtrate  precipitated 
by  the  ia^ddition  of  a  slight  excess  of  sulphurio 
acid,  and  the  excess  of  the  latter  removed  by 
the  cautious  addition  of  baryta  water.  The 
solution  of  the  free  acid  thus  obtained  may  be 
concentrated  by  evaporation  171  vncuS.  Tetra- 
thionic acid  is  only  known  in  the  form  of  its 
aqueous  solution ;  this  is  colourless,  odourless, 
and  strongly  acid.  On  concentration  beyond  a 
certain  point  it  decomposes  in  a  similar  manner 
to  trithionic  acid.  Sulphurio  acid  and  hydro- 
chloric acid  have  no  action  on  it  in  the  cold ; 
on  heating,  this  latter  acid  disengages  sulphur- 
etted hydrogen.  Oxidising  agents,  such  as 
nitric  acid,  convert  tetratmonic  acid  into  sul- 
phuric acid,  while  reducing  'agents  (sodium 
amalgam)  form  thiosulphate. 

Preparation.  The  tetrathionates  are  formed 
by  the  partial  oxidation  of  thiosulphates,  a  con- 
venient oxidising  agent  being  potassium  persul- 
phate (Marshall,  J.  Soo.  Chem.  Ind.  1897, 16, 396) 
KsSjOj-l-2BaSjOa=2BaSO»+KjS40,. 
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If  an   exoeas  of  thiosulphate   be  employed  a 
tnthionate  is  produced  (v.  supra). 

The  eleotrolytlo  oxidation  of  thiosulphates 
in  neutral  or  acid  solution  also  gives  rise  to  tetra- 
thionates,  the  oxidation  under  these  conditions 
not  proceeding  further  (Thatcher,  Zeitsch. 
physikal.  Chem.  1904,  47,  641). 

Properties.  The  tetrathionates  are  all  soluble 
in  water  ;  their  solutions  oxidise  on  exposure  to 
air,  forming  sulphate,  pentathionate,  and  other 
products.  On  boiling  the  solution,  the  products 
are  sulphur  dioxide,  sulphur,  and  a  sulphate  (Gut- 
mann,  Ber.  1908,  41,  300). 

The  dry  salts  decompose  on  heating  into 
mixtures  of  dithionates  and  trithiouates,  or,  in 
the  case  of  the  tetrathionates  of  the  heavy 
metals,  into  sulphide  and  sulphate. 

Pentathionic  acid  H^SsO,.  This  acid  was 
discovered  by  Wackenroder  in  1846.  It  is 
obtained  by  passing  a  slow  current  of  sulphuretted 
hydrogen  into  water,  which  has  been  previously 
almost  saturated  with  sulphur  dioxide,  allowing 
the  liquid  to  stand  for  some  time,  then  again 
passing  in  sulphur  dioxide,  and  repeating  this 
cycle  of  operations  several  times.  The  liquid 
so  obtained  contains  in  addition  to  penta- 
thionic acid,  free  sulphur,  both  in  solu- 
tion and  in  suspension,  sulphuric  acid,  thio- 
sulphurio  acid,  and  small  amounts  of  tri-  and 
tetrathionic  acids,  possibly  also  hexathionio 
acid.  The  liquid  is  filtered  as  far  as  possible 
from  the  sulphur,  and  a  little  freshly-precipitated 
barium  carbonate  added,  which  precipitates  the 
sulphuric  acid  formed,  together  with  the  remain- 
der of  the  sulphur,  which  is  removed  along  with 
the  barium  sulphate  by  filtration.  The  clear  filtrate 
is  concentrated  on  a  water-bath  until  it  attains 
a  sp.gr.  of  1-32,  and  the  concentration  is  then 
continued  in  vacuS  at  the  ordinary  temperature 
to  a  sp.gr.  of  1-46,  when  the  residual  liquid  con- 
sists mainly  of  pentathionic  acid  (Wackenroder, 
Ann.  CSiim.  Phys.  1846,  60,  189  ;  Kessler,  Pogg. 
Ann.  74,  249 ;  Takatmatsu  and  Smith,  Chom. 
News,  1880,  41,  290 ;  Lewes,  Chem.  Soc.  Trans. 
39,  68  ;  41,  300).  On  attempting  to  concentrate 
it  further,  or  on  heating  its  solution,  the  acid 
decomposes  into  sulphuric  acid,  sulphur  dioxide, 
sulphuretted  hydrogen,  and  sulphur.  On  adding, 
with  constant  stirring,  to  the  concentrated  solu- 
tion of  the  acid  about  half  the  quantity  of  caustic 
potash  required  for  complete  neutralisation, 
and  filtering  from  any  precipitate^  sulphur,  the 
clear  liquid  gives  on  spontaneous  evaporation 
well-de&ied  crystals  of  potassium  pentathionate 
K2S50„HjO  (Lewes).  This  salt  can  be  recrys- 
tallised  from  solutions  at  50°  containing  a  little 
free  sulphuric  acid,  but  it  is  at  once  decomposed 
in  the  presence  of  alkalis.  A  better  method  of 
obtaining  the  salt  consists  in  adding  potassium 
acetate  instead  of  caustic  potash  to  the  con- 
centrated solution  of  the  acid.  The  potassium 
salt  dissolves  in  about  twice  its  weight  of  water 
to  form  a  clear  neutral  solution,  which  decom- 
poses on  standing,  more  quickly  on  heating, 
forming  a  tetrathionate  and  free  sulphur.  The 
dry  saft,  if  freed  from  water  by  washing  with 
alcohol,  is  much  more  stable,  and  can  be  kept 
unaltered  for  a  long  time.  On  heating  the  salt 
it  evolves  sulphur  dioxide  and  sulphur,  and 
leaves  a  sulphate ; 

2KAO.=-2K,S04+2SO,+3Se. 

Oxidising  agents  ponvprt  pentathionates  into 


sulphates..  Caustic  soda  decomposes  penta- 
thionates, the  action  varying  with  the  conditions. 
With  dilute  alkali  a  tetrathionate  and  sulphur 
are  produced  in  the  cold;  sulphur  and  a 
trithionate  on  heating.  With  an  excess  of  alkali 
a  thiosulphate  and  sulphite  are  formed,  or  on 
heating  to  boiling,  thiosulphate  alone 

1.  2K2S60a+6KOH=2K2S03+3KaS20a-^S^+3H20 

2.  2KjS50a  +  6KOH=5K2S^03-t-3Hj9. 

Sodium  amalgam  converts  pentathionates 
into  thiosulphates  ;  or  on  continued  action,  into 
sulphides. 

Pentathionic  acid  is  also  ■  produced  by  the 
action  of  hydriodic  acid  and  iodine,  or  sulphur- 
etted hydrogen,  on  lead  thiosulphate  (Persoz; 
Talmtmatsu  and  Smith). 

The  pentathionates  have  been  little  examined; 
the  copper  salt  CuS.0„4H20  forms  small  blue 
crystals,  easily  soluble  in  water  (Debus). 

Hexathlonie  acid  S^Sfi,.  The_  possible 
existence  of  the  potassium  salt  of  this  acid  in 
the  mother  liquor  of  Wackenroder's  solution  has 
been  indicated  by  Debus  (Chem.  Soc.  Trans. 
1888,  53,  278),  but  neither  the  acid  nor  any  of 
its  salts  have  been  prepared  in  a  pure  condition. 
The  potassium  salt  is  said  to  form  a  warty,  non- 
crystalline mass,  which  readily  decomposes  in 
solution,  even  in  the  presence  of  dilute  sulphurio 
acid. 

Takamatsu  and  Smith  {ibid.  37,  608)  give  a 
table  (p.  310)  of  reactions  to  distinguish  tetra- 
and  pentathionic  acids  from  each  other,  and 
from  the  other  thionio  acids. 

Literature.  Plessy,  Compt.  rend.  21,  473; 
Ann.  Chim.  Phys.  [iii.]  20,  162 ;  Thomson,  Ann. 
Phil- 12,  441 ;  Lenoir,  Annalen,  62, 253 ;  Ludwig, 
Arch.  Pharm.  51,  259  ;  Fordos  and  G^is,  Ann. 
Chim.  Phys.  [iii.]  22, 66 ;  28, 451 ;  Rister-Bennet, 
Pogg.  Ann.  [ii.]  116,  470;  Chancel  and  Diacon, 
Compt.  rend.  56,  710  ;  Rammelsberg,  J.  10, 136 ; 
W.  Spring,  Ber.  6, 1, 108  ;  Annalen,  199,  97 ;  2K, 
329;  Stingl  and  Morawski,  J.  1879,  1110; 
Curtius,  J.  pr.  Chem.  [ii.]  27,  24,  225 ;  Shaw, 
Chem.  Soc.  Trans.  43,  351;  Smith,  ibid.  43, 
355;  Salzer,  Ber.  1886,  1696;  Kessler,  Pogg. 
Ann.  [ii.]  74,  294;  Takamatsu  and  Smith, 
Chem.  Soc.  Trans.  1880,  37,  592;  Lewes,  ibid.. 
1882,  300 ;  Shaw,  ibid.  1883,  351 ;  Valeton, 
Chem.  Soc.  Abstr.  1907,  ii.  811. 

Sulphur  heptoxide  SjO,.  This  oxide  of  sul- 
phur was  discovered  by  Berthelot,  who  obtained 
it  by  submitting  a  mixture  of  equal  volumes  of 
SO2  and  0  to  the  silent  electric  discharge.  -It 
forms  a  viscid  liquid,  which  becomes  solid  at  0°, 
forming  white,  crystalline  needles.  It  is  very 
volatile,  and  decomposes-slowly  at  the  ordinary 
temperature,  rapidly  on  heating,  into  sulphur 
trioxide  and  oxygen,  but  may  be  kept  un- 
changed for  some  time  at  a  low  temperature. 
Water  decomposes  it  with  formation  of  sulphuric 
acid  and  oxygen. 

Persulphutlc  acid.  A  solution  of  this  acid 
is  obtained  by  the  electrolysis  of  dilute  sulphurio 
acid,  and  its  formation  was  observed  by  Berthe- 
lot, although  he  did  not  isolate  it.  Jt  is  best 
prepared  bv  the  electrolysis  of  an  acid  of  sp.gr. 
1-35-1 '50,  the  current  density  being  500  ampires 
per  square  decimetre  (Elbs  and  Sohonherr, 
Zeitsoh.  Elefetroteoh.  and  Elektrochem.  1895, 
245  468).  It  slowly  undergoes  decomposition 
in  s'ulution  into  sulphurip  »oid  and  Caro's  acid. 
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Dithionic  acid 

Tiithionlc  acid 

Tetrathionic  acid 

1       -               .       — ^ 
Fentathionic  acid 

Beagents 

HjSjO, 

HjSjO, 

HjS^O. 

HjSjO, 

Caustic  potash  . 

'  No  ppt. 

No  ppt. 

No  ppt. 

Immediate  ppt.  of 
sulphur 

Dilute       hydro- 

No  action 

Evolution  of  SOj, 

No  action 

No  action 

ohlorio  acid 

and  ppt.  of  S 
Immediate    black 

Mercurous  nitrate 

No  ppt. 

Yellowppt.,gradn- 

Yellow  ppt.  at  first. 

ppt.,         turning 

ally  darkening 

turning       white 

white  on  standing 

with  excess  of  re- 
agent on  standing 
Ydlowppt.,  gradu- 

Silver nitrate    .. 

No  ppt. 

Yellow  ppt.,  soon 

Yellow  ppt.,  soon 

turning  black 

turning     black ; 
also  blackened  on 
adding  ammonia 

ally  (^rkening ; 
black  on  adding 
ammonia 

Ammoniacal  sil- 

_ 

No  brown  colour, 

No  brown  colour. 

Almost  immediate 

ver  nitrate 

even   on    stand- 

even  on  standing, 

brown  coloration. 

.  ing.  On  warming. 

unless  warmed 

turning  black  on 

AgjS  formed 

warming 

Mercuric  cyanide 

No  ppt. 

At    first,     yellow 
,  ppt. ;  turns  black 

evolution  of  HCN 

At  first,  yellow 
ppt. ;  gradually 
turns  black  on 
warming  with 
evolution  of  HCN 

Mercnric  chloride 

No  ppt. 

Yellow  ppt.,  turn- 

White    ppt.     on 

Whitish-yellow       ' 

ing    white    with 

warming 

ppt.  on  warming 

excess  of  reagent 

Potassium  hydro- 

— 

— 

White  ppt.  of  sul- 

White ppt.  of  sul- 

sulphide 

phur 

phur 

Dilute  potassium 

One  drop,  im- 

One drop,  imme- 

Decolorised, with- 

Decolorised, with- 

permanganate 

mediate 

diate  brown  ppt.. 

out  addition   of 

out  addition   of 

solution 

brown  ppt. 

even  in  presence 

dilute       HjBO,. 

dilute       HjSO,. 

of  dilute  HjSO, 

No  ppt. 

No  ppt. 

which  itself  slowly  breaks  up  into  hydrogen 
peroxide  and  sulphuric  acid 

1.  HjSj08-fHjO=HjS05+HjSOi 

2.  H2S05-)-HjO=HjS04-j-HjOj 

A  solution  of  the  acid  can  also  be  obtained 
by  decomposing  barium  persulphate  with  the 
theoretical  quantity  of  dilute  sulphuric  acid. 

Persnlphurio  acid  is  obtained  in  an  almost 
pure  condition  by  the  action  of  100  p.c. 
hydrogen  peroxide  on  well-cooled  chlorsulphonic 
-acid  (see  under  Caro'a  acid).  It  forms  a 
white,  crystalline  mass,  melting  with  decom- 
position at  a  little  above  60°.  At  the  ordinary 
temperature  it  is  stable  and  can  be  kept  for 
months. 

Persulphurio  acid  is  formed  during  the 
Working  of  accumulators  (Robertson,  Proc.  Roy. 
Boo.  1892,  105). 

Psnulphates.  The  persulphates  were  first 
prepared  in  1898  by  Hugh  Marshall,  who  dis- 
covered that  crystals  of  the  potassium  salt  were 
formed  at  the  anode  during  the  electrolysis  of 
6,  solution  of  the  sulphates  of  potassium  and 
cobalt  in  a  '  divided  cell ' ;  and  also  by  the 
electrolysis  of  a  saturated  solution  of  potassium 
bisi.lpliatc  ill  the  same  apparatus.  The  ammo- 
nium salt  was  prepared  by  replacing  the  KHSO, 
by  ammonium  sulphate  and  dilute  sulphuric 
acid.  By  treating  a  saturated  solution  of 
the  ammonium  salt  with  barium  hydroxide 
Marshall  obtained  the  barium  salt,  the  excess 
of  baryta  being  removed  by  a  current  of  'carbon 
dioxide.  The  lead  salt  was  obtaincii  by  deoom- 
poaiug  a  solution  of  the  barium  salt  with  sul- 
phuric acid  and  neutralising  the  liquid  with  \^a.4 


carbonate.  By  acting  on  the  barium  salt  with  zinc 
sulphate  a  solution  of  the  zinc  salt  was  obtained. 

The  persulphates  are  now  manufactured  on 
the  large  scale  for  use  as  oxidising  agents.  The 
potassium  salt  is  prepared,  as  stated  above,  by 
electrolysing  a  solution  of  potassium  bisulphate 
in  a  divided  cell.  If  the  anode  potential  be  raised 
by  the  addition  of  hydrofluoric  acid  to  the  liquid, 
the  yield  of  persulphate  is  greatly  increased, 
and  the  diaphragm  can  be  dispensed  with,  A 
current  density  of  5  amperes  per  square  cm. 
gives  a  good  yield  of  persulphate.  Ammonium 
persulphate  is  prepared  in  a  similar  manner  by 
electrolysing  a  solution  of  ammonium  sulphate 
in  dilute  sulphuric  acid  (1 ;  7)  in  a  divided  cell, 
the  inner  compartment  containing  the  anode 
and  the  ammonium  salt,  the  outer  cell  the 
kathode,  and  dilute  acid  alone.  In  the  prepara- 
tion of  persulphates  by  electrolysis,  the  yield 
gradually  falls  off,  owing  to  the  formation  of 
Caro's  acid  ;  the  essential  conditions  for  obtain- 
ing a  satisfactory  yield  are,  that  the  current 
density  at  the  anode  should  be  high,  the  anode 
itself  small,  and  that  the  solution  should  be  kept 
cool  {see  Elbs  and  Sohonherr,  I.e.). 

Lithium  persulphate  cannot  be  obtained  in 
this  manner,  since  although  the  salt  is  formed  it 
cannot  be  isolated  from  the  solution  (Otin, 
Zeitsch,  Elektrochem.  1911,  919). 

The  persulphates  are  all  soluble  in  water,  the 
least  soluble  being  the  potassium  salt,  which 
requires  about  56  parts  of  water  at  0°  for  solu- 
tion. Their  solutions  slowly  decompose  on 
standing  wth  evolution  of  oxygen  and  formation 
of  a  sulphate  and  free  sulphurig  agid,  and  the 
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same  change  takes  place  rapidly  on  boiling  the 
liquid.  _  The  "dry  salts  decompose  on  heating 
according  to  the  following  equation 

2KjSaO,=2K2S04+2S03+02. 

The  molecular  formula  of  the  persulphates  has 
been  found  from  eleetrioal  conductivity  measure- 
ments to  be  RaSjO,  and  not  RSOj  (Lowenherz, 
Chem.  Zeit.  16,  838). 

Solutions  of  the  persulphates  give  no  pre- 
cipitate with  barium  chloride ;  on  warming,  how- 
ever, barium  sulphate  slowly  separates  out,  and 
oxygen  is  evolved.  An  alkaline  lead  solution  gives 
a  precipitate  of  the  peroxide  on  boiling.  Fehline's 
solution  gives  a  red  precipitate  of  cuprous  oxide. 
Ferrous  sulphate  is  rapidfy  oxidised  to  ferric  sul- 
phate, with  rise  of  temperature.  Solutions  of 
manganous,  nickel  and  cobalt  salts  all  yield  pre. 
oipitates  of  the  higher  oxideB  when  mixed  with  a 
persulphate  and  warmed,  and  chromium  com- 
pounds are  oxidised  to  chromates.  Persulphurio 
acid  oxidises  many  organic  bodies,  converting 
alcohol  into  aldehyde,  and  aniline  into  a  brown 
colouring  matter,  and  bleaching  indigo,  litmus, 
and  turmeric  solutions.  Paper  and  cloth  become 
quite  rotten  after  being  dipped  in  a  solution  of  a 
persulphate.  Silver  nitrate  gives,  with  potas- 
sium persulphate,  a  black  precipitate  of  silver 
peroxide 

2AgN03-fKjSi,0,-f-2H,0 

=2KHS04+2HN03+Ag20a. 

If,  however,  a  strong  solution  of  ammonium 
persulphate  is  treated  with  ammonia  and  a  small 
amount  of  silver  nitrate,  a  vigorous  evolution  of 
nitrogen  takes  place,  and  the  liquid  becomes 
heated  to  boiling.  Silver  peroxide  is  first  formed, 
and  this  oxidises  the  ammonia  to  water,  setting 
free  nitrogen. 

By  warming  a  persulphate  with  concentrated 
sulphuric  acid  the  oxygen  is  liberated  largely  in 
the  form  of  ozone.  With  hydrochloric  acid 
chlorine  is  evolved. 

Persulphurio  acid  may  be  distinguished  from 
hydrogen  peroxide  on  the  one  hand,  and  Caro's 
acid  on  the  other,  by  its  neither  giving  a  reddish- 
brown  coloration  with  a  solution  of  a  titanium 
salt,  nor  reducing  a  dilute  solution  of  potassium 
permanganate,  whilst  it  does  not  immediately 
liberate  iodine  from  an  acidified  solution  of 
potassium  iodide. 

Commercial  ammonium  persulphate  may  be 
purified  by  making  a  saturated  solution  of  the 
salt  at  90°,  adding  ammonia  to  neutralise  the  free 
acid  present  (due  to  the  partial  decomposition  of 
the  persulphate),  filtering,  allowing  to  cool  to 
30°,  and  then  adding  twice  the  bulk  of  alcohol 
and  cooling  with  ice  applied  externally.  The 
crystals  wmch  separate  out  are  well  drained  and 
washed  with  alcohol  and  ether,  and  allowed  to 
dry  in  the  air. 

The  potassium  salt  has  been  employed  in 
photography  to  remove  the  last  traces  of  the 
sodium  thiosulphate  from  negatives  after  fixing. 

Literature.  Berthelot,  Compt.  rend.  86,  20, 
71,  and  277;  112,  1418;  Traube,  Ber.  22, 
151S;  24,  1764;  Mendeleefl,  BuU.  Soo.  chim. 
[iii.j  38,  168  ;  Marshall,  Chem.  Soo.  Trans.  1891, 
771 ;  Richarz,  Ber.  21,  1670 ;  Bredig,  ZeitSch. 
physikal.  Chem.  1893,  12,  230;  Moeller,  ibid. 
1893,  12,  255 ;  Schoop,  Zeitsch.  Elektrochem. 
1895,  273  ;  liowy  apd  West.  Chem,  Soc,  Trans, 


1900,  77,  960 !  Armstrong  and  Lowy,  Chem. 
News.  1902,  85,  193. 

Monopersulphuric  aeid  or  Caro's  acid  HjSOj. 
This  acid  was  discovered  by  Caro  in  1898, 
whilst  studying  the  action  of  sulphuric  acid  on 
persulphates,  and  was  more  fully  investi- 
gated by  Baeyer  and  Villiger  (Ber.  1901,  34, 
ojo). 

A  solution  of  the  acid  can  be  obtained  by 
triturating  10  grms.  of  potassium  persulphate 
with  20  grms.  of  concentrated  sulphuric  acid, 
allowing  the  mixture  to  stand  for  an  hour, 
pouring  it  on  to  ice,  and  removing  the  sulphuric 
acid  from  the  resulting  solution  by  the  addition 
of  barium  phosphate.  The  solution  thus  pre- 
pared, containing  free  phosphoric  acid,  is 
tolerably  stable,  and  only  very  slowly  undergoes 
hydrolysis  into  hydrogen  peroxide  and  sulphurio 
acid. 

Monopersulphuric  acid  is  also  formed  during 
the  electrolysis  of  moderately  concentrated 
sulphurio  acid  ;  if  an  acid  of  sp.gr.  1-4  be  electro- 
lysed, persulphurio  acid  is  first  produced,  and 
this  is  then  decomposed  by  the  water  present 

The  acid  has  been  prepared  in  a  nearly 
pure  state  by  D'Ans  and  Friedrich  (Ber.  1910, 
43,  1880)  by  the  subjoined  method.  The 
calculated  amount  of  100  p.o.  hydrogen  peroxide 
is  added  to  weU-cooled  chlorsulphonio  acid, 
when  an  evolution  of  hydrochloric  acid  gas  takes 
place.  The  mixture  is  allowed  to  become  warm, 
and  the  dissolved  hydrochloric  acid  sucked  o3 
at  the  pump.  The  residue  then  solidifies  to  a 
colourless,  crystalline  mass,  melting  at  about 
45°  TOth  slight  decomposition.  The  acid  thus 
prepared  has  a  purity  of  about  98  p.o.  Tlie 
following  equation  represents  the  reaction  taking 
place — 

SOj<3i^+H,02=SOj<^^jj+Ha 

By  using  twice  the  quantity  of  ohlnrsulphonio 
acid  persulphurio  acid  is  producud  {v.  supra) — 

2SOa<°i^+H20j=H,SA+2HCl 

Properties.  Monopersulphuric  acid  is  slowly 
decomposed  in  aqueous  solution  with  production 
of  hydrogen  peroxide  and  sulphurio  acid 

HjSOs+HjO =H2S04+H20a. 

This  reaction  is,  however,  a  balanced  one,  as  a 
mixture  of  hydrogen  peroxide  and  concentrated 
sulphurio  acid  forms  some  Caro's  acid.  It  may 
be  distinguished  from  hydrogen  peroxide  by  its 
not  giving  the  reddish-brown  coloration  with 
titanium  salts,  and  from  persulphurio  acid  by 
its  causing  an  immediate  liberation  of  iodine  from 
an  acidified  solution  of  potassium  iodide ; 
further,  monopersulphuric  acid  converts  aniline 
into  nitrosobenzene,  whereas  persulphurio  acid 
under  similar  conditions  only  produces  a  brown 
colouring  matter.  This  reaction  takes  place 
more  easily  with  p-  substituted  anilines,  such 
as  jp-bromaniline,  than  with  aniline  itself 
(Morgan). 

A  mixture  of  monopersulphuric  acid  and 
potassium  permanganate  forms  one  of  the  most 
powerful  oxidising  solutions  known. 

No  salts  corresponding  to  this  acid  have  9S 
yet  been  obtained. 
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The  -forfnula  assigned  to  Caro's  acid  by 
Baeyer  and  Villiger  was  HjSOj.  Other 
chemists  (Armstrong  and  Lowry,  Chem.  Kfews, 
1902,  85,  193 ;  Lowry  and  West,  Chem.  Soo. 
Trans.  1900,  950)  regarded  it  aa  HjSjOg  or 
HjSjOn  (Hj02,4S03).  The  formula  H.SOs 
has  been  established  by  Slater  Price  (Ber. 
1902,  291)  and  B'Ans  and  Friedrich  {ibid.  1910, 
880). 

According  to  Armstrong  and  Robertson 
(Proc,  Roy.  Soc.  1892,  50,  105)  a  series  of  per^ 
sulphuric  acids  exist.  The  acid  H202,4SOj  is 
supposed  to  be  formed  in  the  presence  of  strong 
sulphuric  acid  and  by  dilution,  acids  of  the  type 
H202,3S03,  H202,2S03,  &c.,  are  successively 
obtained. 

If  a  persulphate  in  the  state  of  powder  be 
treated  with  100  p.c.  sulphuric  acid  in  the  cold, 
^a  mass  possessing  a  strong  odour,  recalling  that 
of  chloride  of  lime,  is  produced.  This  substance 
has  quite  different  properties  from  Caro's  acid  ; 
thus  it  reduces  potassium  permanganate  and 
gives  a  reddish-brown  coloration  with  titanium 
salts.  The  composition  of  this  body  has  not 
been  definitely  established,  but  according  to 
Baeyer  and  Villiger  its  behaviour  is  possibly 
due  to  the  presence  of  a  higher  oxide  of  sulphur 
of  the  formula  SjOj. 

A  method  to  determine  hydrogen  per- 
oxide, persulphuric  acid,  and  monopersulphuric 
acid,  when  all  three  are  present  in  solution, 
has  been  devised  by  Baeyer  and  ViUiger 
(I.e.).  The  amount  of  monoperStdphurio 
acid  present  is  first  determined  by  adding  an 
acidified  solution  of  potassium  iodide,  and 
immediately  titrating  the  liberated  iodine  with 
sodium  thiosulphate  and  starch  paste.  The 
solution  thus  decolorised  slowly  turns  blue 
again  on  standing,  and  after  12-24  hours  it  is 
again  titrated,  the -iodine  now  representing  the 
amount  of  persulphuric  acid  present.  In 
another  portion  the  hydrogen  peroxide  is  esti- 
mated by  titration  with  potassium  permanga- 
nate. Though  not  strictly  accurate,  the  method 
yields  satisfactory  results. 

SULPHURIC  ACID.  Sulphur  trioxide,  or 
sulphuric  anhydride,  the  substance  indicated 
by  the  formula  SO3,  and  consisting  of  40  parts 
of  sulphur  and  60  parts  oxygen,  combines  with 
water  energetically  to  form  a  series  of  products 
capable  of  representation  by  the  formula 
TOSOsnHjO.  Some  of  these  hydrates  in  which 
m  and  n  have  certain  simple  integral  values  are 
usually  recognised  as  distinct  compounds,  either 
on  account  of  certain  well-marked  physical 
properties  or  because  of  the  existence  of  definite 
metallic  salts  derived  from  them  by  replacement 
of  the  hydrogen  by  metals,  whilst"  others  are 
considered  to  be  mixtures  of  these  hydrates,  or 
solutions  of  one  or  other  of  them  in  excess  of 
water. 

Starting  from  sulphur  trioxide  SO3,  which  is 
a  crystalline  solid,  melting  at  14-8°,  when  quite 
pure  and  free  from  water,  the  more  generally 
accepted  compounds  are — 

Pyrosulphuric  acid  2S03,H20.  A  crystalline 
solid  melting  at  35°,  the  melting-point  being 
lowered  on  the  addition  of  SO3  or  HjO.  Pyro- 
Bulphurio  acid  forms  definite  crystalline  salts, 
known  as  the  pyrosulphates. 

Sulphuric  acid  S03,H20.  A  liquid  at  the 
ordinary  temperature,  but  soUdifyiug  at  about 


10-5°,  and  also  forming  a  large  nnmber  of  well- 
defined  salts,  the  neutral  and  acid  sulphates. 

Dihydrated  sulphuric  acid  SO„2H20.  A 
liquid  forming  crystals  at  low  temperatures 
which  melt  at  8°.  Basic  lead  sulphate  Pb2S0, 
is  a  salt  corresponding  to  this  acid. 

Trihydrated  sulphuric  acid  S03,3H,0,  the 
hydrate  in  the  formation  of  which  the  maximum 
amount  of  contraction  takes  place,  and  which 
is  represented  by  the  salt,  mercury  orthosulphato 
(Turpeth  mineral)  HgjSOa. 

The  existence  of  numerous  hydrates  jn  addi- 
tion to  those  above-mentioned  has  been  inferred 
by  Pickering  (Chem.  Soo.  Trans.  1890,  648, 
331)  from  the  study  of  various  physical  pheno- 
mena connected  with  acids  of  diJferent  strengths. 
One  of  these  S03,5H20  hag  been  isolated  in 
hard,  well-defined  crystals  melting  at  —25°, 
whereas  mixtures  containing  either  more  or  less 
water  (within  certain  limits)  melt  at  lower 
temperatures. 

PHYSICAL  PROPERTIES  OF  SUL- 
PHURIC ACIDS. 

Commercially,  sulphuric  acids  may  be  divided 
into  two  classes,  viz. '  fuming  acids '  or  substances 
indicated  by  the  formula  »fS03'»H20  where 
m>» ;  and  '  nourfuming  acids  '  where  m<yi 
varying  from  O.V.  (oil  of  vitriol),  where  m  very 
nearly  equals  re,  down  to  '  chamber  acids '  of  sp.gr. 
1-5  and  less.  The  weaker  acids  on  heating  lose 
water,  becoming  more  and  more  concentrated 
until  finally  a  product  is  obtained  boiling  and 
distilling  at  above  300°,  and  containing  between 
98  and  99  p.c.  H2SO4,  the  remainder  being  water. 
Monohydrated  acid  100  p.c.  HjSO,  cannot  be 
obtained  in  this  way,  but  is  readily  formed  by 
the  addition  of  the  appropriate  amount  of  sulphur 
trioxide ;  the  monohydrated  acid  cannot  be  dis- 
tilled unchanged,  as,  on  heating,  the  boiling-point 
rises  from  290°  to  338°,  a  mixture  of  H2S04,SO, 
and  water  passing  over.  It  may  also  be  obtained 
from  98  p.c.  acid  by  cooling  it  to  below  0°,  and 
separating  the  crystals  which  form  about  that 
temperature,  melting  them  and  recrystallising. 
At  ordinary  temperatures  it  is  a  colourless  oily 
liquid.  Its  sp.gr.  is  1-8385  at  15°  (Lunge  and 
Naef),  and  the  addition  of  a  little  SO,  or  water 
raises  the  sp.gr.  It  fumes  slightly  in  air,  even 
at  ordinary  temperatures  giving  o£E  SO3,  and 
it  is  completely  dissociated  into  SOj  and  HjO 
at  about  440°  (Deville  and  Troost). 

NON-FUMINO  OB  Oedinaby  Sulphceio  Acids. 

The  following  table  of  the  freezing-  and 
melting-  and  boiling-points  is  compiled  from  the 
results  obtained  by  Lunge  (Ber.  1878,  370;  and 
1881, 2649 ;  Technical  Chemists'  Handbook,  132). 


Per  cent. 

Sp.gr. 

Boiling- 
point 

Fieezing-point 

Melting- 
point 

5 

1031 

101° 

_ 

_ 

10 

1-069 

102 





15 

L-107 

103-5 



— _ 

20 

1-147 

105 



. 

25 

1-184 

106-5 





30 

1-224 

108 

_^ 

35 

1-265 

110 

1      

40 

1-307 

114 

1      

45 

1-352 

118-5 

—                  

50 

1-309 

131 

-r— 
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Per  cent. 
HjSO, 

Sp.gr. 

Boiling- 
-point 

Freezing-point 

Melting- 
point 

corrected  aa  a  result  of  the  inveetigatioris  of 
Lunge,  Isler,  and  Naef.    Ure's  table,  although 
incorrect,  is  still  largely  used  as  a  standard  for 
commercial  purposes.    For  acids   approaching 

53 

1-428 

128-5 



— 

56 

1-459 

133 

— 

— 

the  concentiation  of  O.V.  the  sp.gr.  is  a  fallacious 

60 

1-503 

141-5 

— 

— 

test  of  strength,  because  acid  of  strength  98  p.o. 

62-5 

1-530 

147 

— 

>'  — 

65 

1-557 

153-5 

■ — 

— 

Knietsch's  Table. 

67-5 

1-585 

161 
170 

70 

1-616 

— 

— 

P.cSOj 

Melting-point 

P.cSOj 

Melting-point 

72 

1-639 
1-661 

174-5 
180-5 

Liquidat— 20° 

z 

74 

76 

1-688 

189 

Do. 

— 

1 

-0-6°C. 

65 

-4-2°C. 

78 

1-710 

199 

Do. 

— . 

3 

-1-7 

66 

+1-2 

79-5 

1-727 

-7-5 

-7-5 

5 

-2-7 

67 

+8-0 

80 

1-733 

207 

-8-5 

-8-5 

7 

-4-4 

68 

+8-0 

81-3 

1-749 

-0-2 

+4-5 

9 

-60 

69 

+7-0 

82 

l-758_ 

218-5 

— 

— 

11 

-7-2 

70 

+40 

83-2 

1-767 

_i- 

+1-6 

+6-5 

13 

-8-2 

71 

-10 

84 

1-773 

227 

+8-5 

+8-5 

15 

-9-3 

72 

-7-2 

86 

1-791 

238-5 

+4-5 

+8-0 

17 

-11-4 

73 

-16-2 

88 

1-807 

251-5 

-9-0 

-6-0 

19 

-15-2 

74 

-25 

90 

1-818 

262-5 

— 

— 

21 

-22-5 

75 

-34 

91 

1-824 

268 

Liquid  at -20 

— 

23 

-40-1 

76 

-32 

92 

1-830 

274-5 





— 

below  —40 

77 

-28-2 

93 

1-834 

281-5 





61 

-40 

78 

—16-5 

94 

1-837 

288-5 





62 

-20 

79 

-5-2 

95 

1-840 

295 

Liquidat— 20 

— 

03 
64 

-11-5 
—4-8 

80 
80-63 

+3 
+10 

Kcte< 

(Comp 

t.  rend.  1 

894,  119,  642) 

gives  a 

more  complete  table  of  freezing-points,  and 
Knietsch  (Ber.  34,  4069),  in  his  tables  of  the 
properties  of  sulphuric  acid,  gives  a  still  more 
extended  list. 


■Pictet's  Table. 

Formula 

HjSO. 
per  cent. 

Sp.gr. 

Fr.pt. 

HjSOi 

100-00 

1842 

+  10°C. 

H.SO1+H2O 

84-48 

1777 

+3°C. 

„       +2H,0      , 

73-08 

1650 

-^70°0. 

4HjO      . 

57-65 

1476 

-40'C. 

6H,0      . 

47-67 

1376 

-50'"C. 

8HjO      . 

40-50 

1311 

-65''C. 

,.        lOH.O      . 

35-25 

1268 

-88°C. 

IIH2O      . 

33-11 

1249 

-75°C. 

12HjO      . 

31-21 

12.33 

-55°C. 

I3H2O      . 

29-52 

1219 

-45°C. 

UH^O      . 

28-00 

1207 

-40°C. 

15H,0       . 

26-63 

1196 

-34°C. 

I6H2O      . 

26-39 

1187 

-26-5''C. 

ISHjO      . 

23-22 

1170 

-19°C. 

2OH2O.      . 

21-40 

1157 

-17°C. 

„        25H2O      . 

17-88 

1129 

■    -8-5°C. 

„        6OH2O      . 

9-82 

1067 

-3-5°C. 

75HjO      . 

6-77 

1045 

-0°C. 

„      IOOH2O      . 

5-16 

1032 

+2-5°C. 

„      30OH2O      . 

1-78 

1007 

+4-5°C. 

„    lOOOHjO      . 

0-54 

1001 

+0-5°C. 

The  specific  gravity  of  dilute  sulphuric  acid 
of  various  degrees  of  concentration  and  at  vari- 
ous temperatures  ha,s  been  examined  bya  number 
of  chemists  and  physicists  with  results  not 
always  exhibiting  as  close  concordance  as  might 
be  desired  ;  the  earlier  tables  given  by  Vauquelin, 
d'Aicet,  Ure,  Parkes,    &c.,  have  long  been  re- 

farded  as  superseded  by  the  more  exact  ones  of 
lineau  axid  Kolb ;  and  these  have  been  further 


HjSO,  has  a  maximum  density  as  compared  with 
either  stronger  or  weaker  acid. 

Apart  from  this,  the  effect  of  temperature 
variation  in  altering  the  sp.gr.  is  greater,  whilst 
the  effect  of  a  given  increment  in  strength  is  less, 
the  stronger  the  acid.  The  table  on  p.  314  is 
taken  from  Lunge's  Technical  Chemist's  Hand- 
book,^ and  is  based  on  the  latest  results  of  the 
above-mentioned  investigators  with  some  cor- 
rections introduced  by  the  Imperial  German 
Standards  Commission. 

S.  U.  Pickering  has  pubUshed  (Chem.  Soc, 
Trans.  1890,  64)  a  number  of  observations -on 
the  sp.gr.  of  sulphuric  acid  of  strengths  between 
0-997007  and  99-85700  p.o.  of  HjSO,,  m  which 
it  is  claimed  that  the  limit  of  error  does  not, 
as  a  rule,  exceed  0-000008  (eight  pa,rts  in  one 
million),  notwithstanding  that  the  eight  deter- 
minations of  the  strength  of  the  strong  sulphuric 
acid  used  to  prepare  other  strengths  by  dUution 
varied  between  99-704  and  99-962  p.c,  showing  a 
range  of  0-258,  or  about  1  part  in  400.  Founded 
on  these  results,  H.  D.  Richmond  has  calculated 
a  table  (J.  Soc.  Chem.  Ind.  1890,  479)  of  specific 
gravities  of  sulphuric  acid  between  the  limits 
1-8248  and  1-8384  referred  to  water  at  15° 
(90-86-100  p.c). 

Another  table,  '  the  result  of  a  careful  selec- 
tion of  figures  from  standard  authorities,'  has 
been  calculated  by  A.  H.  Elliott  (The  Chemical 
Trade  Journal,  March  24,  1888,  182).-  W.  C. 
Ferguson  (J.  Soc.  Chem.  Ind.  1905,  781)  gave 
the  table  adopted  by  the  Manufacturing  Chemists 
Association  of  the  United  States. 

The  specific  gravity  of  commercial  sulphuric 
acid,  as  compared  with  its  strength,  usually 
differs  slightly  from  that  found  in  the  case  of 
chemically  pure  acid,  owing  to  the  presence  of 
lead  sulphate  and  other  impurities. 

>  The  latest  edition  of  what  wasprevioualy  knoww 
as  the  AltaH-Makeca'  Jlaaclbook. 


Specific  Gravity 

pp  SruHTJEic  Aeir 

• 

' 

At  60°r.= 

=15-5°C. 

100  parts  by  weight 
contain 

1  litre  con- 

At 60PF.= 

15-5°C. 

100  parts  by  weight 
contain 

1  litre  con- 

tains kilos. 

of  H2SO4 

tains  kilosl 

Sp.gr. 

Degrees 
Twaddell 

SO3 

HjSO, 

Sp.gr. 

Degrees 
Twaddell 

SO, 

H,SO. 

of  HjSO, 

1-20 

40 

22-30 

27-32 

0-328 

1-67 

134 

60-95 

74-66 

1-246 

1-21 

42 

23-33 

28-58 

0-346 

1-68 

136 

61-63 

75-50 

1-268 

1-22 

44 

24-36 

29-84 

0-364 

1-69 

138 

62-29 

76-30 

1-289 

1-2S 

48 

25-39 

31-11 

0-382 

1-70 

140 

63-00 

77-17 

1-312 

1-24 

48 

26-35 

32-28 

0-400 

1-72 

142 

63-70 

78-04 

1-334 

1-25 

50 

27-29 

33-43 

0-418 

1-72 

144 

64-43 

78-92 

1-357 

1-26 

52 

28-22 

34-57 

0-435 

1-73 

146 

65-14 

79-80 

1-381 

1-27 

54 

29-15 

35-71 

0-454 

1-74 

148 

65-86 

80-68 

1-404 

1-28 

56 

30-10 

36-87 

0-472 

1-75 

150 

66-58 

81-56 

1-427 

1-29 

58 

3104 

38-03 

0-490 

1-76 

152 

67-30 

82-44 

1-451 

1-30 

60 

31-99 

39-19 

0-510 

1-77 

154 

68-17 

83-41 

1-478 

1-31 

62 

32-94 

40-35 

0-529 

1-78 

156 

68-98 

84-50 

1-504 

1-32 

-64 

33-88 

41-50 

0-548 

1-79 

158 

69-96 

85-70 

1-534 

1-33 

66 

34-80 

42-66 

0-567 

1-80 

160 

70-96 

86-92 

1-565 

1-34 

68 

35-71 

43-74 

0-586 

1-805 

161 

71-50 

87-60 

1-581 

1-35 

70 

36-58 

44-82 

0-605 

1-81 

162 

72-08 

88-30 

1-598 

1-36 

72 

37-45 

45-88 

0-624 

1-815 

163 

72-69 

89-05 

1-621 

1-37 

74 

38-32 

46-94 

0-643 

1-820 

164 

73-51 

90-05 

1-639 

1-38 

76 

39-18 

4800 

0-662 

1-821 

73-63 

90-20^ 

1-643 

1-39 

78 

40-05 

49-06 

0-682 

1-822 

73-80 

90-40 

1-647 

1-40 

80 

40-91 

50-11 

0-702 

1-823 

73-96 

90-60 

1-651 

1-41 

82 

41-76 

51-15 

0-721 

1-824 

74-12 

90-80 

1-656 

1-42 

84 

42-57 

62-15 

0-740 

1-825 

166 

74-29 

91-00 

1-661 

1-43 

86 

43-36 

53-11 

0-759 

1-826 

74-49 

91-25 

1-666 

1-44 

88 

44-14 

64-07 

0-779 

1-827 

74-69 

91-50 

1-671 

1-45 

90 

44-92 

55-03 

0-79g 

X-828 

74-86 

91-70 

1-876 

1-46 

92 

45-69 

65-97 

0-817 

1-829 

7503 

91-90 

1-681 

1-47 

94 

46-45 

56-90 

0-837 

1-830 

166 

75-19 

92-10 

1-685 

1-48 

96 

47-21 

57-83 

0-856 

1-831 

75-46 

92-43 

1-692 

1-49 

98 

47-95 

58-74 

0-876 

i-832 

75-69 

92-70, 

1-698 

1-50 

100 

48-73 

59-70 

0-896 

1-833 

75:89 

92-97 

1-704 

1-51 

102 

49-51 

60-65 

0-916 

1-834 

76-12 

93-25 

1-710 

1-52 

104 

50-28 

61-59 

0-936 

1-835 

167 

76-35 

93-56 

1-717 

1-53 

106 

51-04 

62-53 

0-957 

1-836 

76-57 

93-80 

1-722 

1-54 

108 

51-78 

63-43 

0-977 

1-83,7 

76-90 

94-20 

1-^3Q.  . 

1-55 

110 

52-46 

64-26 

0-996 

1^838 

77-23 

94-60 

1-739 

1-56 

112 

53-22 

65-20 

1-017 

1-839 

77-55 

9500 

1-748 

1-57 

114 

53-95 

66-09 

1-038 

1-840 

168 

78-04 

95-60 

'  1-759 

1-58 

116 

54-65 

66-95 

1-058 

1-8405 

78-33 

95-95 

1-765 

1-69 

118 

55-37 

67-83 

1-078 

1-8410 

78-69 

96-30 

1-784 

1-60 

120 

56-09 

68-70 

1-099 

1-8415 

79-47 
80-16 

97-35 

1-792 

1-61 

122 

56-79 

6906 

1-120 

1-8410 

98-20 

1-808 

1-62 

124 

57-49 

70-42 

1-141 

1-8405 

80-43 

98-52 

1-814 

1-63 

126 

58-18 

71-27 

1-162 

1-8400 

80-59 

98-72 

1-816 

1-64 

128 

58-88 

7212 

1-182 

1-8395 

80-63 

98-77 

1-817 

1-65 

130 

59-57 

72-96 

1-204 

1-8390 

80-93 

99-12. 

1-823 

1-66 

132 

60-26 

73-81 

1-225 

1-8385 

81-08 

99-31 

1-826 

Vakiation  of  Specific  Gravity  with  Temperature. 


0° 

10° 

20° 

30° 

40° 

50° 

75° 

100° 

1-857 

1-846 

1-835 

1-825 

1-816 

1-806 

1-782 

1-762 

1-807 

1-796 

1-784 

1-773 

1-762 

1-751 

1-725 

1-700 

1-754 

1-745 

1-735 

1-726 

1-716 

1-706 

1-683 

1-660 

1-704 

1-695 

1-685 

1-676 

1-666 

1-656 

1-634 

1-610 

1-654 

1-645 

1-635 

1-626 

1-617 

1-608 

1-586 

1-565 

1-604 

1-595 

1-585 

1-576 

1-567 

1-558 

1-537 

1-516 

1-552 

V  1-544 

1-536 

1-528 

1-520 

1-512 

1-491 

1-469 

1-502 

1-494 

1-486 

1-478 

1-470 

1-462 

1-441 

1-419 

1-452 

1-444 

1>436 

1-429 

1-423 

1-416 

1-395 

1-374 

1-402 

1-394 

1-386 

1-379 

1-372 

1-364 





1-352 

1-344 

1-336 

1-330 

1-324 

1-316 

— 

— 

1-300 

1-293 

1-287 

1-280 

1-274 

1-267 





1-250 

1-243 

1-237 

1-230 

1-224 

1-217 





1-200 

1-193 

1-186 

H80 

1-173 

1-165 





1-149 

1-143 

1-137 

1131 

1-125 

1119 

. — . 



1-098 

1-093 

1-087 

1-083 

1-077 

1072 





1-048 

1-043 

1-037 

1-032 

1-028 

1-022 

— 

— 

SULPHURIC  ACID, 
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Specific  Heat  op  Sdlphurio  Acib 


Specific 

Degfeea 

Speclflo 

Specific 

Degrees 

Specific 

gravity 

Bauinfi 

heat 

gravity 

Baum^ 

lieat 

1-842 

66 

0-3315 

1-320 

35 

0-67 

1-774 

63 

0-38 

1-263 

30 

0-73 

1-711 

60   ' 

0-41 

1-210 

25 

0-78 

1-615 

55 

0-45 

1-162 

20 

0-82 

1-530 

60 

0-49 

1-116 

15 

0-87 

1-453  , 

45 

0-55 

1-075 

10 

0-90 

1-383 

40 

0-60 

1-037 

6 

0-95 

Specific  lieat  of  dilute 
gives  the  foiegoing  table 


svlphuria  acid.   F.  Bode 
indicating  the  relation- 


ship between  the  sp.gr.  at  15°,  and  the  specifio 
heat  of  sulphuric  acid  (Zeitsoh.  angew.  Chiem. 

1889,  244 ;    also  J.  Soc.  Chem.  Ind.  1889,  543). 
A  number  of  determinations  of  the  heat  capa- 
city  of  sulphuiio   acid   solutions  of   different 
strengths  have  also  been  recorded  by  S.  U,  Kck- 
ering  (Chem.  Soc.  Trans.  1890,  64). 

Tension  of  agiteoua  vapour  etniited  by  dilute 
sulphuric  acid,  E.  Sorel  has  made  a  number  of 
experiments,  leading  to  the  following  results, 
abridged  from  much  fullet  tables  (Bull.  Soc.  Ind. 
Mulhouse,  1890,  240 ;   also  J.  Soc.  Chem.  Ind. 

1890,  175).  The  figures  represent  tensions  in 
milUmetres  of  mercury ;  obviously  they  are 
much  below  the  tensions  of  aqueous  vapour  in 
contact  with  water. 


Percentage  of 
H2SO4  in  acid 

Temperature 

10° 

20° 

30° 

40° 

60° 

60° 

70" 

80° 

90° 

44 

4-4 

8-6 

15-5 

28-1 

48-3 

_ 

_ 

_ 

48 

3-7 

7-1 

13-4 

23-9 

40-1 

69-0 

107-2 

-^ 



52 

30 

5-8 

10-9 

18-9 

31-5 

54-0 

84-5 

131-2 

207-9 

56 

2-2 

4-3 

8-1 

14-2 

24-1 

41-6 

650 

100-9 

160-0 

60 

1-6 

30 

61 

100 

16-9 

28-7 

46-1 

72-3 

118-7 

64 

1-2 

2-2 

40 

6-5 

10-9 

18-7 

30-3 

48-0 

83-7 

68 

0-9 

1-5 

30 

4-5 

7-2 

12-3 

19-4 

31-4 

66-0 

72 

0-7 

1-0 

2-0 

3-2 

4-8 

7-5 

120 

20-0 

33-7 

76 

0-4 

0-5 

1-4 

2-1 

30 

4-8 

7-5 

11-8 

18-5 

80 

0-2 

0-3 

0-8 

1-3 

1-9 

2-9 

4-1 

6-2 

9-3 

Tension  of  nitrous  anhydride  dissolved  in  sul- 
phuric acid  at  different  temperatures^  E.  Sorel 
{Ijs,  supra)  has  made  a  number  of  determina- 
tions of  the  amounts  of  nitrous  anhydride  given 
ofE  when  sulphuric  acid  of  different  strengths, 
and  containing  different  proportions  of  dissolved 
nitrous  gases,  was  made  to  flow  through  a  spiral 
tube  5  metres  long  placed  in  a  water-bath  at 
constant  temperature,  whilst  a  current  of  pure 
nitrogen  gas  passed  through  the  spiral  in  the 
opposite  direction ;  the  results  obtained  varied 
from  0-009  milligram  of  NjOj  per  litre  of  nitrogen 
at  0°,  and  760  mm.,  when  acid  of  sp.gr.  1-774, 
containing  28-4  grms.  NjO,  per  litre,  was  passed 
through  at  40-1°,  up  to  109-15  milhgrams,  when 
acid  of  sp.gr.  1-597,  containing  12-5  grms.  NjOj 
per  Utre,  was  passed  through  at  89-9° ;  in 
general,  the  weaker  the  acid  and  the  higher 
the  temperature  the  more  NjOj  was  evolved. 

G.  Lunge  (Zeitsch.  angew.  Chem.  1891,  37 ; 
also  J.  Soc.  Chem.  Ind.  1891,  364)  has  carried  out 
a  large  number  of  further  observations  on  this 
point,  employing  substantially  the  same  method, 
with"  the  difference  that  carbon  dioxide  was  used 
instead  of  nitrogen,  and  a  10-bulbed  tube  instead 
of  a  spiral.  Pure  nitrosulpljonio  acid  dissolved 
in  pure  sulphuric  acid  was  used  ;  no  nitric  acid 
was  found  in  the  solution.  The  following  tables, 
representing  grms.  per  litre  throughout,  are 
abridged  from  those  given  for  nitrous  vitriol  of 
gravity  resjreotively  1-720,  1-686,  1-633,  and 
1-60,  and  for  temperatures  of  50°-90°.  When 
plotted  as  curves,  the  figures  show  that  in 
presence  of  s'trong  acid,  and  at  low  temperatures, 
nitrosulphonic  acid  exists  as  a  compouiid  in 
the  fluid  ;  but,  on  diluting  the  liquid  and  raising 
the  temperature,  the  compound  is  dissociated, 
and  the  nitrous  acid  formed  remgvfd  by  the 
gases  into  ffhiph  it  diSuseg, 


Loss  Off  NjOj  AFTER   1    HOTJE,  DT7RINO  WHICH 

Time  5  Litres  of  CO,  were  passed. 


OrigiaaUy      -qo  '        gQO 
present       »"  "" 


70° 


80° 


90° 


Nitrous  vitriol 

,  sp.gr. 

1-72=78  y.cHjf 

5 



__ 

_. 

~    __- 

10 







0-018 

15 

— 

— 

0-006 

0-056 

20 

— 

— 

0031 

0-150 

25 

0-012 

0-031 

0-125 

0-312 

30 

0081 

0-125 

0-293 

0-550 

35 

0-156 

0-312 

0-525 

0-868 

40 

0-268 

0-500 

0-775 

1-193 

45 

0-406 

0-712 

1-050 

1-537 

50 

0-550 

0-931 

1-325 

1-876 

Nitrous  vitriol, 
8 

10 

15 

20 

25 

30 
.  35 

40 

45 

49 


sp.gr.   1-686=76  p.c. 


- 

z 

— 

0-012 

— 

— 

0-025 

0-100 

— 

0-050 

0-186 

0-425 

0010 

-0-200 

0-462 

1-025 

0-062 

0-362 

0-750 

1-700 

0-275 

0-625 

1-250 

2-362 

0-486 

0-886 

1-736 

3025 

0-825 

1-300 

2-325 

3-736 

1-100 

1-650 

2-886 

4-236 

iSO.. 
0-006 
0-037 
0093 
0-193 
0-356 
0-600 
0-956 
1-375 
1-800 
2-337 
2-675 

H,SO.. 
0-025 
0050 
0-225 
0-625 
1-662 
2-812 
4-175 
6-650 
6-976 
8-100 


Nitrous  vitriol,  sp.gr.  1-633=71^  p.c.  HjSO,. 

1  0-012  0-025  0-036  0-100  0-160 

5  0-212  0-300  0-436  0-736  0-826 

10  0-700  0-936  1-436  2086  2-375 

15  1-186  1-675  2-412  3-450  4162 

20  1-662  2-412  3-400  4-850  5-986 

25  2-700  3-636  5-000  6-800  8-662 

30  4-412  5-412  7-350  9-675  13125 

3?  6-236  6-3g5  «-576  Jl-175  16-363 
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Loss  OF  NjO,  AFTER   1   HOUE,    DUKING  WHICH 

Time  5  Litres  of  CO,  were  fassed — eontd. 


Originally 
present 


60" 


60^  ' 


70° 


80° 


90° 


Nitrous  vitriol,  sp.gr.  1-60=69  p.c.  HjSO, 


1 

0050 

0-086 

0-175 

0-336 

0-412 

5 

0-812 

1-150 

1-500 

2-120 

2-700 

10 

1-975 

2-812 

3-712 

4-990 

6-475 

15 

3-360 

4-612 

6-125 

8-400 

10-625 

20 

4-700 

6-425 

8-562 

11-850 

14-800 

Heat  of  solviion  of  sulphuric  acid,  A  con- 
siderable amount  of  heat  is  evolved  on  mixing 
sulphuric  acid  with  water.  Knietsch  (Ber.  1901, 
4103)  gives  the  following  table  for  the  heats  of 
solution  of  acids  of  different  strengths. 


SO,, 

HjSO* 

Cal- 

SO3 

H,SO. 

Cal- 

p.c. 

p.c. 

ories 

p.c. 

p.c. 

ories 

50 

61-25 

39 

67 

82-08 

93 

51 

62-48 

41 

68 

83-30 

98 

52 

63-70 

44 

69 

84-53 

103 

53 

64-93 

46-5 

70 

85-75 

108 

54 

66-15 

49 

71 

86-98 

113 

55 

67-38 

51-5 

72 

88-20 

119 

56 

68-60 

54 

73 

89-43 

126 

57 

69-83 

57 

74 

90-65 

133 

58 

71-05 

59-5 

75 

91-88 

1.39 

69 

72-28 

62 

76 

93-10 

146 

60 

73-50 

65 

77 

94-33 

152 

61 

74-73 

68 

78 

95-55 

160 

62 

75-95 

72 

79 

96-78 

168 

63 

77-18 

75 

80 

98-00 

178 

64 

78-40 

79 

81 

99-23 

188 

65 

79-63 

83-5 

81-63 

100-00 

193 

66 

80-85 

88 

Fuming  Sulphuric  Acids. 
Fuming  acid  ia  generally  valued  in  propor- 
tion to  the  amount  of  trioxide  present,  the 
balance  being  HjSOj.  The  sp.gr.  is  sometimes 
employed  as  a  test  of  strength,  but  is  fallacious, 
since  the  density  of  acid  containing  about 
60  p.c.  of  SO3  is  a  maximum,  both  stronger  and 
weaker  acids  exhibiting  lower  densities.  The 
following  table  is  given  by  E.  Messel  (J.  Soc. 
Chem.  Ind.  1885,  573),  all  the  specimens  being 
liquid  at  26-6°. 


Percentage 
ofSOj 

Specific  gravity 

Physical  character 
at  eo"!. 

At  80°r. 
=26-6°C. 

Calculated 
to  60°F. 
=15-5°C. 

8-3 

1-842 

1-852 

Liquid    . 

30  0 

1-930 

1-940 

Crystalline 

40-0 

1-956 

1-970 

mass  resem- 

44-5 

1-961 

1-975 

bling  nitre 

46-2 

1-963 

1-977 



59-4 

1-980 

1-994 

1 

60-8 

1-992 

2-006 

Liquid    .          .{ 

fi5-0 

1-992 

2  006 

1 

69-4 

2002 

2016 

1 

72-8 

1-984 

1-998 

Crystalline       J 

80-0 

1-959 

1-973 

1 

82-0 

1-953 

1-967 

C.  Winkler  has  obtained  values 
fering  from  Messel's,  the  acid  used 
mercial,'  and  tbereforepossibly  not 


Specific 
gravity 
at  20°C. 
1-860 
1-870 
1-880 
1-890 
1-900 
1-910 


Per- 
centage 
of  SO, 
1-54 
4-28 
6-42 
8-16 
10-07 
11-43 


Specific 
gravity 
at  2G°C. 
1-920 
1-930^ 
1-940 
1-950 
1-960 
1-970 


slightly  dif  ■ 
being  'com- 
quite  pure. 

Per- 
centage 
of  SO, 

15-95 

21-34 

28-03 

31-46 

35-87 

44-64 


Knietsch  (Ber.  1901,  4101)  gives  a  more 
complete  table  of  sp.gis.  at  35°,  also  for  com- 
mercial fuming  acid,  and  in  addition  a  series  of 
observations  at  15°  and  45°.  He  finds  that  acid 
containing  60  p.c.  free  SO,  has  the  maximum 
density  at  15°,  56  p.c.  free  SO,  at  35°,  and  50  p.c. 
free  SO,  at  45°. 

Specific  Gravities  of  Fumiito  Acid 
AT  35°C. 


Free 
SO, 
p.c. 


Sp.gr. 


0 

1-8186 

2 

1-8270 

4 

1-8360 

6 

1-8425 

8 

1-8498 

10 

1-8565 

12 

1-8627 

14 

1-8692 

16 

1-8756 

18 

1-8830 

20 

1-8919 

22 

1-9020 

24 

1-9092 

26 

1-9158 

28 

1-9220 

30 

1-9280 

32 

1-9338 

Free 
SO, 
p.c. 


34 
36 
38 
40 
42 
44 
46 
48 
50 
52 
54 
56 
58 
60 
62 
64 
66 


Sp.gr. 


9405 
9474 
9534 
•9584 
9612 
'9643 
•9672 
■9702 
9733 
■9749 
■9760 
■9772 
■9754 
■9738 
9709 
9672 
9636 


Free 
SO, 
p.c. 


68 
70 
72 
74 
76 
78 
80 
82 
84 
86 
88 
90 
92 
94 
96 
98 
100 


Sp.gr. 


1-9600 
1-9564 
1-9502 
1-9442 
1-9379 
1-9315 
1-9251 
1-9183 
1-9115 
1-9046 
1-8980 
1-8888 
1-8800 
1-8712 
1-8605 
1-8488 
1-8370 


A  more  accurate  method  consists  in  weighing 
out  a  portion  of  the  acid  to  be  examined  in  a 
sealed  bulb,  which  is  then  broken  under  ■water 
by  shaking  up  in  a  bottle ;  sulphurous  acid, 
generally  present,  is  first  determined  by  titra- 
tion with  iodine  solution,  and  then  the  SO,  by 
precipitation  as  barium  sulphate  or  volumetri- 
cally  (Messel,  I.e.  p.  521).  Lunge  and  Bey 
(Zeitsch.  angew.  Chem.  1891,  163)  recommend  a 
special  form  of  bulb-tap  pipette  instead  of  a 
sealed  bulb  for  this  purpose.     The  table   on 

£.  317  is  abridged  from  a  longer  one  given  by 
unge  and  Hurter  (Technical  Chemists'  Hand- 
book, p.  134),  for  the  reduction  of  percentages  of 
total  SO,  thus  found  to  percentages  of  S0„  the 
balance  being  H^SOj. 

Setlik  finds  (Chem.  Zeit.  13, 1670 ;  Chem.  Soc. 
Abstr.  1890,  414;  J.  Soc.  Chem.  Ind.  1890,  417) 
that  a  simple  method  of  valuation,  -with  sufBcient 
accuracy  for  most  purposes,  is  to -titrate  100 
grms.-  in  a  flask  with  water  until  the  acid  ceases 
to  give  ofi  fumes,  the  flask  being  kept  cool.  At 
first  a  thick  cloud  is  formed  on  the  addition  o^ 
each  drop,  but  latterly  the  fumes  become  less 
apparent.  The  flask  must  then  be  shaken  after 
eaeU  ojdition  of  water  until  tUe  fumw  aw 
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31? 


GoDtains  pet  cent. 

TotalSO, 
found  by  aaaiysis 

SOjHj 

SO, 

81-63 

100 

'      0 

82-00 

98 

2 

82-37 

96 

4 

82-73 

94 

6 

83-10 

92 

8 

83-47 

90 

10 

83-84 

88 

12 

84-20 , 

86 

14 

84-57 

84 

16 

84-94 

82 

18 

85-31 

80 

20 

85-67 

78 

22 

86-04 

76 

24 

86-41 

74 

26 

86-78 

72 

28 

87-14 

70 

30 

87-51 

68 

•      32 

87-88 

66 

34 

88-24 

64 

36 

88-61 

62 

38 

88-98 

60 

40 

89-35 

58 

42 

89-71 

56 

44 

90-08 

54. 

46 

90-45 

52 

48 

90-82 

50 

CO 

91-18 

48 

52 

91-55 

46 

54 

91-92 

44 

56 

92-29 

42 

58 

92-65 

40 

60 

93-02 

38 

62 

93-39 

36 

64 

93-76 

34 

66 

94-12 

32 

68 

94-49 

30 

70 

94-86 

28 

72 

95-22 

26 

74 

^    95-69 

24 

76 

95-d6 

22 

78 

06-33 

.20 

80 

96-69 

18 

82 

97-06 

16 

84 

97-43 

14 

86 

97-80 

12 

88 

98-16 

10 

90 

98-53 

8 

92  - 

98-90 

6 

94 

99-27 

4 

96 

99-63 

2 

98 

10000 

0 

100 

absorbed  before  adding  the  next  portion : 
1  0.0.  of  water  represents  4-444  grms.  SOj. 
Acids  containing  more  than  35  p.c.  of  SO, 
should  be  diluted  down  to  about  that  strength 
by  addition  of  pure  HjSO,.  Lunge  regards 
this  method  as  insufficiently  accurate  for  use 
between  buyer  and  seller,  although  otherwise 
convenient. 

It  may,  however,  be  rendered  quite  reliable 
for  practical  purposes  by  using  sulphuric  acid  of 
known  strength  instead  of  water. 

Melting-  and  boiling-points  of  fuming  acids. 
The  following  tables  are  given  by  Knietsch 
(Ber.  1901,  4100  apd  4101). 


Total  SO3 
per  cent. 


82-3 

83-4 

86-45 

89-5 

93-24 

99-5 


Free  SO, 
per  cent. 


3-64 
9-63 
26-23 
42-84 
63-20 
97-2 


Boiling-point. 


212 

170 

125 

92 

60 

43 


Free  SO, 
per  cent. 

Melting-point. 

Free  SO  3 
per  cent. 

Melting-point. 

0 

-flO-0 

55 

+  18-4 

5 

+3-5 

60 

+0-7 

10 

--4-8 

65 

+0-8 

15 

-11-2 

70 

+9-0 

20 

-11-0 

75 

+  17-2 

25 

-0-6 

80 

+22-0 

30 

+15-2 

85 

+33  0  (27) 

35 

+26-0 

90 

+34-0  (25) 

40 

+33-8 

95 

+36-0  (20) 

45 

+34-8 

100 

+40-0  (17-7) 

50 

+28-5 

The  numbers  in  the  brackets  denote  the 
fusing-polnts  of  fresh  not  yet  polymerised  acids. 

Sulphur  trioxide,  or  sulphuric  anhydride, 
when  quite  pure  and  free  from  traces  of  water 
is  a  crystalline  solid  melting  at  14-8°  to  a  colour- 
less liquid  which  boils  at  46-2°  (W,eber,  Ber.  19, 
3187).  The  crystals  are  long  transparent 
prisms  similar  to  those  of  potassium  nitrate.  The 
presence  of  a  trace  of  water  renders  this  form 
unstable,  and  on  standing  for  some  time  it 
changes  to  an  asbestos  like  solid  which  begins 
to  melt  at  about  50°,  gradually  passing  back  to 
the  original  form.     Oddo  (Chem.  Zentr.  1901, 

Specific  Heats  of  Fumino  Acids  (Knietsch). 


Total  SO3  p.c. 


76-4       > 

— 

81-5 

— 

83-46 

10 

85-48 

20-95 

90-0 

45-56 

93 

61-89 

94-64 

70-6 

97 

83-67 

99 

94-06 

100 

100-0 

Free  SO3  p.c. 


Sp.  heat 


0-3691 

0-3478 

0-3417 

0-3391  (mm.) 

0-360 

0-425 

0-473 

0-590 

0-710 

0-770 


969)  showejd  that  the  second  modification  was 
a  polymer  of  the  first,  and  should  be  represented 
by  the  formula  Sfis-  Schenck  (Annalen, 
316,  1)  regards  the  more  liquid  modification  as 
a  solution  of  the  asbestos  hke  polymer  in  real 
SO,  in  a  state  of  unstable  equilibrium.  Knietsch 
(Ber.  1901,  4100)  gives  the  melting-point  of  pure 
SOa  as  17-7?.  On  adding  small  quantities  of 
water  the  melting-point  is  raised  until  at  85  p.c. 
free  SO,  it  is  27°  (maximum).  On  standing  this 
polymerises ;  it  no  longer  melts  on  heating,  but 
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Heats  of  SoLtfiioiJ  oj  PtrMwo  Acids  (Knietsoh), 
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8O3  total 
pet  cent. 


SO,  free 
per  cent. 


»2 

2'0 

199 

83 

7-6 

210 

84 

12-9 

2235 

85 

18-3 

237-5 

86 

23-5 

250 

87 

29-2 

265 

88 

34-7 

278 

89 

401 

292 

90 

45-6 

308 

91 

610 

325 

92 

66-4 

344 

93 

61-9 

363 

94 

67-3 

381 

95 

72-8 

401 

96 

78-3 

421 

97 

83-7 

442 

98 

89-1 

465 

99 

84-6 

490 

100 

1000 

515 

Calories 


Heat  o!  solu- 
tion of  Bolid 
acids 


286 
304 
322 
340 
360 
380 
402 
423 
442 
463 
486 


sublimes  and  passes  back  again  to  the  original 
modification. 

Knietsch  also  gives  tables  of  electric  resist- 
ance, vapour  tensions,  viscosities,  capillarity,  and 
action  on  iron,  and  heJias  plotted  them  out 
graphically  in  a  series  of  curves  representing  the 
properties  of  sulphuric  acid  both  fuming  and 
ordinary  (Kg.  1)  (J.  Soc.  C!hem.  Ind.  1902,  343). 

These  curves  show  that  the  acid  containing 
98-3  p.c.  HjSOj,  which  is  the  maximum  strength 
obtainable  on  concentrating  weaker  acids  by 
heat,  and  which  distils  unchanged,  has  certain 
well-defined  properties.  It  has  the  maximum 
boiling-point  and  minimum  vapour  tension. 
It  has  the  highest  specific  gravity  of  any  hydrated 
acid.  Electrical  resistance  begins  suddenly  to 
rise  at  this  point  to  a  maximum  at  100  p.c.^ 
H2SO4,  and  the  action  of  the  acid  on  iron 
decreases  at  the  same  time  to  a  minimum. 

Other  features  of  these  curves  to  be  noted 
are — 

I.  Melting-point.  Shows  sharply  defined 
maxima  and  minima  at  points  representing 
definite  molecular  proportions  of  H2^04  to 
HjO  or  to  SO3. 


II.  Density.  Maxima  at  98-3  p.c.  HjSO, 
and  at  62  p.c.  free  SO,. 

III.  Specific  heat.  Minimumat20p.c.freeSO,. 

IV.  Heat  of  solution.  Rises  steadily  at 
increasing  rate. 

V.  Electrical  resistance.  Great  increase  in 
conductivity  caused  by  addition  of  a  small 
quantity  of  acid  to  water.  Indication  of 
hydrate  H2S04,H20  by  small  maximum  there. 
Enormously  rapid  increase  of  resistance  as 
HiSOj  approached  (maximum  resistance),  and 
corresponmngly  rapid  decrease  on  addition  of 
SO,  to  HjSOj  until  10  p.c.  free  SO,  reaxihed,  from 
which  point  there  is  again  a  rapid  increase. 

VI.  BoiUng-point.  Maximum  98-3  p.c. 
HjSO,. 

VU.  Action  on  iron.  Bead  from  top  of 
diagram.     Maximum  action  at  10  p.c.  free  SO,. 

The  action  of  sulphuric  acids,  both  fuming 
and  ordinary,  on  iron  and  lead  is.  a  matter  of 
considerable  importance,  as  these  metab  are 
used  to  a  large  extent  in  the  processes  of  manu- 
facture of  these  acids. 


Coal  iron.  Acids  of  all  strengths  from 
chamber  acid  of  100°Tw.  to  100  p.c.  HjSO, 
have  very  little  action  at  ordinary  temperatures, 
but  if  boiled  in  cast-iron  vessels  considerable 
action  takes  place  with  the  weaker  strengths, 
but  it  decreases  as  the  acid  becomes  more  con- 
centrated, until  at  98  p.c.  H^SO^  the  iron  is 
scarcely  attacked  at  all.  Fuming  acids  below 
20  p.c.  free  SO,  have  a  somewhat  greater  action 
than  98-100  p.c.  HjSO,,  but  above  that  strength 
the  action  practically  ceases ;  but  cast-iron 
vessels  are  not  suitable  for  the  manufacture  of 
fuming  acids,  owing  to  the  fact  that  the  SO, 
penetrates  into  the  pores  of  the  metal  causing 
strains  (probably  due  to  the  formi^tion  of  gases 
in  the  pores  by  action  on  the  carbon)  which 
cause  them  to  suddenly  crack  without  any 
warning. 

On  the  other  hand,  wrought  iron  is  unattacked 
by  fuming  acids  above  27  p.c.  free  SO,,  but 
below  that  strength  some  action  takes  place,  it 
being  greatest  about  10  p.c.  free  SO,. 

Wrought  iron  is  acted  on  more  rapidly  than 
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east  iron  by  acids  below  100  p.c.  HjSO,,  especi- 
ally at  Wgh  temperatures,  but  in  the  cold  the 
action  is  very  slight  with  acids  above  laO^Tw., 
and  wrought-iron  or  steel  vessels  are  very 
largely  used  for  conveying  and  storing  acids  of 
all  strengths  above  70  p.c.  HjSOj. 

Alloys  6f  iron  arid  silicon  are  much  less 
attacked  by  boiling  acids  than  iron  itself,  and 
vessels  made  of  certain  of  these  alloys  (metillure 
and  tantiron)  may  be  used  for  concentrating  even 
very  weak  acids  up  to  98  p.c.  H^SOj.  Fuming 
acids,  however,  energetically  attack  '.  these 
alloys. 

Lead.  The  action  of  acids  up  to  140°-150°Tw. 
is  very  slight  even  when  heated  to  near  the 
boiling-point  of  the  acid,  but  if  the  latter  is 
actually  boiled  the  lead  is  strongly  attacked. 
Above  150°Tw.  up  to  96  p.c.  HjSO,  the  action 
is  still  inconsiderable  in  the  cold,  but  in- 
creases as  the  temperature  rises,  the  lead  being 
rapidly  dissolved  by  ordinary  concentrated 
Sulphuric  acid  at  about  250°-260°C.  Monohy- 
drate  acts  still  more  stronglj',  and  fuming  acids 
even  at  ordinary  temperatures  energetically 
attack  this  metal. 

The  impurities  in  ordinary  lead  have  a  con- 
siderable influence  on  its  resistance  to  the  action 
of  sulphuric  acid  under  different  conditions. 
At  ordmary  temperatures,  and  even  up  to  100°C., 
the  purest  lead  is  least  attacked  by  sulphuric 
acids  concentrated  or  dilute.  Impurities  such 
as  bismuth,  antimony,  zinc,  or  copper  all  have 
a  harmful  effect,  but  for  very  high  temperatures 
approaching  200°  as  in  the  hottest  concentrating 
pans  the  addition  of  a  little  copjier  (0- 1-0-2  p.c.) 
appears  to  be  of  advantage  (Lunge,  Sulphuric 
Acid,  vol.  i.  209).  The  influence  of  physical 
condition  and  chemical  composition  on  com- 
.  mercial  lead  for  pan  concentration  of  sulphuric 
acid  has  also  been  investigated  by  Hart  (J.  Soc. 
Chem.  Ind.  1907,  504). 

THE  MANUFACirURE  OF  SULPHURIC 
ACID. 

Two  methods  have  been  employed  for  the 
manirtacture  of  sulphuric  acid :  (1)  By  decom- 
posing natural  or  artificially  prepared  sulphates 
by  heat,  and  (2)  by  burning  sulphur  or  ores  con- 
taining sulphur  to  sulphur  dioJdde,  and  further 
oxidising  the  latter  to  sulphur  trioxide  or  sul- 
phuric acid.  Since  about  1900  the  first  method 
has  fallen  into  disuse,  but  before  that  time  it 
had  been  employed  for  a  great  many  years  for 
making  fuming  acid,  and  it  has  been  blown  for 
centuries,  and  was  the  original  method  by  which 
sulphuric  acid  was  first  obtained. 

During  the  last  century,  however,  by  far 
the  larger  quantity  of  acid  has  been  obtained  by 
the  second  method.  If  sulphur  or  materials 
containing  sulphur  are  burnt  in  excess  of  air 
sulphur  dioxide  is  produced,  together  with  a 
little  sulphur  trioxide,  and  the  oxidation  of 
the  sulphur  dioxide  is  completed  in  one  of  two 
ways.  1.  By  the  action  of  oxides  or  acids  of 
nitrogen  in  the  presence  of  steam. or  water; 
these  oxides  or  acids  act  as  carrir.vs  of  oxygen 
fromtheexoessofairpresentto  the  sulphur  dioxide 
producing  sulphuric  acid  more  or  less  diluted  with 
water.  This  is  the  basis  of  what  is  known  as  the 
jchamber  process,  as  it  is  carried  out  in  large  leaden 
chambers.  2.  By  the  catalytic  or  surface  action 
of  certain  substances,  such  as  platinum,  oxide 


of  iron,  &o.,  wliicli  under  certain  conditions  have 
the  power  of  causing  the  rapid  combination  of 
sulphur  dioxide  and  oxygen  to  form  sulphur  tri- 
oxide. This  is  the  basis  of  the  contact  process, 
and  all  fuming  acid  is  now  made  by  tjiis  method, 
and  also  a  considerable  amount  of  highly  concen- 
trated non-fuming  or  ordinary  sulphuric  acid. 

The  Lead  Chamber  Peocess. 

Early  history.  It  has  long  been  known  that 
when  brimstone  and  a  small  quantity  of 
saltpetre  are  burnt  together  in  moist  air  or  in 
vessels  •containing  water  to  absorb  the  fumes 
produced,  an  acid  liquid  results,  which  can 
be  concentrated  by  evaporation.  About  1740, 
Ward  started  a  small  factory  at  Richmond, 
Surrey,  for  the  preparation  of  sulphuric  acid 
by  such  a  process.  8  parts  of  sulphur  and  1  part 
of  saltpetre  were  burnt  together  in  a  glass 
vessel  shaped  like  a  bell  containing  a  little 
water  at  the  bottom  and  kept  warm  on  a 
sand-bath.  As  soon  as  the  fumes  from  one 
charge  were  condensed,  a  second  was  introduced 
and  fired,  and  this  was  continued  until  the  acid 
was  strong  enough  for  use  either  at  once  or  after 
concentration  in  glass  retorts.  The  first  im- 
provement was  the  substitution  by  Roebuck  in 
1746  of  lead  vessels  or  chambers  for  glass  b«lls  ; 
and  60  or  60  years  later  the  use  of  steam  from 
a  separate  boiler  and  of  a  continuous  current  of 
air  with  a  sulphur  burner  separate  from  the 
leaden  chamber  were  introduced.  About  1818 
a  Mr.  Hill  of  Deptford  was  the  first  to  substitute 
pyrites  for  brimstone  ;  in  1827  the  Gay-Lussao 
tower  for  the  recovery  of  the  nitrous  fumes 
carried  away  in  the  spent  gas  was  invented,  and 
in  1859  Glover  buUt  his  first  tower  for  denitrating 
the  nitrous  vitriol  obtained  from  the  Gay-Lussao 
tower,  and  for  economising  fuel  by  utiUsing  the 
heat  evolved  in  the  combustion  of  the  pyrites 
for  concentrating  the  dilute  chamber  acid  and 
supplying  the  chamber  with  a  portion  of  the 
steam  required  for  the  process. 

The  essential  characteristic  of  the  chamber 
process  is  the  action  of  the  oxides  of  nitrogen 
in  the  presence  of  water  in  conveying  oxygen  to 
the  sulphur  dioxide,  being  reformed  each  time  so 
that  they  react  over  and  over  again  with  succes- 
sive quantities,  of  sulphur  dioxide,  until  the 
oxidation  is  practically  complete ;  then  the 
greater  part  of  them  may  be  recovered  by  absorp- 
tion from  the  exit  gas  and  introduced  into  the 
process  again. 

Raw  Materiai.s  for  Sulphueio  Acid 
Manufacture. 

Brimstone.  Commercial  brimstone  as  used 
in  the  manufacture  of  sulphuric  acid  contains 
generally  95-98  p.c.  sulphur,  2-5  p.c.  ash, 
which  is  chiefly  sand  and  calcium  sulphate,  and 
also  a  little  bituminous  matter.  For  European 
consumption  the  great  bulk  of  it  comes  from 
Sicily. 

A  certain  amount  of  sulphur  recovered 
from  alkali  waste  by  the  Chance-Claus  process, 
and  also  from  spent  oxide  of  gas  works,  is  used 
for  acid  making.  The  latter  is  usually  dark- 
coloured  owing  to  the  presence  of  tarry  matters. 
In  the  United  States  all  the  sulphur  required 
for  home  consumption  is  obtained  from  Louisiana 
by  the  Frasoh  method  of  extraction  (u.  Sul- 
phur). 
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Technical  analysis.  Determination  of  mois- 
ture. 100  graas.  are  roughly  crushed  and  dried 
at  212°  in  the  steam  oven  until  the  weight  is 
Constant. 

DetermiTMtion  of  ash.  10  grms.  are  burnt 
in  a  tared  porcelain  dish  and  the  residue  weighed. 

Direct  estimation  of  sulphur  (Macagno,  Chem. 
NewS;  43,  192).  50  grms.  of  finely-ground 
brimstone  are  dissolved  in  200  o.c.  carbon 
disulphide  in  a  well-stoppered  bottle,  and  the 
specific  gravity  of  the  solution  is  determined  at 
a  given  temperature  t°.  This  is  reduced  to  the 
sp.gr.  at  15    by  means  of  the  formula 

S=«X0-00014  (<-15) 
(valid  up  to  25°),  and  the  percentage  of  sulphur 
determined  from  the  following  table. 


s 

Percentage 

S 

Percentage  of 

ot  sulphur 

sulphur 

1-2711 

4x0 

1-321 

4x12-1 

1-274 

4x0-6 

1-324 

4x12-8 

1-276 

4x1-2 

1-327 

4x13-5 

1-279 

4x1-9 

1-330 

4x14-2 

1-282 

4X20 

1-333 

4x15-0 

1-285 

4x3-4 

1-336 

4x15-6 

1-288 

4x4-1 

1-339 

4x16-4 

1-291 

4x4-8 

1-342 

4x17-1 

1-294 

4x5-6 

1-345 

4x17-9 

1-297 

4x6-3 

1-348 

4x18-6 

1-300 

4x7-0 

1-351 

4x19-3 

1-303 

4x7-8 

1-354 

4x20-1 

1-306 

4x8-5 

1-357 

4x210 

1-309 

4x9-2 

1-360 

4x21-8 

1-312 

4x9-9 

1-363 

4x22-7 

1-315 

4x10-6 

1-366 

4x23-6 

1-318 

4x11-3 

1-369 

4x24-8 

F.  B.  Carpenter  (J.  Soc.  Chem.  Ind.  1902, 
832)  states  tlmt  if  much  gypsum  is  present,  it 
interfei-es  with  the  carbon  disulphide  treatment, 
and  must  previously  be  removed  by  boiling  with 
hydrochloric  acid. 

Pyrites.  Pure  iron  pyrites  has  the  com- 
position FeSj,  but  commercial  pyrites  mostly 
contains  more  or  less  copper  pyrites  CujS-FejS,, 
together  with  varying  amount  of  silicious  gangue 
and  small  quantities  or  traces  of  arsenic,  zinc, 
lead,  antimony,  selenium,  mercury,  thallium,  &c. 
Its  value  is  dependent  quite  as  much  on  the 
quantity  of  copper  present  as  on  the  amount  of 
sulphur.  The  analyses  given  on  -p.  321  show 
the  composition  of  the  various  kinds  of  pyrites 
that  are,  or  have  been,  somewhat  extensively  used 
for  the  manufacture  of  sulphuric  acid.  It  will  be 
seen  from  the  table  that  the  sulphur  may  vary 
from  30  to  about  -50  p.c.  The  poorer  ores,  such  as 
Wicklow  containing  only  from  30  to  35  p.c. 
sulphur,  are  seldom  used  now,  manufacturers 
preferring  the  richer  Spanish  and  Norwegian 
ores,  owing  to  the  fiict  that  the  cost  of  hancSing 
and  working,  pyrites  is  much  the  same,  no  matter 
what  the  percentage  of  sulphur  may  be,  and  at 
the  same  time  the  proportion  of  unbumt  sulphur 
left  in  the  '  cinders '  ■mR  be  the  greater  the  lower 
the  percentage  in  the  ore  before  burning. 

A  certain  quantity  of  pyrites  is  obtained  in 
coal  mining,  and  is  picked  from  the  coal  (coal 
brasses).  It  always  contains  some  adhering 
carbonaceous  matter,  which  causes  trouble  in 


the  chambers  when  it  is  burnt  for  sulpkurle 
acid  making. 

Along  the  coast  of  the  isle  of  Sheppey  in 
Kent  a  considerable  amount  of  pyrites  has  from 
time  to  time  been  collected  on  the  beaches 
(having  been  washed  out  of  the  clay)  and  burnt 
for  the  production  of  sulphuric  acid. 

Ancdysia  of  pyrites.  Determination  of  sul- 
phur (Lunge's  Technical  Chemists'  Handbook, 
110).  0-5  grm.  pyrites  is  heated  with  about 
10  c.c.  of  a  mixture  of  3  volumes  nitric  acid 
(sp.gr.  1-4),  and  1  of  strong  hydrochloric  acid, 
solution  being  accelerated  by  heating  now  and 
then,  and  the  whole  is  evaporated  to  dryness, 
heated  with  6  c.c.  more  hydrochloric  acid  and 
evaporated  again.  The  residue  is  moistened 
with  1  c.c.  hydrochloric  acid,  and  taken  up  with 
100  c.c.  hot  water  filtered  and  washed.  The 
insoluble  residue  consisting  of  silica  and  silicates 
and  perhaps  some  sulphates  of  lead  or  barium 
is  usually  ignited  and  weighed.  The  filtrate  is 
heated  with  ammonia  in  slight  excess,  and  after 
keeping  hot,  but  not  boiling,  for  10-15  mins., 
the  precipitated  ferric  hydroxide  is  filtered  off 
and  washed.  If  the  filtrate  and  washings  exceed 
200  c.c.  they  are  concentrated,  slightly  acidified 
with  hydrochloric  acid,  heated  to  boiling,  and 
20  c.c.  of  a  10  p.c.  solution  of  barium  chloride 
(also  hot)  added.  The  precipitate  is  allowed  to 
stand  half  an  hour,  the  clear  portion  run  off 
through  a  filter,  and  the  residue  heated  with 
100  c.c.  of  boiling  water  and  allowed  to  settle 
2  or  3  mins.  This  is  again  poured  through  the 
filter,  and  the  washing  by  decantation  repeated 
three  or  four  ti^nes.  The  precipitate  is  finally 
transferred  to  the  filter,  washed,  dried,  and 
ignited,  and  the  sulphur  calculated  from  the 
weight  of  barium  sulphate  obtained.  If  tho 
iron  is  not  first  removed  a  deficiency  of  1—2  p.c. 
is  apt  to  be  occasioned  owifig  to  the  solubility 
of  barium  sulphate  in  solutions  of  iron  salts ; 
whilst,  on  the  other  hand,  a  small  quantity  of 
ferric  oxide  is  present  in  the  ignited  precipitate 
due  to  the  precipitation  of  a  double  sulphate  of 
iron  and  barium  ( Jannasch  and  Bichari^,  J.  pr. 
Chem.  fu.]  39,  321 ;  J.  Soc.  Chem.  Ind.  1889, 
819).  Lunge  (Zeitsoh.  angew.  Chem.  1889,  473  ; 
J.  Soc.  Chem.  Ind.  1889,  966)  finds  that  the 
precipitated  ferric  hydroxide  may  carry  down 
some  basic  iron  sulphate  if  the  liquid  is  boiled 
until  the  smell  of  ammonia  is  all  but  gone,  but  not 
if  the  method  is  carried  out  as  above  described. 
A  large  number  of  other  methods  may  be  em- 
ployed for  the  estimation  of  sulphur  in  pyrites, 
among  which  may  be  mentioned  that  of  Fresenius 
(Zeitsch.  anal.  Chem.  1877,  335),  in  which  the 
pyrites  is  fused  With  a  mixture  of  sodium 
carbonate  and  potassium  nitrate.  That  of 
List  (Zeitsch.  angew.  Chem.  1903,  414),  in  which 
sodium  peroxide  is  used,  and  Zulkowskys' 
method  in  which  the  pyrites  is  burnt  in  a  stream 
of  oxygen  and  the  vapours  are  absorbed  by 
potassium  hypobromite  solution. 

To  determine  the  sulphur  left  in  the  burnt 
ore,  the  material  is  dissolved  in  aqua  regia  and 
evaporated,  the  residue  taken  up  with  hydro- 
chloric acid  and  water  and  precipitated  as 
above  by  barium  chloride  whilst  boiling,  the 
removal  of  iron  by  ammonia  being  omitt^. 

J.  Watson  (J.  Soc.  Chem.  Ind.  1888,  305) 
heats  3-2  grms.  of  the  burnt  ore  with  2  grms.  of 
sodium  bicarbonate  in  a  nickel  crucible  over  {t 
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low  Bimsen  flame  for  6  or  10  mins. ;  the  mass 
is  then  cautiously  stirred  with  a  wire  stirrer,  and 
the  heat  increased  for  10-1^  mlns.  more  when 
tho  oxidation  of  the  sulphur  is  complete. 
Knally,  the  mass  is  treated  with  water,  and 
the  excess  of  alkali  titrated  with  standard  acid, 
using  methyl  orange  as  indicator.    , 

Lunge  has  investigated  this  method  (Zeitsch. 
angew.  Chem.  1889,  239;  J.  Soc.  Chem.  Ind. 
1889,  572-1890,  1014),  and  finds  that  it  is  not 
only  the  simplest  and  cheapest,  but  also  the 
quickest  and  most  accurate  test  for  the  purpose. 

Determination  of  arsenic.  The  method  re- 
commended in  Lunge's  Technical  Chemists' 
Handbook  is  that  of  Beich,  as  modified  by 
McCay.  0-5  grm.  is  decomposed  by  concentrated 
nitric  acid,  the  solution  evaporated  nearly  to  dry- 
ness, and  fused  with  4  grms.  Na^COj  and  4  grms. 
KNOj  for  10  mins.  The  mass  is  e^rapted  with 
hot  waterj  filtered,  the  filtrate  acidified  with 
nitric  acid,  and  the  arsenate  precipitated  with 
silver  titrate  solution,  the  excess  of  acid  being 
carefully  neutralised  with  ammonia.  The  silver 
arsenate  is  dissolved  in  nitric  acid,  and  the  silver 
estimated  by  titration  with  ammonium  thio- 
cyanate,  or  the  solution  may  be  evaporated  to 
dryness  and  the  silver  arsenate  weighed. 

Other  metallic  sulphides  have  recently  come 
into  considerable  use  for  the  manufacture  of 
sulphuric  acid,  chiefly  owing  to  legislation  which 
has  forced  zinc  and  copper  smelters  to  take 
measures  to  deal  with  the  sulphurous  gases 
liberated  from  their  furnaces. 

Zinc  blende,  which  is  the  principal  zinc  ore, 
contains  between  20  and  30  p.c.  of  sulphur,  and 
the  sulphur  dioxide  formed  during  the  pre- 
liminary roasting  process  is  very  largely  utilised 
for  the  production  of  sulphuric  acid.  ■ 

The  following  analyses  of  Rhenish  blende  are 
given  by  Minor  (Chem.  Zeit.  1889,  1602)— 
Sulphur   30-24p.o.  27-94p.c.  22-llp.c.  21-05p.c. 
Zinc      .  27-76        31-92         40-29        37-81 
Iron      .  15-98         13-12  2-06  2-33 

Gangue    21-02        27-02        35-54        38-84 

The  products  from  the  roasting  of  copper 
ores  and  copper  matte  are  now  also  largely  used 
for  vitriol  manufacture. 

The  use  of  the  spent  oxide  of  gas-worka  for 
vitriol  making  has  increased  considerably  during 
the  last  few  years  owing  to  its  increased  pro- 
duction. The  sulphuretted  hydrogen  in  coal 
gas  is  removed  from  it  by  means  of  a  mixture 
of  hydrated  ferric  oxide  and  sawdust,  which  can 
be  made  to  take  up  so  much  sulphur  by  alternately 
exposing  it  to  coal  gas  and  air,  that  a  product  is 
obtained  containing  as  much  as  60  p.c.  of  sulphur 
available  for  conversion  into  sulphuric  acid. 

Composition  of  Spent  Oxide 
(Davis,  Chem.  News,  36,  189). 

From  precipitated  From  bog- 
^      .    ,     ,       .,  fe(0H)3  iron  ore 

Ferno  hydroxide  .        .   17-74-19-36  15-96-26-42 
Sawdust     .         .         .     1-96-4-72  '    1-14-3-72 
Calcium  carbonate       .  0-1-04  0-1-73 

Ammonium  thiooyanate     1-99-2-74    0-94-1-93 
„  ferrooyanide     trace        traoe-0-21 

Tarry  matters     .         .     0-72-1-22      0-92-1-14 
Sulphur      .         .         .  62-44-67-18  48-76-57-44 
Insoluble  in  dilute  HCl    3-66-6-47       9-74-1 1  -42 
Prussian  blue      .         .  trace-0-17 

Moisture  (by  difference)    4-72-5-76      7-22-10-82 


Davis  (Chem.  News,  2?,  30;  36,  189) 
gives  a  number  of  other  analyses. 

Sulphuretted  hydrogen,  recovered  from  alkali 
waste,  and  from  ammonia  liquor  during  the  manu- 
facture of  sulphate  of  ammonia  is  sometimes  used 
for  the  manufacture  of  sulphuric  acid.  It  is  burnt 
either  by  itself  or  in  conjunction  with  spent  oxide. 

The  available  sulphur  in  spent  oxide  is 
usually  estimated  by  extracting  the  free  sul- 
phur in  a  Sohxlet  extraction  apparatus  by 
means  of  carbon  disulphide  and  weighing  it ; 
but  this  method  is  not  altogether  satisiEaotory  as 
the  tarry  matters  are  dissolved  out  also  by  the 
disulphide,  whilst  any  sulphur  existing  in  the 
insoluble  form  is  not  estimated,  A  more  satis- 
factory method  is  to  bum  the  spent  oxide  in  a 
current  of  oxygen,  and  to  absorb  the  evolved 
sulphur  dioxide  in  bromine  water,  estimating 
the  sulphuric  acid  formed  by  precipitation  with 
barium  chloride.  Davis  and  Foucar  (J,  Soc. 
Chem.  Ind.  1912,  100)  convert  the  sulphur  into 
sodium  thiooyanate  by  digestion  with  alcoholic 
sodium  cyanide  solution,  the  thiooyanate  being 
then  titrated  with  N/20  silver  nitrate  solution 
in  the  usual  way. 

Nitrate  of  soda.  In  the  early  days  of  vitriol- 
making,  saltpetre — i.e.  potassium  nitrate — was 
the  only  salt  practically  available ;  but  this 
has  so  long  been  superseded  by  the  cheaper 
'  Chile  saltpetre'  or  'soda  nitre  '  (approximately 
pure  sodium  nitrate  ')  that  the  term  nitre  in 
the  vitriol  trade  is  always  understood  as  referring 
to  the  latter. 

PlAKT  trSBD  I-OE  THE   MaUUFACTUBE  OF 

SuLPHUBic  Acid  by  the  Chambbe  Pbocess. 

In  a  modem  sulphuric  acid  plant  for  the 
manufacture  of  chamber  acid  there  are  required : 
(1)  A  burner  for  the  production  of  the  mixture  of 
sulphur  dioxide,  oxygen,  and  nitrogen  ;  (2)  an 
arrangement  for  introducing  nitrogen  oxides  or 
nitric  acid  into  the  burner  gas ;  (3)  a  steam  gene- 
rator; (4)  one  or  more  large  leaden  chambers  in 
which  the  oxidation  can  take  place ;  (5)  a  Gay- 
Lussac  tower  for  recovering  the  bulk  of  the 
nitrogen  oxides  from  the  exit  gases  ;  and  (6)  a 
Glover  tower  for  introducing  these  oxides  again 
and  concentrating  the  chamber  acid. 

The  production  of  sulphur  dioxide.  Brimstone 
humera.  The  simplest  form  consists  of  a  brick 
chamber  covered  by  an  arch,  the  bottom  being 
formed  by  an  iron  plate.  There  is  a  door  in  front, 
through  which  the  brimstone  is  charged  from  time 
to  time,  and  at  the  back  a  pipe  for  taking  away 
the  g£is.  The  burner  is  started  by  heating  the 
iron  plate  by  lighting  a  small  fire  on  it,  and  when 
hot  enough  to  ignite  the  sulphur,  the  latter  is 
cha,rged  at  regular  intervals  through  the  door, 
which  slides  in  a  frame  and  is  adjusted  by  a 
chain  and  balance  weight,  the  admission  of  the 
necessary  amount  of  air  being  regulated  by  it. 
There  is  an  air  channel  beneath  the  iron  plate  to 
prevent  it  from  becoming  too  hot,  and  so 
'  Tbe  average  compositioD  of  sodium  nitrate  as  used 
for  vitriol  maldng  may  be  taken  to  bs : 

Sodium  chloride      .        .        .0-5 


Sodium  sulphate     . 

Moisture 
Total '  refraction '  (impurities) 
Sodium  nitrate  (by  ditference) 


0-75 
2-75 


4-00 
96-00 


When  the  chloride  present  exceeds  1  p.c.,  the  substance 
laapt  to  cause  a  considerable  amount  of  loss  of  nitrogen 
oxides  in  the  chambers. 
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tensing  the  stilptiurto  sublime.  The  nitre  pots 
containing  the  nitre  and  sulphurio  acid  may  be 
placed  in  the  midst  of  the  burning  sulphur,  or 
better  in  a  brick  extension  at  the  back  of  the 
burner.  Several  furnaces  of  this  kind  are 
usually  combined  together  and  charged  at 
different  times  in  order  to  obtain  a  gas  of  as 
uniform  composition  as  possible.  Each  of  them 
with  plates  8  ft.  by  4  ft.  can  bum  5  cwts.  of 
brimstone  in  24  hours.  In  some  ,cases  the  gas 
passes  from  the  burner  into  an  upper  chamber, 
divided  into  two  compartments,  so  that  it  has 
to  pass  from  back  to  front  and  then  back  again 
before  passing  to  a  common  flue  ;  some  additional 
air  is  admitted  into  this  upper  chamber  in  order 
to  burn  any  sulphur  which  snMimes. 


Harrison  Blair's  continuous  burner  consists 
of  three  parts.  In  front  is  a  brick  chamber  into 
which  the  brimstone  is  charged  either  con- 
tinuously by  means  of  a  hopper  or  at  regular 
intervals.  Here  just  sufficient  air  is  admitted 
to  keep  up  the  heat  of  the  f  urn  ace.  TJie  sulphur 
partly  sublimes  into  a  second  compartment  at 
the  back.  Where  sufficient  air  is  admitted  to 
complete  the  combustion,  and  the  gas  then 
passes  to  a  chamber  above  in  which  the  nitre 
pots  are  placed.  , 

Fig.  2  represents  Glover's  brimstone- burner. 
A  is  the  burner  plate  fed  by  the  hopper.B  ;  c  is 
a  chamber  the  upper  part  of  which  is  filled  with 
a  network  of  firebricks,  D,  into  which  air  is 
admitted  by  the  pipes  f  to  complete  the  com- 


Pio.  2. 


bustion  of  the  sulphur ;  E  is  a  platinum  dish,  and 
J,  o  leaden  pans  for  concentrating  the  acid ; 
K  flue  to  the  Glover  tower. 

Pyrites  turners.  The  bulk  of  the  pyrites 
iised  for  sulphurio  acid  manufacture  arrives  in 
large  fragments  which  have  to  be  broken  either 
by  hand  or  by  crushing  machines  to  a  size 
suitable  for  burning.  The  broken  ore  is  divided 
into  '  smalls  '  ahd  lumps  '  by  screening  through 
a  J-in.  or  J-in.  sieve.  The  lumps  should  all  pass 
tl^ough  a  screen  with  about  3-in.  holes.  Crush- 
ing machines  produce  more  smalls  than  breaking 
by  hand. 

Burners  for  lump  ore.  These  are  generally 
known  as  loins  and  they  are  constructed  in 
such  a  way  that  the  heat  of  combustion  of  the 
ore  is  utilised  for  maintaining  the  prooess  with- 
out any  extraneous  fuel. 

They  are  built  in  two  rows  back  to  back  to 
avoid  loss  of  heat  (Fig.  3).  The  walls  are  of 
firebrick,  the  fronts  being  encased  by  cast-iron 
plates  provided  with  various  doors  necessary 
for  working.  They  are  rectangular  in  section, 
and  the  ore  in  each  kiln  rests  on  a  grate  con- 
sisting of  movable  bars  of  2-in.  square  section 
which  can  be  rotated  by  a  key  which  will  fit 
on  to  the  ends  projecting  through  the  front 
plate.  By  this  means  the  space  between  the 
bars  may  be  varied,  being  2  ins.  when  their 
sides  are  vertical,  and  only  li  ins.  when  they  are 
on  edge.  By  rotating  these  bars  the  burnt  ore 
is  worked  down  into  the  ash  pit  belpw.  The 
front  of  each  kiln  is  also  provided  with  a  charging 
Uoor  about  2  ft.  above  the  grate,  and  an  ashpit 


door  below  the  bars  for  removing  the  burnt 
ore.  There  is  usually  another  opening  between 
the  charging  door  and  the  bars,  which  is  only 
used  occasionally  when  the  ore  forms  slags  or 
clinkers,  which  have  to  be  raised  and  removed 
through  the   charging  doors.    The   projecting 


Fig.  3. 

ends  of  the  bars  are  also  boxed  in  and  doors 
provided.  The  air  admitted  to  each  kiln  is 
regulated  by  openings  in  the  ash-pit  doors. 
Fig.  3  shows  a  sectional  elevation  of  two 
kites  built  back  to  back.  A  is  the  charging 
door,  B.  the  small  occasional  working  door, 
a  the  opening  for  turning  the  grate  bars, 
and  D  the  ash-pit  door.  The  top  of  each  burner 
is  formed  by  a  firebrick  arch  with  an  opening 
through  which  the  gases  pass  to  a  common  flue. 
These  openings  may  be  provided  with  dampers 
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worked  fiotn  the  front.  In  eome  cases,  usually 
in  Continental  works,  the  side  walls  do  not 
completely  separate  the  kUns,  and  the  gases 
mix  in  the  space  above  the  burning  ore,  so  that 
a  common  flue  on  the  top  of  each  row  is  not 
required.  The  ore  may  also  be  charged  through 
the  top  by  means  of  a  hopper  closed  by  a  cone 
which  can  be  lowered  ty  a  lever  worked  from  the 
front  of  the  kiln,  and  if  the  latter  is  well  raised 
above  the  ground  level  the  bottom  of  the  ash  pit 
may  also  be  in  the  form  of  a  hopper  closed  by  a 
slicfing  door,  so  that  the  burnt  ore  can  be  dropped 
into  a  receptacle  below  the  burner ;  or  the  ash 
pit  may  be  made  deep  enough  to  allow  the 
introduction  of  an  iron  bogie  into  which  the 
burnt  ore  drops,  and  it  can  be  thus  expeditiously 
removed.  The  walls  generally  have  a  slight 
slope  inwards  below  the  charging  door,  so  that 
the  area  at  the  grate  bar  level  is  a  little  smaller 
than  that  at  the  charging  door.  English  burners 
are  usually  4-6  ft.  wide,  an4  4 J-6  ft.  from  back 
to  front  at  the  grates.  The  depth  of  ore,  which 
is  determined  by  the  height  of  the  working  door 
above  the  bars,  may  vary  from  14  ins.  to  2  ft. 
6  ins.,  and  depends  usually  on  the  percentage 
of  sulphur  in  the  pyrites,  poor  ores  requiring  a 
much  greater  depth  than  rich  ores.  In  England 
for  rich  ores  a  depth  of  at  least  2  ft.  is  employed, 
but  on  the  Continent  16-18  ins.  is  more  common. 

In  order  to  start  a  burner  it  is  filled  up  with 
burnt  ore  up  to  about  3  ins.  below  the  working 
door,  and  the  top  layer  is  brought  to  a  dull-red 
heat  by  lighting  a  coke  fire  on  the  top.  After 
about  24  hours  the  ore  is  hot  enough,  when' 
the  partially  burnt  coke  is  removed  as  far  as 
possible,  and  the  charge  of  pyrites  is  thrown 
in  by  the  kiln-man  and  spread  evenly 
over  the  surface.  The  amount  charged  will 
depend  on  the  area  of  the  kiln,  the  richness  of 
the  ore  and  the  length  of  time  between  two  suc- 
cessive charges.  Usually  with  large  kilns  of 
25-30  square  ft.  area  the  charge  is  put  on  every 
24  hours,  and  with  rich  Spanish  ore  containing 
48  p.c.  sulphur,  6-9  cwt.  is  the  weight  charged, 
or  from  30-40  lbs.  per  sq.  ft.  area.  With  poorer 
ores,.such  as  Westphalian,  containing  40-42  p.c. 
sulphur,  50-60  lbs.  may  be  burnt  per  24  hours 
per  sq.  ft.  area  (Hasenclever).  Davis  (Chem. 
Engineering,  ii.  88)  states  that  with  Aguas 
Tenidas  ore  containing  60  p.c.  sulphur  he  has 
burnt  56  lbs.  per  sq.  ft.  per  24  hours  down  to 
1  p.c.  sulphur,  but  the  area  employed  only 
amounted  to  14  sq.  ft.  With  kilns  of  small 
area  it  is  more  usual  to  charge  every  12  hours. 

When  the  charge  appears  to  be  burnt  off 
and  shows  no  more  sulphur  flames  (18-20  hours 
after  charging  for  24-hour  charges)  the  surface 
is  broken  up  by  poking  and  raking,  a  certain 
amount  of  burnt  ore  feing  at  the  same  time 
allowed  to  drop  into  the  ash  pit  by  turning  the 
grate  bars,  and  the  burner  gradually  cools  and 
is  ready  to  charge  again  at  the  end  of  the  24 
hours.  The  amount  of  air  necessary  is  regulated 
by  opening  or  closing  the  slides  or  holes  in  the 
ash-pit  door  as  required.  Usually  20-24  kilns 
are  charged  in  rotation  during  the  24  hours,  in 
order  that  the  composition  of  the  burner  gas 
may  be  as  uniform  as  possible.  By  the  time 
the  ore  reaches  the  bars  (6  or  6  days  after  it  is 
charged)  it  should  be  nearly  cold,  and  should 
FOt  contain  more  than  3  p.c.  sulphur,  in  the  case 
cf  rich  cupreous  ores  such  as  Bio  Tinto  or  Tharsis 


pyrites.  With  non -cupreous  pyrites  the  stilphur 
may  be  burnt  as  low  as  1  p.o.  The  regulation  of 
the  draught  requires  considerable  care.  If  too 
little  is  employed  the  ore  will  form  slags  or 
clinkers  owing  to  the  formation  of  fusible  iron 
monosulphide  FeS,  and  at  the  same  time  sulphur 
will  subUme.  These  slags  must  not  be  allowed 
to  get  down  on  the  bars,  where  they  would  stop 
the  draught,  but  must  be  lifted  by  means  of 
heavy  pokers  and  broken  up  and  pulled  out  of 
the  working  door.  If  the  draught  is  too  great 
the  burners  get  cold  and  will  not  Ught  readily 
when  charged,  and  the  burner  gas  will  get  too 
weak  owing  to  the  excess  of  air  employed. 

The  Eiir  supply  for  a  set  of  kilns  is  controlled 
behind  the  burners  by  means  of  a  damper  which 
may  be  placed  either  before  or  behind  the 
chambers,  and  before  each  burner  by  holes  in 
the  ash-pit  door.  If  the  Glover  tower  and 
chambers  are  well  raised  above  the  kilns,  or 
mechanical  draught  is  employed,  these  means 
of  control  may  be  so  regulated  that  no  escape 
of  gas  takes  place  when  the  working  doors  are 
open  for  charging  or  poking,  but  at  the  same 
time  a  good  deal  of  air  enters  and  disturbs  the 
tmiform  working  of  the  chamber  process  ;  and 
this  also  happens  when  the  ash-pit  door  is  open 
during  the  removal  of  the  burnt  ore.  Charging 
by  means  of  a  hopper  in  the  top  of  the  kiln,  and 
(Uscharging  the  burnt  ore  in  a  similar  way 
below  the  ash  pit,  reduces  this  disturbance  to 
a  minimum.  In  many  cases  every  time  a  workiog 
door  is  opened  a  good  deal  of  gas  escapes  into 
the  atmosphere ;  attempts  have  been  made  to 
prevent  this  by  closing  all  the  air  slides  in  the 
ash-pit  doors  whenever  a  kiln  is  being  charged 
(Norrington,  Eng.  Pat.  4131,  1878) ;  or  by  con- 
necting the  ash  pit  when  a  door  is  open  by 
means  of  a  special  flue  with  a  chimney,  the 
draught  from  which  is  so  regulated  that  no 
burner  gas  is  drawn  down  into  it,  but  it  is 
sufBoient  to  prevent  any  blow  out  at  the  door 
during  charging.  The  admission  of  air  may  also 
be  checked  from  time  to  time  by  analyses  made 
of  the  percentage  of  sulphur  dioxide  in  the 
burner  gas  and  of  oxygen  in  the  gases  escaping 
from  the  chambers,  the  latter  figure  giving  the 
average  amount  of  surplus  air  admitted  during 
the  whole  process  of  charging,  burning,  poking,  &o. 

Burners  for  smalls.  At  one  time  the  use  of 
smalls  burners  was  mainly  confined  to  the  working 
up  of  the  dust  of  the  pyrites  produced  in  trans- 
port or  during  breaking  j  if  this  does  not  amount 
to  more  than  7§  p.c,  of  the  ore  it  may  be  burnt 
with  the  lumps  if  it  be  carefully  distributed 
along  the  sides  and  back,  and  in  the  front  comers 
of  the  kilns,  leaving  the  central  part  free ;  or 
it  may  be  made  into  balls  or  cakes  after  grinding 
up  with  water  and  drying  on  the  top  of  the 
kilns ;  incipient  oxidation  takes  place,  and  the 
mass  binds  together  suffioiraitly  hard  to  bum 
with  the  lumps.  Formerly  balls  were  made  by 
the  addition  of  clay  and  drying,  but  this  method 
is  no  longer  used,  as  the  clay  interfered  with  the 
burning  and  with  the  subsequent  extraction  of 
copper.  During  recent  years  large  quantities 
of  smalls  have  been  nsceived  direct  from  the 
mines,  being  produced  during  the  mining 
operations  or  from  ore  from  wmch  the  copper 
has  been  extracted  by  weathering  and  washing 
out  with  water.  Special  smalls  burners  are 
necessary  for  burning  these.  In  the  earliest  type. 
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of  which  Spence's  is  an  example,  the  oie  was 
heated  in  a  closed  muffle  or  roaster  by  the  flame 
from  a  coal  fire,  but  this  has  long  been  super- 
seded by  arrangements  requiring  no  extraneous 
heat.  Sometimes  the  smalls  are  burnt  on  fire- 
clay shelves  arranged  above  the  burning  pyrites 
in  ordinary  lump  ore  kilns,  but  this  method 
has  not  proved  satisfactory,  much  surplus  air 
enteringthe  burner  during  charging  and  removing 
the  dust.  Hasenclever  and  Helbig  employed  a 
series  of  alternate  sloping  shelves,  one  above  the 
other  in  a  square  tower  up  which  ordinary  kiln 
gases  passed,  but  this  tjrpe  of  burner  has  become 
obsolete.  In  the  Maletra  furnace  the  heat  of 
combustion  of  the  smalls  alone  is  sufficient  to 
desulphurise  the  ore,  and  this  type  of  burner 
has  been  worked  successfully  for  many  years 
both  on  the  Continent  and  in  England,  As 
originally  constructed,  the  burners  are  arranged 
back  to  back,  there  are  six  shelves  to  each,  and 
each  shelf  is  provided  with  a  working  door  in 
front.    In  Schaeffner's  modification  (Mg.  4)  the 


no.  4. 
burners  are  arranged  in  a  single  row,  there  arc 
seven  shelves,  the  doois  being  alternately 
,  arranged  four  in  front  and  three  at  the  back. 
The  chief  drawbacks  to  this  type  of  furnace  are 
the  considerable  amount  of  labour  required  in 
working,  and  the  excessive  introduction  of  'false ' 
air  during  the  frequent  opening  of  the  doors  for 
the  purpose  of  moving  the  ore  from  shelf  to 
shelf.  The  cost  of  repairs  for  the  furnaces  is 
also  considerable. 

W.  Crowder  (J.  Soc.  Chem.  Ind.  .1891,  295) 
gives  the  following  figures  as  the  average  of  a 
number  of  daily  tests  of  the  sulphur  contained 
in  the  partly-burnt  ore  on  each  of  the  seven  beds 
of  a  Sohaeffner  kiln,  charged  with  pyrites  con- 
taining 50  p.o.  sulphur  every  8  hours,  so  that  it 
took  56  hours  ^or  the  ore  to  pass  through  the 
kiln  from  shelf  to  shelf. 


1  shelf 

.     32-27 

32-81 

2      „ 

.     21-41 

17-55 

3      „ 

.     12-77 

11-09 

4     „ 

.       6-39 

503 

5      „ 

.       4-08 

3-42 

6     „ 

.       2-35 

2-56 

7     „ 

,      ?-?7 

'<«6 

Meehaniccd  smalls  hwmtra.  The  MacDougall 
furnace,  patented  in  1868,  was  the  first  burner 
of  this  type  to  be  employed  for  burning  smalls. 
It  consists  of  a  cast-iron  cylinder,  6  ft.  diameter 
by  12  ft.  high,  made  in  seven  sections,  bolted 
together,  and  is  divided  into  seven  chambers  by 
fire-brick  arches.  Through  the  centre  a  vertical 
cast-iron  shaft  passes  to  which  are  attached  a 
number  of  rakes,  the  teeth  of  which  are  so 
arranged  that  as  the  shaft  revolves  they  move 
the  ore  alternately  from  centre  to  periphery  and 
from  periphery  to  centre  on  successive  beds. 
The  ore  is  continuously  charged  on  to  the  top 
of  the  furnace  by  an  elevator,'and  after  travelling 
to  the  outer  edge  it  drops  into  a  receptacle  from 
which  it  is  continuously  pushed  into  the  top 
closed  chamber  by  a  ram,  the  rate  of  movement 
of  which  regulates  the  feed,  and  after  passing 
from  shelf  to  shelf  is  finally  discharged  at  the 
bottom  completely  burnt.  The  air  is  con- 
tinuously suppUed  by  means  of  an  air  pump  into 
the  lowest  chamber,  and  travels  up  the  furnace 
in  the  opposite  direction  to  the  ore,  the  burnen 
gas  leaving  the  top  section  by  a  pipe  leading  to 
the  chambers.  The  enormous  amount  of  dust 
carried  forward  was  the  chief  drawback  to  the 
MacDougall  furnace  when  first  introduced,  and 
also  the  great  wear  and  tear  of  the  shaft  and 
rakes  due  to  excessive  heat.  The  first-mentioned 
drawback  was  due  to  the  small  diameter  of  the 
burner,  and  the  method  of  introduction  of  the 
air.  The  wear  and  tear  was  considerably 
reduced  by  making  the  shafts  and  rakes  hollow 
and  cooling  them  by  air,  and  the  dust  carried 
away  was  somewhat  reduced  by  substituting  ordi- 
nary induced  draught  for  the  air  pump,  and  pro- 
viding dust  chambers  with  perforated  bafSe  plates 
for  the  interception  of  the  dust  (MacDougall, 
Eng.  Pat.  3985, 1883).  The  MacDougall  furnace 
has  been  further  improved  by  Frasch,  who 
employs  water  as  the  cooling  medium  for  the 
shaft  and  rakes.  Another  modification  is  the 
Herreshoff  burner  (Fig.  5),  in  which  the  shaft 
is  air-cooled.  It  is  described  by  Gilchrist  (J. 
Soc.  Chem.  Ind.  1899,  460).  It  consists  of  an 
upright  steel  shell  lined  with  firebrick  about 
10  ft.  high  and  10  ft.  diameter ;  the  arms  or 
rakes  are  inserted  into  sockets  in  the  shaft  and 
can  be  detached  and  replaced  in  a  few  minutes. 
There  are  five  shelves  with  two  rakes  to  each 
shelf.  The  ore  is  fed  automatically  from  a 
hopper  on  to  the  top  shelf  by  means  of  a  plunger 
moving  backwards  and  forwards,  so  much  - 
dropping  at  each  revolution  of  the  shaft.  These 
furnaces  will  bum  up  to  3  tons  of  rich  Spanish 
pyrites  per  24  hours,  between  2  and  3  p.c.  of 
sulphur  being  left  in  the  'cinders,'  and  will  furnish 
a  richer  gas  than  hand-worked  furnaces.  The 
hot  air  leaving  the  hollow  shaft  may  be  utilised 
tor  drying,  the  ore  by  a  suitable  arrargement. 
The  power  required  is  about  f  h.p.  per  furnace. 

Spence's  mechanical  f  urn  ace,  patented  in  1 878, 
has  met  with  some  success  in  America  (Lunge). 
It  is  a  shelf  burner  of  the  Maletra  type,  provided 
with  mechanical  stirrers  which  travel  to  and 
fro  from  the  front  to  the  back  of  each  shelf. 

In  the  Kaufmann  furnace,  which  is  of. the 
HerreshofE  type,  there  are  o»i7  three  shelves, 
and  the  teeth  on  the  rakes  ait<«  s6  constructed 
that  the  ore  is  moved  forward  »  -iertain  distance, 
and  then  back  a  shorter  dista.ACs  during  each 
R>volution  (Truchot,  Pype,  Seyenth  Int.  Congjr, 
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App.  Chem.  1909;  J.  Soc.  Chem.  Ind.  1911,  280). 
The  O'Brien  furnace  (U.S.  Pat.  775147,  1904)  is 
also  a  modification  of  the  same  type.  The 
Wedge  furnace  represents  the  latest  development 
of  the  mechanical  burner.  It  can  be  constructed 
to  bum  20  tons  of  pyrites  per  24  hours,  and  is 


Fig.  5. 

six  or  seven  times  as  large  as  the  ordinary 
Herreshoff  burner.  The  shaft  consists  of  a 
hollow  steel  cylinder,  4  ft.  diameter,  and  its 
main  feature  is  that  it  permits  of  repairs  being 
made  without  interruption  of  its  working 
(Hasenclever,  J.  Soe.  Chem.  Ind.  1911,  1291). 

The  new  Herreshoff  furnace  (U.S.  Pat.  976175, 
1910)  is  also  constructed  to  burn  up  to  20  tons 
pyrites  per  24  hours.  Both  shaft  and  arms, 
which  are  hollow  and  of  oast-iron,  are  cooled  by 
forcing  air  through  them  by  means  of  a  fan. 
Part  of  the  hot  air  so  obtained  is  utilised  for  the 
combustion  of  the  ore  by  introducing  it  into 
the  lower  beds,  considerably  increasing  thereby 
the  capacity  of  the  furnace. 

The  chief  advantage  of  the  mechanical  burner 
over  hand-worked  kilns  is  the  saving  of  labour, 
but  a  good  deal  of  this  is  counterbalanced  by 
the  cost  of  repairs.  Luty  states  (Zeitsch. 
angew.  Chem.  1905,  1253)  that  hand-worked 
burners  are  cheaper  than  mechanical  bui-ners 
if  the  cost  of  labour  is  below  4s.  per  man  per 
shift.  An  additional  advantage  is  the  regular 
composition  of  the  burner  gas  obtained,  owing 
to  the  fact  that  it  is  seldom  necessary  to  open 
the  doors  of  the  furnaces. 

Wherever  smalls  burners  are  employed  it  is 
necessary  to  provide  a  dust  chamber. to  arrest 
the  bulk  of  the  dust  carried  forward  from  the 
furnaces.  This  chamber  usually  consists  of  a 
large  expansion  of  the  flue  with  or  without  ha£9e 
walla  arranged  in  various  w;ays,  the  main 
apbjects  being  to  retard  the  spe«4  pf  tjie  gasepug 


current  and  to  offer  large  surfaces  on  which  the 
dust  can  deposit.  At  the  same  time  the  gas 
must  not  be  too  much  cooled,  nor  must  the 
baffle  walls  interfere  seriously  with  the  draught. 
If  the  surfaces  are  arranged  in  the  direction  of 
the  current  itself  they  do  not  seriously  affect 
the  draught,  and  yet  collect  a  large  amount  of 
dust.  With  mechanical  burners  the  amount  of 
dust  carried  forward  is  very  considerable,' and 
it  may  contain  as  much  as  10  p.c.  unburnt 
sulphur.  O'Brien's  dust-catcher,  described  by 
FaUing  (Min.  Ind.  ix.  623)  consists  of  a  hopper- 
shaped  iron  shell  8  ft.  wide  at  the  top  and  12  ft. 
high,  lined  with  firebrick.  The  gas  enters 
tangentially  at  the  top  and  leaves  by  a  central 
vertical  pipe.  The  separation  of  the  dust  is  due 
to  oentrtfugal  action,  and  it  drops  to  the  bottom 
and  is  discharged.  75  p.c.  of  the  dust  from  five 
Herreshoff  furnaces  is  retained  by  it.  Benkei 
and  Hartmann  (Fr.  Pats.  372644,  1906  ;  387456, 
1908)  filter  the  gMes  and  free  them  from  dust  by 
passing  them  horizontally  through  vertical 
filters  comptj.sed  o(  pieces  of  firebrick  or  burnt 
ore,  the  filtering  material  being  continuously 
removed  from  the  bottom  and  returned  to  the 
top  after  separating  the  dust. 

Guttmann  (J.  Soc.  Chem.  Ind.  1903,  1331) 
states  that  good  results  have  been  obtained 
from  tangential  dust  chambers  on  the  principle 
of  Meyer's  acid  chambers. 

The  Howard  dust-chamber  (U.S.  Pat.  896111, 
1910)  consists  of  a  brick  chamber  containing  a 
large  number  of  horizontal  steel  plates  2  J  inches 
apart,  between  which  the  gases  pass  from  one 
side  io  the  other  and  deposit  the  dust  on  the 
large  surface  so  obtained. 

Furnaces  for  zinc  blende.  For  this  purpose, 
muffle  furnaces  were  first  employed,  identical 
ia  principle  with  Spence's  furnace  for  pyrites 
smalls,  but  not  more  than  60  p.c.  of  the  sulphur 
could-  be  utilised  for  sulphuric  acid  production 
from  these,  and  they  have  been  superseded  by 
various  forms  of  shelf -burner,  which  combine  the 
heat  produced  by  the  burning  of  the  ore  with  heat 
applied  externally,  but  in  such  a  manner  that  the 
fire  gases  are  kept  entirely  separate  from  the 
roasting  gases.  Eichom  and  Liebig  (D.  B.  P. 
21032)  were  the  inventors  of  this  type  of  furnace, 
by  which  the  whole  of  the  sulphur  could  be 
utilised  for  vitriol  manufacture,  and  it  has  been 
modified  and  improved  by  Hasenclever  in  the 
Bhenania  furnace,  which  consists  of  three 
superposed  mufSes,  around  which  the  fire  gases 
circulate,  and  the  ore  is  moved  from  one  muffle  to 
the  next  below,  as  in  the  Maletra  furnace 
(Lunge,  Sulphuric  Acid,  vol.  i.  361 ;  and 
Hasenclever,  Chem.  Ind.  1899,  25). 

Of  mechanical  furnaces  for  roasting  blende, 
Matthiessen  and  Hegeler's  furnace  has  been 
worked  successfully  for  a  number  of  years  in 
America  at  La  Salle.  It  is  o  combination  of 
Eichom  and  Liebig's  burner,  with  a  stirring 
arrangement  similar  to  Spence's.  Hasenclever 
states  that  mechanical  blende  burners  have  not 
made  much  progress  in  Germany  owing  to  the 
fact  that  the  ores  used  contain  lead  and  sinter 
when  roasted,  sticking  to  the  moving  parts  and 
causing  frequent  stoppages  (J.  Soc.  Chem.  Ind. 
1911,  1291). 

Furnaces  for  galena.  The  gases  from  the 
roasting  of  galena  or  lead  sulphide  by  the 
lIuutingtop-IIebei'leiQ  process  are  upw  us^  fpf 
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Bulphurio  aoid  manufadture  in  several  places  in 
Germany ;  the  working  of  these  converters  is 
intermittent,  and  a  fairly  continuous  gas  current 
can  only  be  obtained  by  working  a  large  number 
of  converters  charged  at  regular  intervals.  The 
D\right-Lloyd  furnace  woAs  continuously  and 
can  De  made  to  deliver  a  regular  gas  current  of 
4-6  p.c.  SOa'by  separating  continuously  the  rich 
from  the  poorer  gases  and  about  90  p.c.  of  the 
sulphur  can  be  utilised  for  sulphuric  acid  manu- 
laoture  (Hasenclever,  I.e.). 

Spent  oxide  of  the  gas  works  is  usually  burnt 
in  a  special  kind  of  sheU  burner  (HiU's  burner) 
of  the  Maletra  type.  MacDougall's  furnace  with 
four  chambers  only  has  also  been  used  for  a 
number  of  years  for  burning  this  material,  and- 
latterly  a  modificatibn  of  the  Herreshofi  burner 
with  three  shelves  has  been  introduced  very 
successfully  for  this  purpose. 

The  Harris  mechanical  furnace  (Eng.  Fats. 
23331,  1910,  and  25142, 1911)  for  loasting  spent 
oxide  (it  is  also  used  for  pjrrites)  has  special 
dust-trapped  openings  for  discharging  the  oxide 
from  bed  to  bed ;  it  is  said  to  require  no  dust- 
chamber  (Chem  Trade  J.  Jan.  26th,  1913,  p.  99). 

Burners  for  svlphuretted  hydrogen.  Sulphu- 
letted  hydrogen,  as  obtained  from  ammonium 
sulphate  works,  may  vary  greatly  in  com- 
position, and  always  contains  a  large  amount  of 
carbon  dioxide ;  it  is  frequently  burnt  in  conjunc- 
tion with  spent  oxide  in  ordinary  oxide  burners 
or  even  in  pyrites  bumeis.  As  obtained  from 
alkali  waste  in  the  Chance  process,  its  composition 
ia  much  more  uniform,  and  it  may  be  burnt  by 
itself  in  a  brick  chamber  provided  with  baffling 
walls  which  help  to  keep  up  the  heat  of  the 
burner  and  also  to  mix  the  gases  thoroughly  and 
80  ensure  perfect  combustion. 

TAe  burner  gas.  The  quantity  of  air  neces- 
sary for  the  complete  combustion  of  sulphur  in 
the  different  materials  used  for  vitriol  manu- 
facture will  vary  considerably  with  the  nature 
of  those  materials.  Thus  for  free  sulphur, 
pyrites,  zinc  blende,  and  sulphuretted  hydrogen, 
the  following  equations  represent  the  chief 
reactions  tamng  place — 

S+0j=S0a 
4FeS2+110j=8SOij+2Fe20, 
2ZnS-|-30s=2S02-f2ZnO 
2HjS+302=2SOij-f2HjsO 
which  indicate  that  for  a  given  weight  of  sulphur 
converted  into  sulphur  dioxide  the  quantities  of 
oxygen  or  air  requisite  will  be  in  the  proportion 
of  8, 11, 12,  and  12  respectively.    In  addition  to 
this,  oxygen  is  required  to  convert  the  sulphur 
dioxide  to  sulphur  trioxide,  and  a  further  excess 
is  necessary  to  ensure  the  satisfactory  working  of 
the  process.    In  the  case  of  brimstone  it  is  usual 
to  employ  such  a  surplus  of  air  as  will,  after  all  the 
sulphur  dioxide  is  oxidised  and  condensed,  leave 
6  p.c.  oxygen  in  the  exit  gas,  which  corresponds 
to  the  following  composition  of  the  burner  gas — 
802=11-23 
N=79'00 
0=  9-77 


10000 

For  spent  oxide  no  definite  figures  can  be 
given,  owing  to  the  varying  quantity  of  organjo 
matter  present. 

For  pyrites  opinions  differ  ap  to  the  excess 


of  oxygen  required ;  Xunge  considers  6-4  p.c. 
in  the  exit  gas  as  about  the  proper  amount,  and; 
the  same  for  blende.  Taldng  this  figure  the 
theoretical  composition  of  the  burner  gases 
would  be — 


From  pyrites 

SOj=  8-59 

N =81-64 

0=  9-87 


From  zinc  blende 
SOs,=  8-12 
N=82-19 
0=  9-69 


10000  10000 

(Lunge,  Sulphuric  Aoid,  vol.  i.  398). 

In  addition  to  sulphur  dioxide  a  certain 
amount  of  sulphur  trioxide  is  always  formed 
when  these  substances  are  burnt.  In  laboratory 
experiments  with  brimstone.  Lunge  found  that 
2-48-2-8  p.c.  of  the  sulphur  is  obtained  as  sul- 
phur trioxide,  and  5-05  p.c.  in  the  case  of  pyrites. 
In  the  latter  case,  the  increased  proportion  is 
doubtless  due  to  the  catalytic  action  of  the 
oxide  of  iron  present,  for  if  the  gases  be  passed* 
over  a  layer  of  hot  ferric  oxide,  the  percentage' 
of  sulphur  trioxide  may  be  largely  increased.  The 
author  has  found  about  6  p.c.  of  the  sulphur 

f)resent  as  sulphur  trioxide  in  the  gases,  both  from  ■ 
ump  burners  and  from  smaUs  burnt  in  Herreshofi 
furnaces.  From  each  lump  ore  burner  the  per- 
centage may  vary  from  2  p.c,  when  the  charge  is 
freely  burning  and  the  sulphur  dioxide  is  at  its 
maximum,  to  20  p.c.  when  the  sulphur  dioxide  is 
a  minimum  and  the  charge  is  almost  completely 
burnt.  Lunge  states  that  in  blende  roasting  gases 
he  has  found  as  much  as  26  p.c.  of  the  sulphur 
present  as  sulphur  trioxide.  The  presence  of  this 
sulphur  trioxide  affects  the  above-mentioned 
figures  for  the  theoretical  burner  gas  by  reducing 
the  percentages  of  sulphur  dioxide  and  oxygen, 
and  a  further  alteration  is  caused  by  the  fact 
that  the  burnt  ore  contains  some  sulphates  of 
iron  and  copper,  which  will  also  reduce  the 
oxygen  content  slightly  and  increase  the  nitrogen, 
and  also  a  little  ferrous  sulphide,  the  presence  of 
which  will  have  the  reverse  effect. 

In  practice  brimstone  burner  gases  generally 
contain  from  10-11  p.c.  sulphur  dioxide,  and  the 
gases  from  rich  pyrites  7-8  p.c.  sulphur  dioxide. 
Analysis  of  the  bvmer  gas.  Generally  the 
process  is  controlled  by  determining  the  sulphur 
dioxide  in  the  burner  gas,  and  the  oxygen  in  the 
exit  gas.  For  the  sulphur  dioxide  Reich  s  method 
is  usually  employed :  a  tube  is  inserted  in  the 
burner  flue  and  the  gas  is  aspirated  slowly  through ' 
a  solution  containing  10  c.o.  N/10  iodine  solution 
in  60  CO.  water,  together  with  a  little  starch  and 
sodium  bicarbonate  until  the  blue  colour  of  the 
iodide  of  starch  is  discharged ;  the  volume  of 
water  run  out  from  the  aspirating  bottle+11  c.o. 
for  the  sulphur  dioxide  absorbed  gives  the  volume 
of  burner  gas  used  from  which  the  p.c.  of  sulphur 
dioxide  may  be  calculated  or  taken  from  the 
following  table  (Lunge's  Technical  Chemists' 
Handbook,  117). 

Voluiiieofgas   P.c.  SOjby    Volumeofgaa  P.c.  SO^by 
aspirated  volume         aspirated         volumo 

82 

86 

90 

95 
100 
106 
113 
ISO 


P.cSOaby 

volume 

12 

11-5 

11 

10-5 

10 

9-6 

9" 

8-5 

128 

8 

138 

7-5 

148 

7 

160 

6-5 

176 

6 

192 

5-5 

212 

S 
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Baschig  (Zeitsch.  angew.  Chem.  1909,  1182) 
states  that  the  addition  of  sodium  acetate  pre- 
vents nitrous  acid  fiom  iuteifering  with  the 
iodine  test  foi  SO,. 

FoT  the  determination  of  oxygen  the  gas  is  first 
treated  with  caustic  soda  or  potash  to  absorb 
any  acid  vapours  or  carbon  dioxide  present,  and 
then  the  oxygen  may  be  absorbed  by  phosphorus, 
alkaline  solution  of  pj^ogallol  or  ammoniacal 
cuprous  chloride  in  an  Orsat  or  similar  apparatus. 
Alkaline  pyrogallol  absorbs  oxygen  very  rapidly, 
only  a  few  minutes  berngrequired  for  each  test,  but 
the  solution  does  not  keep  well.  With  phosphorus 
about  half  an  hour  is  required,  and  the  tempe- 
rature must  be  kept  above  16°.  Below  that 
temperature  the  absorption  is  very  sloW.  The 
phosphorus  is  employed  in  the  form  of  thin  sticks 
or  beads,  and  is  always  kept  under  water  except 
during  its  exposure  to  the  gas  which  is  being  tested; 

If  the  total  acidity  of  the  gas  is  to  be  deter- 
mined a  standard  solution  of  caustic  soda  is 
employed  with  phenolphthalein  as  indicator. 
This  will  give  the  SO,+SOj  (Lunge,  J.  Soc. 
Chem.  Ind.  1890, 1014).  If  the  ore  contain  much 
organic  matter,  as  when  coal  brasses  or  spent 
oxide  are  burnt,  the  carbon  dioxide  present  will 
render  this  method  inaccurate. 

Comparison  of  brimstone  and  pyrites  for 
sulpAuric  acid  making.  The  advantages  of 
using  brimstone  are — 

1.  Only  about  f  of  the  chamber  space  is 
required  as  when  pyrites  is  burnt  owing  to  the 
burner  gas  being  so  much  richer  in  SOj ;  this 
means  less  cost  of  plant. 

2.  The  burners  give  less  trouble  in  working 
and  require  less  labour. 

3.  The  acid  obtained  is  much  purer  than 
pyrites  acid,  being  free  from  arsenic  and  iron. 

But  these  advantages  are  mostly  more  than 
counterbalanced  by  the  fact  that  in  most 
countries  pyrites-sulphur  only  costs  about  half 
the  price  of  brimstone,  and  that  for  some  of 
the  largest  applications  of  sulphuric  acid  {e.g. 
the  manufacture  by  the  Leblanc  process  of . 
ealteake  or  crude  sodium  sulphate  for  glass- 
making  and  alkali-making,  the  preparation  of 
superphosphate,  ammonium  sulphate,  and  artifi- 
cial manures  generally)  the  impurities  in  pyrites 
acid  are  of  little  or  no  importance. 

For  manufacturing  articles  of  food,  for 
storage  batteries  and  certain  other  purposes, 
these  impurities  are  harmful,  and  there  is  still  a 
certain  amount  of  brimstone  acid  made  in  this 
country  for  these  purposes,  but  it  is  gradually 
being  displaced  by  purified  pyrites  acid  from 
which  the  arsenic  has  been  eliminated  by  pre- 
cipitation OB  sulphide  and  filtration,  and  by 
acid  made  by  the  contact  process  in  which  the 
burner  gases  have  to  be  purified  to  such  an 
extent  tuat  an  acid  is  obtained  quite  equal  to 
brimstone  acid  in'  purity.  Acid  made  from 
spent  oxide  of  gaa  works,  being  practically  free 
from  arsenic,  is  also  used  in  many  cases  in  place 
of  brimstone  acid. 

In  America  ( where  the  disproportion  between 
the  price  of  brimstone  and  pyrites  suitable  for 
vitriol-making  is,  in  many  localities,  not  so  great 
as  elsewhere)  the  manufacture  of  brimstone  acid 
is  still  carried  out  to  a  considerable  extent, 
but  even  there  during  the  last  few  years  the  use 
of  pyrites  and  other  sulphur  ores  has  enormously 
increased. 


Apparatus  for  introducing  nitrogen  oxides. 
There  are  two  chief  ways  in  which  the  nitrogen 
oxides  are  introduced  into  the  burner  gas.  In 
the  first,  nitric  acid  is  evolved  from  a  mixture  of 
sodium  nitrate  and  sulphuric  acid  introduced  at 
intervals  .into  an  iron  pot  placed  in  the  hst 
burner  gas  flue ;  whilst  in  the  second,  nitric  acid 
is  introduced  in  the  liquid  form  either  in  the 
Glover  tower  along  with  the  nitrous  vitriol  or 
into  the  first  chamber. 

Opinions  differ  as  to  the  relative  advantages' 
of  the  two  methods,  the  potting  system  being 
mostly  in  favour  in  Great  Britain,  whilst  Con- 
tinental manufacturers  more  often  employ  the 
liquid  acid  method.  The  points  in  favour  of 
the  latter  are  thCifolIowing :  A  more  uniform 
introduction  of  the  nitric  acid  vapours  is  possible 
than  in  the  potting  system,  the  admission  of 
'  false '  air,  which  takes  place  when  the  pots  are 
charged  or  discharged,  is  avoided,  and  if  at  any 
time  an  extra  supply  of  nitrogen  oxides  is 
temporarily  required  it  can  be  instantly  procured 
by  increasing  the- rate  of  flow  of  the  nitric  acid. 
On  the  other  hand,  the  use  of  liquid  acid  involves 
extra  cost  in  distilling  the  acid,  and  more  outlay 
for  labour,  carboys,  and  appliances  for  intro- 
ducing it  into  the  process,  and  when  introduced 
into  the  chamber  it  may  cause  corrosion  of  the 
lead  it  not  completely  vaporised  before  reaching 
the  bottom ;  this  danger,  however,  is  com- 
pletely avoided  by  introducing  it  into  the 
Glover  tower. 

The  nitre  pot  system  as  first  applied  to  brim- 
stone burners  was  carried  into  effect  by  placing 
the  cast-iron  pots  containing  the  mixture  of 
nitre  and  sulphuric  acid  on  the  floor  of  the 
burner.  As,  however,  they  frequently  frothed 
over  and  damaged  the  burner,  they  are  now 
always  placed  in  an  extension  of  the  latter 
where  they  are  heated  by  the  hot  burner  gases. 

With  pyrites  burners  the  pots  are  usually 
placed  in  a  separate  nitre  oven,  practically  an 
enlargement  of  the  flue  just  beyond  the  last  kiln 
With  a  door  in  front  for  introducing  them  and 
withdrawing  them  by  means  of  a  stout  fork. 
The  bottom  is  protected  by  a  oast-iron  tray  to 
catch  boilings -over,  and  the  pots  are  charged  at 
regular  intervals  in  order  to  keep  as  equable  a 
supply  of  nitrous  vapours  as  possible.  Every 
time  the  oven  door  is  opened  much  air  gets  into 
the  flues,  and  much  gas  escapes,  and  to  avoid 
this  the  following  arrangement  is  now  frequently 
employed.  There  are  usually  two  pots,  each 
large  enough  to  hold  J  cwt.  &^  nitre  ;  they  are 
fixed  in  the  flue,  and  each  is  provided  with  a 
tubular  spout  at  one  end,  which  is  plugged  up 
when  in  use,  and  projects  outwards  from  the 
oven.  From  7  to  14  lbs.  of  nitre  are  charged  ' 
into  the  pots  alternately  at  regular  intervals 
through  a  small  hopper  in  the  top  of  the  oven, 
and  a  slow  stream  of  sulphuric  acid  is  run  on  to 
it  by  means  of  an  S-shaped  tube  from  a  small 
tank  provided  with  a  stop-cock  to  regulate  the 
rate  of  flow,  so  that  a  steady  stream  of  nitric  acid 
is  liberated  during  each  interval  of  charging ; 
when  about  56  lbs.  of  nitre  have  been  worked 
off,  the  outlet  plug  is  removed,  and  the  fused 
nitre  cake  (acid  sodium  sulphate  often  designated 
Sally  Nixon,  i.e.  sal  enixon)  is  allowed  to  run 
out  into  a  cast-iron  saucer  where  it  solidifies. 

When  the  liquid  acid  method  is  employed,  if 
there  is  no  Glover  tower  the  acid  is  introduce!} 
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into  the  first  chamber  (usually  a  small  pre- 
liminary one),  being  made  to  run  intermittently 
or  regularly  over  some  distributing  arrangement, 
exposing  a  large  surface  ;  such  as  a  tail  pyramid 
of  glass  or  stoneware  dishes  or  cylinders  of  such 
dimensions  that  the  whole  of  the  acid  is  volatilised 
before  it  reaches  the  lowest  dish,  which,  how- 
ever, should  be  provided  vnth  an  overflow  pipe  to 
take  away  any  acid  which  escapes  vaporisation 
out  of  the  chamber  in  order  to  prevent  serious 
corrosion  of  the  lead. 

The  acid  may  be  introduced  at  a  uniform  rate 
by  means  of  a  Mariotte's  bottle  in  which  a 
constant  pressure  of  liquid  is  maintained  by 
only  allowing  the  air  to  enter  by  a  tube  reaching 
down  to  within  a  short  distance  of  the  outlet. 

Another  method  is  to  spray  the  acid  into  the 
chamber  by  a  steam  jet  analogous  to  the  arrange- 
ment used  by  Sprengel  for  spraying  water.  The 
best  and  simplest  method  is,  however,  to  feed 
the  acid  in  along  with  the  nitrous  vitriol  and 
chamber  acid  at  the  top  of  the  Glover  tower ; 
for  although  at  one  time  it  was  thought  that  this 
mode  of  supply  was  likely  to  cause  loss  of  nitre, 
experience  has  shown  that  there  is  no  increase 
in  the  consumption  when  this  method  was  sub- 
stituted for  the  cascade  system  (Lunge). 

Where  the  sulphuric  acid  is  intended  for  the 
manufacture  of  saltcake  or  superphosphate  the 
nitric  acid  is  sometimes  introduced  as  a  solution 
of  nitre  in  water  or  dilute  sulphuric  acid,  either 
by  spraying  into  the  chambers  or  running 
through  the  Glover  tower.  In  the  chamber 
there  is  the  danger  that  it  may  reach  the  bottom 
acid  undecomposed  and  cause  corrosion,  whilst 
stoppage  from  crystallisation  of  soUd  sodium 
sulphate  is  apt  to  occur  when  it  is  used  in  the 
Glover  tower. 

Occasionally  the  chambers  are  fed  with 
nitrous  gases  obtained  as  by-products.  Lunge 
states  that  at  the  Uetikon  works  near  Zurich 
nearly  all  the  nitre  required  for  the  chambers  is 
obtained  in  the  manufacture  of  ferric  sulphate 
(iron  mordant)  by  treating  ferrous  sulphate  with 
nitric  acid. 

The  had  chambers.  These  are  usually  placed 
at  a  considerable  height  above  the  ground,  and 
are  supported  on  brick  or  stone  walls  or  piers, 
or  on  pillars  of  wood,  or  cast-iron  columns.  The 
space  celow  can  be  used  for  storage  purposes,  or 
even  for  the  pyrites  kilns  if  high  enough.  On 
these  piers  or  walls  are  placed  stout  wooden 
beams  which  carry  the  transverse  joists  which 
support  the  chamber  bottom.  These  joists 
project  several  feet  beyond  the  chamber  frame 
in  order  to  allow  for  passages  between  and 
around  the  chambers,  and  they  are  covered  with 
a  smooth  wooden  floor.  In  some  cases  the 
beams  are  arranged  from  pier  to  pier  across  the 
vridth  of  the  chamber  and  the  joists  then  run  in 
a  longitudinal  direction.  Upon  this  floor  the 
chamber  frame  is  erected.  The  sides  consist  of 
two  stout  horizontal  rectangles  of  wood,  the 
sole-tree  or  sill,  and  the,  crown-tree  or  capping, 
connected  by  uprights  or  standards,  which  are 
mortised  into  them,  and  further  tied  by  cross 
rails  or  stays.  The  crown-tree  carries  the 
transverse  joists  to  which  the  roof  of  the  chamber 
is  attached.  American  pitch  pine  is  usually 
employed  for  this  framework,  and  is  the  best 
timber  for  the  purpose,  and  wherever  acid?  are 
concerned. 


The  chamber  itself  is  usually  constructed  of 
sheet  lead  of  such  a  thickness  as  to  weigh  6  lbs. 
per  square  foot,  occasionally  7  lbs.,  especially  for 
the  first  chamber  of  the  series,  which  being  the 
hottest  is  the  most  readily  attacked.  In  America 
5  lb.,  or  even  4  lb.  lead  is  sometimes  employed. 
The  sides  and  roof  are  attached  to  the  wooden 
framework  by  means  of  lead  straps  which  are 
nailed  to  the  uprights  or  cross  rails  and  to  the 
roof  joists,  the  nails  having  lead-coated  heads  to 
enable  them  better  to  resist  corrosion.  These 
straps  are  burnt  to  the  sheet  lead  by  the  flame 
of  a  blowpipe  burning  hydrogen  in  compressed 
air,  or  coal  gas  may  ne  used  with  compressed 
oxygen  from  a  steel  cylinder.  Usually  the 
sheets  themselves  are  similarly  fused  together, 
but  sometimes  unfused  rabbet  joints  are  em- 
ployed, made  by  folding  the  edges  over  and 
then  beating  down  flat.  The  roof  and  sides  are 
burnt  together  at  the  crown-tree,  and  sometimes 
the  bottom  is  also  fused  to  the  sides  so  that  the 
whole  chamber  forms  one  gigantic  water-  and 
gas-tight  leaden  box ;  but  more  frequently  the 
sides  are  suspended  like  a  curtain  in  a  large  flat 
dish  made  by  turning  up  the  edges  of  the  bottom 
12  or  15  ins.  or  even  to  a  greater  height  np  to 
2  ft.  6  ins.  if  much  acid  storage  room  is  required, 
and  the  construction  will  allow  it.  This  dish 
or  saucer  is  always  kept  luted  -with,  acid  when  the 
chamber  is  at  work,  and  the  upstand  is  pro- 
tected all  round  by  a  1-in.  board  to  resist  the 
outward  pressure  of  the  acid. 

In  Great  Britain  the  chambers  are  seldom 
roofed  in,  the  tops  sloping  slightly  from  one  side 
to  the  other  to  allow  the  rain  water  to  run  off 
into  a  gutter,  but  the  sides  are  usually  protected 
from  the  wind  by  light  wooden  or  corrugated 
iron  walls.  On  the  Continent,  however,  where 
the  variations  in  temperature  from  summer  to 
winter  are  greater,  they  are  usually  completely 
enclosed  in  buildings.  Wherever  possible  the 
lead  should  be  kept  clear  of  the  wooden  frame- 
work of  the  chamber  in  order  to  allow  efficient 
air  cooling,  the  lead  being  more  rapidly  attacked 
where  it  is  in  contact  with  the  wooden  uprights, 
joists,  &c.  At  some  places  the  chamber  frame 
is  made  of  angle  iron.  In  the  Moritz  system  of 
construction  (Fr.  Pat.  395694,  1908;  Chem. 
Trade  J.  1911,  493)  a  strongly  built  skeleton  of 
iron  encloses  the  chambers,  which  are  suspended 
from  overhead  beams  by  tie  rods  attached  to 
the  walls  by  lead  strips  ;  the  top  of  each  chamber 
is  arched  to  prevent  the  accumulation  of  dust 
and  to  avoid  dead  corners,  and  the  floor  rests  on 
perforated  sheet  iron  supported  by  brick  columns; 
the  upturned  edge  is  also  iron  plate  bent  under 
the  floor.  The  advantage  claimed  for  this  system 
is  the  uniform  cooling  which  takes  place,  and 
which  prevents  local  corrosion  such  as  ensues 
where  a  wooden  frame  is  in  contact  with  the  lead. 

Chambers  are  usually  of  rectangular  shape, 
100-130  ft.  long,  20-30  ft.  wide,  and  16-25  ft. 
high.  They  have  teen  constructed  up  to 
300  ft.  in  length,  where  there  is  only  one  large 
chamber  employed.  Since  the  introduction  of 
water  spraying  instead  of  steam  the  tendency 
has  been  to  increase  the  height  to  25-33  ft., 
and  at  the  same  time  to  make  them  narrower, 
not  more  than  20  ft.  wide.  At  the  Rhenania 
Chemical  Works  the  top  corners  are  out  off  to 
suit  the  shape  of  the  roof  and  avoid  dead 
potners    (JiUnge).     The    annular    chambers^  Qf 
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Delplace  (Eng.  Pat.  5058,  1890)  have  been  tried 
in  several  places,  but  do  not  seem  to  ofEer  any 
advantages  over  those  of  the  ordinary  rectangular 
shape.  Meyer's  tangential  chambers  of  circular 
or  polygonal  section  (Eng.  Pat.  18378,  1888) 
have  been  erected  at  a  number  of  works  on  the 
Continent ;  the  gas  enters  tangentially  on  the 
upper  part  of  the  sides,  and  the  outlet  pipes  are 
in  the  centre  of  the  bottom  (Chem.  Zeit.  1899, 
296  ;  Zeitsch.  angew.  Chem.  1899,  656 ;  1900, 
739 ;   1901,  1245). 

In  England  all  the  chambers  are  generally 
of  equal  size,  three  or  four  forming  a  set  and 
taking  the  gas  from  one  set  of  kilns  ;  or  five  or  six 
chambers  may  be  combined  and  take  the  gases 
from  two  sets  of  burners,  the  fifth  and  sixth  being 
common  to  the  two  sets  ;  but  in  France  one  large 
chamber  is  frequently  employed  with  small  ones 
before  and  behind  it.  Hasenclever  (Qhem.  Ind. 
1899,  26),  at  the  Rhenania  Works,  combines  two 
large  chambers  with  two  small  back  ones, 
whilst  other  manufacturers  prefer  three  chambers 
in  series  decreasing  in  size  from  the  first  to  the  last. 

The  capacity  of  each  chamber  varies  between 
25,000  and  70,000  cb.  ft.,  but  occasionally  they 
may  be  constructed  as  low  as  10,000  ob.  ft.,  or 
as  high  as  140,000  cb.  ft.  The  total  capacity 
of  a  set  is  seldom  more  than  200,000  cb.  ft.,  but 
Hasenclever  mentions  the  existence  of  sets  of 
420,000  ob.  ft.  capacity.  The  average  capacity 
will  probably  be  between  100,000  and  150,000 
cb.  ft.  Meyer's  tangential  chambers  are  usually 
about  33  ft.  in  diameter  and  26  it.  high,  and  are 
combined  in  seta  of  three  (66,250  ob.  ft.  total 
capacity).  Falding  (Eng.  and  Mining  J.  1909, 
441 ;  U.S.  Pat.  932771,  1909)  recommends  the 
use  of  one  large  chamber  of  such  a  height  that 
its  vertical  axis  is  in  the  proportion  of  3  to  2  over 
any  horizontal  axis.  Small  chambers  require 
more  lead  and  occupy  more  space  than  large 
ones  of  equal  capacity,  and  it  is  taken  as  a 
practical  rule  that  for  every  cubic  foot  of 
chamber  space  there  should  be  about  0-2  sq.  ft. 
of  total  surface  (top,  bottom,  sides,  and  ends). 

The  different  chambers  of  a  set  are  some- 
times arranged  so  that  each  is  a  few  inches 
higher  than  the  preceding  one  in  order  to  enable 
the  weaker  acid  produced  in  the  last  chamber  to 
be  run  back  into  the  stronger  first  chamber,  and 
to  get  rid  of  traces  of  nitre  which  it  usually 
contains.  If  the  chambers  are  on  the  same  level 
injectors  are  used  for  this  purpose. 

The  connections  between  the  chambers  may 
be  circular  or  rectangular  in  section,  and  are 
usually  constructed  of  10-12  lb.  lead,  those  of 
the  latter  shape  being  supported  by  a  wooden 
frame-work,  whilst  the  round  pipes  are  held  in 
position  by  means  of  iron  hoops  with  wood 
falggings.  Considerable  difference  of  opinion 
exists  as  to  where  they  should  leave  and  enter 
the  chambers,  some  being  of  opinion  that  the 
gases  should  leave  each  chamber  near  the  top 
and  enter  the  next  near  the  bottom,  while  others 
prefer  the  reverse  arrangement.  According  to 
Lunge  and  Naef 's  experiments,  it  is  a  matter  of 
indifference  where  the  connecting  tubes  are 
placed,  but  Porter  (J.  Soo.  Chem.  Ind.  1902, 
476),  after  describing  some  experiments  with 
a  glass  model  to  show  the  path  which  gases 
travel  in  the  chamber,  recommends  that  they 
should  enter  near  the  bottom  ajid  leave  near  the 
top  of  each  chamber- 


There  is  a  certain  definite  relationship  between 
the  total  cubic  capacity  of  a  set  of  chambers  and 
the  quantity  of  acid  produced  in  a  specified 
time.  The  number  of  cubic  feet  of  chamber 
space  required  for  condensing  the  acid  from  1  lb. 
of  sulphur  burnt  in  24  hours  (the  form  in  which 
it  is  usually  expressed  in  England  ')  wUl  depend 
on  a  number  of  diflferent  factors.  It  will  be 
less  for  brimstone  than  for  pyrites,  owing  to  the 
difference  in  the  composition  of  the  burner  gas ; 
it  will  be  less  for  rich  pjrfites  than  for  poor  for 
a  similar  reason ;  other  things  being  equal  it 
will  depend  on  the  proportion  of  nitre  used,  a 
larger  consumption  compensating  for  a  smaUer 
chamber  space ;  it  will  also  depend  on  the 
presence  or  absence  of  Glover  and  Gay-Lussao 
towers,  and  likewise  on  the  size  and  efficiency 
of  those  towers.  It  will  be  less  in  winter  than 
in  summer,  owing  to  the  lower  temperature  and 
increased  density  of  the  gases  in  the  colder 
season,  and  it  can  be  reduced  by  a  number  of 
different  arrangements  for  cooling  the  gases 
and  the  chambers,  which  will  be  referred  to  bter. 

Generally  speaking,  where  Glover  and  Gay- 
Lussac  towers  are  not  used,  25-30  cb.  ft.  of 
chamber  space  per  lb.  of  sulphur  burnt  jrer 
24  hours  will  be  required.  If  moderate-sized 
towers  are  used  16-20  cb.  ft.  will  be  sufficient, 
and  by  increasing  the  size  of  these  towers  it 
may  be  reduced  to  10-11  ob.  ft.,  as  in  the 
intensive  system,  but  in  the  latter  case  the  wear 
and  tear  of  the  chambers  will  be  very  consider- 
able, unless  steps  are  taken  to  keep  the  tem- 
perature in  them  from  rising  too  high.  The 
working  of  the  process  also  requires  more  super- 
vision. These  figures  are  for  pyrites ;  for 
brimstone  the  chamber  space  need  only  be 
about  75  p.c.  of  the  above  figures. 

Opinions  differ  among  manufacturers  as  to 
how  long  it  is  possible  to  work  a  chamber 
economically.  Generally  speaking  after  10 
years'  work  the  repairs  required  to  keep  a 
chamber  in  good  working  order  are  very  con- 
siderable, and  many  are  of  opinion  that  it  should 
then  be  rebuilt,  losses  through  leakages,  injury 
to  the  frame  work,  and  cost  of  patching  will 
more  than  counterbalance  the  cost  of  re-erectjon. 
On  the  other  hand,  where  chambers  are  weU 
constructed  and  the  process  is  weU  controlled  and 
not  forced,  they  have  been  known  to  last  20  or 
even  30  years,  with  occasional  stoppages  for 
repairs  after  the  first  8  or  10  years. 

Burgemeister  (Chem.  Zeit.  13,  1633;  also 
J.  Soc.  Chem.  Ind.  1890,  66)  has  made  various 
measurements  of  the  rate  of  diminution  in 
thickness  of  the  lead  in  a  set  of  two  chambers, 
one  of  which  had  lost  26-8  p.c.  after  working 
210  months,  and  the  other  17-65  p.c.  of  its 
thickness  after  120  working  months.  The 
latter  was  a  small  chamber  placed  between  the 
Glover  and  the  large  chamber  first  mentioned, 
and  kept  at  a  higher  temperature. 

Arrangements  for  supplying  steam  or  water 
to  the  chambers.  When  no  Gay-Lussao  and 
Glover  towers  are  used  all  the  water  ultimately 
transformed  into  chamber  acid  must  be  suppUed 
in  the  form  of  steam  or  water  spray.  If  the 
strength  of  the  chamber  acid  is  120°Tw.=68-7 
p.c.  HjSO^,  1-96  parts  water  will  be  required  for 

'  On  the  Continent  the  number  of  kilogrammes  of 
HjSOj  produced  per  cubic  metro  per  24  hours  is  tlie 
form  m  which  the  chftmber  space  is  exptessetj. 
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each  part  of  sulphur  burnt ;  if  towers  are 
employed,  and  the  average  strength  of  the  acid 
obtained  is  145°Tw.=79-25  p.o.  H2SO4,  the 
water  required  will  be  equal  to  1-44  times  the 
sulphur  burnt. 

This  is  usually  introduced  into  the  chambers 
in  the  form  of  steam  generated  in  an  ordinary 
steam  boiler.  At  one  time  this  was  sometimes 
mounted  on  the  burners  so  as  to  utilise  the  heat 
of  combustion  of  the  pyrites,  but  this  arrange- 
ment has  been  given  up  everywhere  since  the 
introduction  of  the  Glover  tower.  The  pressure 
required  need  not  be  more  than  suifioient  to 
carry  the  jets  of  steam  well  into  the  chamber, 
say  5-10  lbs.  per  square  inch,  but  is  very  impor- 
tant for  the  regular  working  of  the  process  that 
it  should  be  kept  uniform ;  to  ensure  this, 
automatic  regulators  are  employed  in  some  works 
to  keep  a  uniform  pressure  in  the  steam  main, 
no  matter  what  the  boiler  pressure  may  be. 
The  exhaust  steam  of  engines  may  be  utilised 
for  suppljfing  the  chambers,  provided  that 
they  are  worked  in  such  a  way  as  to  leave  a 
definite  pressurs  in  the  exhaust.     Kg.  6  repre- 
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seuts  a  steam  jet,  the  tube  cc  passing  into  the 
chamber  through  the  wall  eb  by  a  stuffing  box 
DD,  B  being  the  regulating  cook,  A  the  connection 
with  the  steam  main,  and  I'd  a  mercurial  gauge 
affixed  by  means  of  T- joint  H  so  as  to  indicate 
the  pressure  of  the  entering  steam. 

Practice  differs  considerably  in  different 
countries,  and  amongst  different  manufacturers, 
as  to  the  method  adopted  for  introducing  the 
steam  so  as  to  mix  uniformly  with  the  burner 
gases.  In  England  frequently  only  one  jet  is 
employed  for  each  chamber,  placed  somewhere 
near  the  inlet  pipe  or  a  little  above  the  centre 
of  the  chamber  end,  but  on  the  Continent  the 
practice  is  to  employ  a  number  of  jets  at  right 
angles  to  the  direction  of  the  gaseous  current 
either  in  Ihe  long  chamber  sides  near  the  top, 
or  through  the  roof  of  the  chamber.  The 
regulation  is  certainly  much  simpler  and  easier 
in  the  former  method,  but  the  distribution  of 
the  steam  cannot  be  so  well  controlled  as  in  the 
latter.  Where  a  Glover  tower  is  used  the  first 
part  of  the  first  chamber  requires  little-  or  no 
additional  steam  to  that  entering  with  the  gases, 
and  therefore  the  first  steam  jet  should  be  some 
distance  from  the  front  end  of  the  chamber.  Jets 
introduced  at  the  far  end  in  opposition  to  the 
direction  of  the  gaseous  current  are  sometimes 
employed,  but  tend  to  impede  the  draught. 

la  1873  Sprengel  patented  the  employment 
of  pulverised  water,  i.e.  water  reduced  to  a  mist- 
like  spray  by  blowing  a  jet  of  steam  at  about 
^   atmospheres   pressure   through   a   platinum 


nozzle  in  the  centre  of  a  water  "jet;'  With  a 
properly  proportioned  compound  jet,  4  parts 
by  weight  of  water  can  be  converted  into  fine 
spray  by  1,  of  steam.  The  spray  does  not 
carry  as  far  as  a  steam  jet,  wherefore  in  a  large 
chamber  a  number  of  jets  are  necessary,  and  are 
placed  in  the  sides  about  40  ft.  apart,  and  sup- 
plied with  water  from  a  tank  fixed  at  some 
height  above.  The  advantages  claimed  for  the 
use  of  spray  instead  of  steam  are,  that  not  only 
is  fuel  saved,  but  the  temperature  of  the  chamber 
is  lowered  so  that  more  acid  can  be  produced 
in  a  given  chamber  space.  Sprengel's  apparatus 
was  worked  for  a  number  of  years  at  Barking, 
but  was  given  up  on  the  introduction  of  Glover 
and  Gay-Lussac  towers  there,  and  has  practically 
gone  out  of  use.' 

On  the  other  hand,  pulverised  or  atomised 
water  (produced  by  the  mechanical  action  of  a 
fine  stream  issuing  imder  a  pressure  of  2  atmo- 
spheres from  a  platinum  nozzle  on  to  a  platinum 
button)  has  been  successfully  applied  for  a, 
considerable  number  of  years  at  Griesheim 
(Lunge),  and  has  lately  come  into  more  general 
use  where  the  intensive  system  of  sulphuric 
manufacture  is  worked.  Two  rows  of  water 
jets,  20  ft.  apart,  are  introduced  through  tubes 
in  the  chamber  tops,  and  the  water  has  to  be 
specially  filtered  to  avoid  blocking  up  the  fine 
jets  used.  For  narrow  chambers  only  one  row 
of  jets  is  employed.  Where  the  intensive 
system  is  worked  the  use  of  atomised  water  has 
been  of  great  service  in  keeping  down  the 
temperature  of  the  chambers,  and  so  preventing 
rapid  wear  and  tear  and  excessive  nitre  con- 
sumption. Kestner  (J.  Soc.  Chem.  Ind.  1903, 
334)  gives  the  following  calculations  showing  the 
effect  of  replacing  steam  by  water  sprays — 
Heat  of  formation  of  HaSOi+3H20 

(approx.  chamber  acid)  .         .    =65,500  Cal. 
Heat  given  up  by  condensation  of 

steam  at  120°  to  60°       .         .    =41,976    „ 

Total  heat     .         .  =107,476    „ 
If  the  steam  is  replaced  by  water  at  15° — 
Heat  of  formation  of  H2SO4+3H2O=65,500  Cal. 
Heat  absorbed  by  water  raised 
from  15°  to  60°      .         .         .    =3,240    „ 

Total  heat     .         .  =62,260     „ 
The  difference  in  the   two   oases  is   thus, 
45,216  calories. 

H  the  average  strength  of  the  acid  produced 
is  represented  by  HjS04,2H20,  which  will  more 
nearly  represent  the  correct  strength  when  the 
Glover  tower  acid  is  taken  into  consideration, 
the  difference  in  the  heat  of  the  reaction  will 
be =33,910  calories.  Water  sprays  cannot  en- 
tirely replace  steam,"  which  is  usually  required  in 
the  last  chamber,  and  also  in  the  other  chambers 
in  very  cold  weather  in  order  to  prevent  the 
temperature  falling  below  a  certain  minimum, 
which  Benker  considers  should  be  60-65°  fbr 
the  first  chamber  (Kestner,  J.  Soc.  Chem.  Ind. 
1903,  334).  For  this  reason  water  spraying  is  of 
very  little  use  in  non-intensive  worlcing,  except 
in  very  hot  weather, 

A  special  platinum  jet  for  converting  water 
or  acid  liquids  into  spray  has  been  constructed 
by  Benker  in  which  the  distance  between  the 
nozzle  and  the  disc  is  adjustable,  the  disc  being 
mpved  backwards  and  forwarts  by  a  rod  at  the 
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end  of  which  is  cnt  a  fine  thread  which  works  in 
a  similar  nut  above.    The  jet  is  easily  cleaned. 

Korting  Bros,  have  introduced  a  spray  pro- 
ducer which  gives  the  liquid  a  rotating  movement, 
£0  that,  issuing  from  the  jet,  it  is  projected  in  a 
conical  spray.  The  nozde  is  of  platinum  usually, 
but  it  can  be  replaced  by  a  glass  jet  fitted  inw  a 
hard  lead  nozzle  by  a  small  indiarubber  washer. 
These  spray  producers  have  proved  vcyy  suc- 
cessful, and, have  been  used  for  a  number  of 
years  in  Continental  factories  (Lunge). 

Guttmann  (Eng.  Pat.  18927,  1906)  has 
patented  the  sprajdng  of  acid  from  the  back 
chambers  into  the  first  and  second  chambers 
instead  of  steam  or  water ;  stronger  chamber 
acid  is  obtained,  and  no  harm  is  done  if  the 
spraying  apparatus  is  defective. ' 

Raaohig  (J.  Soc.  Chem.  Ind.  1911,  172)  has 
also  suggested  the  spraying  of  weak  sulphuric 
acid  into  the  chambers  instesHi  of  water,  so  as  to 
avoid  the  possible  reduction  of  the  higher  oxides 
of  nitrogen  to  nitrogen  monoxide  or  nitrogen. 

The  quantity  of  steam  or  water  spray  intro- 
duced into  the  chamber  is  regulated  so  as  to  pro- 
duce an  acid  of  a  definite  strength ;  and  drips  or 
telltales  consisting  of  earthenware  or  leaden  trays 
are  placed  inside  the  chambers  to  catch  a  certain 
amount  of  the  condensing  acid  wliich  runs 
through  a  tube  into  a  lead  or  glass  cylinder 
outside  the  chamber,  and  can  there  be  tested 
from  time  to  time ;  or  samples  can  be  obtained  of 
the  acid  condensin  g  in  the  connections  between  the 
chambers  and  tested  at  intervals  in  the  same  way. 
.  In  order  to  draw  ofE  acid  from  a  chamber, 
a  small  leaden  box  is  placed  on  the  floor  close  by, 
open  at  the  top,  and  of  the  same  height  as  the 
iipstand  of  the  chamber  bottom,  and  is  connected 
at  or  near  the  bottom  with  the  chamber  by  means 
of  a  pipe.  In  the  bottom  of  this  box  is  a  seating 
of  regulus  metal  (a  hard  alloy  of  lead  and 
antimony)  closed  by  a  plug ;  on  lifting  this 
plug  the  acid  in,  the  box  runs  away  through  a 
pipe  attached  to  the  seating,  and  at  the  same 
time  more  acid  levels  into  the  box  from  the 
chamber.  By  allowing  the  acid  to  enter  the 
box  through  a  seating  which  can  be  closed  by  a 
plug,  the  same  box  may  be  used  for  two  or  more 
chambers.  Another  method  is  to  siphon  the 
acid  from  the  chamber  into  the  box  by  a  siphon 
with  a  cup  attached  at  each  end  in  order  to  keep 
it  always  full  when  not  in  use,  so  that  it  starts 
to  act  as  soon  as  one  limb  is  put  into  the  acid. 

Arrangements  for  production  of  draught. 
The  draught  necessary  for  moving  the  acid 
gases  through  '&  set  of  chambers  may  be  pro- 
duced in  several  ways.  In  the  first  place,  the 
hot  burner  gases  are  lighter,  bulk  for  bulk,  than 
air  at  the  ordinary  temperature,  and  con- 
sequently tend  to  rise  and  produce  an  indraught 
at  the  burners  and  a  pressure  in  the  chambers. 
The  hotter  the  gases,  and  the  higher  they  have 
to  rise  before  they  enter  the  Glover  tower  or 
chambers,  the  greater  will  be  the  draught  due 
to  this  cause.  At  the  end  of  the  system  the 
outlet  pipe  is  usually  connected  with  a  chimney 
which  assists  in  drawing  the  gases  through  the 
chambers,  or  else  the  outlet  consists  of  a  vertical 
pipe  from  the  last  chamber  or  tower ;  this  has 
a  sUght  aspirating  action,  owing  to  the  exit 
gases  being  lighter  than  the  air,  which  may  be 
increased  by  means  of  a  simple  jet  of  steam,  or 
better,  by  a  Korting's  injector,    Thp  formation 


of  sulphuric  acid  itself  in  the  chambers  also  acta 
as  a  cause  of  draught,  the  volume  of  the  gasea 
being  reduced  by  the  amount  of  condensation 
taking  place. 

Tor  the  regulation  of  the  draught  dampers 
are  usually  provided  between  the  burners  and 
the  chambers,  and  in  the  outlet  pipe  at  the  end 
of  the  system. 

Where  a  chimney  is  employed,  any  great 
variations  in  the  draught  from  this  may  be 
corrected  by  a  damper  or  throttle  valve,  which 
is  automatically  worked  from  a  lever,  on  the 
other  end  of  which  hangs  a  bell  standing  in  an 
aimular  lute  containing  water  or  other  suitable 
liquid.  The  air  in  the  hell  is  connected  with  the 
exit  pipe  beyond  the  damper,  so  that,  when 
the  draught  from  the  chimney  increases  the  bell 
descends  in  the  lute,  thus  causing  the  other 
end  of  the  lever  to  rise,  partially  closing  the 
damper ;  the  reverse  happens  when  the  draught 
decreases.  Latterly  the  employment  of  fans 
for  producing  the  necessary  draught  by  mechani- 
cal means  has  very  largely  increased.  These 
are  usually  made' of  iron  covered  with  lead,  of 
antimonial  lead  or  of  stoneware,  and  are  generally 
placed  between  the  last  chamber  and  the  Gay- 
Lussao  tower,  or  it  there  are  two  of  the  latter 
towers,  between  them  (Kestner,  J.  Soc.  Chem. 
Ind.  1903,  334 ;  Benker,  Zeitsch.  angew. 
Chem.  1903,  861).  They  have  also  been  placed 
between  the  Glover  tower  and  the  first  chamber, 
but  lead  or  antimonial  lead  is  rapidly  corroded 
there  (Niedenf  uhr  and  Ltity,  ibid.  1902).  Falding 
employs  two  fans,  one  behmd  the  Glover  towerto 
regulate  the  draught  of  the  burners,  and  the  other 
in  front  of  the  Gay-Lussac  (Min.  Ind.  vii.  672). 

Muhlhauser  (Zeitsch.  angew.  Chem.  1902, 
672)  describes  the  history  of  introduction  of  fan  ; 
see  also  Babe  {ibid,  190S,  1735),  and  SchUebs 
{ibid.  1905,  1900). 

O'Brien  places  a  cast-iron  fan  immediately 
behind  the  burners  before  the  nitre  oven  and 
Glover  tower.  The  temperature  inside  the  fan 
is  640°,  and  it  is  covered  with  a  1-in.  coat  of 
asbestos  cement ;  water  is  used  as  a  lubricant 
instead  of  oil  (Falding,  Min.  Ind.  ix.  621).  The 
actual  volume  of  gas  passing  through  the 
chamber  system  may  be  determined  by  measur- 
ing the  speed  of  the  gaseous  current  in  the 
connecting  pipes  or  exit  pipe  by  means  of 
Fletcher's  or  Swan's  anemometer. 

Oay-Luasac  and  Glover  towers.  In  1827 
Gay-Lussac  proposed  the  use  of  a  coke  tower  for 
absorbing  the  escaping  nitrous  fumes  in  strong 
sulphuric  acid,  but  it  was  not  until  1842  that 
the  idea  was  put  into  practice,  and  it  was  not 
until  some  time  after  the  invention  of  the  Glover 
tower  in  1860  that  the  Gay-Lussac  came  into 
general  use.  This  delay  was  due  to  the  fact 
that  up  to  that  date,  all  the .  acid  used  in  the 
latter  tower  had  to  be  concentrated,  and  the 
nitrous  vitriol  obtained  could  only  be  denitrated 
by  dilution  with  water,  so  that  the  saving  in 
nitre  was  partly  counterbalanced  by  the  cost  of 
the  fuel  requ  red  for  reconcentrating  the  acid. 
But  the  introduction  of  the  Glover  tower 
rendered  this  expense  unnecessary,  and  at  the 
present  day  there  are  verj'  few  sulphuric  acid 
manufacturers  who  do  not  make  use  of  these 
appliances. 

The  Gay-Lussac  tower  consists  of  a  tall 
column,  the  walls  of  which  at^  of  lead,  pac^e4 
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With  some  tiiaterial,  such  as  coke,  which 
presents  a  large  surface  so  as  to  bring  the  gag 
passing  up  through  the  tower  into  intimate 
contact  with  a  stream  of  sulphuric  acid  entering 
at  the  top  and  passing  down  the  tower.  It  is 
connected  with  the  exit  from  the  last  chamber 
of  a  set,  and  receives  all  the  gas  leaving  that 
chamber ;  this  gas  contains  a  large  amount  of 
nitrous  vapours,  which  are  absorbed  by  the 
descending  sulphuric  acid  and  again  introduced 
into  the  process. 

The  tower  is  usually  built  on  a  solid  block 
of  brickwork  or  on  strong  brick  piers,  surmounted 
by  an  arch,  or  cast-iron  columns  may  be  em- 
ployed, carrying  a  platform  of  iron  bearers  or 
rails.  The  brickwork  or  iron  is  protected  from 
possible  acid  drops  or  leaks  by  sheet  lead.  The 
tower  itself  is  constructed  of  sheet  lead,  sup- 
ported by  a  wooden  frame-work  in  the  same 
manner  as  the  chambers.  Sometimes  angle  iron 
is  used  instead  of  timber  for  the  frame.  Square- 
sectioned  towers  are  usually  preferred,  as  being 
somewhat  simpler  to  construct  than  round  ones, 
but  the  latter  have  the  advantage  that  for  a  given 
capacity  less  lead  is  required,  and  the  gaseous 
current  is  more  uniformly  distributed  within  the 
tower.  The  sides  are  usually  made  of  8  or  10  lb. 
lead,  and  the  bottom,,  which  is  turned  up  at  the 
edges  to  form  the  upstand,  of  12-18  lb.  lead. 
The  sides  are  not  '  burnt '  to  the  bottom,  but 
dip  into  the  acid,  which  forms  a  lute  as  in  the 
chambers.  The  lower  portion  is  usually  lined 
with  acid-proof  blue  bricks,  put  in  dry  without 
mortar  or  cement  in  order  to  protect  the  leadf  rom 
being  damaged  by  the  pacMng.  1-in.  splits  are 
sometimes  used  to  economise  space. 

The  width  varies  from  4  to  10  ft.,  and  the 
height  from  30  to  50  ft.,  the  dimensions  depend- 
ing on  the  capacity  of  the  set  of  chambers. 

The  cubical  contents  should  be  at  least 
equal  to  1  p.c.  of  the  chamber  space,  and  may 
with  advantage  be  increased  to  2  p.c.  when 
working  with  a  normal  chamber  capacity  of 
16-20  cb.  ft.  per  lb.  of  sulphur  burnt  per  24 
hours.  But  when  the  chamber  space  is  reduced 
to  10  or  11  cb.  ft.  per  lb.  sulphur,  as  in  intensive 
working,  the  capacity  of  the  Gay-Lussac  tower  is 
frequently  increased  to  about  4  p.c.  of  the  total 
capacity  of  the  chambers.  .Two  towers  are 
usually  employed  in  this  case,  and  also  with 
large  sets  in  non-intensive  working. 

Sometimes  thegasesfromanumberof  different 
Bets  of  chambers,  after  leaving  the  Gay-Lussac 
toweis,  are  passed  through  a  large  ftial  absorb- 
ing tower  in  order  to  reduce  the  loss  of  nitrous 
vapours  due  to  non-absorption  to  a  minimum. 

The  pipe  bringing  the  gases  from  the  last 
chamber  enters  the  side  of  the  tower  near  the 
bottom,  and  just  above  is  fixed  the  grating  which 
carries  the  packing.  This  grating  may  consist 
of  iron  bars  covered  with  lead,  carried  by  the 
brick  lining,  or  it  may  be  of  blue  bricks  on  a 
series  of  parallel  brick  arches  or  of  specially 
shaped  acid-proof  stoneware  blocks.  The  pack- 
ing itself  used  at  one  time  almost  universally- 
to  consist  of  hard-burnt  furnace  coke,  and  the 
latter  is  still  used  to  a  veiy  considerable  extent, 
but  owing  to  the  fact  that  it  is  apt  to  disintegrate 
in  the  tower  which  it  gradually  blocks,  and  that 
it  also  has  a  slight  reducing  action  on  the  higher 
oxides  of  nitrogen,  it  has  been,  to  a  certain 
extent,   replaced   by   cylinders   of   acid-proof 


stoneware,  specially-shaped  bricks,  Guttmann 
stoneware  balls,  or  Bettenhausen  cones.  When 
coke  is  used  large  lumps  12  or  14  ins.  long  are 
placed  on  the  grating  in  regular  layers,  and  the 
size  of  the  fragments  is  gradually  reduced  as  the 
packing  goes  on,  until  in  the  upper  part  pieces 
3-4  ins.  in  size  are  employed.  The  top  of  the 
tower  consists  of  sheet  lead  supported  from 
above  by  iron  bars  covered  vrith  lead,  and  a 
large  number  of  inlet  holes  for  the  acid  are 
spaced  over  the  whole  area.  Each  hole  has  an 
upstanding  rim,  which  is  covered  with  a  leaden 
cap  which  allows  the  acid  to  pass  into  the  tower, 
but  no  gas  to  escape.  The  acid  is  conveyed  to 
these  lutes  by  leaden  pipes  from  the  bottom  of 
a  leaden  box  divided  by  radial  partitions  into 
sections  which  are  continuously  fed  with  acid 
by  means  of  a  reaction  wheel  or  rotating  distri- 
butor working  on  the  principle  of  the  Barker's 
mill.  Another  method  of  distribution  is  by 
means  of  an  intermittent  siphon,  which  at 
regular  intervals  flushes  an  intermediate  leaden 
box  from  the  bottom  of  which  numerous  pipes 
run  to  the  lutes.  The  reaction  wheel  or  siphon 
is  fed  with  acid  from  an  overhead  tank,  and  the 
quantity  passing  down  the  tower  is  regulated  by 
a  tap.  As  it  is  of  the  utmost  importance  to  the 
working  of  the  process  that  this  stream  should 
be  as  uniform  as  possible,  and  since  any  varia- 
tions in  the  level  of  the  acid  in  the  tank  above 
will  cause  similar  variations  in  the  quantity  the 
regulating  tap_will  pass,  various  contrivances 
are  employed  for  ensuring  a  uniform  pressure  of 
acid  at  the  point  of  delivery.  The  most  efScient 
of  these  is  the  balancing  apparatus  described  by 
Lunge  (Sulphuric  Acid,  vol.  i.  599),  in  which  the 
acid  flows  from  the  bottom  of  the  tank  into  a 
smaller  intermediate  vessel  on  the  same  level 
in  which  a  hollow  leaden  ball  is  suspended  from 
the  end  of  a  lever.  Tlie  entering  acid  presses 
the  ball  upwards,  the  other  end  of  the  lever 
descends  and  closes  the  outlet  from  the  tank 
until  sufficient  acid  has  run  out  of  the  inter- 
mediate vessel  to  allow  the  ball  to  move  down 
and  open  the  outlet  valve  again.  Thus  the  level 
of  the  acid  in  the  small  vessel  will  be  independent 
of  that  in  the  main  tank. 

The  acid  is  usually  forced  up  to  the  top  of 
the  tower  by  means  of  compressed  air  from  a 
strong  cast-iron  vessel  which  is  sometimes  lined 
with  lead,  but  this  is  unnecessary,  as  acid  of  the 
strength  used  has  very  little  action  on  cast  iron. 
These  acid  eggs,  as  they  are  called,  hold  several 
tons  of  acid.  Latterly  they  have  been  replaced 
in  some  works  by  automatic  elevators  or 
pulsometers,  which  were  first  introduced  by 
Harrison  Blair,  and  have  been  considerably 
improved  by  Laurent  and  Kestner.  They  work 
continuously,  and  the  rate  of  supply  of  acid  to 
the  towers  can  be  regulated  by  the  air-inlet 
cock  below,  so  that  no  regulating  arrangement 
or  large  storage  tank  is  required  on  the  top. 
When  the  tower  is  very  high  and  the  air  pressure 
available  is  not  sufficient  to  force  the  acid  up 
to  the  top  in  a  continuous  stream,  a  modification 
of  the  automatic  elevator,  known  as  an  EmuUeur, 
may  be  employed,  in  which  a  certain  amount  of 
air  is  allowed  to  mix  with  the  acid  as  it  is  forced 
up,  the  emulsion  of  acid  and  air  requiring  less 
pressure  to  elevate  it  than  the  acid  by  itsefi. 

T,  Meyer  (Zeitsch.  angew.  Ohem.  1910,  972) 
recommends    the    use    of    multistage    turbine 
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centrifugal  pUmps  of  hatd  lead  connected  to  an 
electric  motor,  which  he  states  have  an  efficiency 
of  19'4  p.o.  of  the  total  energy  supplied  as  against 
3^  p.c.  when  compressed  air  is  Used. 

Working  the  Qay-Lussaa  tower.  The  acid 
used  for  absorption  should  be  at  least  144°Tw., 
and  it  will  be  more  efficient  if  it  is  150°-152°Tw. ; 
it  may  readily  be  obtained  of  the  latter  strength 
from  the  Glover  tower.  It  should  also  be  as 
cool  as  possible,  not  above  30°C.  Hot  acid 
absorbs  badly,  and  where  coke  is  used  for  packing 
some  of  the  higher  nitrogen  oxides  may  be  re- 
duced to  nitric  oxide.  The  quantity  used  per 
24  hours  should  be  at  least  equal  to  one-half  the 
daily  production  of  acid,  and  in  many  cases  a 
quantity  equal  to  the  total  daily  make  is  used  ; 
in  intensive  working  at  least  twice  the  daily 
production  has  to  pass  through  the  Gay-Lussac 
towers  in  order  to  prevent  excessive  loss  of  nitre. 

The  nitrous  vitriol  running  ofi  from  the 
bottom  of  the  tower  usually  contains  from 
1  to  2  p.c.  NjOa  ;  it  is  a  solution  of  nitrosulphonio 
acid  or  nitrososulphuric  acid  (chamber  crystals) 
S02(OH)(N02)  in  sulphuric  acid,  and  it  is  decom- 
posed on  dilution  with  water,  the  NjOj  being 
liberated.  The  percentage  of  NjOj  depends  on 
the  quantity  of  acid  run  down  the  tower ;  if 
it  contains  above  2  p.c.  N^Oj  there  is  danger  of 
loss  from  incomplete  absorption.  When  the 
process  is  working  regularly  it  is  almost  colour- 
less, but  when  the  exit  gases  contain  an  excessive 
amount  of  unoxidised  SO^  it  turns  dark  purple 
o-vving  to  the  reduction  of  the  S02(OH)(N02)  to 
SOa(OH)N(OH)0,  called  by.  Easchig  nitrosi- 
sulphonic  acid,  and  appears  full  of  bubbles  of 
NO.  It  has  been  stated  that  some  nitric  acid 
is  usually  present  in  the  nitrous  vitriol,  but 
Lungei  holds  that  this  is  never  the  case  imder 
normal  conditions  of  working.  If  such  an  excess 
of  nitre  be  used  that  N^Oj  exists  in  the  gases 
leaving  the  last  chamber,  some  nitric  acid  will 
probably  be  formed,  but  if  the  tower  is  packed 


with  coke  the  latter  will  prevent  ttiis  fortttatiotli 
and  only  where  some  non-reducing  packing  js 
employed  is  it  likely  that  the  formation  3t 
nitric  acid  will  take  place  (J.  Soo.  Ohem.  Ind. 
1S85, 31).  Lunge  also  controverts  the  statements 
of  Benker  and  Lasne  that  When  sulphm  dioxide 
is  practically  absent  from  the  gases  entering  the 
Gay-Lussao  tower,  the  N2O4  present  is  not  readily 
absorbed  by  the  acid  in  the  tower.  To  avoid 
this  loss  they  proposed  to  introduce  into  the 
gases  leaving  the.  last  chamber,  a  certain 
quantity  of  burner  gas  by  means  of  a  steam  jet 
in  order  to  reduce  the  NjOj  to  NjO„  which  is 
more  readily  absorbed  (D.  R.  P.  17154,  1881). 
Benker  modified  this  at  a  later  date  (D.  E.  PP. 
88368,  91260)  by  taking  a  small  quantity  of  gas 
from  the  first  chamber  and  injecting  it  into  the 
last  or  into  a  special  chamber  between  this  and 
the  Gay-Lussac  tower. 

Petersen  (D.  R.  P.  226793,  1909)  states  that 
ferrous  sulphate  in  the  Glover  tower  acid 
hinders  the  absorption  of  nitrous  acid  in  the  Gay- 
Lussac  tower,  and  recommends  that  the  ferrous 
siilphate  should  be  oxidised  by  the  addition  of  a 
little  nitrous  vitriol  to  the  absorbing  acid  for 
the  last  tower. 

The  quantity  of  NjOj  in  the  nitrous  vitriol 
may  be  estimated  by  means  of  potassium  per- 
manganate. .  50  c.c.  of  N/2  KMnOj  solution  are 
taken,  diluted  with  five  times  the  volume  of 
water,  and  the  nitrous  vitriol  is  run  in  from  a 
burette  with  constant  stirring  until  the  colour  just 
vanishes.  1  c.c.  N/2KSInO4=0-0095grms.  NoO,. 

If  nitric  acid  is  present  it  is  not  estimated  by 
this  method,  but  the  total  nitrogen  compounds 
present  may  be  determined  by  means  of  Lunge's 
nitrometer,  in  which  they  are  converted  into  NO 
by  shaking  with  mercury  and  the  volume  of  gas 
produced  can  be  measured.  The  following 
table  represents  the  quantities  of  various 
nitrogen  compounds  in  mUligrams  corresponding 
with  1  c.c.  (rf  NO  at  0°C.  and  760  mm. 


.NO 

N 

NO 

N2O, 

N2O5 

HNO3  . 

ZNO3 

NaNOj 

1  o.c. 

0-627 

1-343 

1-701 

2-417 

2-820 

4-521 

3-805 

2    „            .         . 

1-254 

2-686 

3-402 

4-834 

6-640 

9-042 

7-610 

3    „            .         . 

1-881 

4-029 

6-103 

7-251 

8-460 

13-563 

11-415 

4    „            .         . 

2-508 

5-372 

6-804 

9-668 

11-280 

■    18-084 

15-220 

5    „ 

3-135 

6-715 

8-605 

12-086 

14-100 

22-605 

l'9-025 

6    „ 

3-762 

8-058 

10-206 

14-502 

16-920 

27-126 

•22-830    ■ 

7    „ 

4-389 

9-401 

11-907 

16-919 

19-740 

31-647 

26-635 

8    „            .         . 

5-016 

10-744 

13-608 

19-336 

22-560 

36-168 

30-440 

9    „            .         . 

6-643 

12-087 

15-309 

21-753 

26-380 

40-689 

34-245    , 

The  Olover  tower.  Before  the  invention  of 
the  Glover  tower  the  methods  used  for  decom- 
posing the  nitrous  vitriol  obtained  from  the 
Gay-Lussao  tower  in  order  to  reintroduce  the 
nitrous  compounds  into  the  process  were 
dependent  on  the  use  of  hot  water  or  steam,  or 
else  sulphur  dioxide,  dilution  of  the  acid  being 
necessary  in  both  cases.  The  wear  and  tear  of 
the  apparatus  employed  was  always  very  con- 
8idera!l>le,  and  as  only  dilute  acid  was  obtained, 
additional  expense  was  incurred  in  concentrating 
the  acid  again  for  supplying  the  Gay-Lussao 
tower.  This  was  sometimes  done  by  means  of 
evaporating  pans  placed  on  top  of  the  pyrites,  or 
sulphur  burners,  but  owing  to  danger  of  leakages 
this  method  did  not  come  in  to  general  use.  The 
advantages  of  the  use  of  this  Glover  tower  over 


any  other  system  of  deuitration"  are  that  the 
heat  of  the  burner  gases  is  utilised  for  restoring 
the  nitrous  vapours  imiformly  to  the  chambers, 
and  also  for  supplying  them  with  steam,  and 
that  the  burner  gas  is  cooled  down  to  such  a 
temperature  that  no  cooling  pipes  are  required, 
and  the  wear  and  tear  on  the -first  chamber  is 
considerably  reduced. 

Owing  to  the  higher  temperature  of  the  gases 
Glover  towers  (Pig.  7)  must  be  far  more  strongly 
built  than  Gay-Lussac  towers,  which  in  other 
respects  they  greatly  resemble.  The  sides  are 
usually  of  14-18  lb.  lead,  and  the  bottom  of 
35  lb.  lead,  and  the  tower  is  lined  with  fire- 
bricks capable  of  resisting  both  heat  and  strong 
acid,  or  with  volvio  lava;  this  lining,  which  is  put 
in  dry  without  mortar  of  any  kind,  is  about  2  ft. 
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3  ins.  thick  at  the  bottott),  and  dooieascs  from 
18  ins.  above  the  grating  carrying  the  packing  to 
4 J  ins,  at  the  top.  The  packmg  usually  consists 


If  ' 


Fio.  7. 


of  flint,  picked  from  the  chalk,  and- washed  with 
l^droohloric  acid.  This  material  has  the 
advantage  of  heing  absolutely .  acid  resisting, 


but  it  is  very  heavy,  does  not  possess  much 
surface,  and  is  readily  blocked  up  by  dust. 
Acid-proof  fireclay  cylinders  or  bricks,  either 
plain  or  dished  and  perforated,  are  frequently 
used  instead,  more  particularly  where  pyrites 
dust  burners  are  employed.  They  do  not  block 
up  so  readily,  and  also  allow  more  free  space  in 
the  tower  for  the  reactions  (Liity,  Zeitsch.  angew. 
Chem.  1896,  645).  Sometimes  coke  is  used  in 
the  upper  portion,  but  there  is  always  danger  of 
the  coke  Sang  should  the  acid  feed  be  stopped 
for  any  reason.  In  America  Herreshoff  uses  a 
particular  kind  of  quartz  rook,  not  only  for  the 
packing  itself,  but  also  for  the  grating  supporting 
the  packing,  and  for  the  lining ;  as  the  lumps 
of  quartz  are  not  obtained  in  very  regular  shape 
the  space  next  the  lead  is  packed  with  a  thick 
layer  of  quartz  sand ;  the  lead  is  protected  outside 
by  iron  plates  (J.  Soc.  Chem.  Lid.  1908,  269). 

Volvic  lava  is  largely  used  on  the  Continent 
both  for  lining  and  for  packing  Glover  towers. 
In  some  ctises  the  tower  itself  is  made  of  this 
material  without  any  leaden  shell.  The  segments 
are  held  together  by  iron  hoops  covered  with  lead. 
There  are  no  tanks  on  the  top,  as  the  tower  is 
fed  by  means  of  automatic  elevators  from  below. 
The  height  of  the  Glover  tower  is  generally 
much  less  than  that  of  the  Gay-Lussao  tower, 
from  20  to  30  ft.,  while  the  width  is  proportion- 
ately greater,  so  that  the  cubic  capacities  of  the 
two  do  not  widely  differ.  A  tower  9-10  ft. 
square  and  25-30  ft.  high  containing  2025-3000 
ob.  ft,  will  suffice  for  a  set  of  chambers  con- 
taining 140,000-200,000  cb.  ft.  From  560  to 
600  cb.  ft.  per  ton  of  sulphur  burnt  daily  is  a 
proportion  frequently  employed;  these  figures 
refer  to  the  total  cubic  capacity  inside  the  lead, 
the  actual  working  space  being  only  dbout  one- 
half  this  amount.  , 

The  gases  enter  the  tower  from  the  burners 
usually  by  a  cast-iron  pipe,  and  pass  upwards 
through  a  grating  of  fireclay  slabs  or  groined 
arches  which  carries  the  packing.  Niedenfuhr 
recommends  the  construction  of  a  second  arch 
and  grating  a  Uttle  higher  up  the  tower  so  that 
the  lower  portion  may  be  cleaned  or  replaced 
without  disturbing  the  main  body  of  the  packing 
(Luty,  Zeitsch.  angew.  Chem.  1905,  1253), 
At  the  top  similar  arrangements  are  employed 
for  distributing  the  acid  as  in  the  Gay-Lussac 
tower.  There  are  two  storage  tanks  on  the 
top,  one  containing  nitrous  vitriol  and  the  other 
chamber  acid,  and  the  two  streams  usually  mix  in 
the  distributing  box  before  entering  the  tower. 
When  the  additional  nitre  required  for  the  pro- 
cess is  introduced  as  Uquid  nitric  acid,  it  is 
either  mixed  with  the  nitrous  vitriol  in  the 
storage  tank  or  else  run  into  the  centre  of  the 
top  of  the  tower  in  a  regular  stream  by  means 
of  a  glass  tube  from  a  Mariotte's  bottle,  as 
previously  described. 

The  hot  concentrated  acid  leaves  the  saucer 
below  by  a  Up,  and  is  cooled  by  passing  through 
a  leaden  trough  in  which  leaden  cods  or  pipes  are 
placed,  through  which  cold  water  is  kept  running. 
Usually  Gay-Lussao  and  Glover  towers  are 
built  side  by  side,  the  latter  standing  on  a  higher 
foundation  so  that  the  tops  are  on  the  same 
level.  The  inspection  and  control  of  the  two 
towers  is  thus  much  facilitated. 

If  the  Glover  tower  is  fed  with  nitrous 
vitriol  alone,  the  latter  will  not  be  completely 
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denitrated  when  it  reaches  the  bottom,  but  will 
contain  about  0-2  p.c.  of  N2O3.  It  is  usual, 
therefore,  to  mix  it  with  a  certain  amount  of 
chamber  acid  of  from  110°  to  120°Tw.  in  order 
to  produce  a  mixture  of  from  130°  to  136°Tw., 
from  which  the  nitrous  compounds  will  be  com- 
pletely removed  by  the  hot  burner  gases  by  the 
time  it  arrives  at  the  bottom  of  the  tower.  If  more 
or  weaker  chamber  acid  is  used,  and  a  mixture 
is  obtained  below  130°Tw.,  there  is  danger  of 
loss  of  nitric  oxjde  from  the  decomposition  of 
the  nitrous  vitriol  outside  the  tower ;  at  the 
same  time,  instead  of  obtaining  an  acid  of 
150°Tw.  or  thereabouts,  nmning  off  at  the 
bottom,  the  latter  may  only  be  140°Tw.,  at 
which  strength  it  is  not  nearly  so  efficient  for 
absorbing  the  nitrous  vapours  in  the  Gay-Lussac 
tower.  It  is  possible,  by  keeping  the  acid  in  the 
chambers  up  to  at  least  120°Tw.,  to  pass  the 
whole  of  the  chamber  acid  made  doivn  the 
Glover  tower  with  the  nitrous  vitriol,  to  com- 
pletely denitrate  the  latter  and  to  obtain  the 
whole  of  this  acid  at  145°-150°Tw. 

The  temperature  of  the  burner  gas  leaving 
the  pyrites  kilns  will  be  about  500°C.,  and  2 
there  is  no  dust  chamber  employed  the  gas  will 
enter  the  Glover  tower  at  from  400°  to  450°C., 
and  will  leave  it  at  between  60°  and  80°C.  A 
dust  chamber  will  probably  cool  the  gas  another 
100°C.  before  it  enters  the  tower ;  it  wiU  then 
not  be  possible  to  concentrate  so  much  chamber 
acid  in  the  latter,  but  perfect  denitration  can 
be  obtained,  the  acid  running  off  at  the  bottom 
being  140°-148°Tw.  Niedenfuhr  recommends 
the  dividing  of  the  Glover  function,  between 
two  apparatus ;  after  the  dust  chamber  comes  a 
concentrating  tower,  then  a  hard  lead  fan,  and  then 
the  denitrating  tower.  Acid  of  130°Tw,  leaving 
the  second  tower  is  concentrated  to  142°Tw.  in 
the  first  (Luty,  Zeitsch.  angew.  Chem.  1905, 1253). 

Petersen,  in  order  to  deal  with  the  large 
amount  of  absorbing  acid  used  in  working  on  the 
intensive  system,  abo  recommends  the  use  of  two 
Glover  towers,  together  with  two  Gay-Lussao 
towers,  the  first  Glover  and  the  last  Gay-Lussao 
towers  working  together  with  acid  of  1*7  sp.gr., 
whilst  for  the  inner  towers  l"6-l-65  acid  is 
employed  (Zeitsch.  angew.  Chem.  1907,  1101). 

In  other  cases,  where  there  are  several  sets 
of  chambers  each  working  with  a  single  Glover 
tower,  some  are  worked  to  make  strong  acid 
(which  need  not  be  denitrated  completely)  for  the 
Gay-Lussao  towers,  while  the  others  produce  a 
larger  quantity  of  a  weaker  acid  quite  free  from 
nitrous  compounds  and  ready  for  sale  or  use. 

Where  two  towers  are  employed  in  series  the 
first  removes  many  impurities  from  the  gases, 
so  that  the  acid  concentrated  in  the  second  is 
much  purer  than  that  running  from  the  first. 

The  concentration  of.  the  acid  in  the  Glover 
tower  is  not'due  solely  to  the  evaporation  of  water ; 
it  is  also  very  largely  due  to  the  production'of 
sulphuric  acid  in  the  tower  itself,  partly  from  the 
sulphur  triozide  in  the  burner  gas,  and  partly 
from  oxidation  of  sulphur  dioxide  by  the  nitrous 
vitriol.  Soheurer  Kestner  found  by  actual 
measurement  that  17-19  p.c.  of  the  total  acid 
made  was  produced  in  the  Glover  tower,  of  which 
about  3-5  p.c.  was  due  to  sulphur  trioxide  in 
the  gases  (Bull.  Soc.  chim.  [iij  44,  98). 

Meyer  (Zeitsch.  angew.  Chem.  1909,  1841) 
obtained  in  two  cases  only  10-8  and  7 '3  p.o.  of 


the  total  make;  and  Baschig,  by  estimating. the 
sulphur  dioxide  in  the  gases  entering  and  leaving 
the  tower,  found  that  about  14-16  p.o^of  the  daily 
production  was  formed  there.  Sorel  (Bull.  Soo. 
Ind.  Mulhouse,  1889,  240;  also  J.  Soc.  Chem. 
Ind.  1890,  175)  explains  this  formation  in  the 
following  way  :  The  nitrous  vitriol  is  denitrated 
in  the  lower  part  of  the  tower,  and  some  of  the 
nitric  oxide  liberated  is  oxidised  as  it  ascends, 
and  is  reabsorbed  by  the  fresh  acid  entering  at 
the  top  and  brought  down  again  to  be  once  mom 
denitrated  by  the  sulphur  dioxide.  In  this  way 
a  comparatively  small  amount  of  nitrogen  oxides 
converts  a  comparatively  large  amount  of  sulphur 
dioxide  into  sulphuric  acid  in  the  same  way  as  in 
the  chambers  subsequently,  except  that  in  the 
tower,  the  "reactions  are  intensified  by  the  con- 
stant subdivision  and  mixing  of  the  gases,  and 
the  contact  with  a  large  amount  of  surface  wetted 
with  nitrous  vitriol.  The  heat  developed  by  the 
intensive  reactions  in  the  tower  is  expended 
again  in  evaporating  water  from  the  weak 
entering  acid.  If  the  top  part  of  the  tower  gets 
too  cold,  either  through  the  tower  being  too 
high  or  from  the  large  amount  of  weak  acid 
entering,  the  denitration  will  take  place  in  a 
comparatively  small  zone  near  the  top,  and  less 
acid  formation  will  take  place  in  the  tower. 
Lunge  calculates  that  with  250  cb.  ft.  of  active 
Glover  tower  space  per  ton  of  sulphur,  and  a 
ehamber  space  of  20  cb.  ft.  per  lb,  of  sulphur 
burnt  per  24  hours,  if  J  of  the  oxidation  takes 
place  in  the  tower  and  |  in  the  chambers,  the 
denitrating  zone  of  the  Glover' tower  makes  224 
times  more  acid  than  an  equal  cube  of  chamber 
space  (Sulphuric  Acid,  vol.  i,  671). 

The  Chamber  Pbocess. 

Before  starting  a  set  of  chambers  the  saucer 
should  be  luted  with  acid  of  at  least  90°- 
]00°Tw. ;  if  the  sides  are  '  burnt '  to  the  bottom 
this  is  not  necessary ;  but  water  must  on 
no  account  be  used,  as  it  will  dissolve  the 
nitrous  vapours  with  the  formation  of  nitric 
acid  which  will  rapidly  attack  the  lead  of  the 
chamber  bottom.  The  dampers  are  then  opened 
at  the  end  of  the  system  and  before  the  Glover 
tower,  a  stream  of  acid  is  started  running 
down  the  latter,  the  Idlns  are  charged  and  the 
hot  burner  gases  are  allowed  to  enter ;  at  the 
same  time  three  or  four  times  the  quantity  of 
nitre  required  for  normal  working  is  charged  in 
the  nitre  oven  or  introduced  as  liquid  nitric  acid 
in  the  Glover  tower.  As  soon  as  the  drips  show 
that  sulphuric  acid  is  condensing  in  the  chambers 
steam  is  introduced,  the  quantity  admitted -being 
regulated  from  time  to  time  according  to  the 
strength  of  the  drips.  Excess  of  nitre  is  used 
until  the  gas  in  the  last  chamber  shows  a 
reddish-yellow  colour,  when  the  acid  feed  on  the 
Gay-Lussac  tower  is  started,  and  as  the  nitrous 
vitriol  from  the  latter  becomes  available  for  use 
in  the  Glover  tower,  the  quantity  of  fresh  nitre 
is  reduced  until  the  minimum  required  for  the 
regular  working  of  the  process  is  reached. 

Tlie  strength  of  the  chamber  acid.  In  Eng- 
land the  acid  in  the  first  chamber  is  generally 
kept  at  from  120°  to  125°Tw..  and  the  steam 
or  water  admitted  is  regulated  •  by  the  strength 
of  the  drips,  which  usually  are  6°-10°Tw. 
higher  than  the  bottom  acid.  If  the  strength 
exceeds  125°Tw.  the  quantity  of  nitrous  fumes 
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dissolved  in  the  acid  begins  to  increase  very 
considerably,  and  the  wear  and  tear  of  the 
chamber  through  corrosion  of  the  lead  is  notably 
mcreased.  On  the  Continent  it  is  more  usual 
to  keep  the  first  chamber  weaker,  from  106°  to 
110°Tw.  The  subsequent  chambers  are  all 
worked  a  little  weaker  than  the  first,  the  last 
chamber  being  usually  kept  at  from  90"  to 
100°Tw.,  except  in  the  now  very  exceptional 
case  where  there  is  no  Guy-Lussac  tower,  when 
it  is  reduced  to  SO'-eO'Tw. 

The  colour  of  the  gases  in  the  chambers 
requires  continuous  inspection  in  order  to  see  if 
the  correct  amoimt  of  nitre  is  being  used.  For 
this  purpose  glass  windows  are  let  into  the  sides 
of  the  chambers  and  into  the  exit  pipes  from 
them,  the  gas  being  viewed  either  horizontally 
through  opposite  windows  or  diagonally  upwards 
towards  a  Ught  in  the  roof  consisting  of  a 
bell-jar  placed  in  a  hydraulic  lute.  The  first 
chamber,  o^ving  to  the  fact  that  it  is  full  of 
sulphuric  acid  mist,  will  not  show  any  decided 
colour,  but  the  following  chambers  should 
appear  distinctly  reddish-yellow,  the  colour 
gradually  deepening  till  in  the  last  chamber  it  is 
dark-red,  and  even  in  the  exit  pipe  to  the  Gay- 
Lussac  it  shows  a  decided  colour.  The  smaller 
the  chamber  space  employed  the  deeper  this 
colour  will  have  to  be  in  order  to  prevent  the 
escape  of  unoxidised  sulphur  dioxide,  and  also 
nitric  oxide  TOth  the  exit  gases  from  the  Gay- 
Lussao  tower.  After  the  latter  the  gases  should 
show  no  colour  whatever ;  if  they  do  show  a 
yellowish  tint  it  means  that  an  excess  of  nitre 
is  being  used  in  the  process,  or  else  that  the 
absorbing  capacity  of  the  Gay-Lussao  tower  is 
insufScient  for  the  nitrous  gases  present. 

Whenever  the  gases  in  the  last  chamber  are 
pale  in  colour  it  means  that  something  is  wrong ; 
lib  may  be  due  simply  to  a  shortage  of  nitre,  or  it 
may  be  caused  by  too  little  or  too  much  steam 
being  present ;  if  too  little  steam  is  being 
used  the  condensing  acid  will  be  too  strong  and 
will  contain  much  nitrous  acid,  whilst  if  too  much 
is  being  introduced  thp  condensing  acid  will  be 
weak  and  will  contain  nitric  acid.  Another  cause 
of  pale  gases  is  shortage  of  oxygen  due  to 
insufficient  draught ;  analysis  of  the  burner  gas 
or  a  determination  of  the  percentage  of  oxygen 
in  the  exit  gas  will  at  once  show  whether  this 
is  the  cause  or  not.  Whatever  may  be  the 
cause,  pale  chamber  gases  mean  unoxidised 
sulphur  dioxide  and  an  excess  of  nitric  oxide 
in  the  gases  entering  the  Gay-Lussao  'tower, 
and  as  the  acid  running  down  the  latter  will 
i)ot  absorb  either  of  these  gases  they  pass 
away  and  are  lost.  In  any  case,  extra  nitre 
must  be  introduced,  at  once  into  the  process  to 
replace  this  loss,  and  the  cause  of  the  disturbance 
determined  and  corrected  as  soon  as  possible. 
If  too  much  nitre  is  being  employed  the  acid 
condensing  in  the  chambers  and  in  the  drips 
will  show  the  presence  of  an  excessive  amount 
of  nitrous  acid  if  tested  with  ferrous  sulphate 
solution.  The  bottom  acid  in  the  first  chamber 
should  give  no  coloration  by  this  test,  and  the 
drip  acid  only  a  faint  indication.  The  middle 
chambers  should  not  give  more  than  a  faint 
indication  in  the  bottom  aoid  and  a  stronger  one 
in  the  drips.  The  last  chamber  usually  gives  a 
decided  reaction  in  the  bottom  acid  and  a 
strong  one  in  the  drips. 
Vol.  V.—T. 
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The  regular  observation  of  the  iemperaturea 
of  the  gases  in  the  chambers  by  means  of  thermo,- 
meters  with  their  bulbs  several  inches  inside  the 
walls  is  very  useful  in  controlling  the  working 
of  the  process.  These  temperatures  depend 
chiefly  on  the  intensity  of  the  reactions  taking 
place  in  the  chambers;  if  the  outside  atmo- 
spheric conditions  do  not  vary  much,  they  should 
be  fairly  constant  when  the  process  is  working 
well.  The  loss  of  heat  by  radiation  will  vary 
according  to  the  external  temperature,  the  force 
of  the  wind,  &o.,  more  particularly  when  the 
chambers  are  not  enclosed  in  buildings,  but 
the  differences  between  the  temperatures  of  the 
chambers  and  the  external  air  should  not 
vary  much.  The  first  chamber  will  be  the 
hottest,  and  the  last  the  coolest,  and  different 
parts  of  the  same  chamber  will  show  sUght 
variations,  the  upper  part  being  a  Uttle  warmer 
than  the  bottom,  and  the  exit  cooler  than  the 
entrance.  There  is  considerable  difference  of 
opinion .  as  to  the  best  temperature  for  the 
chamber  process.  With  moderate  chamber 
space  the  first  chamber  should  not  exceed  60°- 
70°C.,  the  later  chambers  being,  of  course,  cooler, 
the  last  showing  a  reading  of  25°-35°C.  In 
intensive  working  with  only  11  or  12  ob.  ft. 
chamber  space  the  temperatures  will  be  some 
20°  higher  unless  means  are  taken  to  obtain 
additional  cooling  of  the  gases  to  that  due 
solely  to  radiation  from  the  chamber  walls. 
These  high  temperatures  certainly  mean  addi- 
tional corrosion,  and  wear  and  tear  of  the  lead, 
and  in  all  probability  increased  destruction  of 
the  available  oxides  of  nitrogen  by  secondary 
reactions  giving  rise  to  the  formation  of  nitrous 
oxide  and  nitrogen.  With  regard  to  the  lower 
limit  of  temperature  there  is  some  difference  of 
opinion.  Meyer  (Zeitscb.  angew.  CSiem.  1901, 
1245)  states  that  the  temperature  for  best 
worlang  is  probably  above  50°C.,  but  Lunge  is 
of  opinion  that  the  process  always  works  better 
and  with  a  greater  economy  of  nitre  in  cold 
weather  than  in'  hot,  provided  that  the  tem- 
perature does  not  fall  so  low  that  ice  is  formed 
in  the  chambers.  On  the  other  hand,  since  the 
introduction  of  water  sprays  instead  of  steam, 
experience  seems  to  show  that  in  very  cold 
weather  some  steam  has  to  be  used,  more 
particularly  in  the  back  chambers,  in  order  to 
obtain  the  best  results. 

The  'pressure  of  the  gases  in  the  different 
chambers  will  not  be  uniform  throughout ; 
where  only  natural  draught  is  employed  there  ia 
usually  a  slight  outward  pressure  in  the  first 
chamber,  in  the  intermediate  chambers  the  gas 
is  practically  in  equilibrium  with  the  outside 
air,  while  in  the  last  there  is  a  slight  suction. 
These  pressures  are  regulated  by  means  of  the 
dampers  between  the  burners  and  the  chambers, 
and  at  the  end  of  the  system  ;  where  no  chimney 
is  employed,  and  the  production  of  the  draught 
depends  chiefly  on  the  upward  pressure  of  the  hot 
gas  column  between  the  burners  and  the  Glover 
tower  there  is  frequently  a  pressure  right  through 
the  system,  gradually  decreasing  from  first  to  last. 

Where  mechanical  draught  is  employed  the 
pressures  will  depend  on  the  position  of  the  fan. 
Niedenfuhr  recommends  working  with  a  consider- 
able pressure  throughout  the  chambers  by  placing 
the  fan  between  two  Glover  towers  and  throttling 
the  gas   behind   the  Gay-Lussac  tower  (Liity, 
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suijPhdrio  acid. 


Zeitsoh.  angew.  Chem.  1905, 1253).  But  fans  are 
usually  placed  at  the  end  of  the  system  where 
,they  may  produce  a  considerable  suction  in  the 
chambers.  In  any  case,  the  draught  must  be 
60  regulated  that  the  oxygen  in  the  exit  gases 
is  not  less  than  6  p.c,  nor  greater  than  8  p.o. 
Between  these  limits  oJ)inions  differ  as  to  what 
the  excess  should  be,  6  p.c.  being  perhaps  the 
most  generally  accepted  figure. 

The  total  quantity  of  nitre  required  depends 
chiefly  on  the  chamber  space.  Working  with 
pyrites  and  a  chamber  space  of  24  cb.  ft.  per  lb. 
of  sulphur  burnt  per  24  hours,  this  will  amount 
to  about  10  p.c.  on  the  sulph,ur.  With  less 
chamber  space  15-20  p.o.  nitre  will  be  required, 
whilst  for  intensive  work  and  a  chamber  space 
of  11  or  12  cb.  ft.  as  much  as  25  p.c.  nitre 
will  probably  have  to  be  used.  The  amount  of 
fresh  nitre  to  be  introduced  will  depend  chiefly 
on  the  quantity  recovered  in  the  nitrous  vitriol 
from  the  Gay-Lussac  tower,  and  will  therefore 
vary  with  the  efficiency,  of  that  apparatus. 
Generally  3-4  p.c.  of  fresh  nitre  hais  to  De  used 
with  moderate  tower  capacity  and  chamber  space  ; 
even  where  the  absorbing  capacity  of  the  Gay- 
Lussao  tower  is  very  large,  the  quantity  required 
is  never  less  than  2  p.c,  whilst  any  irregularity 
in  the  working  of  the  process  may  cause  a  much 
greater  loss  of  nitre  from  defective  a,bsorption, 
a  correspondingly  greater  quantity  of  fresh 
nitre  being  required  to  replace  this  loss. 

Widely  different  views  have  been  held  by 
different  experimenters  as  to  the  relative 
functions  of  different  parts  of  the  same  chamber 
— i.e.  the  lower  middle  and  upper  zones,  and 
the  portions  adjoining  the  sides  and  top  as  com- 
pared with  the  interior.  . 

Maotear  (J.  Soo.  Chem.  Ind.  1884,  228),. as 
the  result  of  a  series  of  experiments  in  which  the 
acid  contlensing  in  different  parts  of  the  chamber 
was  collected  By  a  number  of  trays  each  1  ft. 
square,  came  to  the  conclusion  that  most 
chemical  action  takes' place  in  the  upper  part 
t)f  the  chamber,  and  least  near  the  bottom. 
Lunge  and  Naef  (J.  Soc.  Chem.  Ind.  1884,  663), 
on  the  other  hand,  deduced  from  their  experi- 
ments that  the  acid  formation  is  greatest  near 
the  top,  bottom,  and  sides,  and  least  in  the  central 
portion,  while  Hasenclever  concluded  that  the 
acid  condensed  is  practically  the  same  per  given 
amount  of  space  in  all  parts  of  the  interior  of 
a  given  chamber.  There  is  no  doubt  that  the 
cooling  influence  of  the  external  air,  together 
with  the  surface  action  of  the  walls  and  top, 
cause  a  greater  condensation  of  liquid  acid  along 
the  roof  and  sides,  and  Lunge's  and  Naef's 
analyses  appear  to  show  that  there  is  always 
more  sulphur  dioxide  in  the  central  part  of 
the  chamber  than  near  the  outside,  pointing  to 
a  stronger  formation  of  acid  near  the  chamber 
walls.  They  also  give  a  certain  amount  of  support 
to  Abrahams'  theory  concerning  the  path  taken 
by  the  gases  within  the  chambers  (Dingl.  poly. 
J.  1882,  416).  He  is  of  opinion  that  the  cooling 
action  of  the  walls  and  top  causes  the  gas  to 
rise  in  the  centre  of  €he  longitudinal  section  and 
to  descend  along  the  sides  of  the  chamber ; 
BO  that  the  gases  travel  in  vertical  layers  at 
right  angles  to  the  length  of  the  chamber,  from 
front  to  back,  but  each  single  gaseoiis  molecule 
"describes  a  spiral  line,  whose  axis  is  parallel  to 
the  length  of  the  chambei. 


Lunge  and  Naef  have  also  shown  that  the 
conversion  of  sulphur  dioxide  into  sulphuric 
acid  goes  on  rapidly  in  the  first  half  of  the  first 
chamber,  then  slackens  very  much,  but  is  sud- 
denly revived  when  the  gases  pass  into  the  next 
chamber.  This  has  been  confirmed  by  Schertel 
(Chem.  Ind.  1889,  80),  Better  (Zeitsch.  angew. 
Chem.  1891,  4),  and  others,  and  is  due  partly  €o 
the  better  mixing  of  the  gases  in  passing  through 
the  connecting  pipe  and  partly  to  the  cooling 
and  condensing  effect  of  the  latter. 

The  relative  amounts  of  acid  formed  in  a 
series  of  chambers  have  been  stated  by  Hurter 
(J.  Soc.  Chem.  Ind.  1882,  8)  to  decrease  approxi- 
mately in  geometric  progression  from  the  first 
chamber  to  the  last.  Thus  with  a  series  of 
four  chajnbers  of  equal  size,  if  §  of  the  produc- 
tion takes  place  in  the  first,  I  mU  be  formed  in 
the  second,  ,',  in  the  third,  and  ^  in  the  fourth. 
Lunge  and  Naef  have  shown  that  this  is  only 
approximately  correct. 

The  examination  of  the  exit  gases  passing 
away  from  the  Gay-Lussao  tower  is  a  most 
imporijant  part  of  the  control  operations  requisite 
for  carrying  on  the  process  efficiently.  "Samples 
may  be  taken  at  intervals  during  each  day,  or 
an  average  sample  may  be  drawn  every  24  hours 
by  aspirating  a  slow  stream  at  a  definite  rate 
through  a  series  of  absorption  bottles  containing 
caustic  soda  in  order  to  absorb  the  acid  gases. 
According  to  the  Alkali  Works  Regulation  Act, 
in  England  the  total  quantity  of  sulphur  acids 
escaping  from  the  exits  of  sulphuric  acid  works 
must  not  exceed  4  gms.  per  cb.  ft.  calculated 
as  sulphur  trioxide.  This  is  usually  determined 
by  shaking  a  definite  volume  of  the  gas,  taken  by 
means  of  a  flexible  bellows  aspirator,  with  a  solu- 
tion of  hydrogen  peroxide  ana  titrating  with  stan- 
dard caustic  soda  solution,  using  methyl  orange 
as  indicator.  According  to  the  Alkali  Works 
Inspectoiis'  reports  the  average  acid  escapes  in 
England  during  1908,  1909  and  1910  were  1-163, 
1-162,  and  1-178  grains  SO,  per  cb.ft.  But  this 
test  takes  no  account  of  the  oxides  of  nitrogen 
escaping  with  the  gases,  Hurter  and  Lunge 
(Alkali  Makers'  Handbook,  98)  recommend 
the  following  arrangements  for  estimating  the 
different  acids  in  the  exit  gases.  These  agree 
in  the  main  with  those  pubUshed  by  the  British 
Alkali-Makers  Association  in  1878.  About 
24  cb.  ft.  of  the  gases  are  drawn  in  24  hours 
through  four  absorption  bottles,  the  first  three 
containing  normal  caustic  soda  solution,  and  the 
fourth  distUled  water.  The  contents  are  mixed 
together  and  divided  into  three  equal  parts.  One 
is  tested  with  normal  sulphuric  acid  solution  to 
determine  the  total  acidity.  The  second  is  poured 
into  a  warm  solution  of  potassium  permanganate, 
strongly  acidified  with  sulphuric  acid  to  oxidise 
aU  the  nitrogen  acids  to  nitric  acid,  any  consider- 
able excess  of  permanganate  being  reduced  by 
sulphur  dioxide  solution  until  the  colour  is  a  faint 
pink.  It  is  next  mixed  in  a  flask  with  25  c.c.  of 
a  solution  of  ferrous  sulphate  (containing  100 
grms.  FeS04,7H2O  and  100  grms.  HjSOj  per 
litre),  to  which  20-25  c.c.  HjSO,  has  been  also 
added,  all  air  being  first  expelled  by  a  current 
of  carbon  dioxide.  The  flask  is  boUed  to  expel 
nitric  oxide,  and  the  solution  is  of  a  light  yellow 
colour,  and  the  unoxidised  fe*rouS  sulphate  is 
determined  by  titrating  with  N/2  permanganate 
solution.    If  V  be  the  Volume  pf  air  aspirated 
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after  reduction  to  O'C.  and  760  mm.,  x  the 
number  of  o.o.  of  normal  sulphuric  acid  used 
m  the  first  titration,  y  that  of  the  permanganate 
used  during  the  second  test,  and  z  (he  quantity 
of  permanganate  equivalent  to  the  25  o.o.  iron 
solution,  then  the 

Gnns.  per  cubic  metre 

Total  acidity  S0,=?:»=^) 


Sulphur  S= 


Nitrogen  N= 


0-008(600-6z-g+y) 

V 
0007(z-y) 


Total  acidity  SOs= 
Sulphur  S= 


Grains  per  cubic  foot 
I-852(100-g) 

V 
0-12346(600- 


•to-a+y) 


Nitrogen  N=- 


V 
O-10803(z-y) 
V 

Nitric  oxide  is  estimated  bypassing  the  gases 
after  leaving  the  first  four  bottles  through  a  tube 
containing  30  c.c.  N/2  permanganate  and  1  o.o. 
sulphuric  acid,  sp.gr.  1-26.  Excess  of  standard 
ferrous  sulphate  solution  is  added,  and  the  excess 
is  titrated  back  by  N/2  permanganate  solution. 
Then  the  nitrogen  present  as — 

„-     0-007  X  A 

■KO= — :x^ —  grma.  per  cubic  metre 


3V 
0-10803  X  A 
3V 


grains  per  cubic  foot 


where  A=number  of  c.c.  of  N/2  permanganate 
reduced  by  the  NO. 

Kg.  8  shows  the  best  form  of  absorbing 
apparatus  for  estimating  the  nitric  oxide  accord- 
ing to  Lunge. 

The  oxygen  is  determined  in  the  residual 
gas  after  the  acid  gases  have  been  all  removed. 

Carpenter  and  Linder  (J.  Soo.  Cbem.  Ind. 
1902,  1490)  have  investigated  the  methods 
employed  for  estimating  the  acidity  of  the  gases 
escaping  from  the  chamber  process,  and  find 
that  when  soda  is  used  to  absorb  the  acid  gases 


Fig.  8. 

reactions  arise  with  formation  of  condensation 
products  or  sulphazotised  bodies  whose  titre  is 
less  than  that  of  the  constituents  separately, 
and  recommend  the  use  of  neutral  or  alkaline 
hydrogen  peroxide  for  this  purpose. 

Proposal  for  diminismng  chamber  space. 
A  number  of  proposals  have  been  made  from 
time  to  time  for  the  purpose  of  increasing  the 
rapidity  of  the  acid  formation  in  the  chambers, 
and  thereby  reducing  the  chamber  space  neces- 
sary for  the  production  of  a  definite  quantity 
of  acid.  , 

Additional  surfaee  has  been  provided  by 
means  of  lead  partitions  in  the  chambers,  but 
these  quickly  corrode,  while  partitions  of  glass 
soon  collapse.     Walter  and  Boenig  (Eng.  Pat. 


14944,  1891)  employ  double  walla  of  acid-proof 
material  arranged  across  the  whole  width  of 
the  chambers  ;  the  main  portion  of  the  gas  haa 
to  traverse  the  spaces  between  these,  entering 
at  the  bottom  and  leaving  at  the  top,  while  the 
remainder  passes  through  numerous  small  holes 
in  these  partitions. 

Riohter  (D.  R.  P.  15252)  aspirates  the  gases 
from  the  lower  part  of  the  chamber  and  intro- 
duces them  again  near  the  top,  and  Boult  (Eng. 
Pat.  10757,  1899)  brings  the  gases  back  from  the 
rear  of  the  apparatus  to  the  front  again  to  obtain 
a  better  admixture  and  circulation. 

Rabe  (Zeitsch.  angew.  Chem.  1910,  8  and 
1115)  suggests  methods  to  facilitate  the  circula- 
tion of  gases  in  rectangular  chambers  spirally 
(Abraham's  theory)  by  introducing  the  gases 
in  the  direction  of  the  Abraham  currents,  by 
gradually  reducing  the  height  of  the  chamber 
from  front  to  back  or  by  introducing  lead  curtains 
hanging  down  at  intervals  a  certain  distance 
from  the  roof,  parallel  vrith  the  ends  of  the 
chamber,  or  the  introduction  of  acid  sprays  in 
the  direction  of  the  currents.  He  also  criticises 
Porter's  experiments  with  regard  to  the  move- 
ments of  the  gases  in  the  chambers. 

But  mixing  the  gases  alone  is  not  sufBcient, 
and  arrangements  for  this  purpose  have  not  had 
any  great  success.  Hartmann'  (Chem.  Zeit. 
1897,  877)  employs  a  number  of  shafts  6  or  6  ft. 
wide  from  top  to  bottom  of  the  chamber,  luted 
at  the  Bottom  so  that  a  contiouous  current  of 
cooling  air  passes  up  them,  and  states  that  he 
has  obtained  an  increased  production  of  20  p.o. 
by  this  means.  Meyer  (Zeitsch.  angew.  Chem. 
1900,  74 ;  1901,  1245)  has  introduced  into  the 
first  of  his  circular  chambers  a  system  of  .cooling 
pipes,  reaching  down  into  the  chamber  about 
8  or  10  ft.,  and  cooled  by  water  which  enters 
the  pipes  by  means  of,  narrower  ones  reaching 
nearly  to  the  bottom  of  the  wider  ones.  By 
this  means  he  removes  15^20  p.o.  of  the  heat  of 
the  reaction,  and  obtains  a  corresponding  increase 
in  the  production.  The  greatest  success,  how- 
ever, in  increasing  the  output  of  vitriol  haa  been 
obtained  by  the  employment  of  mixing  and 
cooling  towers  between  the  chambers.  Limge 
(Zeitsch.  angew.  Chem.  1899,  385;  J.  Soc. 
Chem.  Ind.  1889,  774)  was  the  first  to  introduce 
these  successfully ;  his  plate  towers  consist  of 
columns  of  perforated  stoneware  plates  con- 
tained in  a  lead-lined  tower  into  which  the  gases 
enter  at  the  bottom  and  leave  at  the  top.  They 
are  fed  with  a  stream  of  water  or  dilute  sulphuric 
acid  at  such  a  rate  that  by  the  vaporisation  of 
water  the  temperature  does  not  rise  above 
70°  or  80''0.  Fig.  9  shows  a  Lunge  tower 
packed  with  plates,  and  Kgs.  10  aiid  11  represent 
the  plates  in  sectional  elevation  and  plan,  from 
which  it  will  be  seen  that  there  is  always  a  thin 
layer  of  Uquid  on  each  plate,  and  they  are,  so 
arranged  that  the  openings  in  consecutive  layers 
are  not  in  the  same  vertical  line.  By  this  means 
a  very  intimate  contact  between  the  gas  and 
liquid  is  obtained.  According  to  Luiige,  these 
towers  do  from  10  to  20  times  as  much  work 
as  an  ordinary  coke-packed  Gay-Lussao  tower 
of  the  same  cubic  capacity,  in  place  of  whici 
they  are  sometimes  used.  But  it  is  as  inter 
mediate  towers  between  the  chambers  that  thej 
are  mostly  employed.  Byfeeding'them  with  aoic 
above  1-3  sp.gr.  the  possible  formation  of  nitrous 
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oxide  is  avoided  (Lunge,  Ber.  1881,  2200).  The 
heat  of  reaction  in  the  foimation  of  chamber 
acid  fumishee  enough  heat  to  evapoiate  100  parte 
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due  to  amount  o!  ohstruction  of  draught  thejf 
cause,  but  where  fans  are  employed  this  is  easily 
overcome.  Niedenfiihr  (Chem.  Zeit.  1896,  31 ; 
J.  Soo.  C!hem.Jnd.  1896,  641)  describes  a  number 
of  chamber  systems  where  they  have  been 
introduced  with  very  satisfactory  results.  Set 
also  Lilty  (Zeitsch.  angew.  Chem.  1897,  484) ; 
and  Niedenfiihr  (Chem.  Zeit.  1897,  20);  Liitz 
and  Niedenfuhr  (Zeitsch.  angew.  Chem.  1902, 
242 ;   1905,  1253). 

Other  apparatus  based  on  the  same  principle 
an  the  plate  towers  have  been  introduced  by 
other  inventors.  Gilchrist  (J.  Soc.  Chem.  Ind. 
1894,  1142 ;  1899,  461)  employs  pipe  columns 
between  the  chambers ;  these  are  lead  towers 
through  which  pass  from  -side  to  side  a  large 
numl^r  of  horizontal  pipes  cooled  by  drawing 
air  through  them,  while  the  towers  are  fed  with 
water  or  acid.  Winsloe  and  Hart  (Eng.  Fat. 
20142,  1901)  employ  vertical  air-cooling  pipes 
set  in  the  connecting  trunks  between  the 
chambers.  Benker  (Fr.  Pat.  238872)  places 
leaden  towers  between  the  chambers  6  ft.  wide 


Fig.  9. 


of  water  at  100°C.  during  the  production  of  98 
'parte  HjSOj,  a  quantity  25  p.c.  in  excess  of  the 
reqniremente  of  the  process;    but  most  of  this 
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Fig.-  10. 


excess  of  heat  will  be  dissipated  by  radiation  from 
the  tower  walls  (Lunge,  Sulphuric  Acid,  vol.  i. 
487).  Lunge  towers  have  come  into  considerable 
use  on  the  ffcmtinent ;  their  chief  drawback  is 
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and  20-25  ft.  high,  filled  with  stoneware  cylin- 
ders ;  they  are  fed  with  nitrous  vitriol  and  steam 
enters  at  the  bottom  with  the  gases.  Guttmann 
(D.  R.  P.  91815)  recommends  hoUow  balls  for 
packing  reaction  towers.  Hart  and  Bailey  (J. 
Soc.  Chem.  Ihd.  1903,  473)  employ  towers 
between  the  chambers  also  provided  with  vertical 
tubes  through  which  cooling  air  passes,  and  the 
gases  pass  down  from  top  to  bottom,  Petersen 
introduces  an  additional  tower  called  the 
'  chamber-regulator  '  between  the  last  chamber 
and  the  Gay-Lussac  towers ;  nitrous  vitriol  of 
1-6  sp.gr.  is  continuously  circulated  through  this, 
and  he  claims  that  he  obtains  a  more  regular 
working  of  the  process  by  this  means,  and 
considerable  economy  in  nitte  consumption 
(Chem.  Zeit.  1909,  409). 

The  increase  in  the  size  and  number  of  Gay- 
Lussao  and  Glover  towers,  and  the  introduction 
of  intermediate  reaction  towers,  led  Niedenfuhr 
(Zeitsch.  angew.  Chem.  1902,  242)  to  propose 
the  employment  of  a  system  of  towers  only, 
without  chambers,  for  ^he  manufacture  of  sul- 
phuric acid.  Two  processes  have  been  intro- 
duced for  this  purpose,  viz.  that  of  Opl  of 
Hruschau   (Eng.    Pat.    20171,    1908),   and    the 
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bnesheim  Elektron  process  (Eng.  Pat.  20407, 
1909).  Opl's  process  with,  its  8  towers  in  series 
works  in  a  similar  way  to  the  chamber  process, 
the  nitrous  vitriol  from  the  towers  8,  7,  6,  and  5 
being  denitrated  in  towers  1,  2,  3,  and  4  re- 
speetively,  compressed  burner  gases  being  used 
for  elevating  the  acids. 

At  Griesheim  nitric  acid  is  used  in  place  of 
nitrous  vitriol,  and  has  to  be  completely  regene- 
rated after  the  formation  of  sulphuric  acid.  But 
neither  process  has  yet  reached  such  a  stage  of 
development  as  to  allow  a  definite  opinion  to 
be  formed  upon  it  (Hasenclever,  J.  Soc.  Chem. 
Ind.  1911,  1292). 

Hartmann  (Zeitsch.  angew.  Chem.  1911, 
2302)  gives  further  details  of  the  Opl  process, 
which  has  now  been  at  work  four  years  at 
Hruschau.  Six  towers  are  employed  like  ordi- 
nary Glover  and  Gay-Lussao  towers,  and  are  fed 
by  automatic  elevators  ;  the  pipes  leading  to 
towers  3,  4,  5,  and  6  are  cooled  by  water ;  the 
surplus  acid  from  2,  3,  4,  and  6  is  mixed  with 
the  whole  of  that  from  6,  and  finally  passed 
through  1,  which  it  leaves  at  1-7  sp.gr.  The  fan 
is  placed  behind  6,  and  then  there  is  a  coke  box 
to  remove  acid  mist  so  that  the  exit  acidity  is 
only  0-22  grains  SO,  per  cb.  ft.  18  tons  1-7  acid 
are  produced  daily  with  a  reaction  space  equal 
to  2  cb.  ft.  per  lb.  of  sulphur  burnt  and  a  nitre 
consumption  equal  to  2-2S  p.c.  on  the  sulphur. 
Towers  1,  2,  and  3  produce,  20,  30,  and  50  p.c. 
of  the  acid,  the  others  being  simply  denitrators. 

Theory  ov  the  Chambbe  Peocbss. 

A  large  number  of  different  views  as  to  the 
nature  of  the  normal  chemical  changes  taking 
place  in  the  vitriol  chamber  (as  well  as  of  those 
occurring  under  abnormal  conditions)  have  been 
from  time  to  time  put  forth  by  different  observers. 
The  basis  on  which  all  these  views  are  founded 
is  the  fact  that  the  higher  oxides  of  nitrogen  in 
one  way  or  another  bring  about  the  oxidation 
of  the  sulphur  dioxide  in  presence  of  water  or 
steam  to  sulphuric  acid,  being  reduced  to  lower 
oxides  which  take  up  oxygen  again  and  then 
continue  the  cycle  of  changes  as  before. 

The  theories  of  Weber  and  Berzelius  were 
very  simple,  and  may  be  represented  by  the 
following  equations — 

(1)  3SOj+2HNO,+2HaO=3HjS04+2NO. 
f(2)  4NO+Oi,=2Nj05. 
\(3)  2N0+02=N20,. 
/(4)  SOa+Nj03+H20=H,SO«+2NO. 
1(5)  2SOj+N204+2H,0=2HjS04+2NO. 

Weber  believed  that  equations  (2)  and  (4) 
represented  the  chief  reactions  occurring,  NjO  j  or 
nitrous  acid  being  the  active  agent,  whilst  Berze- 
lius was  of  opinion  that  NjO,  also  played  an 
active  part  in  the  process. 

The- steam,  oxides  of  nitrogen,  and  sulphur 
dioxide  react,  producing  a  fine  mist  of  dilute 
sulphuric  acid. 

If  sufficient  water  be  not  present  crystals 
separate  of  the  composition  S0j(0H)(N0j),  a 
substance  known  as  nikosylsulphur-ic  acid, 
nitrososulphurie  acid,  nibroauVphonia  Mid,  or 
chamber  crystals;  but  these  are  decomposed 
again  into  sulphuric  acid  and  nitrous  acid  by 
excess  of  water  or  steam. 

Davy  and  Winkler  were  of  opinion  that  this 
substance  was  a  temporary  intermediate  pro- 


duct in  the  process,  and  their  views  were  repre. 
sented  by  the  following  equations— 

(6)  4S02+3Ni,0.+2HjO=4SOj(OH)(NO.)+2NO 

(7)  4SOj(OH)(NOj)+2HjO=4HjS04+N,Ot+2NO 

(8)  2NO+Oj=NjO.. 

Lunge's  earlier  ideas  were  similar  only  that 
he  represented  NjO,  as  the  active  substance,- 
and  not  NO,  and  his  views  are  thus  represented — ■ 
(9)  2SOj+N,03+02+H,0 

=2S02(OH)(ONO)  nitrososulphurie  acid. 

(10)  2S02(OH)(ONO)+HjO=2HjSO«-fN,0.. 
By  NjOs  here  is  meant  the  equivalent  mixture 

of  NO  and  NOj.  Lunge  believed  that  this 
represented  the  chief  cycle  of  reactions  in  the 
process,  but  stated  that  they  must  be  modified 
in  the  first  part  of  the  chambers  where  there  is 
present  a  large  ^xcess  of  NO  above  the  pro- 
portion NO +NO2.  Here  the  following  reactions 
may  take  place — 

(11)  SOjH-NjO,+HjO=HiiS04+2NO. 

(12)  2SOj+2NO+30+H20=2SOj(OH)(ONO). 

(13)  2SOj(OH)(ONO)-fSOj+2HjO 

=3HjS044-2NO. 

The  last  reaction  represents  what  takes 
place  in  the  Glover  tower,  the  conditions  being 
identical  in  both  cases. 

During  the  last  few  years  a  number  of 
different  views  have  been  put  forward  by  Lunge, 
Raschig,  Divers,  Wentzla,  and  others,  of  the 
reactions  taidng  place  in  the  chambers,  which 
differ  from  each  other  chiefly  in  conceptions  as 
to  the  nature  of  the  intermediate  substance  or 
substances  which  are  formed  by  the  interaction 
of  sulphur  dioxide,  the  oxides  of  nitrogen  and 
water,  and  which  afterwards  split  up,  yielding 
sulphuric  acid  and  a  lower  oxide  of  nitrogen. 

Lunge's  latest  ideas  are  given  in  an  article 
published  by  him  in  conjunction  with  Berl 
(Zeitsch.  angew.  Chem.  19Q6,  .19,  807-819, 
857-869,  881-894).  The  following  equations 
represent  these — 

(1)  S0,-f-N0j+H20=0 :  N(OH)SO,H 
(Raschig's  nitrosisulphonio  acid  or  Trautz  blue 
compound). 

(2o)  20N(OH)SO,H+0=HjO+20NOSOaU 
nitrososulphurie  acid." 

(26)  20N(OH)S03H+NOj 
=N0 +HjO +2ONOSO3H  nitrososulphurie  acid. 

(3a)  20NOSOaH+H20 

=2S0j(0H),+N0+N0a. 

(36)  20N0S0jH+S0a+2H30 

=H2S04-f-0N(0H)S0sH. 

(3c)  ON(OH)S03H=NO+HjS04. 

(4)  2NO+Os=NjO,. 

Equations  (1),  (2a),  and  (3a)  represent  the 
chief  cycle  of  reactions  which  takes  place, 
whilst  (1),  (25),  (35),  (Sc),  and  (4)  most  likely  repre- 
sent the  reactions  occurring  in  the  first  chamber 
where  there  is  an  excess  of  sulphur  dioxide  and 
much  nitric  oxide. 

Raschig's  theory  of  the  nature  of  the  changes 
by  which  sulphur  dioxide  passes  into  sulphuric 
acid  was  first  published  in  1887  (Annalen,  1887, 
241,  161),  but  it  has  beep  several  times  consider- 
ably moified  since  then.  His  latest  ideas  were 
published  in  Zeitsch.  angew.  Chem.  1007,  20, 
694,  and  further  elaborated  and  explained  in  a 
paper  read  before  the  Society  of  Chemical 
nidustiy  in  1911  (J.  Soo.  Chem.  Ind.  1911,  4, 
166). 
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He  tepresents  the  foUovnng  leactions  as 
teUng  plac&=- 

(1)  HN0a+S62=0NS0,H,  nitrosoeulphonic 
aeid,  a  puiely  hypothetical  substance  which  has 
iiot  heen  isolated. 

(2)  ONSO,H+HN0j=0N<|^g+NO, 

niirosUulpTumic  acid,  which  he  believes  to  be 
identical  with  the  blue  compound  formed  when 
escess  of  sulphur  dioxide  is  passed  through  a 
solution  of  nitrosulphonic  acid  OaN-SOjH  in 
concentrated  sulphuric  acid,  and  to  be  the  cause 
also  of  the  purple  colour  of  Gay-Lussac  acid 
when  sulphur  dioxide  is  in  excess  in  the  exit 
gases  from  the  chambers — 

(3)  0N<°'^3=N0+HjS0.. 

(4)  2NO+0+HsO=2HNa,. 

Divers  (J.  Soc.  Ghem.  Ind.  1911,  10,  594)  has 
again  modified  Baschig's  theory.  He  believes 
that  this  transitory  substance,  identical  with  the 
compound  which  gives  the  colour  to  purple  acid, 
has  the  composition  H^N^SO,,  which  he  calls 
nitroxysvlphurio  acid,  and  that  it  is  the  only 
intermediate  substance  formed  in  the  reaction. 

His  views  are  represented  as  follows — 

(1)  2KNOs+SOi,=H2NjSO,. 

(2)  HjNjSO,=2NO+Hi,S04. 

(3)  2NO+0+HjO=2HNOs. 
Wentzki  (Zeitsch.  angew.  Chem.  1910,  1707 ; 

1911,  392)  criticises  Baschig's  and  Lunge  and 
Bed's  viewB,  and  is  of  opinion  that  neither 
nitrosylsulphurio  acid  (chamber  crystals)  nor 
the  blue  compound  can  exist  in  the  chamber 
when  excess  of  sulphur  dioxide  is  present,  and 
that  sulphurio  acid  may  be  produced  from 
sulphur  (Uoxide,  nitrous  gases,  and  water  without 
the  f(»mation  of  any  intermediate  compounds, 
as  in  Weber  and  Berzelius'  early  theory. 

'Lhe  blue  compound  he  calls  nitrosylous 
tulphurie  acid,  and  he  gives  it  the  constitution 
HOSOj-ONNOSOjOH. 

V 
O 

Jurisch  (Chem.  Zeit.  1910, 1065)  and  Manchot 
(Zeitsch.  angew.  Chem.  1910,  2113,  and  1912, 
loss)  criticise  Baschig's  formulae  for  the  com- 
position of  chamber  crystals  and  purple  acid. 

Beynolds  and  Taylor  (J.  Soc.  Chem.  Ind. 

1912,  367)  also  unfavourably  criticise  Baschig's 
conclusions,  and  support  the  early  simpler  theory. 

Whichever  of  these  various  views  of  the 
nature  of  the  chemical  reactions  taking  place  be 
regarded  as  most  probable,  and  it  is  impossible 
to  enter  here  into  the  details  of  the  experimental 
evidence  in  favour  of  each,  no  doubt  whatever 
can  be  entertained  that  none  of  them  accounts 
ior  the  whole  of  the  chamber  phenomena ;  for 
even  with  the  best-designed  and  most  perfectly 
working  system  of  nitre  recovery,  there  is  always 
a  loss  to  be  accounted  for,  which  amounts  to  at 
least  2part6  of  nitre  per  100  parts  sulphur  burned 
as  pyrites,  the  average  loss  being  3-4  parts. 

Considerable  difference  of  opinion  exists  as 
to  what  proportion  of  this  is  lost  by  incomplete 
absorption  in  the  Gay-Lussao  tower  either  as 
NO  or  NgOj  and  NgOi ;  but  this  cannot  account 
for  the  whole  of  the  loss ;  there  remains  a  very 
considerable  proportion  which  can  only  be  put 
down  to  other  chemical  reactions  taking  place  in 
the  chambers  and  causing  reduction  of  the  higher 


oxides  of  nitrogen  to  nitrous  oxide,  nitrogen,  or 
other  nitrogenous  compounds,  or  even  to 
ammonia. 

The  loss  through  incomplete  absorption  may 
be  called  mechanical  loss.  Figures  have  been 
obtained  by  Lunge,  Davis,  Jackson,  Mactear, 
and  others,  indicating  amounts  of  escape 
equivalent  to  from  1  to  1-75  parts  of  nitre  per 
100  of  sulphur  burnt  as  usual  proportions ; 
whilst  Hurter,  EscheUmaim,  and  others  consider 
0-25-0-6  as  more  nearly  the  amount  thus  lost 
on  the  average  with  efficient  plant  in  good  work- 
ing order.  IVom  the  results  obtained  in  a 
variety  of  works  Hurter  concluded  (Chem. 
News,  39,  170)  that  the  total  loss  of  nitre  from 
mechanical  sources  {i.e.  defective  absorption, 
formation  of  nitric  oxide,  leakages,  and  solution 
in  chamber  acid  jointly)  does  not  amount  to  aa 
much  as  25  p.c.  of  the  nitre  charged,  at  least 
75  p.c.  being  lost  by  chemical  secondary  changes. 
S.  K.  Muspratt  states  (J.  Soc.  Chem.  Ind.  1884, 
137)  that  the  result  of  experiments  made  in  ten 
difierent  works  by  a  committee  of  the  Alkali 
Makers  Association  was  that  the  total  loss  by 
non-absorption  in  the  Gay-Lussac  tower  averaged 
close  to  20  p.c.  of  the  nitre  used,  that  being 
4  parts  per  100  of  sulphur  burnt.  Eschellman 
found  {ibid.  1884,  134)  that  out  of  2-75  parts  of 
nitre  per  100  of  sulphur  burnt,  0-33  part  (12 
p.c.)  was  accounted  for  by  non-absorption  in  the 
Gay-Lussac  tower  of  soluble  nitrogen  oxides, 
and  0*19  part  more  (7  p.c.)  by  the  formation  of 
nitric  oxide,  representing  a  total  of  0*52  part 
(19  p.c.)  of  loss  due  to  available  nitrogen  o^ddes 
of  all  kinds ;  to  which  0-08  part  (3  p.c.)  must 
be  added  for  leakages  and  retention  in  the  acid  ; 
thus  leaving  2-15  parts  (78  p.c.)  not  accounted 
for  by  mechanical  losses,  but  destroyed  by 
secondary  chemical  changes. 

On  the  other  hand.  Lunge,  Benker,  Sorel,  and 
others  are  of  opinion  that  the  greater  proportion 
of  the  loss  is  due  to  incomplete  absorption, 
owing  to  the  fact  that  the  coefficient  of  solubility 
of  N2O3  in  sulphuric  acid  is  immensely  reduced 
by  its  enormous  dilution  in  the  exit  gases  with 
oxygen  and  nitrogen,  and  that,  therefore,  its 
complete  absorption  is  an  impossibility.  Sorel 
has  attempted  to  prove  in  a  special  instance 
(Zeitsch.  angew.  Chem.  1889,  279)  that  the  exit 
gases  were  bound  to  carry  away  NjOj  equivalent 
to  3-09  parts  nitre  per  100  sulphur  burnt,  and 
Lunge  states  (Sulphuric  Acid  and  Alkali,  vol.  i. 
pt.  ii.  954)  that  it  is  extremely  difficult  by 
ordinary  analytical  methods  to  estimate  the 
quantities  of  N^Os  or  NjO,  passing  away  into 
the  exit  gases,  wMlst  the  escaping  NO  is  still 
more  difficult  to  determine  accurately. 

Considerable  support  has  been  given  to  the 
view  that  the  mechanical  losses  constitute  the 
greater  proportion  of  the  total  loss  by  some 
experiments  made  by  Inglis  at  SUvertown  (J. 
Soc.  Chem.  Ind.  1907,  668).  He  condensed  a 
number  of  samples  of  the  exit  gases  by  means 
of  liquid  air,  and  afterwards  separated  the 
various  constituents  by  fractionation.  He  was 
able  to  account  for  between  50  and  60  p.c.  of  the 
loss  as  due  to  incomplete  absorption,  partly  aa 
NjOj,  and  partly  as  NO,  the  total  loss  being 
2-58  parts  nitre  per'  100  parts  of  sulphur  burnt. 
However,  even  his  figures  leave  some  40  p.c.  loss 
of  nitre  to  be  accounted  for  as  chemical  losses. 
At  one  time  the  Glover  tower  was  blamed,  it 
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being  supposed  that  cgnsiderable  reduction  of  the 
nitrous  gases  to  nitrous  oxide  by  the  excess  of 
sulphur  dioxide  present  took  place  there,  but  this 
has  been  practically  disproved  by  the  fact  that 
quite  as  good  results  are  obtained  when  nitric  acid 
IB  run  through  the  tower  as  when  it  is  introduced 
into  the  chambers  direoi ;  whilst  the  quantity 
of  available  nitrogen  oxides  contained  in  the 
gases,  passing  out  of  the  tower  can  be  shown 
analytically  to  correspond  practically  with  the 
quantity  contained  in  the  nitrous  vitriol  run 
into  the  tower.  It  has  also  been  suggested  that 
there  is  some  loss  in  the  Gay-Lussao  tower  owing 
to  the  reducing  action  of  arsenious  oxide  in  the 
acid,  or  to  the  coke  packing,  but  this  is  again 
disproved  by  the  fact  that  with  brimstone  acid, 
where  there  is  no  arsenic  present,  the  same  loss 
occurs,  and  also  with  towers  packed  with  other 
materials  than  coke. 

Hence  any  material  chemical  loss  must  be 
confined  to  the  chambers  themselves  in  virtue 
of  secondary  reactions. 

It  has  long  been  known  from  the  experiments 
of  Pelouze  and  Weber,  more  recently  repeated 
and  amplified  by  Lunge,  that  in  contact  with 
water  or  highly  dilute  sulphuric  acid,  higher 
oxides  of  nitrogen  are  slowly  acted  on  by  sulphur 
dioxide,  with  formation  of  nitrous  oxide,  thus — 
Nj04+3SOa+3HjO=Nj,0+3HjSO, 
Nj03+2SOj+2H20=N20+2H2SOi 
2N0+S0j+Hj0=Ns,0+Hs,S0j 
but  in  contact  vrith  stronger  acid  these  actions 
take  place  either  not  at  all  or  only  extremely 
slowly.  Consequently  this  action  is  only  likely  to 
take  place  where  water  or  aqueous  vapour  is  in 
excess,  and  that  will  be  only  in  tjas  immediate 
vicinity  of  the  entering  steam.  That  this 
reduction  does  take  place  is  now  generally 
admitted,  but  to  what  extent  and  what  propor- 
tion of  the  loss  is  due  to  it  there  is  considerable 
difference  of  opinion.  Inglis,  in  the  experiments 
alluded  to  above,  could  only  account  for  about 
10  p.c.  of  the  loss  as  nitrous  oxide  in  the  exit 
gases,  but  Hempel  and  Heymann  (Zeitsch.  Elek- 
trochem.  1906,  600)  state  that  they  obtained 
nitrous  oxide  in  the  exit  gases  from  several 
works  varying  from  0-063  to  0-25  p.c.  where 
0"1  p.c.  nitrous  oxide  would  be  equivalent  to  a 
loss  of  4'3  parts  nitre  per  100  parts  sulphur  burnt. 

A  further  reduction  to  nitrogen  may  also 
take  place,  but  no  proof  of  this  is  possible, 
whilst  Baschig  is  of  opinion  that  even  ammonia 
may  be  formed  by  secondary  reactions,  but,  in 
general,  this  would  probably  at  once  react  with 
nitrous  acid  to  give  nitrogen  and  water.  In 
some  oases,  however,  where  the  chamber  acid 
contains  free  sulphurous  acid  he  has  found 
traces  of  ammonia  present  in  the  acid  (J.  Soc. 
Chem.  Ind.  1911,  172). 

P0BIFIOATION. 

All  pyrites  acid  contains  more  or  less  iron, 
arsenic,  and  other  substances  derived  from  the 
ore  employed,  the  contamination  being  consider- 
ably greater  in  the  case  of  acid  from  the  Glover 
tower  than  in  that  from  the  chambers.  For 
many  purposes  these  impurities  are  of  no  great 
importance,  but  for  others,  a  purer  acid  is 
required,  and  various  processes  have  been 
devised  for  removing  these  impurities,  more 
especially  from  the  chamber  acid. 


The  chief  impurities  are  arsenic,  antimonji 
selenium,  lead,  iron,  nitrous  acid,  and  organic 
matter.  The  lead  is  almost  entirely  precipitated 
on  diluting  the  acid ;  the  iron  largely  separates 
during  concentration,  especially  in  the  platinum 
still,  organic  substances  being  oxidised  at  the 
same  time. 

The  most  serious  impurity  is  arsenic,  which 
is  nearly  always  accompanied  by  antimony  and 
selenium,  and  nitrous  acid. 

Arsenic.  Pyrites  cha,mber  acid  made  from 
Spanish  pyrites  usually  contains  from  005  to 
0*2  p.c.  arsenic,  as  arsenious  oxide,  whilst  the 
Glover  tower  acid  may  contain  as  much  as 
1  p.c.  or  more,  partly  as  AsjO,  and  partly  as 
AsjOs. 

There  are  two  methods  employed  on  a  con- 
siderable scale  for  the  removal  of  arsenic.  The 
first  is  by  precipitation  as  arsenic  sulphide  by 
sulphuretted  hydrogen.  The  latter  is  generated 
usually  from  ferrous  sulphide  by  the  action  of 
weak  sulphuric  acid  in  wooden  vessels  lined  with 
lead,  and  the  gas  passes  into  a  tower  packed 
with  rows  of  horizontal  wooden  bars  of  triangular 
section  covered  with  lead.  A  stream  of  chamber 
acid,  from  100°  to  110°Tw.,  is  fed  into  the 
tower  by  a  distributing  arrangement  at  the  top. 
Usually  several  generators  are  employed,  so 
that,  by  charging  them  alternately  a  fairly 
uniform  current  of  gas  can  be  obtained,  and  the 
arsenic  should  be  completely  precipitated  by  the 
time  the  acid  arrives  at  the  bottom  of  the 
tower,  from  which  it  is  run  or  blown  into  settlers. 
From  these  it  runs  on  to  sand  filters,  which  it 
leaves  practically  free  from  arsenic ;  it  should 
not  contain  more  than  1  part  in  600,000  parts 
acid.  When  alkali  waste  is  available,  the 
sulphuretted  hydrogen  is  frequently  obtained 
from  that  source.  Nitrous  acid,  antimony, 
selenium,  lead,-  &c.,  are  removed  also  by  this 
method,  and  except  for  the  presence  of  a  small 
quantity  of  iron  the  acid  is  practically  as  pure 
as  brimstone  acid. 

The  second  method  employed  on  a  manufac- 
turing scale  for  the  removal  of  arsenic  depends 
on  the  conversion  of  the  arsenic  into  trichloride 
by  treatment  with  hydrochloric  acid,  and  the 
removal  of  the  latter  by  heat.  Common  salt 
and  barium  chloride  have  been  tried  instead  of 
hydrogen  chloride,  but  they  have  not  been  suc- 
cessfully used  on  a  practical  scale.  It  is  neces> 
sary  that  any  arsenic  oxide  in  the  acid  should 
first  be  reduced  to  arsenious  oxide.  The  Uniteii 
Alkali  Co.  have  patented  a  process  for  treating 
Glover  tower  acid  vrith  hydrogen  chloride  at  > 
100°,  and  removing  the  liquid  arsenic  chloride 
which  separates  by  blowing  air  through  it ;  any 
arsenic  oxide  present  is  reduced  by  treatment 
with  charcoal  or  sulphur  (Eng.  Pats.  7916, 16929, 
16930,  1905  ;  23139,  1906). 

The  arsenic  chloride  may  also  be  removed  by 
treatment  of  the  acid  with  certain  mineral  oils 
or  oil  from  lignite  tar  (Hasenbach,  U.S.  Pat. 
836034, 1906 ;  and  Vereiso,  Chem.  Fabrik.  Mann- 
heim. Fr.  Pat.  368452,  1906). 

Nitrovs  compounds  or  nitric  acid  are  removed 
from  sulphuric  acid  by  heating  with  a  small 
quantity  of  ammonium  sulphate,  whereby 
nitrite  or  nitrate  ammonium  is  formed  and  at 
once  decomposed  with  evolution  of  nitrogen  or 
nitrous  oxide.  This  is  especially  necessary  where 
the  acid  ia  to  be  concentrated  in  platinum  vessels 
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in  order  to  prevent  serious  corrosion  of  that 
metal. 

Non-volatile  impurities  can  only  be  com- 
pletely removed  by  distillation  of  the  con- 
centrated acid.  This  is  usually  carried  out  in 
glass  retorts,  and  is  a  troublesome  operation 
owing  to  the  liability  of  the  retorts  to  crack : 
as  the  impurities  accumulate  in  the  retort  they 
cause  serious  bumping.  Scraps  of  platinum  or 
quartz,  &c.,  are  frequently  introduced  to  prevent 
this,  or  a  slow  current  of  aii  is  passed  through 
the  boiling  acid. 

Iron  is  practically  insoluble  in  100  p.c.  sul- 
phuric acid,  so  that  by  bringing  the  acid  up  to 
that  strength  by  mixing  with  fuming  acid,  and 
allowing  to  stand  for  some  months,  practically 
all  the  iron  separates  out. 

Concentration. 

Before  the  invention  of  the  Glover  tower 
chamber  acid  of  110''-120°Tw.  was  always 
evaporated  down  in  leaden  pans  until  the  sp.gr. 
rose  to  about  140°-145°Tw.,  when  the  action  on 
the  lead  became  too  great  for  further  concentra- 
tion to  be  thus  possible. '  Such  pans  are  still  in 
use  to  a  considerable  extent ;  when  contamina- 
tion by  fuel  gases  is  immaterial  they  are  heated  by 
passing  the  flame  over  the  liquid  (top-firing) ;  in 
which  case  the  concentration  may  be  carried 
to  150°Tw. ;  a  certain  amount  of  acid  is  always 
carried  away  in  the  current  of  fire  gases  when  this 
method  is  employed.  It  escapes  as  a  vesicular 
mist,  which  can  only_.be  condensed  by  filtration 
through  fine  granular  material. 

In  other  cases  the  pans  are  heated  from 
below,  the  lead  being  protected  from  direct 
contact  with  the  flame  by  iron  plates.  Waste 
heat  from  various  sources  is  often  used  for 
heating  the  pans  ;  sometimes  they  are  mounted 
on  the  top  of  the  kilns  or  on  the  burner  gas  flue, 
60  as  to  partly  utilise  the  heat  of  combustion  of 
the  sulphur  burnt.  Glover  at  one  time  em- 
ployed a  large  platinum  dish,  placed  inside  the 
gas  flue  from  his  brimstone  burner  for  concen- 
trating chamber  acid  up  to  140°Tw.  High 
pressure  steam  passing  through  lead  coils  has  also 
been  used  instead  of  directly  fired  pans. 

For  the  further  concentration  up  to  from 
93  to  98  p.c.  HjSOi,  glass  or  platinum  stills  were 
at  one  time  chiefly  used,  but  the  great  losses 
through  breakages  of  the  former  and  the  great 
rise  in  the  price  of  the  latter,  have  led  to  their 
Jbeing  displaced  by  other  materials  and  methods 
of  concentration,  of  which  the  Kessler  and 
Gaillard  processes  have  been  most  successful. 

Glass  stills,  as  first  introduced  by  Chance 
Brothers  at  Oldbury,  were  worked  separately, 
each  being  filled  up  with  acid  from  the  lead 
pans  and  heated  until  sufiiciently  concentrated, 
when  the  heat  was  withdrawn  and  the  acid 
siphoned  off  into  carboys  through  a  platinum  or 
lead  siphon  cooled  by  water.  They  were  set 
in  sand-baths  and  it  was  very  important  that 
they  should  be  protected  from  cold  draughts, 
especially  towards  the  close  of  the  operation, 
otherwise  great  losses  were  incurred  through 
breakages.  The  continuous  system  of  Gridley 
vas  a  great  improvement,  a  series  of  retorts 
being  arranged  at  slightly  different  levels, 
each  being  connected  with  the  next  lower  one 
hj  a  eif  hon,  so  that  ^en  a  slow  stream  of  weak 


acid  is  run  into  the  top  one,  entering  at  its 
highest  part,  the  partly  concentrated  heavier 
acid  passes  through  the  siphon  to  the  next,  and 
so  throughout  the  series,  while  concentrated 
O.V.  is  continuously  discharged  from  the  lowest. 
The  acid  vapours  pass  from  each  retort  into  a 
common  pipe  by  which  they  are  conveyed  to  a 
leaden  coke  tower  and  condensed  by  water. 
In  the  latest  arrangement  four  retorts  are 
enclosed  in  a  glass  case  to  protect  them  from 
draughts,  an,d  each  is  heated  by  a  separate 
burner,  coal  gas  being  used  as  the  heating 
agent,  breakages  being  in  this  way  reduced  to  a 
minimum.  The  acid  is  cooled  by  first  passing 
through  a  platinum  tube  and  then  into  a 
leaden  vessel,  both  water-cooled.  The  strength 
of  the,  acid  obtained  in  these- glasses  does  not 
usually  exceed  93  p.c.  HjSOj. 

G.  Veitch  has  patented  (J.  Soc.-Chem.  Ind. 
1889,  983)  the  use  of  a  series  of  flat-bottomed 
glass  retorts  arranged  one  above  another  on  a 
stepped  terrace  within  a  common  fire  flue,  the 
fire  being  placed  at  the  lowest  end,  the  flue 
narrowing  Tipwards.  The  acid  passes  con- 
tinuously through  the  whole  series,  leaving  the 
lowest  as  concentrated  acid. 

Negrier  {ibid.  1891,  46)  patented  a  similar 
arrangement,  using  porcelain  dishes  instead  of 
glass  retorts,  the  lip  of  one  dish  projecting  over 
the  next  below  in  the  series.  Two  series  of 
dishes  are  mounted  side  by  side,  fed  from  the 
same  cistern,  each  dish  resting  on  asbestos  tissue 
and  surrounded  by  sand  up  to  the  level  of  the 
upper  rim  ;  the  supporting  shelves  are  of  iron. 

Benker  has  improved  the  Negrier  system  by 
enclosing  the  porcelain  dishes  in  a  chamber  of 
volvic  lava.  The  flue  gases  are  kept  separate 
from  the  acid  vapours,  which  are  condensed  in  a 
lead-lined  box  fiUed  with  granular  stoneware  or 
silica.  The  dishes  are  covered  with  a  thin  layer 
of  asbestos  and  silicate  of  soda  cement,  and  the 
acid  may  be  concentrated  up  to  97-98  p.c. 
HjSO,  (Zeitsoh.  angew.  Chem.  1903,  1150). 
The  porcelain  dishes  have,  with  advantage,  been 
replaced  latterly  by  vessels  made  of  fused 
siUca  or  metiUure. 

Webb  uses  a  series  of  beakers  arranged  terrace- 
wise,  the  acid  o  verflcwi  ig  from  one  beaker  and 
passing  to  the  bottom  of  the  next ;  they  were  at 
first  made  of  glass,  but  later  of  porcelain.  They 
can  be  worked  without  lead  pans,  14-16  vessefe 
in  each  series,  but  the  fire  gases  and  acid  vapours 
are  not  separated,  and  a  considerable  amount 
of  white  fumes  escape  to  the  chimney  (Eng. 
Pats.  2343,  17407,  18891,  1891).  Other  patents 
of  Webb's  showing  modifications  of  the  above  are 
Eng.  Pats.  1515,  1616,  1901;  and  D.  E.  P. 
135886. 

Levinstein  (Eng.  Pats.  19213,  1892;  2476, 
2835,  1893)  and  Guttmann  (Eng.  Pat.  16220, 
1898)  have  patented  different  arrangements  of 
glass  or  porcelain  beakers  somewhat  similar  to 
Webb's. 

Platinum  stills  have  been  considerably 
modified  since  their  first  introduction.  Long, 
narrow,  and  shallow  stills  are  now  employed, 
sometimes  with  the  bottom  corrugated  to 
increase  the  heating  surface  (Prentice  system). 
In  the  Delplace  system  two  shallow  stills  about 
6  ft.  long  and  18  ins.  wide  are  combined  in 
series,  the  first  receiving  acid  of -about  144°Twj 
from  the  lead  pans ;  the  vapours  from  each  ars 


SULPHURIC  Acm. 


315 


condensed  in  a  watet-cooled  platinum  tube, 
tlie  distillate  from  the  second  one  being  returned 
to  the  pans.  The  acid  may  be  concentrated^up 
to  98  p.c.  in  tma  way,  and  is  cooled  in  a  bottle- 
shaped  platinum  cooler,  and  afterwards  in  lead. 
*  Desmoutia  puts  concentric  partitions  in  the 
stills,  but  any  saving  in  fuel  is  counterbalanced 
by  a  greater  loss  of  platinum.  In  the  Faure  and 
Kessler  system  platinum  dishes  are  employed, 
provided  with  water-cooled  leaden  hoods;  the 
condensed  vapours  run  down  the  leaden  covers  to 
a  lute.  Platinum  stills  are  appreciably  attacked 
by  concentrated  sulphuric  acid,  the  action  being 
considerable  when  traces  of  nitrous  acid  are 
present.  Platinum-iridium  containing  10  p.c. 
iridium  and  upwards  is  much  less  readily  afiected 
than  pure  platinum.  The  loss  of  platinum  by 
corrosion  has  been  variously  estimated  at  from 
0-5-5'0  or  even  10-0  grms.  per  ton  of  acid 
concentrated,  according  to  the  purity  of  the 
acid  and  the  degree  of  concentration  required. 
W.  C.  Heraeus  <C!hem.  Zeit.  Rep.  15,^  36 ;  also 
J.  Soc.  Chem.  Ind.  1891,  460)  found  that 
platinum-iridium  alloys  containing  respectively 
O'Ol,  0-5,  5-0,  and  lO-O  p.c.  iridium,  are  affected 
by  hot  sulphuric  acid  in  the  relative  proportions 
100,  90,  73,  and  58  when  sheets  of  these  alloys 
are  allowed  to  remain  40  days  in  a  concentration 
apparatus,  making  98  p.c.  acid.  With  pure 
gold  the  relative  proportion  is  .only  13,  or  ordy 
one-seventh  that  of  commercial  platinum  (0-5 
p.c.  iridium).  Hersieus  has,  therefore,  patented 
a  process  for  covering  the  surface  of  platinum 
vessels  with  a  compact  adhesive  layer  of  gold 
(Eng.  Pat.  2499,  1891).  Even  when  the  price 
of  gold  was  considerably  higher  than  that  of 
platinum  the  diminution  of  corrosion  during 
use  offered  considerable  pecuniary  advantage, 
more  particularly  for  97-98  p.c.  acid,  and 
Heraeus  stills  have  been  adopted  in  several  large 
German  works  (Lunge,  J.  Soo.  Chem.  Ind. 
1892,  522).  The  acid  to  be  concentrated  must 
be  very  pure  as  crusts  from  impure  acid  damage 
the  gold  lining.  Glover  tower  acid  is  seldom 
concentrated  in  platinum  vessels  owing  to  the 
hard  crusts  which  separate. 

Conroy  {ibid.  1903,  465)  has  investigated  the 
influence  of  various  impurities  in  the  acid,  and 
the  effect  of  temperature  also  on  the  corrosion 
of  platinum  vessels. 

Cast-iron  vessels  have  come  into  considerable 
use  for  the  production  of  acid  of  high  strength 
up  to  98  p.c.  HjSOi.  Usually  the  acid  is 
brought  up  to  93  or  94  p.c.  in  glass  or  platinum, 
and  then  to  the  highest  strength  in  oast  iron. 
There  is  a  certain  amount  of  action  on  the  iron 
even  at  these  strengths,  but  the  contamination 
of  the  acid  is  not  serious,  as  the  sulphate  mostly 
separates  as  an  insoluble  precipitate  as  the  acid 
becomes  fully  concentrated.  Sometimes  cast- 
iron  pans  are  employed  with  leaden  covers,  as 
in  Faure  and  Kessler's  system.  If  iron  covers 
are  used  they  must  be  kept  hot  so  that  no  weak 
acid  can  condense  on  them.  Cast-iron  vessels 
seldom  last  more  than  4-8  months.  Weak  acid 
can  be  concentrated  in  a  deep  cast-iron  pan  by 
running  it  on  the  surface  of  the  heated  acid, 
which  is  not  allowed  to  drop  below  90-93  p.c. 
H  SOi  the  strong  acid  being  at  the  same  time 
withdrawn  from  the  bottom.  Cast-iron  vessels 
are  largely  used  for  concentrating  waste  acids 
ftnd  impure  Glover  tower  acid  where  the  separa- 


tion of  impurities  Would  render  concentration  in 
glass  or  platinum  apparatus  practically  im- 
possible. Hartmann  (Chem.  Zeit.  1899,  147) 
describes  their  use  for  concentrating  waste  acid 
from  nitrating  processes.  Cast-iron  dishes  made 
of  the  so-called  "  neutral  iron  "  by  the  A.  G.  fflr 
Bergbau  und  Eisen  Luttenbetrieb  at  Kattowitz, 
Silesia,  are  now  used  by  Hartmann  and  Benker 
for  concentrating  on  the  Benker  system,  and 
the  acid  comes  out  water  white  and  not  dis- 
tinguishable from  acid  concentrated  in  platinum 
(Lunge's  Sulphuric  Acid,  vol.  i.  1176). 

Dyson  (Eng.  Pats.  17699,  1893;  27769, 
1896)  employs  a  double  row  of  stepped  retorts 
made  of  iron  and  lined  with  a  special  acid-proof 
enamel  for  concentrating  sulphuric  acid  from 
100°  to  168°Tw. 

Zanner  (Eng.  Pat.  7999,  1901)  places  cast- 
iron  pans  lined  with  acid-proof  stoneware  slabs 
jointed  mth  asbestos  cement  in  the  flue  between 
the  kilns  and  the  Glover  tower,  and  concentrates 
acid  from  60°Be.  up  to  Oe'Be.  by  means  of  the  hot 
gases.  The  pans  are  covered  with  earthenware 
slabs  to  keep  the  flue  dust  from  falling  into  them 
and  holes  are  provided  for  the  escape  of  the 
distiUate  (Meyer,  J.  Soo.  Chem.  Ind.  1903,  781). 

The  Kessler  process  for  the  concentration 
of  sulphuric  acid  by  means  of  hot  gases  (Eng. 
Pats.  19215,  1891 ;  26169,.  1898  ;  21376,  1900) 
has  proved  one  of  the  most  successful  of  the 
processes  for  this  purpose.    The  hot  gases  from 


a  Drodueer  charged  with  coke  are  drawn  by 
means  of  a  steam  exhauster  over  the  surface  of 
the  acid  in  a  large  shallow  trough  of  volvio  lava 
with  a  thick  lead  jacket,  called  the  saturex,  and 
then  through  a  column,  the  recuperator,  the 
lower  section  of  which  is  of  lava  and  the  upper 
one  of  lead,  where  they  come  into  intimate 
contact  with  a  descending  stream  of  weak  acid 
which  retains  most  of  the  acid  vapours,  but 
allows  the  steam  to  pass  on  to  a  large  lead-lined 
condenser  filled  with  coke  crushed  to  the  size  of 
rice  grains.  This- filters  out  the  remainder  of 
the  acid  vapour,  and  allows  only  aqueous 
vapour  to  escape.  Fig.  12  gives  a  sectional 
elevation  of  the  saturex  and  recuperator.  The 
steam  exhauster  is  placed  in  the  connection 
between  the  recuperator  and  the  condenser,  and 
the  steam  and  acid  vapours  pass  downwards 
through  the  latter.  A  recent  improvement 
has  been  made  by  replacing  the  steam  ex- 
hauster by  a  compressed  air  jet ;  this  has 
considerably  reduced  the  amount  of  weak  acid 
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passing  back  ftom  the  condenser  to  be  lecon- 
oentrated. 

The  concentrated  acid  is  not  so  pure  as  that 
obtained  in  Benker's  process,  and  seldom  exceeds 
95-96  p.c.  HjSOj.  A  much  larger  condenser  or 
filter  is  also  requited,  owing  to  the  dilution  of 
the  acid  vapours  with  the  fuel  gases. 

In  the  Gaillard  process  (Eng.  Pat.  12538, 
1906  ;  Chem.  Zeit.  1910,  173)  the  concentration 
is  also  brought  about  by  means  of  hot  gases. 
The  dilute  acid  is  sprayed  by  means  of  atomisers 
into  the 'top  of  a  cylindrical  tower  of  vol  vie 
lava,  in  which  it  meets  the  hot  products  of  com- 
bustion from  a  generator  fed  with  coke.  The 
hot  gases  enter  near  the  bottom  and  leave  at 
the  top,  from  which  they  pass  to  a  number  of 
leaden  boxes  containing  fine  coke  to  remove  the 
acid  vapours.  The  acid  arrives  at  the  bottom 
of  the  tower  in  a  concentrated  state.  This 
process  has  proved  particularly  useful  for 
concentrating  very  impure  chamber  acid,  and 
also  for  waste  acids  from  petroleum  refining. 
Stolzenwald  (Zeitsch.  angew.  Chem.  1910,  .175) 
and  Duron  {ibid.  1910,  2307)  compare  concentra- 
tion up  to  98  p.c.  H2SO4  in  Gaillard  and  Kessler 
plants  with  concentration  in  cast-iron  boilers 
and  pans. 

Sulphuric  acid  of  100  p.c  HjS04  is  usually 
obtained  by  adding  fuming  acid  to  ordinary  oil 
of  vitriol ;  this  was  formerly  a  very  expensive 
process,  and  Lunge  \yrorked  out  a  method  for 
freezing  out  the  acid  from  ordinary  concentrated 
sulphuric  acid  by  suitably  cooling  it,  separating 
the  crystals  from  the  fluid  portion  and  melting 
the  former  (Eng.  Pats.  96,  1883 ;  4430,  1887). 
It  was  worked  for  a  number  of  years  in  England 
at  Widnes,  and  on  the  Continent  at  Petit-Que  villy 
and  Griesheim,  but  it  has  been  given  up  owing 
to  the  cheapening  of  fuming  acid.  It  is  described 
by  Lunge  (Sulphuric  Acid,  vol.  i.  918)  and  by 
Osterberger  and  Capella  (Bull.  Ind.  Soo.  Rouen, 
1889,  307). 

Practical  Yield  of  Sulphukic  Acid  and 
Losses  dukinq  MANurACTURB. 

100  parts  of  sulphur  charged  into  the  kilns 
as  brimstone  or  pyrites  should  theoretically 
yield  306-25  parts  H^SO,.  This  yield  is  never 
obtained  in  practice,  the  chief  sources  of  loss 
being — 

(1)  Sulphur  is  left  in  the  ashes  or  cinders  as 
Bulphide,  sulphate,  &Cs  In  the  case  of  brim- 
stone this  is  usually  negligible,  but  with  pyrites 
the  sulphur  left  in  the  burnt  ore  may  vary 
from  1  p.c.  in  the  case  of  certain  non-cupreous 
ores,  practically  free  also  from  lead  and  zinc,  to 
2"5-3  p.c.  in  ordinary  cupreous  Spanish  ores 
(Rio  Tinto,  Tharsis,  Esperanza,  &c.),  and  may 
reach  7  or  8  p.c.  in  the  case  of  inferior  ores  con- 
taining much  lead  or  zinc,  or  with  good  ores 
owing  to  faulty  construction  or  working  of  the 
burners. 

(2)  Sulphur  may  sublime,  when  it  will  con- 
dense in  the  flues  or  in  the  acid  itself  and.is  lost. 

(3)  Loss  occurs  by  leakages  of  gas  during 
charging  and  working  the  kUns,  potting  nitre, 
and  through  cracks  and  holes  in  the  chamber 
walls  due  "to  corrosion  if  they  are  not  kept  in 
good  repair ;  and  by  leakages  of  liquid  acid 
from  chambers,  siphons,  tanls,  &c. 

(4)  Sulphur  escapes  in  the  exit  gases  either 


through  incomptete  conversion  of  sulphttt 
dioxide  into  sulphuric  acid,  or  by  incomplete 
condensation  of  the  suspended  vesicles  of  the 
latter  substance. 

Loss  by  incomplete  conversion  mainly 
depends  in  the  first  place  whether  Gay-Lussao 
towers  are  used,  or  not ;  if  they  are  used  the 
sulphur  dioxide  escaping  cannot  amount  to  more 
than  2  p.c.  of  that  equivalent  to  the  sulphur 
burnt  without  causing  a  great  loss  of  nitre  through 
the  formation  of  much  nitric  oxide,  and  it  may 
be  kept  below  1  p.c.  if  the  chamber  space  is 
ample  (18-20  feet  per  lb.  of  sulphur  burnt),  the 
Gay-Lussao  tower  is  well-proportioned  and 
carefully  packed,  and  the  working  of  the  whole 
process  is  under  skilled  supervision. 

Under  such  conditions  100  parts  of  sulphur 
(as  pyrites)  charged  into  the  kilus  may  be 
accounted  for  thus — 

Left  unbumt  in  '  cinders  '        .         .    5-6  parts. 
<Losses  through  leakages  and  incom- 
plete conversion  .         .   '      .   2-3      „ 


Total  losses 


7-9 


leaving  93-91  parts  obtained  as  sulphuric  acid, 
which  is  equivalent  to  285-278  parts  H^SOj 
per  100  sulphur  charged. 

Even  where  only  11-12  cb.  ft.  chamber 
space  per  lb.  sulphur  burnt  is  employed,  as  good 
a  yield  may  be  obtained,  provided  that  the 
capacity  of  the  absorbing  towers  is  considerably 
increased. 

Prom  brimstone  295-300  parts  may  be 
obtained  per  100  sulphur  charged,  losses  from 
incomplete  bumiirg  being  usually  insignificant. 

Where  no  Gay-Lussac  tower  is  used  the  loss 
from  incomplete  conversion  and  condensation 
may  be  much  greater,  even  when  25-30  cb.  ft. 
chamber  space-per  lb.  sulphur  is  employed. 

Consumption  of  nitre.  As  regards  loss  of 
nitre  both  with  and  without  Gay-Luasac  towers, 
the  figures  obtained  in  different  factories  vary 
very  considerably  ;  but,  in  '  general,  the  nitre 
used  per  100  parts  of  sulphur  burnt  varies 
between  2-5  and  4  p.c.,'  where  Gay-Lussac 
towers  are  employed,  and  averages  about  10  p.c. 
when  they  are  absent.  The  more  recent  im- 
provements of  ,  the  chamber  process  have 
resulted  in  a  great  increase  in  the  capacity  of 
the  chamber  plant  in  many  instances  without 
any  serious  increase  in  nitre  consumption. 

Guttmann  (J.  Soc.  Chem.  Ind.  1903,  1332) 
states  that  Meyer,  for  his  circular  chamber 
system,  guarantees  a  maximum  consumption  of 
2*7  p.c.  nitre,  using  11-6  cb.  ft.  chamber  space 
per  lb.  of  sulphur  burnt ;  with  intermediate 
towers,  fans  and  atomised  water  in  place  of 
steam,  this  may  be  reduced  to  1"8  p.c.  nitre. 

Liity  (Zeitsch.  angew.  Chem.  1905,  1253),  in 
describing  Niedenfuhr's  system,  states  that 
with  7-9  cb.  ft.  chamber  space  only  2-2-2-45 
p.c.  nitre  is  required. 

The  Alkali  Works  Report  for  1906  gives 
particulars  of  a  chamber  system  in  which  steam 
has  been  completely  replaced  by  atomised 
water,  whereby  the  chamber  space  has  been 

»  OntheContinenttheconsumptionofnitreisstated 
m  a  number  of  different  ways.  Usually  the  percentage 
is  calculated  on  the  acid  made  either  in  the  form  of 
chamber  acid,  acid  of  1-7  sp.gr.  or  100  p.c.  H.SO.. 
Frequently  it  is  stated  In  terms  of  nitric  acid  of  l-JS 
sp.gr.,  instead  of  sodium  nitrate. 


.SULPHURIC  ACID. 


347 


reduced  from  16-2-10 -33  ob.  ft.  per  lb.  sulphur, 
and  the  nitre  consumption  from  4-23-2'87  p.c. 

Littmann  (Zeitsoh.  angew.  Chem.  1906, 
1177)  claims  that  by  allowing  the  gas  from  the 
Glover  tower  to  enter  the  first  chamber  by  six 
inlets  at  intervals  along  the  top  instead  of  by 
one  at  one  end,  he  was  able  to  reduce  the  chamber 
space  from  14'S-12-9  cb.  ft.,  and  the  nitre 
consumption  from  3-6-2-9  p.o.   ■ 

Sliding  (Eng.  and  Mining  J._  1909,  441),  in 
describing  his  system  in  which  he  combines  one 
large  chamber  of  considerable  height  compared 
with  its  length  or  breadth,  with  a  cooling  tower 
before  the  Gay-Lussac  tower  (U.S.  Pat.  932771, 
1909),  states  that  with  a  chamber  space  of  7  cb.  ft. 
per  lb.  of  sulphur. burnt,  he  only  uses  2-8  p.c. 
nitre,  and  later  (J.  Ind.  Eng.  Chem.  191-3, 223)  he 
states  that  the  chambers  can  be  worked  with  only 
1  to  1'5  per  cent,  nitre,  using  the  same*  chamber 
space.  On  the  other  hand,  Nemes  tZeitsch. 
angew.  Chem.  1911,  387)  adversely  criticises 
the  intensive  system  of  working,  and  contends 
that  the  nitre  consumption  invariably  rises 
with,  and  much  more  rapidly  than,  the  yield 
per  cubic  metre  ;  more  supervision  is  required, 
and  the  cost  of  production  of  the  acid  is  increased. 
He  gives  figures  which  differ  considerably  from 
the  results  quoted  above. 

Petersen  (Zeitsoh.  angew.  Chem.  1911,  877) 
replies  to  Nemes,  giving  the  results  obtained  by 
Falding's  and  Meyer's  systems  in  order  to  refute 
his  statements. 

Hasendever  (J.  Soc.  Chem.  Ind.  1911,  1291), 
in  the  Hiirter  memorial'  lecture,  gives  it  as  his 
opinion  that  11  cb.  ft.  per  lb.  of  sulphur  burnt 
is  about  the  limit  for  chamber  space  without 
unduly  increasing  the  cost  of  chamber  repairs. 

The  nitre  consumption  in  the  Dpi  tower 
process  as  worked  at  Hurschau  is  given  by  Hart- 
mann  (Zeitsch.  angew.  Chem.  1911,  2302)  as 
equal  to  .2-25  p.c.  on  the  sulphur  burnt,  whilst 
the  reaction  space  of  the  system  is  0-53  cb.  ft. 
per  lb.  1'7  acid  (approx.  2  cb.  ft.  per  lb.  sulphur). 

Petersen  (Zoitsch.  angew.  Chem.  1912,  762) 
compares  the  tower  system  with  Falding's  to 
the  advantage  of  the  latter. 

MANUFACTURE  OE  EUMING  ACID. 

The  various  processes  for  the  production  of 
fuming  acid,  which  have  been  at  different  times 
patented  and  put  more  or  less  in  actual  opera- 
tion, may  conveniently  be  grouped  in  two  divi- 
sions— ^namely :.  (1)  those  depending  on  the  action 
of  hea#  on  some  metallic  sulphate,  whereby 
decomposition  is  brought  about  with  evolution 
of  sulphur  trioxide,  more  or  less  further  de- 
ipmposed  inta  sulphur  dioxide  and  oxygen 
according  to  the  temperature  employed ;  (2) 
those  in  which  the  essential  action  is  the  surface 
or  catalytic  action  of  certain  solids  in  bringing 
about  union  between  sulphur  dioxide  and 
oxygen.  .    ' 

(1)  PeOOESSES  0¥  DlSTlLtATION  pr  SULPHATES. 

The  substance  most  largely  employed,  before 
the  development  of  the  contact  process,  as  a 
source  of  fuming  acid,  was  sulphate  of  iron,  for- 
merly in  the  form  of '  copperas '  or '  green  vitriol ' 
(ferrous  sulphate),  carefully  dried  bo  as  to 
deprive  it  of  most  of  its  water  of  crystallisation 


and  partially  peroxidised  during  the  process ; 
latterly  in  the  form  of  crude  ferric  sulphate 
prepared  by  long  continued  weathering  of 
certain  slaty .  minerals  containing  iron  sulphide 
disseminated  throughout  them,  lixiviation  of  the 
mass,  evaporation  of  the  mixed  ferrous,  ferric  and 
aluminium  sulphates  dissolved  out,  and  gently 
roasting  so  as  to  dehydrate  the  mass  and  com- 
pletely peroxidise  the  iron  present.  The  product 
thus  obtained  was  heated  in  a  series  of  clay 
retorts  mounted  together  in  a  large  '  galley ' 
furnace,  the  sulphur  trioxide  was  expelled  and 
condensed  in  receivers  previously  charged  either ' 
with  a  small  quantity  of  water  or  preferably 
with  oil  of  vitriol  or  weak  fuming  acid  from  a 
previous  operation.  Several  successive  charges 
were  worked  ofi  into  the  same  set  of  receivers, 
each  retort  holding  not  more  than  3  kilos  of 
'  vitriol-stone ; '  the  residuum  of  impure  ferric 
oxide,  more  or  less  brightly  tinted,  left  in  the 
retort  constituted  as  important  a  product  as  the 
fuming  acid  itself,  especially  in  the  case  of 
certain  shades  in  the  production  of  which  so 
high  a  temperature  was  requisite  that  much  of 
the  anhydride  was  lost  by  splitting  up  into 
sulphur  dioxide  and  oxygen  j  by  the  use  of 
various  subsidiary  processes  the  residue  was 
converted  into  pigments  of  different  shades  and 
considerable  value.  By  redistilling  at  a  gentle 
heat  the  fuming  acid  thus  prepared,  almost 
pure  sulphur  trioxide  could  be  obtained  or  fuming 
acid  of  any  strength  required.  This  process  was 
worked  in  Bohemia  from  about  the  year  1790 
until  1900,  when  it  was  given  up,  as  it  could  not 
compete  with  the  '  catalytic  '  or  '  contact '  pro- 
cess. R.  Schubert  proposed  to  effect  the  dis- 
tillation under  greatly  diminished  pressure  in 
order  to  reduce  the  loss  from  decomposition  of 
SOj,  and  passed  the  vapours  evolved  over 
heated  platinised  asbestos  to  bring  about  the 
reunion  of  any  SOj  and  0  formed.  Sonstsidt 
(1876)  proposed  magnesium  sulphate  for  use  in 
place  of  ferric  sulphate,  but  the  mgh  temperature 
required  to  decompose  it  causes  much  loss  by 
conversion  into  sulphur  dioxide  and  oxygen. 
Sodium  pyrosulphate  obtained  by  carefully 
heating  sodium  hydrogen  sulphate,  was  proposed 
by  Prelier  in  1847,  and  repatented  by  Wallace 
in  1876  ;  the  reactions  here  are 

Na,SOi+H2SQ4=2NaHS04 

2NaHSQi=HjsO+Na2S20, 

NajSjO,  =Na2S0  j+SO  J 

so  that  the  process  is  a  continuous  one,  the 
neutral  sodium  sulphate  resulting  from  the 
distillation  being  converted  into  sodium  hydro- 
gen sulphate  by  treatment  with  sulphuric  acid, 
and  so  on,  over  and  over  again.  Wolters  mixed 
magnesium  sulphate  with  the  pyrosulphate, 
stating  that  the  sulphur  trioxide  was 
given  off  at  a  lower  temperature  than  with 
pyrosulphscte'alone.  None  of  these  processes 
appears  to  have  Bftfet  with  touch  commercial 
success,  but  a  method  due  to  Wolters  is  said  by 
Lunge  to  have  been  actuallyat  work  in  several 
factories ;  sodium  pyrosulphate  was  treated  with 
sulphuric  acid,  when  sulphur  trioxide  was  ftflriUed, 
together  with  sodium  hydrogen  sulphate,  thus  : 

NajSaO  ,+H2S04=2NaHSOi+SOa. 
The   residual  sodium    hydrogen  sulphate  was 
heated  to  300°-320°C.  in  a  retort  furnished  with 
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an  agitator  aud  connected  witL  an  air-pump, 
and  converted  into  pyrosulphate  again. 

Winkler  suggested  applying  the  continuous 
principle  to  the  ferric  sulphate  distillation  process 
by  heating  the  residue  with  sulphuric  acid  so  as 
to  reproduce  the  sulphate  of  iron.  Scheurer- 
Kestner  found  that  by  heating  to  a  bright  red 
heat  a  mixture  of  2  parts  calcium  sulphate  and 
1  of  ferric  oxide,  much  sulphur  trioxide  was 
evolved,  comparatively  little  being  broken  up 
into  sulphur  dioxide  and  oxygen,  until  the  latter 
part  of  the  heating ;  addition  of  a  little  calcium 
chloride  or  fluoride  to  the  mixture  considerably 
retarded  the  decomposition.  Cummings  (Eng. 
Fat.  7355, 1886)  heated  bricks  made  of  gypsum 
and  clay  in  a  kiln/ whereby  silicate  of  lime  and 
alumina  were  formed,  suitable  for  hydraulic 
cement,  while  sulphur  trioxide  was  evolved,  more 
or  less  decomposed  into  sulphur  dioxide  aud 
oxygen. 

(2)  Catalytic  ob  Contact  Pbocess. 

It  has  long  been  known  that  when  a  mixture 
of  sulphur  dioxide  and  oxygen  is  passed  through 
a  tube  containing  heated  platinum,  combination 
is  induced,  and  sulphur  trioxide  formed  ;  Pere- 
grine Phillips,  a  vinegar  maker,  of  Bristol,  was 
the  first  to  utilise  the  reaction  in  vitriol-mak- 
ing, and  so  to  dispense  with  the  use  of  nitre ; 
in  1831  he  patented  a  process  of  this  kind 
(Eng.  Pat.  6096,  1831),  brimstone  being  burnt 
in  excess  of  air,  so  that  the  gaseous  mixture 
contained  sufficient  oxygen,  and  the  gases  were 
passed  through  heated  tubes  containing  finely- 
divided  platinum.  The  sulphuric  acid  formed 
was  absorbed  in  a  lead-lined  tower  filled  with 
pebbles,  down  which  water  trickled.  The  pro- 
cess proved  unable  to  compete-  with  the  chamber 
process  at  the  time,  and  the  demand  for  fuming 
acid  had  not  yet  arisen.  Nevertheless,  Phillips 
must  be  recognised  as  the  real  inventor  of  the 
contact  process  which  has  made  such  enormous 
progress  during  the  last  30  years,  having  super- 
seded all  other  processes  for  the  manufacture  of 
fuming  acid,  and  is  also  largely  employed  for 
the  production  of  high  strength  non-fuming 
acid  in  place  of  the  lead  chamber  process. 

Although  several  other  attempts  were  made 
to  utilise  the  catalytic  action  of  platinum  for  this 
purpose  no  real  progress  was  made  until  the  year 
1875,  when  two  proposals  were  brought  forward 
for  manufacturing  fuming  acid  by  catalytic 
action.  In  that  year  Squire  and  Messel  (Eng. 
Pat.  3278,  Sept.  18,  1875)  invented  a  process  for 
the  manuJfacture  of  sulphur  trioxide  and  fuming 
acid,  in  which  ordinary  oil  of  vitriol  was  decom- 
posed by  heat  into  sulphur  dioxide,  oxygen,  and 
steam,  the  latter  was  removed  by  condensation, 
as  in  jDeville  and  Debray's  process  for  the  manu- 
facture of  oxygen  from  vitriol,  except  that  the  sul- 
phur dioxide  was  not  removed  with  the  aqueous 
vapour,  and  the  sulphur  dioxide  and  oxygen 
were  recombined  by  passing  over  heated  pla- 
tinised pumice  (The  Alkali  Trade,  C.  J.  Kingzett, 
p.  25).  In  1875  also  Wmkler  (Dingl.  poly.  J. 
Oct.  1875,  128)  suggested  a  process  based  on 
much  the  same  lines  m  which  platinised  asbestos 
(prepared  by  dipping  asbestos  successively  into 
platinic  chloride  and  sal-ammoniao  solutions  and 
igniting)  was  to  be  employed  as  the  '  catalytic  ' 
«gent.    The   principal   difficulty   in   applying 


this  process  industrially  wag  the  rapid  corrosive 
action  exerted  upon  that  part  of  the  plant  where 
the  sulphuric  acid  was  decomposed  by  heat. 
Squire  and  Messel's  process  was  started  at 
Silvertown  in  April,  1876,  and  was  worked  for 
a  number  of  years  until  superseded  by  other 
processes  mentioned  later. 

Fuming  acid  was  made  in  Germany  also  by 
this  or  a  similar  method  in  1877  by  Clemm  at 
Mannheim,  and  later  by  Jacob  at  Kreuznach, 
and  in  1882  by  Meister.  Lucius  and  Briining  at 
Hochst.  In  1881  at  the  Thann  Chemical  Works 
in  Alsace,  a  process  introduced  by  Squire  and 
worked  out  during  1879-1880  in  conjunction 
Trith  Chapman,  Messel  &  Co.  of  Silvertown,  was 
started  for  the  manufacture  of  fuming  acid 
from  brimstone  burner  gases.  The  latter  were 
treated  with  water  under  a  pressure  of  4  atmo- 
spheres. 'The  sulphur  dioxide  was  expelled  by 
steam,  mixed  with  air  and  passed  over  heated 
platinised  asbestos.  The  sulphur  trioxide  formed 
was  absorbed  by  concentrated  sulphuric  acid, 
and  the  exit  gases  containing  some  unoxidised 
sulphur  dioxide  were  passed  back  into  the  pro- 
cess. Soon  afterwards  a  similar  plant  was 
started  at  Silvertown. 

In  1878  Winkler  (D.  R.  P.  4566)  patented  the 
use  of  a  variety  of  catalytic  agents  of  high 
activity,  more  especially  such  substances  as 
asbestos,  slag  wool,  infusorial  earth,  &c.,  or  even 
organic  bodies  like  cellulose  or  cottofl  wool, 
impregnated  with  platinum  black  by  soaking  in 
platinum  chloride  solution  and  reducing  with 
sodium  formate,  Messel  (1878)  patented  the 
employment  of  sulphur  dioxide  and  oxygen 
made  by  burning  sulphur  in  excess  of  electrolytic 
oxygen  prepared  by  a  dynamo  machine.  A 
somewhat  similar  patent  was  taken  out  by 
Lunge  in  1888,  pure  oxygen  obtained  by  Brin's 
process  being  employed.  Neale  (Eng.  Pat. 
1103,  1876)  heated  anhydrous  sulphates  or 
bisulphates  in  earthenware  retorts  arid  passed 
the  mixture  of  sulphur  dio:pde  and  oxygen 
thus  obtained  over  heated  platinised  asbestos, 
spongy  platinum,  or  the  oxides  of  iron,  chro- 
mium, or  copper.  In  1882  Rath  took  out 
a  patent  for  the  use  of  ordinary  burner  gases 
from  sulphur  or  pyrites  burnt  in  air,  passed 
through  purifiers  for  removing  dust  and  aqueous 
vapour,  and  then  through  vertical  iron  tubes 
containing  surface-acting  materials  at  a  tem- 
perature below  a  full  and  a  red  heat.  And  in 
1887  Hanisch  and  Schroder  (Eng.  Pat.  9188) 
worked  out  a  process  in  which  25  p.o.  puro 
sulphur  dioxide,  obtained  by  treating,  burner 
gases  with  water  in  a  coke  tower  and  expelling 
the  sulphur  dioxide  by  heat,  as  in  their  process 
for  the  manufacture  of  liquid  sulphur  dioxide, 
with  75  p.c.  air  were  passed  over  heated  platin- 
ised asbestos  while  under  a  pressure  of  2-3  atmo- 
spheres. According  to  Lunge,  this  process  was 
at  work  for  some  years  in  several  large  factories 
rmtU  the  development  of  the  contract  process 
dealing  with  ordinary  pyrites  gases  made  it 
unprofitable. 

In  1898  patents  were  taken  out  almost 
simultaneously  by  the  Badische  Anilin  und 
Sodafabrik,  by  Meister  Lucius  and  Briining  of 
Hoohst,  and  by  the  Maimheimer  Verein  Chemi- 
scher  Fabriken,  for  the  manufacture  of  sulphur 
trioxide  from  ordinary  pyrites  gases  by  the 
contact  process.    They  have  been  followed  from 


SULPHURIC  ACID. 


time  to  time  by  other  patents,  giving  particulars 
'  Sr'  developments  of  these  processes. 

The  best-known  of  these  is  that  of  the 
t!?,?.^  ,n.^""™  """J  Sodafabrik  (Eng.  Pats. 
19547,  19548,  19549,  1898).  These  patelts  give 
a  general  description  of  the  process,  and  more 
details  have  been  furnished  by  Dr.  Knietsch  in 
a  lecture  before  the  German  Chemical  Society 
(Ber.  1901,  4069).  The  pyrites  burner  gases 
have  first  to  be  purified  from  all  substances 
that  can  affect  the  activity  of  the  platinum  of 
the  contact  mass.  Arsenic,  phosphorus,  and 
mercury  are  the  most  injurious  and  the  most 
difBcult  to  remove  from  the  gases  ;  other  sub- 
stances which  may  also  do  harm  either  by 
mechanically  enveloping  the  platinum  or  by 
chemically  affecting  it,  are  iron,  lead,  copper, 
antimony,  etc. 

The  gases  are  first  treated  with  a  jet  of 
steam  in  the  dust  flue  ;  this  helps  to  oxidise  any 
sulphur   which   has   sublimed,    by   thoroughly 
mixing  the  gases,  and  at  the  same  time   it 
moistens  them  and  prevents  any  condensation 
of  concentrated  sulphuric  acid  in  the  cast-iron 
cooling  pipes,  and  therefore  the  possible  forma- 
tion of  gaseous  arsenical  compounds,  such  as 
arsenuretted     hydrogen,     which     cannot      be 
eliminated  when  once  formed,  and  which  find 
their  way  into  the  contact  mass,  and  in  time 
OBriously  diminish  its  activity.     The  gases  are 
then  cooled  to  100°C.  by  water  in  a  tubular  lead 
cooler,  the  steam  again  serving  a  useful  purpose 
by  preventing  the  formation  of  hard  crusts  in 
the  cooler,  and  by  diluting  the  condensing  acid 
to  such  an  extent  that  it  has  no  serious  action  on 
the  leaden  tubes.     The  gae es  are  next  repeatedly 
washed  with  water  or  dilute  sulphuric  acid  to 
free  them  from  all  traces  of  mist  or  dust,  and  are 
finally  dried  by  means  of  concentrated  sulphuric 
acid.    Before  passing  to  the  contact  apparatus 
they  are  exapiined  optically,  to  see  that  they 
are  free  from  dust  and  mist,  by  looking  through 
a  layer  some  yards  in  length  illuminated  at  the 
further   end,    and   chemically    by   allowing   a 
stream  of  the  gas  to  bubble  through  water  for 
24  hours,  and  then  examining  the  liquid  for 
arsenic  by  the  Marsh  test.    The  sulphuric  acid 
mist  must  be  completely  removed,  as  it  acts  as  a 
carrier  for  arsenic  and  other  injurious  substances. 
ITie  pure  and  dry  gas,  containing  about 
7  p.c.  SOj  is  next  forced  by  means  of  a  mechani- 
cal   mover    through    the    contact    apparatus 
(Kg.  13).    This  consists  of  a  number  of  narrow 
vertical    iron    pipes    containing    the    contact 
substance,  in  an  outer  casing  also  of  iron.    A 
portion  of  the  gas  enters  this  outer  casing  near 
•  the    bottom,    passes   up   between   the   contact 
tubes  to  a  chamber  at  the  top,  where  it  meets 
and  mixes  with  the  remainder  of  the  gas  which 
enters  the  apparatus  there.     The  temperature 
~of  this  mixture  is  regulated  by  the  relative  pro- 
portions  admitted   at   top   and   bottom,   and 
should  be  high  enough  to  start  the  reaction  wheh 
it  reaches  the  platinum  contact  material.     The 
mixed  gases  pass  down  through  the  contact 
tubes.  Slid  the  temperature  rises  quickly  owing 
to  the  rapidity  with  which  the  combination  of 
sulphur  dioxide  and  oxygen  takes  place,  but  it 
is  kept  from  rising  too  high  by  the, stream  of 
gas  passing  up  between  the  tubes  from  below. 
When  sulphur  dioxide  and  oxygen  combine  to 
form  sulphur  trioxide,  32,200  baJories  are  set  free. 


349 


and  unless  it  is  checked,  the  temperature  rifees  so 
high  that  the  reverse  action  sets  in,  the  sulphur 
trioxide  being  decomposed  again  into  sulphur 
dioxide  and  oxygen.  A  portion  of  the  gas  may 
also  be  admitted  at  different  levels  into  the 
apparatus  in  order  to  get  the  best  regulation  of 
the  temperatures.     If  necessary  the  gases  are 


Fig.  13. — Contact  Appaeatus. 

heated  before  entering  the  apparatus  by  their 
passage  through  the  tubular  heat-interchanger 
or  regulator,  through  which  a  portion  of  the  hot 
gases  leaving  the  contact  apparatus  pass. 

The  contact  material  consists  of  platinised 
asbestos  containing  about  10  p.c.  platinum,  and 
it  is  arranged  in  each  vertical  tube  on  perforated 
plates  strung  on  a  central  rod,  and  separated 
from  each  other  by  short  lengths  of  pipe  in  order 
that  it  should  not  get  compressed  and  offer  any 
considerable  resistance  to  the  passage  of  the  gases. 

The  apparatus  is  first  heated  to  above 
300°C.  in  some  convenient  way,  and  the  purified 
gases  are  then  allowed  to  enter,  the  amounts, 
passing  in  at  various  levels,  being  regulated  by 
the  temperatures  registered  by  thermometers  at 
the  top  and  bottom  of  the  apparatus.  The 
gases  should  reach  the  contact  material  at  a 
temperature  between  300"  and  400°.  The 
energetic  action  taking  place  at  first  causes  a 
rapid  rise  to  over  500  ,  followed  by  a  gradual 
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cooling,  BO  that  the  gases  leave  the  contact 
material  at  between  400°  and  450°,  at  which 
temperatures  a  conversion  of  96-98  p.o.  may  be 
obtained.  The  most  suitable  temperatures  for 
maximum  conversion  will  depend  on  a  number 
of  different  factors,  namely  the  quantity  of  gas 
passing  through  the  apparatus,  the  percentage 
of  sulphur  dioxide  and  oxygen  in  the  gases,  the 
efficiency  of  the  contact  material,  &c. 

Other  substances  may  be  used  instead  of 
asbestos  in  combination  with  platinum  as 
contact  material.  A  mixture  of  salts  consisting 
of  a  non-volatile  base  or  salt  of  a  non-volatile 
base  which  contains  a  radicle  of  a  volatile  acid, 
~  with  a  salt  of  a  volatile  base  and  non-volatile 
inorganic  acid  may  be  incorporated  with  plati- 
num chloride  and  heated  (Eng.  Pat.  6828,  1901). 
Or  oxides  of  iron,  copper,  or  chromium  may  be 
used  as  foundations  for  the  platinum  (D.  B.  P. 
140353,  1901).  Two  contact  apparatus  may 
be  employed,  80-90  p.c.  combination  being 
obtained  in  the  first,  and  the  action  completed 
in  the  second,  the  sulphur  tribxide  being  removed 
from  the  gases  before  passing  into  the  second 
apparatus.  By  this  means  the  quantity  of 
platinum  employed  may  be  considerably  reduced 
(Eng.  Pat.  12781,  1901). 

The  absorption  of  the  sulphur  trioxide  takes 
place  in  iroUi  vessels,  wrought  iron  being  used  for 
making  fuming  acid,  and  cast  iron  for  ordinary 
concentrated  sulphuric  ^cid  (Eng.  Pats.  1904, 
1901,  and  6829,  1901).  Fuming  acids  containing 
more  than  27  p.c.  free  sulphur  trioxide  have 
practically  no  action  on  wrought  iron ;  by  passing 
the  gases  through  an  absorber  of  this  material, 
provided  with  a  serrated  hood  dipping  into  acid 
of  this  strength  or  higher,  and  fed  with  dilute 
acid,  fuming  acid  may  be  continuously  obtained 
practically  free  from  iron  (containing  less  than 
0-003  p.c).  To  complete  the  absorptioii'  of  the 
sulphur  trioxide  a  similar  absorber  of  cast  iron  is 
employed,  also  fed  with'dilute  acid,  but  kept  at  a 
strength  of  between  97  and  98  p.o.  HjSOj,  at 
which  strength  almost  perfect  absorption  may  be 
obtained.  If  the  attempt  be  made  to  absorb 
,  the  sulphur  trioxide  with  weaker  acids  or  water, 
a  considerable  amount  of  white  acid  fume 
escapes  from  the  apparatus,  even  although  a 
number  of  absorbing  vessels  be  employed. 

^Further  details  of  the  Badisehe  process  are 
given  in  U.  S.  Pats.  690062,  1901;  692018, 
1902. 

The  processes  Worked  out  by  Meister  Lucius 
and  Briinning  and  Hoohst  are  described  by  Dr. 
Krauss  and  von  Bemeck  in  Lunge's  Sulphuric 
Acid  and  Alkali,  vol.  i.  1374,  and  in  various 
patent  specifications.  In  their  earlier  process, 
the  pyrites  kiln  gases  were  freed  from  impurities 
by  washing  with  water,  &c.,  dried  by  con- 
centrated sulphuric  acid  and  heated  in  a  contact 
apparatus  consisting  of  preliminary  heating 
pipes  and  two  contact  retorts  containing 
platinised  asbestos.  The  gases  left  the  contact 
apparatus  at  400°-450'',  and  the  sulphur  trioxide 
was  absorbed  by  concentrated  sulphuric  acid  in 
cast-iron  absorbers.  After  working  in  this  way 
for  some  years,  improvements  were  made  by 
utilising  the  heat  of  the  reaction  for.iieating  the 
incoming  gases  (Eng.  Pat. '6057,  1898)  ana  for 
regulating  the  temperature  of  the  contact 
apparatus  by  the  introduction  of  cold  gases  at 
Various    parts    (Eng.    Pat.    285,    1899).    The 


greatly  increased  velocity  of  the  reaction  at 
high  temperatures,  up  to  a  certain  stage  of  the 
combination,  next  led  to  improvements  for 
working  the'  process,  first  at  a,  high  temperature, 
530°,  to  obtain  75-80  p.c.  conversion,  and  then 
at  a  lower  temperature,  400°-450°,  to  complete 
it,  either  by  working  with  two  contact  chambers 
kept  at  ciifferent  temperatures,  with  cooling 
arrangements  between,  or  by- employing  a  long 
contact  space,  in  wMch  the  gases  enter  at 
530°  and  leave  at  about  430°  (Eng.  Pat.  1385, 
1901).  If  two  contact  chambers  are  employed, 
a  cheaper  catalytist  than  platinum  may  be 
used  in  the  first,  The  following  list  of 
active  ca,talytio  agents  is  given  in  this  patent 
specification. 

1.  Platinum  group  metals. 

2.  Oxides  and  sulphates  of  Fe,  Cr,  Ni,  Co, 
Mn,  Ur,  Cu. 

3.  Oxygen  compounds  of  Al,  Be,  Zr,  Ce,  Di, 
La,  Th,  Ti,  Si,  and  nearly  all  rare  metals. 

4.  Mixtures  of  1  with  2  and  3. 

6.  Mixtures  of  two  or  more  substances  of 
2  and  3. 

2,  3,  and  5  can  only  be  used  at  high  tem- 
peratures, and  hence  may  be  used  in  the  hot 
part  of  the  contact  apparatus! 

The  renioval  of  the  sulphur  trioxide  from  the 
gases  before  passing  into  the  second  contact 
chamber  and  the  more  perfect  utilisation  of  the 
heat  of  the  reaction  by  means  of  heat  inter- 
changers  in  which  the  gases  are  cooled  before 
the  absorption  of  the  sulphur  trioxide  and  heated 
again  for  the  completion  of  the  reaction  was  the 
next  improvement.  Working  in  this  way  it  is 
possible  to  use  a  cheaper  catalytic  than  platinum 
in  both  contact  chambers,  which  must  be  kept  at 
the  necessary  high  temperature,  80  per  cent,  con- 
version being  obtained  in  the  first,  whilst  80  per 
cent,  of  the  remaining  20  per  cent.  SO,  is 
oxidised  in  the  second,  making  96  per  cent, 
altogether ;  additional  heat  may  also  be  obtained 
from  the  hot  burner  gas  by  passing  the  purified 
gas  through  a  tubular  economiser  placed  in  the 
dust-chamber  (Eng.  Pat.  2368,  1901).  Further 
particulars  of  the  Hochst  processes  are  given  In 
Eng.  Pats.  3161  and  4026,  1902 ;  D.  R.  PP. 
135887,  and  169728,  1902. 

In  the  process  of  The  Mannheuner  Verein 
Chemischer  Fabriken  (Eng.  Pats.  17266,  1898; 
1869,  3185,  24748,  1899;  18206,  1902;  U.  S. 
Pat.  690133,  1901)  the  air  suppUed  to  the 
pyrites  furnaces  is  previously  heated  and  dried, 
and  the  hot  dry  gases  at  about  700°  pass  at 
once  into  an  iron-cased  chamber  containing 
ferric  oxide  (burnt  ore)  in  pieces  resting  on  a 
revolving  grate.  60-65.  p.c.  of  the  sulphiu; 
dioxide  is  said  to  be  here  converted  to  sulphur 
trioxide,  and  at  the  same  time  the  arsenic  is 
retained  by  the  oxide  of  iron.  The  latter  is 
renewed  from  time  to  time  as  its  catalytic 
activity  diminishes.  The  gases  pass  on  to  an 
absorbing  apparatus  where  the  siuphur  trioxide 
is  removed,  and  are  then  forced  by  a  fan-blast 
through  filters  of  porous,  granular,  or,  fibrous 
substances  to  remove  the  last  traces' of  im- 
purities. They  are  now  reheated  before  entering 
the  final  contact  apparatus,  which  consists  of  a 
chamber  containing  removable  iron  frames 
supporting  a  net-Work  of  platinised  asbestos  oy 
other  platinised  fabric,  in  superposed  compart- 
jnentp   where   the   combination  is   completed. 
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The  sulphur  triozide  U  then  absorbed  as 
before. 

Copper  oxide,  chromium  oxide,  or  manganese 
oxide  or  their  sulphates  may  be  used  instead  of 
ferric  oxide  as  contact  material  for  the  hot  gases 
(Eng.  Pat.  4610,  1901). 

Additional  details  of  this  process  are  given 
in  a  paper  by  Wilke  (J.  Soc.  Chem.  Ind. 
1906,  4). 

The  chief  features  of  the  Schroeder-Grillos 
process  (Eng.  Pats.  25168,  1898 ;  17034,  1900 ; 
10412,  1901)  and  its  development  are  described 
in  three  papers  read  before  the  New  York 
section  of  the  Society  of  Chemical  Industry 
(J.  Soc.  Chem.  Ind.  1903,  348).  The  gases  are 
purified  by  first  cooling  them  to  the  ordinary 
temperature,  passing  them  through  scrubbers  or 
WMhing  towers  fed  with  water  or  dilute  acid, 
and  finally  through  wet  filters  of  large  area  con- 
taining a  very  ffiie  coke  packing  or  a  fibrous 
material  such  as  asbestos  or  cotton  wool,  and 
drying  them  by  means  of  concentrated  sulphuric 
acid.  ,  They  are  then  preheated  to  260°-280°, 
and  passed  into  the  bottom  of  a  chamber  set 
over  a  fireplace.  In  this  chamber  the  contact 
mass  is  spread  on  perforated  iron  plates  super- 
posed one  above  the  other,  separated  by  parti- 
tions with  central  openings,  by  which  means 
the  gases  are  thoroughly  mixed  before  passing 
from  one  layer  to  the  next.  The  contact  material 
is  prepared  by  mixing  solutions  of  a  platinum 
salt  with  other  soluble  salts  such  as  magnesium 
sulphate  or  a  soluble  phosphate,  evaporating  to 
dryness,  and  granulating.  When  heated  in  the 
contact  apparatus  the  platinum  separates  and 
a  very  porous  material  is  obtained,  or  platinum 
chloride  may  be  mixed  with  a  liquid  or  pasty 
material  or  a  substance  which  melts  in  its  own 
water  of  crystallisation,  ind  the  mixture  dried 
in:  the  contact  apparatus  by.  passing  hot  gases 
through  it.  The  advantages  claimed  for  this 
kind  of  contact  material  are  that  it  is  easily 
regenerated  when  its  activity  decreases  by 
treating  with  water  and  regranulating,  and  that 
it  offers  little  resistance  to  the  passage  of  the 
gases.  The  heat  is  regulated  so  that  the  gases 
leave  the  contact  apparatus  at  between  350° 
and  400°,  and  the  sulphur  trioxide  is  absorbed  in 
a  scrubbing  tower  after  passing  through  suitable 
coolers. 

At  Freiberg  (Lunge's  Sulphuric  acid,  vol.  i. 
1409)  the  pyrites  gases  are  purified  exclusively 
by  filtration  (without  any  washing  or  drying 
apparatus)  through  a  set  of  lead  towers  packed 
successively  with  coke,  charcoal,  wood  shavings, 
and  cotton  wool.  From  the  last  tower  the 
gases  are  aspirated  by  a  fan-blast,  and  propelled 
into  the  contact  apparatus,  which  consists  of 
five  horizontal  retorts  in  a  furnace  heated  by 
means  of  a  gas  producer.  The  contact  material 
consists  of  platinised  pumice  or  platinised  un- 
glazed  porcelain  containing  3-4  p.c;  platinum. 
The  temperature  is  kept  between  440°  and  460°, 
and  the  combination  obtained  varies  between 
45  and  90  p.c,  depending  on  the  percentage  of 
fulphur  dioxide  in  the  gases.  The  sulphur 
trioxide  is  absorbed  in  towers  fed  with  concen- 
trated sulphuric  acid  and  the  iinoombined  gasSs 
are  treated  in  vitrol  chambers. 

In  Rabe's  process  Lunge's  Sulphuric  Acid, 
vol.  i.  1415;  Eng.  Pat.  3327,  1901)  the  pyrites 
gases,    after   leaving    the    dust    chamber,    are 


sprayed  with  water  in  a  porcelain-lined  conduit, 
until  the  temperature  is  reduced  to  a  point  at 
which  condensation-of  the  fluid  contents  cannot 
yet  take  place,  and  then  through  a  Glover 
tower  fed  with  cold  dilute  sulphuric  acid  to  cool 
them.  They  then  pass  through  filter  beds 
consisting  of  layers  of  granular  coke  of  succes- 
sively diminishing  size,  or  through  fibrous 
materials  such  as  asbestos,  the  surface  of  which 
may  be  washed  with  water  from  time  to  time. 
The  gases  are  thus  obtained  quite  free  from 
dust,  and  are  further  purified  from  non-neutral 
elements  of  a  gaseous  nature  such  as  hydrogen 
chloride  by  means  of  bisulphites  in  granular 
form  or  in  concentrated  solution,  and  dried  by 
concentrated  sulphuric  acid.  The  contact  appa- 
ratus is  a  wide  chamber  containing  platinised 
asbestos  spread  on  sieves  and  the  gases  are 
heated  up  to  the  necessary  temperature  before 
entering  it.  The  sulphur  trioxide  is  absorbed 
in  specially  constructed  reaction  towers  by 
concentrated  sulphuric  acid. 

The  Tentelen  process  as  carried  out  at  the 
Tentelen  Chemical  Works,  St.  Petersburg,  is 
described  in  the  British  patents  mentioned  below. 
The  burner  gases  after  leaving  the  dust-chamber 
are  cooled  down  to  the  ordinary  temperature 
by  passing  down  a  circular  tower  built  of 
lead  surrounded  by  a  water-jacket  and  cooled 
internally  by  means  of  a  number  of  hollow 
vertical  plates  through  which  water  continually 
flows  (Eng.  Pat.  14670,  1911).  They  next  pass 
up  through  a  filter  of  large  area  packed  with 
coarse  coke  and  then  down  through  a  similar 
filter  containing  very  fine  coke  winch  removes 
all  acid  mist.  The  purification  is  completed  by 
passing  the  gases  through  a  series  of  washers 
containing  an  aqueous  solution  of  an  alkali  or 
milk  of  lime  or  other  alkaUne  earth  to  remove 
gaseous  impurities  as  HC],SiFi,  etc.  (Eschell* 
mann,  Eng.  Pat.  12213,  1907). 

After  drying,  the  pure  gas  passes  through  a 
heat  intftrchang'er  or  regulator  to  the  contact 
apparatus.  The  first  portion  of  the  latter  con- 
sists of  a  large  empty  vessel  of  considerable 
area,  at  the  bottom  of  which  is  spread  a  layer 
of  the  contact  material  (platjnise'd  asbestos)  on 
a  perforated  plate  with  projecting  truncated 
pyramids  which  radiates  its  heat  into  the  space 
above  containing  the  incoming  gases.  By  this 
means  the  temperature  in  the  contact  mass  is 
not  allowed  to  rise  too  high,  and  the  conversion 
is  completed  in  the  lower  narrower  portion  of 
the  apparatus  where  the  contact  material  is 
arranged  in  25  thin  layers  on  perforated  plates 
and  which  is  carefully  protected  against  loss  of 
heat  (Eschellmann  and  Harmuth,  Eng.  Pats. 
11969,  1902  ;  20952,  1904 ;  23419,  1909).  After 
passing  through  the  heat  regulator  again,  and 
a  small  air  cooler,  the  SO,  is  absorbed  in  a 
specially  designed  absorbing  tower  by  concen- 
trated sulphuric  acid  (Eschellmannand  Harmuth, 
Eng.  Pat.  22095,  1907). 

A  great  many  other  patents  have  been  taken 
out  in  recent  years  in  connection  with  the 
contact  process. 

For  purifying  the  burner  gases  Raynaud  and 
Pierron  (Eng.  Pat.  16253,  1900)  condense  them 
in  a  porous  material  like  kieselguhr'  and  after 
an  interval  expel  them  again  by  heat.  The 
impurities  are  left  behind.  Eschellmann  and 
Harmuth,  U.S.  Pats.  937147-937148.  recommend 
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the  use  of  coke  filters  lor  removing  lubricating 
oil  from  the  purified  gases  before  aUowing  them 
to  enter  the  contact  chamber. 

HerreshofE  (U.S.  Pats.  940595,  950596, 
955067,  969868,  1910)  describes  methods  for 
cooling  and  purifying  the  burner  gases  by 
bringing  them  into  intimate  contact  with  weak 
acid  in  scrubbing  towers  and  cooling  pipes. 

Messel  (Eng.  Pat.  22672,  1909)  passes  the 
burner  gases  over  granulated  coke  or  other 
carbonaceous  material  at  a  temperature  above 
300°  in  order  to  reduce  any  sulphur  trioxide 
or  sulphuric '  acid  present  to  sulphur  dioxide. 
In  this  way  the  acid  mist  which  acts  as  a  carrier 
for  impurities  is  decomposed,  and  the  whole 
of  the  sulphur  dioxide  and  sulphur  trioxide 
originally  in  the  gases  is  obtained  as  sulphur 
trioxide  and  sulphuric  acid  in  a  pure  condition. 

Herreshoff  (U.  S.  Pats.  719332  and  719333, 
1903)  employs  two  or  more  contact  chambers 
with  heat  interchangers  between.  Ferguson 
(U.  S.  Pats.  723595,  723596,  1903)  recommends 
the  introduction  of  air  into  the  gases  in  the 
interchangers  to  increase  the  content  of  oxygen, 
and  (U.  S.  Pat.  857389,  1907)  describes  a  long 
narrow  contact  apparatus  furnished  externally 
with  ribs  between  which  asbestos  can  be  packed 
to  regulate  cooling  by  external  air. 

Raynaud  and  Kerron  (Eng.  Pat.  16254, 1900) 
suggest  the  use  of  different  strengths  of  platinised 
asbestos  in  different  parts  of  the  contact  appa- 
ratus in  order  to  keep  the  temperature  uniform. 
For  absorption  of  sulphur  trioxide,  Herreshoff 
(U.  S.  Pats.  737233,  737626,  722981,  1903) 
describes  apparatus  suita.ble  for  this  purpose. 

Contact,  substances.  The  most  important  of 
these  is  platinised  asbestos.  It  may  be  prepared 
of  any  strength  up  to  80  p.c.  platinum  by  soaking 
asbestos  in  an  alkaline  solution  of  platinum 
chloride  mixed  with  sufficient  sodium  formate  to 
reduce  the  platinum,  and  heating  to  70-80°. 
The  platinum  black  is  precipitated  on  the 
fibre,  and  the  salts  can  be  washed  out  with 
water  without  removing  any  of  the  platinum. 

Another  method  of  preparing  it  is  "by  soaking 
the  asbestos  with  a  mixture  of  platinum  chloride 
solution  and  methylated  spirit,  and  setting  fire 
to  it. 

Many  other  substances  besides  asbestos  have 
been  suggested  as  carriers  for  the  platinum. 
Pumice,  porcelain,  oxides  and  sulphates  of 
iron,  copper,  and  chromium,  soluble  sulphates 
and  phosphates  have  already  been  mentioned. 
Others  are  clay,  gUtss,  wool,  kieselguhr,  and 
sulphates  of  barium  and  calcium. 

Bevivification  of  inactive  platinum  contact 
masses.  The  Badische  Anilin  and  Sodafabrik 
(D.  R.  P.  148196)  treat  the  contact  mass  with 
dry  sulphur  dioxide  or  purified  burner  gas  con- 
taming  an  excess  of  sulphur  dioxide  and  little 
oxygen  at  the  temperature  of  the  contact  pro- 
cess to  remove  arsenic  and  other  impurities ;  cr 
else  with  gases  containing  volatile  compounds 
of  chlorine. 

D.  R.  P.  135887,  1902,  recommends  the 
admixture  of  steam  with  the  purified  gases  for 
removing  arsenic  from  the  platinum  contact 
material. 

For  cataljiiic  bodies  other  than  platinum, 
Eng.  Pat.  1385,  1901,  of  Meister  Lucius  and 
Briining  already  referred  to,  gives  an  extensive 
list. 


Theoby  of  the  Contact  Process. 

The  earUer  workers  of  this  process.  Squire  and 
Messel,  Winkler,  &c.,  were  of  opinion  that  a. 
stoiohiometrical  mixture  of  sulphur  dioxide 
and  oxygen  would  give  the  best  results,  and 
endeavoured  to  work  with  these  proportions, 
but  never  obtained  anything  like  complete  com- 
bination. In  fact,  complete  conversion  in  one 
operation  is  theoretically  impossible  under  these 
circumstances.  This  was  first  pointed  out  by 
Knietsch  in  the  paper  already  referred  to  (Ber. 
1901,  4093).  From  the  results  of  a  large  number 
of  experiments  with  mixtures  of  sulphur  dioxide 
and  oxygen,  he  showed  that  it  is  necessary  to 
have  an  excess  of  one  of  the  constituents  present 
in  order  by  mass  action  to  eliminate  the  other 
completely,  through  its  combining  with  the 
preponderating  constituent  to  sulphur  trioxide. 
The  results  of  his  experiments  are  illustrated 
by  a  series  of  curves  (Figs.  14  and  15)  show- 
ing the  influence  on  the  reaction  of  varia- 
tions in  temperature,  composition  of  the  gases, 
rate  of  flow  for  a  definite  amount  of  con- 
tact substance,  and  also  of  various  contact 
substances.  They  show  that  it  is  necessary  to 
have  present  an  excess  of  oxygen,  in  order  to 
obtain  anything  like  complete  combination  of 
sulphur  dioxide  and  oxygen  to  sulphur  trioxide, 
and  that  if  nitrogen  is  present  it  only  acts  as 
a  diluent  affecting  the  rate  of  combination,  but 
not  the  percentage  conversion. 

Curves  S,  S'  and  S"  show  the  course  of  the  re- 
action using  gases  containing  sulphur  dioxide  and 
oxygen  in  stoichiometrical  proportions  with  which 
a  quantitative  conversion  is  not  obtainable. 

The  formula  of  conversion  should  be  written 
2S02-l-MO,=2SO,-|-{n— 1)0^  where  n  should 
not  be  less  than  2. 

Taking  a  technical  burner  gas  containing 
7  p.c.  SOa,  10  p.c.  O,  and  83  p.c  N,  which  is 
passed  tlurough  a  porcelain  tube  containing 
platinised  asbestos  heated  to  various  tempera- 
tures, it  is  found  that  the  first  trace  of  sulphur 
trioxide  appears  at  a  little  above  200°,  and  that 
the  conversion  is  practically  complete  about  400°, 
and  remains  so  up  to  430°.  Above  this  tem- 
perature the  sulphur  trioxide  gradually  disso- 
ciates more  aitd  more  as  the  temperature  rises, 
till  it  is  all  ag§.in  reduced  to  sulphur  dioxide  and 
oxygen  at  900°-1000°  (curve  1,  Fig.  14). 

On  increasing  the  rate  of  flow  of  the  gas,  or 
decreasing  the  amount  of  platinum  employed, 
the  maximum  percentage  conversion  obtainable 
decreases,  but  at  the  same  time  the  temperature 
of  maximum  conversion  increases,  but  in  all 
oases,  there  is  the  gradual  reversion  of  the 
reaction  which  becomes  complete  at  between 
900°  and  1000°  as  before  (curves  2,  3,  4  and  5). 
Between  200°  and  450°  the  reaction  of  formation 
preponderates,  but  above  450°  the  dissociation 
of  sulphur  trioxide  comes  very  rapidly  into  play. 

If  the  gases  are  passed  through  an  empty 
porcelain  tube  some  combination  takes  place, 
a  maximum  conversion  of  30  p.c.  being  obtained 
at  600°  (curve  P),  but  if  we  start  with  almost 
completely  converted  gases  and  pass  them 
through  a  heated  empty  tube,  we  find  that 
decomposition  only  begins  to  take  place  as 
the  temperature  approaches  800°,  and  is  not 
quite  complete  even  at  1200°,  thus  sliowing  that 
sulphur  trioxide  once  formed,  is  very  stable  at  high 
temppratures  in  the  absence  of  an  active  contact 
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EubBtanoe  (curve  D).  K  the  tube  is  filled  with 
pieces  of  porcelain  the .  decomposition  begins 
earlier  and  increases  more  rapidly  as  the  tempe- 
rature rises  (curve  E),  but  not  to  the  same  extent 
aa  in  the  presence  of  platinum,  Knietsch  con- 
cludes from  the  results  of  his  experiments  that, 
only  those  contact  substances  will  be  able  to 
produce  a  quantitative  reaction  in  one  operation 
which  exhibit  their  maximum  of  activity  below 


450°.  All  substances  such  as  oxide  of  iron  which 
develop  their  maximum  power  only  beyond 
this  temperature  can  never  produce  a  quantita- 
tive conversion  of  sulphur  dioxide  into  sulphur 
trioxide,  no  matter  how  long  they  remain  in 
contact  with  the  gases.  Up  to  now  there  is  only 
one  catalytic  substance  which  fulfils  the  before- 
mentioned  conditions,  and  that  is  platinum,  and 
it  cannot  be  replaced  by  any  other  metal  of  the 
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Pt-  group  with  even  approximately  equivalent 
results.  On  the  other  hand,  above  450°  the 
velocity  of  the  reaction  increaaes  rapidly  as  the 
temperature  rises,  so  that  a  large  amount  of 
sulphur  dioxide  may  be  converted  to  sulphur 
trioxide  by  a  small  amount  of  platinum  when 
working  at  a  high  temperature,  although  the 
conversion  may  not  be  more  than  90  p.c,  and 
then  the  reaction  may  be  completed  at  a  lower 
temperature  by  using  a  larger  amount  of 
platinum,  rig.  15  represents  this  increase  in 
velocity  with  temperature  very  clearly.  Or  a 
cheaper  catalytic  such  as  oxide  of  iron  may 
Vol.  v.— T. 


be  employed  in  the  first  stage  of  the  opera- 
tion. 

Erode  (Zeitsch.  angew.  Chem.  1902,  1081 J 
applies  the  laws  of  chemical  equiUbrium  and 
velocity  of  reaction  to  the  contact  process 
and  shows  that  to  increase  the  reaction  velocity 
and  carry  the  reaction  further  towards  com- 
^etion,  increase  of  sulphur  dioxide  and  oxygen 
fencentration  and  decrease  of  sulphur  trioxide 
concentration  are  necessary. 


The  formula  K= 


Csog 


egojXCo, 


shows  that  tbc 
2  t 
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ratio  of  sulphur  trioxide  to  sulphur  dioxide  in- 
creases as  the  square  root  of  the  oxygen  concen- 
tration. Also  as  the  formation  of  sulphur  tri- 
oxide lessens  the  volume,  it  must  be  favoured 
by  increase  of  pressure. 

Bodlander  and  Koppen  (Zeitsch.  Elektro- 
chem.  1903,  559)  state  that  in  the  reversible 
reaction  2S02+02!e^2S03  equilibrium  is  repre- 


sented by 


(S0,)'(02)_. 
(SO3) 


=IC,  and  depends  only  on 


the  relative  concentrations  of  the  reacting 
bodies,  but  the  velocity  depends  on  the  absolute 
concentrations.  Thus  dilution  with  extra  air 
retards  the  reaction  at  first,  while  it  is  rapid, 
but  greatly  accelerates  it  in  the  later  stages. 

By  heating  gaseous  mixtures  in  a  tube  with 
platinum  gauze,  and  measuring  the  diminution 
of  pressure  at  constant  volume,  these  chemists 
find  that  at  temperatures  between  182°  and  341° 
the  values  of  K  approximate  more  nearly  to 
[(S0j)»-{0s)]  than  [(S02)-(02)]  and  that  the 
velocity  increases  about  1'4  fold  for  each  10° 
rise  in  temperature.  Also  the  concentratijon  of 
the  sulphur  trioxide  formed  retards  the  reaction 
even  at  these  low  temperatures. 

They  also  have  determined  the  temperatures 
at  which,  with  different  gaseous  mixtures  of 
sulphur  dioxide,  oxygen,  and  nitrogen,  definite 
percentages  of  the  total  possible  amount  of  sul- 
phur trioxide  will  be  formed,  when  equilibrium 
is  established.  Above  650°  the  platinum  ab- 
sorbs oxygen. 


Comp.oforig. 
mixture 

Yield  of  SO, 

SO- 

o« 

98 

96 

94 

92 

90 

80  • 

60 

a\J2 

"2 

p.c. 

p.c. 

p.c. 

p.c. 

p.c. 

P.O. 

,p.c. 

At  atmo- 

- 

spheric 

pressUTB 

'sc: 

:.?a-. 

°C. 

°C. 

°C. 

°C. 

°c: 

66-6 

33-3 

425 

476 

497 

520 

538 

697 

668 

11-69 

5-85 

378 

423 

452 

473 

489 

543 

553 

10-0 

8-04 

450 

483 

503 

518 

631 

576- 

635 

8-0 

10-62 

467 

505 

518 

537 

648 

592 

648 

7-0 

10-0 

467 

504 

518 

535 

547 

590 

647 

6-0 

13-23 

477 

513 

530 

546 

557 

602 

658 

4-0 

15-81 

483 

521 

639 

654 

666 

611 

666 

2-0 

18-45 

488 

527 

543 

558 

570 

615 

671 

At  10  atmo- 

spheres 

pressure 

11-69 

5-85 

428 

477 

504 

627 

543 

606 

680 

10-0 

8-04 

603 

638 

558 

576 

689 

639 

703 

Lucas  (Zeitsch.  Elektroohem.  1905,  457)  re- 
peated Bodlander  and  Koppen's  experiments, 
and  practically  confirmed  their  results. 

Bodenstein  and  Pohl  (ibid.  1905,  373) 
adopted  Knietsch's  method  of  passing  a  stream 
of  sulphur  dioxide  and  air  or  oxygen  over 
platinum  in  a  quartz  tube  heated  by  an  electric 
furnace,  and  determining  the  composition  of  the 
mixture  before  and  after  contact.  They  have 
also  calculated  from  their  results  and  tabulated 
the  yields  (percentage  of  SOj  converted  to  SO,) 
for  different  mixtures  at  different  temperatures. 

Bodenstein  and  I^k  (Zeitsch.  physikal.  Chem. 
1907, 1)  describe  further  experiments  dealing  with 
the  kinetics  of  the  contact  sulphuric  acid  process. 

A  large  number  of  papers  have  also  been 


published  dealing  more  particularly  with  the 
ferric  oxide  contact  process. 

Keppeler  (Zeitsch.  angew.  Chem.  1902, 
809) ;  Lunge  and  PoUit,  J.  Soc.  Chem.  Ind. 
1902,  79  ;  Lunge  and  Reinhardt  (Zeitsch.  angew. 
Chem.  1904,  1041;  Kuster,  ibid.  1904,  1512; 
Keppeler,  ibid.  1908,  532,  577). 

SlATISItCS   0»  THE  PkODUCTION  OF 

SuLPHtJBio  Acid. 
The  Chemisohe  Industrie  of  Feb.  1,  1912,  at- 
tempts to  estimate  the  quantity  of  sulphuric  acid 
produced  in  the  chief  countries  of  the  world  from 
the  consumption  of  pyrites.  Taking  the  years 
1900-1910  it  will  be  seen  that  in  the  four  most 
important  industrial  countries  England,  France, 
Germany,  and  the  United  States,  the  consump- 
tion of  pyrites  in  the  last  two  countries  during 
that  period  has  steadily  increased,  while  in  Eng- 
land it  has  been  practically  stationary. 

Pyeitbs  Consumption  in  1000  Tonsl 
England     France    Germany  United  States 


1900 

.  •753 

397 

627 

536 

1901 

.  693 

461 

646 

6401including 

1902 

.  620 

423 

647 

645  brim- 

1903 

.  745 

408 

690 

660  stone. 

1904 

.  753 

426 

678 

620 

1905 

.  710 

518 

737 

768 

1906 

.  770 

689 

776 

868 

1907 

.  779 

614 

■938 

903 

1908 

.  777 

592 

878 

890 

1909 

.  799 

608 

890 

902 

1910 

.  801 

— 

1008 

1007 

Assuming  a  yield  of  134  parts  H^SOj  from 
100  parts  pyrites  the  sulphuric  acid  produced  in 
1910  would  amount  in  tons  to — 

England  Germany        United  States 

1,073.000         1,350,000         1,349,000 

To  these  figures  must  be  added  the  amount 
of  acid  produced  from  brimstone,  spent  oxide, 
sulphurated  hydrogen,  zinc  blende,  &c. 

According  to  the  25th  Alkali  Beport  the 
quantity  of  brimstone  burnt  in  England  in  1883 
was  17,295  tons  equal  to  about  60,000  tons 
HjSOj,  and  it  will,  no  doubt,  be  less  now.  For 
spent  oxide  no  figures  are  at  present  available. 

In  1910  the  consumption  of  zinc  blende  in 
Germany  was  430,000  tons,  from  which  the 
greater  part  of  the  sulphur  was  utilised  for  sul- 
phuric acid  manufacture. 

In  France  the  production  of  sulphuric  acid 
averaged  about  900,000  tons  during  the  last  few 
years,  and  in  Italy  about  400,000  tons  per  annum. 

In  Russia  in  1910  the  production  was  200,000 
tons. 

According  to  Wedge  (Proo.  8th  Int.  Cong. 
Appl.  Chem.  1912,  271,  and  J.  Soc.  Chem.  Ind. 
1912,  874)  the  production  of  sulphuric  acid  in 
the  United  States  in  the  year  1911  amounted  to 
3,250,000  tons  50°B^.=approx.  2,031,200  tons 
HjSOi..  . 

Of  this  2,665,000  tons  were  obtained  from  pyrites. 
27,500    „  from  copper  sulphide  ores. 
285,000    „       „    zino  blende, 
and  only  25,000    „       „    brimstone.   E.C.T. 

SUMACH.  True  sumach  consists  of  the 
dried  and  usually  powdered  leaves  of  the  genus 
Shus  (order  Terebinthacce),  and  is  useful  for 
tanning  the  finer  kinds  of  leather,  and  also  in 
dyeing  and  calico-printing  on  account  of  the 
tannin  matter  present  in  it. 

Sicilian  sumach,  the  variety  most  esteemed 
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in  this  country  and  throughout  Europe,  consists 
of  the  leaves  of  the  Shus  Coriaria  (Linn.),  a 
shrubby  bush  cultivated  to  a  large  extent  in 
Sicily,  where  the  sumach  industry  is  of  con- 
siderable importance.  When  the  plant  is  about 
to  flower  the  younger  twigs  are  removed,  dried 
in  the  sun,  and  subsequently  beaten  to  remove 
the  lesiyes  and  flower  panicles.  The  sumach  is 
imported  sometimes  in  leaves,  but  more  often 
in  the  form  of  powder,  and  should  contain  about 
26  p.c.  of  tannin,  although  as  much  as  from  27 
to  32  p.c.  may  occasionally  be  found. 

According  to  Lowe  (Zeitsch.  anal.  Chem. 
12,  128),  the  tannin  matter  present  CijHioOj, 
is  ordinary  gallotannin;  indeed  it  is  well 
known  that  when  an  aqueous  extract  of  the 
sumach  is  boiled  with  dilute  sulphuric  acid, 
considerable  quantities  of  gallic  acid  are  pro- 
duced. On  the  other  hand,  Strauss  and 
Gesohwender  (Zeitsch.  angew.  Chem.  1906,1121) 
who  isolated  the  tannin  according  to  Lowe's  in- 
structions, detected  the  presence  of  a  methoxyl 
group,  and  suggest  the  formula  CjaHjjOn'OMe. 

Sicilian  sumach  contains  also  a  trace  of  an 
ellagitannin  and  myricetin,  CisH^gOj,  to  the 
extent  of  about  0-1173  p.c.  (Perkin  and  Allen, 
Chem.  Sop.  Trans.  1896,  69,  1299),  the  latter 
colouring  matter  having  been  previously  mis- 
taken by  Lowe  (Zeitsch.  anal.  Chem.  1874,  12, 
127)  for  queroetin. 

Considerable  quantities  of  sand  and  some- 
times particles  of  magnetic  iron  ore,  which  cause 
black  stains,  are  often  to  be  found  in  sumach 
(Procter,  Principles  of  Leather  Manufacture, 
1903,271;  compare  also  Trotman,  J.  Soc.  Chem. 
Lid.  1904) ;  and  it  is  frequently  highly  adulte- 
rated in  the  ground  condition  with  the  leaves  and 
twigs  of  various  plants.  Of  these,  the  Pistacia 
Lentiscus{LmiL)  (  sobinia '  or  '  skeSs '),  Coriaria 
myrtifoUa  (Linn.)  (French  sumach  or  '  stinco  '), 
Tamarix  afrkana  (Poir.)  (brusca),  Tamarix 
gallica  (Linn.),  Ailanthtis  glandvlosa  (Desf.), 
FicusCaricatJjma.),  Vitis  vinifera  (Linn.),  other 
species  of  the  Rhus  family,  and  also  the  ground 
branches  ('gambuzza,'  'gammuzza')  of  the 
S.  coriaria  itself  are  known  to  be  employed. 
These  sumach  adulterants  also  contain  tannin 
matters,  but  for  tanning  and  dyeing  purposes 
are  as  a  rule  much  inferior  to  sumach  itself. 

The  Pistacia  Lentiscus  (Linn.)  (mastic  tree), 
a  small  tree  about  20  ft.  high  with  evergreen 
leaves,  grows  abundantly  in  Cyprus.  The  leaves 
of  this  plant  constitute  the  most  important 
sumach  adulterant,  and  about  10,000  tons  are 
said  to  be  exported  from  Tunis  to  Sicily  annually 
and  re-exported  thence  (as  sumach  ?).  Accord- 
ing to  Procter  (I.e.)  the  leaves  contain  12-19  p.c. 
of  a  catechol  tannin.  A  good  plump  leather 
can  be  obtained  from  this  material,  but  of  a 
faintly  reddish  tint,  the  result  being  inter- 
mediate in  character  between  those  which  are 
given  by  oak  bark  and  sumach.  Its  presence 
in  sumach  is  to  be  deprecated,  and  in  many  cases 
leads  to  injurious  results.  A  considerable  quan- 
tity, however,  is  consumed  at  Lyons  in  France 
as  an  assistant  dyeing  material  for  silk  stuflEs. 

According  to  Perkin  and  Wood  (Chem.  Soo. 
Trans.  1898,  73,  374),  these  leaves  contain  a 
tannin  closely  allied  to,  if  not;  identical  with, 
ordinary  gallotannio  acid,  as  when  an  aqueous 
extract  is  Doiledwith  dilute  sulphuric  acid  a  con- 
siderable quantity  of  gallic  acid  is  produced,     A 


second  taimin  or  tannin  glucoside  is  also  present 
which,  although  possessing  the  general  character- 
istics of  the  so-called '  catechol '  tannins  in  that  it 
yields  a  red  phlobophane,  and  as  noted  by  Proc- 
ter, a  reddish  coloured  leather,  gives,  by  fusion 
with  alkali,  gallic  acid  and  phlorogl%icinol. 

In  addition  to  these  tannins,  myricetin 
(probably  as  glucoside)  ChjHiqOj  is  also  present' 
to  the  extent  of  about  0-15  p.c. 

Tamarix  africana  (Poir.)  is  a  small  shrub  or 
tree  characterised  by  its  twiggy  branches  and 
minute  scale-like  leaves.  The  small  twigs  are 
collected  in  Tunis  and  imported  into  Sicily  for 
the  adulteration  of  sumach  (Procter). 

According  to  Perkin  and  Wood  {I.e.),  the 
leaves  contain  a  tannin  probably  identical  with 
gallotannin,  in  addition  to  a  small  quantity  of 
an  ellagitannin.  A  trace  of  yellow  colouring 
matter  is  also  present  and  consists  of  a  quercetin- 
methylether  CijHjjO,. 

The  Tamarix  gallica  (Linn.)  closely  resembles 
in  appearance  the  T.  africana  and  flourishes  in 
Cyprus,  where  the  latter  is  not  found..  According 
to  Procter,  it  contains  8-4  p.c.  of  tannin  matter. 

Ailanihua  glandvlosa  (Desf.)  is  a  tree  of  large 
size  and  handsome  appearance,  native  of  India 
and  China  but  common  on  the  Continent.  The 
leaves  contain  11*2  p.c.  of  tannin  matter 
(Procter)  and  this  resembles  gallotannin,  although 
a  trace  of  an  ellagitannin  is  also  present 
(Perkin  and  Wood).  Curiously  enough,  al- 
though so  high  a  percentage  of  tannin  is  present, 
leather  is  scarcely  tanned  by  an  extract  of  these 
leaves,  but  is  merely  stained  a  dull  dirty  ooloxir. 
This  material  is  therefore  of~little  use  for  tanning 
purposes,  and  as  an  adulterant  of  sumach  exerts 
a  deleterious  influence.  A  small  quantity  of 
quercetin  can  be  isolated  from  the  leaves. 

The  leaves  of  the  Ficv^  carica  (Linn.) 
(common  fig  tree)  contain  1'6  p.c.  of  tannin 
(Procter)  and  a  trace  of  a  yellow  colouring 
matter  (Perkin  and  Wood).  Skin  is  untanned 
by  an  extract  of  these  leaves,  but  acquires, 
during  the  process,  a  dirty  olive  tint. 

Oanibuzza  consists  of  the  small  stalks  branch- 
ing from  the  main  root  of  the  B.  Coriaria  (Linn.) 
which  are  ground  to  powder  and  mixed  with 
sumach.  The  material  contains  some  quantity 
of  a  tannin  resembling  gallotannin,  together  with 
a  trace  of  myricetin. 

Attempts  to  detect  the  presence  of  these 
adulterants  in  sumach  by  chemical  methods  have 
not  given  satisfactory  results,  but  should  a 
prolonged  boiling  of  the  extract  with  dilute  sul- 
phuric acid  cause  the  gradual  precipitation  of 
phlobophane,  the  presence  of  the  leaves  of  the 
Pistacia  lentiscus  may  be  suspected. 

More  satisfactory  results  can  be  obtained 
by  microscopical  examination,  and  an  elabo- 
rate work  on  this  subject  has  been  carried 
out  by  Andreasoh  (Sioilianisoher  Sumach  und 
seiner  Verfalschung,  Wien,  1898) ;  the  book,  how- 
ever, is  unsuitable  for  abstraction.  A  useful 
method,  now  generally  adopted  by  leather 
trades  chemists,  has  been  devised  By  Lamb  and 
Harrison  (J.  Soo.  Dyers,  1899,  14,  60),  and  is 
based  upon  the  behaviour  of  the  leaf  mixture 
with  warm  nitric  acid.  Under  such  treatiflent, 
the  more  delicate  leaf  structure  of  sumach  Itself 
is  completely  destroyed,  whereas-  the  strong 
cuticles  of  PistacMa  lentiscus,  Coriaria  myrtifolia, 
Tamarix  africana  and  Ailanthus  glandvlosa  are 
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unaffected  and  can  then  be  readily  recognised 
(compare  also  Lamb,  ibid.  1904, 20, 265).  Again, 
the  leaves  of  the  B,  coriaria  are  very  easily 
distinguished  from  those  of  other  plants  em- 
ployed for  their  adulteration  in  that  both  upper 
and  lower  cuticles  are  covered  with  a  dense 
growth  of  hairs  (Friestman,  J.  Soc.  Chem.  Ind. 
1905,  24,  231). 

Venetian  sumach  or  Turkish  sumach  consists 
of  the  leaves  of  the  Bhus  Cotinus  (Linn.),  a  small 
tree  the  wood  of  which  constitutes  the  yellow  dye- 
stuff  known  as  '  Young  Fustic'  The  material 
contains  about  17  p.o.  of  tannin,  which  re- 
sembles ordinary  gallotannin,  together  with  a 
trace  of  an  ellagitannin.  The  presence  of 
myricetin  CijHj02(0H),  in  these  leaves  is 
interesting,  in  view  of  the  fact  that  in  the  wood 
itself,  ffsetin  CiiHgOjiOH)^  is  present  (Ferkin, 
Chem.  Soc.  Trans.  1898,  73,  1016).     , 

American  sumach.  The  leaves  of  numerous 
varieties  of  Bhus  are  employed  in  the  United 
States  for  tanning  and  dyeing  purposes,  and  of 
these  the  B.  glabra  (Linn.)  very  largely  takes  the 
place  of  Sicilian  sumach.  It  contains  about  25 
P.O.  of  a  tannin  closely  resembling  gallotannin, 
but  produces  a  leather  of  very  much  darker 
colour  than  the  Sicilian  product. 

Of  the  other  varieties,  B.  typhina  (Linn.)  or 
'Virginian  sumach'  (10-18  p.c),  B.  cotinoides 
(Nutt.)  (21  p.c),  B.  semialata  (Murr.)  (5  p.c), 
B.  aromatica  (Ait.)  (13  p.c.)  (Procter),  B. 
Metopium  (Linn.)  (about  8-2  p.c  of  tannin, 
probably  gallotannin,  together  with  traces  of 
both  queroetin  and  myricetin)  (Perkin,  Chem. 
Soc.  Trans.  1900,  77,  427),  B.  Oipallina  (Linn.). 
B.  pjimila  (Michz.),  and  B.  Toxicodendron  (Linn.) 
are  to  be  found  in  the  States.  Among  these, 
B.  glabra  and  B.  copalUna  are  considered  to  be 
worthy  of  extended  cultivation. 

In  India,  numerous  species  of  the  genus 
Bhiis  are  known  to  exist  (Watt's  Dictionary, 
Economic  Products  of  India),  and  again  in 
Algeria  the  B.  pentaphyUa  (Deaf.)  is  used  by 
the  Arabs  for  tanning  goat  skins.  Finally,  the 
Anaphrenium  argenteum  (E.  Mey.)  {B.  Thun- 
bergii)  (Cape  of  Good  Hope),  28  p.o.  of  tannin 
(bark),  probably  of  the  catechol  class  (Procter), 
and  the  Bhodosphaera  rhodanthema  (Engl.) 
{Bhus  rhodanihema)  (New  South  Wales),  9'5 
p.o.  of  tannin  (leaves),  resembling  gallotannin, 
are  worthy  of  mention.  The  latter  plant,  also 
known  as  the  'yellow  cedar,'  closely  resembles 
the  B.  cotinus,  and  it  is  interesting  to  note  that 
although  the  wood  of  this  tree  contains  fisetin 
C,,H402(OH)i,  the  colouring  matter  of  the 
leaves  is  quercetin  C,  5H302(OH),  (Perkin,  Chem. 
Soc.  Trans.  1898,  73,  1017). 

French  sumach  is  derived  from  the  Coriaria 
myrlifoUa  (Linn.),  a  low  deciduous  shrub,  native 
of  Southern  Europe,  and  has  been  referred  to 
above  as  an  adulterant  of  Silician  sumach.  In 
addition  to  tannin  (15-6  p.c,  Procter),  which 
consists  probably  of  ordinary  gallotannin 
together  with  a,  little  ellagitannin,  it  contains 
the  poison6us  glucoside  coriamyrtin  (Riban, 
Chem.  Zeit.  1867,  663)  and  a  trace  of  quercetin 
(Perkin,  Chem.  Soc  Trans.  1900;  77,  428). 
According  to  Procter,  the  colour  of  leather 
tanned  by  these  leaves  is  very  satisfactory  and 
practically  equal  to  that  produced  by  genuine 
sumach  {B.  coriaria).  It  is  also  employed  in 
black  dyeing. 


Cape  sutnaeh  consists  of  the  leaves  of  the 
Colpoon  eompressum  (Berg.)  (Osyris  compressa, 
Fusanus  compressus,  Thesium  colpoon),  and  is 
much  used  in  South  Africa  under  the  name  of 
'Pruimbast.'  The  bush  is  found  in  the 
mountains,  where  it  grows  to  the  height  of 
about  6  ft.,  and  only  the  yoUnger  leaves  are 
gathered.  These  leaves  contain  about  23  p.c 
of  tannin  (Procter)  which  has  been  isolated  as 
a  hygroscopic  transparent  glassy  mass  and  is 
probably  a  catechol  tannin  glucoside.  With 
boiling  dilute  acid,  a  reddish-brown  phlobophane 
is  gradually-  separated,  and  on  fusion  with  alkali 
protooatechuic  acid  is  produced  (Perkin,  Chem. 
Soc  Trans.  1897,  71,  1135).  In  addition  to 
tannin  there  is  also  present  a  considerable 
quantity  of  the  quercetin  glucoside  Buiin 
(Osyritrin)  (Chem.  Soc  Trans.  1910,  98,  1776). 
According  to  Procter,  this  material  forms  a 
useful  substitute  for  Sicilian  sumadi. 

In  lieu  of  the  Cdpoon  eompressum,  a  tanning 
agent  known  as  '  broach  leaves '  (botanical 
origin  lacking)  appears  to  be  considerably  em- 
ployed in  South  Africa,  It  contains  about 
19-9  p.c.  of  tannin  of  the  so-called  '  catechol ' 
variety,  together  with  traces  of  both  quercetin 
and  myricetin  (Chem.  Soc  Trans.  1898,  73, 384). 
Bussian  sumach  consists  of  the  leaves  of  the 
Arctostaphylos  Uva-ursi  (Spreng.)  (Bearberry), 
and  is  said  to  contain  about  14  p.c.  of  tannin, 
which,  according  to  Perkin  (Chem.  Soc.  Trans. 
1900,  77,  424),  consists  of  a  gallotannin  togethei 
with  traces  of  an  ellagitannin.  Minute  amounts 
of  both  quercetin  and  myricetin  have  been 
isolated  from  this  material. 

Considerable  quantities  of  '  sumach  extract ' 
are  now  manufactured  for  dyeing  and  tanning 
purposes  from  genuine  Sicilian  sumach,  and  this 
is  usually  found  on  the  market  as  a  brown 
treacly  liquid  of  about  52Tw.  So-called  de- 
colourised extracts  are  also  prepared  to  compete 
with  ordinary  tannic  acid,  and  for  this  purpose 
the  addition  of  blood  albumen  to  the  dilute 
extract  at  about  48°,  then  raising  the  tempera- 
ture to  70°,  and  subsequently  filter-pressing, 
gives  the  most  satisfactory  results.  Sul- 
phurous acid  again  is  employed  to  brighten  the 
colour  of  extracts  and  acts  partly  as  a  weak 
acid  in  decomposing  the  inorganic  salts  of  the 
tannin  or  colouring  matter  and  partly  as  a 
reducing  agent.  In  this  case  it  is  usual  to 
pass  sulphur  dioxide  through  the  liquor  before 
concentration  (Procter).  A.  G.  P. 

SUNFLOWER,  Helianthus  annuus  (Linn. ).  A 
Mexican  plant,  now  grown  in  many  warm 
countries  for  the  oil  contained  in  its  seeds.  The 
seeds,  which  differ  greatly  in  size,  according  to 
the  vaf  iety  (3000  to  6000  seeds  weighing  1  lb. ),  con- 
sist of  a  hard  woody  envelope  and  an  oily  kernel. 
Average  composition  of  the  seeds  (Konig): — 
Watef  ProteiftFat  N-free  extract  Fibre  Ash 
Whole  seed  8-6  13-7  31-3  18-0  25-4  3-0 
Kernels  .     6-7    26-3    44-3       16-4  28    3-5 

According  to  Wiley  (Bull.  60,  1901,  U.S. 
Dept.  of  Agric,  Div.  of  Chem.),  the  following 
represents  the  average  composition  of  the 
products  of  American  grown  sunflowers  : — 
N-free  Crude 
Water  Protein  Fat  extract  fibre  Ash 
Seeds  .  4-4  150  27-1  20-9  292  3-4 
Seed  shells  6-2  3-0  1-7  23-2  63-8  2-2 
Kernels  .     4-9     26-9     452       161         2-7    43 
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Hungarian  grown  sunflowera  apparently 
yield  more  oil;  Windisch  (Landw.  Versuohs- 
Stat.  1902,  67,  305)  found  the  following  :— 
N-free  Crude 
Water  Protein  Fat  extract  fibre  Ash 
Whole  seeds  (i-9  152  28-9  17-4  28-5  3-2 
Husks  .  10-1  6-9  7-9  20-8  51 '6  2-7 
Kernels    .     40     24-9    50-4     12-8        3-1    40 

The  principal  proteid  occurring  in  the  seed 
is  edestin  (Osborne  and  Campbell,  J.  Amer. 
.  Chem.  Soc.  1896,  18,  609  ;  1897,  19,  487)  associ- 
ated with  heliantho-tannio  acid.  The  edestin 
from  sunflower  seeds  contains  :  C,  51*54  p.c. ; 
H,  6-99 P.O.;  N,  18-58  p.c;  S,  1-00 p.c;  0,21-71 
p.c 

Sunflowers  are  largely  grown  in  Russia,  the 
seeds  being  used  to  some  extent  as  human  food 
in  cold  weather,  as  food  for  poultry  and  cattle, 
but  chiefly  as  a  source  of  oil  (v.  Oils,  Fixed, 
AND  Fats).  The  leaves  are  sometimes  used 
as  food  for  farm  animals,  being  often  dried, 
powdered  and  mixed  with  meal  for  cattle.  The 
stalks  are  used  as  manure,  being  rich  in  potash 
and  lime,  or  sometimes,  as  fuel. 

The  plant  requires  much  sunshine  and 
prefers  rich,  dark  soil.  Excessive  nitrogenous 
manuring  is  to  be  avoided,  or  the  growth  of 
stems  and  leaves  is  favoured  at  the  expense  of 
the  seeds.  About  a  ton  of  seeds  per  acre  is  the 
average  yield  in  Europe. 

The  cake  left  after  the  expression  of  the  oil 

from  the  seeds  forms  a  valuable  food  for  cattle. 

Kellner  gives  as  its  average  composition — 

Water  Protein   Fat   N-free  extract  Crude  fibre   Aah 

9-2        39-4    12-6         20-7  11-8         6-3 

32-4  of  the  total  39-4  is  digestible  protein. 

If  the  seeds  are  not  husked  or  decorticated 
before  the  oil  is  expressed,  the  resulting  cake  is 
richer  in  crude  fibre  (up  to  30  p.c.)  and  corre- 
spondingly poorer  in  albuminoids  and  fat. 

The  ^ish  of  sunflower  seeds  and  of  other  parts 
of  the  plant  was  examined  by  American  in- 
vestigators (Wiley,  Bull.  60,  1901,  U.S.  Dept. 
of  Agric,  Div.  of  Chem.),  who  found  it  to  con- 
tain— 


S     a      H,    o 
B    Ph     Pi     - 


©  »  9 
M  1^  o 
Whole  seeds  .  29-0  1-1  9-4  17-9  0-5  38-4  29  04  O'S 
Stems  .  .  38-B  3-«  24-1  19-»  12  ro  3-5  1-3  7-3 
Leaves  .  .  80  09  44-0  21-6  28  3-3  4-5  13-8  1-5 
Kerfaels  of  seed  25-5  0-8  6-6  14-7  0-4  508  1-0  0-2  00 
SlieUa  of  seed  .  47-4  1-0  20-9  15-9  1-1  6-8  5-0  0-8  I'S 
Husks  of  seed  .  55-7  1-7  20-1    9-5  0-9    3-7  2-9    2-0  4-6 

Sunflowers  are  therefore  an  exhausting  crop, 
making  great  demands  on  the  nitrogen,  potash, 
and  phosphoric  acid  of  the  soil.  H.  I. 

SONSTONE  V.  Felspar. 

SUPRARENmE  v.  Adrenaline.. 

SUPERPHOSPHATES  v.  Fertilisers. 

SYENITE  V.  Granite. 

SYLVANITE.  a  native  telluride  of  gold 
and  silver,  AuAgTe,  (Au,  24-2  p.c. ;  Ag,  13-3 
p.c. ;  Te,  62-5  p.c),  of  importance  at  certain 
localities  as  an  ore  of  gold.  It  has  long  been 
known  from  Transylvania  (hence  the  name 
'sylvanite'),  where  it  occurs  on  joint  surfaces  in 
porphyry  as  slender  rod-like  crystals  aggregated, 
by  twinniiig,  into  branching  forms  suggesting  a 
resemblance  to  written  characters  (hence  the 
old  names  '  gra]phic  gold '  and  '  graphic  tellu- 
rium,' Ger.  Sckriflerz).  The  crystals  are  mono- 
clinic  and  possess  a  perfect  cleavage  in  one 


direction,  parallel  to  the  plane  of  symmetry: 
this  cleavage  is  of  assistance  in  recognising  the 
mineral.  The  colour  is  silver-White  with  a 
brilliant  metallic  lustre,  but  on  exposure  to 
light  the  crystals  become  dull ;  sp.gr.  8-2.  It 
is  found  at  Offenbdnya  and  Nagydg  in  Transyl- 
vania, and  at  several  places  in  Boulder  Co.  in 
Colorado,  and  Calaveras  Co.  in  California.  At 
Kalgoorlie  in  Westei-n  Australia  it  is  found  as 
large  cleavable  masses  (L.  J.  Spencer,  Min,  Mag, 
1903,  13,  271).  •  L.  J.  S. 

SYLVITE  or  Sylvine.  Native  potassium 
chloride  (KCl).  It  crystallises  as  cubes  or  cubo- 
ootahedra  with  perfect  cubic  cleavage,  but,  as 
proved  by  etching  experiments,  these  possess  a 
lower  degree  of  symmetry  (plagiohedral-cubic) 
than  crystals  of  rock-salt  (halite).  The  crystals 
are  colourless  or  sometimes  bright  blue,  and 
they  are  indistinguishable  in  appearance  from 
crystals  of  rock-salt.  The  two  minerals  may, 
however,  be  readily  distinguished  by  the  colour 
they  impart  to  the  Bunsen-flame,  by  their  sp.gr. 
(1-99  for  sylvite,  2-15  for  rock-salt),  and  re- 
fractive index  (1-491  and  1-547  respectively  for 
sodium-light).  Good  crystals  are  foimd  amongst 
the  abraum-salts  at  Stassfurt  in  Prussia  and  at 
Kalusz  in  Poland.  As  a  granular  incrustation 
intermingled  with  sodium  chloride  and  other 
salts  it  has  long  been  known  on  Vesuvian  lava, 
and  small '  cubes  were  found  after  the  1906 
eruption.  The  latter  are  intimately  associated 
with  cubes  of  rock-salt,  but  without  forming 
mixed  crystals.  L.  J.  S. 

SYMPHOROL  V.  Synthetic  drugs. 
SYNGENITE  v.  Calcium. 
SYNTHETIC  DRUGS  or  MEDICINAL 
PRODUCTS.  The  employment  of  synthetic 
coal-tar  products  in  internal  medication  may  be 
said  to  date  'from  the  introduction  of  '  kairin,'  a 
synthetic  substitute  for  quinine,  discovered  by 
O.  Fischer  in  1882.  The  unsatisfactory  results 
attending  the  administration  of  this  preparation 
and  the  difficulties  encountered  in  synthetic 
work  in  this  direction,  caused  a  lapse  of  interest 
until  the  accidental  discovery  of  the  antipyretic 
properties  of  antipyrine  in  1885  and  acetanilide 
in  1888.  The  simplicity  of  the  structure  of  the 
latter,  with  its  valuable  medicinal  properties 
attracted  the  attention  of  pharmacologists,  who 
undertook  a  thorough  investigation  into  the 
relationship  between  structure  and  physiological 
action  of  acetanilide  and  phenacetin  which  was 
discovered  shortly  afterwards.  As  a  result, 
new  arid  valuable  products  began  to  follow 
in  quick  succession,  attracting  the  attention 
of  the  medical  profession  and  of  capitalists, 
until  to-day  the  "preparation  of  synthetic 
drugs  forms  one  of  the  most  important  branches 
of  the  coal-tar  industry.  From  the  enormous 
amount  of  study  on  the  part  of  pharmacolo- 
gists and  chemists,  much  valuable  data  have 
been  collected  bearing  on  the  relation  existing 
between  chemical  structure  and  physiologictJ 
action,  so  that  the  medicinal  action  of  certain 
nuclei  may,  in  a  measure,  be  modified  to 
suit  the  demands  of  modem  medicine.  In 
tracing  such  relationships,  one  is  struck  by 
the  fact  that  several  entirely  different  nuclei 
possess  the  same  medicinal  properties,  for 
example,  the  derivatives  of  aniline  (acetanilide, 
phenacetin),  pyrazolone  (antipyrine),  hydrazine 
(pyrodine),   quinoline  (analgene)    and    salicylic 
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acid  (aspirin).  That  is,  these  nuclei  become 
antipyretics  when  suitable  side  chains  are 
associated  with  them ;  under  other  conditions 
they  become  antiseptics.  Although  the  action 
of  substituting  groups  is  in  general  influ- 
enced by  their  nuclei,  yet  certain  side  chains 
develop  latent  activities  in  one  direction  and 
others  in  another,  or  they  may  either  harm  or 
destroy  medicinal  action  entirely.  One  should 
not  assume  from  this  that  the  relationship 
between  structure  and  physiological  action  is 
such  that  it  may  be  formulated  intq  definite 
law's,  or  that  definite  pharmacophore  groups 
exist  analogous  to  the  chromophores  of  the 
colours. 

The  groups  that  favour  or  develop  the  physio- 
logical action  ai  a  nucleus  are  chiefly  the  amino, 
alkyl,  hydroxyl,  carbonyl,  and  halogens.  If  the 
physiological  action  of  a  nucleus  be  excessively 
intensified  through,  for  example,  an  amino 
group  (aniline),  this  may  be  controlled  through 
the  introduction  of  an  organic  acid  radicle  (as  in 
acetanilide),  avoiding  carboxylic  and  sulphonic 
acid  groups  which  produce  weak  or  inert  com- 
pounds. Of  primary  importance  is  the  deport- 
ment of  these  organic  compounds  in  the  human 
organism,  for  no  inference,  as  to  the  manner  in 
which  they  may  split  up,  can  be  drawil  from 
laboratory  experiments.  Forexample,of  two  sub- 
stances differing  but  slightly  in  structure,  one 
readily  splits  up  whilst  the  other  is  eliminated 
unchanged.  Readily  oxidisable  bodies  like  uric 
acid  and  creatinine  pass  through  the  organism 
unaltered,  whilst  succinic  acid,  not  changed  by 
concentrated  nitric  acid,  is  consumed  to  carbon 
dioxide  and  water.  Through  the  alkalinity  of  the 
intestinal  canal  as  well  as  of  the  body  fluids,  in- 
gested chemicals  of  this  class  split  up,  and  their 
physiological  action  depends  upon  the  resulting 
decomposition  products.  It  is  upon  this  fact 
that  the  synthetic  chemist  must  base  his 
theories  relative  to  action  desired.  Sometimes 
unexpected  decoinposition  takes  place  in  the 
acid  secretions  of  the  stomach  and  unanticipated 
effects  result ;  as,  for  example,  malarin,  a  con- 
densation-product of  acetophenone  and  p- 
phenetidine  was  theoretically  an  ideal  remedy 
for  migraine,  but  because  of  its  decomposition 
in  the  stomach  an  unexpected  systematic  toxic 
effect  from  liberated  ^-phenetidine  resulted. 
Many  of  the  modem  organic  synthetic  medi- 
cinals  possess  secondary  undesirable  or  toxic 
effects,  hence  it  is  the  aim  of  the  chemist  and 
pharmacologist  to  so  alter  the  structure  of  such 
drugs  that  they  can  be  placed  in  the  hands  of  the 
medical  profession  and  even  of  the  general  public. 
While  severe  criticisms  have  been  offered  on 
the  secondary  effects  of  synthetic  drugs,  it 
must  not  be  forgotten  that  medical  authorities 
frequently  subject  them  to  more  severe  tests 
than  our  older  and  better  known  remedies  can 
withstand.  Caution  must  always  be  exercised 
with  remedies  involving  idiosyncrasies  and 
cumulative  effects.  A  great  stimulus  to  this 
search  after  new  remedies  has  been  the  success 
attending  the  study  of  the  structure  (chemical 
and  pharmacological)  of  the  alkaloids,  which  has 
resulted  in  the  production  of  compounds  from 
which  the  objectionable  features  of  the  natural 
products  have  been,  in  many  cases,  eliminated. 
For  examples  we  have  the  many  local  ansesthetics 
on  iX>oaine  substitutes ;  and  the  codeine  succeda- 


neums  as  heroin  and  dionin.  The  study  of  the 
structure  of  caffeine  has  given  us  theophylline  and 
its  derivatives ;  the  sedative  efitects  of  valerian 
led  to  its  study  and  the  production  of  a  variety 
of  such  compounds  as  validol,  quietol,  &o. ;  the 
undesirable  effects  of  salicylic  acid  have  given 
us  the  aspirin  class  of  derivatives,  and  so  on. 

Various  methods  of  classification  (chemical 
and  physiological)  of  the  synthetic  drugs 
have  been  attempted,  but  none  of  them  is 
entirely  satisfactory.  One  method  classifies  the 
aliphatic  derivatives  under  hypnotics  and 
ansesthetics,  and  those  of  the  aromatic  series 
under  antipyretics  and  antiseptics ;  another 
classification  takes  up  the  pharmacology  of  the 
various  groups,  for  example,  the  aliphatic 
hydroxyls  as  narcotics,  the  aromatic  phenols  as 
antiseptics,  the  aromatic  amino  derivatives  as 
antipyretics,  &c.  Since  the  structure  and 
nature  of  the  various  nuclei  influence  largely  the 
pharmacology  of  these  radicles,  this  method  is 
open  to  objection.  The  physiological  classification 
is  objectionable  to  the  chemist,  since  compounds 
of  entirely  different  structure  are  arranged  under 
the  same  heading.  In  this  article  the  method 
adopted  consists  in  arranging  the  compounds 
into  general  groups  according  to  their  medicinal 
action  ;  as,  for  example,  antipyretics,  hj^pnotics, 
antiseptics,  &c.,  the  compounds  under  these 
groups  being  classified  chemically  as  far  as  pos- 
sible. The  object  has  been  to  give  prominence 
to  the  presence  of  certain  nuclei  and  groupings 
which  occur  in  each  of  these  classes,  and  to  the 
influence  exerted  by  the  introduction  of  new 
radicles  or  structural  changes ;  in  other  words, 
to  show,  wherever  possible,  the  relationship 
between  chemical  constitution  and  physiologicd 
action  in  comprehensive  form.  For  a  more 
detailed  exposi  of  this  subject,  the  following 
works. nTay  be  consulted: — 

Chemical  Basis  of  Pharmacology,  Francis  and 
Brickdale;  Einfiihrung  in  die  Pharmakologie, 
Spiegel ;  Anleitung  zur  Beurteilung  der  neueren 
Arzneimittel,  J.  Lipowski;  Neuere  Arzneimittel, 
H.  Hildebrandt;  Die'neuesten  Arzneimittel,  H. 
Peters ;  Neue  Arzneimittel.JG.  Arends ;  New  and 
Nonoffioial  Remedies,  Council  of  Amer.  Med. 
Assn. ;  Die  Amzneitherapie  der  Gegenwart,  M. 
Kahane;  Neue  Arzneimittel,  Lueders;  Arznei- 
mittel Synthese,  ^Fraenkel;  Chemistry  ol 
Synthetic  Drugs,  Percy  May;  Merck's  Semi- 
annual Reports;  Relation  between  Chemical 
Constitution  and  Physiological  Action,  Jowett 
and  Pyman,  7th  and  8th  International  Con- 
gress. 

Only  the  more  important  of  the  newer 
chemicals  are  given,  limiting  the  list  to  tho^e 
bearing  copyrighted  or  specially  coined  titles. 
For  the  extensive  list  of  all  possible  combina- 
tions of  'medicinal  chemicals,  the  reader  is  re- 
ferred to  Merck's  catalogues.  Patent  numbers 
are  given  wherever  obtainable.  D.  R.  P.= 
German  Patent ;  U.S.  Pat.=United  States 
Patent ;  Eng.  Pat. = British  Patent.  The  names 
of  the  manufacturers  of  the  various  remedies  are 
abbreviated.  Most  of  these  products  may  be 
obtained  from  Messrs.  Burroughs  and  Wellcome 
London ;  Gehe  and  Co.,  of  Dresden,  N ;  and 
G.  and  R.  Fritz,  Pezoldtj  and  Suess,  of 
Vienna.  ' 

Aethenstaedt=Aethenstaedt  and  Redeker, 
Hemelingen,  Germany. 
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A.  G.  f.  A.=AktiengeselIsohaft  fUr  Anilin- 
fabrikation,  Berlin,  0. 

Barnes  Co.=A.  C.  Barries  Co.,  Philadelphia, 
Pa. 

Basel,  C.  F.=Baseler  Chemisohe  Fabrik, 
Basel. ' 

Bayer =Farbwerke  vormals  Fr.  Bayer  und 
Co.,  Mberfeld,  Germany. 

Berlin  Lab.=Chem.  Lab.  Gr.  Frankfurter 
Str.  80,  Berlin. 

Bibus=Dr.  B.  Bibus,  Vienna,  I. 

Blaes=J.  Blaea  Co.,  Lindau  in  Baden, 
Germany. 

Boehringer=C.  F.  Boehringer  imd  Soehne, 
Waldhof  bei  Mannheim. 

Burrougha=Burrough3  Wellcome  and  Co., 
London. 

Byk=Dr.  H.  Byk,  Windscheid  str.  23, 
Charlottenburg,  Germany. 

Charlottenburg=Vereinigte  Chem.'  Fabriken 
in  Charlottenburg,  Germany. 

Cordes=Cordes,  Hermanni  und  Co.,  Ham- 
burg. 

Elb=Max  Elb,  G.  m.  b.  H.  Fabrik,  Dresden. 

Erdmann=C.  Erdmann,  Leipzig ;  Linde- 
man.  Saxony. 

Falkenberg=Chem.  Fabrik  Falkenberg, 
Gruenau,  Berlin. 

Feigel=E.  Feigel,  Lutterbach,  Alsace. 

Fischer=E.  Wi  Fischer,  Boehlitz,  Leipzig. 

Freund=Freund  und  Redlich,  Berlin. 

Fritz=G.  und  R.  Fritz,  Petzold  und  Suess, 
Vienna. 

FritzEche=Franz  Fritzsche  Co.,  Hamburg. 

Gans=L.  W.  Gans,  Frankfurt,  Germany. 

G.  C.  I.  Basel=GeseIlschaft  fiir  Chem. 
Industrie,  Basel. 

Gehe  Co.=Gehe  Aitiengesellschaft,  Dresden. 

Guestrow=Dr.  HiUringhaus  and  Heilmann, 
Guestrow,  Germany.  , 

Gloess=P.  Gloess,  Solothum,  Switzerland. 

Helf6nberg=Chem.  Fab.  Helfenberg,  Helfen- 
berg,  Dresden. 

Hell  Co. = G.  Hell  und  Co.,  Troppau,  Germany. 

Heinemann=Ad.  Heinemann,  Eberswald, 
Germany. 

Heuning=G.  F.  Henning,  Berlin,  S.W.,  48. 

Hoeohst=Farbwerke  vorm.  Meister,  Lucius 
nnd  Bruening,  Hoechst  a.  M.,  Germany. 

Heyden=Chem.  Fab.  von  Heyden,  Rade- 
beul,  Dresden. 

HiUringhaus— Dr.  HiUringhaus  und  Heil- 
mann, Fabrik,  Guestrow. 

Hofmann=Dr.  Hofmann  Naohfolger,  Me- 
rane.  Saxony. 

Horowitz=Chem.  Institute  A.  Horowitz, 
Berlin,  N.  24. 

J.  A.  W.=J.  A.  Wuelfing,  Berlin,  S.  W.  48. 

KaUe=KaUe  und  Co.,  Biebrich  on  Rhine. 

Klopfer=VoImarKlopfer,Leubnitz,  Dresden. 

KnoU=KnoU  und  Co.,  Ludwigshafen  on 
Rhine: 

Kohlmeyer=C.  K.-  Kohlmeyer  nnd  Co., 
Berlin,  W.  10. 

La  Zyma=La  Zyma,  Montreux,  Switzerland. 

La  Roche=Hoffmann  Ija  Roche  Co.,  Basel. 

Lehmann=Berlin  Capsule  Fabrik,  Lehmann, 
Berlin. 

Leonhardt=Leonhardt  Co.,  Zwickau,  Saxony. 

Lewinsolm=Chem.'  Institute  Lewinsohn, 
Berlin,  S.W. 

Lingner=Chem.  Fabrik,  Lingner,  Dresden,  A. 
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Luedy=Luedy   &   Co.,   Burgdorf,   Switzer- 
land. 

MaUinkrodt  (Mkdt.)=MaUinkrodt  Chemical 
Works,  St.  Louis,  U.S.A. 

Marquart=Chem.  Fabrik  Marquart,  Beucl 
on  Rhine. 

Merok=E.  Merck,  Darmstadt. 

Mulford=A.  K.  Mulford  Co.,  Philadelphia. 

Poehl=Prof.  v.  Poehl  und  Soehne,  St.  Peters- 
burg, Russia. 

Poulenc=Pouleno  Frferes,  Paris. 

Parke  Davi3=Parke,  Davis  und  Co.,  Detroit, 
Michigan. 

Reiherstieg=Chem.  Werke,  Reiherstieg, 
Hamburg. 

Rhenania=Chem.  Fabrik  Rheijania,  Aachen. 

Riedel=J.  D.  Riedel  Akt.  Gesellschaft, 
Berlin,  N. 

Rump = Rump  und  Lehners,  Hannover. 

Sandoz=Sandoz  und  Co.,  Basel. 

Sobering = Chem.  Fab.  auf  Aktien  vorm,  E. 
Schering,  Berlin. 

Schimmel=Sohimmel  und  Co.,  Leipzig. 

Sohoetensack=Chem.  Fab.  vormals  Schoe- 
tensack,  Ludwigshafen. 

Schroder=A.  Schroder,  Landwehr  Str.  46, 
Munich. 

Schuohart=Theo.  Schuchart,  Goerlitz,  Ger- 
many, 

Sohuelke>=Sohuelke  &  Mayr,  Hamburg. 

Schuetz=Dr.  Schuetz  und  v.  Cloedt,  St.Vith 
on  Rhine. 

Schulz=Chem.  Fab.  Fritz  Schulz,  Leipzig. 

Siegfried=B.  Siegfried,  Zofingen,  Switzer- 
land. 

Speier=Dr.  Speier  imd  Karger,  Berlin,  N.  64. 

Speyef=Speyer  und  Grund,  Frankfurt  on 
Main. 

Trommsdorf=H,  Trommsdorf,  Aachen. 

Valentiner=Valentiner  und  Schwarz,  Plag- 
witz,  Leipzig. 

Van  Gember=Van  Gember  und  Feblhaber, 
Weissensee,  Berlin. 

Voswinkel=Dr.  A.  Voswinkel,  Berlin,  W.  57. 

Weil=Drs.  R.  und  0.  Weil,  Frankfurt  on 
Main. 

WoIfrum=H.  Wolfrum  und  Co.,  Augsburg. 

Wuelfing=J.  A.  Wuelfing,  Berlin,  S.W.  48. 

Zimmer=Vereinigte  Chinmfabriken,  Zimmei 
imd  Co.,  Frankfurt  on  Main. 

Hydrocarbons.  The  aliphatic  hydrocarbons 
possess  in  general  a  narcotic  action,  influencing 
the  central  nervous  system  in  gradually  para- 
lysing in  turn  the  functions  of  the  brain,  spinal 
cord  and  meduUa  oblongata,  affecting  first  the 
sensibilities  as  regards  external  impressions  and 
stimulation.  The  physiological  intensity  of  these 
narcotics  increases  with  their  carbon  content, 
and  the  unsaturated  hydrocarbons  are  more  active 
than  the  saturated  compounds  of  same  carbon 
content.  Branched  chains,  where  a  number  of 
alkyl  groups  are  linked  with  a  carbon  atom, 
favour  narcotic  action.  This  eflect  is  intensified 
through  the  introduction  of  hydroxyla  and  also 
halogens  in  some  instances,  while  in  others  it  is 
entirely  lost.  Thus  whilst  methane  is  practically 
free  fromnarcotic  eSect,  the  introduction  of  cblo< 
rine  develops  this  action,  the  intensity  increasing 
with  the  number  of  atoms  introduced,  reaching 
a  maximum  in  CCl,.  The  same  holds  for  the 
higher  homologues,  but  with  the  increase  in 
carbon   content   their   relative    volatility   i&n4 
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absorption  pbSsibilitiea,  so  essential  for  inhala- 
tion antesthesia,  decrease.  The  bromine  sub- 
stitution products  de^Jbrt  thteihselves  silhilar  to 
the  chlorine  derivatives,  but  afe  less  intense 
in  action  owing  to  lower  degree  of  volatility, 
whilst  the  chief  iodine  derivative  (iodoform)  is 
only  valuable  for  local  application.  The 
aromatic  hydrocarbons,  on  the  other  hand, 
possess  but  very  feeble  narcotic  properties, 
their  action  being  chiefly  convulsive  and 
paralytic  in  connection  with  a  well-marked 
lowering  of  temperature.  Through  the  in- 
fluence of  substituting  groups,  their  untoward 
action  may  be  almost  entirely  eliminated,  as 
exemplified  among  the  antipyretics.  The 
higher  homologues  of  benzene,  according  to  the 
number  and  kmd  of  substituting  alkyl  groups, 
possess  varying  toxic  action,  methyl  and  ethyl 
benzene  are  more  toxic  whilst  methyl^fsopropyl 
benzene  (cymene)  is  less  so  than  benzene.  In 
general,  relative  toxicity  decreases  with  the 
number  of  alkyl  groups  introduced,  whilst  the 
positions  of  the  substituting  groups  bear  an 
important  part  in  physiological  action.  Phar- 
macologically, the  halogens  exert  very  little 
influence  upon  the  aromatic  nuclei. 

Hydroxyl  groups.  The  hydroxy!  group 
develops  the  hypnotic  characters  of  the  hydro- 
carbons, increasing  in  intensity  from  the  primary 
to  the  secondary  and  tertiary,  and  with  the 
length  of  the  unbranched  chain.  While  the 
odour  of  the  lower  alcohols  is  feeble,  that  of 
the  higher  unsaturated  alcohols  is  frequently 
marked  (linalool).  With  increase  in  number 
of  hydroxyls,  the  narcotic  effect  and  odour 
are  replaced  by  sweet  taste.  Physiologically, 
the  introduction  of  the  hydroxyl  group  in  the 
aromatic  hydrocarbons  develops  the  property 
of  causing  a  local  caustic  action,  as  seen  in 
the  phenols.  While  benzene  affects  the  brain 
first  and  then  the  spinal  cord,  the  action  of 
phenol  is  restricted  to  the  latter,  exciting  the 
motor  centres  of  the  spinal  cord,  the  convulsive 
action  diminishing  with  the  number  of  hydroxyl 
groups.  Intensity  in  physiological  action  depends 
upon  the  relative  position  of  the  substituting 
groups,  thus  with  di  hydroxy  benzenes  toxic  action 
increases  from  the  para-  to  meta-  and  ortho- 
derivatives.'  Through  introduction  of  alky  Is 
in  phenol,  intensity  of  antiseptic  action  increases, 
while  its  caustic  and  convulsive  effects  diminish 
(guaiacol),  although  in  cases  where  other  sub- 
stituting groups  are  present  the  alkyloxy  group 
introduces  hypnotic  characters  (phenetidine 
derivatives).  In  veratrole  (dimethyl  ether  of 
pyrocatechol)  the  undesirable  secondary  effects 
of  guaiacol  are  absent,  also  its  desirable  effects, 
because  of  too  great  stability;  hence  the  presence 
of  one  free  hydroxyl  group  is  physiologically 
desirable  (as  in  guaiacol),  or  if  covered  by  an 
acid  radicle  (duotal,  benzosol),  practically  the 
same  effects  are  attained  with  a  minimum  of 
secondary  action.  The  closing  of  the  hydroxyl 
causing  an  alteration  to  a  complete  disappear- 
ance of  the  primary  medicinal  action  of  a  sub- 
stance may  be  illustrated  among  the  tannins, 
benzyloxy  tannin  being  devoid  of  astringent 
properties;  less  marked  yet  characteristic  are 
eugenol,  anisole,  phenetole,  pyrogallol  methyl 
ether,  resoroinol  diethyl  ether :  compare  Synthetic 

'  Of  the  tcihydtoxybenzenes,  phlofoglucliiol  is  but 
sllBlitly  toxic  and  caustic,  while  pyrogallul  is  very  (oxlc. 


morphine  derivatives.  The  alkyl  ethers  ftre  physio- 
logically hypnotics  ;  this  extends  to  many  other 
compounds  containing  the  ethoxyl  group  as 
ethoxycaffeine,  phenacetine,  &c.  The  introduc- 
tion of  alkyl  groups  in  the  nucleus  of  phenols  in- 
creases their  antiseptic  powers.  The  same  is  true 
of  the  halogens  but  to  a  greater  degree,  the  effect 
increasing  with  the  number  of  halogenatoms;  this 
applies  to  phenols  or  their  ethers.  Compounds 
containing  two  phenol  groups  linked  together 
(as  in  diphenyl  or  dihydroxydiphenyl  methane) 
exhibit  intensified  antiseptic  properties.  If, 
however,  the  linking  groups  be  —CO  or  — SOj, 
this  action  is  considerably  decreased. 

Aldehydes  and  ketones.  Among  these  com- 
pounds, the  narcotic  effects  of  the  hydrocarbon 
nuclei  increase  like  those  of  the  alcohols.  Owing . 
to  the  reactive  characters  of  the  aldehydes,  a 
great  variety  of  condensation-products  have 
been  produced,  and  only  those  that  readily  yield 
chloral  (as  chloralamid,  chloralose,  dormiol,  &c.) 
possess  sufficient  hypnotic  action  to  be  of  value. 
The  ketones  possess  in  general,  hypnotic 
properties.  Dimethyl  ketone  (acetone)  causes 
intoxication-hypnosis  with  "accelerated  pulse, 
diethyl  ketone  and  its  higher  homologues  have 
no  such  action.  Aromatic  radicles  diminish 
hypnotic  action  materially.  More  profound 
hypnotics  are  the  ketoximes,  in  which  the  dura- 
tion of  sleep  increases  with  the  molecular  weight 
of  the  alkyl  group  ;  unfortunately,  undesirable 
secondary  effects  prevent  their  use.  The  in- 
fluence of  the  introduction  of  hydroxyls  in  the 
branched  carbon  chains  is  the  same  as  with  the 
alcohols,  causing  complete  disappearance  of  hyp- 
notic action  as  exemplified  in  the  sugars.  The  aro- 
matic aldehydes  are  not  particulariy  toxic  when 
their  local  irritant  action  is  eliminated :  this  is 
due  to  their  rapid  oxidation.  These  bodies  play 
an  important  part  in  synthetic  perfumery  ;  for 
example,  cinnamic  aldehyde,  anisic  aldehyde, 
benzaldehyde,  phen3'laoetaldehyde  (hyacinth), 
vanillin,  piperonal,  citral,   &c. 

Acids  and  esters.  The  introduction  of  the 
carboxylic  or  sulphonic  group  into  compounds  of 
well-defined  toxic  properties,  results  in  a  marked 
diminution  of  this  action  :  thus  benzene  and  its 
derivatives,  aniline,  naphthalene,  phenol,pyridine 
and  quinoline,  are  far  more  toxic  to  the  organism 
than  their  respective  carboxylic  derivatives 
benzoic  acid,  salicylic  acid,  naphthalene,  pyri- 
dine and  quinoline  carboxylic  acids ;  pyrogallol 
is  far  more  toxic  than  gallic  acid :  the  same  is 
true  of  the  corresponding  sulphonic  acids. 
Thus  symphoral  (caffeine  sulphonic  acid)  is 
purely  diuretic ;  sulphanilic  acid  is  indifferent, 
and  morphine  sulphonic  acid  may  be  given  in. 
large  doses  without  effect. 

The  first-named  poisonous  class  of  aromatic 
bodies  on  entering  the  system,  readily  submit 
to  oxidation  and  reduction,  giving  rise  to  toxic 
action,  but  the  relative  stability  of  the  carboxyl 
and  sulphonic  acid  groups  and  their  resistance 
to  processes  of  oxidation  serve  to  protect 
the  derivatives  from  further  chemical  change. 
Further,  the  aromatic  nitro  derivatives  lose 
their  toxic  effects  through  introduction  of 
sulphonic  or  carboxylic  groups.  The  lower 
aliphatic  acids  seem  to  accelerate  metabolic 
processes,  particularly  intestinal  peristaltis. 
Since  they  are  consumed  in  the  body  to 
carbonic    acid,    they    serve    to    increase    th 
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alkalinity  of  the  body  fluids,  hence  are  of  value 
in  gout  and  similar  disturbances  resulting  from 
faulty  metabolism.  The  oarboxyl  group,  yer  ae,  is 
not  toxic  but  may  become  so  when  combined  with 
another  atomic  complex ;  thus  glyoxalic  acid 

(OHC— COOH) 
yields  oxalic  acid  in  the  urine  and  is    toxic ; 
ethylene  glycol  which  likewise  yields  oxalic  acid 
yet  is  non-toxic  ;  glyoxal 

(OHC— CHO) 
which  is  eliminated  unchanged,  is  very  toxic ; 
oxalic  acid  occurs  in  urine  after  ingestion  of 
large  amounts  of  grape  sugar.  The  toxicity  of 
oxalic  acid  diminishes  quickly  if  methylene 
groups  are  inserted  between  the  two  carboxyls 
as  in  malonic  and  succinic  acids.  For  further 
influence  of  carboxylio  groups,  see  under 
ArUipyraics,  also  Local  Anwsthetica. 

The  esterificatiori  of  the  carboxyl  group 
changes  it  physically  and  physiologically,  usually 
developing  narcotic  action  in  the  case  of  the 
aliphatic  acids.  Among  these  products  we  find 
many  odorous  principles  such  as  the  '  fruit 
essences,'  also  innumerable  synthetic  perfumes 
which  also  possess  a  distinct  narcotic  action, 
moreover  such  sedatives  as  validol  and  bomyval 
belong  to  this  class.  Particularly  odoriferous  are 
the  esters  of  the  aromatic  acids,  as  methyl  sali- 
oylate,  anfflranilic  methyl  ester,  benzyl  benzoate, 
&c.  In  addition,  these  esters  play  an  important 
part  in  the  development  of  local  anaesthetic  action 
in  cocaine,  eucaine,  orthoform,  &c.  (see  Local 
ancesthetics). 

Organic  ammonia  derivatives.  Aliphatic 
amines.  The  exciting  influence  of  ammonium 
hydroxide  upon  the  functions  of  the  spinal  cord 
manifests  itself  in  cessation  of  breathing,  con- 
vulsion, and  finally  paralysis  of  these  centres. 
The  intensity  of  this  action  is  diminished  accord- 
ing to  the  number  of  alkyl  groups  introduced 
(amines),  increasing,  however,  with  their  mole- 
cular weight.  With  the  disappearance  of  the 
typical  characteristics  of  ammonia  through 
alkylation,  we  find  another  distinctive  action 
developed,  especially  among  the  quartenary 
amines,  namely  the  curari  effect.  While  the 
narcotic  characters  of  the  hydrocarbons  dis- 
appear when  combined  with  ammonia,  we  find 
-through  introduction  of  acid  radicles  (acid 
amides),  this  effect  reappears,  feeBle  in  case  of 
the  monobasic  acids,  increasing  in  intensity 
with  molecular  weight.  This  action  is  intensi- 
fied through  the  well-known  action  of  halogens, 
for  example,  diethyl-,  dipropyl-,  and  ethyl- 
propyl  bromacetamide.  Notable  is^  the  effect 
of  the  introduction  of  alkyl  amines  (dimethyl- 
amine)  in  antipyrine  (pyramidon),  which  not 
only  intensifies  its  specific  action  but  also 
eliminates  largely  its  secondary  effects.  Of 
special  significance  is  carbonic  acid,  considered 
as  formic  acid,  in  which  a  hydrogen  is  replaced 
by  OH,  this  forms  two  amides,  carbamic  acid  and 
urea.  As  may  be  expected,  the  alkyl  esters  of, 
carbamic  acid  (urethanes)  are  hypnotics,  the 
intensity  of  their  action  increasing  with  the 
molecular  weight  of  the  alkyl  group,  any  toxic 
effects  being  overcome,  as  is  customary,  through 
the  introduction  of  an  acetyl  radicle  in  the  amino 
group.  The  alkylisation  of  urea  does  not  develop 
any  marked  hypnotic  action  until  combined  with 
a  dibasic  acid  radicle,  as  in  barbituric  acid  (vero- 


nal, proponal).  The  aromatic  amines  possess  such  • 
marked  antipyretic  properties  that  all  possible 
precautions  must  be  taken  to  modify  their 
excessive  and  toxic  effects,  such  as  acetylation 
and  alkylation  (see  Antipyretics). 

The  basicity  imparted  by  the  amino  acids  is 
employed  in  preparing  soluble  compounds  of 
otherwise  insoluble  derivatives  (as  phenocoU). 

The  pharmacodynamic  actions  of  other 
groups  are  discussed  under  the  special  divi- 
sions, V.  Suprarenal  preparations. 

Antipyeetics,  Antikheumatics  and 
Antineuealqics. 

Apart  from  their  medicinal  value  the 
organic  compounds  belonging  to  this  class  offer 
many  interesting  points  in  tracing  the  relation- 
ship between  chemical  structure  and  pharmaco- 
dynamic action.  That  a  number  of  these  sub- 
stances possess  antipyretic,  antirheumatic  and 
antinenralgic  properties  in  common  may  be 
explained  by  the  close  relationship  of  these 
diseases,  that  is,  they  arise  from  fundamentally 
infectious,  toxic,  or  auto-toxic  conditions.  The 
majority  of  the  enumerated  preparations  are 
derivatives  of  nuclei  possessing  a  decided  toxic 
action,  but  by  a  careful  study  of  the  influence  of 
groupings,  elimination  products  and  pharmaco- 
logical structure,  primary  and  secondary  toxic 
effects  are  more  or  less  eliminated.  These  latter 
form  the  chief  difficulties  encountered  to-day  in 
the  preparation  of  synthetic  drugs,  for  not  only 
must  individual  idiosyncrasies  be  considered, 
but  also  prolonged  medication  and  possible 
cumulative  effects.  Unforeseen  difficulties  may 
arise  in  that  a  product,  which  from  a  ohemico- 
pharmacological  standpoint  is  ideal,  may  either 
undergo  a  too  rapid  decomposition  or  an  un- 
anticipated splitting  up,  or  prove  to  be  too  stable 
in  the  human  organism,  and  thereby  fail  to  accom- 
plish its  purpose.  With  this  class  of  remedies, 
it  is  desirable,  from  a  pharmaceutical  standpoint, 
to  present  them  in  a  soluble  form.  Vefy  few 
are  soluble  in  water.  Attempts  to  render  them 
soluble  through  sulphonating  or  carboxylating 
usually  result  in  comparatively  inert  products. 
The  use  of  amino-  acids  has  not  proved  suc- 
cessful commercially.  One  of  the  best  examples 
of  this  is  phenacetin.  -A  consideration  of  the 
many  derivatives  of  p-phenetidine  serves 
to  show  the  futility  of  such  attempts.  The 
various  groups  of  antipyretics  owe  their  action 
to  essentially  different  nuclei,  but  the  general 
principles  governing  the  action  of  the  side 
chains  remain  the  same.  They  may  be  classed 
as  follows : — 

Acetylated  amines.  With  the  introduction  of 
alkyl  groups  into  the  ammonia  molecule,  the 
convulsive  action  of  the  latter  materially  de- 
creases whilst  the  narcotic  effect  of  the  alkyl 
disappears  in  a  measure,  both  components 
neutralising  one  another.  Quite  different  is 
the  result  of  the  introduction  of  the  convulsive 
excitant  aromatic  alkyls :  aniline  (phenylamine) 
influences  chiefly  the  motor  centres  of  the  mid- 
brain (mesocephalon),  producing  paralysis  of  its 
functions,  resulting  in  vertigo,  sleep,  and  finally 
collapse.  Further,  aniline  and  its  homologues 
destroy  ^he  haemoglobin.  Apart  from  these  un- 
desirable symptoms,  the  aromatic  amines  produce 
a  marked  lowering  of  the  ternperature,  hence 
are  of  value  in -combating  fevers,  provided  the 


362 


SYNTHETIC  DRUGS   OE   MEDICINAL  PRODUCTS. 


toxic  effects  can  be  eufSciently  eliminated  The 
higher  homolognes  of  aniline  possess  like  toxic 
properties,  modified,  however,  by  the  position  of 
the  substituting  group ;  thus  metatoluidine  lie- 
haves  like  aniline,  whilst  the  ortho-  and  paia- 
toluidines  are  much  milder.  With  an  alkyl 
group,  as  in  benzylamine  (CjHs-CHj-NHj),  the 
anti-pyretic  action  almost  disappears.  To 
-eliminate,  as  far  as  possible,  the  accompanying 
toxic  synlptoms  of  the  substituted  aromatic 
amines,  we  usually  resort  to  the  introduction  of 
acid  radicles,  the  substitution  taking  place  in  the 
amino  group.  As  a  result  of  the  acetylation  of  the 
aromatic  amines,  more  stable  bodies  are  produced 
which  are  far  more  resistive  to  the  influences  of 
the  circulation.  The  relative  degree  of  stability 
increases  w;ith  the  molecular  weight  of  the  sub- 
stituting acid  :  thus  formanilide  is  more  toxic 
than  acetanilide,  because  of  its  ready  decom- 
position, while  benzanilide  is  but  mildly  anti- 
P3?retic,  and  valerylanilide  inert,  being  eliminated 
unchanged  from  the  system.  The  effect  of  these 
anilides  are  those  of  aniline, protracted,  depending 
on  the  relative  slowness  of  their  decomposition. 
If  a  hydrogen  of  the  methyl  group  in  acetani- 
lide be  replaced  by  COOH,  an  insoluble,  inert, 
malonanilic  acid  results.  The  introduction  of 
a  hydroxyl  group  in  the  methyl  of  acetanilide 
(hydroxyacetanilide),  results  in  no  material  in- 
fluence in  therapeutic  effect.  The  introduction  of 
a  sulphonic  acid  group  in  the  acetyl  group  (sulpho- 
acetanilide)  or  the  nucleus  (acetyl  sulphanilic 
acid,  cosaprin),  while  giving  a  more  soluble 
product,  results,  as  previously  stated,  in  dimin- 
ished potency.  If  acetanilide's  nitrogen  be 
methylated  (exalgin  C,H5-N(CHa)C0-CHs),  a 
diminished  antipyretic  and  increased  toxic 
action  results.  The  reverse  is  the  case  if  the 
alkyl  enters  the  acid  group  as  in  phenylurethane 
(euphorin  CeHsNH-CO-OCjHs).  The  popularity 
of  acetanilide  may  be  ascribed  more  to  its  use 
in  combination  with  an  alkali  bicarbonate  with 
or  without  caffeine,  sold  extensively  as  '  head- 
ache powders.' 

Acetanilide.    Acetyl  amino  benzene 

CeH^NH-COCH,      m.p.  112°. 
Benzanilide.    Benzoyl  amino  benzene 

C,H5NH-COC,H5     m.p.  160°-162°. 
Benzacetine.     Acetamino  ethoxy  salicylate 

C,Hj(0CsHJ(NH-C0CH3)C00H     m.p.  190°. 
Cosaprin.    Acet-p-sulphanilate  of  sodium 

C,H,(NH-C0CH,)S03Na[l :  4].  La  Roche. 
Exalgin.    Methyl  acetanilide 

C,H5N(CH3)C0-CH,     m.p.  101°.    Merck. 
Methacetin.     Acetanisidine  * 

C,H4(OCH,)NH-COCH3     m.p.  127°. 

II.  Amino  phenols.  Phenacetin,  the  most 
popular  of  all  antipyretics  in  medical  practice, 
owes  its  introduction  to  the  observation  that 
acetanilide  undergoes  oxidation  in  the  human 
organism,  whereby  a  hydroxyl  group  enters  the 
ring  in  the  para-  position  to  the  amino  group. 
p-Aminophenol  was  found  to  be  a  powerful 
antipyretic,  much  less  toxic  than  aniline  yet 
attacking  the  blood  corpuscles  with  formation 
of  methaemoglobin.  Thp  introduction  of  an 
acetyl  group  (acetyl-j)-amino  phenol)  diminished 
this  objectionable  feature  through  greater  mole- 
cular stability,  but  not  sufBcientiy  until  the 
phenol  hydroxyl  was  covered  by  an  alkyl  (ethyl). 
The  chemico-pharmacological  structure  qf  phen- 


acetin is  such  that  as  yet  no  improvement  has 
been  effected.  The  methyl  derivative  (meth- 
acetin), possessing  a  maximum  antipyretic 
effect,  is  less  satisfactory,  while  the  introduction 
of  higher  alkyls  in  the  hydroxyl  group  of  acetyl 
amino  phenol  produce  weak  or  inert  derivatives 
owing  to  excessive  stability  and  failure  to  split 
off  amino  phenol.  The  same  may  be  said  of 
a&phatio  groups  containing  COOH  {e.g. 
acetaminophenoxyl  acetic  acid, 

CeH4(0H)(C00C,Hj-NHC0CH,). 
If,  on  the  other  hand,  an  hydroxy  acid  radicle 
of  the  aromatic  series  replaces   the   carboxyl 
hydrogen  as  in  salophen 

C,H,(0H)(C00C,HjNH-C0-CH3), 
salicylic  acid  and  aminophenol  appear  in  the 
urine,  hence  the  anticipated  antipyretic  action. 
The  toxicity  of  aniline  increases  through  the 
introduction  of  an  alkyl  radicle  in  the  amoni 
group,  but  diminishes  if  an  aryl  radicle  is  intro- 
duced, or  there  be  two  alkyl  groups.'^  Eurther, 
the  acid  radicle  entering  the  ammo  group 
and  thus  diminishing  toxicity  must  not  split  off 
through  the  action  of  the  gastric  secretions,  or 
the  undesirable  effects  of  j)-phenetidine  will 
follow;  while,  on  the  other  hand,  the  acid 
radicle  should  not  be  too  firmly  linked  or  an  inert 
product  wiU  result.  Formylphenetidine,  quite 
unstable,  is  irritating ;  while  pyrantin  (succin- 
imid  phenetidine  C,H4(0C2H5)-N[C0CHj]2)  is 
inert  because  of  excessive  stability ;  the  same 
applies  to  tso-propyl  and  »so-butyl  phenetidine. 
Only  such  derivatives  of  ; -phenetidine  possess 
an  antipyretic  action  as  give  the  indophenol 
reaction  in  the  urine,  depending  on  the  formation 
of  a  red  colour  upon  the  addition  of  nitrous  acid 
followed  by  beta-napthol.  That  is,  active 
derivatives  of  this  class  must  split  up  into 
bodies  containing  a  free  amino  group  (phene- 
tidine or  amino  phenol),  the  intensity  of  action 
depending  upon  the  rapidity  of  decomposition. 
The  employment  of  aromatic  acids  in  place  of 
acetic  (for  the  amino  group)  either  diminishes 
or  totally  destroys  antipyretic  action. ,  The  urea 
derivatives  of  phenetidine  possess  antipyretic 
properties,  dulcin  (ethoxy -phenyl  carbamide),  an 
intensely  sweet  chemical,  belongs  to  this  group. 
Attempts  to  render  phenacetin  or  derivatives 
of  j>-phenetidine  soluble,  through  sulphonating 
(Phesin)  and  carboxylaticg  [Benzacetine 
C,Ha(0CsH5)(NH-C0CH,)(C00H) 
the  nuclei  were  unsuccessful  medicinally  because 
of  their  excessive  stability.  More  successful 
results  were  attained  through  the  use  of  the 
amino  acetyl  group  (phenocoU). 
Amygdophenin.  Mandelic  y-phenetidine 
,       C,Hi(0C,65)-NH-C0-CH(0H)C,H5 

m.p.  140-5°  Hoechst. 
Apolysin.     Aconitic  monophenetidine 

C,H,0,-NHCeHj0CjH5 

m.p.  72°  (D.  R.  P.  87428)  Heyden. 

Citrophen.    Monophenitidine  citrate.   m.p.^l88°. 

Eupyrine.  Vanillin-ethyl  carbonate-j)-phenetidine 

C.H.(0'C2H5)N :  CH-C,H3(0-C0-0C2Hj)0CH, 

m.p.  87°  (U.S.  Pat.  668446)  Zi.mmer. 

'  If  the  hydrogen  of  the  amino  group  in  p-acet- 
amino-phenetole  be  replaced  by  an  alkyl,  a  narcotic  la 
obtained ;  as,  lor  example,  methyl  phenacetin 

(C,H4(OCjH5)N(CHa)COCH,). 
If  an  ethyl  group  enters,  a  diminished  narcotic  effect 
results. 
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Kyrofin.     Methyl  glycolio-y-phenetidine 
CHj-0CHj-C0-NH'C,H,-0CjH5 

m.p.  98°,  Basel,  C.  F. 
Laetophenin.     Laotyl-p-phenetidine 

C,H4(0CiH5)NH-C0'CH(0H)CH, 
m.p.  118°  (U.S.  Pat.  503743)  Boehringer. 
Malakin.     St  Ho  ,1  p-phenetidine 

C,H4(002Hj)NH'C0CeH,-0H+Hj0 

m.p.  92°,  G.  C.  I.  Basel. 
Malarin,     Acetophenone-p-phenetidine 
CeHjCICHjlrN-CsH.-OCjHs 
m.p.  88°  (D.  R.  P.  98840)  Valentiner. 
Phenacetin.     Acet-p-phenetidine 

m.p.  134°  (U.S.  Pat.  400086),  Bayer. 
Phenocoll.    Amino-aeet-p-phenetidine 

(C,H«(0CjH5)NH-C0-CHjNHj)HCl 
m.p.  95°.       Anhydrous  base  100-5°  (U.S. 
Pat.  543214)  Schering. 
Phenosol.    Salioyloacetate  of  y-phenetidine 

m.p.  182°,  Hofmann. 
Pvrantin.  p-Ethoxy-phenyl-suocinimid 

[CH2-C0]2N-C,H4-0CjH5^.p.  155°,  Hoechst. 
Salophen.  Acetyl  2>-aminopnenol  salicylate 
C,H4(0H)(C00CJi4-NH-C0-CH,) 
m.p.  188°  (D.  R.  PP.  62533,  62289)  Bayer. 
Thermodin.     Phenacetin  urethane 

C,H,(0CjH5)^(C00CjH5)-C0CH, 

m.p.  86°-88°,  Merck. 
Triphenin.     Propionyl  p-phenetidine 

C,H4(0CjH6)NH(C0-CH,-CH3) 

m.p.  120°  (U.  S.  Pat.  535846)  Merck. . 
Valerydin.     Valeryl  y-phenetidine 
;  C,H4(0CjH5)NH-C5H80    Erdmann. 

Vinopyrin.    p-Phenetidine  tartrate 

m.p.  168°,  Fischer. 
III.  Salicylic  acid  derivatives  (/or  tnternaZtife). 
As  is  well  known,  the  introduction  of  a  COOH 
group  into  compounds  of  well-defined  toxic  or 
antiseptic  properties  results  in  a  marked  diminu- 
tion of  these  properties.  Particularly  is  this  the 
case  with  the  phenol  acids  (salicylic),  the  ortho- 
derivative  being  more  toxic  and  antiseptic  than 
benzoic  acid  and  much  less  so  than  phenol.  To- 
day, salicylic  acid  is  one  of  the  most  important 
of  our  medicinal  chemicals.  Owing,  however,  to 
its  irritant  action  and  consequent  gastric  disturb- 
ances with  frequent  tinnitis,  we  find  that  the 
majority  of  the  newer  derivatives  consist  of 
compounds  designed  to  split  up  in  the  intestinal 
tract  only.  This  is  usually  accomplished  through 
acylation  of  the  OH  group  or  esterification  of 
the  COOH  group  as  typified  in  aspirin  and 
glycosal.  Some  of  the  combinations  are  more 
especially  designed  for  intestinal  disinfection  as 
alphol,  salacetol,  cordol,  &o. 
Alphol.    o-Naphthyl  salicylate 

C,H4(0H)C00C,„H,        m.p.  83°. 
Aspirin.    Acetyl  salicylic  acid 

CHa-COO-C^Hj-COOH 
m.p.  135°  (U.  S.  Pat.  644077)  Bayer. 
Aspirin,  soluble.     The  calcium  salt  of  aspirin ; 
readily  soluble  and  produces  no  gastric  dis- 
turbances. 
Benzosalin.    Benzoyl  salicylic  methyl  ester 
CeHsCOO'CeH^-COOCHa 
m.p.  85°  (D.  R.  P.  169247),  La  Roche. 
Betol.    j8-Naphthyl  salicylate 

C,H4(0H)C00Ci„H,        m.p.  95°. 
Benzacetin.    Acetamino-ethyl  salicylic  acid 

C2H50-C,H,(NHC.OCH3)COOH    m.p.  205°. 
C!ordol.    Tribromosalol 

C,H4(0H)C00-C,HaBr,    m.p.  195°. 


Diaspirin.    Succinyl  salicylic  acid 
CHjC00C,H4-C0jH 

CH2-C0'0'C,H4C02H 
m.p.  176°-180°  (D.  R.  P.  196634),  Ba;-er. 
Diplosal.    Salioylo-salicylic  acid 

0HCeH4-C00C,H,C00H 

m.p.  147°,  Boehringer. 
Glycosal.    Monosalicylic  glyceryl  ester 
CeH4(0H)C00C3H5(0H)j 
m.p.  71'^  (D.  R.  P.  127139),  Merck. 
Indoform.     Salicylic  methylene  acetate 

■  m.p.  108°,  Schulz. 
Methylaspirin.    Methyl  acetylsalicylate 
CH3C0  0C,H4C00CH, 

m.p.  54°,  Merck. 
Novaspirin.    Methylene  citro-salicylic  acid 

(D.  R.  P.  185800),  m.p.  150°  Bayer. 
Salacetol.    Aoetonyl  salicylate 

CeHi(0H)C00-CH2-C0-CH3 

m.p.  71°,  Sehoetensack. 
Salibromin.      Dibromsalicylio  methyl  ester 

C,HjBr3(0H)C00CH,        Heyden. 
Salicreol.    Creosote  salicylate 
Salol.     Phenyl  salicylate 

H0C,HjC00C,H5         m.p.  43° 
Vesipyrin.     Phenyl  acetylsalicylate 
C3H4(OCOCH,)COOC,H5 

Reihersticg. 
For  external  use.  Another  method  for  the 
employment  of  salicylic  acid,  either  alone  or  in 
conjunction  with  its  internal  use,  consists  in  the 
local  application  of  its  various  esters.  These 
must  be  either  in  fluid  form  or,  if  solid, 
soluble  in  fats,  so  that  absorption  by  the  skin 
may  readily  take  place.  Owing  to  the  ob- 
jectionable odour  of  oil  of  wintergteen,  various 
other  inodorous  esters  of  the  aliphatic  series 
have  come  into  use. 

Mesotaniericin).    Salicylic  methoxymethyl  ester 
C,H4(0H)C00CHj-0CH3 
b.p.  162°  (42  mm.)  (D.  R.  P.  137585)  Bayer. 
Protosal.    Salicylic  glycerol  formal  ester 

b.p.  200°  (12  mm.)  (D.  R.  P.  163518)  Schering. 
Saligallol.    PyroeaUol  disalicylate 

m.p.  141°,  Knoll. 
Salimenthol.    Menthyl  salicylate 

(D.  R.  P.  171453),  Bibus. 
Salit.     Bomeol  salicylate 

CioH„0-CO-C,H4-OH 

(D.  R.  P.  175097),  Heyden. 
Spirosal.    Salicylic  inonoglycol  ester 
C,H,(OH)-COO-CH2-CHjOH 
b.p.  170°  (12  mm.)  (D.  R.  P.  164128),  Bayer. 

IV.  Quinine  derivatives.  Quinine  will  always 
retain  its  popularity  as  an  antifebrile,  chiefly 
because  of  the  total  absence  of  any  depressing 
action  upon  the  heart.  Its  bitter  taste  and  what 
few  secondary  effects  it  may  produce,  as  tinnitis 
and  quinine  intoxication,  have  been  largely  over- 
come in  a  number  of  new  derivatives  of  real  merit. 
These  are  esters  in  which  the  hydroxyl  hydro- 
gen of  quinine  has  been  replaced  by  carbonic 
acid  (aristochih),  phenyl  carbonic  acid  (euchinin), 
salicylic  acid  (saUchinin),  &c. 
Aristochin.    Diquinine  carbonic  ester 

CO(0-CjoH2sN30)3 

m.p.  189°  (U.S.  Pat.  625075),  Bayer. 
Bromochinol.    Acid  dibroE'!  Mioylate  of  quinine 
Cj(,Hj4N303-2[C.H,Brs(0H)C00H] 

m.p.  198°,  Zimmer, 
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Chinaphenin.   Phenetidiue  quinine  carbonic  ester 
CO(NHC,H.OCsH,)(CmH„NjO,) 

(D.  R.  P.  109259),  Bayer. 
Chinaphthul.   Quinine  beta-naphtholmono- 
Bulphonate    (Cj„Hj4NjOj)(CioH,(OH)S03H)j 

m.p.  185°,  Merck. 
Euchinin  (euquinine).     Quinine  ethyl  carbonate 
CjHjO-CO-OCjoH.aNjO 
m.p.  95°  (U.  S.  Pat.  585068),  Zimmer. 
Ineipin.     Diglyoollic  ester  of  quinine  sulphate 
0(GHj-COO-C,„Hi,3NjO)j-Hs,S04,3Hs,0 

tasteless.     Merck. 
Quinine    lygosinate.    Dioxy-dibenzal-acetone 
quinine      CO(CH:CH-CsH4-Cj„HjjNj02), 

m.p.  114°,  Zimmer. 
Rheumatin.  Salicylate  of  salochinin,  m.p.  183°. 
Salochinin.     Quinine  salicylic  ester 

"    C.H,-OH-000(C2„H23NjO) 

m.p.  141°  (U.  S.  Pat.  678401),  Bayer. 

V.  Quinoline  derivatives.  The  earlier  at- 
tempts to  determine  the  origin  of  the  physiological 
action  of  quinine  indicated  that  the  quinoline 
nucleus  (tetra  hydroquinoline)  was  largely  re- 
sponsible. ,While  this  possesses  an  antiseptic 
and  antipyretic  action,  the  latter  is  much 
weaker  and  less  reliable  than  that  of  quinine.  In 
malaria  quinoline  is  inert.  The  introduction  of 
a  methyl  group  increases  its  antiseptic  effect 
and  diminishes  antipyretic  action,  whibt  the 
methozyl,  as  in  j)-methoxy  tetrahydroquinoline 
(thalline),  is  markedly  antipyretic.  Owing  to  its 
injurious  action  upon  the  kidneys,  the  use  of 
thalline  was  soon  discontinued.  A  like  course 
followed  the  introduction  of  the  kairins,  methyl 
and  ethyl  derivatives  of  orthohydroxyquinoline 
tetrahydride.  The  untoward  effects  of '  these 
remedies  (toxic  to  red  blood  corpuscles)  were  not 
altered  either  through  the  introduction  of  other 
alkyls  or  acid  radicles  in  the  imido  group. 
Quite  different  results  were  obtained  by  placing 
ethoxyl  and  acylamiuo  groups  in  the  positions 
1 : 4  (analgene),  analogous  to  phenacetin.  More 
successful  derivatives  of  the  class  of  hydroxy- 
quinolines  are  found  among  the  antiseptics 
as  loretin,  CjNH4l(0H)S0,H  diaptherin. 
Analgene.  o-Ethoxy-ana-benzoylamino-quino- 
line  C,NH,(OCjH5)NH-COC,H5 

m.p.  208°,  Bayer. 
Chinosol.    Hydroxyquinoline  potassium  sulphate 
(C.H,ON)2H,gO, 
m.p.  175°-177.-5°  (U.  S.  Pat.  906918),  Fritsche. 
Diaphtherin.     Hydroxyquinaseptol 

(C,NH,-0H)jC,H,(0H)S03H 

m.p.  85°,  Hoechst. 
Quite  different  results  have  been  attained 
through  the  introduction  of  a  carboxylic  group 
into  the  nucleus  or  its  methylated  derivative ; 
such  compounds  possess  not  only  analgesic 
action  but  also  are  of  particular  value  in  uric 
acid  diathesis. 

Atophan.     2-Phenylquirioline-4-oarboxylio  acid 
CsNH5(0,H5)C00H 

m.p.  208-209°,  Schering. 
Novatophan.  Eihyl  6-methyl-2-phenylquino- 
line-4-carboxylate 

C.H5-C,NH4(CH,)C00C2H3 
m.p.  76°  (U.  S.  Pat.  1015,  759),"Schering. 

VI.  Pyrazolone  derivatives.  Two  erroneous 
assumptions  led  to  the  discovery  of  this  group 
of  antipyretics,  namely,  that  quinine  was  a 
tetrahydroquinoline  derivative  and  that  what  is 


now  known  as  antipjT^ine  was  related  to  this 
same  ring  system.  Knorr,  in  1884,  obtained  a 
condensation-product  of  phenyl  hydrazine  (anti- 
pyretic but  toxic)  and  aceto-acetio  ester,  the 
resulting  phenyl  methyl  pyrazolone,  was  un- 
suited  for  therapeutic  purposes.  Utilising  Fi- 
Ichne's  previous  experiences  witlr  substances  of 
like  physiological  action  derived  from  quinoline, 
namely  kairine  and  kairoline,  a  methyl  group 
was  introduced  which  resulted  in  the  formation 
of  the  well-known  antipyriue.  While  this  sub- 
stance does  not  possess  any  of  the  antiperrodic 
properties  of  quinine,  it  has  greater  antipyretic 
and  antineuralgic  effects ;  in  general,  its  action 
resembles  that  of  salicylic  acid.  Phenyl 
monomethyl  pyrazolone  is  only  slightly  anti- 
pyretic. The  presence  of  an  aromatic  group 
(like  tolyl  in  tolylpyrine)  while  not  being  abso- 
lutely essential  increases  the  efSciency.  A  great 
improvement  over  antipyrine  in  intensity  (3 
times),  mildness  and  duration  of  action  was 
attained  through  the  introduction  of  a  di- 
methylamino  group  (N(CH3)2)  in  place  of  the_ 
only  replaceable  hydrogen  of  the  nucleus 
(pyramidone).  '  The  success  attending  the  intro- 
duction of  pyramidone  led  to  a  variety  of  com- 
binations with  camphor,  ^licylic  acid,  &c., 
none  of  which  offers  any  material  advantages. 
Acopyrin  (acetopyrin).  Antipyrine  acetyl  salicy- 
late m.p.  63°/65°,  Heyden. 
Ferropyrin      (C„H,2N20)3(Fea,)a 

(U.  S.  Pat.  548352),  Knoll. 
Melrubin.  Sodium  1 -phenyl  2 : 3-dimethylpy- 
razolone-4-aminomethane  sulphonate 

CiiH„Nj0-NH-CHjS0,Na    Hoechst. 
Pyramidone.    Dimethylamino  antipyrine 
/N(CH,)-C-CH, 

\C0. C-N(CH3),- 

m.p.  108°  (U.  S.  Pat.  579412),  Hoechst. 
Pyramidone  neutral  camphorate, 

m.p.  80°-90°  (U.  S.  Pat.  686998),  Hoechst. 
Pyramidone  acid  camphorate, 

m.p.  84°-94°  (U.  S.  Pat.  686999),  Hoechst. 
Pyramidone  salicylate  camphorate, 

m.p.  68°-70°  (U.  S.  Pat.  680278),  Hoechst. 
Pyrosal.    Acid  salicylo-aceto  antipyrine, 

m.p.  160°,  Hoffmann. 
Salipyrine.    Antipyrine  salicylate 

m.p.  92°  (U.  S.  Pat.  444004),  Riedel. 
Tolypyrine.    Tolyl  antipyrine 

.N(0Ha)-C-CH, 
CH,-C.H,N/  II 

\C0 OH 

m.p.  137",  Riedel. 
Tolysal.    Tolypyrine     salicylate,     m.p.     102°, 

Riedel. 

Trigemin.      Dimethylamino    antipvrine    buty! 

chloral  hydrate,  m.p.  85°  (D.  R."  P.  150799), 

Hoechst. 
Tussol.     Antipyrine  mandelate 

C„H,3NjOC,H3-CH-OHCOOH 
m.p.  53°  (U.  S.  Pat.  569415),  Hoechst. 
VII.  Hydrazine  derivatives.  The  nucleus  of 
this  class,  hydrazine  or  diamide  (HjN— NH,)  is 
far  more  toxic  than  ammonia.  Salts  of  hydra- 
zine produce  a  condition  of  excitation  followed 
by  depreBsion  and  coma  with  irregular  pulse. 
Introdiiotion  of  acyl  groups  decreases  tozio 
action.  Phenylhydrazine  is  a  strong  poison  for 
connective  tissue  and  hsemaglobin.  Still  more 
toxic,  yet  accompanied  by  a  marked  antipyretic 
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effect,  is  the  mono-aoetyl  compound  (hydracetin) 
and  laevulio  acid  phenyUiydiazone  (antither- 
min).  _  Therapeutically  better  adapted  with 
but  minor  secondary  effects  are  the  aromatic 
semi-carbazides,  namely  m-tolylhydrazide  car- 
bonate or  m-tolyl  semi-carbazide  (maretin)  and 
tn-benzamido  semi-carbazide  (cryogenin). 
Antithermin.  Laevulic  acid  phenylhydrazone 
C,H,HNN :  CCCHaJCHj-CHj-COOH 

m.p.  108°. 
Hydracetin  (pj^rodin)  acetyl-phenylhydrazine 
C,HjNH-NHCOCH, 

m.p.  128°,  Merck. 
Agathin.  Saliaylaldehyde  methylphenylhydra- 
zone        C.H5(CH3)NN:CH-C,H4-OH 

m.p.  74°,  Hoechst. 
Maretin.    m-Tolyl-hydrazid-carbamate 
CH,C,H4NH-NHC0NHj 

m.p.  184°,  Bayer. 
VIII.  Urethane  derivatives.  It  has  been 
noted  that  the  toxic  action  of  aniline  or  the 
amino  phenols  is  eliminated  by  the  introduction 
of  carboxyl  and  alkyl  groups  in  different  posi- 
tions. It  has  been  found  that  the  hypnotic 
urethanes  fulfil  these  conditions  when  coupled 
with  a  phenyl  group,  losing,  however,  their 
hypnotic  characters  through  change  in  their 
structure.  These  compounds  are  more  especi- 
ally analgesics  {see  Carhonicjicid  derivatives). 
Eupborine.  Ethyl  phenylcarbamate 
C0(HN-C.Hj)(0CjH5) 

m.p.  50°,  Heyden. 
Neurodine.    p-Acetoxyphenyl  urethane 
C8Hj(OCOCH3)NH-COOCjH5 

m.p.  87°,  Merck. 
Thermodine.     Phenacetin  urethane 

C„H4(0Ci,Hj)-N(C0-0CjHj)(CH3C0) 

m.p.  86°-88°,  Merck. 
Eyrogenin.  m-Benzamino  semi-carbazide 
C^4(C-C0-NHj)(C-NH-NH-C0-NHj) 

Hypnotics. 
Owing  to  our  lack  of  knowledge  concerning 
the  physiology  of  sleep  and  possible  chemical 
processes  that  take  place,  we  are  equally 
ignorant  of  the  exact  manner  in  which  sleep  is 
produced  by  hypnotics.  In  effect,  we  must 
distinguish  between  narcotics  (represented  by 
opium),  which  produce  unconsciousness  by 
intoxication,  and  the  true  hypnotics  (repre- 
sented by  chloral),  in  which  the  sleep  is  appar- 
ently normal.  In  view  of  the  fact  that  the  sleep 
produced  by  the  opium  class  is  often  attended 
with  undesirable  byrcffects,  and  that  during 
their  prolonged  administration  the  element  of 
habituation  must  always  be  considered,  they 
have  been  reserved  for  cases  of  insomnia  due  to 
severe  pain,  and  have  been  largely  replaced  in 
other  forms  of  sleeplessness  by  the  synthetic 
hypnotics.  While  .this  latter  class  approach 
the  normal  conditions,  yet  the  ideal  hypnotic 
remains  to  be  discovered.  This  must  act  upon 
the  nerve  centres  followed  later  by  the  most 
automatic  and  stable  centres,  avoiding  any 
profound  influence  on  the  respiratory  or  oircu- 
mtory  centres.  Elimination  must  be  rapid  and 
complete  leaving  no  trace  of  cumulative  or 
secondary  action  such  as  digestive  disturbances, 
headache,  &o.  Well  known  is  tlie  hypnotic 
effect  of  the  aliphatic  hydrocarbons,  developed 
through  the  introduction  of  hydroxyl  groups 
(alcohols).    That  the  hydrgxyl  group  serves  no 


further  purpose  than  an  anchoring  medium  is 
proved  by  the  inert  properties  of  th^polyhydrio 
alcohols.  That  the  ethyl-group  produces  a  pro- 
found hypnotic  effect,  as  in  alcohol,  is  further 
demonstrated  by  the  decomposition  of  chloral 
in  the  blood  to  trichlorethyl  alcohol,  and  the 
necessary  presence  of  alkyl  groups  in  the  most 
important  classes  of  hypnotics.  The  introduc- 
tictti  of  the  ethoxyl  group  into  caffeine  imparts 
a  narcotic  effect.  It  can  be  said  in  general 
that  the  alkyl  groups,  more  especially  the 
ethyl,  possess  a  distinctive  sedative  action  upon 
the  nervous  system.  The  methyl  group  generally 
eliminates  or  diminishes  hypnotic  action  when 
associated  with  an  ethyl  or  propyl  group;  the 
propyl  radicle  with  other  higher  radicles  increases 
the  intensity  and  also  toxicity,  while  their  corre- 
sponding iso  groups  generally  diminish  this. 
Sulphur  replacing  oxygen  contributes  to  toxicity. 
The  alkyl  radicles  do  not  carry  hypnotic  or 
sedative  action  under  all  conditions  ;  it  is  only 
the  association  of  certain  groups  or  nuclei  or 
their  structural  environment  that  determines  this 
action.  The  presence  of  a  sulphonic  or  carboxyl 
group  inhibits  physiological  action,  and 
diminishes  toxicity.  Another  factor  is  insolu- 
bility, that  is,  failure  to  break  down  in  the 
system :  thus  tetronal,  which,  theoretically, 
should  possess  a  more  profound  hypnotic  action 
than  trional,  is  practically  inert.  A  further 
insight  is  gained  on  studying  the  groups. 

Alcohols.  The  primary  alcohols  are  less 
narcotic  than  the  secondary  and  these  less  so 
than  the  tertiary.  The  longer  the  carbon  chain 
the  more  potent  the  alcohol;  if  more  than  one 
hydroxyl  is  present,  narcotic  effect  disappears 
in  proportion.  In  tertiary  alcohols,  the  physio- 
logical action  depends  upon  the  alkyl  groups 
linked  to  the  tertiary  carbon,  if  the  methyl 
radicle  be  present,  as  in  trimethyl  oarbinol 
(tertiary  butyl  alcohol),  the  action  is  relatively 
feeble  :  with  ethyl  groups,  it  increases  in  pro- 
portion to  the  number  of  such  groups  united 
to  the  tertiary  carbon  (see  Hydroxyl  groups.) 

Amyhne  hydrate  C2H5-C(CH3)20H-dimethyl 
ethyl  oarbinol,  b.p.  99°-100°.  The  intro- 
duction of  halogens  into  the  hydrocarbons 
increases  hypnotic  action,  as  is  shown  in  methyl 
chloride  and  chloroform.  A  similar  effect  is 
attained  in  : 

Isopral,  CCl3-CH(CH3)-0H,  triohlor-isopro- 
pyl  alcohol  (D.  K.  P.  151546),  m.p.  49°,  Bayer. 

Brometone,  tertiary-tribrom-butyl  alcohol. 
Parke  Davis  CBr,-C(0H)(CH3)2,  m.p.  167°. 

Ethers.  Methylal  (formal)  Methylen-di- 
methyl  ether,  CH2(OCH3)2,  b.p.  42°. 

Aldehydes.  Acetaldehyde  is  slightly  hypno- 
tic ;  much  more  so  is  its  polymeride,  paraldehyde. 
The  aldols  and  acetals  (ethylidene  diethyl  ether) 
possess  a  mild  effect.  The  further  introduction 
of  alcohol  groups  as  in  sugar  give  ineirt  com- 
pounds. As  cited  under  the  alcohols,  the 
introduction  of  chlorine  or  bromine  produces  a 
marked  increase  in  hypnotic  effect  exemplified 
in  chloral,  the  first  synthetic  drug.  This 
breaks  down  in  the  blood  into  urochloralic  acid, 
a  compound  of  trichlorethyl  alcohol  and  gly- 
ouronio  acid.  To  eliminate  the  secondary 
irritant  action  due  to  the  aldehyde  group, 
various  combinations  have  been  introduced. 
The  corresponding  bromine  derivatives  possess 
a  toxic  secondary  action,  whilst  those  containing 
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iodine  are  inert.  The  following  chloral  com- 
binations exhibit  the  same  efiects  as  chloral  on 
the  heart  and  respiration  without  an  irritant 
effect  on  the  stomach  since  they  split  up  in  the 
intestinal  tract. 

G?dordlamide,  CC1,-CH(0H)-NH-CH0,  chloral 
formanude,m.p.  115°  (D.  R. P. 50536),  Schering. 

Chloralimide,  CClaCHiNH,  m.p.  155°. 

Dormiol,  CCl3-CH(OH)-0-C(CH,)2C,H5,  di- 
methyl-ethyl carbinol-chloral  (D.  R.  P.  99469), 
KaUe. 

Hypnal,  Chloral-hydrate-antipyrine,  m.p. 
67°,  Hoeohst. 

Buiyl-hypnal,  Butylchloral-antipyrine,  m.p. 
70°.    ' 

.  Aromatic  aldehydes  are  usually  of  low  toxi- 
city since  they  oxidise  to  inert  acids. 

Ketones.  The  action  of  these,  like  the  alco- 
hols, is  governed  by  their  alkylgroups,,  Dimethyl 
ketone  produces  intoxication,  stimulation  of 
heart's  action,  followed  by  paralysis  of  the 
central  nervous  system,  whilst  the  diethyl  and 
dipropyl  ketones  are  mild  hypnotics,  free  from 
action  on  the  heart.  In  general,  the  aromatic  ke- 
tones are  only  slightly  hypnotic,  while  the  mixed 
aromatic  and  aliphatic  ketones  are  markedly  so. 

Hypnone  CeHjCO-CHj,  phenyl  methyl 
ketone,  b.p.  198°-200°. 

Sulphonal  group.  This  group  was  firststudied, 
medicinally,  by  Baumann  andKastin  1886-1889. 
They  are  obtained  by  oxidising  the  condensation 
products  of  ketones  and  mercaptans  and  contain 

the  basic  group  ^C<gQ*~'  'wliioli  carries  the 
hypnotic  radicles  in  the  form  of  methyl  and  ethyl 
groups.  Only  those  disulphones  which  contain 
ethyl  groups  are  active,  and  the  intensity  of  effect 
depends  upon  the  number  of  such  groups  con- 
tained in  the  molecule.  This  reaches  its  limit, 
however,  in  'tetronal,'  which  contains  four 
ethyl  groups  and  because  of  its  insolubility  fails 
to  break  down  in  the  system,  and  hence  is  almost 
inert. 

Sulphonal  (CHsljCCSOaCjHs)^,  diethylsul- 
phone-dimethyl-methaue,  m.p.  125-6°,  Bayer. 

Trional  CB.,{02EiyC{S0iCiBih.  diethyl- 
sulphone-methyl-ethyl-methane,  m.p.  76°,  Bayer. 

Carbonic  acid  deiivatives.  The  hypnotics 
under  this  heading  may  be  classed  as  derivatives 
of  carbonic  acid,  oarbamic  acid  and  urea.  Prom 
carbonic  acid,  no  narcotic  action  can  be  expected, 
since  the  free  carboxyl  group  is  toxic.  On  the 
other  hand,  the  esters  of  oarbamic  acid  (ure- 
thanes),  have  the  advantage  that  so  long  as  the 
doses  are  not  excessive,  important  life  functions 
are  not  disturbed.  Any  toxic  action,  as  collapse 
or  feeble  heart  action,  may  be  corrected  through 
the  introduction  of  an  acetyl  group.  Hypnotic 
action  is  intensified  through  increase  in  size  of 
the  alkyl  group.  Urea  is  inert  when  an  amino 
hydrogen  is  replaced  by  an  alkyl  group,  the 
product  exhibits  the  action  of  the  latter.  De- 
rivatives with  primary  alkyls  are  inert ;  tertiary 
butyl  urea  is  feebly  hypnotic ;  tertiary  aniyl 
urea  is  stronger,  whilst  the  tertiary  heptyl  urea 
is  still  more  active.  If  both  amino  groups  are 
replaced  symmetrically  by  such  radicles,  medi- 
cinal action  ceases,  owing  probably  to  excessive 
stability. 

Adcdin.    Monobromodiethyl  acetyl  urea 
(C,H5),CBrC0-NHC0NH, 
m.p..ll6°  (U.  S.  Pat.  983425),  Bayer. 


Bromural,  monobrom-»sovaleryl-urea 
(CH,)jCH-CHBr-NH-CO-NHj 
m.p.  145°  (U.  S.  Pat.  914518),  Knoll. 

Urethane  (froup.  The  urethanes  (carbamio 
acid  esters),  once  quite  popular,  have  given  way 
to  the  sulphonal  and  barbituric  acid  derivatives. 
The  latter  were  introduced  by  Schmiedebere  in 
1885. 

Urethane  CO(NHj)OC2H5,  carbamio  acid 
ethyl  ester,  m.p.  48°-50°. 

Hedonal  C0(NHa)0-CH(CH3)C3H„  methyl- 
propyl-carbinol-urethane,  m.p.  76°,  b.p.  215° 
(U.  S.  Pat.  659202),  Bayer. 

Alendrin.  The  carbamio  acid  est«r  of 
oo-dichloroisopropyl  alcohol 

(CHjCljjCHOCONHj        m.p.  82". 

Aponol,  NHjCOO-ClCHsjaCCaHs).  Amyl 
carbamate.     Zimmer. 

Although  hypnotic  action  is  obtained  by 
associating  ethyl  groups  directly  with  carbon, 
diethyl  acetic  and  malonic  acids  are  found 
to  be  -inert,  likewise  their  corresponding  amides. 
This  is  due  to  the  failure  to  replace  all  re- 
placeable hydrogens  of  the  carbon  (in  tertiary 
form).  This  is  demonstrated  by  introducing  a 
(sedative)  bromine  into  diethyl  acetamide,  thus : 

Neuronal  (CaH5)jC(Br)G0NHj,  diethylbrom- 
acetamide,  m.p.  66°,  Kalle. 

Malonyl  urea  derivatives,  CHj<^Q;^g>CO 

Neither  malonic  acid  nor  its  amide  possess 
hypnotic  action.  The  introduction  of  two 
methyl  groups  into  the  latter  is  without  effect, 
and  one  methyl  and  one  ethyl  imparts  a  mild 
hypnotic  action ;  marked,  however,  is  that  pro- 
duced through  the  presence  of  two  ethyls,  as  in : 

VeroTud     (0,Hs)2C<g°;^|>C0.     diethyl 

malonyl  urea,  m.p.  188°  (U.  S.  Pat.  782739), 
Merck  and-  Bayer.  This  very  popular  hypnotic 
is  furnished  in  the  form  of  its  soluble  sodium 
salt  (medinal).  The  introduction  of  the  propyl 
radicle  increases  the  duration  of  the  hypnotic 
effect,  whilst  tsobutyl  and  isoamyl  radicles, 
diminish  this.  A  substitution  of  the  iniide 
hydrogens  of  veronal  by  alkyls  as  well  as  that 
of  oxygen  by  sulphur  yield  toxic  bodies. 

A  mixture  of  2  parts  of  codeine  diethyl- 
malonylurea  with  one  part  of  the  sodium  salt 
is  used  as  sedative  and  hypnotic — CodeoncU 
(D.  R.  P.  239323).    Knoll. 

Chineonal.  A  compound  of  veronal  and 
quinine  which  fuses  at  132°.  Used  in  infectious 
fevers,  also  as  an  analgesic.    Merck. 

Proponal  {C3H,),C<^^;^|>C0,  dipropyl 

malonyl  urea,  m.p.  145°,  Merck  and  Bayer.  The 
hypnotic  nucleus  of  these  substances  is  evidently 
the  urea  radicle — HN'CO-NH — when  present 
in  the  cyclic  form  as  a  urelde  ;  any  change  in  the 
barbituric  acid  ring  destroys  the  hypnotic  action. 
Laminal  XitJi.^-C-GiTllC0-^iB\^CO,  phenyl- 
ethyl-malonylurea.  Veronal  in  which  an  ethyl 
is  replaced  by  a  phenyl  group.  Stronger  hypno- 
tic (U.  S.  Pat.  1051,  586).    Bayer,  Merck. 

SEDATrvES. 

This  group  serves  to  reduce  nervous  hyper- 
seijsibility  nk  an  aid  in  the  general  systematio 
treatment  .of  diseases  of  the  nervous  system. 
According  to  the  specific  purpose  for  which 
these  drugs  are  used,  they  may  be  divided  intcf 


SYNTHETIC  DRUGS  OR  MEDICINAL  PRODUCTS. 


367 


threa  classes,  namely  bromine  combinations, 
valeric  acid  esters,  and  derivatives  of  morphine. 
Bromine  combinations.  When  it  is  necessary 
to  subject  the  system  for  a  considerable  period 
to  the  action  of  bromine  and  to  avoid  the  un- 
desirable secondary  effects  such  as  usually 
accompany  the  prolonged  use  of  the  alkali 
bromides,  recourse  may  be  had  to  the  brominated 
fatty  and  albuminoid  bodies.  The  decomposition 
of  these  derivatives  usually  takes  place  in  the 
intestinal  tract. 

Bromipin.  Bromine  addition-product  of  se- 
same oil  containing  10  and  33J  p.c.  of  bromine 
(D.  R.  P.  96495),  Merck. 

Bromlecithin.  Brominated  lecithin  contain- 
ing about  30  p.c.  of  bromine  (D.  R.  P.  156110), 
A.  G.  f.  A. 

Bromalbacid.  Brominated  albumin,  6  p.c. 
bromine,  Gans. 

Bromochinol.  Quinine  dibromosalicylate, 
m.p.  197°,  Zimmer. 

Bromglidine.  Brominated  vegetable  glidin, 
Klopfer. 

BromocoU.  A  brom-tannin-gelatin,  20  p.c. 
bromine,  A.  G.  f.  A. 

Bromolein.  Brominated  unsat.  fatty  acids 
of  almond  oil,  20  p.c.  bromine. 

Lipobromol.  Brominated  poppyseed  oil, 
33  p.c.  bromjen. 

Sabromin.  Calcium  dibrombehenate,  29  p.c. 
bromine,  Bayer. 

Valeiie  aeid  derivatives.  The  replacernent 
of  a  oarboxyl  hydrogen  by  alkyl  radicles 
produces  a  distinctive  narcotic  effect,  as  in. 
stanced  by  ethyl  acetate.  Here  it  is  evident 
that  the  acid  radicle  remains  indifferent,  while,  on 
the  other  hand,  the  natural  and  synthetic  esters 
of  valeric  acid  exhibit  the  sedative  effects  of 
both  groups.  The  well-known  sedative  action 
of  valerian  is  due  chiefly  to  the  presence  of  the 
borneol  ester  of  iso- valeric  acid  now  sold  as  : 

Bornyval.  Bomyl  isovalerate,  b.p.  255°- 
260°,  Riedel. 

Bornyval,  New.    Bomyl  isovalerylglycoUate 
(CH,)jCHOH2-COO-CH2-COO-Ci„H„ 
b.p.  181°/12  mm.     Reidel. 

Brophenin.     Brom-tsovalerylphenocoU.      A 
brominated  phenetidine  derivative. 
Brovalol.    Bomylbromovalerate 
CH,-CH{CH,)CHBr-COO(CioHi,) 
b.p.  163°  (10  mm.)  (U.  S.  Pat.  930504),  Schermg. 
Eubomyl.     a-Brom-wovaleric-bomeol  ester, 
Luedy. 

Gyno  val.  /sobomeol  ester  of  tso valeric  acid, 
b.p.  132''-138°/12  mm.,  Bayer. 

lodival.  ono-iodo-t«ovaleryl  urea,  m.p. 
180°  (D.  R.  P.  197648),  KnoU. 

Quietol.  Hydrobromide  of  dimethylamino- 
dimethyl  »«ovaleryl  propyl  ester,  m.p.  105°- 
110°,  when  pure,  118°,  Poulenc. 

Validol.  Menthol  valerate;  30  p.c.  free 
menthol,  Zimmer. 

Valisan.    Bomeol-bromo-wovalerate,   bcher- 

ing, 

Valvl.    Valeric  diethylamide 
CH.-CO-NfCsHs), 
b  p.  210°  (U.  S.  Pat.  897730),  Hoechst. 

Synthetic  morphine  derivatives.  The  hy- 
droxyl  groups  are  intimately  associated  with 
the  toxic  action  of  morphine,  which,  through  Its 
narcotic  characters,  differs  from  all  other  opium 
Alkaloids,  its  action  being  chiefly  upon  the  nerve 


centres  of  the  brain.  Upon  closing  these  OH 
groups  by  substituting  one  or  both  of  the  hydro- 
gens l)y-  alkyl  or  aoyl  radicles,  the  narcotic 
characters  disappear,  while,  on  the  other  hand, 
a  spinal  excitant  (tetanic  action)  is  developed, 
increasing  with  the  number  of  alkyls  introduced. 
Thus,  oodeine  produces,  like  morphine  (but  in 
lesser  degree),  narcosis,  followed  by  an  elevated 
reflex,  which,  if  the  dose  be  sufficiently  large, 
develops  tetanic  convulsions.  Other  morphine 
esters,  as  codethyline  C,,Hi,0N(0H)0CaH5), 
and  thebaine  Ci,Hi,(OCH3)2NO,  the  latter  of 
which  is  the  most  toxic  alkaloid  of  opium,  are 
characterised  by  their  action  on  the  spinal  cord, 
the  tetanic  effects  being  identical  with  those  pro- 
duced by  strychnine.  This  action  increases 
with  the  number  and  molecular  weight  of  the 
alkyl  groups  introduced ;  hence  codethyline 
with  its  ethyl  group  is  more  intense  in  action 
than  codeine,  which  contains  but  one  methyl 
group.  The  same  may  be  said  of  the  aoyl 
compounds,  those  containing  two  such  radicles 
are  distinctly  tetanic  in  action. 

Among  all  possible  derivatives,  it  is  im- 
material as  to  whether  an  acyl  or  alkyl  radicle, 
aliphatic  or  aromatic,  is  introduced,  there  is 
practically  no  qualitative  difference  in  action  so 
long  as  the  same  hydrogen  is  replaced.  The 
more  readily  the  acid  or  alkyl  group  splits  off 
from  the  nucleus,  the  closer  the  properties  of 
the  derivative  resemble  those  of  morphine.  On 
the  other  hand,  too  great  a  stability  produces 
relatively  inert  bodies,  morphine  hydroxy-aoetic, 
propionic  or  butyric  acids  are  pharmacologically 
inactive,  whereas,  on  the  other  hand,  the  methyl 
and  ethyl  esters  of  these  acid  derivatives  pro- 
duce intense  picrotoxin-like  convulsions,  the  seat 
of  action  being  the  crura  cerebri. 

Wintemitz '  has  shown  that  codeine  and 
dionine  produce  no  effect  upon  respiration,  whilst; 
the  introduction  of  acid  radicles  increase  the  re- 
spiratory influence  of  morphine. 

In  all  instances,  the  narcotic  action  of 
morphine  is '  very  much  diminished,  while  the 
tetanic  and  also  the  action  on  the  motor  nerves 
is  increased.  The  morphine  derivatives  of  the 
codeine  type,  while  less  active  in  relieving  pain, 
exert  a  sedative'  effect  on  the  unstriped  muscles 
of  the  bronchi  and  reduce  the  disposition  to 
cough  ;  hence  are  of  value  in  phthisis,  bronchitis, 
asthma,  &o. 

Dionine.    Morphine  ethyl  ether  hydrochloride 
Ci,Hi,NO(OH)OCjHj,HCl+HjO 
m.p.  123°-125°  (D.  R.  P.  108075),  Merck. 
Herom.    Diacetyl  morphine  hydrochloride 
C„Hi,N0(0-C0CH3)s-HCI 

m.p.  230°-231°,  Bayer. 
Peronin.    Morphine  benzyl  ether  hydrochloride 
Ci,H„NO(OH)0-CHj-C,Hj-HCl    Merck. 
Morphosan.  Morphine  methylbromide,  m.p.  265  , 
Ci,H„03N(CH3)Br+HjO  ^.  ^  ,  ^ 
(D.  R.  P.  165898, 191088),  Riedel  Co. 
Knorr's'  investigations  have  demonstrated 
the  presence  of  a  phenanthrene  and  a  morpho- 
line  (oxazine)  nuclei  to  be  the  basic  ring  structure 
of  morphine.     Assuming  that  either  one  or  the 
other  of  these  rings  might  be  the  carrier  of  its 
physiological  action,  Knorr  prepared  a  naphtha- 
lan-morpholine  and  methylated  the  imid  hydro- 
gen (methyl  morphimetin) ;    the  product  was 

'  Therap.  Monfttsb,  1899.     ■  Knorr,  Bor.  27,  1144. 
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found  to  be  inert.  Vahlen  >  assuming  the 
phenanthrene  nucleus  to  be  active  centre,  pre- 
pared morphigenine  (hydrochloride  of  9-ainino- 
lO-hydroxy -phenanthrene) 

\C-0H 
JlC-NHj-HCl 

and  found  that  it  had  marked  narcotic  proper- 
ties. The  amidazole  derivative  of  this,  resembling 
morphine  and  codeine  in  its  effects,  was  called : — 
Epiosin,  4 :6-diphenylene-l-methylimazole 
CH.-C-NMev 

C,H4-C — N^ 

m.p.  195°,  Heinemann. 

Antiseptics  and  Disinfectants.^ 

Antiseptics  are  certain  chemicab  which  have 
the  power,  in  small  quantities,  to  prevent  in- 
fection or  to  arrest  the  mtiltiplication  of  bacteria, 
and  should  be  free  from  harmful  action  upon  the 
human  organism.  Disinfectants  destroy  bac- 
terial life  and  the  noxious  properties  of  putrefac- 
tive or  fermentative  products.  Usually,  small 
quantities  of  these  chemicals  are  antiseptic,  and 
large  amounts  disinfectant,  in  their  effects. 

The  great  variety  of  bacterial  life,  the  kind, 
state,  ertent,  composition,  quantity,  and  con- 
dition of  the  associated  matter,  together  with 
the  difficulty  of  fixing,  inhibiting  and  sterilising 
doses  of  disinfectants,  makes  the  subject  of 
standardisation  of  disinfectants  perplexing  and 
difficult.  An  ideal  disinfectant  must  be  able 
to  destroy  bacteria,  be  harmless  to  the  human 
organism-,  penetrative,  free  from  local  irritation, 
toxic  action  and  disagreeable  odour.  Very  few, 
if  any,  of  the  disinfectants  are  adapted  for 
universal  use  because  of  the  great  variety  of 
conditions  presented,  hence  each  product  is 
adapted  for  some  special  field  of  work. 

Internal  antisepsis  is  not  attainable,  because 
if  the  antiseptic  were  sufficiently  powerful  to 
destroy  bacteria  it  must  necessarily  exhibit  a 
toxic  action  on  the  human  system.  However, 
in  certain  lines,  this  class  of  antiseptics  serve 
admirably  in  inhibiting  the  development  of 
milder  types  of  bacteria  and  neutralising  the 
action  of  toxins  in  infections  of  the  respiratory 
and  urinary  tracts.  Combinations  of  bismuth 
and  various  antiseptics  have  become  popular 
in  treatment  of  intestinal  disturbances  due  to 
fermentative  changes  or  infection. 

Inorganic  antiseptics.  More  important  and 
recent  are  fluorol  (sodium  fluoride),  calcinol 
(calcium  iodate),  dymal  (didymium  salicylate), 
aluminium  fluoride,  iodine  trichloride  and  tri- 
bromide,  magnesium  permanganate,  vanadio 
acid,  sodium  perborate. 

Peroxides.  The  peroMdes  of  the  alkaline 
earths  possess  aritifermentative  as  well  as  anti- 
septic action  owing  to  their  generation  of 
hydrogen  peroxide  and  liberation  of  oxygen 
when  in  contact  with  water.  Commercially 
known  are  the  peroxides  of  magnesium  (D.  R.  P. 

'  Arch.  exp.  Pharmakol,  47,  50,  Zeitsch.  physiol. 
Chein.39. 

2  Standardizing  of  Disinfectants,  J.  Royal  Institute 
of  Public  Health,  London,  1908;  Experimentelle 
Pharmakologte.  H.  Meyer  and  R.  Gottlieb,  Berlin, 
1910;  Jour.  Hygiene,  London,  vof.  viii,,  No.  5,  Chick 
and  Martin ;  Jour.  Amer.  Medical  Assoc,,  vol.  Iv.  d. 
1636,  Post  and  Nlcoll. 


171372),  calcium,  strontium  and  zinc  (D.  R.  Pi 
171372);  also, sold  under  copyrighted  titles  as 
Gorit  (CaO,),  Biogen  (MgOj),  Dermogen  and 
Ektogen  (ZnO,). 

Colloidal  silver  is  sold  as  Collargol  (Heyden) 
and  Lysargin  (Kalle). 

'  Alnminliim,  organic  salts.  These  combine 
the  astringent  properties  of  aluminium  salts 
with  the  disinfectant  action  of  the  respective 
organic  acids. 

Aluminium  aceto-tartrate  'Alsol.'  Aethenstaedt. 
„.        salicylate '  Salumin.'  Riedel. 

„         zinc  acetate  '  ZinoL'         Lewiusohn. 
„         boro-formiate. 
„  „   tartrate  '  Bora,!.* 

„         caseinate. 

„         formiate '  Alformin '  Elb.  ' 

„         gallate,  basic,  '  Gallal '  Riedel. 

„         ^-naphthol  disulphonate  '  Alumnol ' 

Hoechgt. 
„         j)-phenol  sulphonate  '  Sozal.' 
„         potassium  salicylate.    Alkasal' 

Aethenstaedt, 
„         sodium  acetate  '  Acetonal ' 

Aethenstaedt. 
„         Eozoiodolate  Trommsdorf. 

„         boro-tannate  'Lutol.' 
Bismuth   organic  salts  are  of   use  in  gas- 
tric or  intestinal  disturbances,  the  compounds 
splitting    up    into    their    constituents.    Only 
those  sold  under  registered  names  are  given. 
Bismuth  albuminate  '  Bismutose  '  Kalle. 

„        bilacto-monotannate  '  Lactanin.' 
„        bitannate '  Tannismut '  Heyden. 

„  borophenate  '  Marcasol.' 
„  chrysophanate  '  Dermol." 
„        cinnamate '  Hetoform '  Kalle 

„        colloidal '  Bismon '  KaUe. 

„        dithiosalioylate  '  Thioform '       Speyer. 
„        gallate  '  Dermatol.' 
„        iodo-resoroin-sulphonate  '  Anusol ' 

Sobering. 
„  „    gallate  '  Airol '  La  Booho. 

,,  „    salicylate  '  lodylin.' 

„    tannate   '  Ibit '  G.  C.  I.      BaseL 
methylene  digallate  '  Bismal '    Merck. 
„        /3-naphthalate  '  Orphol '  Heyden. 

,,        nosophenate  '  Eudoxin '        Rhenania. 
,,        para-nucleinate  '  Parabismut.' 
„        pyrogallate  '  Helcosol '  Merck. 

„        quinolin-sulphocyanate  '  Crurin  ' 

Kalle. 
„        tetrabrompyrocatechin  '  Noviform ' 

Heyden. 
„        tribromphenate  '  Xeroform  "    Heyden. 

Mercurial  antiseptics  and  mercurials.  The 
value  of  mercury  in  treatment  of  syphilis  and 
also  in  antiseptics,  has  brought  out  a  great 
variety  of  combinations,  some  of  which,  because 
of  their  ready  solubility,  freedom  from  irritation, 
and  slow  elimination  from  the  system,  are 
especially  adapted  for  subcutaneous  and  intra- 
muscular injection.  Others  represent  antiseptics 
equal  in  value  to  corrosive  sublimate  yet  free 
from  its  objectionable  action  on  instruments. 
With  a  fewexceptions,  onlysuch  as  are  marketed 
under  registered  names  are  enumerated.  Others 
are  given  in  Merck's  List. 
Apallagin^    Mercury  nosophen  (tetra-iodo-pben- 

olphtalein),  Hoechst. 
Asiphyl.    Mercury  atoxyl  (paranilide  arsenate). 


SYNTHETIC  DRUGS  OR  MEDICINAL  PRODUCTS. 


Antlperiostin.     Mercury  iodocantharidate  (D.  R. 

P.  193219),  A.  Klein,  Berlin. 
Asterol.    Mercury    p-sulphophenate   with  am- 
monium tartrate  (D.  R.  P.  104904),  La  Koche. 
Calomelol.    Colloidal  calomel  (U.  S.  Pat.  740855) 

Heyden.    , 
Enesol.    Mercury  salicylo-arsenate,  Clin  &  Co., 

Paris. 
Hermophenyl.  •  Mercury  sodium  disulphonate, 

Merck. 
Hydrargol.    Mercury  succinimid,  Gehe  Co. 
Hydrargotin.     Mercury 'tannate.  Hell  Co. 
Hydrargyroseptol.     Quinoline   mercury-sodium 

chloride,  Fritzsche. 
Hyrgol.    Colloidal  mercury,  Heyden. 
Ldvurargyre.    Mercury    nucleoproteid,   Adrian, 

Paris. 
Mercury  phenates.  The  monophenol  deri- 
vative, which  is  quite  unstable  in  the  body, 
is  a  valuable  mercurial,  whilst  the  diphenyl 
mercury  is  very  poisonous  because  of  its  cumu- 
lative action.  Dimethyl  and  diethyl  mercury 
are  similar.  Such  organic  salts  as  the  benzoate, 
tribrom-phenol  acetate,  &c.,  when  used  sub- 
cutaneously,  accumulate  locally  and  frequently 
produce  mercurial  poisoning. 

Mercury  ethyl  chloride,  albuminate,  cacody- 
late  and  mercuric  chloride-urea  are  used  sub- 
cutaneously. 

Anogon.  Mercury-salt  of  diiodo-p-phenolsul- 
phonic  acid  (30  p.o.  iodine  and  50  p.o.  mer- 
cury), TrommsdorfE. 

Mercurol.  Mercury  nucleinate  (U.  S.  Pat. 
637355),  Parke,  Davis. 

Mercuriol.    Mercury  amalgam  with  aluminium, 

Mercochinol.  Mercury  hydroxy  quinoline  sul- 
phonate,  Fritzsche. 

Mergal.  Mercury  choleate  with  albumin  tan- 
nate,  Riedel. 

Meriodin.  Mercury  soziodolate  (di-iodo-j)- 
phenolsulphonate). 

Phenegol.  Mercury  potassium  p-nitrophenol 
sulphonate. 

Sublamine,    Mercuric  sulphate  ethylenediamine 
,(U.  S.  Pat.  726125),  Sobering. 
Copper  compounds. 

Cupratin.  Copper  albuminate. 

Cupriaseptol.  Copper  m-phenolsulphona  te,  Ga- 
walowski,  Berlin. 

Cuprol.    Copper  nucleinate,  Parke  Davis. 

Organic  silver  antiseptics.  Although  it  is  one 
of  the  standard  remedies  for  the  treatment  of 
infected  and  inflammatory  conditions  of  mucous 
surfaces,  silver  nitrate  possesses  an  irritating 
and  caustic  action  which  greatly  restricts  its 
usefulness.  Apart  from  this,  it  has  only  a 
limited  penetrating  power,  due  to  the  fact  that 
it .  is  precipitated  oy  albumin  and  sodium 
chloride,  ordinary  constituents  of  tissues  and 
their  secretions.  This  is  a  serious  disadvantage, 
since  many  of  the  conditions  in  which  it  is  em- 
ployed are  due  to  micro-organisms,  which  are 
found  not  only  in  the  superficial,  but  also  in  the 
deeper  portions  of  the  mucous  surfaces,  and 
hence  cannot  be  reached  by  solutions  of  this 
chemical,  owing  to  the  formation  of  an  insoluble 
silver  albuminate  in  the  upper  layers.  The 
recognition  of  these  drawbacks  has  led  to 
the  many  new  organic  compounds  of  silver 
now  on  the  market.  The  older  organic  salts 
have  heen  practically  superseded  by  the  protein 
Vol.  v.— r. 
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compounds.    They     are    non-irritating     when 
properly  employed  and  are,  with  few  exceptions, 
unaffected    by    either    albumin    or    chlorides. 
They  should  never  be  boiled  nor  mixed  with, 
drug  extracts. 

Albargin.  Gelatose  silver  (15  p.c.  silver)  (D.  R.  P. 
146792)  Hoeohst. 

Argentamine.  Ethylene  diamine  silver  nitrate 
(10  p.o.   silver   nitrate)  (D.    R.   P.   74634), 

Schering. 

Argentol.  Silver  quinaseptolate  (31-7  p.e. 
silver)  Fritzsohe. 

Argonih.  Casein  silver  (4-3  p.o.  silver)  (U.  S. 
Pat.  575277),  Hoechst. 

Argyrol.  Silver  vitellin  (20-25  p.o.  silver), 
Barnes. 

Hegonon.  Ammonio-silver  nitrate  albumose  (7 
p.o.  Ag)  (U.  S.  Pat.  567412),  Schering. 

Ichthargan.  Silver  sulphoichthyolate  (30  p.o. 
silver),  Merck. 

Nargol.  Silver  nucleinate  (10  p.c.  silver),  Parke 
Davis. 

Novargan.  Silver  proteinate  (10  p.c.  silver) 
(U.  S.  Pat.  19989),  Heyden. 

Omorol.    Protein  silver  (10  p.o.  silver),  Heyden. 

Protargol.  Protein  silver. (8-3  p.c.  silver)  (U.  S. 
Pat.  615970),  Bayer. 

Sophol.  Methylene  nucleinio  acid  silver  com- 
pounds (20  p.o.  silver)  (D.  R.  P.  852545),  Bayer. 

Silver  salts.  Citrate  ( Itrol,  Heyden ) ;  electrolytic 
colloidal  silver  (Electrargol,  Heyden) ;  eoso- 
late  (acetyl  guaiacol-tri-sulphonate) ;  fluoride 
(lachiol);  lactate (Actol, Heyden);  picronitrate 
(Picratol,  Wyeth) ;  sulphophenate  (Silberol). 
Colloidal  silvers  are  Oollargol  (Heyden), 
argoferment  (Fritz),  and  Syrgol  (Siegfried). 

Inorganic  salts  ol  nucleinic  acids.  Nucleinic 
acid,  a  substance  common  to .  the  blood  cor- 
puscles, organs,  and  vital  tissues  of  the  animal 
organism,  has  suggested  itself  as  a  means  for  the 
more  ready  and  effectual  administration  of 
metals.  The  hypothesis  that  inorganic  salts  of 
the  heavy  metals  pass  into  the  blood  only  so  far 
as  they  combine  with  the  nucleinic  acid,  would 
seem  to  offer  sufficient  ground  for  the  artificial 
preparation  of  derivatives  which  would  be  more 
readily  absorbed  and  utilised  in  the  human 
organis'm.  Apart  from  this,  certain  of  these 
combinations  are  especially  adapted  for  external 
use  as  antiseptics  because  of  their  penetra- 
bility,  freedom  from  irritation  and  decom- 
position by  contact  with  albuminoids.  These 
combinations  comport  themselves  quite  differ- 
ently from  the  other  more  common  organic 
salts,  in  that  the  usual  inorganic  reagents  fail 
to  produce  any  of  the  characteristic  quali- 
tative reactions.  For  example,  copper  nuclein- 
ate fails  to  turn  blue  upon  the  addition  of  am- 
monia water,  nor  does  it  react  with  hydrogen 
sulphide.  The  addition  of  chlorides  fails  to  pre- 
cipitate silver  from  these  organic  combinations. 

Nucleinic  acid  may  be  obtained  from  the 
blood,  salmon  spe»m,  and  yeast ;  from  the  latter 
source  the  acid  is  prepared  by  extracting  with 
an  alkali,  when,  after  acidifying  vrith  acetic  acid, 
the  albuminoids  are  coagulated  by  heating  to 
75" ;  from  the  filtrate  the  crude  nuclein  is 
precipitated  by  means  of-  acidified  alcohol. 
Purification  is  effected  by  careful  oxidation  with 
permanganate.  The  slightly  alkaline  nuclein 
solution  ia  then  brought  into  reaction  with  the 
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salts  of  silver,  mercury,  iron,  &c.,  and  then 
precipitated  by  the  addition  of  alcohol  and 
a  neutral  salt.  In  such  combinations  as  the 
nuoleinate  or  other  albumin  derivatives  of  the 
metals,  the  latter  are  retained  in  the  albumin 
molecule  in  a  masked  (larvated)  state,  beyond 
the  reach  of  the  usual  inorganic  reagents.  In 
the  case  of  the  iron  preparations  we  have  a 
ready  means  of,  distinguishing  thi?  masked 
metal  from  that  present  in  the  form  of  the 
ordinary  organic  salts,  as  the  peptonate,  lactate, 
&o.,  in  the  well-known  Macallum's  test.  This 
consists  in  adding  a  few  drops  of  a ,  1  p.c. 
solution  of  haematorylon  to  the  solution  of 
the  preparation^  whereby  a  blue  to  blue-black 
coloration  ensues  if  it  belongs  to  the  latter  class. 
Ouprol.  Coppernuoleinate(6p.c.),  Parke  Davis. 
Argyrol.  Silver  vitellin  (30  p.c),  Barnes  Co. 
Ferratogen.  Iron  nucle'nate,  Basel,  C.  F. 
Merourol.  Mercury  nuolsinate  (10  p.c.)  (U.  S.  Pat. 

637355),  Parke  Davis. 
Nargol.    Silver  nucleinate  ( 10  p.c. ),  Parke  Davis. 

Organic  iodine  derivatives. — External  iodo- 
form type.  The  organic  iodine  combinations 
are  our  standard  antiseptics,  especially  intended 
for  dry  local  application.  Their  bactericidal 
effect  depends  upon  the  action  of  the  alkaline 
wound  secretions  in  splitting  up  the  com- 
pounds into  their  component  parts.  Iodoform 
is  antiseptic  only  under  conditions  in  which 
iodine  is  slowly  eliminated.  The  newer  com-, 
binations  have  aimed  at  overcoming  the  objec- 
tionable odour  and  occasional  tendency  to  iodine 
poisoning  peculiar  to  iodoform,  also  to  combine 
a  lower  percentage  of  iodine  with  an  antiseptic 
nucleus,  securing  thereby  a  milder  iodine  effect 
in  conjunction^  with  that  of  the  nucleus.  ■  Many 
of  this  class  are  of  considerable  value. 

Aristol.    Diiodothymol 

[C,H,(0I)(CH3)-C,H,],  Bayer. 

Chrysoform.        Dibrom-diiodo-hexamethylente- 
tramine  Merck. 

Diiodof  orm.     Ethylene  periodide,  Cjlj,  Schering. 
Europhen.    Ditsobutyl  cresol  iodide 
C.H,(C,H5)(CH,)(0I)-C,Hj(CH,)(:  0)(CiH,) 
m.p.  110°  (U.  S.  Pat.  495204),  Bayer. 
Formidin.    Methylene  disalicylic  iodide 

CisHioOzIs     "        Parke  Davis. 

Griserm.     Isomeride  of  loretin  (D.  R.  P.  187943) 

Oriserin  Werke,  Berlin, 

lodanisol.    o-lodo-anisol  CjH^I-OCHj,  m.p.  47° 

Merck, 
lodocrol.  Carvacrol  iodide  CjjHjjOI,  Merck, 
lodoformal.  lodoformin  ethyl  iodide,  m.p.  128° 
(D.  R.  P.  87812),  Marquart. 
lodoformin.  Hexaniethylenetetramine  iodoform 
CHl3(CF2),N4  m.p.  178°,  Marquart. 
lodoformogen.     Iodoform  albumin 

(D.  R.  P.  95580),  Knoll, 
lodogallicin.       Bismuth     hydroxyiodidemethyl 
gallol     C,Hj(0H),(C00CH3)(0Bi-I-0H) 

•  Sandoz. 

lodol.    Tetraiodopyrrol  CJiNH 

(D.  R.  P.  35120),  Kalle. 
lodolen.     Iodised  albumin.  Kalle. 

lodolin.     Quinoline  chloromethyl-iodo-chloride. 
lodophenin.     lodophenacctin,  m.p.  130° 

(D.  R.  P.  68404),  Riedel. 
ludothymoloform.    Iodised  thymoloform 

m.p.  150°,  Henning. 


lodozol.    Sozoiodolic  acid  (diiodo'  p-phenolsut- 

phonic  acid)  C.H,l3(OH)SOaH+3HjO      , 

Trommsdorf. 
lothion.     av-diiodopropane-ZS-ol 

CHjI-CH(OH)CHjI  Bayer. 

Isoform.    j)-Iodoxy  anisolei  C,H4(OCH,)I02 

•  (D.  R.  P.  161725),  Hoechst. 

Loretin.  3-Iodo-4-hydroxy quinoline-  1-sulphonio 

acid  (D.  R.  P.  72924)i  Sohuchardt. 

Losophan.    Tri-iodo-metacresol 

CH5-(J,HI,-0H    m.p.  121°,  Bayer 
Nosophen.    Tetra-iodo-phenolphthalein 

(D.  R.  PP.  86069, 143596),  Rhenania. 
Sanoform.     Di-iodo-sahcylic  methyl  ester 

C,Hj(C00CH3)(0H)I,    m.p.  110-5°,  Hoechst. 
Traumatol.     Mono-iodo-cresol,    Chevriet    and 

Kraus,  Paris. 
Vioform.     lodo-chlor-hydroxyquinoline 

C9NHe(0H)ICl  (D.  R.,P.  117767),  Basel. 
For  internal  use.  These  are  intended  to 
replace  the  alkali  iodides,  claimed  to  be  free  from 
disagreeable  taste,  digestive  disturbances,  and 
tendency  to  produce  iodism. 
lodalbacid.  Iodisedalbumin(10p.c.iodine),Gans. 
lodalbin.    Iodised  albumin  (21-5  p.c.  iodine), 

Parke  Davis, 
lodeigons.    An  a-iodised  albumin  (20  p.c.  iodine), 

sodium  salt  (15  p.e.  iodine),  HeUenberg. 
j8-Eigon,  an  iodised  peptone, 
lodglidin.     Iodised    gluten    (10    p.c.    iodine), 

Klopfer.  ^ 

lodin.     Iodised  arachis  oil. 
lodipin.    Io_dised  sesame  oil  (10  and  25  p.c- 

jodine)  (D.  R.  P.  96495),  Merck, 
lodival.    lodo-monoiso-valeryl  urea 

■     (CH3)iiCH-CHI-C0-NH-G0-NHj 

m.p.  180°  (D.  R.  P.  197648),  Knoll.. 
lodlecithin,  7  to  8  p.c.  iodine  (D.  R.  P.  155629), 

Riedel. 
lodomenim.    Iodised  casein  containing  bismuth 

(10  p.c.  iodine)  (D.  R.  P.  177109),  Wuelfing. 
lodothyrin.    Lactated  active  principle  of  thy- 
roid gland  (U.  S.  Pat.  686648),  Bayer, 
lodyloform.     Iodised  gelatin  (10  p.c.  iodine), 

Kohlmeyer. 
Sajodin.    Mono-lodo-behenate  of  calcium  (5  p.c. 

iodme)  (U.   S.   Pat.   848230).     Iron  sajodin 

contains  in  addition  5'7  p.c.  Fe.  Bayer. 
Formaldehyde  derivatives.  Formaldehyde  is 
still  sold  under  registered  names  such  as 
Formal,  Pormysol,  Holzin,  Camolin,  Methylal, 
Steresol.  It  has  virtually  supplanted  all  other 
embalming  fluids.  On  account  of  the  readiness 
with  which  it  forms  non-irritating  condensation- 
products,  the  formaldehyde  derivatives  have 
been  favourably  received.  These  combinations 
Usually  form  inodorous  powders  which,  when  in 
contact  with  the  alkaline  wound  secretions, 
break  up  with  liberation  of  formaldehyde. 
Amyloform.    Formaldehyde-starch   (D.    R.   P.' 

92259),  Gans. 
Ghinoform.         Cinchotannicacid -formaldehyde, 

also  quinine  formiate. 
Chrysoform.  Dibrom-monoiodo  -hexamethy- 

lene  tetramine. 
Empyroform.     Formaldehyde  tar  condensation 

product,  Schering  (U.  S.  Pat.  761260). 
Euguform.        Acetylated-methylene     guaiacol, 

Guestrow. 
Formaldehyde  casein,  Merck. 
Formicin.    Formaldehyde  acetamide  compound, ; 

Kalle. 
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Forman.    Chloromethyl-menthyl  ether 

Ci„H„OCHsCl 

b.p.  160°  (16  mm.)  (D.  R.  P.  119008),  Lingner. 

Fortoin.    Methylene  dicotoin  (D.  R.  P.  104362). 

CHi(CuHnOj)j    m.p.  211''-213°,  Zimmer. 

Glutol.   Formaldehyde  gelatin  (D.  R.  P.  104365), 

Schering, 
Phenyform.    Condensation  product  of  formalde- 
hyde and  phenol  [C,H4{OH)CHjOHLCH20 
Phenyform  Co.,  Berlin. 
Tannoform.    Methylene  ditannin  CH2(CiiH,Ob)2 
(D.  R.  P.  88841),  Merck. 
Thymoloform.    Condensation  product  of  form- 
aldehyde and  thymol 

(C,Ha(CH3)(C3H,)0)2CHj  Henning. 
Sulphurated  products.  Salts  of  sulphonated 
tars  obtained  by  the  destructive  distillation  of 
fossilised  fish  or  from  petroleum  are  used  as 
antiseptics.  The  first  of  this  class  to  be  intro- 
duced was : 

Ichthyol,  the  ammonium  salt  of  so-called 
iohthyol-sulphonio  acid  obtained  by  sulphona- 
ting  the  fossilised  fish-tar.  Other  combinations 
are  ichthalbin  (ichthyol  albumin),  ichthargan 
(ichthyol-silver),  iohthermol  (iohthyoL  mercury), 
ichthof orm  (ichthyol formaldehyde),  ichthyolidin 
(piperazin  ichthyolate),  etc.  Cordes  and  Merck. 
Products.of  similar  nature  are  isarol,  petro- 
sulfol,  sulfogenol,  ichthosulfol,  ichthynat. 
Hafalan,    similar    to    naftalan,    Kafalan    Co., 

Magdeburg. 
Naftalan.    Distillations-residue,  free  from  resin 
and  asphalt,  obtained  from  Caucasian  petro- 
leum mixed  with  sodium  stearate,  Naftalan 
Co.,  Dresden. 
Thiol.    Sulphurated  paraffin  oil  (D.  R.  P.  38416), 

Riedel. 
Thiogenoli    Sulphonated  sulpho-oil.  La  Roche. 
Sulfidol.    CoUoidal  sulphur  (D.  R.  P.  164664), 

Heyden. 
Thilaven.    A  solution  of  linalylacet-thiozonide 
in  an  alkali  thiozonate,  5  p.c.  total  sulphur, 
HeUenberg. 

Antiseptics  ooNTADtDrG  Pebnol  Nuclei. 

During  the  last  few  years  very  few  new 
flerivatlves  of  this  class  have  appeared,  although 
much  work  has  been  acoomphshed  in  tracing 
the  groups  to  which  their  destructive  action  on 
^pathogenic  bacteria  is  due.  The  caustic  action 
of  phenol  on  the  skin  and  mucus  surfaces  resides, 
without  doubt,  in  the  hydroxyl  group  which  is 
also  common  to  its  homologues.  The  local 
antiseptic  properties  decrease  with  an  increase 
in  the  number  of  hydroxyl  groups  as  is  the  case 
with  resorcinol  and  pyrogaUol.  Their  toxicity 
increases  with  the  number  of  hydroxyls.  The 
relative  positions  occupied  by  these  groups 
determines  likewise  relative  toxicity, .  thus  the 
o-dihydroxybenzene  (pyrocatechol)  is  the  most 
toxic,  while  the  meta  (resorcinol)  is  the  least. 
The  toxicity  of  phenols  diminish,  while  anti- 
septic properties  increase,  by  the  introduction 
of  alkyl  radicles  in  the  nucleus  (cresol). 

If  the  hydroxyl  groups  be  closed  by  etherifioa- 
tion,  the  phenols  lose  their  peculiar  caustic  and 
antiseptic  action  as  with  veratrole,  anisole,  and 
phenetole.-  That  this  is  not  the  case  with  the 
eWroles  is  due  to  an  active  double-linked  side 
chain.  In  the  same  way  the  relative  toxicity  of 
the  polyhydric  phenols  is  diminished  by  intro- 
duction of  acid  radicles  in  place  of  the  hydroxyl 


hydrogens.  Thus,  such  esters  of  pyrogallol  as 
eugallol  (mono-acetate),  lenigalloi  (tri-acetate) 
and  saligaUol  (di-salicylate)  are  comparatively 
non-toxic  owing  to  their  insolubility  and  the 
slowness  with  which  they  break  up  when  applied 
to  a  mucus  surface. 

If  a  carboxyl  group  is  introduced  into  the 
benzene  ring,  an  acid  (benzoic)  of  low  antiseptic 
power  and  but  slight  medicinal  activity  results, 
which,  however,  increases  with  the  molecular 
weight  of  the  entering  acid,  as,  for  example, 
phenylacetic  acid,  phenyl  propionic  acid,  and 
phenyl-butyric  acid.  On  the  other  hand,  the 
antiseptic  powers  of  the  aliphatic  acids  increase 
with  decreasing  molecular  weight.  Whilst  the 
entrance  of  chlorine  in  aliphatic  bodies  lends 
hypnotic  and  narcotic  properties,  the  replace- 
ment of  hydrogen  in  the  benzene  nucleus  by  a 
halogen  raises  the  antiseptic  properties  of  the 
substance.  No  hypnotic  action  is  discernible, 
since  the  human  organism  is  incapable  of  splitting 
the  halogen  off  from  the  nucleus.  A  comparative 
study  of  the  relationship  between  chemical  con- 
stitution and  disinfectant  action  of  antiseptics 
by  Bechhold  and  Ehrlich  (Zeitsch.  Physiol. 
Chem.  1906,  47,  173),  has  cleared  upthis  sub- 
ject in  a  remarkable  manner.  The  experiments 
were  carried  out  on  diphtheria  bacilli  and 
other  pathogenic  bacteria  as  B.  coli,  pyocyaneus, 
typhi,  &o. 

1.  The  introduction  of  halogens  in  phenol 
raises  the  disinfectant  action  corresponding  to  the 
number  of  halogen  atoms  (1  mol.  of  penta  brom- 
phenol  is  the  equivalent  of  600  mol.  of  phenol). 

2.  The  introduction  of  alkyl  groups  in  phenol 
and  halogen  phenols  increases  disinfectant 
action  (tribrom-o-cresol  is  20  times  as  active  as 
tri-brom-phenol ;  tetra-brom-o-cresol  is  in  effect" 
260  times  as  active  as  phenol  and  half  as  toxic), 

3.  The  direct  linkage  of  two  phenols  or 
halogen  phenols  through  agency  of  a  CHj  or 
CHOH  or  CHOCH3  or  CHOCjH ,  group  increases 
antiseptic  action. 

4.  The  union  of  two  phenol  groups  through 
CO  or  SOj  lessens  disinfectant  action. 

6.  The  introduction  of  COOH  group  into  the 
nucleus  lessens  disinfectant  -action. 

Among  the  newer  disinfectants  of  high  anti- , 
septic  powers  against  pathogenic  bacteria  are  : 

Tetrabrom-o-cresol  (almost  non-toxic)  arrests 
diphtheria  bacilli  in  a  dilution  of  1  to  200,000 
(phenol  1  to  800).  In  dilution  of  1  to  320,000 
destroys  bacteria  in  24  hours. 

Tetrabrom-o-diphenol  (slightly  toxic),  a  dilu- 
tion of  1  to  640,000  corresponding  to  1  to  800 
of  phenol. 

Hexabromodihydroxydiphenylcarbinol  (non- 
toxic) dilutions  of  1  to  200,000  corresponding' to 
1  to  800  of  phenol. 

The  introduction  of  halogens  in  phenol  de- 
presses at  first  the  toxicity,  increasing  and  reach- 
ing a  maximum  in  the  penta-halogenphenol.  The  " 
tri-halogen  derivative  is  equally  toxic  with  phenol. 

The  introduction  of  the  CH,  group  com- 
pensates the  toxic  action  of  halogens, 
Acetozone.    Acetyl  benzoyl  peroxide 
CHjCOO-O-COCH, 
m.p.  36-6°  (U.  S.  Pat.  710006),  Parke  Da-ris, 
Aatinosin.    Nosophen  sodium.    See  Nosophen. 
Antisepsin   (asepsin)    j>%brom-acetanilide,  m.p. 
165°,  Benzonaphthol.    Benzo-;3-naphthol 

G,H5-COOOioH,    m.p.  110°,  Hoeohst, 
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BromoL    Tribrbmophenol,  m.p.  95°,  Heyden; 
Biomotan.    Btomtannin  methylene  urea, 

VosfldnkeL 
Ciunosol.    Normal  hydroxyquinoline  sulphate 

(C,NH,0)jHsiS04 
in.p.  175°-177-5°  (U.  S.  Pat.  906918),  Fritzsche. 
Chiysoidin.  Diaminoazobenzene  hydiochloilde 
C,H5N:N-C.H,(NH,),-Ha 
Cresol  preparations.  Because  of  the  in- 
solubility of  this  antiseptic,  different  methods 
of  suspending  it  in  water  haVe  been  resorted 
to.  One  class  employs  fats  or  resin  mixed 
with  pure  or  crude  cresols  which  are  then 
saponified.  Among  this  class  are  creolin 
(Pearson),  creosapol  (de  Haen),  oreosolin,  cyUin 
(Jeyes  Co.,  London),  lysol  (Schuelke  and  Mayer), 
&c.  Another  class  sulphonate  or  acetylate 
cresols  as  solveol  (Heyden),  sanatol  (Leonhardt), 
kresulfol  (Biedel),  kresin  (Schering).  , 
Diaphtherin.     Hydroxyquinaseptol 

(C,H,N-OH)2C,H4(OH)S03H 

m.p.  85°,  Hoechst. 
Epicarine.     ai-Naphthoxy-o-hydroxytoluic  acid 
COaH-C,H3(OH)CHjOCi„H, 
(U.  S.  Pat.  671622)  m.p.  190°-195°,  Bayer. 
Euguform.    Acetylated  methylene  diguaiaool, 

Hiuringhaus. 
Europhen.    Isobutyl-o-cresol  iodide 
C,H,(C.H,)(CH,)(OI)-C,H,(CH,)(:0)(-C,H,) 
m.p.  110°  (D.  R.  P.  66830),  Bayer. 
Euphorin.    Phenyl  urethane 

CO(NH-C,H,){OCjHj)    m.p.  50°,  Heyden. 
Hetocresol.    TO-Cresol  cinnamate 

m.p.  65°  (D.  R.  P.  99567),  Kalle. 
Lygosins.    Sodium  and  quinine  Salts  of  diozy- 
dibenzalacetone 

CO :  (CH:  CH-C,Hj-ONa)j+7H20 

(D.  R.  P.  110521),  Zimmer. 
I^izin.    Zinc  sulphanilate.  Burroughs. 
Nosophen.    Tetra-iodo-phenolphthalein 

(D.  R.  P.  143596),  Rhenania. 
Paralysol.    Solid  cresol  combination 

C,H4(CH,)OK-3C,H,(CH,)-OH  m.p.  146°. 
,  Of.  value  in^ranulative  processes  is  amino- 
azo-toluene  rendered  not  toxic  by  acetylation 
of  its  amino  group,  and  called  cuovemin,  m.p. 
185°  (A.  G.f.A.).  Pdlidol,  colourless  diacetyl 
amino-azo-toluene  (A.  G.  f.  A.)  is  an  improve- 
ment on  Scarlet  R  (amino-azo-toluene  coupled 
with  jS-naphthoI). 

Antiseptics,  talternal.  This  class  is  chiefly 
employed  in  diseases  of  the  air  passages.  Apart 
from  their  antiseptic  properties,  the  phenols 
possess  more  or  less  of  an  analgesic  and  local 
ansesthetic  effect  which,  however,  cannot  be 
utilised  unless  substitution  be  resorted  to  in 
order  to  eliminate  the  caustic  effect  of  the 
hydroxyl  already  referred  to.    Guaiacol 

(C,H.(0H)0CH,(1:2) 
possesses  in  general  an  action  similar  to  phenol 
and  pyrocatechol,  but  is  less  toxic  and  caustic 
and  has  greater  antipyretic  effect.  Because  of  its 
disagreeable  taste  and  more  irritant  action  upon 
the  stomach  compared  with  guaiacol,  creosote  has 
been  largely  replaced  by  the  former.  Guaiacol 
and  its  preparations  excite  the  nervous  centres, 
stimulating  thereby  the  assimilative  processes, 
also  the  activity  of  the  leucocytes,  elimination 
of  the  bronchial  secretions  and  kidneys.  The 
undesirable  caustic  and  secondary  effects  of 
guaiacol  and  creosote  formerly  militated 
against  theiz  more  general  use  until  the  in- 1 


fluence  of  substituting  groups  was  better  ftndef- 
stood.  As  has  been  pointed  out,  the  toxicity  of 
the  dihydroxybenzenes  depend  on  the  presence 
of  the  free  OH  groups,  reaching  a  maximum 
convulsive  effect  in  pyrocatechol.  If  both  hy- 
droxyls  are  methylated,  the  product  (veratrole) 
becomes  three  times  less  toxic  than  guaiacol, 
\nth,  however,  a  disappearance  of  medicinal 
action.  One  hydroxyl  must  remain  free  or 
loosely  covered  if  we  desire  to  retain  the  specific 
properties  of  guaiacol.  One  method  of  accom- 
plishing this  is  shown  in  the  carbonic  acid  esters 
as  duotal  or  creosotal,  which  are  tasteless  and 
non-irritant.  The  easily  hydrolisable  organic 
acid  esters  as  benzosol,  styracol,  &c.,  are 
perhaps  more  readily  absorbed  iu  the  intestinal 
canal.  Another  class  of  derivatives  with  a  free  ■ 
hydroxyl  group  in  which  the  nucleus  is  sub- 
stituted are  the  ortho-guaiacol  sulphonic  acid 
(thiocol),  the  para  defivative  (monotal)  possesses 
an  undesirable  actio\i  on  the  stomach.  Con- 
densation-products with  formaldehyde  in  which 
two  guaiacol  radicles  are  linked  by  means  of  a 
methylene  group  (p^teumin,  euguform,  pulmo- 
form)  liberate  formaldehyde  in  minute  traces. 
These  products  are  quite  insoluble,  breaking 
up  very  slowly.  Substitution  in  the  nucleus, 
while  yielding  more  soluble  compounds,  di- 
minishes medicinal  activity, 

Aethacol    (thanatol).        Pyrocatechin     mono- 
methyl  ether  b.p.  210°,  Kalle. 
Benzosol.     Guaiacol  benzoate 

C,HbCOOC,H40CH3 
m.p.  60°  (U.  S.  Pat.  453035),  Hoechst. 
Caoodyliacol.     Guaiacol  cacodylate 

C,Hj(0CH,)-As(CH,)j02        Merck. 
Creosotal.    Creosote  carbonate  (U.  S.  Pat.  Exp. 

501235),  Bayer,  Heyden. 
Eucol.     Guaiacol  acetate 

C,H4(0CH,)0C0CH, 
b.p.  235°-240°,  C.  Erba,  Milan. 
Euguform.    Acetylated  condensation  product  of 
-  guaiacol  and  formaldehyde,  Hillringhaus. 
Eosote.   Creosote  valerate,  b.p.  8r-85°  (3  mm.), 

Lehmann. 
Duotal.    Guaiacol  carbonate  (U.  S.'Pat.  466913), 

Bayer. 
Geosote.    Guaiacol  valerate 

C,H4(0CHa)0-C0-CjH8    b.p.  260°,  Lehmann. 
Guaiacetin,    Pyrocatechin  sodium  acetate 
C,H.(0H)0CHj-C00Na 

m.p.  130°,  Van  Gember. 
Guacamphol.    Guaiacol  camphoric  ester 
C3H„(C00-C.H4-0CH,)a 

m.p;  126°,  Henning. 
Guaiachinol.    Quinine  dibromoguaiacolate 

C,H3Brs(0CH,)0H-Q 
Guaiaperol.    Guaiacol-piperidine 

CjHiiNHCjH-,(OH)OCH,   m.p.  80°. 
Guaiacyl.      Calcium  orthoguaiacol  sulphonate 
(local  ansesthetic) 

(C,H,(OH)(OCH3)SO,)2Ca 
Guaiaform,  Geoform.    Condensation  product  of 

guaiacol  and  formaldehyde,  Henning. 
Guaiamar.    Glycerol  guaiacolate 

0,H4(OCH,)-0(CHsOH-CHOH-CH.,)l :  2 

m.p.  75°  (U.  S.  Pat.  599126),  Mkd't. 
Guaiasanol.    3Diethyl  glycocoll  guaiacol  HCl. 
C,H«(OCH,)-0-CO-CH3-N(C3Hs),-HCl 
m.p.  183°  (U.S.  Pat.  624772),  Hoechst. 
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Guatannin.    Guaiacol-tanno-oinnamate  (D.  R.  P. 

133299),  Berlin  Lab. 
iKreosal.    Creosote  tannate. 
Monotal.     Guaiacol  methyl  glyoolate 
CHj(0-CH,)COO(C,H,-OCH,) 
b.p.  156°  (15  mm.)  (U.  S.  Pat.  822339),  Bayer. 
Pneumin.  Methylene  creosote  (oond.-prod.  form- 
aldehyde and  creosote),  Speier. 
Phosote.    Creosote  phosphate,  b.p.  190°-203°. 
Pulmoform.    Methylene   guaiacol.    See    Pneu- 
min. Speier. 
Salocreol.    Creosote  salioylate,  Heyden. 
Styracol.      Guaiacol     cinnamate,     m.p.     130° 

(D.  R.  P.  62176),  Knoll. 
Tanno-oresoform    and    guaiaform.    Comp.    of 
creosote  or  guaiacol  with  tannin  by  aid  of 
formaldehyde. 
Xaphosote.      Tannophosphate      of      creosote, 

Lambiotte  'Fv.,  Paris. 
Tbiocol.    Guaiacol  Bulphonate  of  potassium 
C,Ha(0H)(0CH,)(S03K),  1:2:6 

(U.  S.  Pat.  650218),  La  Eoche. 
Intestinal  antiseptics.  These  compounds  are 
intended  to  break  up  only  under  the  influence 
of  the  alkaline  intestinal  secretions.  Intestinal 
asepsis  is  unattainable,  nevertheless  numerous 
combinations  serve  valuable  purposes  in  securing 
partial  disinfection,  inhibiting  the  development 
of  milder  types  of  bacteria,  neutralising  the 
action  of  toxins  and  arresting  disturbing  fer- 
mentative action  in  the  canal.  The  many 
organic  bismuth  compounds  serve  in  this 
capacity  (as  marcasol,  thioform,  iodylin,'  &c.), 
also  various  phenol  esters  of  salicylic  acid  as 
salol,  also  guaiacol  esters,  naphthyl  esters 
(alphol  and  betol). 

Alphol.    a-Naphthyl  salicylate,  m.p.  83°. 
Benzonaphthol.  jS-naphthyl  benzoate,  m.p.  110°, 

Hoechst. 
Betol.    /3-Naphthyl  saUoylate,  m.p.  95°. 
Chinaphthol.    j3-Naphthyl    monosulphonate  of 

quinine,  m.p.  185°,  Merck. 
Euterol.    Tricresol  (pure  cresol),  Sobering. 
Eugenoform.  Eugenolcarbinolsodium,  m.p.  160°. 
Isoform.    ii-Iodoxyanisole  CjHj-OCH^-IOj 

(D.  R.  P.  161725),  Hoechst. 
Kresalol.    m-Cresol  salicylate  - 

CH,-C,H40-0C-C,Hj-0H    m.p.  74°. 
Salacetol.    Acetol-salicylic  acid 

C,H,(0H)C00CHj-C0CH, 

m.p.  71°,  Schoetensack. 
Salithymol.    Salicylic  thymyl  ester 

CH,-C.H,(C3H,)0-C0C.H.(0H) 
Lactol.    ;8- Naphthyl  lactate 

CH,-CH(0H)C00C,„H, 
Intestinal  astringents.  These  consist  chiefly 
of  condensation-products  or  similar  compounds 
of  tannin  with  formaldehyde  or  hexamethylene 
tetramine.  In  order  to  secure  their  astringent 
and  other  medicinal  efieots  upon  the  intestinal 
mucus  surface  for  relieving  inflammatory  con- 
ditions and  retarding  bacterial  action,  such 
combinations  are  intended  to  pass  through  the 
stomach  unchanged  and  break  up  into  their 
constituent  parts  under  the  influence  of  the 
alkaline  secretions.  They  are  chiefly  emploj'ed 
in  catarrhal  and  inflammatory  conditions  as 
dysentery,  tuhercular  diarrhoea,  cholera,  &c. 
GaUogen.     Egallio  acid  (D.   R.   P.   137033-4), 

Heinemann.  .  ■,-  ,,  r, 

Honthin,  Keratinisedtanninalbummate.Hell  (,o. 
Bejfotan.    Metliylene  tannin  urea,  Voswinkel. 
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Tanargan.    Tannin  silver  albuminate,  Weil. 
Tannalbin.    Tannin    albuminate    (U.    S.    Pat. 

563479),  Knoll. 
Tannigen.    Diacetyl  tannin  (U.  S.  Pat.  533718). 

Bayer. 
Tannisol.    Methylene  ditannin,  WoUrum. 
Tannocaaum.    Casein  tannate. 
Tannoform.    Methylene    ditannin,    m.p.    230° 
CH2(CnH,09)j  (D.  R.  P.  88841),  Merck. 

Tannopin    (tannon).    Hexamethylenetetramine 
tannin        (CHj),N,(C,.H,<,0,), 

(U.  S.  Pat.  607172),  Bayer. 
Tannothymal.     Condensation  product -of  for- 
maldehyde,  thymol  and  tannin    (D.   R.  P. 
188318),  Schimmel  Co. 
Tannyl.    Tannin  oxychlor  casein,  Gehe  Co. 
Tanocol.    Tannin  gelatin  comp.,  A.  G.  f.  A. 
Urinary  Disinfectants. 
The  representative  of  this  class,  urotropin 
(hexamethylenetetramine),  of  which  there  are  a 
number   of   combinations,   breaks   up   in   the 
system  with  liberation  of  nascent  formaldehyde, 
which  serves  to  prevent  the  development  of  the 
more  sensitive  micro-organisms  as  staphylococci, 
coli  and  typhus  bacilli,  &c.    This  class  is  usually 
employed  in  infections  of  the  urinary  passages  j 
they  also  serve  as  prophylactics  against  infection 
in  operations  involving  the  bladder. 
Amphotropin.    Hexamethylenetetramine  cam- 
phorate  C8Hn-(COOH)2[(CHa),NJ2  Hoechst. 
Atophan.    Phenyl-quinoline-car!  onio  acid 
C.H5N(C,H5)COOH(2:4) 

m.p.  208°-209°.  Scherirg. 
Borovertin.       Hexamethylene    tetramine    tri- 
borate  (CH2),N4-3HBOj 

(D.  R.  P.  188815),  A.  G.  f.  A. 
Cystopurin.    Double  salt  of  one  mol.  urotropin 

and  two  of  sodium  acetate,  Wuelfing. 
Djaphthol  (chinaseptol).  o-Hydroxy quinoline-m- 
sulphonio  acid  C8HbN(OH)S03H   m.p.  295°. 
Galloformin.    Comp.  of  urotropin  and  gallic  acid 
C,H2(0H)3-C00H[(CH2),N4]    Henning. 
Helinitol  (urapurgol).    Anhydro-methylene  ci- 
trate of  urotropin    C,HgO,[(CH2)jN4] 

(U.  S.  Pat.  722275)  m.p.  I65°-176°,  Bayer. 
Hetralin.    Resorcinol  urotropin 

C.H,0,[(CH,),N4]      ,.    ,    ,       ' 
Hexal.    Hexamethvlenetetramine  salicylsulpho- 
nic  acid  [(CHj),JJ4]C,H3(0H)(C00H)HS0, 

Riedel. 
Saliformin.    Urotropin  salicylate  Merck. 

Urotropin.    Hexamethylenetetramine 

(CHj)jN4  m.p.  165°-175°,  Schering. 
This  compound  is  supplied  by  other  firms 
under  such  titles  as  formin,  aminoform,  oys- 
tamin,  cystogen,  uritone,  &c. 
Diathetics. 
These  remedies  are  employed  more  especially 
in  uric  acid  diathesis  and  also  exert  an  action 
similar  to  the  previous  class.  The  chief  objects 
sought  are  either  to  diminish  the  production  of 
uric  acid  or  through  profuse  diuresis,  secure 
thorough  flushing,  and  the  eUmination  of  the 
urates ;  or  by  the  aid  of  organic  bases  bring  about 
solution  of  the  acid  urates.  The  theory  of  the 
soiubihty  of  the  urates  in  alkaline  solutions  is 
based  on  the  experience  gained  through  the  use 
of  the  salts  of  the  vegetable  acids,  more  especially 
citric  acid,  which  also  poBsesses  a  diuietio 
action.  These  acids  diminish,  in  addition,  the 
quantity  of  uric  apid  secreted.     Experimentally, 
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it  has  been  shown  that  while  the  acid  sodium 
urate  is  soluble  1  in  1160  of  water,  the  piperazine 
salt  is  soluble  1  in  50  and  the  lysidin  salt  1  in  6. 
While  doubts  have  been  expressed  as  to  the 
accuracy  of  some  of  these  theories,  the  clinical 
experiments  have  been  geneially  successful. 

Aoitrin.     2-Phenylquinoline-4-carboxyUc  ethyl 
ester         C,NHj(0.H5)COOCjH5 

m.p.  61°,  Bayer. 
Chinotropin.     Urotropin  quinate,  Schering. 
Citarin.    Sodium  anhydro-methylene  citrate 
{CHjCOONa)^:  C:  (0-CHj-O-CO) 

(D.  B.  PP.  129255,  150949),  Bayer. 
Formurol.      Hexamethylenetetramine     sodium 

citrate  CeH,0,Na,C,HijN4,  Falkenberg. 
Lycetol.    Dimethyl   piperazine   tartrate,    m.p. 

250°  (U.  S.  Pat.  523018),,Bayer. 
Lysidin.    2-methyl-4 :  S-dihydroiminazole 
CH,-NH. 

m.p.  lOe'-lOS",  Hoechst. 
New  Sidonal.    A  mixture  of  quinic  anhydride 

and  quinio  acid.     Charlottenburg. 
New  Urotropin.    See  Hedonal.      Schering. 
Piperazine.    Diethylene  diamine 

NHrOHj— CHj]2NH+6HjO 

m.p.  104°  (U.  S.  Pat.  543214),  Bayer,  Schering. 
Sidonal.    Piperazine   quinate,    m.p.    168°-171° 

(Eng.  Pat.  11420),  Charlottenburg. 

Solurol.    Nucleotin  phosphoric  acid,  Elb. 
Urol.     Uroa    qumate,    m.p.    106°    (D.    R.    P. 

124426),  Sohulz. 
Ursal.    Urea  salicylate.    Erdmann. 

The  purihe  derivatives  (diuretics).  Qualita- 
tively, the  diuretic  action  of  the  methylated 
purine  derivatives  correspond  to  their  influence 
upon  the  muscular  system,  while  the  reverse  is 
noted  in  their  exciting  action  on  the  central 
nervous  system.  That  is,  the  stronger  the 
effect  of  a  purine  derivative  upon  the  muscular 
system,  the  more  marked  is  its  diuretic  action 
and  the  less  its  influence  upon  the  nervous 
system.  The  effect  of  theobromine  on  the 
nervous  system  is  far  weaker  than  that  of 
caffeine,  while  its  diuretic  action,  is  equally 
strong.  The  relative  diuretic  action  of  this 
class  of  derivatives  depends  upon  the  posi- 
tions methylated,  thus  the  positions  1 : 3 
(theophyUin)  and  1 : 7  (paraxanthine)  are  of 
.greater  pharmacological  importance  than  3  :  7 
(theobromine).  Trimethylxanthine  (caffeine), 
while  possessing  a  slight  diuretic  action,  exerts 
a  too  powerful  influence  upon  the  brain  for 
diuretic  purposes  (Archiv.  Exp.  Path.  u. 
Phamakologie,  1900,  319.) 

The  introduction  of  ethyl  groups  in  place  of 
methyl,  produces  no  material  change  in  action. 
The  objectionable  slow  action  of  the  methylated 
xanthines,  due  to  thfeir  insolubiUty,  is  relieved 
by  combination  with  organic  salts  of  the  alkalis 
(sodium  salicylate,  benzoate,  acetate)  in  the  form 
of  double  salts. 

Caffeine  derivatives.  Symphorol,  Various 
allmli  salts  of  caffeine  sulphonic  acid.  With 
the  introduction  of  sulphonic  acid,  caffeine 
loses  its  effect  on  the  vasomotoric  centre,  while 
its  diuretic  action  is  retained. 

Hetol :   Caffeine  sodium  cinnamate  (Kalle). 

Dimethyl  Xanthines.  Theobromine  (san. 
theose),  3  :  7  dimethylxanthine, 


Agurin.  Theobromine  sodium-sodium     acetate, 

Bayer. 
Barutin  „        barium-sodium  salicylate, 

A.  G.  f.  A. 
Diuretin  „         sodium  salicylate,  Knoll. 

Theobromgse      „         lithium. 
Theophorin         „         sodium-sodium  formate, 

La  Boche. 
Theolactin  ,,  „        „        lactate, 

Zimmer. 
Urocitral  „  „        „        citrate. 

Rump. 
Uropherin  „         lithium  benzoate  saUcy- 

late,  Merck. 
Theophyllm  (theocin)  sjTiethetic  1 :  3-dimethyl- 
xanthine,  ni.p.  268°  (D.  R.  P.  138444),  Bayer, 
Boehringer. 
Theocin  sodium  acetate 

CjHjN.OjNa-CHaCOONa-fHjO    Bayer. 
Euphyllin.    Theocin  ethylene  diamine,  Byk. 

Yeast  Pebpabations. 
These  were  first  introduced  into  medicine  by 
T.  Landau  (Deuts.  med.  Wochschr.  1899,  No.  11), 
and  were  recommended  in  treatment  of  chronic 
leucQrrhoea  and  especially  gonprrhoeal  affections. 
Internally,  yeast  is  employed  in  eczema,  anthrax, 
carbuncles,  skin  diseases  of  gastric  origin, 
diabetes  and  infectious  diseases  (scarlet  fever, 
erysipelas,  measles,  &c.).  The  yeast  cells 
retain  their  activities  in  the  digestive  tract  and 
serve  to  retard  or  destroy  the  toxicity  of  various 
pathogenic  bacteria. 
Cerolin.    A  solid  extract  of  yeast,  containing 

fat,  Boehringer. 
Furonculine.    A  dry  extract  of  yeast,  La  Zyma. 
Levuretin.        Dried  yeast  cells,  Feigel. 
Levurinose  „  Blaes.     . 

Trygase  „  Riedel. 

Zymiu  „  Schrodei- 

Cerevisine  „  Grimault,  Paris. 

AuaiSTHBTICS. 

We  distinguish  between  products  that  pro- 
duce (1)  total  anaesthesia  and  (2)  local  anesthesia. 
Total  anaesthetics  (by  inhalation).  This 
class  belongs  exclusively  to  the  aliphatic  series 
and  depends  largely,  for  its  action,  upon  the 
presence  of  chlorine,  intensity  in  action  in- 
creasing with  the  number  of  chlorine  atoms 
introduced  ;  thus  CHjCl  is  feebly  narcotic,  while 
CCl^  paralyses  the  heart.  The  corresponding 
bromine  derivatives  also  possess  a  narcotic  effect, 
but  because  of  their  intense  action  only  the 
ethyl  bromide  and  bromoform  are  employed,  and 
these  internally.  Such  members  of  the  alkyl 
hahdes  as  have  a  very  low  boiling-point,  are 
employed  as  local  anaesthetics  by  freezing.  No 
improvement  over  chloroform  or  ether  has 
appeared,  although  some  of  this  group  serve  in 
certain  specific  cases  (see  introduction  Hydro- 
carbons).   More  prominent  are  :  > 

Ethyl  chloride  CsHjCl,  b.p.  -29°.  Used  as 
inhalant  and  also  as  a  local  anaesthetic. 

Ethyl  iodide  CjHjI,  b.p.  70°-75°.  Inhaled 
for  asthma. 

Ethyl  bromide  GaHjBr,  b.p.  38°-40°.  Total 
anaesthetic,  rapid  and  short  duration. 

Ethylene  chloride  C2H4CI2,  b.p.  83°.  Inhalant 
and  local  anaesthetic. 

Ethylene  bromide  CjHjBrj,  b.p.  130°,  fa' 
ternally  in  epilepsy, 
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EthyUdene  chloride  CHjCHCl,.  b.p.  68°- 
60°.    Ausesthetio. 

Methyl  chloride  CHjCl.  b.p.  -22°.  Local 
ansesthetic. 

Methylene  chloricje  CH^aa,  b.p.  42°.  In- 
halant and  local  ansesthetic. 

Somnoform.  A  mixture  of  ethyl  chloride 
60  parts,  methyl  chloride  35  parts,  and  ethyl 
biomide  5  parts.    Ansesthetic. 

Pental,  tri-methyl-ethylene  (CHa)jC-CH-CHj, 
b.p.  38°.    Dental  ansesthetic. 

Local  ansesthetics.  Cocaine,  introduced  as 
local  ansesthetic  in  1885  by  Koller,  still  retains 
its  popularity  because  of  its  intensity  and 
depth  of  action.  Objectionable  features  are  its 
irritant  efiects  and  dilation  of  the  pupil  in  eye 
practice,  hydrolysis  through  sterilisation,  and 
excitation  and  paralysis  of  the  central  nervous 
system.  Attempts  have  been  madetofindasub- 
stance  possessing  the  virtues  of  cocaine  but  free 
as  possible  from  untoward  secondary  efiects. 
Partial  success  has  been  attained,  all  the  com- 
pounds are  designated  stable  to  sterilisation,  and 
in  general,  each  is  specially  adopted  for  certain 
lines  of  local  ansesthesia. 

Modem  developments  in  local  anaesthetics 
are  due  to  studies  on  the  constitution  '  of 
cocaine,  which  may  be  concisely  stated  as 
follows :  Cocaine  is  a  heterocyclic  body  with 
a  reduced  pyridine  ring ;  this  nucleus  is  called 
ecgonine,  and  is  the  carboxyl  derivative  of 
tropine  (the  base  of  atropine).  Important 
for  the  development  of  local  ansesthetic  action 
are  the  carboxyl  group,  present  as  methyl  ester 
and  a  hydroxyl  group,  the  hydrogen  of  which 
is  replaced  by  a  benzoyl  group.  Cocaine  is  then 
the  methyl  ester  of  benzoyl  ecgonine. 

CHj— CH— CHj        CKi—CB. CHCOOH 

I  I 


NCHa  CHOH 


N-CH.  CH-OH 


CH,— CH CH,        CH,— CH CH, 

Tropine.  Ecgonine. 

CHi— CH CH-COOCH, 


N-CH,   CH-OCOC,H, 


CH  2 — CH OH  , 

Cocaine. 

The  nuclei  tropine  and  ecgonine  aie  practi- 
cally devoid  of  ansesthetic  enect.  This  action 
also  disappears  with  the  removal  of  either  the 
benzoyl  or  methyl  group  from  cocaine.  The 
replacement  of  methyl  by  other  alkyls  yields 
homblogues  which  difier  but  slightly  quanti-' 
tatively.  If  other  aromatic  acid  radicles  re- 
place the  benzoyl  ^oup,  ansesthetic  action  is 
materially  lessened  or  disappears. 

The  general  conclusions  drawn  from  this 
are : — that  the  action  of  cocaine  is  dependent 
upon  the  presence  of  a  nitrogenated  nucleus,  an 
esterified  alkyl  (COOR),  and  a  benzoyl  group  ;  ^ 
consequently  attempts  to  locate  an  '  ansesthio- 
phore '   nucleus   have   been    Without   success. ' 

'  C.  A.  Einhom,  Annalen,  311,  26,  254 ;  325,  305 ; 
359,145;  371,126.  Jowett,Caiem.Soc.Trans.89,357 ; 
91,  92 ;  95,  1020 ;  Pyman,  ibid.  93,  1793.  WiUatStter, 
Ber.  33,  1710 ;  Barrowcliff,  Chem.  See.  Trans.  95, 1966. 

'  References  to  the  mydriatic  action  of  cocaine  ate 
made  under  the  mydriatics. 

'  iHodemlntro-chemistry,  Keane,  J.Soc  Chem.Ind. 
1910,  p.  391:  Physical  Chemistry  in  Service  of  Jledicine, 
W.  ?»wU.  Fisher, 


H,c/\CH, 
H,ci     JCH, 


On  these  assumptions  the  search  for  ideal  local 
ansesthetics  has  progressed  in  two  directions; 
namely  jieriyatives  containing  a  cyclic  nitrogen 
and  the  amino  and  oxyamino  benzoic  alkyl  esters. 
Closely  -  related  to  the  ecgonine  nucleus  and 
containing  the  piperidine  ring  of  cocaine  are 
the  acetonamine  derivatives,  most  important 
among  which  is  : 

Beta  eucaine,  used  chiefly  in  the  form   of 
lactate  (m.p.  152°)  or  hydrochloride  (m.p.  268°) 
in  2  to  3  p.c.  solutions  (D.  R.  P.  97672).    Not 
adapted  for  lumbar  ansesthesia.     Sobering. 
CH(OH)  CH(OH) 

HjC/^-.CH, 
■s^  >i.xi,  (CHjjjClJcHGH, 

NH  NH 

y-Hydrcxypiperldine,    Vinyl  diacetone  allsamine. 
^^OCO-C.H, 

HjC/NcH, 
(CH,),cl     JCH-CH, 

NH 

Eacaine  B,  benzoyl-vinyl-diacetone-allcainine. 

Tropa  cocaine.  The  hydrochloride  of  benzoyl 
derivative  of  pseudo-tropine,  a  cis-isomeride  of 
tropine,  found  in  the  Japanese  coca  leaf  also 
prepared  synthetically.'  Used  like  cocaine  and 
is  only  J  to  |  as  toxic ;  m.p.  271°  (U.  S.  Pat. 
628293),  E.  Merck. 

CH. 

C,H,N  CH-0-COC.H, 


Vh, 

Attempts  involving  the  utilisation  of  the 
pyrrol  ring  of  the  ecgonine  molecule  were  next 
made,  but  these  were  soon  confined  to  benzene 
derivatives,  since  a  number  of  well-known  bodies, 
as  creosote,  eugenol,  &c.,  belonging  to  this 
nucleus,  possessed  local  ansesthetic  properties. 

Selecting  a  compound  of  a  constitution  anal- 
ogous to  that  of  cocaine,  containing  nitrogen,  a 
benzoyl  and  an  esterified  alkyl  group,  namely 
benzoyl-hydroxy  amino-benzoic  methyl  ester 
/NH 
C.H,^0-COC,Hs. 
\C00CH, 
in  accordance  with  theory,  a  local  ansesthetic 
was    produced.    Subsequent    experiments    de- 
monstrated that  the  benzoyl  group  was  super- 
fluous, since  a  benzene  ring  was  already  present, 
also   the   benzoyl  free  compound  possessed  a 
more  marked  anaesthetic  action.    The  phenol 
hydroxyl    was    found    not    to    be    absolutely 
essential,  although  its  presence  bestowed  anti- 
septic properties. 

These  experiments,  made  in  1897  by  Einhom 
and  Heinz, '  demonstrated  that  the  esters  of  aro- 
matic, amino  and  hydroxyamino  acids  possessed, 
in  general,  local  ansesthetic  properties. 

The  first  of  this  group  to  be  introduced  was  : 

Orthoform,  methyl  y-amino-m-hydroxyben- 
zoate,  m.p.  120°-121°.  A  cheaper  isomeride 
followed  in — 

Orthoform,  new  methyl  m-amino-p-hydroxy- 
benzoate,       CeHsCCOOCHjXNH^XOH)!  :  2  :  4. 

1  Ber.  Wiletaetter,  33, 1710 ;  Annalen,  317 ;  Pharm. 
Zeit.  1891,  149 ;   Brit.  Mid.  J.  1890,  402. 

2  Virchow's  Archiv.  1896,  145,  78;  1897,  149,  217; 
J898.  ^54,  H7 
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m.p.  142*.  Because  of  their  insolubility,  these 
are  used  dry.  The  acid  soluble  salts  are  irri- 
tating and  frequently  produce  necrosis.  (U.  S. 
Pats.  610348,  625158.)    Hoeohst. 

Simple  alterations  in  the  above  formulae 
produced — 

AncBstheain,  p-amino-benzoic-ethyl  ester 
C.H,(NHj)(C00CjH5)l :  4, 
m.p.  SC-Ql"  (D.  R.  P.  19416  K.).  Used  locally, 
especially  internally  in  hyperaesthesia  of 
stomach,  gastralgia,  excessive  vomiting,  &c. 
No  secondary  efieots  as  yet  observed.  The 
hydrochloride  of  ansesthesin  is  used  hypodermi- 
caUy  in  1  to  4  p.c.  solutions.    Hoechst. 

Cydoform,  p-amino-benzoio-»«o-butyl  ester 
C„H,(NHj)C00C4H, 
m.p.  65°.    (U.  S.  Pat.  958110.)     Bayer. 

Propepsin,  p-amino-benzoic  propyl  ester 

C.H4(NH2)(C00C,H,)1 : 4, 

m.p.  73°.    Like  ansesthesin,  it  is  non-irritant 

and    non-toxic    for    internal    and    local    uses. 

fU.  S.  Pat.  950926.)    EVitzsohe. 

Svbcutin  (soluble  ansesthesin)  aniesthesin 
phenolsulphonate 

C,H4(COOC,H5)(NHj-SO3H-C,H.0H)l :  4 
m.p.  195-6°.     Ritsert. 

In  the  endeavour  to  produce  a  substance 
related  to  orthoform,  soluble  in  water  with 
neutral  reaction  and  adapted  for  subcutaneous 
use,  the  following  resulted : — 

Nirvanin,  diethyl-glycocoll-y-aminOTSalicylic 
methyl  ester 

C,H3(NHCOCHj-N(C2H5)j)(OH)(COOCH,) 
m.p.    185°.     Used   chiefly   in   dental   and   eye 
practice ;    less  toxic  but  lees  penetrating  than 
cocaine.    Hoechst. 

JVoDOCaiMC,  o-p-aminobenzoyl-j8-diethylamino- 
ethane  (U.  S.  Pat.  812554) 

CjH4(NH2)COO-CHj-CH8N(CjH5)2-HCl, 
m.p.  156°.  This  is  a  diethylamino  derivative  of 
anaesthesin,  m.p.  155°.  Used  in  conjunction 
with  adrenaline,  toxic  effects  only  noticed  in 
lumbar  anaesthesia.  Claimed  to  be  ^  as  toxic  as 
cocaine.    Hoechst. 

In  some  of  the  more  recent  introductions, 
the  amino  group  has  been  transferred  to  the 
Bide  chain,  yielding  compounds  which  represent 
substituted  tertiary  alcohols.  The  dimethyl- 
amino  groups  have  a.  very  important  bearing 
on  the  physiological  action  of  these  compounds. 

Stovaine,  /B-benzoxy-/S-methyl-o-dimethyl- 
aminobutane  hydrochloride 

,CHj-N(CH,),-Ha 
CjHj — C^— CH, 

\0-C0C,Hj 
m.p.  175°  :  should  not  be  sterilised  above  115°. 
About  J  as  toxic  as  cocaine,  used  in  ^  to  1  p.c. 
solutions  as  general  all-round  local  anaesthetic, 
but  especially  in  spinal  anaesthesia.  (U.  S.  Pat. 
829.374.)     Pouleno  Frferes  &  Co.. 

Alypin,  hydrochloride  of  benzoyl  a/S-tetra- 
mothyldiamino-(8-ethyl-i5opropyl  alcohol 
/CHjN(CH,), 
C,H,-C^CH,N(CH,)2 , 
\0-C,HjCOHCl 
m.p.  169° ;   sterilisable.     Used  in  spinal  anaps- 
thesia ,  albo  as  a  non-toxic  general  local  anaesthetic 
like    cocaine.      Does    not    produce    mydriasis. 
(U.  S.  Pat.  808748.)    Bayer. 

A  slight  local  anaesthesia  was  noticed  while 
experimenting    with    tfee   aniline   antipyretics, 


formanilide  being  stronger  than  acetanilide. 
By  the  addition  of  a  second  basic  group  to 
phenetidin  derivatives,  marked  anaesthetic  action 
is  developed.    To  this  class  belong : 

Holoeaine,         p^iiethoxy-diphenyl-ethenyl- 
amidine 
CH,-C :  (N-C.H40C,Hs)(NH-C,H«0CjH,)-Ha, 
m.p.  189°.    Used  only  in  eye  practice.     Tootozic 
for  subcutaneous  use  (D.  R.  P.  80668).    Hoechst.- 

^coin,di-para-anisyl-monophenetyl-guanidine 
C : (N-C,H4-0CjH5)(NHC,Hi0CH5)s,HCI,  m.p. 
176°.  Used  in  eye  practice  and  dentistry. 
Strong  solutions  cause  irritation.  No  toxic 
efiects  from  weaker  solutions :  less  toxic  than 
cocaine.    V.  Heyden. 

Ghloretone,  acetone  chloroform,  trichlorbutyl 
alcohol  CCl,(CH,),C-0H-l-JHj0,  m.p.  96°-97°. 
The  1  p.c.  aqueous  solution  sold  under  name  of 
anesin  (aneson).  Employed  as  local  anaesthetic 
in  conjunction  with  cocaine  and  adrenaline. 
Parke  I>avis. 

Adrenaline,  anterenol  and  homorenon,  see 
under  Organo-therajievtic  agents. 

Mydriatics.  Closely  related  chemically  and 
in  some  resjiects  pharmacologically  are  atro- 
pine and  cocaine.  They  are  derived  from  a 
condensation-product  of  a  pyrrolidine  and  piperi- 
dine  rings  in  which  the  nitrogen  and  its  two 
neighbouring  carbons  are  common  to  both. 
Atropine  is  a  derivative  of  tropine,  an  alcohol  of 
such  a  bi-cyclio  nucleus  with  a  methylated 
nitrogen  (I.).  Cocaine,  a  derivative  of  ecgonine, 
is  an  ortho  carboxylate  of  tropine  (II.). 

CH  2 — CH CH  2 


CH 


N-CH,      \  CH(OH) 
j—OH— CH, 

-CH-COOH 
N-CH,       )CH(0H) 


>- 


CH  2 — CH CH  f 

11. 

In  both,  the  hydroxyl  group  is  esterified  by 
an  aromatic  acid,  tropic  acid 

(C,H,-CH(CH,0H)C00H) 
serving  in  atropine  and  benzoic  acid  in  cocaine, 
in  addition  to  the  methyl  group  attached  to  the 
carboxyl.  Both  atropine  and  cocaine  influence 
alike  the  central  nervous  system,  first  as  exci- 
tants, then  paralysing  ;  they  also  exert  a  para- 
lysing influence  on  the  peripheral  terminals  of 
'certain  nerves,  whilst  cocaine  exerts  this  effect 
particularly  on  the  sensory  nerve  terminals,  the 
action  of  atropine  is  manifold  in  other  direc- 
tions. Mydriatically,  both  alkaloids  are  alike ; 
cocaine,  while  producing  a  less  marked  dilation 
of  the  pupil,  has  a  more  prolonged  effect.  The 
basic  nuclei  of  these  alkaloids  occasion  a 
paralysing  effect  upon  peripheral  nerve  termi- 
nak,  reaching  full  development  only  through 
substitution.  Tropine  is  not  mydriatic,  while 
its  action  on  the  heart  is  influenced  by  esteri- 
fioation  by  means  of  aromatic  acids ;  this 
latter  effect  diminishes  and  that  on  the  nerve 
terminals  is  developed,  accordingto  the  nature 
of  the  acid  radicle  introduced.  The  tropines  of 
ben?5oic,  cinnamiq  apd  a^licylic  aoi<j8  possess 
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varying  ansesthetio  action  with  but  little  or  no 
mydriasis.  If  the  esterifying  aromatic  acid 
contains  an  hydroxyl  in  the  side  chain,  the 
characteristic  mydriatic  effect  is  developed  as 
seen  in  mandelate  of  tropine  (homatropine).  The 
introduction  of  other  negative  radicles  in  the 
alcoholic  hydroxyl  group  of  the  tropic  acid 
radicle  does  not  seem  to  produce  any  effect  on 
its  activity.  By  addition  of  halogenated  alkyls, 
atropine  becomes  a  salt  of  the  quartemary  bases, 
namely  alkyl  atropinimines,  which  possess  a 
more  evanescent  mydriatic  and  lesser  toxic 
action,  such  as  eumydrin.  Of  interest  in  this 
same  series  is  the  use  of  the  .unsymmetrical 
cyclic  bases  of  the  acetone  alkamine  series, 
for  example,  in  the  labile  forms  of  the  unsym- 
metrical (n)  alkylated  bases  of  the  tri-acetone- 
alkamines,  the  hydrogen  of  the  hydroxyl,  when 
replaced  by  the  benzoic,  mandelic,  tropic  or 
phenyl  acetic  acid  radicles,  yields  mydriatic 
bodies.  If  a  mandelic  acid  radicle  is  intro- 
duced in  methyl-vinyl-diacetone-alkamine  (I.), 
the  mydriatic  euphthalmine  (II.)  results.  It  is 
a  hydrochloride  of  (»i)methyl  vinyl-diacetone- 
alkamine-phenyl-glycol  or  the  hydrochloride  of 
the  mandelic  acid  derivative  of  eucaine  '  B.' 
CHOH 

H,c/\CH. 
(CH,)jd^CHCH, 

NCH, 


HjC/Nc 
(CH3)aCls^C 


CH-0-CO-CH(OH)C.H, 
JCHCH, 

SrcH,-Ha 
n. 

Of  simpler  constitution  and  belonging  to  the 
pjTTohdine  derivatives  is  the  mydriatic  mydrol. 
Jiumydrin.     Methylatropine  nitrate 

C,H5(HO-CHj)CH-C02-C,H„N(CH,),NO, 
m.p:  163°  (D.  R.  P.  137662,  138443),  Bayer. 
Euphthalmine.  1:2:6: 6-tetramethyl-4-mandel- 
oxy-piperidine-hydrochloride 

(U.  S.  Pat.  663764),  Schering. 
Mydrol.    lodomethyl  phenyl  pyrazolone,  m.p. 

178°,  Merck. 

Oboanio  Absenicals  and  Chemotherapeutios 
(Paeasitoteopics).' 
Whilst  many  microbial  infections  diseases 
are  amenable  to  serum  treatment,  there  are  a 
number,  especially  those  of  protozoal  origin, 
which  can  only  be  treated  by  means  of  chemical 
specifics.  These  react  with  such  micro-organisms 
in  a  manner  somewhat  analogous  to  that  of  sera. 
Study  in  this  direction  has  been  greatly  stimu- 
lated by  the  discovery  of  the  protozoal  parasites 
(trypanosoma)  of  the  African  sleeping  sick- 
ness. Through  the  investigations  of  Ehrlich  and 
others,  considerable  attention  has  been  directed 
to  the  chemo-therapeutics  of  spirochetal 
diseases  (syphilitic,  intermittent),  and  those  of 
a  malignant  parasitic  origin,  namely  the  protd- 
zoal  parasites  of  the  trypanosoma,  of  which 
there  are  several  varieties.  Parasito-chemicals 
tend  to  destroy  parasites  in  the  living  organism 
without  injury  to  the  tissues  or  organs,  contrary 
to   the   organotropic.     Ehrlich   states   that   all 

!  ^li^motiierapie  (lerSpinll08en-¥hrlich.per,4?,  17, 


parasitotropic  bodies  are  also  poisonous  to  the 
living  organism  (organotropic),  hence  such  as 
are  curative  must  contain  organo  and  parasito- 
tropic properties  in  pjoper  proportions.  Such 
coal-tar  colours  as  are  of  value  in  trypano- 
somiasis may  be  divided  into  (o)  certain  azo- 
dyes,  (6)  certain  basic  triphenyl  methane  dyea 
as  2>-fuchEine,  methyl  violet,  pyronine,  &c.  To 
these  may  be  added  the  organic  arsenicals. 
Ehrlich  found  that  methylene  blue  was  more 
strongly  'organotropic'  than  'parasitotropic,' 
a  dilution  of  1  in  six  million  caused  cessation  of 
movement  in  vitro  when  tested  on  the  spirilla 
of  relapsing  fever,  but  with  animal  experiments 
it  required  600  times  as  much,  of  the  dye.  He 
then  tried  trypan  red  (diamino-naphthalene 
disulphonio  acid  2,7,3,6),  which  was  found  to 
possess  curative  effects  in  trypanosoma  of  a 
certain  type  {mal  de  caderaa) ;  frequently,  how- 
ever, the  disease  reappeared  after  intervals.  This 
same  effect  was  peculiar  to  the  azo-  colours  of 
the  benzidine  type.  After  testing  a  large 
number  of  colours,  EhrUch  established  the  fact 
that  effective  bodies  must  be  the  tetrazo  colours 
derived  from  naphthalene  disulphonio  acids  with 
the  sulphonic  groups  in  positions  3  and  6.  They 
must  be  naphthalene  derivatives  containing  at 
least  one  ammo  and  two  sulphonic  groups. 
Among  the  diamines,  the  di-chlor  products  were 
the  best,  especially  those  in  which  the  benzene 
groups  are  connected  by  a  divalent  group 
(=NH,=C0).  The  symmetrical  colours  were 
found  to  be  less  injurious  to  animals.  Malachite 
and  brilliant  greens  with  their  di-  andtri-hydroxy- 
derivatives  as  well  as  o-hydroxyhexamethyl  ro- 
saniline  exerted  curative  effects.  According  to 
Ehrlich,  the  toxicity  of  malachite  green  is  due  to 
its  four  methyl  groups  and  that  of  brilliant  green 
to  its  four  ethyl,  which  is  overcome  through  the  ' 
introduction  of  a  faintly  acid  hydroxyl  group. 
He  therefore  prepared  di-  and  tri-hydroxy-  mala- 
chite greens  which,  when  combined  with  trypan 
red,  showed  excellent  curative  effects  in  nagana 
infection.  Of  all  the  rosaniline  derivatives,  para- 
rosaniline  gave  the  best  results.  Most  effective 
was  the  simultaneous  treatment  with  atoxyl  and 
trypan  red  or  blue  or  fuchsine. 

In  conjunction  with  his  study  of  the  colours 
in  treating  trypanosoma  infection,  Ehrlich  took 
up  the  organic  arsenicals  in  combating  spiro- 
chetal diseases,  more  especially  syphilis.  After 
the  elucidation  of  the  constitution  of  atoxyl,  a 
great  variety  of  other  arsenical  organic  deriva- 
tives were  synthesised  and  studied  pharmaco- 
logically, finally  resulting  in  the  discovery  of 
the  Ehrlich-Hata  '  606.'  The  arsenical  prepara- 
tions have  always  been  employed  in  diseases 
arising  from  disturbances  of  the  nutrition  or  of 
malarial  origin,  and  through  recent  researches 
in  syphilis,  diseases  of  syphilitic  and  protozoal 
origin.  Some  years  ago  it  was  discovered  that 
cacodylic  acid  and  its  salts,  because  of  their 
stability,  suffered  but  little  change  in  the  organ- 
ism, 1  grm.  of  the  sodium  salt  (containing  f  as 
much  AsjOj  as  arsenic  acid)  could  be  taken 
without  harm.  Inorganic  arsenic  "compounds 
are  very  slowly  eliminated,  remaining  stored  in 
the  system  producing  at  times  cumulatiye 
effects.  Since  the  organic  arsenicals  are  more 
readily  eliminated,  their  structure  should  be 
such  as  to  render  them  slowly  soluble,  securing 
thereby  a  slow  protracted  action.    The  aim  in 
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the  study  of  ~the  oiganic  deriTatiTes  of  aisenio 
acid  has  been  to  find  products  free  from  cumu- 
lative and  secondary  effects  and  adapted  foi 
hypodermio  and  intravenous  use,  avoiding 
thereby  any  derangement  of  the  digestive  tract. 
The  newer  and  more  successful  products  of  this 
class  are  substituted  arsenic  acid  derivatives  of 
para-aminophenol,  securing  thereby  a  stable 
ring  system  from  which  the  arsenic  is  liberated 
very  slowly,  producing  a  more  continuous,  less 
toxic  and  irritating  action.  Atoxyl,  one  of  the 
first  of  this  class  to  be  introduced,  was  found 
to  be  more  satisfactory  than  inorganic  arsenic. 
While  a  greater  percentage  passed  unchanged 
through  the  body,  yet  sufficient  underwent  some 
alteration  in  the  system  with  the  production  of  new 
sjmthetic  types  which  were  active  in  the  destruc- 
tion of  these  parasites.  Ehrlich  considers  that  in 
therapeutic  action,  benzene  derivatives  contain 
two  different  pharmaco-dynamic  radicles,  of 
which  one  acts  as  salt  forming  ( — OH, — NHj) 
and  an  increased  action  must  result  when  a  third 
group  is  introduced  in  the  ortho-  position  to  the 
salt  forming  radicle.  Pentavalent  arsenic  com- 
pounds are  secondary  in  s^irilloidal  power,  and 
large  doses  are  necessary  with  but  little  danger 
of  optical  atrophy.  Many  organic  compounds 
of  arsenic  have  been  sjmthesised  and  tried 
clinically  • :  more  successful  commercially  are 
arsacetin,  arsylin,  atoxyl,  and  arrhtoal.  Atoxyl 
gained  a  considerable  reputation  as  a  remedy 
in  EyphiUs  and  sleeping-sickness  (trypano- 
somiasis), but  its  use  was  attendbd  frequently 
by  degeneration  of  the  optic  nerve,  leading  to 
blindness,  hence  the  attempt  at  acetylation 
(arsacetin),  such  as  was  done  with  aniline  in 
converting  into  acetanilide. 

As  already  stated,  Ehrlich's  experiments 
with  atoxyl  in  treating  trypanosoma  infection 
culminated  in  his  discovery  of  salvarsan  which 
is  likewise  of  value  in  malaria,  leprosy,  fram- 
boesia,  as  well  as  being  a  specific  in  syphilitic 
affections.  The  alkallnitj^  of  salvarsan  corre- 
sponds to  that  of  the  blood,  and  its  relative  low 
toxicity  in  comparison  with  other  arsenicals  is 
due  to  its  insolubility  in  the  blood.  Owing  to 
the  frequent  occurrence  of  thrombosis  arising 
from  faulty  neutralisation  of  salvarsan  a  soluble 
derivative  has  been  prepared  by  precipitating 
a  salt  of  3:3'-diamino-4:4'-dihydroxyarseno- 
benzene  with  sodium  methanal-sulphoxylate 
and  dissolving  the  precipitate  in  alkali.  This 
is  called  neoaalvarsan.  (Sodium  3 : 3'-di- 
amino-4 : 4'-dihydroxyarsenobenzene-methanal- 
Eulphoxylate 

NH,-C8H,(0H)  Asj  •C,H,(OH)NH(CHjO)SONa) 
D.  R.  P.  245756.    Hoeohst. 

The  relationship  of  the  simpler  derivatives 
of  arsenic  acid  will  be  noted  from  the  formulis  : 
AsO(OH)3  AsO(OH)2CH3  AsO(OH)(CH3)2 

Arsenic       Methyl  arsenic       Dimethyl  arsenic 
acid  acid  acid 

AsO(CHj), 
Trimethyl  arsenic  acid 
AsO(OH),C,HjNHj    0,H4NHj-AsO(OH)ONa 
Aniline  arsinatfl  Aminophenyl  arsinate  of 

Bodium  (atoxyl) 

Arrh6nal.    Methyl  disodium  arsenate 
AsO(CH3)(ONa)j,6HjO.  m.p.  130''-140°,  Merck. 

'  Organic  Arsenic  Compounds,  W.  Maitindale,  10, 
New  Cavendish  St.,  London.  Also  Chemistry  of 
ayutUetlc  Drugs,  Pwcy  May,  p.  i8§, 


Arsacetin.    p-Acetylamino-phenyl-sodium        , 
arseiate    CHjCO-NHC,H4(AsO)OH-ONa 

Hoechst. 
Atoxyl.    p-Aminophenyl  arsenate  of  sodium 
NHj-C,H4AsO(OH)ONa-3H20 

Charlottenburg. 
Asyphil,  the  mercury  salt  of  atoxyl 

Charlottenburg. 
Cacodylic  acid.    Dimethyl  arsenic  acid,  its  salts 

with. metals,  guaiacol  and  alkaloids. 
Soamin.    Sodium  arsanilate 

C,H.(NHj)As0(0H)0Na-f5H20    Burroughs. 
Salvarsan*    ('606').       y.p-Dihydroxy-OT.mdi- 

aminoarsenobenzene 
HO(NHj-HCl)C,H3-As:Aa-C,H3(NHj-HCl)OH,2HjO 
Owing  to  its  insolubility,  it  is  necessary  to  add 
a  calculated  quantity  of  caustic  soda  for  the 
preparation  cf  salvarsan. 
(U.  S.  Pat.  986148 ;  Eng.  Pat.  13485),  Hoechst. 

Synthetio  Cathabtics. 

The  close  relationship  existing  between  the 
phenols  and  the  quinooes  (oxidation-products  of 
phenols)  is  marked  in  their  physiological  pro- 
perties, more  especially  in  their  stimulating  to 
irritant  action  in  the  intestinal  canal.  This  is 
also  true  of  the  naphthaquinones  and  anthra- 
quinones.  The  hydroxyanthraquinoues  stimu- 
late intestinal  peristaltic  action  increasing  in 
intensity  with  the  number  of  hydroxyls  present; 
thus  trihydroxyanthraquinone  (anthrapurpurin) 

,  (C.H.[CO],03H(OH)3)  [1:2:7] 
produces  severe  colic  through  its  action  on  the 
smooth  muscular  fibres.  Best  known  in  this 
respect  are  a  number  of  o-hydroxy  derivatives  of 
methyl  anthraquinone,  present  in  the  glucosidal 
form  in  such  cathartic  drugs  as  aloes,  rhubarb, 
senna,  cascara  sagrada,  frangula,  &c.  The 
synthetic  polyhydroxyahthraquinones  are  more 
drastic  cathartic  than,  the  natural  emodin  of 
rhubarb.  This  suggested  closing  of  part  of  the 
hydroxyl  hydrogens  by  acyl  or  alkyl  radicles, 
which  would  serve  to  secure  a  slower  decom- 
position in  the  intestinal  canal.  Too  rapid 
absorption  increases  undesirable  action  on  the 
kidneys.  The  closing  of  all  hydroxyls  in  this 
manner  gave  inert  products. 

The  first  experiments  in  this  direction 
were  purgatol,  a  diacetylanthrapurpurin,  and 
exodin,  a  mixture  of  the  feebly  active  dia- 
cetyl  tetramethyl  ether  of  rufigaUic  acid  (hexa 
hydroxyanthraquinone)  with  their  acetyl  pen- 
tamethyl  ether.  The  cathartic  action  of 
phenol  groups  containing  carbonyls,  as  noted 
among  the  anthraquinones,  explains  this  action 
attributed  to  phenolphthalein,  which,  however, 
was  discovered  through  accident.  It  may  be 
added  that  phenolphthalein  is  to-day  the  most 
successful  synthetic  cathartic,  because  it  is 
practically  entirely  eliminated  unchanged  from 
the  system. 

ExOdin. '    A  mixture  of  30  p.o.  ruflgallio  hexa- 
.  methyl  ether,  23  p.c.  diacetyl  rufigallic  tetra- 
methyl ether,  and  47  p.c.  of  acetyl  rufigallic 
pentamethyl  ether,  m.p.  180°-190°  (D.  R.  P. 
151734),  Sobering. 

'  Chemistry,     Pharmacy     and     Therapeutics     6| 
Salvarsan,  Martindale  and  Westcott,  London, 
»  yefnik.  Apotb.  Zejt.  19,  598, 
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Gmodin.    Trihydroxymethylanthraquinone 

CeH,:[C0],:GC.-CH3(0H),. 
Hormonal.    See  under  Organo-Theiapeutios. 
Purgatol  (purgatin).    Diacetyl  eater  of  anthra- 

purpurin,  Knoll. 
Peristaltin.    A  glucoside  from  cascara  sagrada. 

G.  C.  I.  Basel. 
Phenolphthalein.     Sold    under   Buch   titles   as 

purgen,  purgolade,  purglets,  laxan,  laxol,   &o. 

Oboano-Teebapeutio  Aqents. 
Opo-theiapeutics  or  animal  lemedials.     One 

of  the  first  to  call  attention  to  this  class  of 
remedial  agents  was  Brown-S6c|,uard,.  who  ad- 
vanced the  hypothesis  th&t  '  all  glands  of  the 
body,  whether  they  have  excretory  canals  or  not, 
give  to  the^blood  useful  principles,  the  absence 
of  which  is  felt  when  these  glands  are  extirpated 
or  destroyed  by  disease.'  This  hypothesis  was 
extended  to  Include  various  other  organs ;  and 
it  was  found  that  when  one  of  these  was  in  a 
diseased  condition  an  extract  prepared  from  the 
same  organ  of  a  healthy  animal,  serves  as  a 
remedial  agent.  For  example,  myxcedema,  cre- 
tinism and  Basedow's  disease  are  traceable  to 
a  diseased  condition  of  the  thyroid  gland  which 
fails  to  perform  its  normal  functions,  hence  the 
administration  of  extracts  of  this  gland  in  treat- 
ment of  these  diseases.  A  tubercular  affectioh 
of  the  supra-renal  gland  causes  a  malignant 
form  of  Addison's  disease,  now  treated  by 
suprarenal  extracts.  This  same  theory  has 
been  extended  to  include  the  thymus  gland,  the 
testicles,  spleen,  ovaries,  spinal  cord,  brain,  &c. 

With  few  exceptions,  the  chemical  nature  of 
the  organic  principles  which  are  present  in 
these  secretions  is  but  little  known,  owing  to 
minute  quantities  present  and  difficulties  en- 
countered in  isolation.  These  remedials  are 
sold  in  either  powder  or  extract  form.  Owing 
to  dangers  arising  from  putrefactive  changes, 
■the  organs  are  removed  from  freshly  slaughtered 
animals  (principally  sheep,  cattle  and  si^'ine), 
thoroughly  cleansed,  and  handled  under  asdptio 
conditions.  They  are  either  expressed,  the 
juice  being  collected,  mixed  with  lactose  and 
dried  at  lowest  possible  temperature,  or  the 
entire  organ  is  sliced  and  dried,  or  liquid  ex- 
tracts are  prepared  by  digesting  the  sliced 
organ  in  a  sterilised  mixture  of  glycerol  and 
water  or  salt  solution  or  fatty  oil.  Since  these 
secretions  are  of  a  basic  character  they  readily 
form  double  or  soluble  compounds  with  sodium 
chloride.  One  part  of  Poehl's  opotherapeutics 
represents  5  parts  of  the  fresh  organ.  The  other 
drypreparationsarestandardisedina  like  manner. 

Suprarenal  preparations.'  Extracts  or  pre- 
parations from  the  suprarenal  glands  cause  a 
contraction  of  the  arteries  with  a  coiiesponding 
increase  of  blood  pressure.  Locally,  they  pro- 
duce isohiBmia,  through  powerful  contraction  of 
the  smaller  blood  vessels,  and  are  chiefly  em- 
ployed in  conjunction  with  local  ansesthetics. 
The  vaso  constrictor  action  of  these  preparations 
is  used  to  intensify  and  prolong  the  ansesthetic 
effect  of  lociri  anaesthetics  by  retarding  the 
circulation  in  affected  parts  and  preventing  the 
dilution  of  the  local  ansesthetio  by  too  rapid 
absorption  into  the  blood. 

>  Kevlew  of  literature,  see  Adrenalin  and  Adrenalia- 
lika  Bodies,  Hygienic  Laboratory,  PuUetln  No,  6S, 
Wii*ingtoB,  D,  C, 


Adneph-in  solviion.  A  sterile  1  to  1000  solu- 
tion of  the  suprarenal  active  principle  in  physio- 
logical salt  solution  containing  0-5  p.c.  of  chlore- 
tone.   Stearns. 

Adrenal-PoeM.  A  crystalline  base  from  the 
suprarenal  gland  which  is  sold  in  2  p.c.  and 
1  to  1000  solutions.    Poehl. 

Adrenaline  (Takamine).  Orthodihydroxy- 
phenyl-ethanol  methylamine  hydrochloride  :  a 
laevorotary  white  crystalline  base  (m.p.  205°)  ob- 
tained from  the  suprarenal  glands.'   Parke  Davis. 

Adrin  (epinephrin  hydrate).  Solutions  of 
active  principle  prepared  according  to  method 
of  V.  Fuerth  (Zeitsch.  physiol.  Chem.  26,  18). 
Mulford. 

Artertnol  (OH)jC,H,-CH(OH)CHj-NHj-HCl. 
The  hydrochloride  of  o-dihy droxyphenyl-ethanol- 
amine.  A  white  crystalline  powder,  m.p.  141"  j 
prepared  synthetically.    Hoechst. 

Epinephrine 

(OH)jC,H,-CH(0H)CH2-NH-CH, 
orthodihydroxy-4-methylaminoethanol  benzene. 
Active   crystalline   principle   first   isolated   by 
Abel  from  suprarenal  glands. 

Epirenan.    Identical  with  adrenaline.    Byk. 

Hemiaine.    Identical  with  adrenaline. 

Burroughs. 

Homorenon 

(OH)20,H,-CO-CH8NH(C2H5)-HC1. 
The  hydrochloride  of  ethyl-amino-aceto-pyrp- 
oateohol.  Colourless  acicular  crystal,  m.p. 
260°.  Prepared  synthetically  :  a  5  p.c.  homo- 
renon solution  is  equivt^lent  to  a  1  to  1000 
adrenalin  or  suprarenin.    Hoechst. 

Suprarenalin.  Identical  with  epinephrine. 
Armour,  Chicago. 

Suprarenin  (synthetic ') 
(OH)jC,H3-CH(OH)CH2-NH(CH3)HCl 
ortho      dihydroxyphenyl-ethanol-methylamino- 
hydrochloride.    A  white  crystaUine  powder,  m.p. 
210°-212°  (Ha  salt,  m.p.  161°).    Laevorotary, 
synthetic,  identical  with  adrenalin.    Hoechst. 

Sv/prarenin,  A  sterile  solution  of  the  active 
principle  of  the  suprarenal  gland.    Hoechst. 

Preparations  of  the  suprarenal  glands  are  : 

Ext.  glandulee  suprarenalis,  an  aqueous 
extract. 

GlandulsB  suprarenales  sic,  dried  gland  1 : 5. 

Paranephrin  (Merck),  a  sterile  purified 
extract. 

Rachitol  (Merck),  dried  glands. 

Benoform.  A  solution  of  active  principles. 
Freund. 

Supradin.    Iodised  dried  gland.    La  Roche. 

Suprarenaden.     An  extract  of  gland.  Knoll. 

Opo-suprarenalin.  A  liquid  extract.  Poehl. 
Chemically  related  to  the  suprarenal  prepara-' 
tions,  but  reducing  blood  pressure  less  than  adrena- 
line is  Tyramine,  j)-hydj;oxy-phenyl-ethylamine 
hydrochlorideOHC.Hj-CH2-CH„-NH2,HCl,m.p. 
268°-270°  (Eng.  Pat.  1560),  a  synthetic  base 
discovered  by  Barger  (ApotTi.  Zeit.  1909,  886) 
in  ergot.  Its  action  is  similar,  though  feebler 
and  more  prolonged  than  that  of  adrenaline; 
produces  uterine  contractions  and  is  not  haemo- 
static.    Burroughs. 

Thyroid  preparations.    Employed  in  psori. 
asis,  lupus,  exophthalmic  goitre,  myxoedema, 
obesity,    &c.    The  glands  from  freshly  slaugh- 
tered  sheep  are  used.    Most  important  are ; 
'  U.S.  Pats.  780175-6,  7S0196-7-S,  753177. 
«  D.  B.  p.  15?8U-1573qO. 
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lodothyrine,  thyroiodine  (thyrein).  A  milk 
sugar  trituration  of  the  active  principle  of  the 
thyroid  gland  containing  0-0003  grm.  of  iodine 
to  1  grm.,  representing  1  grm.  of  the  fresh 
gland  (U.  S.  Pat.  626648).    Bayer. 

Thyreoidin.  The  dried  gland,  0-6  grm.  of 
which  represents  a  fresh  gland.  Prepared  by 
Merck,  Poehl,  Notkin,  Burroughs. 

Other  similar  preparations  are  ihyraden 
(KnoU),  gland  thyreoidcB  sic,  thyradol,  thyrco- 
protid  and  thyron. 

Serums  from  animals  immunised  against  the 
thyroid  toxine  or  those- from  which  the  gland 
has  been  removed. 

Antithyreoidin  (thyreoid  serum),  moebine. 
Merck. 

Eodagen.  Prepared  from  milk  of  thyroid 
extirpated  goats.    Charlottenburg. 

Thyreoidectin.  Red-brown  powder,  Parke 
Davis. 

Hormone  Therapy.  A  term  used  by  Starling 
(Zentr.  Physiol.  Pathol,  des  Stoffweohels,  1907, 
5,  6)  to  designate  a  group  cf  physiological 
chemical  substances  (chemio  lefiexes),  produced 
by  certain  cell  groups,  which,  conducted  by  the 
blood  to  various  parts  of  the  body,  stimrdate 
certain  cell  complexes  to  specific  functions.  It 
has  been  shown  that  the  spleen  of  animals 
elaborates  in  sufficient  quantity  for  isolation  a 
hormone  which  specifically  stimulates  intestinal 
peristaltis  when  employed  intravenously.  This 
is  sold  as 

Hormonal.  Liquid  extract  obtained  from 
the  spleen  of  an  animal  killed  during  digestion 
(U.  S.  Pat.  1034528).     Schering. 

MiSCBLLAJIEOUS  Oiu3ano-Thbeapbutic  Aoents. 

Bone  marrow  preparations.  Used  in  anjemia 
and  chlorosis.  Medulla  ossium  rubra  sic, 
(Merck),  Medulladen  (Knoll),  Opomedvilin  and 
Opoossinum  (Poehl). 

Brain  preparations.  For  neurasthenia,  hy- 
steria, psychosis,  diseases  of  nervous  system. 


Prepared  from  gray  matter  of  calves'  brains. 
Cerebrum  siccatum  (Merck),  Opoeerebrinum 
(Poehl)  and  Cerebrin. 

lAver  preparations.  For  atrophic  cirrhosis 
of  liver,  diabetes,  hemeralopia,  cholelithiases, 
&c.  Heparaden  (Enoll),  Hepar  sice.  (Merck), 
Opohepatoidin  (Poehl),  Heparon. 

Ovaries  preparations.  For  amenorrhsea,  con- 
sequences following  removal  of  ovaries.  Oopho- 
rin  (Dr.  Freund,  Berlin),  Ovaria  sice.  (Merck), 
Ovarinum  (Poehl),  Ovaraden  (Knoll),  'Ovadin 
(La  Roche),  Ovariinum  sice,  and  lutein. 

Mammary  gland  preparations.  For  menorr- 
hagia,  metrorrhagia,  uterine  fibroma,  &c. 
Mammae  sice.  (Merck),  Mammin  and  Opomam- 
min  (Poehl). 

Pituituary  body  preparations.  Used  as  car- 
diac tonic.  Hypophysis  cerebin  sice.  (Merck), 
Opohypophysin  (Poehl).  Pituitrin  (P.  D.  &  Co.). 
Pituglandol  (La  Roche). 

Spleen  preparations.  For  anaemia,  myxoe- 
dema,  leucocythaemia,  rachitis,  enlarged  spleen, 
&o.  Lien  sice.  (Merck),  Lienaden  (IDioU), 
Linadin  (La  Roche),  Opolieninum  (Poehl), 
Stamin  (Freund),  Splenin  and  Splenon. 

Testicle  extracts  i  Orchitic  fluid.  For 
neurasthenic  conditions  and  disturbances  due  to 
auto-intoxication.  A  tonic  stimulant  for  entire 
ftervous  system.  Didymin  (Burroughs,  Well- 
come), Orchidin,  Orchipin,  Opoorchidin  (Poehl), 
Spermin  (Merck),  Spermin-marpmann,  Testes 
sice.  (Merck),  Testaden. 

Thymic  gland  preparations.  For  scrofula, 
Basedow's  disease  and  pseudo-hypertrophy  of 
the  muscles.  Glandulse  thymus  sico.  (Merck), 
Opothymiium  (Poehl). 

Kidney  preparations.  Employed  chiefly  in 
nephritis.  Renes  sice.  (Merck),  Renaden  (Knoll), 
Renoform  (Freund  and  Redlich,  BerliiO.  Opo- 
renin  (Poehl).  V.  C. 

SYRIKGIN  V.  GujoosiDBS. 

SZMIKITE.  Native  monohydrated  mangan- 
ous  sulphate  MnSOoH^O  (Schrockinger,  J.  M. 
1877,  729). 
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TACAMAHAC  Tacamahacin  v.  Olbo-bbsins. 

TACHHYDRITE  CaCl2-2Mga2,12H20.  A 
mineral  occurring  in  the  salt  deposits  of  Stass- 
furt  in  roundish,  yellow,  deliquescent  masses. 

TACHIOL  v.  Stnthbtio  dbtjos. 

TAGOA  NOT.  The  stony  seeds  of  several 
species  of  the  South  American  genus  of  palms, 
Phytelaphas,  are  known  as  tagua-nuts  and  are 
worked  as  '  vegetable  ivory.'  The  two  species 
mainly  affording  the  commercial  product  are 
P.  macrocarpa  (Ruiz  et  Pa  v.)  and  P.  microcarpa 
(Ruiz,  et  Pa  v.). 

TA-HONG.  A  lead  glass  containing  ferric 
oxide,  used  by  the  Chinese  as  a  red  enamel  on 
porcelain. 

TAIGU  WOOD.  A  wood  from  Paraguay,  re- 
sembling guaiacum  wood  in  appearance.  Has  a 
greenish-brown  colour  when  fresh ;  becomes 
covered  on  exposure  to  the  air  with  a  greenish- 
yellow  crystalline  powder ;  and  exhibits  under 
the  microscope  yellow  oblique  prisms,  together 
with  shining,  colourless,  thin  six-sided  tables. 
3?ije latter  ayp  not  altered  by  alHalia  ;  the  former, 


which  consist  of  iaiguie  acid,  are  reddened  there- 
by. Strong  boiling  alcohol  extracts  from  it 
13-7  p.c.  of  a  mixture  of  taiguic  acid  with  resin- 
ous and  waxy  substances.  Taiguic  acid  (C4H4O),, 
crystallises  in  oblique  prisms  of  a  bright-yellow 
colour ;  is  tasteless  and  odourless  ;  m.p.  135°, 
and  sublimes  at  180°.  Very  slightly  soluble  in 
water,  except  under  pressure ;  readily  soluble 
in  acetone,  ether,  benzene,  or  strong  alcohol. 
Forms  crystallisable  salts  with  bases  ;  those  with 
the  alkalis  are  deep  red  and  easily  soluble  in 
water,  the  lead  salt  is  yellow,  and  the  silver 
salt  cinnabar-coloured  (.^rnaudon,  J.  1858,  264). 
TALC  (Ger.  Talk).  A  mineral  species  con- 
sisting of  hydrogen  magnesium  silicate 

H,Mg,Si,0„ 
occurring  as  foliated  or  compaoli  masses.  The 
name,  said  to  be  from  the  Arabic  '  talq,'  has  no 
doubt  long  been  applied  to  a  variety  of  foliated 
minerals,  such  as  mica  and  gypsum ;  and  even 
at  the  present  time  it  is  sometimes  used  as  a 
popular  name  for  mica.  The  term  steatite  (Ger. 
Speclfstein)  is  festrjctpcj  tp  the  compact,  massiys 
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Vftheties  of  tale.  Soapstone  and  potetone  are 
impure  forms  of  steatite ;  but,  like  the  name 
agalmatolite  (}.».),  they  are  more  general  in 
their  application,  and  no  doubt  include  minerals 
of  other  kinds. 

Talc  never  occurs  as  distinct  crystals,  but 
only  as  folia  or  scales,  which  possess  a  perfect 
micaceous ,  cleavage  and  a  pearly  to  silvery 
lustre  on  their  surface.  The  folia  are  flexible 
but  not  elastic,  thus  differing  from  mica.  Talc 
is  extremely  soft  and  can  be  readily  scratched 
with  the  finger  nail ;  it  is  chosen  as  No.  1  in 
Mohs's  scale  of  hardness.  The  massive  varieties 
are  often  rather  harder,  and  may  range  up  to 
2^—4  on  the  scale ;  but  they  are  usually  sufS- 
ciently  soft  to  be  readily  cut  with  a  knife  and 
carved.  A  very  characteristic  feature  of  the 
mineral  is  its  greasy  or  soapy  feel.  The  colour 
of  foliated  talc  is  silvery- white  or  often  a  delicate 
shade  of  green ;  steatite  is  creamy-white, 
greyish,  or  greenish ;  and  pdtstone  and  soap- 
stone  are  of  darker  shades  of  colour.  •  Sp.gr.  2-6- 
2-8.  The  mineral  is  very  resistant  to  heat  (no 
water  being  lost  below  a  red-heat),  to  acids  and 
to  solutions  of  alkalis. 

Analyses:  I.  Green,  foliated  talc  from  Tyrol 
(Scheerer,  1851).  II.  Fibrous  talc  ('agalite') 
from  Edwards,  St.  Lawrence  Co.,  New  York 
(E.  S.  Sperry  in  Dana's  System  of  Mineralogy, 
1892).  III.  Pseudomorphous  steatite  from 
Gopfersgriin,  Wunsiedel,  Bavaria  (Scherrer, 
1851).  IV.  Steatite  from  Hewitt  mine,  Swain 
Co.,  North  Carolina  (J.  H.  Pratt,  Economic 
paper  No.  3,  North  Carolina  Geol.  Survey, 
1900).  V.  Soapstone  from  Grafton,  Vermont 
(G.  P.  Merrill,  The  Non-MetaUic  Minerals,  2nd 
ed..  New  York,  1910).  VI.  Soapstone  from 
Francestown,  New  Hampshire  (G.P.Merrill,  l.c.). 
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—        — 
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4-73 

3-77    4-78 

6-10 

6-90     8-45 

Total   99-82  100-58  99-79  10002  100-05  99-49 
Sp.gr.    2-69    2-908     —         _         —       — 

Talc  is  of  wide  distribution,  occurring  more 
especially  in  schistose  rocks  and  those  of  meta- 
morphic  origin  {e.g.  talc-schist).  It  is  a  common 
alteration-product  of  many  minerals,  and  in  the 
impure,  massive  form  is  intermingled  with  other 
secondary  and  residual  products  (chlorite,  mica, 
Ac).  Distinctly  shaped  pseudomorphs  after 
various  crystallised  minerals  are  not  uncommon. 

Workable  deposits,  forming  veins,  beds,  and 
lenticular  masses,  are  found  at  many  localities. 
Veins  of  steatite  in  the  serpentine  of  the  Lizard 
district  in  Cornwall  were  formerly  worked  for 
supplying  material  used  in  the  manufacture  of 
old  Worcester  porcelain.  At  Gopfersgrnn  near 
Wunsiedel  in  the  Fichtelgebirge,  Bavaria,  im- 
portant deposits  of  steatite  occur  at  the  junction 
of  granite  and  limestone ;  the  latter  and  its 
contained  minerals  having  been  largely  altered 
by  magnesium-bearing  solutions  emanating 
from  the  granite.    Deposits  are  also  worked  in 

•  Also  NiO,  0-24.  "  Also  NajO,  0-62. 

»  AI90  NajO,  0-16;  K,0,  0-32. 


the  Pyrenees  and  in  the  Italian  and  Austrian 
Alps.  The  best  qualities  for  toilet  and  medicinal 
purposes  have  long  been  obtained  near  Finerolo 
in  the  Chisone  valley.  Piedmont.  At  several 
places  in  India  large  quantities  of  steatite  and 
potstone  are  quarried  for  carving  into  bowls, 
plates,  cups,  and  other  domestic  utensils  and 
ornamental  objects;  The  largest  amounts  (about 
120,000  tons  per  annum)  are  obtained  in  the 
United  States.  The  fibrous  talc  ('  agalite,'  q.v.), 
which  occurs  as  an  alteration-product  of  tremo- 
lite  and  enstatite  in  crystalline  limestones,  in  the 
Gouvemeur  district,  St.  Lawrence  Co.,  New 
York,  is  employed  in  large  quantities  in  the 
manufacture  of  writing  and  printing  papers. 
Steatite  and  soapstone  are  obtained  from 
Virginia,  North  Carolina,  Vermont,   &c. 

The  uses  of  talc  are  many.  Powdered  talc 
enters  largely  into  the  composition  of  toilet- 
powders  ;  it  is  used  as  a  dry  lubricant ;  for 
dressing  leather,  cloth,  rubber,  &o. ;  for 
foundry  facings ;  for  adulterating  soap  and 
other  goods  j  in  the  manufacture  of  paper  and 
paints  (enamel  paints,  and  especially  those  for 
preserving  the  iron  work  of  bridges  and  ships) ; 
as  a  non-conducting  material  for  covering 
steam-pipes  ;  as  a  preservative  coating  on  stone 
work.  Steatite  (the  well-known '  Prench  chalk ') 
is  used  for  mar^g  on  cloth,  metal,  glass,  slate, 
and  blackened  paper.  It  forms  the  tips  of  gas- 
burners,  backs  of  stoves,  furnace  linings,  &o. 
Being  soft  and  readily  worked,  it  is  a  favourite 
material  for  elaborate  carvings,  especially  in  the 
East.  It  has  also  been  used  as  a  source  of 
magnesium  salts,  particularly  the  sulphate. 
Sawn  slabs  of  soapstone  are  extensively  used  in 
America  for  benches  (in  chemical  laboratories, 
hospitals,  &c.),  acid  tanks,  sinks,  laundry  tubs, 
hearth-stones,  foot-warmers,  and  even  for 
building  purposes.  Being  a  good  insulator,  it 
is  used  for  electrical  switchboards,  and  the  floors 
of  generating  stations. 

Another  mineral  also  applied  to  many  of 
these  purposes  is  pyrophylUte  (HjAljSi^O,,) 
{q.v.  i  V.  also  AoalmatolUe). 

Beferences.  On  American  talc  and  soapstone 
V.  G.  P.  Merrill,  The  Non-metallic  Minerals,  2nd 
ed..  New  York,  1910.  R.  H.  Vail,  Mineral 
Industry,  19,  New  York,  1911.  J.  S.  Diller, 
Mineral  Resources  of  the  United  States  (U.  S. 
Geol.  Survey),  ii.  1911.  J.  H.  Pratt,  Tale  and 
Pyrophyllite  Deposits  in  North  Carolina,  Econo- 
mic Paper,  No.  3,  N.  C.  Geol.  Survey,  1900.  On 
Indian  steatite  v.  G.  Watt,  Dictionary  of  the 
Economic  Products  of  India,  6, 1893.      L.  J.  S. 

TALIPOT.  A  variety  of  starch  obtained 
from  a  palm,  Corypha  unibraculifera  (Linn.). 
Known  in  Ceylon  as  '  raw  palmira  root  flour.' 

TALLOW.  In  commerce  a  distinction  is 
made  between  beef  tallow  and  mutton  tallow. 
The  former  is  obtained  from  oxen,  cows,  and 
calves  ;  the  latter  from  sheep  and  goats.  The 
distinction  is,  broadly  speamng,  supported  by 
chemical  differences  in  the  composition  of  the 
respective  triglycerides,  mutton  tallow  being  as 
a  rule  richer  in  stearin  than  beef  tallow. 

The  quality — especially  the  hardness — of 
tallow  depends  on  the  breed  and  the  age  of  the 
animal,  and  to  some  extent  on  the  food.  The 
fat  from  the  male  beast  is  generally  harder  than 
that  obtained  from  the  female.  Animals  fed 
on  grass  yield  a  harder  fat  than  those  fed  witk 
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oilcakes ;  tirewcry  refuse  produces  especially 
soft  tallow.  Hence  we  have  all  gradations  from 
the  hard  South  American  beef  tallbw  to  home- 
melt  tallow  of  somewhat  sof tish  consistence. 

The  '  rough  fat '  is  delivered  with  the  ad- 
hering tissue,  &c.,  to  the  tallow-melters,  and  is 
rendered  at  a  temperature  of  about  100°  (see 
Sendering  under  O1L8,  Fixed,  and  Fats). 

The  fats  from  different  parts  of  the  carcase, 
although  of  unequal  va,lue,  are  not  kept  separate 
unless  the  fat  be  intended  for  the  manufacture 
of  oleomargarine  or  of  tallow  of  best  com- 
mercial quality. 

At  present  the  tendency  prevails  to  collect 
the  rough  fat,  as  far  as  possible,  in  large  rendering 
establishments  fitted  up  with  modern  appliances. 
Hence  the  slaughter-houses  in  large  towns — 
especially  on  the  Continent  of  Europe — have  at 
present  as  an  adjunct  a  tallow-rendering 
establishment.  These  are  found  on  tie  most 
gigantic  scale  in  the  large  packing-houses  of  the 
United  States  of  America  as  also  of  South  America. 

For  the  production  of  tallow  for  the  manu- 
facture of  margarine  the  more  valuable  kidney 
fat  ('suet,'  'edible  fat')  and  bowel  fat  ('mid- 
gerum  fat ')  is  dealt  with  separately  and  not 
mixed  with  the  caul-  (or  kell-,  i.e.  omentum)  fat 
and  the  fat  from  other  parts  of  the  carcase. 

■  By  melting  this  selected  fat  at  low  tempera- 
tures— ^not  exfceeding  50° — the  '  premier  jus  ' 
is  obtained  (see  Maboabine). 

The  following  commercial  brands  of  taUo.w 
are  differentiated  :^ 

(1)  Rendered  tallow,  which  contains  all' the 
fat  from  the  carcase. 

(2)  '  Premier  jus.' 

(3)  Pressed  tallow  (tallow  stearine,  beef 
stearine,  mutton  stearine,  oleostearine). 

(4)  Oleomargarine,  oleo  oil. 

The  first  named  quality  of  tallow,  Viz. 
'rendered  tallow,'  is  frequently  expressed  in 
hydraulic  presses  for  the  preparation  of  '  tallow 
stearine  '  and  '  tallow  oil. 

It  is  almost  impossible  to  estimate  the 
quantity  of  home-melt  tallow  produced  in 
European  pountries,  as  the  production  is 
scattered  over  the  smallest  establishments, 
embracing  even  those  of  butchers  in  villages. 

None  of  the  European  countries  is  at 
present  exporting  tallow,  the  quantities  ex- 
ported from  the  United  Kingdom  being  in  fact 
re-exports.  Russia,  which  up  to  about  two 
decacfes  ago  was  a  tallow-exporting  country, 
has  been  forced  to  draw  upon  the  world's  supply 
for  her  own  demands.  Even  the  United  States 
of  North  America,  which  for  many  years  have 
been  large  suppliers  of  tallow,  have  practically 
ceased  to  export  tallow,  they  themselves  im- 
porting taUow  from  South  America. 

The  chief  sources  of  tallow — ^in  addition  to 
the  '  home-melt '  productions — are  at  present 
Australasia,  South  America,  and  to  a  smaller  ex- 
tent New  Zealand.  Large  quantities  of  tallow 
are  expected  in  the  near  future  from  Rhodesia. 

The  imported  tallows  are  chiefly  of  the 
quality  enumerated  above  under  No.  1,  viz. 
r.iodered  tallow  containing  all  the  fat  from  the 
carcase.  These  tallows  are  sold  according  to 
their  titer  (titre),  solidifying  point  of  fatty  acids 
and  colour  (see  Oils,  Fixed,  and  Fats). 

As  regards  colour  the  commercial  brands  are 
differentiated  as  '  good  colour,'  '  off  colour,'  '  no 


colour.'  &c.,  and  are  merely  judged  by  the 
standards  agreed  upon  between  sellers  and 
buyers  on  the  London  market.  There  is  a 
further  distinction  made  between  '  beef,' 
'  mutton,'  and  '  mixed  '  tallows. 

Curing  recent  years,  in  consequence  of  the 
great  demand  for  edible  fats,  the  production  of 
premier  jus  '  for'  export  to  Europe  has  been 
established  on  a  large  scale  in  oversea  countries. 
Such  tallow  is  not  only  carefully  prepared  from 
selected  rough  fat,  but  it  is  also  filtered  over 
fuller's  earth,  so  that  it  arrives  in  a  perfectly 
sound  state  in  Europe  When  carefully  packed, 
it  will  keep  for  months  in  good  condition. 
Thus  the  production  of  oleomargarine  and  oleo- 
stearine for  export  to  Europe  has  assumed  con- 
siderable dimensions  during  the  last  few  years. 

On  pressing  tallow  for  the  production  of 
'  stearine,'  tallow  oil  is  obtained  as  a  by-product ; 
this  is  liquid  or  semi-solid  according  to  the 
temperature  at  which  it  has  been  expressed. 
Tallow  oil  is'  chiefly  used  in  admixture  with 
mineral  oils  as  a  lubricating  oil.  Its  solidifying 
and  melting-points,  as  also  its  iodine  values, 
naturally  vary  according  to  the  conditions  under 
which  the  tallow  has  been  expressed. 

Beef  tallow.  (For  characteristics  see  Oils, 
Fixed,  and  Fats.)  Beef  tallow  when  freshly 
rendered  is  nearly  white,  free  from  disagreeable 
odour,  and  almost  tasteless.  Such  quality  is  re- 
presented by  '  home-melt  beef  tallow.'  Imported 
tallow  passes  through  all  gradations,  from 
'  bleached '  white  to  slightly  yello'wish  taUow 
(Australian),  through  darker  yellow  (North 
American,  South  American)  to,  finally,'  the  '  off- 
coloured  '  lowest  grades  (North  American, 
Australian  '  no  colour  '). 

Tallow  was  until  recently  considered  to 
consist  exclusively  of  the  glyceridea  of  palmitic, 
stearic,  and  oleic  acids.  The  amount  of  olein 
used  to  be  calculated  from  the  iodine  value. 
It  is  not  unlikely  that  o'wing  to  the  influence  of 
vegetable  oils  given  with  the  food  (oilcakes,  &c.) 
less  saturated  acids  than  oleic  acid  may  be  found. 

Boemer  tas  shown  that  by  frequently  re- 
peated crystallisation  of  tallow  from  ether, 
approximately  1^  p.c,  of  pure  tristearin  can  be 
isolated. 

On  the  assumption  that  the  fatty  acids  of 
tallow  consist  of  palmitic,  stearic,  and  oleic 
acids  only,  the  composition  of  a  sample  may  be 
arrived  at  by  determining  the  proportion  of 
stearic  acid  (see  Oils,  Fixed,  and  Fats),  The 
proportion  of  oleic  acid  can  be  calculated  from 
the  iodine  value  ;  the  difference  gives  then  the 
amount  of  palmitic  acid. 

Beef  stearine  is  the  hard  portion  of  tallow 
left  in  hydraulic  presses  after  removal  of  the 
tallow  oil  (see  above),  Boemer  has  shown  that 
by  frequently  repeated  crystallisation  of  beef' 
stearine  from  ether,  approximately  4'5  p,c.  of 
pure  tristearin  can  be  isolated.  Beef  stearine 
obtained  from  "  premier  jus  '  is  used  for  edible 
purposes  in  the  manufacture  of  margarine,  as 
also  in  the  manufacture  of  compound  lards  and 
in  the  preparation  of  '  suet  substitutes,' 

The  amount  of  free  fatty  acids  in  tallow 
varies  considerably  -with  the  state  of  purity. 
In  freshly  rendered  tallows,  the  proportion  of 
free  fatty  acids  is  negligible  and  rarefy  exceeds 
0-5  p.o, ;  in  commercial  samples,  the  percentage  of 
free  fatty  acids  may  rise  to  25  p.o,  and  even  more. 
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For  the  complete  commercial  examination 
of  tallow,  see  Lewkowitsoh,  Chem.  Tech.  ii. 
640. 

Mutton  taUow.  (For  characteristics,  see  OrLS, 
Fixed,  and  Fats.)  Mutton  tallow  closely 
resembles  beef  tallow ;  it  is  frequently  mixed  with 
the  latter  and  is  then  sold  as  '  mixed  tallow.' 
Mutton  taUow  is,  as  a  rule,  harder  than  beef 
tallow,  and  consequently  its  solidifying  and 
melting  points,  as  also  those  of  its  fatty  acids, 
are  higher.  It  is  more  liable  to  turn  rancid 
than  beef  tallow.  For  this  reason  it  cannot 
be  used  in  the  manufacture  of  first-class  butter- 
substitutes  or  high-class  toilet  soap. 

£oemer  has  sho%vn  that  by  frequently  re- 
peated crystallisation  of  mutton  tallow  from 
ether  approximately  3  p.o.  of  pure  tristearin  and 
4-5  p.o.  each  of  stearodipalmitin  and  palmitodi- 
Btearin  can  be  isolated.  J.  L. 

TALMI  GOLD.  An  alloy  of  86-4  p.o.  copper, 
12-2  p.e.  zinc,  !•!  p.o.  tin,  and  0-3  p.c.  iron,  used 
in  the  manufacture  of  trinkets, 

TA-LOU.  A  Chinese  term  for  a  glass  flux 
used  for  enamelling  on  porcelain.  Consists 
mainly  of  a  lead  silicate  containing  a  small 
quantity  of  copper  (Ebelmen  and  Salvfitat, 
Ann.  Chim.  Phys.  [iii.]  35,  344). 

TAMBAG  or  TOMBAC.  White  copper.  An 
alloy  of  85  p.c.  copper  and  15  p.c.  zinc. 

TANACETONE  v.  Ketones. 

TANGHIN  or  TANGUIN.  The  celebrated 
judicial  poison  used  by  the  inhabitants  of  Mada- 
gascar has  been  examined  by  Amaud.  It  was 
known  that  the  toxic  principle  was  contained 
in  the  almonds  of  the  Cerbera  Tanghin  (Hook.) 
belonging  to '  the  family  of  the  Apocynaceoe. 
The  almonds  contain  about  75  p.c.  of  fatty 
matter  which  could  not  be  got  rid  of  by  simple 
pressing.  By  treating  with  carbon  disulphide, 
however,  which  does  not  take  up  the  tanghinin, 
the  fat  was  extracted.  Subsequent  boiling  with 
strong  alcohol,  and  evaporation,  yield  a  crystal- 
line substance  of  powerful  toxic  properties.  It 
has  a  strong  action  upon  the  heart,  resembling 
strophanthin  and  ouabalne  (J.  Soc.  Chem.  Ind. 
1889,  211 ;  1888,  765),  having,  however,  a  more 
general  convulsive  action  than  these  bodies. 

Tanghinin  forms  colourless,  rhombic,  an- 
hydrous crystals  which  melt  at  182°,  and  are 
very  sparingly  soluble  in  water,  but  easily  in 
strong  alcohol.  It  is  Isevorotatory,  and  has  the 
following  composition  :  Carbon,  65-74  ;  hydro- 
gen, 8-19  ;  oxygen,  26-07  (Amjiud,  Compt.  rend. 
1889, 108,  1255  ;  ibid.  109,  701). 

The  poisonous  properties  of  a  tanghin  or 
ksopo  extracted  from  the  plant  Mendbea  vene- 
nata (Baill.)  of  the  family  Asdepiadeen  and  used 
by  the  Sakalaves,  are  described  by  Camus 
(Cpmpt.  rend.  1903,  136,  176). 

TANNASE.  A  diastase  found  in  nut-galls, 
sumac  leaves,  &c.,  capable  of  hydrolysing  tannin 
(Fembach,  Compt.  rend.  131,  1214;  Poltevin, 
ibid.  131,  1215). 

TANNASPIDIC  ACID  v.  Fn-ix  mas. 

TANNING  V.  Leather. 

TANNINS  {Acides  tanniquei,  Fr. ;  Oerbstoffe, 
Ger.).  This  term  has  been  applied  to  a  large 
class  of  substances  which  have  been  found 
in  many  plants  and  are  distinguished  by  the 
following  characters  :  they  have  ata  astringent 
taste ;  give  a  blue-black  or  green  coloration 
with  ferric  salts  ;  are  precipitated  by  a  Solution 


of  gelatin,  by  alhumen  aiid  by  alkaloids  ;  unite 
with  hide  to  form  leather. 

It  was  formerly  believed  that  only  one 
tannin  esristed,  and  it  was  assumed  that  the 
difference  in  properties  of  tannin  from  different 
sources  was  due  to  the  presence  of  foreign 
matter.  It  is,  however,  now  well  known  that 
tannin  from  different  sources  frequently  differs 
both  in.  composition  and  in  properties,  and 
although  it  is  probable,  owing  to  the  difficulty  Of 
obtaining  these  compounds  in  an  even  approxi- 
mately pure  condition,  that  the  number  of  dis- 
tinct individuals  may  not  be  so  great  as  is 
usually  supposed,  there  can  be  no  doubt  that  at 
least  three  important  classes  of  tannins  exist  in 
nature.  The  earliest  suggestion  was  to  divide 
the  tannins  into  two  classes — ^the  iron-blueing 
tannins,  and  the  iron-greening  tannins — 
according  to  their  behaviour  towards  salts  of 
iron,  and  it  was  considered  that  whereas  the 
former  were  pyrogallol  compounds,  that  the 
latter  were  derived  from  catechol.  This 
differentiation  appears  in  the  main  to  be  correct, 
and  the  employment  of  ferric  chloride  for  this 
purpose,  or  better  iron  alum  as  a  preliminary 
step,  is  of  general  application  ;  but  on  the  other 
hand,  it  is  to  be  borne  in  mind  that  the  presence 
of  acid,  alkali,  or  organic  impurity  has  con- 
siderable effect  upon  the  colour  production. 
Thus,  although  the  method  is  no  doubt  of  service 
in  many  cases  even  with  the  plant  infusion,  its 
exact  significance  can  only  be  ascertained  from 
the  coloration  given  by  the  purified  tannin  itself. 
Stenhouse  (Proc.  Roy.  Soc.  11,  405)  believed 
that  those  tannins  which  give  blne^blaok  pre- 
cipitates with  ferric  salts  are  mostly  gluposides. 
Wagner  (Zeitsch.  anal.  Chem.)  made  a  distinction 
between  pathological  and  physiological  tannins 
and  considered  that  the  former  class  represented 
by  galiotannic  acid  only  existed  in  pathological 
formations  of  certain  species  of  oak  and  sumac 
[Rhus  javanica  (Linn.)  and  B.  semilata  (Murr.)l, 
whilst  the  latter  class  include  all  tannins  which 
are  produced  under  normal  conditions  of  plant 
life.  As,  however,  galiotannic  acid  has  been 
found  to  exist  in  some  plants  as  a  physiological 
tannin,  Wagner's  classification  is  untenable. 

Bottinger  (Ber.  1884,  17,  1123)  has  examined 
the  action  of  bromine  on  aqueous  tannin 
extracts,  and  determined  the  percentage  of 
bromine  contained  in  the  precipitated  bromo 
products.  As  a  result,  it  was  shown  that  certain 
tannins  may  be  grouped  together  according  to 
the  amount  of  bromine  which  they  take  up. 
Hemlock  bark  tannin  .  .  43-6 
Quebracho  tannin     .  .  .      44-5 

Mangrove  tannin      .  .  .      42-15 

Mimosa  tannin         .         .         .      49-36 
Chestnut  oak  tailnin  .  .      50-48 

Terra japonica  tannin         .  .53-2 

Spruce  bark  tannin  .         .      52-8 

A  very  large  amount  of  attention  has  been 
given  to  the  classification  or  identification  of  aque- 
ous extracts  of  tanning  materials,  by  the  coloured 
and  other  effects  given  by  certain  reagents.  It 
remains  to  be  decided  whether  in  all  cases  these 
reactions  in  reality  arise  from  the  tannin  itself. 

The  more  important  methods  which  may  be 
used  to  classify  the  tannins  into  groups  accord- 
ing to  our  present  knowledge  of  these  substances 
are  as  follows" ; — 
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Coloration  with  ferric  chloride  or  iron  alum 
"(see  above). 

Digestion  with  hailing  dilute  sulphuric  acid. 
In  this  method  of  procedure,  three  definite  re- 
actions are  observed  :  (o)  the  hydrolysis  of  the 
tannin  with  formation  of  gallic  acid  (gallotannic 
acid);  (6)  the  precipitation  of  eUagic  acid 
(ellagitannio  acid);  (c)  the  gradual  production 
of  an  amorphous  red -coloured  precipitate  known 
aa.a  'phlobaphene  '  (catechol  or  phlobatannin). 

Precipitation  with  bromine  water  indicates  the 
presence  of  a  so-called  catechol  of  phlobatannin 
(Procter,  Leather  Industries  Handbook,  1898). 

Pine  wood  and  hydrochloric  acid  test.  If  a 
deal  shaving  be  moistened  with  a  solution  of 
phlorogluoinol  and  then  with  strong  hydrochloric 
acid,  a  deep  red-violet  colour  due  to  the  forma- 
tion of  phloroglucinol  vannillein  is  produced. 
Resoroinol  reacts  similarly  giving  a  blue-violet 
(Procter).  These  colorations  are  an  indication 
of  the  presence  of  a  phloroglucinol  or  resoroinol 
nucleus  in  the  tannins.  Gallotannin  and  ellagi- 
tannin  solutions  do  not  react  in  this  manner. 

Diazohenzene  chloride.  Solutions  of  certain 
tannins  in  the  presence  of  alkali  or  alkaline 
acetates  give  a  red  coloured  precipitate  of 
the  azobenzene  tannin  with  this  reagent,  a  fact 
which  indicates  with  some  certainty  the  presence 
of  a  phloroglucinol  or  resorcinol  grouping. 
Gallotannin  and  ellagitannin  do  not  react  in 
this  manner. 

Fusion  with  alkali.  Procter  (Leather  Indus- 
tries Handbook,  1898)  recommends  adding  20 
grms.  of  tannin  to  150  c.c.  of  a  solution  of 
potassium  hydroxide  of  sp.gr.  1-20  and  con- 
centrating the  liquid  during  3  hours  until  it  be- 
comes pasty.  Or  5  to  10  parts  of  caustic 
potash  and  a  few  drops  of  water  are  heated 
with  one  part  of  the  tannin  to  210°-240°  for  20 
minutes.  Gallotannin,  by  this  method,  gives 
gallic  acid,  and  possibly  traces  of  pyrogallol, 
whereas  the  so-called  catechol  tannins  yield 
protocatechuic  acid  or  other  allied  acid,  alone, 
or  together  with  phloroglucinol  or  resorcinol,  &c. 

Heating  with  glycerol.  .The  tannin  (1  grm.) 
is  heated  with  5  c.c.  of  glycerol  slowly  raising 
the  temperature  from  160°,  and  keeping  it  for 
half  an  hour  between  200°-210°.  The  product 
diluted  with  20  c.c.  of  water  is  extracted  with 
ether,  the  extract  evaporated  and  the  residue 
tested  for  pyrogallol  or  catechol.  According 
to  Trimble  (The  Tannins),  paraffin  wax  may  be 
employed  in  place  of  glycerol. 

Formaldehyde  test.  When  an  aqueous  solu- 
tion of  a  so-called  catechol  tannin  is  treated 
with  formaldehyde  and  a  little  hydrochloric  acid 
and  gently  warmed  the.  tannin  is  completely 
precipitated.  Pyrogallol.  tannins  do  not  yield 
an  entirely  insoluble  compound  in  this  manner. 
This  reaction,  discovered  by  Stiansy  (Der  Gerber, 
1905, 185),  has  by  numerous  writers  been  assigned 
to  Jean  and  Frabot  (Ann.  Chim.  anal.  1907, 12, 49). 

Lead  acetate  test  (Stiasny  and  Wilkinson, 
Collegium,  1911,  475  (2  ix.)  318).  All  natural 
tannins  are  completely  precipitated  by  lead 
acetate  solution  in  so  far  as  the  filtrate  from  the 
precipitate  does  not  give  the  iron  test.  In 
the  case  of  catechoPor  phlobat^nnins  this  pre- 
cipitate is  dissolved  by  dilute  acetic  acid, 
whereas  with  the  gallotannins  the  lead  com- 
pound is  insoluble  or  but  partially  soluble.  The 
test  is  preferably  made  by  adding  10  c.c.  of ' 


acetic  acid  (10  p.c.)  to  6  c.c.  of  the  tanm'n  solo.' 
tion,  and  then  adding  5  c.c.  of  lead. acetate 
(10  p.c).  No  precipitate  is  thus  produced  in  the 
case  of  the  catecliol  or  phlobatannins. 

By  these  methods  it  is  easy  to  divide  the 
tannins  into  three  classes,  usually  distinguished 
as  (1)  gallotannins,  (2)  ellagitannins,  and  (3) 
cateoholtaimins.  Since  the  discovery  of  syn- 
thetical tannins  by  Fischer  and  Freudenberg 
(Annalen,  1911,  384,  225),  it  is  evident  that  this 
nomenclature,  as  appUed  to  the  first  group,  is  im- 
perfect. Thus,  whereas  the  term  '  gaUotannin  '  is 
in  reality  only  applicable  to  compounds  contain- 
ing pyrogallol  nuclei  and  in  fact  merely  relates  to 
digalUc  acid  and  its  derivatives,  it  is  now  known 
that  di  protocatechuic  acid,  diresoroylic  acid, 
and  digentisic  acid,  members  of  the  same 
group,  possess  tanning  property.  On  this 
account  it  is  considered  more  reasonable  to 
distinguish  such  tannins  by  the  term  '  depside,' 
a  nomenclature  which  is  due  to  Fischer  and 
Freudenberg,  although  it  is  not  suggested  that 
such  a  group  is  absent  in  the  other  tannins. 

Again,  as  regards  the  so-called  '  ellagitannin  ' 
group  (2),  new  tannins  belonging  to  this  class 
may  also  be  either  synthesised  or  isolated  in  the 
future.  The  term  '  ellagitannin '  is  therefore 
here  replaced  by  '  diphenylmethylolid,'  the  name 
by  which  the  group  mother  substance  is  known. 

Exception  is  again  to  be  taken  to  the 
designation  '  catechol '  tannin  (3)  for  reasons 
similar  to  those  given  above  and  which  are  dis- 
cussed later  in  this  article,  and  this  name  is  also 
replaced  by  '  phlobatannin,'  in  that  these  com- 
pounds, apparently  without  exception,  possess 
the  property  of  yielding  phlobaphenes.  In 
respect  of  this  latter  group,  it  is  to  be  noted  in 
connection  with  the  quaUtative  tests  above 
enumerated  that  the  formation  of  phlobaphene 
and  of  precipitates  with  bromine  water  and  with 
formaldehyde  sufficiently  indicate  the  presence 
of  this  variety  of  tannin,  because  these  com- 
pounds may  not  all  react  with  pine  wood  and 
hydrochloric  acid,  or  diazohenzene  chloride,  or 
give  protocatechuic  acid  as  one  of  their  decom- 
position products. 

There  appears  to  be  ample  evidence  also  of 
the  existence  of  special  varieties  of  glucoside 
belonging  to  this  third  class,  distinguished  by 
their  extremely  hygroscopic  nature  and  the  fact 
that  they  are  insoluble  or  nearly  so  in  acetic 
ether.  They  give,  however,  the  well-marked 
reactions  of  the  phlobatannins.  None  of  these 
compounds  has  yet  been,  obtained  in  a  pure 
condition,  but  when  they  are  digested  with 
boiling  dilute  mineral  acids  a  sugar  and  phloba- 
phene appear  to   be  mainly  produced. 

Methods  of  isolation. 
All  the  well-known  tannins  are  dissolved 
by  hot  water,  and  yield  precipitates  with  lead 
acetate  solution,  and  thus  by  decomposing 
the  well  washed  lead  precipitate  from  a 
plant  infusion  in  the  moist  condition  with 
sulphuretted  hydrogen  a  crude  solution  of  the 
tannin  is  obtained.  This  can  be  concentrated 
in  vacud  ovfer  caustic  potash  or  sulphuric  acid. 
In  the  place  of  lead  acetate,  stannous  chloride 
was  employed  by  Proust  in  1798  (Ann.  Chim. 
Phys.  25,  225),  who  is  credited  with  being  the 
first  to '  prepare  tannic  acid  in  a  nearly  pure 
condition.    As,    however,  the    tannin   usually 
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exiats  m  the  plant  side  by  side  witli  yellow 
oolouxing  matter,  either  in  the  free  state  or  as 
gZuooside,  and  other  secondary  substances  soluble, 
in  water,  a  fractional  precipitation  with  lead 
acetate  is  preferably  adopted,  in  which  case  the 
middle  portion  jisually  yields  the  purest  tannin 
(Grabowski,  Sitz.  Ber.  1867,  65,  ii.  567  ;  Trimble, 
The  Tannins,  1892,  i.  85).  A  preliminary  treat- 
ment with  lead  acetate  in  the  presence  of  a  little 
acetic  acid  ia  serviceable  in  some  cases  for  the 
precipitation  of- coloured  impurities.  Probably 
the  solvent  most  extensively  employed  since 
1880  in  the  investigation  of  tannins  has  been 
ethyl  acetate.  In  which  case  it  has  been  usual  to 
agitate  a  solution  of  the  substance  or  extract  of 
the  plant  with  this  solvent.  A  preliminary 
addition  of  salt  or  sodium  sulphate  to  the  liquid 
is  beneficial. 

Certain  tannin  glucosides,  owing  to  their 
sparing  solubility  in  ethyl  acetate,  cannot  be  satis- 
factorily isolated  in  this  manner,  and  the  method 
is  not  applicable  to  the  case  of  mineral  salts  of 
the  tannin,  in  which  the  preliminary  production 
and  subsequent  decomposition  of  the  lead  salt  is 
to  be  recommended.  Numerous  methods  have 
been  adopted  for  the  purification  of  the  tannin 
thus  prepared,  and  are  given  under  the  head  of 
the  special  substance  with  which  they  have  been 
employed. 

In  many  cases  it  has  been  found  preferable 
to  extract  the  tannin  matter  with  an  organic  sol- 
vent rather  than  with  water.  This  is,  as  a  rule, 
to  be  advised,  as  the  crude  substance  is  thus 
more  readily  isolated  in  a  concentrated  form. 
Indeed,  one  of  the  oldest  methods  of  separating 
tannins  from  other  substances  is  that  of  Pelouze 
(Ann.  Chim.  Phys.  1834,  55, 337J,  who  exhausted 
powdered  jjallnuts  with  commercial  ethers. 
Various  mixtures  of  alcohol,  ether  and  water 
have  been  recommended,  and  also  dilute  alcohol 
in  the  case  of  gallnuts  for  preparing  gallotannic 
acid,  although  these  methods  must  not  be  con- 
sidered of  special  advantage  for  the  isolation  of 
tannins  as  a  whole.  Probably  the  most  efficient 
solvent  for  general  purposes  of  investigation  is 
acetone  which  was  employed  by  Trimble  for  the 
percolation  of  numerous  tannin  matters  (The 
Tannins). 

I.  Dbpsidb  Gboxjp. 

Tannin,  Tannic  acid,  GaUotannin,  Qallo- 
tannic  acid  is  found  to  the  largest  extent  in  galls 
which  arise  from  the  puncture  of  insects  of  the 
genus  Cynips  on  the  leaves  and  buds  of  various 
species  of  oak,  more  especially  the  Quercus  lusi' 
tanica  (Lam.),  and  on  a  species  of  sumach,  Bhiia 
semilata  (Murr.).  Aleppo  galls,  derived  from  the 
young  shopt  of  the  oak  and  which  are  the  best 
variety  of  oak  gall  on  the  market,  contain 
50-60  p.o.  of  gallotannic  acid,  whereas  Chinese 
galls  from  sumach  yield  as  much  as  70  p.c. 
In  smaller  amount  it  occurs  also  in  numerous 
plants,  and  is  probably  the  main  tannin  of  Various 
sumachs,  of  valonia,  divi-divi,  and  algarobiUa. 

The  methods  employed  for  the  isolation  of 
gallotannic  acid  from  galls  are  more  or  less 
modifications  of  that  of  Pelouze,  which  con- 
sists in  extracting  finely  powdered  galls  with 
commercial  ether.  The  extract  separates  into 
two  layers,  the  upper  consisting  of  an  ethereal 
solution  of 'gallic  acid,  wax,  and  resinous  sub- 
stances, whereas  the  lower  represents  a  concen- 
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trated  solution  of  gallotaunlo  acid  ^  which,  on 
evaporation,  remains  as  a  porous  mass.  In 
place  of^the  ether,  a  mixture  of  75  p.o.  com- 
mercial ether  and  25  p.c.  alcohol,  can  be  em- 
ployed. The  method  of  Leconnet  (Annalen, 
1836,  18,  179)  consists  in  stirring  powdered 
galls  into  ether  until  a  thin  cream  results, 
pressing  the  mixture  and  repeating  the  operation 
until  tannin  is  no  longer  removed.  According 
to  Domine  (J.  Pharm.  Chim.  1844,  [3]  5,  231),  it 
is  advantageous  to  allow  the  powdered  galls 
before  extraction  to  remain  for  some  time  in  a 
moist  atmosphere,  and  Pelouze's  process  with 
this  modification  was  adopted  by  the  British 
and  United  States  pharmacopoeias. 

For  the  manufacture  on  the  large  scale, 
Chinese  or  Japanese  galls  are  preferably  em- 
ployed owing  to  their  richness  in  tannin.  The 
finely  powdered  material  is  stirred  with 
sufScient  water  at  50''-60°  to  form  a  concen- 
trated aqueous  extract,  and  after  filtration  the 
clear  liquid  is  agitated  with  one-fourth  of  its 
volume  of  ether  until  an  emulsion  results. 
After  standing  for  several  days,  the  upper 
ethereal  liquid  which  has  separated  is  re- 
moved, and  the  lower  layer,  which  contains  all 
the  tannin  matter,  is  run  into  a  still  and  the 
ether  which  is  present  recovered.  After  cooling 
the  syrupy  liquid  is  spread  out  on  sheets  of  tin, 
and  heated  by  means  of  a  steam  coil,  when  the 
gallotannic  rapidly  puffs  up  and  dries. 

Thus  prepared  the  commercial  tannin  contains 
some  quantity  of  gallic  acid,  plant  wax,  glucose 
and  other  impurities ;  to  remove  these  the 
material  may  be  washed  with  ether,  or  the 
aqueous  solution  shaken  with  ether,  or  the 
aqueous  liquid  fractionally  precipitated  with 
common  salt,  the  precipitate  dissolved  in 
ethyl  acetate,  and  the  tannin  recovered  by 
evaporation  under  reduced  pressure.  Trimble 
(The  Tannins,  85)  treats  a  6  p.c.  solu- 
tion of  the  tannin  with  10  p.c.  lead  acetate, 
drop  by  drop,  until  the  precipitate  at  first 
yellow  coloured  ceases  to  be  granular  and  is 
colourless.  This  is  collected,  the  filtrate  agi- 
tated two  or  three  times  with  ethyl  apetate  and 
the  extract  evaporated.  The  colourless  product, 
which  still  contains  gallic  acid,  is  redissolved  in 
water,  and  the  solution,  after  agitation  with 
ether,  evaporated  under  reduced  pressure. 
Finally,  the  residue  dissolved  in  ether  with  a 
little  water  is  again  brought  rapidly  to  dryness 
under  reduced  pressure,  and  thus  obtained  jg' 
colourless  and  gives  no  reactions  for  gallic  acid 
or  glucose.  With  the  object  of  preparing  a 
homogeneous  product,  Walden  (Ber.  1898,  30, 
3154)  has  employed  dialysis,  and  also  the 
precipitation  of  a  solution  of  the  purest  com- 
mercial tannin  in  ethyl  acetate  with  benzene. 
Eosenheim  and  Sohidrowitz  (Chem.  Soc.  Trans. 
1898,  73,  882)  point  out  the  extreme  difficulty 
of  removing  the  last  traces  of  gallic  acid  from 
the  tannin  and  employ  a  mixture  of  ether  and 
acetone  for  this  purpose.  Paniker  and  Stiasny 
(Chem.  Soc.  Trans.  1911,  99,  1821)  state,  how- 
ever, that  the  process  of  Rosenheim  and 
Sohidrowitz  only  partially  removes  gallic  acid. 
The  method  suggested  by  Perkin,  which  con- 
sists  in  neutralising  a  solution  of  the  tannin 
with  sodium  bicarbonate,  extracting  the  mix- 
ture with  ethyl  acetate,  and  subsequently  pre- 
cipitating  the  substance  from  the  extract  with 
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benzene,  gives  a  product  free  from  even  traces 
of  gallic  acid  (see  also  Iljin,  Ber.  1909,  42,  1731). 
Fischer  and  Ereudenberg  (Ber.  1912,  45,  919) 
find  the  addition  of  dilute  sodium  hydroxide  to 
the  tannin  solution  until  faintly  alkaline  before 
extraction  with  ethyl  acetate  is  similarly  beneficial . 

Gallotannic  acid  as  found  in  commerce  con- 
sists of  an  amorphous  powder  possessing  a 
faint  yellow  colour,  although  when  exhaustively 
purified  it  is  colourless.  It  is  readily  soluble  in 
water  and  alcohol,  more  sparingly  in  ethyl 
acetate,  insoluble  in  pure  ether,  chloroform  or 
benzene.  With  solutions  of  ferric  salts,  gallo- 
tannio  acid  gives  a  bluish-black  coloration  or 
precipitate,  according  to  the  concentration, 
whereas  ferrous  salts  give  with  strong  solu- 
tions only,  a  white  precipitate  which  gradually 
turns  blue  in  the  air.  Many  metallic  salts  give 
precipitates  with  the  tannin,  those  of  lead  and 
tin  being  colourless  whereas  the  copper  and 
silver  compounds  possess  a  brown  tint.  Cold 
alkaline  solutions  absorb  oxygen  from  the  air 
and  darken  in  colour  with  production  of  the 
so-called  metagallie  acid.  When  boiled  hydrolysis 
occurs  and  gallic  acid  is  formed.  Gallotannic 
acid  precipitates  most  alkaloids  and  gives  pre- 
cipitates with  albumen  and  gelatin,  the  latter, 
according  to  Trunkel  (Zeitsch.  Biochem.  1910, 
26,  458),  in  quantitative  amount. 

Analyses  of  gallotannin  by  Berzelius,  Felouze, 
Mulder,  Bijlert,  Streoker,  Gautier,  Trimble, 
Dekker  and  Walden  have  been  in  fairly  close 
agreement,  varying  from  about  0=51-5  to 
0=52-3;   H=3-7   to   H=4-l    p.o.     Iljin  (Ber. 

1909,  42,  1735)  has  su^ested  higher  numbers 
(0=54'13 ;  H=3-22),  the  correctness  of  which 
he    has    again  .  emphasised     (J.     pr.     Ohem. 

1910,  [ii.]  82,  422 ;  cp.  Nierenstein  ibid.  1909, 
42,  3552).  Mulder  (J.  pr.  Ohem.  1849,  48, 
90)  was  the  first  to  assign  to  gallotannin  the 
formula  OijHjoO,,  and  this  was  subsequently 
adopted  by  Schifi  (Ber.  4,  231)  and  until  re- 
cently generally  accepted  as  correct.  Very 
numerous  salts  of  gallotannic  acid  have  been 
described  which  are  in  fair  agreement  with  this 
view,  of  which  ammonium  tannate  NHjCjjHjOb, 
poUusium  tannate  KCn'R^O,,  sodium  tannate 
NaCitHgO,,  and  barium  tannate  Ba(CijH,09)2 
(Buchner,  Annalen,  63,  361)  may  be  given  as 
examples.  For  a  complete  list  reference  should 
be  made  to  Bcilsten  (1896,  ii.  1926). 

Gallotannic  acid  isolated  from  plants  is  said 
to  contain  glucose  which  is  di£Scult  to  elimi- 
nate. .Strecker  (Annalen,  90,  340)  indicated  the 
possible  existence  of  a  glucoside  of  the  formula 
Oi,H,,0,„  although  SohifE  {ibid.  170),  while 
agreeing  that  unaltered  taniiin  is  probably  a 
guicoside  of  digalhc  acid,  preferred  the  formula 

C,«H„Oj,(=0,H,2O,-l-20,.H,„O,-2HjO). 
This  corresponds  to  a  yield  of  23  p.c.  of  glucose ;  in 
natural  tannin  about  22  p.o.  has  been  detected. 

When  gallotannic  acid  is  heated  at  from 
160°-215°,  water,  carbon  dioxide  and  pyrogaUol 
are  evolved,  and  a  dark  coloured  non-volatile 
substance  known  as  metagallic  acid  is  produced. 
According  to  Trimble  {I.e.)  the  best  yields  of 
pyrogallM  are  obtained  by  raising  the  tempera- 
ture slowly  to  215'  and  then  keeping  it  between 
190°-210°  for  half  an  hour.-  Digested  with 
boiling  dilute  mineral  acids,  gallic  acid  is  pro- 
duced, and  Wctherill,  who  employed  for  this 
purpose  50  grms.  of  tannic  acid  and  500  o.c.  of 


sulphuric  acid  (I  vol.  acid  -f  4  of  water),  ob- 
tained a  yield  of  87-4  p.c.  of  gallic  acid.  Knop 
(Annalen,  170,  44)  obtained  95  p.c,  and  Sten- 
house  the  theoretical  amount,  whereas  Trimble 
{I.e.)  states  that  whesn,  pure  gallotannic  acid  is 
heated  with  a  2  p.c.  solution  of  absolute  hydro- 
chloric acid,  galJio  acid  only  is. produced.  This 
reaction  was  formerly  assumed  to  be  expressed 
by  the  following  equation 

Ci4H,„0,+HjO=2C,H.O,. 
Boiling  alkaline  solutions  also  produce  gallic 
acid,    but   hot   aqueous   ammonia   yields   am- 
monium gallate  and  gallamide  as  follows  : 
C.«H,„0,-f2NH,=0,H.OeNH,+C,H504NHi,. 
According  to  Voswinkel  (D.  R.   P.  1905),  on 
adding  formaldehyde  to  an  aqueous  solution  of 
tanniii  and  carbamide  in  molecular  proportion, 
a  precipitate  of  methylene  tannin  carbamide  is 
formed 
CnHloO,-fCO(NH^)J-^H•CHO 

=Ci4H,0,-CHs-NH-00-NHj+HjO. 
It  is  a  yellow  powder  decomposing  about  220° 
and  is  insoluble  in  organic  solvents  with  the 
exception  of  alcohol. 

By  heating  barium  gallate  with  silver 
nitrate,  Lowe  (J.  pr.  Ohem.  1867,  102,  111)  ob- 
tained a  substance  resembling  gallotannic  Acid, 
and  the  same  compound,  together  with  ellagic 
acid,  was  also  produced  by  the  action  of  arsenic 
acid  on  gallic  acid.  SchifE  (Ber.  1871,  4,  231) 
found  that  when  gallic  acid  was  heated  with 
phosphorus  oxychforide  at  100°,  and  subse- 
quently at  120°,  digallic  acid  was  produced  and 
this  had  the  same  percentage  composition,  and 
properties  as  natural  gallotannin.  The  reaction 
(Annalen,  1873,  170,  66)  most  probably  occurred 
as  follows : 

2C,H50i(OH)-hP001s=2HCl-i-c'H»Q*Zo>fOa 

Cl4Hl„0.„•POCl■^40,H.05        '    °   * 

=30ijH,oOs-hH,P04-hHC1 
and  there  was  indeed  evidence  of  the  inter- 
mediate formation  of  a  phosphorus  compound. 
Further,  it  was  noticed  that  pure  tannin 
gives  some  ellagic  acid  when  heated  with 
phosphorus  oxychloride  at  130°-140°.  SchifE 
(Ber.  1871,  4,  967)  also  corroborated  Lowe's 
statement  that  digallic  acid  is  produced  from 
gallic  acid  by  means  of  arsenic  acid.  The 
reaction  could  be  expressed  thus  : 
C,H5O«(OH)+H,AsOi=0,Hj04-0-AsO2+2Hi,O 

The  following  constitution  was  first  assigned 
by  Schifi  to  his  digallic  acid : 

OOOH(OH)jO,Hj-0-0,H8(OH)jOOOH 
and  indeed  by  means  of  acetic  anhydride  only  a 
tetra-acetyl  compound  was  apparently  produced. 
Later  {I.e.  1873),  a  study  of  acetyltannin  which 
was  obtained  as  warty  nodules,  m.p.  137° 
(Trimble,  The  Tannins,  1.  87),  gives  m.p.  139°  ; 
Nierenstein  (CloUcgium,  1905,  23),  129°-131° ; 
Dekker  (Ber.  1906,  39,  2497),  129°  ;  and  Nieren- 
stein {ibid.  1907,  40,  917),  146°  (c/.  Bottinger, 
ibid.  1884,  17,  1478),  indicated  that  this  pos- 
sessed the  formula  CuHjOjAcj,  and  the  consti- 
tution given  below  was  therefore  adopted — 
C00H(0H)8.0,Hj-0C0C,Hj(0H),. 
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A  penta-acetyl  derivative  Was  also  given  by 
digallio  acid  prepared  both  by  the  phosphorus 
ozyohloride  and  arsenic  methods  (Ber.  1873,  68, 
72),  and  there  appeared  at  the  time  to  be  no  doubt 
that  this  artificial  product  was  identical  with  the 
natural  tannin,  jfhosphorus  pentachloride  and 
phosphorus  trichloride  again  produced  digallic 
acid  from  gallic  acid.  According  to  Gesch- 
wender  (Inaugural  Diss.  Munich,  1906),  penta- 
aoetyldigallio  acid  can  be  obtained  in  a  crystal- 
line condition  from  dilute  alcohol. 

By  heating  protocatechuio  acid  with  arsenic 
acid,  SchifE  (Ber.  1882,  15,  2589)  obtained  his 
diprotocatechuic  acid  in  the  form  of  a  hygro- 
scopic glassy  mass.  This  possessed  the  charac- 
teristics of  a  tannin  and  with  boiling  dilute 
mineral  acids  was  converted  into  protocatechuic 
acid. 

Dipyrogallol  carboxylio  acid  from  pjTogallol 
carboxylio  acid  and  phloroglucinol  tannic  acid 
from  phloroglucinol  carboxylio  acid  were  also 
prepared  (Annalen  295,  40).  Freda  (Ber.  il, 
2033 ;  12,  1676)  did  not  obtain  digallic  acid 
by  the  interaction  of  gallic  and  arsenic  acids, 
but  only  an  arsenic  compound,  which  on  treat- 
ment with  sulphuretted  hydrogen  gave  gallic  acid. 

Biginelli  (Gazz.  chim.  ital.  1909,  39  ii.  68) 
obtained  from  arsenic  and  gallic  acid  arsenic 
gallic  acid  AsO(OH)jO-C,H2(OH)jCOOH,  ar- 
senic digallic  acid 

(OH)AsO[0-C,Hj(OH)2COOH]j 
and  dihexahydrozyhenzophenone  arsenic  acid 
(OH)AsO[0-C,Hj(OH)2CO-C,H2(OH)3l2. 
The    second    of    these    compounds,    Biginelli 
suggests,  forms  one  cf  the  constituents  of  Schifi's 
artificial  tannin. 

Similar   compcunls   are   produced   by   the 
action  of  phosploryl  chloride  or  antimonic  acid 
on  gallic  acid  (Bigin.lli,  ibid.  283)  to  which  the 
following  foimula!  nave  been  assigned  : 
P0(0-CeHj(0H)jC00H)3, 

SbO(OH)20-C,Hj(OH)2COOH, 
and  (OH)SbO(0-C.Hj(OH),COOH)j. 
All  these  substances  react  as  tannins,  and  it 
seems  possible  that  Schifi's  digallic  acid  pre- 
parations are  in  reaUty  similarly  constituted. 
On  the  other  hand,  Walden  (Ber.  1898,  81, 3168) 
prepared  Schifi's  digallio  acid  by  the  arsenic 
acid  method,  and  although  he  noted  the  diffi- 
culty of  completely  removing  arsenic,  this 
appeared  to  be  absent  from  the  purified  com- 
pound {cf.  also  Nierenstein,  Chemie  der  Gerb- 
stoffe,  Stuttgardt,  1910,  44). 

By  heating  gallotannin  with  benzoyl  chloride, 
Bottinger  (Ber.  1889,  22,  2707)  prepared  a 
benzoyltannin  in  the  form  of  a  sandy  lights 
yellow  coloured  powder.  Sisley  {I.e.)  and 
Dekker  {l.c.)  describe  similar  products.  Vour- 
nasos  (Le  tannin  de  la.  noiz  de  galle,  27),  on  the 
other  hand,  describes  pentabenzoylgallotannin  as 
a  well-defined  crystalline  compound. 

By  heating  a  mixture  of  ethyl  gallate  and 
pyruvic  acid  with  sulphuric  acid,  Bottinger 
(Ber.  1884,  17,  1476),  prepared  a  substance 
Cx4HjgO(,2HiO,  which  he  at  first  regarded 
a^  digallio  acid.  It  consisted  of  a  very  hygro- 
scopic mass  which  had  the  properties  of  a  tanqiQ, 
gave  a  penta-acetyl  compound,  and  with  lead 
acetate  solution  yielded  a  dull  yellow  precipitate. 
As,  however,  by  digestion  with   boiling  dilute 


hydrochloric  acid,  no  gallic  acid  was  produced,' 
it  could  only  be  an  isomeride  of  natural  gallo- 
tannin. 

According  to  Hunt  (Chem.  News,  62,  49),  » 
substance  which  behaves  in  many  respects  like 
tannin  can  be  prepared  by  the  interaction  of 
monobromoprotooatechuic  acid  and  potassium- 
gallate 

C,H,(OH),COOK-FC„HjBr(OH)jCOOH 

=C.Hj(0H)5C0-0-C.H,(0H),C00H+KBr. 
but  Schifi  (Gazz.  chim.  ital.  1897,  21,  L  90)  was 
unable  to  synthesise  tannin  by  this  method. 

Herzig  and  Tscheme  (Ber.  1905,  38,  989) 
obtained  methyltannin  by  the  action  of  diazo- 
methane  on  gallotannin  suspended  in  ether, 
and  describe  it  as^  a  colourless  amorphous 
powder,  m.p.  124°-126°.  It  had  the  composition 
C24H80,(OCH3)s  or  Cj4H,„0,(0CH,)8,  is  dextro- 
rotatory  and  when  hydrolysed  gives  a  mixture 
of  trimethylgaUic  acid  and  3  :  4  -dimethylgallio 
acid.  The  percentage  of  methoxyl  found,  how- 
ever, approximates  to  that  required  for  a  penta- 
methyl^allotannin  (Herzig,  ibid.  1908,  41,  83). 
Later,  Herzig  and  Renner  (Monatsh.  1909,  30, 
543)  consider  that  their  methyltannin  may 
possibly  be  a  mixture  of  substances  which  have 
approximately  the  same  composition,  and  indeed 
contain  pentamethoxy  derivatives  of  the  tannin 
constituents  described  by  Nierenstein  (see 
below).  Eosenheim  (Chem.  Soc.  Proc.  1905, 
21,  157),  by  means  of  methyl  sulphate,  obtained 
a  compound  having  the  composition  of  a  tannin 
pentamethyl  ether. 

Whereas,  for  a  considerable  time,  Schifi's 
formula  was  generally  recognised  as  the  best 
known  expression  for  the  constitution  of  gallo- 
tannin, it  had  been  pointed  out  by  Scheibler  in 
1866  (Zeitsch.  Zuckerind.  16,  33),  by  van  Teig- 
heifn  in  1867  (Ann.  Sci.  Nat.  [v.]  8,  210)  and  by 
Gunther  in  1872  (Ber.  pharm.  Ges.  6,  172)  that 
natural  gallotannin  was  optically  active. 

Owing  no  doubt  to  the  idea  that  unless 
carefully  purified,  gallotannin  obstinately 
retains  traces  of  sugar,  this  fact  did  not  attract 
special  attention  until  Schifi  (Gazz.  chim.  ital. 
1896,  25,  ii.  437)  noted  that  the  pure  substance 
possesses  a  dextro-rotation  ([o]j,= -i-14°  to  +67°). 
In  order  to  provide  for  the  assymetrio  carbon 
atom,  a  modification  of  his  earlier  formula  was 
accordingly  necessary,  and  he  now  suggested 
that  gallotannin  should  be  represented  as  a 
ketonic  compound  of  the  following  constitution  :  - 

C(OH)— C(OH) C(OH)     CH-C(OH):C(OH) 


J )_(')_co— C  — CH  =  C( 


CH C(COOH)- 


(OH) 


On  the  other  hand,  by  the  action  of  phenyl- 
hydrazine  under  varied  conditions,  no  hydrazone 
could  be  prepared  from  gallotannin. 

According  to  Walden  (Ber.  1897,;  30,  3151), 
who  examined  the  purest  samples  of  com- 
mercial tannin  available,  these  products,  as 
already  indicated  by  Schifi,  vary  considerably  in 
optical  activity,  having  [o]i,from  -|-15°to  -f  67°, 
and  are  evidently  mixtures. 

Whereas  Patemo  (Zeitsch.  physikal.  Chem. 
1899,  4,  458)  found  the  molecular  weight  of  tan- 
nin in  water  to  be  2643-3700,  and  that  of  Schifi's 
digallic  acid  660,  Scbane'eff  (J.  Buss.  Pliyn. 
Chem.  Soc.  1890,  22,  104)  showed  that  in  acetic 
acid  gallotannin  gave  the  figure  1322.     Kratfi, 
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again  (Ber.  1899,  32, 1613),  found  for gallotauniu 
in  water  1587-1626. 

Walden  (Ber.  1899,  31,  3167),  on  the  other 
hand,  showed  that  the  molecular  weight  indi- 
cated by  Schiff's  digallic  acid  in  boiling  acetone 
is  about  316,  whilst  samples  of  Merck's  and 
Schuchardt's  tannin  in  the  same  solvent  respec- 
tively gave  6gures  of  753-763,  and  1350-1360. 
Again,  the  affinity  coefficient  of  Sohifi's  digallic 
acid  is  K=00012,  whereas  that  of  tannin,  which 
varies  greatly  with  the  concentration,  is  from  K 
=0-0001  to  K=0-00006.  Spectrometrio  exami- 
nation of  solutions  of  gallotannin  and  digaUic 
acid  showed  also  that  their  absorption  powers  for 
all  regions  of  the  spectrum  are  entirely  different, 
and  from  these  facts  there  could  be  no  doubt 
that  gallotannin  and  Sohiff's  digallic  acid  are 
distinct  compounds.  Moreover,  it  was  not 
possible  to  regard  digallic  acid  as  the  inactive 
modification  of  gallotannin.  Rosenheim  and 
Sohidrb  witz  (Chem.  Soc.  Trans.  1 898, 73, 878),  who 
examined  samples  of  commercially  '  pure '  gallo- 
tannins,  again  pointed  out  the  wide  limits  through 
which  the  rotation  of  these'varied,  the  minimum 
being  [a]j,+ll°  and  the  maximum  +74-2°.  The 
important  point  was  also  indicated  that  these 
commercial  products  could  be  separated  into  frac- 
tions the  rotatory  powers  of  which  varied  from 
[o]i,±0°  to  [a]j,-f  75-2°,  and  it  was  further  con- 
cluded that  in  each  of  the  original  samples  a  homo- 
geneous gallotannin  exists,  possessing  an  optical 
activity  of  about  [o]d  -|-75°.  Aa  a  confirmation  of 
this  point  it  was  noted  that  the  quinine  salts 
and  penta-acetyl  compounds  prepared  from 
gallotannins  of  [aj^j+ll",  up  to  [a.]^+T5°  were 
identical  in  rotatory  power  inter  se  with  those 
prepared  from  the  purified  gallotannin. 

According  to  5fierenstein  (Ber.  1905,  38, 
3641)  when  gallotannin  is  distilled  with  zinc 
dust,  diphenylmethane  is  produced,  a  result 
which  is  in  harmony  with  Schiff's  formula  for 
digallic  acid,  in  that  it  has  been  previously 
found  that  ellagic  acid  (1),  and  diphenyl- 
methylolid  (2)  (Graebe,  ibid.  1903,  36,  212)  by  a 
similar  method  give  fluorene  (3)  (c/.  also  Perkin 
and  Nierenstein,  Chem.  Soc.  Trans.  1905,  87, 
1412). 

-CO— 0 
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Dekker  (Ber.  1906,  39,  2497;  ibid.  3784) 
suggested  that  gallotannin  should  be  represented 
as  a  derivative  of  phthalic  anhydride. 

HOf^V-C=0         nw 
HOl    }^G <      >0H 

ly   6h    ^-(5h 

and  it  was  considered .  that  this  formula  is  in 
harmony  with  the  optical  activity,  almost 
complete  hydrolysis  to  gallic  acid  and  the 
formation  oiE  diphenylmethane.  According  to 
numerous  workers,  however,  gallotannin  gives 
only  a  penta-acetyl  derivative,  whereas  such  a 
constitution  indicates  seven  bydrozyl  groupa,  and 


though  Dekker  describes  a  heia-aoetyl  tannin 
[o1i,+64-4''  the  existence  of  this  is  doubtful. 

'  Dekker  (De  Looistoffen,  1908,  ii.  30,  1908) 
was  unable  to  confirm  the  production  of  diphenyl- 
methane from  tannin  as  observed  by  Nierenstein 
{I.e.),  and  obtained  in  this  manner  diphenyl. , 
Nierenstein  (Chemie  der  Gerbstofte,  1910,  47), 
however,  maintains  the  correctness  of  his  former 
work. 

Lloyd  (Chem.  News,  1908,  97,  133)  concludes 
that  gallotannin  contains  three  digallic  groups 
united  to  each  other  to   form  a  six-membered 

ring  of  the  type  CXY<q.q^y^O  ™  which 

_0H  _C00H 

X=  — /    \0H  and  Y=  ^0—/    N 


OH 


okdH 
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Nierenstein  (Ber.  1907,  40,  916)  separates 
acetyl  gallotannin  which,  on  analysis,  behaves 
as  a  penta-acetyl  compound,  into  two  amorphous 
components  (a),  m.p.  203°-206°,  present  in 
small  quantity,  and  (6)  the  main  product,  m.p. 
166°.  The  former  when  hydrolysed  gives  gallic 
acid,  and  on  oxidation  by  means  of  potassium  per- 
sulphate and  acetic  acid,  eUagic  acid.  By  means  - 
of  zinc  dust,  the  penta-acetyl  tannin,  m.p.  203° 
(Ber.  1908, 41,  77),  may  be  reduced  to  the  acetyl 
derivative,  m.p.  166°.  Again  the  compound, 
m.p.  166°,  which  is  termed  acetyl-leucotannin,  is 
not  a  fully  acetylated  compound,  but  on  further 
treatment  gives  hexa-acetyl-leuootannin,  m.p. 
159°.  Thus  gallotannin  is  considered  to  be  a 
mixture  of  digaUic  acid  and  leuootannin 

CeH2(0H)3CH(0H)0-C,H2(0H)jC00H 
the  latter  being  evidently  the  main  component 
of  the  mixture. 

Penta-aoetyl-leucotannin  (Ber.  1909,  42, 
1122)  is  hydrolysed  by  boiling  dilute  sulphuric 
acid  with  formation  of  gaUie  aldehyde  and  gallie 
acid  as  its  formula  suggests,  and  when  oxidised 
with  persulphate  and  sulphuric  acid  in  boiling 
acetic  acid  gives  in  addition  to  ellagic  acid,  a 
red  amorphous  product  purpuro-tannin  (0 
=69-14,  H=2-84)  which  on  distillation  with 
zinc  dust  yields  naphthalene. 

In  a  later  paper  (Nierenstein,  Annalen,  1912, 
386, 318)  the  formula  CnHgOa  (C=52-5;  H=2-5) 
is  assigned  to  this  compound,  and  the  quinoline 
salt  Cr4H805-2C9H,N  tetra-acetyl  compound, 
m.p.  324°-327°,  tetrdbenzoyl  compound,  m.p. 
279°-281°,  and  telramethylether,  m.p.  242'"-244°, 
are  described.  By  distillation  with  zinc  dust 
it  gives  diphenylene  and  not  naphthalene,  as 
was  at  first  considered  to  be  the  case.  With 
piperidine  at  180°  it  gives  1:2:7:8  tetrahy- 
droxydiphenylene  oxide  CuHgOj,  m.p.  334°-338°, 
with  hydriodio  acid  and  phosphorus  diphenylene 
oxide,  and  from  these  results  appears  to  possess 
the  following  constitution : 

COOH        COOH 

HO      "       OH 

Iljin,  who  studied  the  action  of  zinc  dust  on 
a  boiling  10  p.c.  aqueous  solution  of  tannin  for 
15  to  20  hours,  obtained  an  amorphous  sub- 
stance which  has  [o]^*'*-f  24-l°  in  95  p.c.  alcohol, 
gives  coloured  precipitates  with  metalfw  salts, 
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and  gallic  acid  without  gallic  aldehyde  when 
heated  with  20  p.c.  sulphuric  acid  in  a  current 
of  hydrogen  (J.  pr.  Oiem.  1909,  [ii.]  5,  80,  332). 

According  also  to  Herzig  and  Renner 
(Mouatsh.  1909,  30,  543),  tannin  methyl  ether 
{I.e.)  is  practically  unaffected  by  boiling  with 
acetic  acid,  zinc,  sodium  acetate  and  acetic 
anhydride,  no  leuoo  compound  being  thus 
produced. 

Iljin  (J.  Russ.  Phys.  Chem.  Soc.  1908,  39, 
470  ;  Chemie  der  Gerbstoffe,  1910,  49)  obtained 
two  phenylhydrazine  derivatives  Oj^HsjNeOjo 
and  CjaHgjNijOji,  from  gallotannin.  He  sug- 
gests for  gallotannin  the  formula  CjjHjQOaa,  and 
proposes  the  following  constitution,  in  which 
Ri=-C0-C8H2{0H)3  and  R2=-CeH2(0H)j: 

Ri>C^O-0_C<g' 


0 C<^' 


E.  Fischer  (Ber.  1908,  41,  2875),  by  coupling 
tricarbomethoxygallyl  chloride  with  dicarbo- 
methoxygaUic  acid,  obtained  a  product  which, 
on  hydrolysis,  gave  a  substance,  m.p.  275°-280°, 
crystallising  in  prisms  or  needles.  This  was 
considered  to  be  possibly  a  mixture  of  digallio 
acid  with  gaUic  acid,  but  was  subsequently 
shown  (1911,  see  below)  to  be  a  slightly  impure 
digaUic  acid 

(OH)3C,H2-CO-0-C,H,(OH)jCOOH. 

According  to  Nierenstein  (Ber.  1910,  43, 
628),  by  converting  gallotannin  into  the  carbo- 
ethoxy  derivative,  hydrolysing  this  with  pyridine 
and  repeating  the  operation  three  or  four  times, 
there  is  obtained  a  digaUic  acid  Ci4H,509,2H,0 
crystaUising  in  small  needles  from  alcohol 
and  water  (1  :  3)  which  sinters  at  214°  and 
melts  at  268°-270°.  It  (1)  is  optically, inactive, 
when  hydrolysed  gives  gallic  acid,  and  on 
oxidation  with  hydrogen  peroxide  ellagic  acid, 
but  is  not  identical  with  Fischer's  digallic 
acid  (2)  which  does  not  yield  ellagic  acid.  Nieren- 
stein formulates  these  compounds  as  follows  : 

<^)  Hol      tOH  HOOd      Iqh 

HO 
.<^  CO— 0 — ^ 


(2)  Bol     JOH 
HO 


HOj^  ^OH 
HOO  ' 


>0C 


Penta-acetyldigallic  acid  needles,  m.p.  211°- 
214°,  pentdbenzoyldigallio  acid  needles,  m.p. 
187°-189°,  pentacariethoxydigamc  acid,  small 
cubes,  m.p.  194°-195°,  and  sodium  digaUate  arc 
described. 

By  digestion  with  boiling  acetic  anhydride  and 
zinc  dust,  penta-acetyldigaUio  acid  gives  dl- 
hexa-aceiyl-leucolannin,  m.p.  154*-155°,  cubes, 
and  may  be  separated  by  means  of  the  strychnine 
salt  into  l-hexa-acetyl-leucotannin,  having  m.p. 
151°  and  [a]^^— 4-C,  and  d-hexa-ncetyl-lmco- 
tannin,  having  m.p.  153''-154°  and  [a]§°+121-5°. 

Iljin  (J.  pr.  Chem.  1910,  [ii.]  82,  422)  redeter- 
mined the  molecular  weight  of  specially  purified 
galjotarmip   in   acetone,   and   found   values  of 


1247-1637,  confirming  the  results  of  Saban^efl 
and  of  Walden  {I.e.).  Accordingly  he  considers 
that  gallotannin  must  consist  largely  of  a  com- 
plex derivative  of  gallic  acid,  distinct  from  the 
digallic  acid  and  leucotannin  of  Nierenstein. 

When  gallotannin  is  boiled  for  4  hours  with 
zinc  oxide  the  filtrate  does  not  react  vrith  ferric 
chloride.  The  residue  decomposed  with  sul- 
phuric acid  gives  gallic  acid  and  the  compound 
previously  ootained  by  the  action  of  zinc  dust 
on  tannin  {I.e.)  in  approximately  equal  amount 
(Iljin,  ibid.  1910,  [ii.]  81,  327).  Manning  (J. 
Amer.  Chem.  Soc.  1910,  32,  1312)  prepares 
ethyl  gallotannate  CjiHjjOa,,  SHjO  yellow  crys- 
tals, m.p.  157°,  by  passing  dry  hydrogen  chloride 
into  an  alcoholic  solution  of  gallotannin ;  this  on 
hydrolysis  gives  ethyl  alcohol,  dextrose  and 
gallic  acid.  This  compound  may  be  synthesised 
by  treating  a  mixture  of  ethyl  gallate  and 
dextrose  with  phosphoryl  chloride. 

Fischer  and  Freudenberg  (Annalen,  1911, 
384,  225)  coupled  dicarbomethoxygallic  acid 
and  tricarbomethoxygallyl  chloride  in  alkaline 
solution,  and  by  hydrolysis  of  the  resulting  pro- 
duct, obtained  a  pure  digallic  acid.  It  crystallises 
in  needles,  is  much  less  sparingly  soluble  in  water 
than  gallic  acid  (approximately  12  times),  and 
melts  at  275°  (oorr.  282°)  with  decomposition. 
With  ferric  chloride  it  gives  a  blue-black  colora- 
tion and  possesses  the  properties  of  a  tannin. 
For  a  descrii)tion  of  the  diprotocatechuio  acid, 
digentisic  acid  and  di-;8-resorcylic  acid,  of  these 
authors,  see  below. 

Paniker  and  Stiasny  (Chem.  Soc.  Trans. 
1911,  99,  1819),  who  consider  that  the  chemi- 
cal constitution  of  gallotannic  acid  is  not 
definitely  settled,  investigated  the  acid  char- 
acter of  this  substance  by  the  diazo-acetio 
ester  method  of  Fraenkel  (Zeitsch.  physikal. 
Chem.  1907,  60,  202),  because,  according  to  the 
previously  expressed  view  of  Bottinger  (Ber. 
1884,  17,  1503),  Dekker  (ibid.  1906,  39,  2497), 
and  Walden  {ibid.  1898,  31,  3170),  no  free 
carboxyl  group  is  present  in  this  compound. 
It  is  shown  that  gallotannin  is  to  be  re- 
garded as  an  acid,  the  afSnity  constant  being  of 
a  distinctly  higher  order  than  that  shown  by 
phenols. 

Gallotannin  can  be  divided  into  two  parts  by 
saturating  its  solution  with  sodium  bicarbonate, 
one  part  being  soluble  in  ethyl  acetate,  whilst 
the  other  forms  a  sodium  salt.  Thus  the  former 
product  is  shown  to  be  only  half  as  acid  as  that 
which  is  set  free  on  acidifying  the  sodium  salt  in 
solution.  The  experiments  favoured  the  view 
of  Kunz-Krause  (Schweiz.  Woohensch.  Chem. 
Pharm.  1898,  No.  38),  Walden  {I.e.),  Aweng  (Rev. 
Int.  Falsif.  1898,  11,  29),  and  Nierenstein  {I.e.), 
that  gallotannin  is  a  mixture  of  two  or  more 
chemical  individuals. 

With  alcoholic  potassium  acetate,  gallo- 
tannin gives  a  precipitate  of  the  potassium  salt 
which  appears  to  have  the  unimoleoular  for- 
mula Ci4H809K.  This  compound  is  devoid  of 
optical  activity. 

According  to  Nierenstein  (Annalen,  1912, 
388,  223),  when  an  aqueous  solution  of  tannin  is 
reduced  with  zinc  dust  by  Ujin's  method  {I.e.), 
A\-leiicodigallic  acid,  fine  needles,  m.p.  27S°-280°, 
is  produced,  and  the  same  compound  can  also 
be  prepared  by  the  reduction  of  digaUic  acid; 
Py  mpaos  of  the  qwbethosy  derivative,  thJB  cae 
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be  resolved  into  \-kucodigallic  acid,  m.p.  276°- 
277°,  which  has  [a]^^— 70-26°,  and  d-kucodigallic 
acidr,  m.p.  276°-277°,  which  has  [o]J^+ 104-2° 
in  water.  As  leucodigallic  acid  does  not  possess 
tanning  property,  it  cannot  be  present  in 
gallotannin,  and  the  author  now  therefore  dis- 
cards his  theory  that  the  latter  is  composed  of 
a  mixture  of  digallic  and  leucodigallic  acids. 
Tannins  are  accordingly  now  considered  to  con- 
sist of  polydigdUyl-hvco-digallic  anhydrides 

(OH)3C8Hj-CO[0(OH)jC8H2-CO],-0-C5H2(OH) 
C,Hj(OH),0  ■CH(OH)C,Hj(OH)  ^0  -00 


CO 

Schering's  tannin,  employed  by  the  author, 
gives  digallic  and  leuco-digallio  acids  in  the 
proportions  3  :  1  or  4  :  1  (compare  Ber.  1907,  40, 
916),  and  is  consequently  a  digaUoyl,  tri-  or 
tetraleucodigallic  anhydride.  For  further  de- 
tails, the  original  paper  must  be  consulted. 

E.  Fischer  and  Freudenberg  (Ber.  1912,  45, 
915)  take  an  entirely  different  view  of  the  con- 
stitution of  gallotannin,  and  announce  the  im- 
portant fact,  not  generally  suspected,  that  this 
compound  contains  a  glucose  nucleus.  Purified 
preparations  of  gallotannin  have  [o]^"  approxi- 
mately +70°,  and  these  samples,  yhen  hydro- 
lysed  with  acid,  yield  gallic  acid  and  a.  small 
amount  of  dextrose.  Gallotannin  is  most 
probably  a  compound  of  dextrose  with  five 
molecules  of  digallic  acid,  of  the  nature  of  penta- 
acetyldextrose,  and  such  a  constitution  will  agree 
with  its  high  molecular  weight,  optical  activity, 
faint  acidity  and  ready  solubility  in  water. 
Synthetical  tannin  compounds, ,  derivatives  of 
dextrose,  are  described,  the  properties  of  which 
favour  this  Suggestion.  Tricarbomethoxygal- 
loyl  chloride  in  chloroform  solution  reacts  with 
dextrose  in  the  presence  of  quinoUne,  to  form 
penta-trioarhomethoxygallyl  glucose,  from 
which,  by  hydrolysis  with  alkali,  pentagalhyl 
glticose  is  produced.  It  is  a  yellow  powder  of 
astringent  taste,  possesses  the  power  of  precipi- 
tating gelatin  solutions,  and  has  [o]„+31°  to 
+35°  in  water,  or  +44-4°  in  alcohol.  Similar 
compounds  of  gallic  acid  with  o-methylglucoside 
and  glycerol,  and  of  p-hydroxybenzoic  acid  with 
dextrose  are  also  described. 

Manning  and  Nierenstein  (Ber.  1912,  46, 
1546)  consider  that  a  sugar  nucleus  is  not  present 
in  pure  gallotannin,  and  point  out  that  this  is 
not  produced  when  either  Schering's  tannin  or 
Herzig  and  Renner's  methyl  tannin  {I.e.)  is 
hydrolysed  with  alkali.  Again,  ethyl  gaUate  is 
the  sole  product  of  the  esterification-  of  this 
tannin. 

Herzig  (Ber.  1912,  45,  1985)  considers  that 
the  argument  of  these  authors  is  no  proof  of  the 
absence  of  a  sugar  nucleus  in  methyl  tannin  or 
tannin  itself,  whereas  Biddle  and  Kelley  (J. 
Amer.  Chem.  Soc.  1912,  34,  918)  show  that  the 
Bo-called  ethyl  tannate  of  Manning  is  in  reality 
ethyl  gaUate.  On  the  other  hand,  Feist  reite- 
rates the  fact  (Ber.  1912, 45, 1493)  that  in  1908 
(Chem.  Zentr.  1908,  ii.  1352)  he  isolated  gluco- 
gaUic  acid,  a  compound  of  gallic  acid  and  glucose, 
from  Turkish  gall  nuts. 

Fischer  and   Freudenberg   (Ber.    I91g,   45, 


2709)  further  support  their  view  that  gallotannin 
is  a  pentadigalloyl  glucose,  and  in  continuation 
of  their  syntheses  ot  tannin  compounds  employ 
pentamethyl-m-digalloyl  chloride  with  interest- 
ing results.  Whereas  the  digallic  acid  previoudy 
synthesised  by  theefe  authors  is  the  p  compound 
(Ber.  1910,  43,  628),  gallotannin  is  derived 
from  the  m-acid,  for  Herzig  has  shown  that 
methyl  tannin,  when  hydrolysed,  gives  gallic 
acid  trimethylether  and  3  :  4  gallic  acid  dimethyl 
ether  (cf.  also  Nierenstein). 

When  the  trimethylether  of  galloyl  chloride 
reacts  with  3  : 4  gallic  acid  dimethyl  ether, 
according  to  the  method  employed  by  these 
authors,  pentamethyl-va-digaUic  acid 

COjH 

(MeO)3-CeHvCO— 0— /  \ 
MeO^OMe 
m.p.  192°-193°,  is  produced  {cf.  Mauthner,  Ber. 
1905,  38,  389;  Monatsh.  1909,  30,  643),  and 
from  this  the  chloride,  m.p.  109°-110°,isreadily 
obtained.  In  the  presence  of  quinoline,  this  is 
condensed  with,  o-  and  j3-glucose  respectively, 
and  such  a  procedure  was  adopted,  because  it 
was  found  that  benzoyl  and  cinnamyl  chlorides, 
in  a  similar  manner,  give  with  o-  and  78-glucose 
stereoisomeric  compounds. 

The  m-digalloyl  derivatives  thus  prepared  are 
amorphous,  possess  the  composition  of  penta- 
[pentamethyl-digalIyl]-glucose,  but  appear  in 
each  case  to  be  a  mixture  of  stereo-isomerides. 
Thus  the  a-glucose  product  in  acetylene  tetra- 
chloride had  [o]j)+28°  (approx.),  and  after  re- 
peated solution  in  hot  alcohol  [a]j,+ 14°  (approx. ), 
whereas  the  ;8-glucose  compound  [o]j,+19-5° 
behaved  similarly. 

In  case  gallotannin  is  penta-m-digalloyl 
glucose  it  is  evident  that  wiis  product  will 
represent  its  methyl  ether,  and  indeed  a  very 
close  resemblance  appears  to  exist  between 
this  substance  and  the  preparation  of  Herzig. 
The  methyl  ether  prepared  from  natural  tanm'n 
(Herzig,  I.e.)  is  not  a  uniform  substance,  but 
probably  also  a  mixture  of  stereo-isomerides,  the 
sample  employed  having  in  acetylene  tetra- 
chloride [a]^''+14°,  and  after  repeated  solution 
in  acetone  and  methyl  alcohol  [a]p^+10-6°. 
Finally,  the  criticisms  of  Manning  and  Nieren- 
stein (i.e.)  as  to  the  absence  of  glucose  in  pure 
tannin  are  shown  to  be  valueless.  It  is  likely 
that  the  work  of  Fischer  and  Freudenberg  may 
soon  culminate  in  the  synthesis  of  penta-m- 
digalloyl  glucose  itself,  in  which  case  it  is  to  be 
hoped  that  the  mystery  which  has  so  long  en- 
shrouded the  constitution  of  this  important 
c  ompound  will  be  finally  dispersed.  On  the  other 
hand,  the  elaborate  results  of  Nierenstein  on  such 
a  basis  are  at  present  difScult  to  comprehend. 

For  further  references  to  Gallotannin  see 
Hamack  (Arch.  Pharm.  1896,  234,  537), 
colour  reaction ;  Ljubavin  (J.  Russ.  Phys. 
Chem.  Soc.  1901,  33,  680),  tannin  and  tartar 
emetic;  Thibault  (Bull.  Soc.  chim.  1903,  (iii.) 
29,  745),  tannin  and  bismuth ;  Vigneron  (J. 
Pharm.  Chim.  1906,  [vi.]  23,  469),  iodotannin  ; 
Farbewerke  vorm.  Meister,  Lucius  and  Briining 
(D.  R.  P.  173729),  mixed  anhydrides  of  tannic 
and  cinnamic  acids  ;  Biginelli  (Gazz.  chim.  ital. 
}907. 37,  ii,  205  ;    ibid.  1903, 38,  j,  659),  tapixiles 
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of  quinine ;  Hildebrandt  (D.  R.  P.  188318), 
tannin  and  formaldehyde  ;  Francis  and  Nieren- 
Btein  (Collegium,  1911,  335),  action  of  benzoyl 
chloride  and  potassium  cyanide  on  benzoyl- 
hydroxybonzoio  acids  and  on  acylated  hydroxy- 
benzoylhydroxybenzoio  acids ;  Nierenstein 
(Die  Gerbstoffe). 

Chestnut  tannin.  Chestnut  tannin  has  been 
examined  by  Nass  (Inaugural  Diss.  1884,  Dorpat, 
Russia)  and  by  Trimble  (The  Tannins,  ii.  119). 
According  to  the  latter  author  it  is  probably 
identical  with  ordinary  gallotannin  {see  Chest- 
nut BXTRAC*). 

Chebullnic  acid  01  Eutannin.  This  tannin  was 
isolated  by  Fridolin  from  myrabolans,  Termi- 
nalia  ChebvJa  (Retz.),  which  also  contain  an 
ellagitannin.  It  crystallises  in  rhombic  prisms, 
is  sparingly  soluble  in  cold  water,  gives  with 
ferric  chloride  a  blue-black  precipitate  and  by 
heating  with  water  is  converted  into  gallic  acid 
and  a  new  tannin. 

Thorns  (Chem.  Zentr.  1906,  i.  1829; 
Apotheker  Zeit.  1906,  21,  354)  has  found 
that  commercial  eutannin  is  identical  with 
chebulic  acid  C^gHjgOi,.  It  consists  of 
small  colourless  needles,  containing  water  of 
crystallisation,  reacts  acid  to  litmus  paper, 
decomposes  at  234°,  and  has  [o]j, initially  -f  6I'7°, 
gradually  rising  to  -{-G6-9'.  An  ennea-acetyl  and 
methyl  derivative  are  described,  the  latter  giving 
trimethylgallic  acid  by  the  action  of  sodium 
hydroxide  solution.  With  water  at  100°-1 50°  the 
tannin  yields  gallic  acid  and  eutannin  hydrate 
CjsHjjOjo,  a  colourless  powder  decomposing  at 
200°-210°.  When  eutannin  is  dissolved  in  cold 
sodium  hydroxide,  the  solution  acidified  with 
acetic  acid,  and  then  treated  with  lead  acetate 
solution,  the  resulting  precipitate,  after  decompo- 
sition with  sulphuretted  hydrogen,  gives  gallic 
acid,  and  a  tannin  Ci4H,,Oi2  or  Ci4H,40i„  which 
consists  of  a  yellow  powder,  having  [o]jj+26°at 
15°,  and  gving  a  blue  coloration  with  ferric 
chloride.  To  chebulinio  acid  the  following  con- 
Gtitation  is  assigned: 

OH 
H0/\0H 


N./ 


HO 
HO. 


CO-0 


Yh 


H        OH 

>"<      H 
'j'^     ^<0H 

s,/        H0>9.       P<0H 
COOH  ^C/ 

O CO 

According  to  Fischer  and  Freudenberg  (Ber. 
1912,  45,  915),  when  hydrolysed  chebulinic  acid 
gives  dextrose. 

Hamamelitannin.  This  compound,  one  of 
the  few  gallotannins  to  be  isolated  in  a  crystalline 
condition,  occurs  in  the  bark  of  the  Hamamelis 
virginidna  (Linn.),  a  tree,  10  to  12  ft.  high,  com- 
mon in  North  America.  The  bark,  previously 
extracted  with  light  petroleum  to  remove  plant 
wax,  is  exhaiisted  with  ether -alcohol  (6 :  1),  the 


solution  evaporated,  the  jgsidue  dissolved  in  a 
little  alcohol  and  treated  with  ether  to  precipitate 
certain  impurities.  Evaporation  of  the  ethereal 
liquid  gives  a  product,  a  hot  aqueous  solution  of 
which,  after  treatment  with  alumiua  and  animal 
charcoal,  deposits,  on  cooling,  the  substance  in 
the  form  of  smaU  colourless  needles.  From  a 
dilute  aqueous  solution,  hamamelitannin 

CiiHijO, 
crystallises  \7ith  SHjO,  but  deposited  from 
strong  solutions  the  ,  crystals  contain  2IH2O. 
The  air-dried  substance,  melts  at  115°-117°, 
although  when  dried  at  100°  the  melting-point  is 
203°.  Hydrolysed  with  boiling  dilute  sulphurio 
acid,  gallic  acid  only  was  produced,  and  the 
presence  of  a  suga  r  could  not  be  detected.  Hama- 
melitannin is  dextrorotatory  [a'lj,=+36'43*. 
According  to  Fischer  and  Freudenberg  (Ber. 
1912,  46,  2712),  however,  this  tannin  can  con- 
tain a  sugar  nucleus. 

Benzoylhamarmlitannin  Ci4H,0,(C,H50)5  is 
a  yellow  powder  which  melts  at  about  125°-132° 
(Griithner,  Arch.  Pharm.  236,  303). 

Oak  wood  tannin  is  probably  a  member  of 
this  group,  but  is  described  under  the  heading  of 
Phlooatannins. 

Sumach  tannin  {see  Sumach). 
Diprotocatechuic  acid  is  prepared  by  coupling 
monooarbomethoxyprotocatechuic  acid  with  di- 
carbomethoxyprotocatechuyl  chloride  in  alkaline 
solution  and  subsequently  hydrolysing  the 
product.     It  possesses  the  constitution 

(OH)jC,H,-CO-0-C,H,(OH)COOH, 
and  consists  of  fine  needles  which  begin  to 
sinter  at  230°  and  melt  with  decomposition  at 
237°-239°.  It  is  much  more  sparingly  soluble 
in  water  than  protocatechuio  acid,  gives  with 
ferric  chloride  a  bluish-green  coloration  and 
possesses  tanning  properties  (Fischer  and  Freii- 
denberg,  Annalen,  1911,  384,  2,  238). 

Dl-]8-resorcyIic  acid  prepared  from  ;3-resor- 
cylio  acid  by  the  same  general  method 

(OH)2C8Ha-CO-0-0,H3(OH)COOH, 
forms   small   microscopic   needles,    melting   at 
215°  (eorr.),  sparingly  soluble  in  water.       It 
gives  with  ferric  chloride  a  violet-red  coloration 
and  behaves  as  a  tannin. 
Digentisic  acid 

(OH)jC,H,'COO  C,H3(0H)C00H 
crystallises     in    fine    needles,    m.p.    208°-209' 
(oorr.),  sparingly  soluble  in  water.    The  aqueous 
solution  precipitates  gelatin  and  gives  a  blue 
coloration  with  ferric  chloride. 

Fischer  and  Hoesch  (I.e.  224)  and  Fischer 
and  Lepsius  (I.e.  224)  have  prepared  numerous 
other  acids  of  this  type,  but  it  is  not  stated  as 
yet  if  these  are  to  be  regarded  as  tannins. 
Lecandric  acid,  ramalio  acid,  evernic  acid  and 
no  doubt  other  lichen  acids  which  structurally 
belong  to  this  group  may  be  found  also  to  possess 
tanning  property. 

GkOUP  II. — DlPHENYLMETHYLOLID   OB 

Ellaqitannlns. 
This  tannin  group,  which  has  for  its  mother 
substance  diphenylmethylolid-  (2),  is  at  present 
only  represented  by  one  well  authenticated 
member  known  as  ellagitannin,  unless  indeed 
pomegranate  tannin  {see  below)  is  a  distinct 
compound.     Whereas  Perkin  and  Nierenstein 
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(Chem.  Soc.  Trans.  1905,  87,  1428)  considered 
that  ellagitannin  was  probably  formed  by  the 
condensation  of  two  moleovJes  of  digallic  acid 
and  possessed  the  formula  (1)  or  was  a  glucoside 
of  this  substance,  according  to  Nierenstein, 
ellagitannin  {q.v.)  {cf.  also  Ber.  1912,  45,  365) 
is  a  glucoside  of  luteoic  acid  (2). 

OH  _„     r.n_  /OH 


HO 
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o— CO^ 
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H0/\ 
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COOHOH 
(2)  (3) 

Numerous  natural  tannin  matters  yield  ellagic 
acid,  but  these  have  been  little  investigated,  and 
it  is  likely  that  glucosides  forming  ellagic  acid 
but  differing  from  ellagitannin  itself  in  the 
character  of  their  sugar  nuclei  will  be  discovered. 

Though  various  hydroxydiphenylmethylolid 
compounds  have  been  synthetically  prepared, 
e.g.  metellagic  acid  CuHjO/OH),  catellagic 
acid  C„HjOi(OH)2,  flavellagic  acid  CiiH0j(0H)5 
and  cteruleoellagic  (cyanellagic)  acid  Cii04(0H)„ 
ellagic  acid  is  the  only  member  of  this  group 
which  has  been  isolated  from  natural  sources. 

Pomegranate  tannin  C2oH,,Oi,  is  an  amor- 
phous greenish-yeUo  w  substance  contained  in  the 
root  bark  of  Punica  Oranatum  (Linn.).  Boiling 
dilute  sulphuric  acid  hydrolyses  it  with  forma- 
tion of  a  sugar  and  ellagic  acid  (Eembold, 
Annalen,  143,  385). 

Group  III. — Catechol  oe  Phlobatannins. 

The  catechol  tannins  are  characterised  among 
other  distinctive  features  by  the  important  fact 
that  when  digested  with  boiling  dilute  mineral 
acids  a  red  precipitate  Imown  as  '  anhydride  ' 
or  '  phlobaphane  '  is  produced.  The  designa- 
tion '  catechol,'  arises  from  the  fact  that  the 
majority  of  these  substances  give  a  green 
coloration  with  ferric  chloride,  and  proto- 
ca.techuic  acid  or  catechol  as  one  of  their  de- 
composition products.  Such  a  classification  is, 
however,  misleading,  in  that  by  comparison 
with  gallotannin,  one  is  led  to  infer  that  these 
substances  are  similarly  constituted  and  derived 
from  diprotocatechuic  acid  only 

(0H),C,H,-C0-0-C.H3(0H)C00H. 

When  hydrolysed,  however,  diprotocatechuic 
acid  gives  two  molecules  of  protooatechuic  acid 
without  production  .of  phlobaphane  (Emil 
Kscher,  private  communication).  Moreover 
certain  phfobaphane-jdelding  compounds  are  now 
known  to  exist  in  which  a  catechol  nucleus  is 
absent.  Thus  the  cyanomaclurin  of  Jakwood 
{q.v.)  is  an  instance  in  point,  for  although  it  con- 
tains only  phloroglucinol  and  resorcinol  nuclei, 
it  readily  yields  a  red  anhydride  of  this  character 
{cf.  also  Mimosa  tannin,  Pistachia  tannin  and 
Maletto  tannin).  Evidently  therefore  the 
phlobaphane  reaction  is  either  due  to  the 
special  structure  of  the  tannin  itself,  or  to  the 
presence  of  a  second  phenolic  grouping  other  than 
catechol  in  the  molecule.  This  structure  may 
perhaps   vartr  jn   certain  cases,  but  yntij  fhis 


is  clear  it  appears  to  be  preferable  to  include 
all  phlobatannins  under  one  group  rather  than 
to  complicate  the-subject  by  the  introduction  of 
subdivisions. 

Bottinger  and  Etti  {I.e.)  have  suggested  a 

benzophenone  structure  for  certain  tannins,  and 

this  applied  to  the  phlobatannins  has,  at  first 

sight,  the  merit  that  maclurin  {see  Old  Fustic) 

OH 


OHL     ;0H 


\/0« 

with  dilute  hydrochloric  acid  gives  rufimorio 
acid  (Wagner,  Jahres.  1851,  420),  a  red  amor- 
phous phloVaphane-like  mass.  Kinoin  {see 
Kino),  usually  regarded  as  the  methyl  ether 
of  a  pentahydroxy-benzophenone,  is  readily 
transformed  into  lono-red,  whereas  aromaden- 
drin  {see  Kino),  apparently  also  a  benzophenone 
derivative,  and  probably  a  maclurin  mono- 
methyl  ether,  resembles,  according  to  Maiden  and 
Smith,  catechin  in  many  of  its  properties.  It 
has  not  yet  been  ascertained  if  the  carboxylic 
acids  of  certain  hydroxybenzophenones  are 
tannins,  but  on  the  other  hand  it  is  to  bo 
remembered  that  compounds  possessing  such  a 
structure  will  be  strong  mordant  dyestuffs,  a 
property  which  is  genertdly  absent  from  tannins 
of  the  ^o-caUed  catechol  tjrpe.  As  already 
indicated,  many  phlobatannins  are  known  which 
contain  two  distinct  nuclei,  more  frequently 
phloroglucinol  in  addition  to  catechol,  a  fact 
which  in  these  cases  accounts  for  their 
reactivity  with  diazobenzene.  More  difficult 
to  understand,  however,  is  the  precipitation 
of  all  phlobatannins  in  aqueous  solution  mth 
bromine  ;  this  could  be  accounted  for  in  those 
instances  in  which  phloroglucinol  or  resorcinol 
nuclei  are  present  in  the  compound,  but 
curiously  enough  no  difference  in  this  respect 
appears  to  have  been  observed  in  cases  where 
evidence  as  to  the  existence  of  these  latter 
groupings  has  been  of  a,  negative  character. 
Though  by  incautious  alkali  fusion,  the  existing 
phloroglucinol  nucleus  may  escape  detection 
and  probably  in  many  instances  has  done  so, 
this  evidence  is  such  that  it  is  hard  to  presume 
that  in  all  cases  bromine  precipitation  arises 
from  the  presence  in  these  compounds  of  a 
specific  phenolic  grouping. . 

It  is  most  probable  that  the  phlobaphane 
reaction  is,  in  many  cases,  to  be  assigned  to  the 
well-known  reactivity  of  the  phloroglucinol 
group  present  in  these  substances,  and  this  has 
also  been  suggested  by  Emil  Kscher.  Thus 
coloured  com^otmds  can  be  obtained  by  the 
interaction  of  phloroglucinol  with  many  alde- 
hydes of  which  the  red  phloroglucinol  vanillein 
is  an  example,  and  moreover  the  phlorogluoides 
oE  Counder  (Ber.  1895,  28,  26),  prepared  by 
passing  hydrogen  chloride  into  mixtures  of 
phloroglucinol  and  various  sugars  in  aqueous 
solution  are  coloured,  the  d-galactose  phloro- 
glucide  possessing  a  red  tint.  Again,  by  boiling 
dextrose  and  phloroglucinol  with  dilute  hydro- 
chloric acid,  a  brownish-red  precipitate  of  a 
phlobaphane-like  character  can  be  easily  pro- 
duced (private  communication).  Interesting  in 
this  respect  also  is  the  '  phlorotannin  red  of 
Schiff  (Annalen,  245,  40),  which  he  obtained  by 
heating  his  so-called  diphloroglucinol  carboxylig 
aoid  to  160°-175°, 
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That  phlobatannins  like  gallotannin  owetheir 
tanning  property,  as  a  rule,  to  the  depside 
grouping  appears  likely^  and  it  has  been  ob- 
served by  Trimble  (The  Tannins,  II.  91)  that 
tannins  from  various  species  of  oak,  on  long 
digestion  with  boihng  2  p.c.  hydrochloric  acid, 
give  not  only  phlobaphane  but  some  quantity 
of  protooateohuio  acid. 

In  the  light  of  the  researches  of  E.  Fischer 
and  Freudenberg  {I.e.),  it  is  also  to  be  antici- 
pated that  many  of  these  compounds  ■will  be 
eventually  found  to  possess  a  sugar  nucleus. 

Closely  connected  with  the  phlobatannin 
group  are  the  well-defined  crystalline  substances 
oatechin,  aoa-cateohin  and  cyanomaclurin,  to 
the  first  of  which  the  constitution 
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has  been  assigned  -by  v.  Kostanecki  and  Lampe. 

Catechin,  although  not  a  tannin,  reacts  with 
pine  wood  and  hydrochloric  acid,  gives  with 
bromine  water  the  insoluble  bromcatechurelin 
and  readily  yields  substances  of  the  phloba- 
phane character.  Though  the  evidence  is  not 
precise  it  is  stated  by  Loewe  and  also  by 
Etti  that  catechin  can  be  readily  trans- 
formed into  catechutannic  acid,  a  substance 
existing  side  by  side  with  it  in  the  plant  and 
possessing  properties  typical  of  the  phlobatannin 
group.  This  change  from  catechin  to  catechu- 
tannic acid  occurs,  it  is  suggested,  by  mere 
abstraction  of  water,  presumably  between  two 
molecules,  and  in  any  case  it  is  di£Scult  to  under- 
stand how,  by  the  simple  processes  employed, 
a  depside  grouping  could  be  here  produced.  '  If, 
therefore,  the  statement  of  these  authors  is 
correct,  some  explanation  other  than  those 
suggested  above  is  required  to  express  the 
tanning  properties  of  this  compound,  and  indeed 
there  is  no  absolute  reason  to  presume  the 
depside  grouping  to  be  essential  in  this  respect. 
It  has  indeed  been  surmised  that  the  catechol 
tannins  of  numerous  plants  owe  their  origin  to 
the  prior  existence  of  substances  of  the  catechin 
type,  and  that  in  addition  to  the  compounds 
previously  enumerated,  the  so-called  quebracho 
resin  and  guarana  catechin  are  intermediate 
products  of  tannin  formation.  Again,  according 
to  Procter  (private  communication),  a  colour- 
less eatechin-like  substance  is  to  be  found  in 
mangrove  cutch. 

With  the  exception  of  coca-tannic  acid,  no 
crystalline  catechol  tannins  have  been  described, 
but  all  are  amorphous  and  very  similar  in  ap- 
pearance to  natural  gallotannin,  although  on 
keeping,  especially  in  the  moist  condition,  they 
are  apt  to  develop  a  red  tint.  According  to 
Perkin,  most  phlobatannins  can  be  prepared  in  a 
nearly  colourless  condition  by  extracting  a  solu- 
tion of  the  crude  tannin  to  which  sodium  bi- 
carbonate has  been  added  with  ethyl  acetate 
(<■/.  Gallotannin). 

Numerous  phlobatannins  have  been  iso- 
lated, and  a  description  of  them  is  given  below, 
although  it  is  extremely  doubtful  whether  the 
majority  of  these  are  individuals.  In  many 
cases,  indeed,  the  general  reactions  of  these 
compounds  are  the  same,  and  considering 
the  extreme  difficulty  in  the  effective  purifica- 


tion of  amorphous  preparations  of  this 
character,  speoifio  differences  which  have  been 
observed  will  no  doubt,  on  further  investigation, 
largely  disappear.  Trimble  (I.e.  ii.  132),  who 
submitted  certain  phlobatannins  to  careful 
purification,  found  that  there  was  a  fair  ap- 
proximation in  their  percentage  compositions, 
and  it  is  thus  natural  to  presume  that  the  known 
members  of  this  group  are  not  so  numerous  as 
was  formerly  considered  to  be  the  case. 

Anaehueta  wood  and  bark  contain  a  tannin 
which  gives  a  green  coloration  with  iron 
salts. 

Aspertannic  acid  CnHuOj  was  obtained  by 
Sohwarz  from  Woodrufi  {Asperula  odorala 
[Linn.]),  and  gives  a  green  colour  with  ferric 
salts.  It  does  not  yield  precipitates  with 
albumen,  gelatin,  and  tartar  emetic  solutions. 

Atherospermatanninfrom  the  bark  of  Athero- 
sperma  moschatum  (Labill.),  gives  a  green  colour 
with  ferric  salts.  A  lead  salt  CioHi4PbO,  has 
been  described  by  Zeyer  (Jahrb.  Min.  1861,  769). 

Barbitamao  tannic  acid  from  the  bark  of  the 
Slryplmodendron  Barhatimum  (Mart.)  (Wilbusz- 
witoz,  Ber.  Ref.  1886,  19,  349),  is  an  amorphous 
red  powder,  which  yields  a  phlobaphane  and, 
on  fusion  with  alkali,  protocaiechuic  acid  and 
phloroglucinol. 

Beech  tannin  from  the  bark  of  the  red  beech 
contains  a  tannin  of  the  composition  CjoHaaO, 
(Etti,  Monatsh.  10,  650). 

Calletannic  acid  CijHuOj  occurs  in  coffee 
berries  in  the  form  of  calcium  and  magnesium 
salts  (Bochleder,  Annalen,  '59,  300)  ;  in  cainia 
root  Chiococca  brachiata  (Ruiz,  et  Pav.)  (Roch- 
leder  and  HIasiwetz,  ibid.  1848,  66,  35) ;  Nux 
vomica  (Sander,  Arch.  Pharm.  1897,  235,  133) ; 
St.  Ignatius  beans  (ibid.)  and  Paraguay  tea.  Ilex 
paraguensis  (A.  St.  Hill.)  (Roohleder,  Annalen,  , 
1847,  66,  39)  (cp.  also  Graham,  Stenhouse  and 
Campbell,  J.  pr.  Chem.  1856,  69,  815 ;  Arata, 
Ber.  1881,  14,  2251;  Kunz-Krause,  Arch. 
Pharm.  1893,  231,  613  ;  Ber.  1897,  30,  1617). 

It  is  an  amorphous  powder  readily  soluble 
in  water,  gives  a  dark  green  coloration  with 
ferric  chloride,  and  when  boiled  with  potassium 
hydroxide  solution  gives  caffeic  acid  and  a  sugar 
(HIasiwetz,  Annalen,  1866,  142,  220),  which 
is  glucose  (Sander,  I.e.).  On  dry  distillation 
catechol  is  formed,  and  by  fusion  with  alkali 
protocaiechuic  acid  is  obtained.  The  ammo- 
niacal  solution  becomes  green  on  exposure  to 
air  with  formation  of  viridic  acid,  a  substance 
which  is  also  present  in  coffee  berries  in  the 
form  of  its  calcium  salt  (Rochleder,  Annalen, 
63,  197).  According  to  Griebel  (Inaugural  Diss. 
Munich,  1903)  caffetannio  acid  is  Ci3H2iO,(,,  and 
a  penta-acetyl  derivative  corresponding  to  this 
formula  is  described. 

Callutannic  acid  CnHuOs  contained  in 
heather,  Calluna  vulgaris  (Salisb.),  is  an  amber 
coloured  substance.  It  gives  a  green  coloration 
with  ferric  chloride  and  when  heated  with  dilute 
mineral  acids  yields  an  amorphous  anhydro 
derivative  CnHijO,  (Roohleder,  Annalen,  84, 
354  ;  Sitz.  Ber.  9,  286). 

Canaigre  tannin  is  present  in  the  tuberous 
roots  of  the  Rumex  hymenosepalus  (Torr.),  an 
important  American  tanning  material.  It  has 
been  submitted  to  an  elaborate  examination  by 
Trimble  (The  Tannins,  1894,  ii.  115),  who 
descTibes  it  as  a  yellowish-white  powder  reJidilj 
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soluble  in  water,  which  gives  with  lead  acetate 
solution  a  yellow  precipitate,  and  with  ferric 
chloride  a  green  precipitate.  It  reacts  with 
bromine  water  to  give  a  yellow  deposit,  and  on 
heating  to  leO'-lQO"  is  deoomposed  with  pro- 
duction of  catechol.  Boiling  2  p.o.  hydrochloric 
acid  yields  an  insoluble '  red  phlobaphane 
together  with  some  protocatechuic  acid.  Sugar 
is  not  formed  in  this  decomposition.  Analysis 
gave  C=58'10  ;  H=5'33,  figures  which  approxi- 
mate to,  though  they  are  somewhat  lower  than, 
those  given  by  the  best  known  phlobatannins. 

Catechu-tannic  acid  (see  Catechu). 

Cherry-bark  tannin  CaiHjoOio-f-iHjO  is 
present  in  the  bark  of  the  Prunus:Cerasus(limi.) 
(Rochleder,  Sitz.  Ber.  59,  819)  and  gives  a  green 
coloration  with  ferric  chloride.  It  is  not  a 
glucoside  but  when  digested  with  boiling  dilute 
acids  gives  a  red  phlobaphane  CjiHj^OsHhlHjO. 

Cocatannlc  acid  Ci,H220,o+2H20  (?)  present 
in  the  leaves  of  the  Erythroxylon  Coca  (Linn.) 
(Niemann,  Jahrb.  Min.  1860,  386),  is  sparingly 
soluble  in  cold  water  and  gives  a  green  colora- 
tion with  ferric  salts.  According  Jto  Warden 
(Pharm.  J.  18,  985)  it  can  be  obtained  in 
microscopic  crystals  of  a  sulphur  yellow  colour. 

Colatannin  or  Kolatannin  C,,Hj„08,  a  light 
red  amorphous  powder,  exists  in  the  Kola 
nut,  Oola  acuminata  (Schott  and  Endl.),  in 
combination  probably  with  caffeine  and  theo- 
bromine (Knox  and  Preseott,  J.  Amer.  Chem. 
Soo.  1897,  19,  63).  With  ferric  acetate  it  gives 
a  green  coloration,  and  on  fusion  with 
alkali  protocatechuic  acid  is  obtained.  Pentor- 
aceiylJsolatannin  Cj5Hj508(C2H30)5  colourless 
powder,  tribromkolatannin  CuHuOgBr,  red- 
brown  powder,  penta-acetyl-tribromkolatannin 
Ci,Hi20jBrs(C2H30)5,  pentahrom,  and  hexa- 
hromkolatannin  have  been  described.  On  heat- 
ing, kolatannin  yields  various  anhydrides 
(C„H,sO,)20  at  107°-110°,  (CieH^O.JaO  at 
135°-140°  and  CjeHijOe  at  155°-156°. 

Cortepinitannic  acid  CaaHsjOi,"  occurs  to- 
gether with  pinicortannic  acid  in  the  bark  of  the 
Scotch  fir,  Finns  sylvestris  (Linn.).  It  consists 
of.  a  bright  red  powder,  the  aqueous  solution  of 
which  gives  an  intense  green  coloration  with 
ferric  chloride  (Kawalier,  Sitz,  Ber.  11,  363). 

Euphrasia  tannin  is  present  according  to 
Enz  (Vierteljarsoh.  Pharm.  J.  8,  175)  in  the 
green  parts  of  Euphrasia  officinalis  (Linn.),  and 
gives  a  green  colour  reaction  with  ferric  salts. 
Its  lead  salt  has  the  composition  CajHjoPbaOjo. 

Fragarianin  v.  Strawberry  tannin. 

Filitannic  acid  C^HseNOis  (?)  exists  in 
fern-root  (Aspidium  filix  mas  (Swartz.))  (Malin, 
Annalen,  143,  276),  and  forms  a  red-brown 
powder  which,  in  aqueous  solution,  gives  an  olive 
green  coloration  with  ferric  chloride.  By  boiling 
with  dilute  sulphuric  acid  it  gives  filix  red 
CjoHijOjs,  an  amorphous  compound,  and  this 
when  fused  -mth  alkali  gives  phloroglucinol  and 
protocatechuic  acid  (cp.  also  Reich,  Arch.  Pharm. 
1900,  238,  648). 

Fraxitannic  acid  G^tU^flu  (?)  occurs  in  the 
leaves  of  the  ash  tree  ■Fraxinns  excelsior  (Linn.). 
It  consists  of  a  brownisli-yellow  deliquescent 
powder,  and  when  heated  at  100°  loses  water 
and  forms  an  almost  insolubte  anhydride 
^'2«H3oOi5  (Gintl  and  Eeinitzer,  Monatsh.  3, 
745).  Aqueous  ferric  chloride  produces  a  dark 
green     coloration,    and    when    oxidised    with 


permanganate  this  tannin  yields  quinone. 
Aeetylfraxitannic  acid  C2,H2jOx4.(02HjO)4, 
benzoylfraxitannic  acid  CjjHjgOiifCjHjO),,  tri- 
iromfraxitannic  acid  CjoHagBraOij,  and  tetra- 
acetyltribromfraxitannic  acid 

have  been  described. 

Galitannie  acid  Ci4H,jO,„,H20  exists  in 
the  birk  of  the  Oalium  verum{IAnn.)  (Schwarz, 
Annalen,  83,  57).  It  gives  a  yellow  precipitate 
with  basic  lead  acetate  and  a  green  colour 
reaction  with  ferric  chloride. 

Guaran'a  tannin  is  present  in  the  PavMinia 
Gupana  (H.  B.  and  K.),  the  seeds  of  which,  known 
as  'guarana,'  contain  theine  and  are  extensively 
used  in  South  America  for  medicinal  purposes. 
According  to  Nierenstein  (Die  GerbstofEe,  20)  the 
tannin  consists  of  small  colourless  crystals,  m.p. 
199°-201°,  and  yields  an  acetyl  derivative,  m.p. 
134°-136°.  It  is  Isvorotatory,  having  [o]|°= 
-72-4°  in  water,  and  [o]^''=-39-l'' in  alcohol- 
Hemlock  tannin  Cj„HisO,|,  (?)  is  present  in 
Hemlock  bark,  Tsuga  [Abies']  canadensis  (Carr), 
the  extract  of  which  is  prepared  on  a  very  large 
scale  in  North  America  for  tanning  purposes. 
According  to  Bottinger  (Ber.  1884,  17,  1125),  it 
is  probably  related  to  the  quercitannie  acid  of 
the  oak  and  on  heating  with  sulphuric  or  hydro- 
chloric acid  gives  the  afihydride  hemlock  red 
CjoHjoQ,,.  With  hydrochlorio  acid  at  180°, 
hemlock  red  evolves  methyl  chloride :  .  when 
heated  with  acetic  anhydride-  the  acetyl  com- 
pound C4oH230,7,(C2H30),  is.produced,  whereas 
bromine  gives  a  mixture  of  the  compounds 
CioHajBrioO,,  and  CjoHuBruOi,.  Bromine 
added  to  the  diluted  tannin  extract  precipitates 
tetrdbromhemlock  tannin  CjoHuBrjOi,,,  a  yellow 
powder  which  yields  the  penta-acetyl  derivative 
02oH9BrjDio(C2H30)5,  and  by  the  further  action 
of  bromine  the  bromine  compound  CjoHijBrjOig 
(cp.  Trimble,  Amer.  J.  Pharm.  1897,  69,  354, 
406 ;  J.  Soc.  Chem.  Ind.  1898,  17,  558)  is  pro- 
duced. 

Hop-tannin  CjjHjjOa  present  in  hopr  • 
(Humulus  Lupvlus  [Linn.])  (Etti,  Annalen,  180, 
223  ;  Monatsh.  10,  651)  has  all  the  properties  of 
a  catechol  tannin.  It  gives  with  ferric  chiloride 
a  dark  green  coloration  and  with  boiling  dilute 
mineral  acid  the  phlobaphane  'hop  red' 
CjjHj  bOi5.  Hop  red  forms  a  oiimamon  coloured 
powder  and  on  fusion  with  potash  j  ields  phloro- 
glucinol and  protocatechuic  acid. 

Horse  chestnut  tannin  C26H240,a  is  present  in 
nearly  all  parts  of  the  Aescidus  Hippocastanum 
(Linn.)  and  in  the  root  bark  of  the  apple  tree 
(Rochleder,  Sitz.  Ber.  53,  [U.]  478  ;  64,  [ii.]  609). 
It  consists  of  a  nearly  colourless  powder,  the 
solution  of  which  gives  a  green  coloration  with 
ferric  chloride,  and  when  boiled  with  dilute 
mineral  acid  the  phlobaphane  CjuHjjOj,  or 
CjeHjoOn,.  On  fusion  with  alkali,  phloro- 
glucinol and  protocatechuic  acid  are  produced. 
V.  also  phyllcescitannin  and  article  Chestnut 

EXTBACT. 

-ipecacuanhic  acid  CnHigO,  was  obtained  by 
Wilhgt  (Annalen,  76,  .345)  from  the  roots  of 
Psychofria  Ipecacuanha  (Stokes),  and  consists  of  a 
reddish-brown,  bitter  hygroscopic  substance. 
Its  solution  gives  a  green  coloration  witij 
ferric  chloride. 

Japonic  acid  (see  Catechu). 
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Kino  V.  Article. 

Larch  tannin.  The  baik  of  the  laich  Larix 
europaea  ( DC. )  Contains  considerable  quantities  of 
a  tannin  which  was  examined  by  Stenhouse  (Phil. 
Mag.  23,  336).  It  forms  an  olive  green  precipi- 
tate with  ferric  salts,  and  when  boiled  with 
dilute  sulphuric  acid  a  red  phlobaphane  is 
produced. 

Maletto  tannin  occurs  in  the  bark  of  Eucalyp- 
tus occidentalie  (Endl.)  and  other  species  of  euca- 
lyptus. According  to  Strauss  and  Geschwender 
(Zeitsch.  angew.  Chem.  1906, 19, 1121)  it  possesses 
the  formula  (C4,Hj|,02o)2  and  appears  to  be 
identical  with  quebracho  tannin.  Dekker  (Arch. 
Nierland,  1909,  ii.  14,  50)  prefers  the  formula 
(CjjHjuOj),  and  describes  the  acetyl  derivative 
Cj8H2sOi7Acio  and  benzoyl  derivative 

CisHjjOjjBz,. 
Heated  with  zinc  dust  and  sodium  hydroxide 
solution  the  tannin  gives  small  quantities  of 
gallic  acid  and  phloroglucinol,  whereas  dry 
distillation  yields  pyrogallol  and  traces  of  other 
phenols.  Boiling  dilute  sulphuric  acid  forms 
malleto  red  '  CjjHj^Ojj  from  which  the  acetyl 
derivative  CjjHjjOjjAcj,  can  be  obtained. 

Mangrove  tannin  C^^^fin.  This  important 
tannin  is  derived  from  the  Bhizophora  Mangle 
(Linn.),iJ.  mucronata  (Lam.),  Ceriops  Candolleana 
(Am.),  C.  Roxhurghiana  (Am.),  and  other  allied 
species.  It  is  described  as  an  amorphous  red 
powder,  which  on  fusion  with  alkali  gives  proto- 
catechuic  acid,  and  with  boiling  dilute  sulphuric 
acid  the  phlobaphane  CijHj  oOji.  The  nmnacetyl 
derivative  C24Hj50i2(C2H30)  melts  at  205° 
(Nierenstein,  Die  Gerbstoffe).  This  tannin 
closely  resembles  in  its  properties  catechutannic 
acid  (see  Catechtj)  and  indeed  mangrove  outch 
and  catechu  may  be  employed  in  many  cases 
for  the  same  purpose.  Possibly  these  two 
substances  are  identical  and  Procter  (private 
communication)  has  isolated  from  mangrove 
cutch  a  small  quantity.of  a  colourless  crystalline 
substance  resembling  catechin.  Perkin  who 
examined  an  ethyl  acetate  extract  of  the  fresh 
bark  of  the  C.  Candolleana,  prepared  in  Borneo, 
was  unable  to  detect  the  presence  of  a  catechin, 
but  obtained  the  tannin  as  a  pale  yellow  powder, 
which  gave  a  green  coloration  with  ferric 
chloride  solution,  and  resembled  catechutannic 
acid  in  many  respects. 

Mimosa  tannin  is  derived  from  various  species 
of  Mimoseae,  such  as  the  Acacia  ardbica 
(Willd.)  of  Egypt,  the  so-called  '  Wattles  '  of 
Australia,  and  numer<uis  others.  The  tannin 
present  is  interesting  in  that  though  it  possesses 
the  reactions  of  a  pmobatannin,  such  as  phlobo- 
pbane  production,  precipitation  by  bromine 
water  ami  solubility  of  its  lead  compound  in 
acetic  licid,  &c.,  it  gives  a  bluish-violet  colora- 
tion with  ferric  chloride.  Ammonium  sulphide 
gives  a  precipitate  with  a  mimosa  solution  when 
after  removal  of  the  excess  by  boiling,  a  few 
drops  of  sulphuric  acid  are  added,  followed  by 
a  small  quantity  of  salt.  All  other  phloba- 
tannins,  except  Maletto  and  Pistaschia  tannins, 
give  no  precipitate  by  this  method  (Stiansy, 
private  communication). 

Moritannic  acid,  see  Maclwin,  art.  Old  Fustic 
(Old  Fustic  is  apparently  not  a  tannin  matter). 

Oxypinitannic  acid  v.  Piniiannic  acid. 

Qglt  bark  tannin  or  Quercitannic  acid  is  found 


in  the  bark  of  the  oak,  and  is  not  to  be  confused 
with  the  tannin  of  oak-wood  from  which  it  is 
distinct,  and  which  is  described  below  under  the 
name  of  quercinio .  acid.  In  1792,  George 
Swayne  communicated  to  the  Society  Of  Arts 
his  results  on  the  use  of  oak  leaves  in  tanning 
(Trimble,  The  Tannins,  ii.  51),  and  it  was  again 
discussed  by  Berzelius  in  his  Lehrbuch,  1827, 
and  by  Liebig  (Handbuch  der  Chemie,  1843). 
Assumed  at  that  time  to  be  identical  with 
the  tannin  of  nut-galls  (gallotannin),  it  was 
first  shown  by  Stenhouse  (Phil  Mag.  22,  425) 
to  differ  from  this  substance.  According  to 
Grabowski  (Sitz.  Ber.  66,  [ii.]  388),  Oser  {ibid. 
72,  [ii.]  178),  Johanson  (Arch.  Pharm.  [iii.] 
9,  210),  Bottinger  (Ber.  14,  1598),  querci- 
tannic acid  is  in  reality  a  glucoside,  but  Etti 
(Ber.  14,  1826 ;  Monatsh.  4,  512)  showed  that 
the  pure  substance  did  not  yield  a  trace  of 
sugar.  Various  formulae  have  been  assigned 
to  this  substance,  viz.  Eckert  (J.  1864,  608) 
CjsHjoOjo;  Oser(J.  1876,  600)  CaoHjoOii;  Lowe 
(Zeitsch.  anal.  Chem.  20,  210)  Cj,H3oO,5;  Bot- 
tinger (Ber.  1883,  16.  2712)  C„H,20„2HjO, 
and  Etti  (Monatsh.  10,  650)  Ci,H„p„  CisHuOs 
and  CjoHjoO,. 

Quercitannic  acid  is  described  by  Etti  as  a 
reddish- white  powder  almost  insoluble  in  water. 
One  of  its  most  characteristic  properties  is  the 
readiness  with  which  it  forms  reddish-brown 
anhydrides  when  heated  by  itself  or  with  dilute 
acids.  Thus  at  130°-140°  the  first  anhydride 
CsjHjoOj,  is  produced,  and  this  by  heating  with 
dilute  sulphuric  or  hydrochloric  acid  gives  the 
second  anhydride  CjjHjjOi,.  Boiling  dilute 
sulphuric  acid  again  converts  the  original  tannin 
into  the  third  anhydride 

2Ci,Hi,09— 3HjO=C3jHj80i5.. 

These  compounds  are  insoluble  in  water,  but 
coloured  a  solution  of  ferric  chloride  blue. 
Lowe  {I.e.)  again  examined  an  anhydride 
CjsHjiOij  and  an  '  oak  red '  CagH-ijOn. 
Bottinger,  who  prepared  the  oak  red  from  the 
tannin  by  means  of  dilute  sulphuric  acid,  adopted 
the  formula  (Ci,H,oO,)2,HjO.  Etti  (Ber.  1884, 
17,  1823)  isolated  from  the  bark  of  the  Quercv-s 
pubescens  (Willd.)  a  tannin  CaoHjoOj,  practically 
identical  with  the  substance  Ci,H,,09  previously 
found  in  the  Q.  robur  (Linn.),  but  giving  a  green 
solution  with  ferric  chloride,  and  not  a  blue,  as 
formerly  stated. 

When  heated  with  dilute  sulphuric  add  at 
130°-140°,  quercitannic  acid  gives  in  addition  to 
anhydride  1-5  p.o.  of  gallic  acid,  and  with  strong 
hydrochloric  acid  at  160°-180°  the  formation  of 
oak  red  was  accompanied  by  the  evolution  of 
methyl  chloride  (Etti,  Monatsh.  1,  274).  On 
dry  distillation  it  yields  dimethylcatechol  and 
catechol,  and  on  fusion  with  alkali  protocatechuic 
acid,  catechol,  and  phloroglucinol. 

By  the  action  of  bromine  on  the  aqueous 
bark  extract,  Bottinger  (Ber.  1883,  16,  2710)' 
obtained  dibromquercitannic  acid  CuHi^BrjOi, 
as  a  yellow  precipitate,  and  from  this  penta- 
acelyldibrornquercitannic  acid  was  prepared. 
Heated  with  hydrochloric  acid  at  180°,  methyl 
chloride  was  evolved,  and  by  means  of  hydro xyl- 
amine  hydrochloride  the  compound 

C„Hi,Br2N0,„ 
was  produced.     Reduced  with  sodium  amalgam 
hydroguercinic  acid  CjjHjjO,  or  CifH,,0,  and 


396 


TAKNINS. 


hydroquergalic  acid  CnHjjO,  are  formed  (Anna- 
len,  263,  121).  When  suspended  in  chloroform 
and  further  brominated  it  yields  tetrabrom- 
dehydroqueroitannio  acid.  Quercitannio  acid 
was  thus  CigHjjOio,  contained  five  hydroxyls, 
and  the  group  COOCH3. 

According  to    Etti   (Monatsh.    10,   647),   a 
further  investigation  of  the  tannins  CijHijOj 
and   CjoHjoOj   has   proved  that  they  are  not 
gluoosides,  but  derivatives  of  a  ketonio  acid 
C6Hj(OH)3CO-C,H(OH)3COOH. 

Trimble  (The  Tannins,  1894,  ii.  77)  carried 
out  an  elaborate  investigation  of  the  tannins 
present  in  the  barks  of  the  Quercus  alba  (Linn), 
Q.  coccinea  (Wangenh.),  Q.  discolor  (Ait.),  Q. 
falcata  (Miohx.),  Q.  palustris  (Du  Roi),  Q.  Prinus 
(Linn.),  Q.  bicolor  (WiUd.),  Q.  ohtusiloha  (Michx.), 
Q.  jjMZos  (Linn. ),  ^.  »^»'a  (Linn. ),  Q.  ro5Mr  (Linn. ), 
Q.  semicarpifoUa  (Sm.),  employing  acetone  for  the 
purpose  of  extraction.  The  tannins  in  most 
cases  had  a  pale  yellow  colour,  gave  with  ferric 
chloride  a  green  coloration,  and  practically 
identical  results  with  all  the  usual  tannin  reagents. 

Heated  with  glycerol  at  160°,  the  tannins  of 
Q.  tincloria,  Q.  palustris,  Q.  falcata  and  Q.  phellos 
yielded  catechol,  whereas  with  fused  alkali  the 
eight  samples  examined  gave  protocatechuic  acid. 
Though  all  these  compounds  produce  a  violet 
colour  on  pine  wood  moistened  with  hydro- 
chloric acid,  phloroglucinol  or  other  phenol  was 
not  detected  among  their  decomposition  pro- 
ducts. Heated  with  2  p.c.  hydrochloric  acid 
for  two  and  a  half  hours,  a  phlobaphane  sepa- 
rated, whereas  the  solution  contained  proto- 
catechuic acid.  Analyses  of  nine  of  these  tannin 
preparations  showed  but  little  variation,  the 
average  being  0=59-79  ;  H=5-08,  and  approxi- 
mately correspond  with  those  of  Etti  {I.e.)  for 
the  tannin  CjoH^oOs  from  Q.  pubescens,  and  of 
Kraemer  (Amer.  J.  Pharm.  1890,  236)  for  the 
tannin  of  Q.  alba. 

Oak  wood  tannin,  Qv^rcin,  Quercie  acid, 
Qitercinic  acid  C,5Hi20„2H20  consists  of  a 
light  brownish-yellow  substance,  and  is  distin- 
guished from  the  quercitannio  acid  of  oak  bark 
in  that  its  aqueous  solution  gives  a  blue,  not 
green,  coloration  with  ferric  chloride,  and  does 
not  yield  a  precipitate  with  bromine  water 
(Bottinger,  Ber.  1887,  20,  761). 

With  the  object  of  isolating  the  tannin 
in  a  pure  condition  Bottinger  acetylated  a 
purified  extract  of  the  wood,  and  decomposed 
the  acetyl  compound  C,5H,(C2H30)509  by 
heating  it  with  water  at  135°.  By  the  action  of 
sodium  amalgam  on  the  acetyl  derivative, 
Bottinger  (Annalen,  263,  110)  obtained  hydro- 
quercie  acid  CisHjjO,  or  CijHjjO,,  qiier- 
lactone  C^Bfi^  and  an  acid  which  is  probably 
trihydroxybutyric  acid. 

Hydroquercic  acid  is  a  grey-brown,  bitter, 
hygroscopic  powder,  which  forms  the  acetyl 
derivative  C,5H,4(C2H30)20„  the  barium  salt 
(C,jH,50,)2Ba,  and  the  kad  salt  (C,5Hi50e)2Pb. 
Querlactone,  on  the  other  hand,  forms  the  salt 
(C5H,0,)2Pb.  As  above  noted,  hydroquercinio 
acid  could  also  be  obtained  in  a  similar  manner 
from  quercitannio  acid. 

Etti  (Monatsh.  10,  647)  isolated  from  the 
wood  of  the  Slavonian  oak  a  tannin  CijHjiOj 
which  appeared  to  be  a  ketonio  compound. 
This  is  present  in  wood  in  the  form  of  a  readily 
eojublc  sa{t  (probiibly  magnesium  sajt),     Crystal- 


lised from  alcohol,  it  forms  brownish-red  micro- 
scopic warty  spherical  masses,  insoluble  in 
water,  and  having  the  properties  of  a  mono- 
basic acid  (c/.  Fuchs,  Monatsh.  9,  1132).  With 
phenylhydrazine  it  gives  the  compound 

^22^20-^  a"8» 
forms  a  brown  amorphous  oxime  CnjHisNO, 
and  with  dilute  sulphuric  acid  at  120°-130° 
yields  gallic  acid  in  addition  to  a  red  anhy- 
dride. Heated  alone  at  130°-135°,  or  in  a  sealed 
tube  with  water  at  10P°,  anhydrides  are  also 
produced,  which  on  boiling  with  hydriodio 
acid  ■  evolve  methyl  iodide.  On  long  diges- 
tion of  the  tannin  C10H11O9  with  hydrochloric 
acid  at  100°,  a  methoxyl  group  is  split  off,  with 
production  of  an  acid  CisHjjOj  pi  a  yellow  colour 
in  which  a  methoxyl  group  is  still  present.  This 
tannin  is  therefore  probably  the  dimethyl  ether 
of  the  ketonic  acid  formulated  above. 

On  boiling  the  tannin  with  dilute  sulphuric 
acid,  the  anhydride  CjjHjiOie  is  produced, 
whilst  on  heating  in  a  closed  tube  the  anhydrides 
C32H2oOn  and  C32Hi,0,3  were  obtained. 

The  varied  results  of  many  of  these  workers 
with  the  oak  tannins  appear  to  be  due,  as 
suggested  by  Trimble,  to  the  fact  that  in 
many  cases  they  employed  oak  tannin  extracts 
of  doubtful  authenticity.  Thus  it  is  possible 
that  Etti,  who  in  his  earlier  work  describes 
the  tannin  as  producing  a  blue  coloration  with 
ferric  chloride,  was  in  reality  examiniog  oak 
wood  and  not  oak  bark  preparations,  andagain 
the  peculiar  insoluble  property  of  certain  of 
his  tannins,  also  commented  on  by  Trimble, 
suggests  that  in  these  cases  he  investigated 
an  anhydride  rather  than  the  tannin  itself. 
That  oak  barks  contain  only  a  phloba- 
tannin  appears  to  be  certain  from  the  inves- 
tigations of  Trimble,  and  it  seems  probable 
that  in  the  wood  a  pyrogallol  tannin  alone 
exists.  Though,  as  stated  above  by  Etti  in  the 
case  of  the  Slavonian  oak,  this  yields  phloba- 
phanes,  Stiasny  (private  communication)  has 
found  that  such  is  not  usually  the  property 
of  oak-wood  extracts.  An  Interesting  point, 
moreover,  apparently  not  stated  in  the  litera- 
ture, though  well  known  to  tanners,  is  that  oak- 
wood  extracts  give  some  ellagio  acid,  and  on 
this  account  impart  to  leather  the  '  bloom '  so 
characteristic  of  this  substance. 

Oenotannin  CijHjjOi„  (?)  was  obtained  by 
Gautier  from  red  wine, (Bull.  Soc.  chim.  1877, 
27,  496),  who  describes  it  as  a  colourless  sub- 
stance readily  soluble  in  water.  It  gives  a 
freen  coloration  with  f^hic  chloride  solution, 
y  fusion  with  alkali  protocatechuic  acid  and 
phloroglucin,  and  when  exposed  to  moist  air 
becomes  converted  into  an  insoluble  red  phloba- 
phane-like  substance.  According  to-  'Heise 
(Ber.  Ref.  22,  823),  oenotannin  contains  gallo- 
tannin  and  is  a  mixture  of  three  substances. 

Plstachia  tannin  is  present  in  the  leaves  of 
the  Pistacia  Lentiscus  (Linn.)  in  addition  to  some 
quantity  of  a  gallotannin  (Parkin  and  Wood, 
Chem.  Soc.  Trans.  1898,  73,  378),  and  consists 
of  a  pale-brown  brittle  mass  which  with  iron  alum 
solution  give  a  blue-black  coloration.  With 
boiling  dilute  sulphuric  acid  a  phlobaphane 
quickly  separates,  and  when  fused  with  alkali, 
gallic  acid  and  phloroglucinol  are  produced. 

Phyllsescitannin  is  the  name  given  by  Rooh- 
Iccier  to  a  tauutu  present  ip  the  sjnal)  leaflets  gf 
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the  borse  oliestnUt,  as  loug  as  they  remain 
enclosed  in  the  buds  (Zeitsch.  Chem.  1867,  84). 
It  is  described  as  an  amorphous  red- brown 
substance  of  the  formula,  OajHaiOu.HaO,  having 
a  strongly  astringent  taste. 

Pinicortannic  acid  and  cortepinitannic  acid 
occur  in  the  bark  of  the  Scotch  fir  Pinus  sylves- 
tris  (Linn.),  and  can  be  separated  owing  to  the 
fact  that  in  aqueous  solution  the  former  only  is 
precipitated  by  means  of  lead  acetate.  Pinicor- 
tannic acid  forms  a  reddiah-brown  powder  of  the 
composition  (GieHisO^jj.HjO,  which  after  dry- 
ing is  sparingly  soluble  in  water.  It  gives  a 
green  coloration  with  ferric  chloride,  and 
when  boiled  with  dilute  acids  gives  the  phloba- 
phane  CjjHjoOji  (Kawalier,  Sitz.  Ber.  11,  361). 

Pinltannic  acid  and  oxypinitannic  acid  occur 
in  the  needles  of  the  Scotch  fir  Pinus  sylvestria 
(Kawalier),  and  are  distinguished  from  one 
another  by  the  fact  that  the  former  only  is 
precipitated  by  lead  acetate  solution.  Pini- 
tannic  acid,  according  to  Rochleder  (Sitz.  Ber. 
29,  60),  also  present  in  the  Thuja  occidentalis,  is 
a  reddjsh-yeDow  substance  which  gives  a  red- 
brown  coloration  with  ferric  chloride  and  when 
boiled  with  dilute  acids  a  sparingly  soluble  red 
product  (phlobaphane). 

Oxypinitannic  acid,  on  the  other  hand,  forms 
a  green  solution  with  ferric  chloride  (Kawalier). 

Quebracho  tannin  or  Quebrachitannic  acid,  see 

QUEEEACHO  COLORADO. 

Quinotannic  acid  or  Cinchonaiannic  acid  ob- 
tained from  cinchona  bark  is  a  light  yellow  very 
hygroscopic  substance,  a  solution  of  which 
gives  a  green  precipitate  with  ferric  •  salts.  On 
digestion  witlCjtioiling  dilute  sulphuric  acid,  it 
is  converted  into  a  sugar  and  cinchona  red 
CjjHjjOn  (Rembold,  Annalen,  143,  270),  and 
from  the  latter  by  fusion  with  alkali,  prolo- 
catechuic  and  acetic  acids  are  produced  (Hlasi- 
wetz,  ibid.  143,  307).  According  to  Schwarz 
(Sitz.  Ber.  7,  250),  quinotannic  acid  has  the 
composition  CnH,,09,  whereas  cinchona  red  is 
to  be  represented  as  CijHijOg. 

Quinovatannic  acid,  contained  in  the  bark  of 
the  Cinchona  nova,  in  many  respects  resembles 
quinotannic  acid  (Hlasiwetz,  Annalen,  79,  129). 
With  ferric  chloride  it  gives  a  dark  green 
coloration  and  with  boiling  '  dilute  acids 
quinova  red  CijHijOj  is  produced.  On  fusion 
with  potash  it  yields  protocatechuic  acid. 

Rhamnotannic  acid  (so  called)  present  in  buck- 
thorn berries  is,  in  reality,  not  a  tannin  matter. 

Bhatany  tannin  CzoHjoOs  from  the  bark  of 
rhatany  root,  'Krameria  triandra  (Ruia  and 
Pav.)  (Willatein,  J.  1854,  656)  ia  described  by 
Raabe  {ibid.  1880, 1060)  as  a  light  yellow  powder, 
readily  soluble  in  water.  Its  solution  gives  with 
ferric  chloride  a  green  coloration.  When  heated 
with  dilute  acids  it  yields  rhatany  red  CjjHjjOn 
and  a.  sugar  (Grabowski,  Annalen,  143,  274), 
whereas  according  to  Raabe  (I.e.)  no  sugar  is 
thus  produced  and  the  red  substance  possesses 
the  composition  OjoHiaO,.  By  dry  distillation 
rhatany  red  3delda  catechol,  protocatechuic  acid 
and  phhrogltwinol  when  fused  with  alkali 

Rheotannic  acid  or  Bhiibarb  tannic  acid 
CjjHjjOi  J,  derived  from  rhubarb,  forms  a  yellow- 
ish-brown readily  soluble  powder,  the  solution 
of  which  gives  with  ferric  chloride  a  black  green 
precipitate.  With  boiling  dilute  acids  it  gives 
rheic   acid   (rbeumio   acid)    CjgH^gOi   aud   a 


fermentable  sugar  (Kubly,  ZeitSch.  Chem.  1868. 
308),  although  according  to  Tachirch  and  Neu- 
berger   (Schweiz,    Woohenschr.    Chem.    Pharm. 

1902,  282)  in  this  manner  rheum-red  CjoHajOis, 
cinnamic  acid,  gallic  acid  and  sugar  are  pro- 
duced.     According   to    Gilson    (Chem.    Zentr. 

1903,  i.  '722,  882),  two  glucoaidea  are  present, 
glucogallin  CisHuOk,,  giving  gallic  acid  and 
dextrose,  and  tetrarin  OsaHjjOij  from  which 
rheosurin  CuHijOj,  cinnamic  acid,  and  gallic 
acid  can  be  produced.  According  to  Krembs 
(Inaugural  Diss.  1903,  Berne),  a  catechin  is  also 
present  in  rhubarb. 

Rhodotannic  acid  4CnH,20„3H20,  found 
in  the  leaves  of  Rhododendron  ferrugineum  (Linn.) 
is  an  amber  coloured  substance  which  gives  a 
green  coloration  with  ferric  chloride  solution. 
Heated  wth  dilute  mineral  acids,  a  reddish- 
yellow  precipitate  of  Ehodoxanthin  C,4HuOj 
is  produced  (Schwarz,  Sitz.  Ber.  9,  298). 

Rubinic  acid  v.  Cateohtt. 

Rubitannic  acid  2CiiH220ia+H20  was  ob- 
tained by  WiUigt  (Annalen,  82,  340)  from  the 
leaves  of  RiCbia  tinctorum  (Linn.).  It  gives  a 
green  colour  reaction  with  ferric  chloride. 

Sequiatannic  acid  C21H20O10  was  isolated 
from  the  cones  of  Sequoia  gigantea  (Torr)  (Cah- 
fomia)  by  Heyl  (Pharm.  Ceutr.  1901,  42,  379) 
as  a  reddish-brown  powder,  soluble  in  water 
and  yielding  the  salts  MgCjiHijOjo  and 
CaCjiHigOio.  Boiled  with  dilute  sulphuric 
acid,  a  phlobaphane,  gallic  acid,  and  a  sugar  are 
produced.  The  liexa-acetyl  CjiHuOiolCjHaO),, 
liexabenzoyl  CjiH,jO,|,{C,H50)e  and  bromine 
CjiHisOioBrs  derivatives  of  this  tarmin  are 
amorphous. 

Sorbitannic  acid  from  the  juice  of  the  ripe 
berries  of  the  mountain  ash  Sorbua  Aucuparia 
(Linn.)  forms  a  thick  syrupy  mass,  which  gives 
a  green  coloration  with  ferric  chloride  solution. 
It  yields  catechol  on  dry  distillation,  and  proto- 
catechuic acid  and  phloroglitcinol  when  fused 
with  alkali  (Vincent  and  Delaohanal,  BuU.  Soc. 
chim.  [ii.]  47,  492). 

Spruce-bark  tannin  CjiHjoO,,,  (?)  gives,  ac- 
cording to  Bottinger,  an  unstable  bromo  deriva- 
tive CjiHiiBrjO]!,.  This  reacts  -with  hydroxyl- 
amine  hydrochloride,  and  with  hydrochloric 
acid  at  180°-190''  evolves  methyl  chloride.  The 
penta-acetylpentabromo  derivative 
C„H,„Br,0,„(C2H,0). 
was  also  prepared.  With  boiling  dilute  hydro- 
chloric acid  the  tannin  yields  sprwe  red  which 
yields  the  acetyl  derivative  Ci2H2,(C2H30),0i7, 
and  when  suspended  in  chloroform  and  treated 
with  bromine  the  compound  042H2»Br,Q0,, 
(Bottinger,  Ber.  17,  1127). 

Strawberry-root  contains  a  tannin  fragari- 
anin  (Phipson,  J.  1878,  891),  the  solution  of 
which  gives  a  green  colour  with  ferric  chloride. 
Boiling  dilute  hydrochloric  acid  forms  glucose 
and  a  red  substance  fragiarin.  On  dry  distil- 
lation the  tannin  gives  traces  of  catechol,  and 
when  fused  with  alkali  protocatechuic  acid  ia 
produced. 

Tannecortepinic  acid  CasHjjOu,  according  to 
Rochleder  and  Kjiwalier  (Sitz.  Ber.  29,  23),  can 
be  isolated  from  the  bark  of  young  Scotch  firs 
collected  in  the  spring  time.  Ferric  chloride 
gives  a  green  coloration  and  boiling  dilute  acid 
a  phlobaphane  in  addition  to  a  little  sugar. 

Tannopinic  acid  C2aH,gOii(?)  is  sometimeg 
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present  ill  the  r.eedles  of  the  Scctch  fir  gathered 
in  the  spring  (Boohleder  and  Kawalier).  In 
the  winter  time,  ozypinitannic  acid  appears  to 
take  its  place.  - 

Tea-tannin  ia  probably  identical  with  the 
quercitannic  ac  id  of  oak  bark  (Stenhouse,  Phil. 
Mag.  23,  332 ;  Rochleder,  Annalen,  63,  205;  and 
Hlasiwetz  and  Malin,  J.  pr.  Chem.  [i.]  101,  109). 

Tormentilla  tannin  CsaHtjO,,,  from  the  root 
of  Polentilla  Tormentilla  (Neck.),  is  an  amorphous 
reddish  powder,  which  colours  ferric  chloride 
solution  blue  green.  Boiled  with  dilute  acids 
it  produces  tormentil-red  without  appreciable 
formation  of  sugar,  and  this  appears  to  have 
the  same  composition  as  the  tannin  itself.  With 
fused  alkali  phloroglucinol  and  protocatechuic 
acid  are  obtained.  The  root  also  contains  a 
substance  Which  jrields  ellagic  acid  when  boiled 
with  potash  solution  (Kembold,  Annalen,  145,  5). 

Viridic  add  C,4HjoOii(!),  which  exists  in 
coffee  beans  as  a  calcium  salt  (Bochleder, 
Annalen,  63,  197)  and  is  obtained  by  the  air 
oxidation  of  an  ammoniacal  solution  of  ca£fe- 
tannic  acid,  forms  a  brown  amorphous  mass,  the 
alkaline  solutions  of  which  are  green.  The  salts 
BajCj.H,„Oii,  PbOi.HijOg,  and  PbC„H„0, 
have  been  described  (c/.  also  Vlaanderen  and 
Mulder,  J.  1858,  261). 

Willow  bark  tannin.  The  bark  of  Salix 
triandra  (Linn.)  contains  a  glucoside  tannin 
which  gives  a  green  colour  reaction  with  ferric 
chloride,  and  when  -boiled  with  dilute  sulphuric 
acid  a  brownrred  precipitate  (Stenhouse,  Proo. 
Eoy.  Soc.  11,  403  ;  Johanson,  Arch.  Pharm.  [iii.] 
13,  103). 

Tannins  are  frequently  accompanied  in  the 
plant  by  yellow  colouring  matters,  and  it  has 
been  pointed  out  by  Perkin  that  a  relationship 
is  usually  to  be  observed  between  these  com- 
pounds in  respect  of  the  phenolic  nuclei  present 
in  each.  Thus  catechu  contains  oatechutannic" 
acid  and  queroetin,  both  of  which  contain 
phloroglucinol  and  catechol  groups,  whereas 
both  the  cyanomaclurin  and  morin  of  J^k  wood 
{Artocarpus  integrifolia  (Linn.))  yield  phloro- 
glucinol and  j3-resorcylic  acid.  Again  in  sumach 
(jB.  Coriaria  (Linn.))  Piaiacia  lentisciis  (Linn.) 
(leaves)  and  Hmmaioxylon  eampeachianum  (Linn.) 
(leaves),  a  gallotannin  and  myricetin  exist,  both 
of  which  are  pyrogallol  derivatives. 

Other  similar  instances  of  this  relationship 
could  be  cited;  and  where  a  divergence  of  this 
rule  at  first  sight  seems  evident,  this  is  fre- 
quently more  apparent  than  real,  as  in  the  case 
of  Young  Fustic  {B,  colirms  (Linn.))  which  is 
known  to  contain  a  gallotannin  and  fisetin 
(catechol  and  phloroglucinol).  From  the  re- 
actions of  the  wood  extract,  however,  catechol 
tannin  must  also  be  present.  A.  6.  P. 

TANNISMUT,  TANNOFORM,  TANNOFIN, 
TANNOSAL,  TANNOGUAIAFORM,  TANNO- 
CRESOFORM,  TANNI6EN,  TANNALBIN, 
TANARGAN,  TANNOCASUM,  TANNOTHY- 
MAL,  TANNYL,  TANOCOL  v.  Synthetic 
DBnas. 

TANTALITE.  A  heavy,  black  mineral  con- 
sisting essentially  of  iron  tantalate  FeTagO,, 
and  crystallising  in  the  orthorhombic  system. 
The  ferrous  iron  is  usually  in  part,  or  sometimes 
almost  wholly,  replaced  by  manganous  oxide, 
forming  a  passage  to  the  variety  'known  as 
numgamtantalite.    In   the  same   way,  tantalio 


acid  is  replaced  isomorphously  by  columbic  acid, 
forming  a  gradual  passage  into  the  species 
columbite  {q.v.).  The  general  formula  for  this 
isomorphous  group  is  thus  (Fe,Mn)(Ta,Cb)20i. 
With  the  variation  in  the  relative  amounts  of 
columbio  and  tantalio  acids  the  sp.gr.  ranges 
from  6-3  (columbite)  to  about  7"8  for  nearly 
pure  tantalite.  In  their  other  physical  and 
crystaUographio  characters  the  two  species  are, 
however,  remarkably  similar.  They  are  iron- 
black  to  brownish-black  with  a  sub-metallic 
lustre,  and  a  dark  brown  to  black  streak ;  H.=6. 
They  are  usually  found  as  crystalline  grains,  or 
forming  large  rough  masses  by  the  sub-parallel 
grouping  of  prismatic  crystals ;  well-formed 
crystals  with  brilliant  faces  are  occasionally  met 
with.  They  occur  embedded  in  granitic  rocks, 
more  especially  in  pegmatite-veins  intersecting 
these  rocks :  a  common  associated  mineral  is 
cassiterite.  The  columbium-rich  members  are 
of  much  more  frequent  occurrence  than  those  at 
the  tantalum  end  of  the  series. 

Tantalite  has  long  (since  1802)  been  known 
from  several  localities  in  Finland,  and  it  has  also 
been  found  in  a  few  other  countries.  The 
greatly  increased  demand  for  tantalum  since  its 
introduction  in  the  metaUio  filament  electric 
lamps  in  1904  has  led  to  the  discovery  of  several 
new  localities,  more  particularly  in  Australia ; 
and  it  is  this  continent  that  now  supplies  most 
of  the  raw  material.  It  has  been  obtained  in 
commercial  quantities  at  Wodgina  in  the 
Pilbara  gold-field,  and  at  Greenbushes  in  the 
Blackwood  Banges,  in  Western  Australia ;  and 
on  the  Finniss  river  near  Port  Darwin  in  Northern 
Territory.  At  Wodgina  it  occurs  in  pegmatite- 
veins,  composed  of  quartz,  felspar  (mainly 
albite),  mica  (muscovite  and  lepidolite)  and 
tantabte,  the  last-named  in  crystalline  masses 
from  the  size  of  a  shot  to  those  weighing  5  cwts. 
The  tantalite  is  collected  from  the  surface  soil, 
from  the  neighbouring  alluvial  deposits,  and  by 
quarrying  the  pegmatite.  At  Greenbushes  it 
is  found  as  grains  and  irregular  lumps,  reaching 
13  lbs.  in  weight,  in  the  alluvial  deposits  of 
tin-stone.  On  the  Finniss  river  the  mineral 
occurs  with  cassiterite  scattered  through  a  large 
intrusion  of  greisen. 

Analyses :  I.  Tantalite  ('  skogbolite ')  from 
Skogbole,  Kimito,  Finland  (A.  Nordenskiold, 
1857).  II.  Grizzly  Bear  Gulch,  Black  Hills, 
South  Dakota  (W.  P.  Headden,  Amer.  J.  Soi. 
1891,  41,  98).  III.  Greenbushes,  Western. 
Australia  (E.  S.  Simpson,  Eep.  Austr.  Assoc. 
Adv.  Sci.,  1908,  11  (for  1907),  442;  and  Chem. 
News,  1909,  91,  49).  IV.  Manganotantallte 
from  Wodgina,  Western  Australia  (E.  S.  Simp- 
son, I.e.).  V.  Manganotantalite  from  Finniss 
river,  North  Australia  (Rep.  Govt.  Geologist, 
South  Australia,  1905). 

I.'  II.  III.2  IV.  V. 

TajOj    84-44  82-23  80-61  69-95  55-52 

CbjOj      —  3-57  2-50  14-47  24-92 

SnOa  .     1-26  0-32  1-51  0-36  4-40 

FeO    .  13-41  12-67  10-89  2-68  2-72 

MnO   .     0-96         1-33  3-78  (12-54)  11-16 

Total  100-36  100-12  100-48  100-00  98-71a 
Sp.gr.     -7-85         8-20         7-74         7-09        — 

>  Also  CuO,  0-14;  CaO,  0-15. 
"  Also  TlOj,  0-71;    WO,,  O'lS;  H.O,  0-14;    NiO, 
0-02 ;  MgO,  0-19. 
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Refereneesi  Occurrence  and  Uses  of  Tanta- 
lum, Bull.  Imp.  Inst.  London,  1907,  5,  429. 
For  Australian  occurreuoes,  see  E.  S.  Simpson, 
U.  and  1910,  12  (for  1909),  310.  L.  J.  S. 

TANTALUM.  Sym.  ,Ta.  At.wt.  181-5 
^Balke).  Shortly  after  the  discovery  of  oolum- 
bium  by  Hatchett,  in  1801-2,  a  metal  of  similar 
properties  was  discovered  by  Ekeberg  in  certain 
Swedish  minerals  resembling  those  from  which 
columbium  had  been  isolated,  and  was  called  by 
him  tantalum,  on  account  of  its  extreme  resist- 
ance to  acids.  Notwithstanding  the  fact  that 
tantalite,  the  mineral  which  gave  the  largest 
yield  of  the  new  metal,  was  much  heavier  than 
columbite,  WoUaston  in  1809  concluded  that  the 
two  metals  were  identical,  and  for  many  years 
they  were  indifferently  termed  columbium  or 
tantalum.  The  similarity  between  the  com- 
pounds of  these  metals,  their  invariable  occur- 
rence together  in  minerals,  and  the  difficulty 
experienced  in  separating  them  from  each  other 
and  the  associated  metals,  prevented  the  large 
amount  of  work  which  was  done  upon  them  from 
yielding  conclusive  results,  and  it  was  not  until 
the  middle  of  the  century  that  their  true  relations 
were  established. 

Although  belonging  tg  the  group  which 
includes  vanadium,  phosphorus,  arsenic,  anti- 
mony, bismuth,  and  nitrogen,  tantalum  and 
columbium  have  few  properties  in  common  with 
those  elements,  and  invariably  occur  with 
minerals  belonging  to  entirely  different  groups. 
Commercially  speaking,  they  are  members  of  a 
group  of  heavy  metals,  which  includes  tungsten, 
molybdenum,  and  uranium,  found  only  in  the 
oldest  plutonic  rocks.  These  metals  are  charac- 
terised by  the  power  of  improving  and  hardening 
steel  when  added  in  extremely  small  quantities, 
and  it  is  interesting  to  note  that  the  minerals 
carrying  them  commonly  contain  the  metals  of 
the  rare  earths,  and  rare  alkaline  earths,  or  are 
associated  with  minerals  containing  them. 
Zirconia,  thoria,  ceria,  and  even  lithia,  together 
with  practically  all  the  other  rare  earths  and 
alkaline  earths,  occur  in  the  same  parent  rocks, 
and  it  is  probable  that  this  common,  indeed 
almost  invariable  association,  is  intimately 
connected  with  the  origin  of  these  metals. 

The  use  of  tantalum  and  columbium  for 
hardening  steel,  their  high  melting-points,  and 
the  possibility  of  worlnng  the  pure  metals, 
either  alone  or  in  alloy  with  each  other,  into  wire, 
and  vessels  of  great  acid-resisting  properties, 
have  recently  given  an  impetus  to  the  search 
for  minerals  containing  them,  which  has  resulted, 
for  the  moment,  in  the  working  of  more  deposits 
than  the  market  can  utilise.  There  is  little 
doubt,  however,  that  the  larger  output  will 
ultimately  result  in  an  increased  demand,  as 
the  uses  to  which  the  metals  can  be  applied  are 
so  numerous.  The  value  of  apparatus  made 
from  these  metals  for  chemical,  physical,  and 
surgical  purposes  in  undoubted,  and  is  likely  to 
result  in  a  demand  for  even  larger  quantities 
of  the  mineral  than  are  at  present  available. 

As  regards  the  occurrence  of  tantalum  in 
nature,  the  article  on  Columbium  may  be  con- 
sulted. The  two  metals  occur  together  and, 
although  one  may  predominate  in  a  mineral  to 
an  extent  which  renders  it  the  characteristic 
metal,  it  is  extremely  exceptional  to  find  one 
without  a  considerable  proportion  of  the  other. 


For  many  purposes,  it  is,  probable  that  an 
alloy  of  tantalum  and  columbium  is  suitable, 
but  it  is  usual  to  separate  the  oxides  or  salts 
before  reduction  to  metal,  and,  as  tantalum 
is  preferred  for  most  purposes,  it  is  fortunate 
that  its  proportion  in  the  minerals  now  worked 
largely  predoniinates.  Like  columbium,  tanta- 
lum occurs  in  nature  only  as  the  pentoxide,  and 
all  the  minerals  in  which  it  is  found  may  be 
regarded  as  tantalates  or,  in  a,  few  rare  minerals, 
as  silioo-tantalates. 

Although  tantalum  occurs  as  an  essential, 
or  at  any  rate  invariable,  constituent  in  a  large 
number  of  the  heavy  rare  minerals,  the  only 
one  which  is  worked  commercially  is  tantalite, 
essentially  a  tantalate  of  iron  and  manganese 
Taj05(reMn)0,  which  may  contain  as  much  as 
84  p.o.  of  Ta^Oj,  although  seldom  exceeding 
70  p.c.  The  proportion  between  the  iron  and 
manganese  varies  considerably,  and  the  tantalum 
may  be  largely  replaced  by  columbium.  In 
other  words,  tantalite  may  merge  into  slogbolite 
TajOj'FeO,  containing  up  to  about  85  p.c.  of 
TajOj,  manganotantalite  TajOj-MnO  (up  to  85 
p.o.  TajOj),  tapiolite  TajOj-CbjOj-FeO  (up  to 
74  p.c.  of  TajOj),  and  other  minerals  containing 
widely  varying  proportions  of  Ta^Oj,  CbjO^, 
FeO,  and  MnO.  On  reference  to  the  article  on 
TxJNGSTEN,  it  will  be  seen  that  similar  variations 
occur  in  the  composition  of  wolfram,  the  tung- 
state  of  iron  and  manganese. 

Tantalum  also  occurs  as  an  apparently 
essential,  although  highly  variable,  constituent 
of  between  thirty  and  forty  other  minerals, 
including  microlite  Ta205(CaO)j,  containing  up 
to  about  70  p.c.  of  Ta^Oj ;  fergusoniie,  a  tantalate 
and  cclumbate  of  yttrium,  erbium,  cerium,  &e. 
(up  to  43  p.c.  TajOj);  yllrotantalite,  a  tantalate 
and  coluinhate  of  various  rare  earths  (up  to 
47  p.c.  TajOj);  and  stibiotanlalite,  a  tantalate 
and  columbate  of  antimony  (up  to  51  p.c. 
Ta^O^). 

The  principal  localities  where  tantalum 
minerals  occur  have  been  detailed  in  the  article 
on  Columbium.  At  the  present  time,  the 
main  supply  is  obtained  from  Greenbushes, ' 
Pilbara,  Wodgina,  and  elsewhere  in  Western 
Australia,  where  it  occurs  with  tinstone  and 
wolfram,  partly  in  isolated  ma.sse3  which  have 
escaped  denudation  during  the  weathering  of 
the  surrounding  rocks,  and  largely  in  the  form  of 
alluvial  material. 

Metallic  tantalum  may  be  prepared  in  an 
impure   state   by   reducing   potassium   tantal" 
fluoride  with  potassium  or  sodium,  or  by  reducing  ■ 
the    pentoxide    in    the    electric    furnace    with 
carbon.     It  was  first  prepared  in  a  pure  state 
by  von  Bolton,  by  reducing  the  tantalo-fluorido 
(TaF5-2KF)    with    sodium     and    melting    the 
washed,  impure  powder  in  vacud  in  the  electric 
furnace.     The    manufacture    of    the    metal    is ' 
entirely  in  the  hands  of  Messrs.  Siemens  and  ■ 
Halske,  and  the  exact  present  procedure  is  not 
known,  but  appears  to  be  carried  out  according 
to  von  Bolton's  method,  the  fusion  in  vacud  in 
the  electric  furnace  being  repeated  with  modifi- 
cation to  remove  all  traces  of  impurity,  and  the  ■. 
preparation    of   the  tantalo-fluoride  ^  being   so ' 
conducted  as  to  ensure  its  purity  and  freedon 
from  columbium.     The  fusion  in  vacud  remove^.' 
all    traces    of    occluded    gases,    including    the ' 
hydrogen  and  the  oxygen  (in  the  form  of  gas  and  j 
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ui  oxide)  produced  by  the  oxidation  o{  the  crude 
metal  during  thfi  washing. 

Another  method  devised  by  von  Bolton 
eonsists  in  passing  an  electric  current  through 
rods  of  tantalum  tetroxide  TajOj  in  vacuS. 
The  intense  heat  produced  by  the  current  results 
in  the  expulsion  of  the  oxygen  and  the  produc- 
tion of  brittle  rods  of  impure  metal  which  may 
be  converted  into  pure  tantalum  by  fusing  and 
re-fusing  in  vacu6  in  the  electric  furnace  as 
above.  The  tantalum  tetroxide  is  prepared  by 
shaping  rods  from  a  paste  made  of  tantalum 
pentoxide  and  parafBn,  and  calcining  them.  The 
resultant  metal  possesses  the  same  qualities  as 
that  made  from  the  tantalo -fluoride,  but  the 
method  is  not  employed  on  a  commercial 
scale. 

Wrought  tantalum  is  a  white  metal,  some- 
what less  bright  than  platinum,  and  usually 
showing  a  bluish  tarnish,  from  superficial  oxida- 
tion. It  has  a  sp.gr.  of  16-8  (von  Bolton) ;  a 
specific  heat,  between  14°  and  100°,  of  0033 
(Dewar);  and  a  m.p.  of  2250°-2300°  (von 
Bolton) ;  2798°  according  to  tests  made  in  1912 
at  the  University  of  Wisconsin.  Its  linear 
thermal  coefiioient  of  expansion  between  0° 
and  60°  is  0-0000079  according  to  tests  made  by 
the  Imperial  Standards  Committee.  It  is  about 
as  hard  as  soft  steel,  but  possesses  a  greater 
strength,  the  drawn  wire  having  a  tensile 
strength  of  93  kilos  per  sq.  mm.  as  against 
80  kilos  for  good  steel. 

Tantalum  is  more  malleable  and  ductile 
than  columbium.  It  becomes  progressively 
softer  when  heated,  and  can  be  hammered, 
rolled,  or  drawn  into  wire  or  seamless  tubes 
similarly  to  steel,  and  is  readily  worked  at  a 
red  heat.  When  heated  in  air,  powdered 
tantalum  readily  oxidises,  and  both  powder  and 
thin  wire  bum  at  a  red  heat,  the  former  with 
incandescence.  Sheets  of  tantalum  acquire  a 
yellow  tarnish  at  about  400°  and,  slowly  at 
600°  or  rapidly  at  600°,  become  bluish,  as  in 
the  case  of  steel  when  being  tempered. 

The  worked  metal  possesses  an  extraordinary 
combination  of  toughness  and  hardness,  and 
the  slight  superficial  oxidation  which  is  produced 
during  worMng  or  by  heating,  enormously  in- 
creases its  property  of  resisting  abrcuaion.  So 
much  is  this  the  case  that  a  diamond  drUl  has 
but  little  penetrative  power,  although  the  metal 
is  still  capable  of  being  rolled  or  drawn ;  the 
specially  prepared  metal  has  been  found  effective 
for .  the  manufacture  of  pen  nibs  iu  place  of 
iridium-poirited  pens. 

At  a  duU  red  heat,  tantalum  absorbs  large 
quantities  of  hydrogen  or  nitrogen.  At  a  yellow 
heat,  about  740  volumes  of  hydrogen  are  thus 
absorbed.  The  metal  is  rendered  brittle  and 
fragile  by  the  presence  of  either  gas,  but  both 
can  be  expelled  in  vacuS.  Three-fourths  of  the 
hydrogen  can  be  driven  off  by  heating  to  redness 
in  vacuS,  but  the  remainder  can  only  oe  expelled 
by  fusing  in  vacuS  in  the  electric  furnace,  a 
treatment  to  which  all  metal  now  made  is 
exposed,  with  a  view  to  expelling  all  occluded 
gases  and  such  other  impurities  as  are  volatile 
at  the  temperature  at  which  tantalum  melts. 

The  presence  of  occluded  gases  or  small 
quantities  of  impurities  completely  alters  the 
character  of  the  metal,  the  value  of  which  for  all 
purposes  to  which  it  can  be  applied  as  metal, 


depends  entirely  on  the  extreme  care  taken  m 
its  purification  after  the  preliminary  stages  of 
manufacture.  The  presence  of  even  less  than 
O'l  p.c.  of  carbon  renders  it  brittle,  and  it  may 
be  mentioned  that  the  brittle  metal  obtained  by 
Moissan  in  the  electric  furnace  contained  0-5  p.o 
The  metallic  nitride  TaN,  first  prepared  by 
Rose,  is  metallic  in  appearance,  and  was  thought 
by  him  to  be  the  metal  itself. 

Wrought  tantalum  is  peculiarly  resistant  to 
all  acids  except  hydrofluoric  acid.  It  is  abso- 
lutely uaiattacked  by  aqua  regia  even  with  pro- 
longed boiling,  and  is  not  affected  by  organic 
acids  or  by  the  healthy  or  morbid  secretions  of 
the  body,  so  that  it  is  highly  suited  for  the 
manufacture  of  dental  and  surgical  instruments. 
Its  extreme  hardness  permits  of  its  use  in  place 
of  steel,  and  the  absence  of  corrosion  and  con- 
sequent ease  of  cleansing  are  resulting  in  ,an 
increased  demand  for  such  purposes. 

Tantalum  is  readily  attacked  by  fused  caustic 
alkalis  or  alkaUne  nitrates  and  by  sulphur.  It 
alloys  with  iron,  tungsten,  molybdenum,  and 
many  other  metals,  but  none  of  the  alloys  are  of 
commercial  importance  excepting  ferro-tantalum. 

Ferro-tantalum  is  commonly  prepared  by 
the  direct  reduction  pi  tantalite.in  the  electric 
furnace,  and  is  used  to  a  small,  but  apparently 
increasing,  extent  in  steel  manufacture,  for 
purposes  similar  to  those  for  Which  ferro-tung- 
sten,  ferro-molybdenum,  and  ferro- vanadium  are" 
employed.  The  alloy  commonly  contains  up  to 
50  p.o.  of  tantalum  and  columbium,  the  pro- 
portion of  the  latter  being  comparatively  low 
and  depending  upon  the  amount  which  was 
present  in  the  original  tantaUte. 

Although  the  total  output  of  metallic  tan- 
talum is  under  2  tons  per  annum,  its  impor- 
tance is  considerable,  especially  in  connection 
with  the  electric-lighting  industry.  Tantalum 
was  the  first  metal  to  be  used  in  commercial 
quantities  for  the  manufacture  of  filaments. 
Its  value  depends  on  its  great  electrical  resistance 
and  high  melting-point,  and  upon  the  fact  that 
it  can  be  drawn  down  to  extremely  fine  wire 
(less  than  0-03  mm.).  The  National  Electric 
Lamp  Association  of  the  United  States,  in  1910 
employed  nearly  five  million  feet  of  tantalum  wire  . 
weighing  under  100  lbs.,  for  the  manufacture  of 
filaments. 

According  to  Messrs.  Siemens  and  Halske, 
taking  the  normal  type  of  electric  filament  lamp 
of  25  c.p.  at  110  volts,  the  filament  for  a  lamp 
measures  650  tnm.,  and  has  a  diameter  of  0*05 
mm.,  so  that  45,000  lamps  could  be  made  from 
1  kilo  of  wire.  This  number  is  now  largely 
exceeded,  as  it  has  been  found  possible  to  con- 
siderably reduce  the  diameter  of  the  wire. 

The  electrical  resistance  (cold)  of  tantalum 
wire  is  0-165  ohm  per  metre  length  of  1  s<i,  mm. 
section.  When  loaded  to  1-5  watt  per  candle, 
the  resistance  of  the  same  wire  rises  to  0-830  ohm. 

6.  T.  H. 

Compounds  of  Tantalum. 

Tantalum  tetroxide  TajO,,  a  porous  dark- 
grey  mass  which  scratches  glass,  is  formed  when 
the  pentoxide  is  heated  with  magnesium  in  a 
carbon  crucible.  When  powdered  it  is  dark 
brown.  It  is  not  attacked  by  acids,  but  with 
chlorine  gives  a  white  readily  volatile  sublimate 
containing  IS-5  p.o.  chlorine.    When  heated  it 
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bums  forming  the  pentoxide  (Smith  and  Maas, 
Zeitsoh.  anorg.  Chem.  1894,  7,  96). 

Tantalum  pentoxide  Ta,Os  occuis  in  nature 
as  the  various  tantalites,  from  which  it  may  be 
obtained  by  fusing  the  finely-powdered  mineral 
with  three  times  its  weight  of  acid  potassium 
sulphate.  The  mass  is  boiled  with  water,  and 
the  residue  is  digested  with  ammonium  sulphide, 
thus  removing  tin  and  tungsten  and  converting 
iron  into  sulphide.  The  residue  is  then  washed 
and  boiled  with  dilute  hydrochloric  acid  and 
filtered;  the  mass  consisting  of  the  hydroxides 
of  tantalum  and  columbium,  and  of  titanic  acid 
and  silica,  is  washed  with  boiling  water,  dissolved 
in  hydrofluoric  acid,  filtered,  and  heated  to 
remove  silicon  fluoride ;  potassium  fluoride  is 
added  to  the  solution  which  is  then  concentrated. 
The  potassium  tantalofluoride  separates  first ;  it 
is  well  Washed,  recrystallised,  and  heated  to 
400°  with  its  own  weight  of  concentrated  sul- 
phuric acid.  The  residue  when  boiled  out  with 
water  gives  the  oxide  and  sulphuric  acid.  The 
acid  adhering  to  the  oxide  may  be  removed  from 
the  oxide  by  heating  with  ammonium  carbonate 
(Kriiss  and  Nilson,  Ber.  1887,  20, 1676  ;  Moissan, 
Compt.  rend.  1902,  134,  212).  A  more  complete 
separation,  which  may  be  used  for  the  estimation 
of  tantalum,ia  described  by  Weiss  and  Landeoker. 
The  substance  is  fused  with  alkali  bisulphite  and 
the  mass  lixiviated  with  water.  The  solution  is 
treated  with  sulphurous  acid  and  boiled,  when 
the  tantalic,  columbic,  and  titanic  acids  are  pre- 
cipitated quantitatively  together  with  some  tin, 
if  present.  The  latter  is  removed  by  means  of 
ammonium  sulphide  solution,  and  the  residue  is 
ignited  and  fused  with  a  sliglit  excess  of  sodium 
carbonate,  and  a  small  quantity  of  sodium 
nitrate  is  added  towards  the  end  of  the  operation, 
the  mass  being  then  gently  heated  until  the  nitrate 
is  decomposed.  The  product  is  boiled  with 
water  and  filtered  from  the  titanium  compound. 
After  removing  small  quantities  of  the  latter 
still  present  in  the  solution,  it  is  treated  with 
carbon  dioxide  or  with  a  bicarbonate,  whereby 
tantalic  acid  is  precipitated  quantitatively  and, 
when  heated  to  low  redness,  yields  the  pentoxide 
(D.  R.  P.  221,429 ;  J.  Soo.  Chem.  Ind.  1910,  696  ; 
eee  also  Zeitsch.  anorg.  Chem.  1909,  64,  65 ; 
Chesneau,  Compt.  rend.  1909,  149,  1132 ;  also 
art.  COLTJMBIUM).  Tantalum  pentoxide  is  formed 
when  the  metalis  treated  with  oxygen  ( Muthmann, 
Weiss  and  Riedelbauch,  Annalen,  1907, 355,  68). 

Tantalum  pentoxide  is  a  white  amorphous, 
infusible  powd!er,  which,  when  strongly  heated, 
becomes  crystaUine.  It  may  also  be  obtained 
in  rhombic  prisms  by  igniting  it  with  boron 
trioxide  or  melting  it  with  microcosmic  salt.  Its 
sp.gr.  varies  with  the  intensity  of  the  heat  to 
which  it  has  been  subjected,  and  ranges,  from 
7-055  to  8-257  (Marlgnac,  Ann.  Chim.  Phys. 
1866,  [iv.]  9,  249).  The  ignited  pentoxide  is 
insoluble  in  acids,  and  is  not  acted  on  by  hydro- 
gen,' but  it  may  be  reduced  by  heating  strongly 
with  carbon  in  the  electric  furnace.  It  forms 
double  compounds  with  magnesium  and  the 
alkalis  of  the  type  MgMTa08,a:H20  (M=alkali 
metal)  (Balke  and  Smith,  J.  Amer.  Chem.  Soc. 
1908,  30,  1637). 

Tantalic  acid  HTaOa  may  be  obtained  as 
above  or  by  mixing  the  chloride  with  water  when 
it  forms  a  gelatinous  mass,  which,  when  exposed 
to  air   and  then  mixed  with  water  containing 
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ammonia,  forms  a,  crystalline  powder.  It  is 
soluble  in  hydrofluoric,  oxaUc,  and  citric  acids, 
but  not  in  alkaline  carbonates  (Berzelius,  Ann. 
Chim.  Phys.  [ii.]  3,  140). 

Tantaloites.  For  some  naturally  occurring 
tantalates  and  their  extraction,  see  Bammelsberg, 
Chem.  Soo.  Trans.  1872,  26,  189:  They  are  all 
insoluble,  and  are  mostly  derivatives  of  the  above 
acid.  In  addition,  hexatantalates  are  known  of 
the  formula  M,Ta50i8,a;HjO,  the  aUcali  salts 
of  which  are  soluble  in  water,  and  may  be  ob- 
tained by  dissolving  the  acid  in  alkali  hydroxide, 
or  by  fusing  the  pentoxide  with  the  alkali 
hydroxides  or  carbonates.  When  tantalum  pent- 
oxide is  ignited  with  the  chlorides  of  calcium, 
magnesium  and  other  metals,  crystalline  tarita- 
lates  of  these  metals  are  formed  (Joly,  Compt. 
rend.  1875,  81,  266,  1266). 

Pertantalic  acid  HTaOj.nHjO  is  obtained  by 
treating  its  potassium  salt  with  dilute  sulphurio 
acid.  It  is  a  white  powder,  fairly  stable,  decom- 
posed only  above  100°,  but  resembling  per- 
columhic  acid  in  other  respects. 

The  potassium  salt  KjTaO^JHjO  is  obtained 
by  fusing  tantalum  pentoxide  with  potassium 
hydroxide,  the  mass  is  extracted  ■mth  a  little 
water,  filtered,  warmed  with  a  little  hydrogen 
peroxide,  filtered,  precipitated  with  alcohol, 
and  the  precipitate  after  washing  with  alcohol 
and  ether,  is  treated  with  hydrogen  peroxide  and 
potassium  hydroxide,  and  finally  reprecipitated 
with  alcohol.  The  corresponding  sodium  and 
barium  salts,  also  the  potassium  calcium  salt 
KCaT!iOj,4^HjO,  and  the  sodium  salt 
NaTaOi,NaO-TaOi,13H20 
have  also  been  prepared  by  treating  the  corre- 
sponding tantalate  with  hydrogen  peroxide 
(Melikofi  and  Pissarjewsky,  Zeitsch.  anorg. 
Chem.  1899,  20,  340 ;  Balke,  J.  Amer.  Chem. 
Soc.  1905,  27,  1155 ;  Balke  and  Smith,  I.e.). 

Tantalum  pentachloride  TaClj,  obtained  by 
heating  a  mixture  of  the  pentoxide  and  carbon 
in  a  current  of  chlorine,  forms  light  yeUowneedles, 
m.p.  211°,  b.p.  241-6°/753  mm.,,  and  volatilise 
at  144°  (Deville  and  Troost,  Compt.  rend.  1867, 
64,  294 ;  see  Willgerodt,  J.  pr.  Chem.  1887,  [ii.] 
36,  391 ;  Hermann,  ibid.  1872,  [ii.]  5,  66). 

Tantalum  pentabromide  TaBrj  can  be  pre- 
pared by  passing  bromine  vapour  over  a  strongly 
heated  mixture  of  freshly-ignited  tantaUo  oxide 
and  pure  sugar-carbon,  air  having  been  previously 
removed  by  heating  the  mixture  in  a  current  of 
dry  carbon  dioxide.  It  forms  long  yellow  plates, 
m.p.  about  240°,  b.p.  about  320°,  fumes  in  moist 
air  and  reacts  readily  with  methyl  and  ethyl 
alcohols. 

Tantalum  pentaiodide  Talj  can  be  prepared 
by  heating  the  bromide  in  a  current  of  hydrogen 
iodide.  It  forms  almost  black  plates,  melts  to 
a  dark  brown  liquid,  can  be  distilled  in  a  current 
of  carbon  dioxide  and  fumes  in  moist  air  (van 
Haagen,  J.  Amer.  Chem.  Soc.  1910,  32,  729). 

Bromotantalum  bromide  (TasBr,j)Br2,7HjO 
has  been  obtained  by  reducing  the  pentabrom- 
ide with  sodium  amalgam.  It  forms  minute, 
black,  hexagonal  prisms  giving  a  dark  green 
powder.  It  is  very  stable  and  has  tinctorial 
properties.  A  very  minute  quantity  of  the 
bromide  is  sufficient  to  give  a  beautiful  emerald 
green  colour  to  a  considerable  quantity  of 
water  and  the  solution  imparts  a  stable 
pale-green   colour   to   silk.     Only   two   of   the 
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bromine  atoms  are  in  the  ionic  condition.  When 
treated  with  caustic  soda  it  is  transformed 
into  the  hydroxide  (Ta,Brij)(OH)j,10HaO,  thin 
hexagonal  plates,  which,  on  treatment  with 
hydrochloric  acid  gives  the  chloride 
(Ta,Brij)aj,7H20. 

The  iodide  (TajBri2)l2,7H20  and  the  chlorotanta- 
lum  chloride  (TajdiijjCla.VHaO  have  also  been 
prepared  (Chapin,  J.  Amer.  Chem.  Soo.  1910,  32, 
323). 

Tantalum  pentaBuoride  TaFj  is  obtained  by 
subjecting  dry  roughly  powdered  warmed  tanta- 
lum contained  in  a  boat  inserted  in  a  platinum 
tube,  to  the  aetion  of  fluorine.  The  penta- 
fluoride  is  purified  by  distilling  it  in  vcmuS  at 
about  90°-100°.  It  forms  colourless,  strongly 
refractive  prisms,  m.p.  94°  (corr.),  b.p.  225°- 
226-5°  (corr,),  is  very  hygroscopic  and  is  readily 
soluble  in  water.  Caustic  soda  or  ammonia 
precipitate  tantalic  acid  containing  a  little 
fluorine  from  the  solution.  The  fluoride  attacks 
glass  slowly  at  ordinary  temperature,  but 
rapidly  when  heated  (Ruff,  Zedner,  Schiller,  and 
Heinzelmann,  Ber.  1909,  42,  492). 

Tantalum  pentafluoride  forms  a  number  of 
double  fluorides  with  other  metals  (Balke,  I.e. 
1140;  Smith,  Chem.  Zentr.  1905,  ii.  1160; 
Ephraim  and  Heymann,  Ber.  1909,  42,  4456 j,  of 
which  the  ' 

Potassium  tantalofluoride  2KF,TaF5  is  the 
most  important.  It  is  formed  by  bringing  the 
two  fluorides  together  in  a  dilute  aqueous  solution 
of  hydrofluoric  acid  and  consists  of  small  anhy- 
drous needles.  On  standing  hydrofluoric  acid 
is  evolved.  It  is  much  more  soluble  in  hot  than 
in  cold  water,  but  when  the  solution'  is  boiled 
an  insoluble  oxyfluoride  Ta„05+2(2ICF-TaF5) 
is  precipitated  (Kriiss  and  Nilson,  I.e.).  The 
reactions  of  tantalum  potassium  fluoride  are 
riven  in  tabular  forpi  by  Hall  (J.  Amer.  Chem. 
Soo.  1904,  26,  1235).  Tantalum  pentafluoride 
also  forms  double  salts  with  pyridine  and  other 
organic  bases. 

The  following  tantalum  double  salts  with 
pyridine  and  quinoline  have  been  prepared  by 
the  action  of  the  base  on  an  alcohoUo  solution  of 
tantalum  pentachloride  containing  hydrochloric 
acid 

TaOCl„2C5H,Na,2CjH„0 ; 
2TaOCl3,3C5HeNa,2CjH,0 ; 
Taj03a440sH,NCl ;  and 
TaOa32C,H8NCl,2C2H80. 

All  these  salts  form  colourless  crystals  soluble  in 
alcohol,  decomposed  by  water  and  becoming 
opaque  on  exposure  to  air  (Weinland  and 
Storz,  Zeitsoh.  anorg.  Chem.  1907,  54,  223). 

Tantalum  tetrasulphide  TajS,  or  TaS,  may  be 
prepared  by  passing  a  stream  of  sulphuretted 
hydrogen  carrying  carbon  disulphide  over  tanta- 
lum pentoxide  at  650°-900°.  It  is  a  very  stable 
body  not  decomposed  at  1300°,  is  scarcely 
attacked  by  boiling  acids,  readily  absorbs 
moisture,  and  commences  to  be  transformed  into 
a  crystalline  variety  at  1200°  (Biltz  and  Kircher, 
Ber.  1910,  43,  1636). 

Tantalum  nitride  TajNsisobtained  by  heating 
the  metal  to  1000°  in  nitrogen  ( Mut  hmann ,  Weiss 
and  Riedelbauch,  Annalen,  1907,  355,  58),  or  by 
passing  ammonia  over  tantalum  chloride  heated 
to  a  temperature  not  above  that  at  which 
ammonium  chloride  volatilises.     It  is  an  amor- 


phous yellowish-red  mass,  which,  when  heated 
to  whiteness  in  dry  ammonia  forms  the  black 
nitnde  TaN  (Joly,  Cdmpt.  rend.  1876,  82,  1195). 

Tantalum  sUicide  TaSij  crystallises  in  iron- 
grey  prismk,  sp.gr.  8-83,  with  a  metallic  lustre; 
is  decomposed  readily  by  fused  alkalis,  dissolves 
in  hydrofluoric  acid,  reacts  with  fluorine  when 
heated  gently,  and  is  oxidised  when  heated  in  a 
current  of  oxygen  (Honigschmid,  Monatsh.  1907, 
28,  1017). 

TAP  CINDER.  The  basic  iron  silicate  con- 
stituting the  slag  and  flowing  thrpugh  the  tap- 
hole  of  the  puddling  furnace,  v.  Iron. 

TAPHOSOTE  V.  Synthbtic  dbugs. 

TAPIOCA.  A  product  obtained  from  the 
starch  of  cassava  (q.v.)  Manihot  utilissirm  (Pohl) 
and  other  species  of  Manihot.  The  moist  starch 
is  heated  and  stirred  until  it  agglutinates  into 
little  rounded,  rugged  masses,  in  which  state  it 
constitutes  the  tapioca  of  commerce.  The 
starch  granules  become  more  or  less  swollen  by 
this  treatment,  some  of  them  preserving  their 
original  shape  and  character,  while  others 
gelatinise  into  shapeless  or  irregular  masses. 
Tapioca  usually  contains  from  10  to  14  p.c.  of 
moisture  with  traces  of  nitrogenous  matter  and 
fat,  but  should  be  free  from  fibrous  matter  if 
properly  prepared  (BaUand,  J.  Pharm.  Chim. 
1903,  17,  316). 

The  average  of  the  analyses  of  seven  samples 
of  commercial  tapioca  (Bull.  D.  S.  Dept.  of 
Agric.  28,  1899)  gave : 

Water   Froteln   Fat   N-Iree  extract   Crude  fibre   Ash 
11-4       0-4      0-1  87-9  0-1         0-1 

H.  I. 

TAR,  WOOD,  v.  Wood,  desieuctivb  dis- 
tillation or. 

TARAXACERIN,  TARAXACIN,  TARAXA- 
CUM V.  Dandblion  koot. 

TARRAGON  OIL  v.  Oils,  essential. 

TARTAR  V.  Taetabic  acid. 

TARTAR,  CREAM  OF,  Potassium  hydrogen 
tartrate  v,  Taetakic  acid. 

TARTAR  EMETIC,  Potassium  antimony 
tartrate  v.  Antimony. 

TARTARIC  ACID,  Dihydroxysuccinic  acid 
{Acide  tartarique ;  Weinsaiire,  Weinstcinsailre, 
Tartarsaure),  C4H5O4. 

The  existence  of  the  acid  potassium  salt  of 
this  acid  in  the  deposit  from  fermented  grape- 
^uioe  was  known  to  the  Greeks  and  Romans,  and 
the  term '  tartarum  '  was  applied  to  the  deposit  by 
Paracelsus,  but  it  was  generally  considered  to 
be  an  acid  and  to  contain  no  base,  although  an 
alkali  was  known  to  be  present  in  the  ash.  The 
production  of  an  alkali  by  boiling  tartar  with 
hme  was  noticed  by  Kunkel  in  1677,  but  the 
acid  was  not  isolated  until  1769,  when  Scheele 
obtained  it  by  boiling  tartar  with  chalk  and 
decomposing  the  product  with  sulphuric  acid. 

Tartaric  acid  contains  two  asymmetric 
carbon  atoms  and  hence  exists  in  four  modifica- 
tions, viz.  :  d-tartaric  acid  and  J-tartaric  acid 
which  rotate  the  plane  of  polarised  hght  to  the 
right  and  left  respectively ;  f-tartaric  acid  or 
racemic  acid  which  is  optically  inactive,  being  a 
racemio  mixture  of  the  above  two  acids ;  •'- 
tartaric  acid  or  mesotartaric  acid  which  is  also 
optically  inactive,  as  the  lower  half  of  the  mole- 
cule is  the  mirror  image  of  the  upper  half. 
Racemio  acid  is  said  to  be  '  externally  com- 
pensated '    and   mesotartaric   acid    '  internally 
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compensated.'    The  configurations  of  d-,  1-,  and 
i-tartano  aoidg  are  shown  below : — 


COOH  COOH 


H-C-OH 

HO-C-H 

I 

COOH 
iJ-Aold. 


l^ 


HO-C-H 

H-C-OH 

COOH 
I-Acid. 


COOH 

H-C-OH 

H-C-OH 

COOH 
f-Acid. 


The  relative  configuration  of  d-  and  ^-tartaric 
aoidii  to  the  sugars  has  been  determined  by 
Ksoher  (Ber.  1896, 29, 1377).  The  configuration 
01  the  d-acid  was  determined  by  converting 
rhamnose  into  rhamno-tetrose  by  the  Wohl 
degradation  and  oxidising  the  methyl  tetrose  to 
d-tarinrio  acid  with  nitric  acid. 


CH3 

I 
CHOH 


CH 


HO— 
HO— 


OH 
— H 
-H 


H- 

HO- 


-OH 
-OH 


COOH 


-H 


-^  HO— 


-OH 
-H 


CHO 

d-Khamnose. 


CHO  COOH 

d-Bhamno-tetrose.  d-Tartaric  Acid. 


Similarly  the  configuration  of  the  2-acid  was 
determined  from  i-gulose. 

CH,  CH, 


HO- 

H- 

HO- 

HO- 


— H 

—OH 
■H 


— H 

CHO 
i-Gulose. 


HO 

H— 
HO— 


— H 

—OH 

■H 


CHO 


HO- 
H- 


COOH 

-H 
-OH 


CHO 

Z-Threose. 


COOH 
I-Tartaric  Acid. 


Physico-chemical  data. — The  following  table 
compares  some  of  the  constants  of  the  four 
acids : — 


s 

"S^J 

^■■B 

■" 

0 

a 

a 

0  s 

III 

'"*§ 

d-Tartario  acid 

ws'-ircp 

T7B,') 

_ 

132-2, 

0-097 

2-Tartaric  acid 

168''-170» 

1-754 



132-2 

0-097 

f-Tartaric  acid 

205°-206° 

1-697 

IHjO 

17-07 

0097 

i-Tartarie  acid 

140° 

1-666 

IHjO 

125-0 

0-06 

The  specific  gravity  of  solutions  of  d-tartario 
and  racemic  acids-  of  equal  concentration  are  in 
close  agreement  up  to  concentrations  of  10  p.c. 
Between  concentrations  of  10  p.c.  and  14  p.c. 
the  solution  of  racemic  acid  has  a  smaller 
specific  voluine  than  that  of  one  of  tartaric  acid 
of  the  same  concentration  as  showp  in  the 
following  table : — 


Hi 

sis 

■d 

OS'S 

-a 

Sp.  vol.  of 
tartaric  acid 
solution  (di). 

Sp.  vol.  of 
racemic  acid 
solution  (dj). 

1 

10-666 

14018 

1-04950 
1-06600 

1-04969 
1-06623 

0-9528S 
0-93809 

0-96266 
0-93788 

0-00017 
000021 

The  specific  gravities  of  4  p.c.  solutions  of  d-  and 
i-tartarie  acids  are  1-01770  and  1-01767  respec- 
tively. On  mixing  the  two  solutions  to  obtain 
racemic  acid  the  values  obtained  in  two  experi- 
ments were  1-01769  and  1-01766.  Hence  there 
is  no  change  in  specific  gravity.  AU  these  values  . 
are  compared  with  water  at  4°  and  reduced  to 
vacuum  (Marohlewski,  Ber.  1892,  25,  1556). 
According  to  Jahn  (Wiedemann's  Annalen,  1891, 
43,  306)  when  d-  and  i-tartario  acids  are  mixed 
to  give  racemic  acid,  no  heat  is  evolved.  Also 
the  heat  of  neutralisation  of  d-  and  J-tartario 
acids  by  optically  active  bases  is  the  same.  The 
following  data  are  given  by  Berthelot  (Compt. 
rend.  1891,  112,  827).  When  solutions  of  the 
sodium  salts  of  d-  or  J-tartario  acids  are  mixed 
with  calcium  chloride  solution,  at  first  heat  is 
developed,  but  no  precipitate  is  formed.  After 
a  few  minutes  a  precipitate  separates  with  a 
further  development  of  heat.  The  values  for 
d-tartaric  acid  are  -f  0-98  Cals.  and  +2-68  Cals., 
and  for  ^-tartaric  acid  -fO-92  Cals.  and  -f2'61 
Cals.  When  the  sodium  salts  of  d-.and  i-tartario 
acid  are  mixed  to  give  sodium  raoemate,  there 
is  no  development  of  heat.  The  heats  of 
neutralisation  of  the  four  tartaric  acids  by 
sodium  hydroxide  are  practically  identical  under 
similar  conditions  of  temperature  and  con- 
centration, viz.  -1-12-7  Cals.  per  equivalent. 
The  rates  of  diffusion  of  d-  and  Z-tartaric  acids 
are  the  same  (Marchlewski,  Ber.  1893,  26,  983). 
For  relation  between  the  optical  activity  and 
absorption  spectra  of  the  tartaric  acids,,  v. 
Stewart,  Chem.  Soc.  Trans.  1907,  1037. 

Physiological  action.  According  to  Chabrid 
(Compt.  rend.  1893,  116,  1410)  the  order  of 
toxicity  of  the  tartaric  acids  as  determined  by 
experiments  on  guinea  pigs  is  2-tartaric  acid, 
d-tartaric  acid,  racemic  acid,  and  mesotartario 
acid,  the  I-  acid  being  twice  as  poisonous  as  the 
d-  acid.  Karczag  examined  the  efiect  of  the 
four  acids  on  the  oardio-inhibitory  and  vaso- 
motor centres  and  on  the  isolated  cardiac  and 
ventricle  by  intravenous  injection  (Zeitsch.  Biol. 
1909,  53,  218).  On  the  cardio-inhibitory  and 
vaso-motor  centres,  Z-tartaric  acid  is  the  most 
reactive  ahd  d-tartaric  acid  the  least,  racemio 
and  mesotartario  acids  occupying  intermediate 
positions.  Mesotartario  acid  has  the  least  action 
on  the  isolated  cardiac  and  ventricle.  When 
dogs  are  fed  with  d-  or  Z-tartario  acid  or  with 
racemio  acid,  the  acids  pass  unchanged  into  the 
urine.  Hence"  there  is  no  evidence  that  d-  or 
{-tartaric  acids  are  consumed  at  different  rates 
in  the  body  (Neuberg  and  Saneyoshi,  Biochem. 
Zeitsch.  1911,  36,  32).  According  to  Brion,  l- 
tartaric  and  mesotartario  acids  are  most  com- 
pletely oxidised  in  the  organism  of  a  dog,  the 
d-  acid  much  less  so,  and  racemio  acid  least  of 
all.  Hence  racemic  acid  is  not  resolved  into 
d-  and  Z-tartario  acids  in  its  passage  through  the 
organism  (Zeitsch.  physiol.  Chem,  1898,26,283). 


404 


TARTARIC  ACID. 


More  carbon  dioxide  is  evolved  in  the  earlier 
stages  of  the  reaction  between  yeast  and  d- 
tartaric  acid  than  is  the  case  when  J-tartaric  acid 
is  used.  Racemic  acid  occupies  an  intermediate 
position,  while  mesotartaric  acid  acts  similarly 
to  d-tartaric  acid  (Karczag,  Biochem.  Zeitsch. 
1912,  38,  516). 

Separation  o/  the  tartaric  acidn.  HoUeman 
(Rec.  trav.  chim.  1898,  17,  66)  has  devised  the 
following  method  for  the  separation  of  d-tartario 
acid,  racemic  acid,  and  mesotartaric  acid.  The 
aqueous  solution  of  the  free  acids  is  evaporated 
on  the  water-bath  until  crystaUisation  com- 
mences and  the  liquid  is  then  left  for  24  hours 
in  a  cool  place.  The  racemic  acid  separates 
quantitatively  and  the  crystals  are  carefully 
drained,  dried,  and  weighed.  The  mother 
liquor  is  diluted  to  20  c.c,  and  10  c.c.  of  this 
are  exactly  neutralised  with  potassium  hydroxide 
and  the  other  10  c.c.  are  added  and  the  liquid 
is  left  overnight,  when  potassium  hydrogen  d- 
tartrate  separates  out  and  is  filtered,  washed 
with  a  very  little  water,  dried  and  weighed. 
The  filtrate  is  neutralised  with  ammonia, 
made  slightly  acid  with  acetic  acid,  boiled  and 
treated  with  calcium  chloride  solution.  After 
leaving  for  a  further  24  hours  the  calcium 
mesotartrate,  which  has  separated,  is  filtered, 
dried,  and  weighed. 

d-TABTAEic  Acn>. 

d-Tartario  acid  has  been  obtained  together 
with  racemic  acid  by  the  oxidation  of  saccharic 
acid,  dextrose,  cane  sugar,  milk-sugar,  starch, 
gum  arable  and  sorbin  with  nitric  acid  (Des- 
Baignes,  Annalen,  Suppl.  2,  242 ;  Hornemann, 
J.  1863,  38 ;  Kiliani,  Annalen,  1880,  205,  175). 
It  can  also  be  obtained  by  the  resolution  of 
racemic  acid  and  its  salts  into  their  optical 
antipodes  (v.  infra).-  'Eat  asymmetric  synthesis 
fromd-bomylfumarate  by  the  action  of  potassium 
permanganate,  v.  MoKenzie  and  Wren,  Chem. 
Soc.  Trans.  1907,  1215.  According  to  Ziimo 
tartaric  acid  can  be  synthesised  by  the  following 
methods  :  (i.)  by  oxidising  succinic  acid  in  cold 
concentrated  aqueous  solution  with  hydrogen 
peroxide  ;  (ii. )  by  oxidising  calcium  succinate 
with  calcium  hypochlorite ;  (iii.)  by  treating 
glyceric  acid  of  26°B.  with  a  sol'iition  of  potassium 
hydroxide  of  sp.gr.  not  greater  than  1-134  at 
15°,  and  finally  with  carbon  dioxide  under  a 
pressure  of  3  atmos.,  whereby  cream  of  tartar 
is  produced;  (iv.)  by  heating  Z-maKo  acid  with 
hydrogen  peroxide  at  120°  ;  if  an  ethereal  solu- 
tion of  Z-maUo  acid  is  used,  a  mixture  of  d-tartaric 
and  racemic  acids  is  obtained  (Mon.  Sci.  1902, 
16,  493  ;  li'Orosi,  1902,  25,  293). 

Occurrence.  Tartaric  acid  occurs  in  nature 
in  the  free  state,  or,  more  often,  as  the  acid 
potassium  salt  and  to  a  small  extent  as  the 
calcium  salt  in  association  with  oxalic,  malic, 
citric,  and  probably  racemic  acid,  in  tamarinds, 
mulberries,  sorrel,  cucumbers,  and  many  other 
plants.  It  occurs  in  large  quantity  in  the  juice 
of  the  grape,  which  furnishes  practically  all 
that  is  found  in  commerce.  According  to 
Winter  (Zeitsch.  ver.  Riibenzucker  Ind.  1888, 
38,  380)  it  does  not  exist  in  the  juice  from  the 
sugar-cane,  but  it  is  found  in  the  precipitated 
calcixim  salts  obtained  in  the  treatment  of  beet 
juice  (Tippmann,  Ber.  1894,  24,  3299).  Metzger 
Btatea  that  tartaric  acid  is  present  in  oak  Avood 


(Bied.  Zentr.  1897,  26,  678).  When  tartaric 
acid  is  added  to  a  solution  containing  potassium 
malate,  succinate,  pectinate,  acetate,  hydrogen 
sulphate,  or  hydrogen  phosphate  or  a  mixture 
of  these  salts,  potassiuiil  hydrogen  tartrate  is 
always  precipitated.  Hence  Carpend  concludes 
that  tartaric  acid  cannot  exist  in  the  free  state 
in  wines  in  the  presence  of  these  salts  (Selmi, 
1894,  4,  13). 

A  possible  explanation  of  the  occurrence  of 
tartaric  acid  in  nature  has  been  given  by 
Genvresse  (Compt.  rend.  1892, 114, 555).  By  the 
action  of  nascent  hydrogen  glyoxylio  acid  is 
converted  into  racemic  acid.  The  former  acid 
occurs  in  nature  in  unripe  grapes,  gooseberries, 
&c.,  and  it  may  be  that  the  tartaric  acid  is 
produced  from  the  glyoxylic  acid  in  an  analogous 
manner. 

When  the  grape  juice  ferments,  the  potassium 
hydrogen  tartrate  is  gradually  deposited,  on 
account  of  its  less  solubility  in  the  alcohol  pro- 
duced, partly  as  a  orystaUine  crust  on  the  sides 
of  the  vat  and  partly  with  the  'lees'  which 
consists  of  yeast  and  the  various  suspended 
matters  of  the  must.  The  crust  is  known  as 
'  argol,'  and  when  recrystaUised  produces 
'  tartar,'  which  by  further  crystallisation  is  con- 
verted into  '  cream  of  tartar,'  technically  known 
as  '  cream.' 

The  quality  of  lees,  argol,  and  tartar  varies 
enormously.  Superior  argols  are  equal  to 
tartaj,  while  inferior  varieties  are  little  better 
than  lees.  The  tartaric  acid  in  argols  varies 
from  40-70  p.c,  and  that  in  lees  averages  about 
25  p.c,  but  varies  within  wide  limits.  Lees 
from  '  plastered  wines,'  i.e.  from  those  in  which 
baked  gypsum  or  '  yeso  '  has  been  trodden  with 
the  grapes,  as  in  Spain,  Cyprus,  and  the  Greek 
Islands,  the  Marsala  district  of  Sicily,  and  the 
South  of  France,  contain  very  little  tartar,  the 
acid  being  mostly  present  as  the  calcium  salt. 

The  best  class  of  coloured  tartars  consist  of 
nearly  pure  potassium  hydrogen  tartrate.  That 
of  Messina  usually  contains  76  p.c.  of  tartaric 
acid,  IJ-SJp.o.  of  which  is  present  as  the  calcium 
salt,  whilst  that  from  St.  Antimo  contains  74-75 
p.c,  of  which  the  calcium  salt  constitutes  3-4J 
p.c.  Vinaocia  tartar,  which  is  obtained  from 
the  skins  and  soUd  matters  of  grapes,  contains 
about  70-73  p.c.  of  tartaric  acid,  6-7  p.c.  being 
calcium  salt.  Occasionally  much  greater  quanti  - 
ties  of  calcium  tartrate  are  formed  in  crude  tartar. 
The  table  (p.  405)  shows  the  composition  of 
tartars  and  lees  from  different  localities  (Waring- 
ton,  J.  Soc.  Arts.  1876,  370). 

The  following  table  shows  the  general 
composition  of  lees  (Warington,  I.e.) : — 


Italian  (33  samples) 
Greek  (14  samples) 
French  (9  samples) 
„      (30  samples) 
Yellow     Spanish  i 

(B9  samples)      / 
Bed   Spanish  (171 

samples)  / 


Tartaric  acid  as 


Potassium 
hydrogen 
tartrate. 


2410 
19-90 
17-30 
5-30 

8-70 
8-80 


Calcium 
tartrate. 


61 
11-8 

60 
20-5 

18-2 
17-4 


Total 

tartaric 

acid. 


30-2 
31-7 
23-3 
25-8 

26-9 
26-2 
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Messina 

St.  Antimo 

French  leea 

Spanish  lees 

Spanish  leea 

tartar. 

tartar. 

(plastered). 

(plastered). 

(unplastered). 

Tartaric  acid  as  acid  tartrate   . 

7405 

69-34 

4-48' 

,,5-27 

22-66 

Tartaric  acid  as  neutral  tartrates 

2-60 

4-66 

21-34 

19-13 

11-67 

Tartaric  anhydride 

67-408 

65120 

22-721 

21-472 

30-210 

Sand    . 

0-140 

0-425 

4-600 

4-900 

1      4-730 

Silica  . 

0055 

0-130 

2-130 

1-960 

Ferric  oxide 

0053 

0086 

0-394 

0-351 

0-214 

Alumina 

0021 

0-092 

0-844 

0-832 

0-578 

Phosphoric  anhydride 

0041 

0-068 

0-527 

0-486 

0-569 

Lime   , 

1081 

1-778 

10-567 

10-600 

4-514 

Magnesia 

0-025 

0041 

0-327 

0-363 

0-209 

Potash 

23-236 

21-773 

1-868 

2-123 

7-115 

Soda    .          .         . 



— 

0-100 

0-060 



Sulphuric  anhydride 



— 

4-666 

6-729 

— 

Carbon  dioxide 





0-435 

0-388 

— 

Chlorine        .         , 





0-040 

0042 



Combined  water     . 

6-688 

6-396 

6-904 

6-552 

4-159 

Water  at  100°,  with  vegetable  1 
and  undetermined  matter     j 

2-252 

4-091  , 

^"" 

*"~ 



Water  at  100° 





11-305 

10-694 

9-750 

Vegetable  matter  . 

— * 

— 

33-672 

34-448 

37-952 

100000 

100-000 

100-000 

100-000 

100-000 

The  lees  often  contain  calcium  carbonate; 
also  Spanish  earth  (a  native  aluminium  magne- 
sium silicate  used  in  fining  -wine) ;  gypsum  when 
the  wine  has  been  plastered  therewith ;  a  resin 
when  obtained  from  the  Greek  Islands.  The 
vegetable  matter  contains  considerable  quantities 
of  nitrogen.  The  lees  are  used  for  the  manu- 
facture of  tartaric  acid,  either  in  the  moist 
condition  or  after  being  dried.  The  moist  pasty 
lees  are  removedfrom  tuns  into  sacks  and  pressed. 
They  contain  varying  amounts  of  potassium 
hydrogen  tartrate  and  calcium  tartrate  with 
some  alcohol  and  higher  esters.  They  are 
mixed  with  water  and  distilled,  the  distillate 
yielding  the  so-called  Lager  brandy  and  wine 
oil  or  Cognac  oiL  The  residue,  which  is  used  for 
the  manufacture  of  tartaric  acid,  contains  from 
1-8  p.c.  of  the  acid.  Lees  containing  a  higher 
percentage  of  tartaric  acid,  which  only  occurs 
after  the  first  stage  of  the  fermentation,  are 
weE  pressed  and  dried,  usually  by  the  heat  of 
the  sun,  and  sold  as  dried  -wine  lees. 

Preparation  and  manufacture.  Scheele's  pro- 
cess for  preparing  the  acid  consisted  in  merely 
neutralising  the  solution  of  the  tartar  with 
chalk,  and  decomposing  the  precipitated  tartar 
with  sulphuric  acid.  By  this  process,  however, 
only  half  the  acid  was  extracted,  the  rest  re- 
maining in  solution  as  potassium  tartrate  : — 
2C4H60eK:-fCaC03 

=C4HjO,Kj+C4H.OeCa+HaO+C02. 

The  first  improvement  on  this  process  con- 
sisted in  the  replacement  of  chalk  by  lime, 
which  produced  a  larger  yield  although  a  portion 
of  the  calcium  tartrate  was  retained  in  solution 
by  the  potassium  hydroxide  produced.  LoTOtz 
next  suggested  the  precipitation  of  the  residual 
tartrate  from  the  solution,  after  'the  treatment 
with  chalk,  by  addition  of  calcium  chloride 
(Aitkin's  Diet,  of  Chemistry,  1807, ii.  405).    This 


was  in  turn  superseded  by  a  process  attributed 
to  Desfosses,  and  consisting  in  the  replacement 
of  the  calcium  chloride  by  the  precipitated 
calcium  sulphate  obtained  by  treatment  of 
calcium  tartrate  with  sulphuric  acid. 

The  methods  in  use  vary  according  to  the 
nature  of  the  crude  material.  A  suitable  mode 
of  procedure  in  the  case  of  an  argol  is  to  mix  the 
powdered  argol  with  water,  add  hydrochloric 
acid  and  boil  (4-5  cub.  metres  of  water  and 
110-120  kilos,  of  crude  hydrochloric  acid  of  20°- 
22°B.  with  500  kilos,  of  argol).  The  solution  ia 
nearly  neutralised  -with  milk  of  lime,  whereby 
calcium  tartrate  is  precipitated  and  potassium 
tartrate  and  calcium  chloride  remain  in  solution. 
The  potassium  tartrate  is  decomposed  either  by 
boiling  with  a  sufficient  quantity  of  calcium 
sulphate  or  by  adding  calcium  chloride  solution, 
an  excess  of  the  precipitant  being  avoided  in 
either  case.  The  smaU  amount  of  potassium 
hydrogen  tartrate  purposely  left  in  the  liquid, 
when  treating  the  latter  with  milk  of  lime,  is 
decomposed  with  pure  precipitated  calcium 
carbonate.  The  object  of  not  adding  sufScient 
milk  of  lime  to  neutralise  the  solution  is  to 
avoid  the  precipitation  of  iron  oxide  and  alumina. 
The  liquid  must  still  remain  slightly  acid  after 
the  addition  of  the  calcium  carbonate.  After 
cooling  to  about  40°C.  the  liquid  is  filtered  off 
with  the  aid  of  a  suction  pump  and  the  residue 
washed  with  water.  The  calcium  tartrate  is 
then  mixed  with  water  and  decomposed  with 
dilute  sulphuric  acid,  a  portion  of  the  solution 
being  tested  at  intervals  to  ascertain  when 
sufficient  acid  has  been  added ;  the  reagent 
employed  is  calcium  chloride,  which  gives  no 
precipitate  -with  the  calcium  sulphate  contained 
in  the  solution,  but  precipitates  the  free  acid. 

The  gypsum  resulting  from  the  decomposition 
is  washed  on  a  vacuum  filter,  and  the  liquors  are 
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e-Taporated  in  steam-heated  leaden  pans,  or  in 
vacuum  pans.  After  partial  concentration  the 
liquor  is  run  ofi  from  the  gypsum  which  has 
deposited  on  the  sides  of  the  pan,  and  is  con- 
centrated to  the  crystallising-point,  when  it  is 
run  into  a  tub  and  continuoudy  agitated  by  a 
mechanical  stirrer  to  produce  a  granular  'salt.' 
This  system  of  crystallisation  separates  the  salt 
in  about  a  fifth  of  the  time  required  for  crystalli- 
sation by  standing.  The  mother-liquor  from  the 
'  salt '  is  concentrated  and  a  second  and  third 
crop  of  crystals  are  obtained  by  '  granulation  ' 
as  above ;  the  residual  dark-coloured  impure 
solution  is  known  as '  old  liquor.'  The  granular 
salt  is  le-dissolved,  heated  with  animal  charcoal 
which  has  been  freed  from  calcium  phosphate  by 
digestion  with  hydrochloric  acid ;  the  solution 
is  filtered,  concentrated,  and  crystallised  in 
cylindrical  leaden  pans  about  2  feet  deep. 
Tartaric  acid  thus  prepared  always  contains 
lead.  The  crystallisation  is  assisted  by.  the 
addition  of  sulphuric  acid,  in  which  the  acid  is 
less  soluble  than  in  water  {».  infra). 

The  mother-liquors  are  diluted  and  precipi- 
tated with  milk  of  lime,  and  thus  produce  a 
further  quantity  of  calcium  tartrate,  which  is 
worked  np  as  above.  It  is  found,  however, 
that  the  iron,  alumina,  and  phosphoric  acid 
introduced  in  the  tartar,  charcoal,  whiting,  &c'., 
gradually  accumulate  in  the  liquors,  and  greatly 
reduce  their  power  of  crystallising  so  that  con- 
tinuously more  and  more  sulphuric  acid  must  be 
added  to  induce  crystallisation.  According  to 
Carles  (Bull.  Soo.  chim.  1 910,  [iv.]  7, 326)  the  iron 
may  be  removed  by  precipitation  with  potassium 
ferrocyanide  and  filtration,  when  crystallisation 
is  much  facilitated.  The  old  liquor  finally 
becomes  thick  and  yields  no  tartaric  acid, 
although  a  considerable  quantity  remains  in 
solution,  together  with  a  large  amoimt  of 
decomposition  products,  principally  due  to  the 
action  of  the  sulphuric  acid.  A  process  has  been 
patented  for  obtaining  the  potassium  salts  which 
are  present  in  the  calcium  tartrate  mother- 
Uquors  (Alberti,  Fr.  Pat.  402925 ;  J.  Soc.  Chem. 
Ind.  1909,  1313). 

The  manufacture  of  tartaric  acid  from  lees 
and  low  argols  may  be  carried  out  by  Scheurer- 
Kestner's  process  which  consists  in  dissolving  the 
lees,  &c.,in  hydrochloric  acid,  which  separates  it 
from  most  of  the  organic  impurities  and  colour- 
ing matter.  The  solution  is  precipitated  by 
wUting  or  lime  and  treated  as  above  (Scheurer- 
Kestner,  Wurtz,  Diet,  of  Chem.  iii.  263),  This 
extraction,  however,  is  incomplete.  If  the 
filtration  of  the  lees  is  attempted,  the  pores  of 
the  filter  become  clogged  and  even  under  a 
pressure  of  four  or  five  atmospheres  no  liquid  will 
pass  through.  Dietrich  and  Schnitzer  overcame 
this  difficulty  by  heating  the  lees  under  a 
pressure  of  4  or  6  atmospheres  for  6  hours, 
whereby  the  albuminoid  substances  are  co- 
agulated. Wet  lees,  when  thus  treated,  can  be 
readily  filtered.  Dried  lees  or  argols  are  crushed, 
stirred  in  a  tank  with  water,  and  heated  by 
steam  for  half  an  hour,  and  then  transferred  to 
the  pressure  boiler.  The  lees  are  then  treated 
with  the  requisite  quantity  of  hydrochloric  acid 
(21°-22''B.),  filtered,  pressed,  and  washed.  The 
tartaric  acid  is  precipitated  with  Ume  and 
calcium  carbonate  and  the  remaining  operations 
are  the  same  as  in  the  treatment  of  argols  with 


the  exce-ption   that  there   is   no   need   to   add 
calcium  chloride  oi  sulphate. 

Many  modifications  of  the  above  processes 
have  been  patented,  J.  B.  Lawes  &  Co.  mix 
chalk  and  lime  with  a  27-35  p.o.  solution  of 
anhydrous  calcium  chloride  and  stir  the  tartar 
into  the  mixture.  The  amount  of  calcium 
chloride  used  should  be  greater  than  that  of 
the  chalk  and  the  lime;  and  after  the  tartar 
has  been  added  the  chalk  and  lime  should  be  in 
shght  excess.  After  settling,  the  liquid  is  again 
treated  with  the  calcium  cUoride  mixture.  The 
solid  residue  is  decomposed  with  sulphuric  acid 
in  the  usual  manner  (Eng.  Pat.  11694 ;  J.  Soc. 
Chem.  Ind.  1910,  1488).  Schmitz  and  Toenges 
boil  argols  or  crude  tartars  with  slight  excess  of 
alkali  carbonate  and  treat  the  warm  lye  with 
sodium  hypochlorite  until  the  colour  has  changed 
from  brown  to  light,  yellow.  The  solution  is 
neutralised  with  acetip  or  hydrochloric  acid  and 
the  tartaric  acid  is  precipitated  with  calcium 
chloride.  The  calcium  tartrate  thus  obtained 
is  boiled  with  alkali  .carbonate  and  treated  as 
above.  If  cream  of  tartar  is  required,  after 
boihng  the  calcium  tartrate  with  potassium 
carbonate,  the  calcium  carbonate  is  filtered  o& 
and  a  suitable  acid  .added  to  precipitate  the 
cream  of  tartar  (Eng.  Pat.  21178 ;  ibid.  1897, 
799).  Another  process,  whereby  a  saving  of 
50  p.c.  in  reagents  is  claimed,  consists  in  dividing 
the  crude  material  into  two  parts  and  treating 
one  portion  with  alkali  and  the  other  with  acid. 
To  the  acid  portion  is  added  an  amount  of  oxalic 
acid  equivalent  to  the  calcium  salts  present 
and  to  the  alkali  portion  potassium  chloride  or 
other  potassium  salt,  so  that  on  mixing  the  two 
solutions  all  the  tartaric  acid  is  precipitated  as 
potassium  hydrogen  tartrate  and  all  the  calcium 
salts  as  calcium  oxalate.  The  precipitate,  after 
being  filtered,  is  treated  with  hot  water  containing 
asmall  quantity  of  oxalic  acid  and  onfiltering  and 
cooling  the  solution,  potassium  hydrogen  tartrate 
separates  out.  The  oxalic  acid  can  be  recovered 
and  used  again  (Cantoni,  Chautemo  et  Cie  et 
Degrange,  Fr.  Pat.  426714;  ibid.  1911,  956). 
Another  method,  having  the  same  object  in 
view,  is  that  of  Moszczenski  (U.S.  Pat.  1000433 ; 
ibid.  1911, 1116).  The  crude  material  is  made  into 
a  paste  with  water  and  lime  is  added,  whereby 
potassium  tartrate  is  formed  in  solution,  leaving 
calcium  tartrate  in  the  residue.  The  liquid  is 
filtered  o£E  and  tartaric  acid  obtained  from  the 
residue  by  the  addition  of  sulphuric  acid.  On 
mixing  the  two  solutions,  potassium  hydrogen 
tartrate  is  precipitated.  Perigny  and  Mazet 
treat  the  crude  material  electrolytically  and  by 
the  use  of  suitable  anodes,  obtain  metallic 
tartrates.  The  yield  is  improved  by  esterifying 
one  or  both  of  the  alcoholic  hydroxyl  groups 
with  borip  or  antimonious  acid  and  subsequently 
hydrolysing  the  product  (Fr.  Pat.  382824; 
ibid.  1908,  296.  470). 

Methods  for  the  treatment  of  lees  have  been 
patented  by  Auzies,  Secheyron  and  Subra 
(Fr.  Pat.  429008;  ibid.  1911,  1253),  and  by 
Martignier  and  Montpellier  (Eng.  Pat.  20078; 
ibid.  1891,  263).  The  former  add  sulphuric  acid 
to  the  lees  and  sufficient  hot  water  to  dissolve 
the  potassium  sulphate  and  tartaric  acid  thus 
formed.  On  cooling  the  potassium  sulphate 
separates  out  and  the  tartaric  acid  may  be  ob- 
tained from  the  mother-liquors  by  concentration 
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BBd  erystallisation.  If  muclr-  peotic  substance 
is  present  the  tartaric  acid  is  best  obtained 
by  dialysis.  The  latter  neutralise  the  lees  and 
add  an  excess  of  a  saturated  solution  of  potassium 
Bulphate,  caloium  sulphate  being  precipitated, 
and  potassium  tartrate  going  into  solution.  The 
filtered  solution  is  decolorised  with  animal 
charcoal  and  sulphuric  acid  added  to  precipitate 
the  potassium  hydrogen  tartrate. 

If  grape  marcs  form  the- crude  material,  they 
are  usiiaJly  only  pressed  or  extracted  with  hot 
water,  since  after  this  treatment  they  can  be 
sold  as  fodder  for  cattle,  whereas  if  acid  has  been 
used,  they  become  valueless  for  this  purpose 
(Janson,  Chem.  Ind.  1909,  32,  719).  Most 
processes  for  utilising  grape  marcs  as  a  source  of 
tartaric  acid  also  aim  at  recovering  thb  alcohol 
they  contain.  Salat  extracts  the  marcs  with 
water  or  with  a  liquid  which  has  previously  been 
obtained  in  the  process.  Sufficient  sulphuric  acid 
js  added  to  the  extract  to  decompose  all  calcium 
tartrate,  and  enough  oxalic  acid  to  dissolve  all  the 
potassium  hydrogen  tartrate.  After  6  hours  the 
alcohol  is  distilled  ofE  and  the  residual  liquid  is 
ireated,  while  hot,  with  enough  potassium  sul- 
phate to  convert  all  the  tartaric  acid  into  potas- 
sium hydrogen  tartrate  and  immediately  after- 
wards with  sufficient  lime  or  chalk  to  neutralise 
the  sulphuric  and  oxalic  acids.  After  standing 
(or  30  minutes  the  liquid  is  filtered  and  potas- 
eium  hydrogen  tartrate  separates  from  the  futrate 
on  oooUng  (Fr.  Pat.  421730;  ibid.  1911,  441). 
Barbetlixiviates  the  marcsinabattery  with  water 
made  alkaline  with  sodium  carbonate.  To  the  ex- 
tract is  added  an  amount  of  sulphuric  acid  exa  ctly 
equivalent  to  the  sodium  carbonate  used.  After 
a  few  days  the  liquid  is  filtered  and  the  alcohol 
distilled  off.  The  cream  of  tartar  is  then  ob- 
tained as  such  by  evaporation  or  as  caloium 
tartrate  by  precipitation  with  calcium  chloride 
(Fr.  Pat.  379038;  ibid.  1907,  1211).  Ciapetti 
charges  a  series  of  diffusion  vessels  with  the 
marcs,  drives  off  the  alcohol  by  steam  and  then 
acts  on  them  with  an  aqueous  solution  of  sul- 
phurous acid  under  pressure.  This  treatment 
decolorises  the  solution  and  gives  potassium 
hydrogen  sulphite  and  tartaric  acid  in  solution. 
Alter  this  solution  has  passed  through  the  series 
of  vessels,  it  is  heated  to  80°,  whereby  sulphur 
dioxide  is  expelled  and  cream  of  tartar  is  pre- 
cipitated (Fr.  Pat.  330951  ;  ibid.  1903,  1099). 
Jude  dissolves  out  the  tartaric  acid  by  the 
addition  of  an  acid  to  the  marcs  and  treats 
the  filtrate  with  a  potassium  salt,  such  as  the 
chloride,  and  a  carbonate  in  quick  succession  so 
as  to  obtain  a  precipitate  rich  in  potassium 
hydrogen  tartrate  (Fr.  Pat.  402999;  ibid. 
1909,  1326 ;  cf.  Carles,  Fr.  Pat.  365034 ;  ibid. 
1906,  952). 

A  preliminary  ^lreatment  of  the  crude 
material  to  render  the  colouring  matters  which 
are  present  insoluble,  forms  the  subject  of  several 
patents.  The  crude  lye  may  be  boiled  for 
45  minutes  after  treatment  with  formalin  (ibid. 
1909,  913) ;  if  the  proportion  of  albuminous 
material  in  the  lye  is  low,  blood,  white  of  egg, 
casein  or  glue,  &o.,  is  added  and  then  formahn 
and  the  substance  taken  to  dryness  at  140° 
(Garin  and  David,  Fr.  Pat.  374276 ;  ibid.  1908, 
712).  Crude  tartrates  are  treated  with  1-2  p.o. 
of  formalin  or  trioxymethylene  and  dried ;  the 
liauids  obtained  subsequently  by  extraction  have 


very  little  colour  (Garin,  Annemasse  and  David, 
Fr.  Pat.  8375  ;  ibid.  1907,  778).  Faucheux  and 
Boissifere  submit  the  crude  material  to  a  slight 
roasting  by  means  of  hot  gases  from  a  furnace, 
whereby  all  organic  matter  other  than  tartrates 
is  decomposed  and  the  iron  and  aluminium  com- 
pounds which  are  present,  are  rendered  insoluble 
(Fr.  Pat.  338735 ;  ibid.  1904,  680).  Vigneaux 
adds  add  to  the  crude  material  and  then  zinc 
or  some  other  metal  to  remove  the  excess  of 
the  acid,  the  hydrogen  evolved  decolorising  the 
liquid.  When  the  acid  has  been  neutralised, 
potassium  hydrogen  tartrate  is  first  deposited 
and  finally  calcium  tartrate  (Fr.  Pat.  430883 ; 
Eng.  Pat.  11558  ;  ibid.  1911,  1382). 

Fermaud  extracts  the  crude  substance  with 
a  hot  solution  of  aluminium  chloride  or  nitrate 
and  claims  thereby  to  get  a  purer  product 
(D.  B.  P.  247452;  ibid.  1912,  773).  Special- 
boilers  for  extracting  the  crude  material  have 
been  patented  by  Boux  (Eng.  Pat.  7363 ;  Fr. 
Pat.  328713;  ibid.  1903,  1014)  and  Chauvin 
(Fr.  Pat.  385103 ;  ibid.  1908,  591).  Cornette 
and  Faucheux  have  patented  a  process  for 
centrifugating  out  the  potassium  hydrogen 
tartrate  after  ejrtracting  the  crude  material 
with  water  (Eng.  Pat.  5759 ;  Fr.  Pat.  435915 ; 
ibid.  1912,  386,  1125). 

Other  sources  of  tartaric  acid  than  the 
grape  have  been  proposed.  Brehier  and  Talbot 
treat  cellulose,  saccharic  or  amylaceous  sub- 
stances with  alkaline  permanganate  in  the 
presence  of  chlorine.  The  nascent  oxygen 
reacts  on  the  glucose  bodies  and  a  tartaric 
acid  liquor  is  produced  from  which  the  tartaric 
acid  may  be  obtained  by  the  usual  methods  (Eng. 
Pat.  3240;  ibid.  1891,  751).  Ellis  treats  a 
solution  of  a  saccharic  substance  electrolytically 
and  by  anodic  oxidation  in  the  presence  of 
substances  yielding  insoluble  compounds  with 
tartaric  acid,  obtains  insoluble  tartrates  which 
are  immediately  removed  from  the  field  of 
oxidation  (U.S.  Pat.  789269;  ibid.  1905, 
635). 

The  crude  tartrates.obtained  by  any  of  these 
methods  may  be  further  purified  by  one  of  the 
following  methods.  Scarlata  decomposes  them 
with  hydrofluosilicic  acid  yielding  a  residue  of 
potassium  fluosilicate  while  tartaric  acid  and  . 
calcium  fluosilicate  go  into  solution.  After 
filtering,  a  slight  excess  of  sulphuric  acid  is 
added  to  decompose  the  calcium  fluosihcate  and 
the  precipitate  of  calcium  sulphate  having  been 
removed,  the  tartaric  acid ,  is  crystallised  out 
(Mon.  Sci.  1899,  783).  Another  method  is  to 
convert  the  crude  tartrate  into  an  alkaU  salt 
and  add  sulphuric  acid.  The  filtered  liquid  is 
treated  with  aluminium  sulphate  in  quantity 
sufficient  to  form  an  alum,  and  the  latter  is 
removed  by  evaporation  and  crystallisation. 
The  tartaric  acid  is  recovered  from  the  mother 
Uquors  (Sir  J.  McDougall  and  F.  L.  McDougall, 
Eng.  Pat.  4613;  U.S.  Pat.  898253;  J.  Soc. 
Chem.  Ind.  1907,  1215).  To  obtain  colourless 
cream  of  tartar,  crude  calcium  tartrate  is  decom- 
posed with  sulphuric  acid  which  has  been  freed 
from  arsenic  with  sulphuretted  hydrogen.  After 
filtration  the  liquid  is  treated  with  purified 
animal  charcoal  and  a  small  quantity  of  sodium 
thiosulphate,  which  prevents  any  iron  or 
aluminium  compounds  being  precipitated  sub- 
sequently.   After  agitation  the  solution  is  again 
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filtered  and  potassium  carbonate  added  to 
precipitate  the  potassium  hydrogen  tartrate 
{Condouris  and  Tassopoulos,  Fr.  Pat.  366058  ; 
ibid.  1906, 1003  ;  Tassopoulos,  Eng.  Pat.  16047  ; 
ibid.  1908,  876 ;  cf.  also  Martignier,  Eng.  Pat. 
27328  ;  ibid.  1899,  1154). 

Properties.  Tartaric  acid  crystallises  in  large 
anhydrous  monoclinic  prisms  having  Bp.gr. 
1-755  (Walden,  Bar.  1896,  29,  1701)  and  m.p. 
168°-170°  (Bischofi  and  Walden,  ibid.  1889,  22, 
1814).  The  crystals  become  luminous  in  the 
dark  when  rubbed.  They  often  contain  traces 
of  lead  owing  to  their  having  been  crystallised 
in  lead  pans.  The  solubihty  of  tartaric  acid 
in  water  is  given  in  the  following  table,  the 
values  being  the  same  for  d-  and  Z-tartario  acids 
(Leide,  Zeitsch.  anal.  Chem.  1883,  22,  269). 
The  second  column  gives  the  number  of  parts 
of  tartaric  acid  dissolved  by  100  parts  of 
water. 


Temp. 

Solubility 

Temp. 

Solubility 

0° 

115-04 

65° 

205-83 

5° 

1200 

60° 

217-55 

10° 

125-72 

65° 

230-16 

15° 

132-20 

70° 

243-66 

20° 

139-44 

75° 

258-05 

25° 

147-44 

80° 

273-33 

30° 

156-20 

-  85° 

289-50 

35° 

165-72 

90° 

306-56 

40° 

176-0 

95° 

324-51 

45° 

185-06 

IOC 

343-53 

50° 

195  0 

100  parts  of  90  p.c.  alcohol  dissolve  29-146 
parts  of  tartaric  acid,  whilst  100  parts  of  abso- 
lute alcohol  at  that  temperature  dissolve 
20-385  parts  (Bourgoin,  Bull.  Soo.  chim.  1878, 
[ii.l  29,  244;  cf.  Sohiff,  Annalen,  1860,  113, 
189).  100  parts  of  ether  dissolve  0-393  part  at 
15°  (Bourgoin,  I.e.).  A  solution  of  tartaric  acid 
saturated  at  15°  contains  67-9  parts  of  the  acid 
(Gerlaoh,  J.  1859,  44)  or  67-76  parts  (Maisch, 
ibid.  1865,  392).  The  table  of  specifio  gravities 
in  the  next  column  contains  Gerlach's  results 
{cf.  Maisch,  I.e. ;  Sohiff,  I.e. ;  Marohlewski,  Ber. 
1892,  25,  1560 ;  Pribram  and  Gliicksmann, 
Monatsh.  1898,  19,  123). 

Strong  solutions  of  tartaric  acid  contract  on 
dilution.  Thus  500  c.c.  of  a  solution  of  sp.gr. 
1-338  require  505-508  volumes  of  water  to  pro- 
duce 1000  volumes  (Warington,  Joum.  Chem. 
Soc.  1875,  942).  The  presence  of  much. free 
sulphuric  acid  diminishes  the  solubility  of  tar- 
taric acid  at  ordinary  temperatures  and  increases 
the  difference  between  the  solubility  at  low  and 
high  temperatures.  A  cold  saturated  solution 
of  tartaric  acid,  when  mixed  with  half  its  volume 
of  strong  sulphuric  acid  and  cooled,  gives  an 
abundant  white  precipitate  of  tartaric  acid, 
whilst  a  hot  solution  of  the  acid  in  one  voluine 
of  water  and  one  and  a  half  volumes  of  sulphuric 
acid  (sp.gr.  1-713)  deposits  70  p.c.  of -the  tartaric 
acid  on  cooling.  Thus  a  much  larger  proportion 
of  tartaric  acid  is  obtained  in  one  crystallisation 
when  sulphuric  acid  is  present  (Giosjean,  Chem. 
Boc.  Trans.  1883,  334). 

The  optical  rotation  [o]j,  of  aqueous  solutions 


Sp.gr.  at  15° 


Per  cent, 
of  acid  in 
solution 


1-0045 
1-0090 
10136 
10179 
1-0224 
1-0273 
1-0322 
1-0371 
1-0420 
1-0469 
1-0517 
1-0565 
1-0613 
1-0661 
1-0709 
1-0761 
1-0813 
1-0865 
1-0917 
1-0969 
1-1020 
1-1070 
1-1124 
1-1175 
1-1227 
1-1282 
1-1338 
1-1393 
1-1449 


1 

2 

3 

4 

5 

6 

7 

8 

9 

10 

11 

12 

13 

14 

15 

16 

17 

18 

19 

20 

21 

22 

23 

24 

26 

26 

27 

28 

29 


Sp.gr.  at  15° 


1-1505 

1-1560 

1-1615 

1-1070 

1-1726 

1-1781 

1-1840 

1-1900 

1-1959 

1-2019 

1-2078 

1-2138 

1-2198 

1-2259 

1-2317 

1-2377 

1-2441 

1-2504 

1-2568 

1-2632 

1-2696 

1-2762 

1-2828 

1-2894 

1-2961- 

1-3027 

1-3093 

1-3159 

1-3220 


Per  cent, 
of  acid  in 
solution 


30 
31 
32 
33 
34 
35 
36 
37 
38 
39 
40 
41 
42 
43 
44 
45 
46 
47 
48 
49 
60 
51 
62 
53 
54 
55 
56 
57 
67-9 


of  the  acid  is  given  in  the  following  table 
(Thomsen,  J.  pr.  Chem.  1886,  [ii.]  32,  318 ;  cf. 
Kanonnikoff,  J.  Euss.  Phys.  Chem.  Soo.  1890, 
22,  369  ;  Pribram  and  Gliicksmann,  I.e.). 


Per  cent, 
of  acid 


50 
40 
30 
20 


lOP 


5-93 

7-58 

9-22 

10-87 


15° 


6-67 

8-26 

9-85 

11-44 


20° 


7-38 

8-91 

10-46 

11-98 


25° 


8-03 

9-51 

10-99 

12-47 


30° 


8-64 
10-07 
11-50 
12-93 


In  supersaturated  aqueous  solutions  the 
rotation  falls  to  0°,  and  finally  becomes  laevoro- 
tatory  (Lepeschkin,  Ber.  1899,  32,  1180).  In 
a  mixture  of  dry  ether  and  acetone  the  rotation 
is  also  Isevorotatory  (Landolt,  ibid.  1880,  13, 
2329).  For  rotation  in  solutions  of  ether  and 
alcohol  V.  Pifibram,  Monatsh.  1888,  9,  488. 
According  to  Aignan  tartaric  acid  exists  in 
solution  as  the  polymeride  (CjHjOj)^  which  is 
partially  dissociated  (Compt.  rend.  1891,  112, 
961).  Affinity  constant,  k=0-097  (Walden,  Ber. 
1896,  29,  1701) ;  dissociation  constants, 
ki=9700xl0~°;  kj=59-0xl0~'  (Smith, 
Zeitsch.  phy;sikal.  Chem.  1898,  25,  193).  Mole- 
cular refraction  v.  Gladstone  and  Hibbert,  Chem. 
Soc.  Trans.  1897,  824.  Conductivity  v.  BischofE 
and  Walden,  I.e. ;  Ostwald,  Zeitsch.  physikal. 
Chem.  1889,  3,  371. 

On  heating  tartaric  acid  at  its  melting-point 
some  dHartarie  acid  is  stated  to  be  produced 
together  with  a  variety  of  tartaric  acid  knovn 


TARTARIC  ACID. 


409 


as  metatartarie  acid.  This  acid  is  an  amorphous 
deliquescent  mass,  the  solution  o£  which  regene- 
rates d-tartario  acid  on  boiling.  It  yields  salts  of 
greater  solubihty  than  the  d-tartrates  into  which 
they  are  converted  on  boihng  with  water 
(Grosjean,  Chem.  Soo.  Trans.  1883,  334 ;  Erd- 
mann,  Annalen,  1837,  21,  9;  Laurent  and 
Gerhardt,  ibid.  1849,  70,  348;  Braconnot, 
Ann.  Chim  Phys.  [ii.]  68,  299).  By  heating  at 
180°,  or  for  a  considerable  time  at  150°,  ditar- 
taric  acid  {tartralic  acid)  is  obtained,  while  the 
further  action  of  heat  yields  tartrelic  acid 
(soluble  tartaric  anhydride)  and  tartaric  anhydride. 
Ditartario  acid  CgHuOji  is  an  amorphous  very 
deliquescent  substance  which  readily  combines 
with  water,  especially  on  boiling,  to  regenerate 
tartaric  acid.  Tartrehc  acid  CiHjOj  forms 
yellow  deliquescent  crystals  which  are  converted 
by  boiling  water  first  into  ditartaric  acid  and  then 
into  tartaric  acid.  Tartaric  anhydride  CjIIjOj  is 
a,  colourless  powder;  insoluble  in  water,  alcohol, 
or  ether,  but  is  converted  by  boiling  water  first 
into  tartrelic  acid,  then  into  ditartaric  acid 
and  finally  into  tartaric  acid  (Warington,  I.e. ; 
Fi'6my,  Annalen,  1839,  29,  444 ;  Laurent  and 
Gerhardt,  Compt.  rend.  1848,  27,  318 ;  Schiff, 
Annalen,  1863,  125,  129). 

The  dry  distillation  of  tartaric  acid  yields 
pyruvic  acid,  pyrotartaric  acid,  pyrotritaric 
acid,  C,HsO„uvitio  acid  C,HjOj,  and  acetic  acid. 
These  decompose  yielding  carbon  monoxide, 
carbon  dioxide,  acetaldehyde,  acetone,  formic 
acid,  and  other  compounds  (Volckel,  Annalen, 
1854,  89,  57  ;  Bourgoin,  Bull.  Soc.  chim.  1878, 
[ii.]  29,  309 ;  Pelouze,  Ann.  Chim.  Phys.  [ii.] 
46,  297  ;  Bottinger,  Ber.  1876,  9,  670  ;  Lieber- 
mann,  ibid.  1882,  15,  428).  J^ision  with 
potassium  hydroxide  yields  acetic  and  oxalic 
acids.  By  destructive  distillation  with  potas- 
sium hydrogen  sulphate  an  acid  isomeric  with 
pyrotritaric  acid  is  obtained  (Simon,  Compt. 
rend.  1900,  131,  586).  By  heating  tartaric  acid 
with  water,  hydrochloric  acid  or  alkali,  racemic 
and  mesotartaric  acids  are  obtained  in  varying 
proportions  («.  Bacemic  acid,  infra).  By  oxida- 
tion with  chromic  acid,  potassium  permanganate 
or  eulphmic  acid,  carbon  dioxide  and  formic  acid 
are  obtained,  whilst  if  slowly  oxidised  with  nitric 
acid,  tartronic  acid  is  the  product.  Phosphorus 
and  hydriodio  acid  reduce  tartaric  acid  to 
malic  and  succinic  acids.  Phosphortis  penta- 
chloride  yields  chlorofumaric  chloride. 

By  oxidising  tartaric  acid  in  the  presence  of 
aferroussalt  dihydroxymaleicacid  C4H40j,2H20 
is  obtained.  On  reduction  of  the  latter  the 
final  product  is  succinic  acid,  whilst  on  oxidation 
with  glacial  acetic  acid  and  bromine  dihydroxy- 
tartaric  acid  is  produced,  which  is  a  good  reagent 
for  th6  detection  of  sodium  salts  (Penton,  Chem. 
Soo.  Trans.  1895,  48;  1896,  546;  1898,  71, 
472  ;  Eng.  Pat.  26259). 

On  exposure  of  a  solution  of  tartaric  acid  to 
light  for  a  year  in  a  stoppered  flask.  Otto  found 
that  part  was  converted  into  pyruvic  acid, 
although  no  micro-organisms  were  present 
(Ber.  1895,  27,  838,  1264).  It  is  stated  by 
Wehmer  that  a  mould  develops  in  pure  tartaric 
acid  solutions  and  is  capable  of  existence  in  the 
presence  of  large  amoxmts  of  acid.  This  mould 
produces  citric  acid  fermentation  in  sugar  solu- 
tions (Bied.  Zentr.  1898,  27).  On  exposiire  of  a 
6  p.c.  aqueous  solution  containing  1  p.c.  uranium 


oxide  to  the  action  of  sunlight,  the  first  products 
are  oxalic  acid  and  a  compound  CaH402  which 
reduces  cupric  salts.  The  oxaKc  acid  is  then 
converted  into  water,  carbon  dioxide  and 
carbon  monoxide  and  the  last-named  reduces 
part  of  the  tartaric  acid  to  malic  acid  and  then 
to  succinic  acid.  At  the  same  time  part  of  the 
malic  acid  is  converted  into  oxalic  acid  and 
acetaldehyde  and  the  succinic  acid  into  propionic 
acid  and  carbon  dioxide  (Seekamp,  Annalen, 
1894,  278,  810). 

Yeast  ferments  tartaric  acid  solutions 
yielding  butyric  and  propionic  acids,  the  latter 
being  probably  formed  through  the  intermediate 
production  of  glyceric,  mahc,  and  succinic  acids. 
Acetaldehyde  is  also  present  in  small  quantity 
(Karczag,  Biochem.  Zeitsch.  1912,  43,  44).  On 
the  purification  of  brewing  yeast  from  wild 
yeasts  by  tartaric  acid,  v.  Hansen,  Zeitsch. 
Brauwesen,  1892,  2 ;  Lindner,  Wochenschrift 
Brauerei,  12,  316). 

By  the  interaction  of  tartaric  acid  and 
trioxymethylene  or  formaldehyde  under  suitable 
conditions  monomethylene-  and  dimethvlene- 
tartaric  acids  can  be  obtained  (Henneberg  and 
ToUens,  Annalen,  1896,  292,  53  ;  van  Ekenstein, 
Proc.  K.  Akad.  Wetensch.  Amsterdam,  1900,  3, 
400  ;  Eec.  trav.  chim.  1901,  20,  331 ;  Sternberg, 
Pharm.  Zeit.  1901,  46  ;  Chem.  Fabr.  auf  Aktien 
von  E.  Schering,  D.  B.  P.  130346,  Chem.  Soc. 
Abstr.  1902,1.705;  deBruynandvan  Ekenstein, 
Rec.  trav.  chim.  1902,  21,  310).  Tartaric  acid 
gives  a  dinitrate  in  81  p.c.  yield  on  treatment 
with  nitrogen  pentoxide  (Gibson,  Proc.  Roy.  Soc. 
Edinburgh,  1908,  28,  705).  When  iron  is  placed 
in  a  solution  of  tartaric  acid,  hydrogen  is 
evolved  and  the  compound  CiHjOjEej  is  pro- 
duced, showing  that  both  the  carboxylic  and 
alcoholic  hydrogen  atoms  have  been  replaced 
(Ulsoh,  Chem.  Zeit.  1899,  23,  658). 

Uses.  Tartaric  acid  is  used  in  certain  photo- 
graphical  processes  for  printing  and  developing. 
It  is  also  employed  medicinally  and  for  the 
production  of  baking  powders,  effervescent 
drinks,  Seidlitz  powders,  &c.  It  is  used  by  the 
calico  printer  to  liberate  chlorine  from  bleaching- 
powder,  and  in  the  production  of  a  number  of 
dyestuffs  ;  as  a  '  resist '  f6r  aluminium  and  other 
mordants  and  in  the  discharge  colours  for 
Turkey-red.  It  is  also  used  in  the  mordant 
bath  in  dyeing  wool ;  for  brightening  the  colour 
of  sUk  after  dyeing ;  and  for  tendering  cotton 
fibre. 

Salts.  Tartaric  acid  contains  four  hydrogen 
atoms  which  can  be  replaced  by  metals,  but 
only  two  of  these  are  in  carboxyl  groups,  and 
hence  the  acid  is  dibasic  forming  two  series  of 
salts,  the  tartrates  and  the  hydrogen  tartrates 
or  '  bitartrates.'  Few  of  the  salts  are  readily 
soluble  in  water  and  all  are  insoluble  in 
alcohol. 

Potassium  hydrogen  tartrate,  cream  of  tartar, 
CjHjOjK,  occurs  in  the  juice  of  the  grape  and 
is  deposited  on  fermentation  on  account  of  its 
lesser  solubility  in  alcohol,  partly  as  a  crystalline 
crust  known  as  'argol'  and  partly  with  the 
'lees.'  For  composition  of  argol  and  lees  v. 
pp.  404-405.  The  argol,  &o.,  when  heated  with 
water,  yields  slightly  eoloured  crystals  of  the 
purer  salt  which  is  known  as  '  tartar.'  This  may 
be  further  purified  by  any  of  the  methods  given 
under  the  manufacture  of  tartaric  acid. 
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Potassiuin  hydrogeu  taitrate  crystallises  in 
aggregates  of  small  hard  rhombio  prisms,  having 
a  sp.gr.  of  1-973  (Schifi,  Annalen,  1859,  112,  89 ; 
c/.  Schabus,  J.  1850,  377  ;  Buignet,  ibid.  1861, 
15 ;  Cooke,  ibid.  1880,  805).  Its  solubility  in 
water   and   aqueous  alcohol  is   given   in   the 


following  table  (Boelofsen,'  Amer.  Chem.  3. 
1894,  16,  466 ;  c/.  Wenger,  ibid.  1892,  14,  624 ; 
Blarez,  Compt.  rend.  1891,  112,  434,  808; 
Nbyes  -and  Clement,  Zeitsch.  physikal.  Chem. 
1894,  13,  413;  Magnanini,  Gazz.  chim.  ital. 
1901,  31,  ii.  642). 


Temperature 

MiUigrams  of  C.HjOeK  in  10  c.c. 

Percentage  of  alcohol 

Water 

90 

80  - 

70 

60 

50  • 

40 

30 

20 

10 

0» 

6-2 

6-4 

4-9 

60 

60 

6-2 

70 

10-8 

17-3 

301 

6" 

5-5 

60 

51 

60 

6-8 

6-8 

7-1 

13-2 

18-8 

■32-0 

10" 

6-2 

6-2 

51 

5-8 

6-4 

7-0 

8-6 

160 

.  27-0 

41-1 

15* 

6-3 

6-2 

6-2    , 

6-2 

5-5 

7-7 

8-8 

15-8 

23-9 

44-3 

20" 

6-4 

6-4 

6-2 

6-4 

70 

9-6 

11-3 

171 

29-3 

490 

25" 

4-7 

5-5 

60 

6-8 

7-0 

10-3 

11-7 

21-4 

36-4 

641 

30" 

4-7 

60 

6-8 

7-5 

8-5 

11-0 

131 

24-8 

39-9 

69-2 

35" 

1-9 

51 

5-9 

6-8 

90 

12-4 

18-8 

28-7 

49-3 

83-8 

40" 

1-7 

5-3 

6-8 

70 

10-2 

14-9 

231 

37-7 

53-6 

95-9 

45" 

1-7 

5-3 

6-0  . 

7-9 

10-7 

16-5 

26-8 

44-2 

72-6 

112-8 

50" 

1-6 

61 

60 

8-1 

12-8 

190 

29-7 

63-6 

87-2 

124-8 

The  alteration  of  the  solubility  in  water 
caused  by  the  presence  of  other  substances  has 
been  determined  by  Warington  (Joum.  Chem. 
Soo.  1875,  947  ;  cf.  Magnanini,  I.e. ;  Noyes  and 
Clement,  Z.c. ;  Blarez,  J.c).  The  following  table 
gives  the  solubility  at  14°  in  acid  solutions  of 
equal  acidity,  i.e.  of  such  strength  that  equal 
Voluines  require  the  same  amount  of  alkali  for 
neutralisation ;  and  in  potassium  acetate  and 
citrate. 


Grms.  of  acid 

Grms.ofKHTa 

- 

or  salt  in 

dissolved  in 

100  c.c. 

100  CO. 

Water  . 

_ 

0-422     ' 

Acetic  acid    .         . 

0-8106 

0-422 

Tartaric  acid          . 

1-0331 

0-322 

Citric  acid     .         . 

0-8448 

0-546 

Sulphuric  acid        . 

0-6853 

1-701 

Hydrochloric  acid . 

0-5037 

1-949 

Nitric  acid     .         . 

0-8445 

1-969 

Potassium  acetate 

1-3875 

0-744 

Potassium  citrate  . 

1-3966 

0-843 

The  solubility  is  thus  diminished  by  the 
presence  of  tartaric  acid  and  increased  by  the 
presence  of  other  acids.  These  results  are  of 
great  importance  in  the  estimation  of  tartaric 
acid  as  potassium  hydrogen  tartrate.  Mineral 
acids  should  not  be  present,  nor  any  large  excess 
of  potassium  acetate  or  citrate.  The  solubihty 
of  potassium  hydrogen  tartrate  in  water  is 
greatly  diminished  if  potassium  sulphate, 
nitrate,  or,  especially,  chloride  be  present. 
Orosjean  showed  that  while  the  solubihty  in 
water  at  12°  was  1  in  262,  the  solubility  in  a  6  p.c. 
solution  of  potassiuni  chloride  was  1  in  3213, 
and  in  a  10  p.c.  solution  1  in  4401.  For  con- 
dncti'nty  of  aqueous  solutions,  v.  Walden, 
Zeitsch.  physikal.  Chem.  1891,  8,  466. 

Potassium  hydrogen  tartrate  has  been  pro- 


posed as  a  standard  for  acidimetry  and  alkali- 
metry (Bomtrager,  Zeitsch.  anal.  Chem.  1892, 
31,  43  ;  1894,  33,  713  ;  Zeitsch.  angew.  Chem. 
1894,  54;  Kollo,  Pharm.  Zentr-h.  1909,  60, 
315 ;  Hefelman,  ibid.  334).  To  prepare  pure 
potassium  hydrogen  tartrate  for  this  purpose, 
white  cream  of  tartar  is  heated  with  dilute 
hydrochloric  acid,  the  solution  cooled  and 
stirred,  and  the  precipitate  filtered,  washed,  and 
reorystaUised  from  hot  water.  Or  a  solution  of 
tartaric  acid  may  be  divided  into  two  equal 
parts,  one  portion  being  neutralised  with 
potassium  carbonate  and  the  other  portion 
added  to  it.  The  precipitate  is  washed  and 
recrystallised  from  hot  water.  It  is  quite  pure 
when  the  alkali  obtained  by  calcining  a  weighed 
quantity  exactly  neutralises  an  equal  weight  of 
the  uncalcined  substance,  neutral  litmus  paper 
being  used  as  an  indicator. 

When  heated,  potassium  hydrogen  tartrate 
yields  a  mixture  of  carbon  and  potassium 
carbonate  used  as  a  reducing  agent  under  the 
name .  of  '  black  flux.'  Potassium  hydrogen 
tartrate  is  used  in  the  preparation  of  effervescing 
drinks,  baking  powders,  &c.,  and  in  medicine ; 
also  in  the  mordant  bath  for  wool  dyeing,  in 
conjunction  with  alum,  iron  salts,  stannous 
chloride,  &c.,  apparently  producing  double 
salts  which  are  more  effective  as  mordants. 

Cream  of  tartar  dissolves  readily  in  a  solution 
of  boric  acid  or  borax  (Le  Ffevre,  M6moires  de 
L'Acad.  Boyale,  Paris,  1732)^  and  the  product 
is  used  medicinally  under  the  name  '  soluble 
cream  of  tartar.'  It  is  best  prepared  by  dissolv- 
ing a  mixture  of  4  parts  of  cream  of  tartar  and 
1  of  boric  acid  in  24  parts  of  water  and  heating 
until  most  of  the  water  is  driven  ofi.  The  salt 
prepared  with  boric  acid  is  a  white  powder, 
which  is  permanent  in  the  air,  whereas  that 
prepared  with  borax,  and  known  in  the  German 
Pharmacopoeia  as  '  Boraxweinstein '  is  deli- 
quescent. 

Potassium  hydrogen  tartrate  dissolves  many 
oxides,  forming  double  tartrates ;  tartar  emetic 
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is  a  compound  of  this  nature  {v.  Antimony). 
Other  double  salts  which  have  been  prepared  in 
a  similar  manner  are  the  titaniiarlrates  and 
stdnnitartrates  (Henderson,  Orr  and  Whitehead, 
Chem.  Sec.  Trans.  1899, 556 ;  cf.  Rosenheim  and 
Schutte,  Zeitsch.  anorg.  Chem.  1901,  26,  239) ; 
molybdotartrates  (Henderson  and  Barr,  Chem. 
Soo.  Trans.  1896, 1455 ;  cf.  Rosenheim  and  Itzig, 
Ber.  1900,  33,  707;  Itzig,  ibid.  1901,  34, 1372); 
gliicinotartrates  (Rosenheim  and  Woge,  Zeitsch. 
anorg.  Chem.  1897,  15,  299) ;  iartrarsenites 
(Henderson  and  Ewing,  Chem.  Soc.  Trans.  1895, 
103).  The  tungstotarates  are  prepared  by 
boiling  tungstio  acid  in  a  solution  of  a  normal 
alkali  tartrate  (Rosenheim  and  Itzig  I.e.). 

Potassium  ferric  tartrate  is  prepared  by  add- 
ing precipitated  ferric  hydroxide  to  potassium 
hydrogen  tartrate  and  treating  with  cold  water. 
It  is  the  ferrum  tartaratum  of  pharmacy,  and 
Should  yield  30  p.o.  of  PeaO,  on  ignition,  as 
estimated  from  the  weight  of  ash  insoluble  in 
water.  It  forms  ruby-red  transparent  scales 
soluble  in  about  4  parts  of  water. 

Potassiwm  tartrate  CiH40,Kj,JH20  is  pre- 
pared by  neutralising  potassium  hydrogen 
tartrate  with  potassium  carbonate  or  hydroxide. 
It  forms  colourless,  monoclinio  crystals,  which 
have  sp.gr.  1-973  (Schiff,  Annalen,  1859,  112, 
89)  and  are  soluble  in  66  parts  of  water  at  14°, 
the  solubility  decreasing  with  rise  of  temperature. 
When  a  solution  of  this  salt  is  treated  with 
acid,  potassium  hydrogen  tartrate  is  precipi- 
tated. By  the  electrolysis  of  a  concentrated 
aqueous  solution  of  potassium  tartrate  potas- 
sium hydrogen  tartrate,  carbon  dioxide,  carbon 
jaonoxide,  a  little  formaldehyde  and  formic 
acid,  but  no  acetic  acid  are  produced  (Miller 
and  Hofer,  Ber.  1894,  27,  468). 

Sodium  hydrogen  tartrate  CiB.^O,'!!ia,^iO  and 
sodium  tartrate  CjH408Na2,2HjO  crystallise  in 
rhombic  crystals  (Dumas  and-  Piria,  Annalen, 

1844,  44,  88).  They  are  both  very  soluble; 
the  normal  salt  dissolves  in  2-28  parts  of  water 
at  24°,  and  the  sp.gr.  of  the  crystals  is  1'794. 

Potassium  sodium  tartrate,  Bochelle  salt 
C4H40,NaK,4HjO  is  prepared  by  neutralising 
potassium  hydrogen  tartrate  with  sodium 
carbonate  or  hydroxide.  It  forms  large  rhombic 
prisms  of  sp.gr.  1-767  (Schiff,  l.c),  and  is  soluble 
in  1-70  parts  of  water  at  6°  (Fresenius,  Annalen, 

1845,  53,  234).  Above  40*  a  saturated  solution 
deposits  crystals  of  Rochelle  salt  and  sodium 
tartrate,  and  above  55°  a  mixture  of  potassium 
and  sodium  tartrates  (van  Leeuwen,  Zeitsch. 
physikal.  Chem.  1897,  23,  33).  Addition  of 
acetic  acid  to  the  solution  precipitates  potassium 
hydrogen  tartrate,  this  reaction  distinguishing 
Rochelle  salt  from  sodium  tartrate.  Seidlitz 
powders  contain  Rochelle  salt,  which  is  some- 
times replaced  wholly  or  partly  by  sodium 
hydrogen  carbonate.  Some  powders  also  con- 
tain about  0-001  grain  of  tartar  emetic. 

Ammonium  hydrogen  tartrate  CiHjOjNHj 
and  ammonium  tartrate  C4HiOj(NH4)j  have 
similar  properties  to  those  of  the  corresponding 
potassium  salts  (Pasteur,  J.  1853,  415;  1854, 
395;  Schiff,  J.C.).  Ammonium  potassium  tartrate 
C4H40eK(NHi)  and  ommorw'itm  sodium  tartrate 
C4H40,Na(NH4),4HsO  resemble  Rochelle  salt 
in  their  properties. 

Ammonium  ferric  tartrate,  which  is  employed 
in  medicine,  is  prepared  according  to  the  U.S. 


Dispensatory,  14th  *d.,  p.  1214,  by  dissolving 
0  oz.  of  tartaric  acid  in  2  pints  of  water  and 
neutralising  it  with  ammonium  carbonate,  6  oz. 
of  tartaric  acid  being  then  added.  Ferric 
hydroxide,  precipitated  from  a  solution  of  feme 
chloride,  is  then  stirred  in  at  140°F.  until  no 
more  will  dissolve.  The  solution  is  then 
filtered,  evaporated  to  a  syrup  at  a  temperature 
below  140°P.  and  dried  on  a  glass  plate.  It 
forms  transparent  garnet-red  scales  of  sweetish 
taste,  which  are  slowly  but  extremely  soluble 
in  water  to  a  neutral  solution,  but  insoluble 
in  alcohol  or  ether. 

The  normal  and  acid  tartrates  of  lithium, 
caesium,  and  rubidium  are  aU  readily  soluble. 
The  rubidium  salt  crystallises  from  aqueous 
solutions  in  anhydrous,  hexagonal,  trapezohedral 
crystals,  having  sp.gr.  2-694  at  14° ;  they  are 
laevorotatory  (Traube,  Sitzungsber.  Berl.  Akad. 
1895,  10,  195). 

Magnesium  tartrate  C4H40BMg,4HjO  is  ob- 
tained as  a  crystalline  crust  by  evaporating  a 
solution  of  magnesium  carbonate  in  tartaric 
acid,  and  is  soluble  in  123  parts  of  water  at 
15-6°.  The  acid  salt  (04H608)2Mg  is  obtained 
by  dissolving  magnesium  carbonate  in  excess  of 
tartaric  acid.  It  is  a  crystalline  substance, 
soluble  in  53  parts  of  water  at  15-6°.  Double 
salts  with  the  alkali  metals  are  known. 

Gahiurri  tartrate  C4H40eCa,4H20  occurs  in 
small  quantities,  together  with  the  acid  potassium 
salt,  in  many  plants  and  is  always  found  in 
argol  and  lees  as  described  previously.  It  may 
be  prepared  by  adding  excess  of  calcium  chloride 
to  a  solution  of  a  tartrate.  It  crystallises  in 
rhombic  prisms  or  pyramids,  but  is  frequently 
deposited  from  dilute  solutions  in  aggregates  of 
fine  radiating  needles,  which  graduaUy  become 
converted  into  isolated  pyramids  or  prisms. 
The  solubilities  of  the  tartrates  of  calcium, 
strontium,  and  barium  are  given  in  the  following 
table  (Cantoni  and  Zachovers,  Bull.  Soo.  chim. 
1904,  [iii.]  31,  1121 ;  cf.  Enell,  Zeitsch.  anal. 
Chem.  1899,  38,  368) :— 


Grms.  of  salt  in  100  c.c.  water 

Temp. 

C4H40jCa,4H20 

CjHiOeSr.SH^O 

C4H40|,Ba 

0° 

0  0365 

0-112 

0  0205 

10° 

0-0401 

0-149 

00242 

20° 

0-0475 

0-200 

0-0279 

25° 

0-0525 

0-224 

0-0297 

30° 

.     00631 

0-262 

0-0315 

40° 

0-0875 

0-328 

0-0352 

50° 

0-1100 

0-407 

0-0389 

60° 

0-1262 

0-480 

0-0440 

70° 

0-1430 

0-580 

0-0480 

80° 

0-1798 

0-680 

0-0527 

85° 

0-2190 

0-755 

00541 

Strong  acids  and  potassium  hydrogen  tartrate 
dissolve  calcium  tartrate,  and  hence  it  is  fre- 
quently present  in  purified  tartars.  It  is  pre- 
cipitated from  these  solutions  by  ammonium 
hydroxide  immediately  or  after  some  time.  It 
is  soluble  in  ammonium  chloride  and  cold  alkali, 
being  reprecipitated  from  the  latter  on  boiling. 
Alkali  chlorides  dissolve  it  more  readily  than 


412 


TARTARIC  ACID. 


does  water  (Cantoni  and  Jolkowsky,  ,BuU.  Soc. 
chim.  1907,  [iv.]  1,  1181).  A  hot  neutral  solu- 
tion of  copper  chloride  converts  it  on  digestion 
into  insoluble  copper  tartrate,  thia  reaction 
distingnishing  it  from  calcium  citrate ;  this 
test,  however,  will  not  detect  calcium  tartrate 
in  the  presence  of  much  calcium  citrate.  Unlike 
calcium  racemate  and  calcium  oxalate,  calcium 
tartrate  is  soluble  in  acetic  acid. 

Crude  calcium  tartrate  is  liable  to  undergo 
decomposition  either  by  an  anaerobic  ferment, 
which  yields  formic,  acetic,  butyric,  and  higher 
fatty  acids,  but  not  propionic  acid ;  or  by  an 
aerobic  ferment  yielding  calcium  carbonate  as 
the  ultimate  product  (Ordonneau,  ibid.  1911, 
[iv.]  9,  398 ;  cf.  Emmerling,  Centr.  BaU.  Par. 
1908,  [ii.]  21,  317).  Bacillus  Tartaricus,  which  is 
capable  of  anaerobic  and  aerobic  life,  but  which 
is  more  active  in  the  latter  state,  decomposes 
calcium  tartrate  with  the  formation  of  acetic 
and  succinic  acids,  hydrogen  and  carbon  dioxide 
(Orimbert  and  Mcq^uet,  J.  Fharm.  Chim.  1898, 
[vi.]  7,  97). 

Calcium  hydrogen  tartrate  (CiHsOjjjCa  is 
formed  by  dissolving  the  normal  salt  in  tartaric 
acid,  and  is  much  more  soluble  than  the  noriaal 
salt,  100  parts  of  water  dissolving  0-71  parts  of 
the  acid  salt  at  16-6°. 

Strontium  tartrate  C4H40,Sr,3HjO  and 
hariwm  tartrate  CiHiOjBa  are  more  soluble  than 
the  calcium  salt  (p.  411).  A  tribasic  barium 
tartrate  has  been  prepared  by  Quartaroli 
(Staz.  sperim.  agrar.  ital.  1910,  43). 

Aluminium  tartrate  (CiH40,),Al2  is  formed 
by  dissolving  alumina  in  tartaric  acid  and  is  a 
gummy  non-deliquescent  mass  soluble  in  water ; 
the  solution  is  capable  of  dissolving  considerable 
quantities  of  alumina  without  becoming  alkaline. 
A  double  salt  of  potassium  and  aluminium 
appears  to  be  formed  by  dissolving  alumina  in 
cream  of  tartar.  It  forms  an  amorphous  mass 
not  precipitated  by  alkalis,  and  probably  con- 
stitutes the  active  ingredient  of  the  mixture  of 
alum  and  cream  of  tartar  used  in  the  mordant 
bath  for  dyeing  wool. 

Ferrous  tartrate  C^HjOeFe  is  obtained  as  a 
white,  almost  insoluble,  crystalline  powder  by 
boihng  iron  filings  with  tartaric  acid.  100 
parts  of  water  at  IS-S"  dissolve  0-877  parts  of 
the  salt  (Dulk,  Annalen,  1832,  2,  62). 

Ferric  tartrate  (G^fi^)^^^  is  obtained  by 
dissolving  the  precipitated  hydroxide  in  tartaric 
acid.  The  solution  deposits  a  basic  salt  on 
warming,  but  is  not  precipitated  by  addition  of 
alkalis  on  account  of  the  production  of  a  double 
salt  (cf.  Bosenthaler  and  Siebeck,  Arch.  Fharm. 
1908,  246,  51). 

Nickel  tartrate  and  cobalt  tartrate  and  double 
salts  with  potassium  tartrate  are  described  by 
Tower  (J.  Amer.  Chem.  Soc.  1900,  22,  501 ; 
cf.  Werther,  J.  pr.  Chem.  1844,  [i.]  32,  400; 
Fabian,  Annalen,  1857,  103,  248). 

Zinc  tartrate  C4H40eZn,2H20  is  prepared 
by  the  action  of  tartaric  acid  on  zinc  acetate 
(Schifi,  Annalen,  125,  146)  or  by  boiling  tar- 
taric acid  with  zinc  (Frisch,  J.  1866,  401).  The 
BolubiUty  of  zinc,  copper,  and  lead  tartrates  is 
given  in  the  following  table  (Cantoni  and 
Zaohovers,  BuU.  Soc.  chim.  1905,  [iii.]  33, 
764 ;  cf.  Partheil  and  Hiibner,  Arch.  Pharm. 
1903,  241,  413) :— 


Grms.  of  salt  in  100  o.c.  water 

Temp. 

C«H40jZn,2H20 

C4H40jCu,3H,0 

CiH^OjPb 

15* 

0019 

0-0197 

0-0 

20° 

0-022 

0-0420 

— 

25° 

0-036 

0-0690 

— 

30° 

0-041 

0-0890 

— 

40° 

0-060 

0-1420 

00015 

50° 

0-087 

0-1920 

0-00225 

55° 

0-116 

0-2124 

0-00295 

60° 

0-104 

0-1970 

0-00305 

70° 

0-088 

0-1640 

0-0032 

80° 

0  059 

0-1440 

0-0038 

85'" 

0-041 

01370 

0-0054 

Copper  tartrate  CiHiOjCu,3H20  is  obtained 
as  a  greenish-blue  crystalline  powder  on  addition 
of  copper  sulphate  to  a  soluble  tartrate.  It 
dissolves  in  alkalis  and  ammonia  with  formation 
of  double  tartrates  and  the  deep  blue  solution 
is  reduced,  trith  precipitation  of  cuprous  oxide, 
by  heating  with  glucose  and  many  other  organic 
compounds  (v.  Fehlinq's  Soltjtion).  For 
solubility  v.  supra. 

Lead  tartrate  CiHjOjPb  is  prepared  by  the 
addition  of  tartaric  acid  to  a  soluble  lead  salt 
when  it  forms  a  white  crystalline  powder  (sp.gr. 
3-871)  almost  insoluble  in  water  (v.  supra),  but 
readily  dissolved  by  alkalis.  It  is  also  obtained 
by  boiling  lead  acetate  with  tartaric  acid 
(Heintz,  J.  1860, 261 J  Frisch.iiii.  1866,400).  By 
boiling  an  ammoniacal  solution  of  the  normal 
tartrate,  the  insoluble  basic  tartrate  CjH^OjPbj 
is  obtained  (Erdmann,  Annalen,  1837,  21,  19). 

Silver  tartrate  v.  Silver. 

Antimony  tartrate  v.  Antimony. 

Bismuth  tartrate.  According  to  Baudran 
on  boiling  bismuth  hydroxide  with  tartaric  acid, 
bismuthotartario  acid  CiH50e(BiO),H20  is 
obtained,  and  by  replacement  of  a  hydrogen 
atom  by  potassium,  an  emetic  is  produced. 
Similar  s^ts  may  be  obtained  containing 
manganese,  iron,  or  chromium  in  place  of 
bismuth  (Ann.  Chim.  Phys.  1900,  [vii.]  ^4,  506). 
Telle  states  that  the  compound  forms  small 
needles  and  has  the  constitution  CjHgO]  2Bi,3H20 
and  that  it  may  also  be  obtained  by  adding 
tartaric  acid  to  the  hydrated  lactate  of  bismuth 
(Arch.  Pharm.  1908,  246,  484).  It  is  almost 
insoluble  in  water.  Fischer  and  Grutzner  state 
that  by  boiling  freshly  precipitated  bismuth 
hydroxide  with  tartaric  acid  the  compound 
C4HjO„2Bi(OH)2  is  formed  as  a,  white,  amor- 
phous, electrical  precipitate  (ibid.  1894,  232, 
460). 

Esters.  The  normal  esters  of  tartaric  acid 
may  be  prepared  (i.)  by  saturating  a  solution  of 
tartaric  acid  in  the  alcohol  required  with 
hydrogen  chloride ;  (ii.)  by  heating  an  alkyl 
hydrogen  tartrate  in  a  sealed  tube  with  the 
corresponding  alcohol ;  (iii.)  by  the  action  of 
an  alkyl  iodide  on  silver  tartrate.  If  the  last 
method  be  used  a  small  quantity  of  the  alkyl 
dialkyloxy  compound  is  also  formed,  and  this 
has  a  high  rotation  (Rodger  and  Brame,  Chem. 
Soc.  Trans.  1898,  301 ;  Purdie  and  Lander,  ibid. 
1899,  156). 

Methyl  tartrate  C,HjO,(CH8)j  is  a  crystalline 
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iolid,  m.p.  48";  b.p.  280°;  163723  m.m. ; 
Bp.gr.  1-3403  at  15°  (in  liquid  state) ;  aD+2-74°. 
It  remains  liquid  below  its  boiling-point  for  a 
considerable  time  (Ansohutz  and  Kotet,  Ber. 
1880,  13,  1176  ;  Ansohutz,  itid.  1889,  18,  1399; 
Frankland  and  Wharton,  Chem.  Soc.  Trans. 
1896,  1310). 

Ethyl  tartrate  CjHiOe(C2H5)2  is  a  colourless 
liquid,  b.p.  280° ;  162°/19  mm. ;  sp.gr.  1-2097 
at  14°  (Anschiitz  and  Piotet,  I.e.  ;  cf.  Frankland 
and  MoCrae,  ibid.  1898,  73,  310) ;  aD°+9-30° 
(Frankland  and  Wharton,  I.e.).  The  influence 
of  solvents,  temperature,  &c.,  on  the  rotation  of 
ethyl  tartrate  has  received  considerable  atten- 
tion, V.  PoLABiMETBY  and  following  references  : 
Frankland,  ibid.  1899,  349;  Patterson,  ibid. 
1901,  167,  477  ;  1903,  765  ;  1905,  313  ;  1908, 
1836;  Patterson  and  McMillan,  ibid.  1907, 
604  ;  Patterson  and  McDonald,  ibid.  1908,  936 ; 
1909,  321 ;  Patterson  and  Montgomerie,  ibid. 
1130  ;  Patterson  and  Anderson,  ibid.  1912, 1833  ; 
Purdie  and  Barbour,  ibid.  1901,  971 ;  Gross- 
mann,  Zeitsch.  physikal.  Chem.  1910,  73,  148. 
By  passing  hydrogen  chloride  into  ethyl  alcohol 
and  then  adding  methyl  tartrate  and  finally 
boiling  under  a  reflux  apparatus,  ethyl  tartrate 
is  produced.  The  reverse  reaction  may  also  be 
accomplished  (Patterson  and  Dickinson,  Chem. 
Soc.  Trans.  1901,  280).  Alkyl  metaUic  salts  of 
the  type  C4H40,RM  have  been  prepared. 

Methyl  hydrogen  tartrate  C4H50,-CH3  is  pre- 
pared by  boiling  methyl  alcohol  (1  mol.)  with 
tartaric  acid  (1  mol.).  It  forms  rhombic 
crystals  containing  IHaO  (Tannhaiiser,  Zeitsch. 
Kryst.  Min.  1908,  45,  183;  Marckwald  and 
Karozag,  Ber.  1909,  42,  1518). 

Ethyl  hydrogen  tartrate  CjHjOj-CjHj  is  pre- 
pared by  dissolving  tartaric  acid  in  an  equal 
quantity  of  absolute  alcohol  in  aretortat60°-70°, 
diluting  with  water  and  crystallising  the  product. 
It  forms  rhombic  prisms,  m.p.  90°  (Guerin,  I.e.). 

Detection.  Tartaric  acid  and  tartrates  char 
when  heated,  giving  a  smell  resembling  that  of 
burnt  sugar.  Tartrates  leave  a  residue  con- 
sisting of  the  oxide  or  carbonate  of  the  metal. 
Tartaric  acid  and  tartrates  char  very  readily 
when  heated  with  strong  sidphurio  acid.  To 
distinguish  from  citric  acid  or  citrates,  the  sub- 
stance is  heated  with  pure  concentrated  sulphuric 
acid  at  100°  for  40  minutes.  In  the  presence  of 
tartaric  acid  the  liquid  becomes  blackened, 
even  as  little  as  1  p.c.  in  the  substance  treated 
giving  a  brown  shade,  whereas  citric  acid  only 
imparts  a  yellow  colour. 

With  neutral  solutions  of  tartrates  calcium 
chloride  gives  a  white  crystalline  precipitate 
of  calcium  tartrate.  This  precipitation  only 
takes  place  after  some  time  from  dilute  solutions 
and  may  be  accelerated  by  scratching  the  sides 
of  the  containing  vessel  with  a  glass  rod.  If 
calcium  acetate  be  used  aa  the  reagent,  solutions 
containing  0-1  p.o.  of  tartaric  acid  give  a  pre- 
cipitate, but  by  adding  a  few  drops  of  Z-tartaric 
acid  or  its  ammonium  salt  a  precipitate  is  formed 
in  solutions  containing  only  0-0001  p.c.  of 
tartaric  acid,  since  calcium  racemate  is  less 
soluble  than  calcium  tartrate  (Bronsted,  Zeitsch. 
anal.  Chem.  1903,  42,  15).  For  microscopical 
detection  of  calcium  tartrate,  v.  Sullivan  and 
Crampton,  Amer.  Chem.  J.  1906,  36,  419. 

Potassium   acetate  and  acetic  acid,   when 


added  to  solutions  of  tartrates  or  of  tartaric 
acid,  yield  a  colourless  precipitate  of  potassium 
hydrogen  tartrate  (de  la  Source,  Compt.  rend. 
1895,  121,  774). 

Silver  nitrate  gives  with  neutral  solutions 
of  tartrates  a  white  precipitate  of  silver  tartrate. 
A  silver  mirror  is  obtained  by  heating  an 
ammoniacal  solution  of  silver  tartrate.  The 
procedure  is  as  follows  :  The  silver  tartrate  is 
treated  with  ammonium  hydroxide  in  a  clean 
test  tube,  until  it  is  nearly  all  dissolved.  A 
crystal  of  silver  nitrate  is  placed  in  the  bottom 
of  the  test  tube,  which  is  then  transferred  to  a 
beaker  of  boiling  water.  In  a  short  time  a  silver 
mirror  is  produced  on  the  sides  of  the  tube. 

If  a  few  centigrams  of  resorcinol  are  heated 
with  about  2  c.o.  of  concentrated  sulphuric 
acid  until  vapours  are  evolved,  and  a  small 
quantity  of  a  tartrate  is  added,  a  bright-red 
coloration  is  produced.  Or  2  grams  of  resor- 
cinol may  be  dissolved  in  dilute  sulphuric  acid' 
(0-5  o.c.  to  100  c.c.  of  water)  and  this  used  as 
the  reagent.  Two  or  3  drops  are  added  to  2 
c.c.  of  concentrated  sulphuric  acid,  and  to  this 
a  very  small  quantity  of  the  substance  (liquid 
or  solid).  The  solution  is  then  heated  at  1 15°- 
140°  (Denig^s,  J.  Pharm.  Chim.  1895,  [vi.]  1, 
586  ;  Bull.  Soc.  chim.  1909,  [iv.]  5, 19  ;  Mohler, 
ibid.  1890,  [ii.]  4,  728).  If  pyrogallol  is  sub- 
stituted for  resorcinol,  a  violet-blue  coloration 
is  produced,  whilst  with  ^-naphthol  the  colour  is 
blue  in  the  cold,  changing  to  an  intense  green 
on  heating,  and  on  dilution  with  15-20  volumes 
of  water,  a  permanent  reddish-yellow  colour  is 
obtained  (Pinerua,  Compt.  rend.  1897,  124, 
291). 

On  adding  a  few  drops  of  ferrous  sulphate 
solution  followed  by  a  small  quantity  of 
hydrogen  peroxide  to  a  solution  of  a  tartrate, 
a  yellow  coloration  is  produced,  changing  to 
violet  on  the  addition  of  alkali  hydroxide.  The 
colour  is  discharged  by  acids  and  restored  by 
alkalis  (Fenton,  Chem.  Soc.  Proo.  1893,  113). 

If  a  few  c.c.  of  cobalt  nitrate  solution  be 
added  to  a  solution  of  an  alkali  tartrate,  a 
red  colour  is  obtained  which  is  discharged  by 
alkali  hydroxide.  On  boiling  a  blue  colora- 
tion is  produced,  which  disappears  on  coohng 
and  reappears  on  heating  (Tocher,  Pharm.  J. 
1906,  77,  87). 

Another  test  consists  in  boiling  the  neutral 
solution  with  minium.  After  filtering,  a  few 
drops  of  a  2  p.c.  solution  of  potassium  thiocyanate ' 
are  added.  On  standing  the  liquid  darkens 
owing  to  a  precipitation  of  lead  sulphide.  In 
testing  wines  a  brownish-violet  precipitate  is 
obtained  (Ganassini,  Boll.  Chim.  Farm.  1903, 42, 
513;  Tagliavini,  ibid.  1907,  46,  493). 

Estimation.  Since  all  tartrates  leave  an 
oxide  or  carbonate  on  gentle  ignition,  they  may 
be  estimated  by  dissolving  the  residue  in 
standard  acid  and  determining  the  amount  of 
acid  thus  neutralised  with  standard  alkali. 

For  the  estimation  of  free  tartaric  acid, 
alone  or  in  the  presence  of  citric  acid,  AUen 
recommends  the  following  process  (Chem.  News, 
1875,  31,  277) :  2  grams  of  the  sample  are  dis- 
solved in  20  c.c.  of  proof  spirit,  and  the  filtered 
solution  is  diluted  to  45  c.c.  with  proof  spirit, 
treated  with  5  o.c.  of  a  cold  saturated  solution 
of  potassium  acetate,  and  stirred  for  10  minutes. 
The  crystalline  precipitate  of  potassium  hydrogen 
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tartrate  is  filtered  oS,  washed  with  proof  spirit, 
and,  to  remove  any  citrate  carried  down  by  the 
tartrate,  is  rinsed  from  the  filter  by  a  cold 
saturated  solution  of  potassium  hydrogen 
tartrate  and  digested  therewith  for  a  few  hours. 
It  is  then  again  filtered,  washed  with  proof 
spirit,  rinsed  with  hot  water  into>a  weighed  dish, 
and  weighed  after  evaporating  o£E  the  water 
at  100°.  The  precipitate  may  be  dissolved  and 
titrated  with  decinormal  alkali  and  phenol- 
phthalein  instead  of  being  weighed. 

Tartaric  acid  ligwrs.  These  are  the  liquids 
obtained  by  the  decomposition  of  calcium  tartrate 
by  sulphuric  acid  and  are  of  a  very  complex 
nature.  They  contain  free  tartaric  acid ;  other 
organic  acids ;  sulphuric  acid,  and  calcium, 
potassium,  aluminium,  and  iron  sulphates ; 
phosphates  and  bodies  of  an  indefinite  nature. 
The  analyst  is  usually  required  to  estimate  the 
tartaric  acid,  free  sulphuiic  acid,  and  in  some 
cases  the  total  organic  acids. 

For  the  estimation  of  tartaric  acid  potassium 
acetate  is  the  best  reagent  for  pure  Uquors, 
but  cannot  be  used  in  the  presence  of  iron  or 
aluminium.  In  the  latter  case  potassium  citrate 
is  used.  A  quantity  of  Uquor  containing  2-4 
grams  of  tartaric  acid  (about  30-40  c.c.)  is 
treated  drop  by  drop  with  constant  stirring  with 
a  saturated  solution  of  potassium  citrate  until, 
the  sulphuric  acid  having  been  converted  into 
potassium  sulphate,  the  citrate  commences  to 
react  with  the  tartaric  acid,  which  is  precipi- 
tated as  potassium  hydrogen  tartrate  in  streaks 
on  the  sides  of  the  vessel.  If  much  sulphuric 
acid  is  present  a  fine  precipitate  of  potassium 
sulphate  precedes  the  appearance  of  the  bi- 
tartrate.  When  the  streaks  begin  to  appear, 
a  cubic  centimetre  of -the  citrate  solution  is 
added  for  every  gram  of  tartaric  acid  supposed 
to  be  present,  in  all  cases  avoiding  a  great  excess 
of  the  'reagent.  If  a  gelatinous  precipitate 
should  appear,  the  estimation  is  repeated  with 
the  previous  addition  of  some  citric  acid.  After 
stirring  continuously  for  10  minutes  at  a  tem- 
perature not  exceeding  15°,  the  precipitate  is 
washed  two  or  three  times  with  25  c.c.  of  a  5  p.c. 
solution  of  potassium  chloride,  saturated  with 
potassium  hydrogen  tartrate.  The  precipitate 
is  then  collected  on  a  small  filter  and  washed 
with  the  same  solution  until  the  acidity  of  the 
filtrate  is  only  slightly  greater  than  that  of  the 
washing  solution.  The  filter  and  precipitate 
are  then  transferred  to  a  beaker  and  the  amount 
of  tartaric  acid  estimated  by  titration  against 
standard  alkali,  phe^lphthalein  or  Htmus  being 
used  as  an  indicator.  Sometimes  a  potassium 
hydrogen  citrate  is  carried  down  with  the 
tartrate  and  is  difSoult  to  separate.  The  best 
method  is  to  dissolve  the  precipitate  in  50  c.c. 
of  hot  water,  add  5  grms.  of  potassium  chloride, 
and  cool  the  liquid  quickly  to  15°  with  con- 
tinuous stirring  for  10  minutes.  This  purified 
precipitate  is  then  washed  with  the  washing 
liquid  and  treated  as  above,  but  a  correction 
of  0'5  p.o.  must  be  added  to  the  percentage  of 
tartaric  acid  so  found  to  allow  for  unavoidable 
losses  in  the  purification  process.  From  very 
old  liquors  containing  much  sulphuric  acid 
potassium  alum  may  be  precipitated  owing  to 
its  sparing  solubility  in  solutions  of  potassium 
sulphate.  To  prevent  this  phosphoric  acid 
ihould  be  added  before  the  citrate  solution,  and 


the  liquid  filtered  immediately  after  stirring. 
For  further  details  v.  Allen's  Commercial 
Organic  Analysis,  1911,  i.  541. 

To  estimate  the  free  sulphuric  acid,  20  c.o. 
of  the  liquid  are  made  up  to  200  c.c.  with  alcohol 
and  allowed  to  remain  overnight.  The  liquid 
is  then  filtered  through  a  dry  filter,  and  the 
alcohol  evaporated  from  100  c.c.  of  the  filtrate. 
The  sulphuric  acid  is  then  estimated  as  barium 
sulphate  in  the  usual  manner  (AUen,  ibid. 
549). 

To  estimate  the  total  organic  acids,  a  known 
volume  of  the  liquor  is  exactly  neutralised  with 
standard  alkali  and  the  liquid  evaporated  to 
dryness.  The  residue  is  ignited  at  a  very  low 
temperature  until  the  carbon  is  nearly  all  burnt 
away.  The  ash  is  heated  with  a  known  volume 
of  standard  sulphuric  acid,  the  solution  decanted 
and  the  insoluble  residue  heated  with  more 
standard  acid,  concentrating  the  solution,  if 
necessary,  to  dissolve  the  phosphates.  To  the 
mixed  cold  concentrated  solutions,  sufficient 
sodium  potassium  tartrate  is  added  to  keep  any 
aluminium  in  solution  and  the  solution  titrated 
with  standard  alkali  using  litmus  as  an  indicator. 
Each  c.c.  of  normal  sulphuric  acid  neutralised 
by  the  ash  is  equivalent  to  0-075  grm.  of  organic 
acid,  expressed  in  terms  of  tartaric  acid  (Waring- 
ton.  J.  Chem.  Soc.  1876,  28,  982). 

Lees,  argoU,  and  tartars.  About  8  grms.  of 
the  lees  or  argol  (or  3  grms.  of  tartar)  are 
heated  on  the  water-bath  with  a  Uttle  water  for 
5  minutes.  Two  grams  of  potassium  oxalate 
are  added  and  the  mixture  heated  for  a  further 
15  minutes.  While  hot  the  solution  is  nearly 
neutralised  with  a  3-5  p..c.  solution  of  potassium 
hydroxide,  the  quantity  of  alkali  being  about 
0-5  p.c.  below  that  required  for  complete  neutra- 
lisation, as  determined  by  a  preliminary  experi- 
ment (t>.  infra).  The  solution  is  then  heated  on 
the  water-bath  for  30  minutes  and  the  pre- 
cipitate filtered  oft  with  the  aid  of  a  filter  pump. 
The  precipitate  is  washed  ten  times  with  water, 
using  3  c.o.  each  time,  and  the  filtrate  should 
have  a  volume  of  50  c.o. ;  to  this  solution  are 
added  5  grms.  of  potassium  chloride  and  2-5 
grms.  of  citric  acid,  and  after  stirring  con- 
tinuously for  10  minutes,  the  solution  is  Slowed 
to  stand  for  30  minutes.  The  precipitated 
potassium  hydrogen  tartrate  is  filtered  off  and 
washed  with  a  10  p.c.  solution  of  potassium 
chloride  saturated  with  potassium  hydrogen 
tartrate,  the  acidity  of  which  has  been  previously 
determined  with  N/10  alkali.  When  the 
acidity  of  the  washings  is  the  same  as  that  of 
the  washing  solution  the  precipitate  is  dissolved 
in  hot  water  and  titrated  with  N/10  potassium 
hydroxide.  The  preUminary  determination  of 
the  acidity  of  the  sample  is  carried  out  as 
follows :  Exactly  3  grms.  of  the  sample  are 
extracted  with  boiling  water,  the  liquid  decanted 
o£E  and  the  operation  repeated.  The  residue  is 
transferred  to  a  filter  paper  and  washed  until 
the  washings  are  no  longer  acid.  The  solution 
is  then  titrated  with  3-5  p.c.  potassium  hydroxide 
solution,  using  neutral  litmus  paper  as  an 
indicator  (Allen,  ibid.  546 ;  Warington,  I.e. ; 
Grosjean,  Chem.  Soc.  Trans.  1879,  34). 

Total  tartaric  acid.  Many  methods  have 
been  proposed  for  the  analysis  of  tartar  and  at 
the  Seventh  International  Congress  of  Applied 
Chemistry,  the  method  of  Golden  berg,  Geromgnt 
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.&  Co.  was. adopted  as  being  most  suitable 
(ZeitBoh.  anal.  Chem.  1908,  47,  57).  A  weighed 
amount  of  the  sample  (6  grms.  if  the  tartaric 
acid  yield  is  likely  to  be  above  45  p.o.  j  12  grms. 
if  below  that  percentage)  is  digested  with  18  c.c. 
of  hydrochloric  acid  of  sp.gr.  1-1  for  10  minutes. 
The  whole  mass  is  then  washed  into  a  200  c.c. 
graduated  flask,  made  up  to  the  mark  with 
distilled  water,  shaken  well  and  filtered  through 
a  dry  filter  into  a  dry  flask.  100  c.c.  of  the 
filtered  liquid  are  then  poured  into  a  300  o.o. 
beaker,  containing  10  c.c.  of  potassium  carbonate 
solution  (66  grms.  of  pure  carbonate  in  100  c.c). 
The  solution  is  brought  to  boiling  and  kept  at 
that  point  for  20  minutes  until  the  calcium 
carbonate  has  separated  in  a  crystalline  form. 
The  liquid  and  precipitate  are  rinsed  into  a 
200  c.c.  flask,  made  up  to  the  mark  and  filtered 
through  a  dry  filter.  100  c.c.  of  the  filtrate  are 
transferred  to  a  porcelain  basin  and  evaporated 
to  15  c.c.  While  the  liquid  is  still  hot,  3-5  c.c. 
of  glacial  acetic  acid  are  added  gradually  with 
constant  stirring,  which  is  maintained  for  5 
minutes  after  the  acid  has  been  added.  After 
standing  for  10  minutes,  10  c.c.  of  95  p.c.  alcohol 
are  added  and  the  liquid  stirred  for  another 
5  minutes.  The  liquid  is  allowed  to  stand  for 
a  further  10  minutes  and  then  filtered  with  the 
aid  of  a  pump  and  washed  with  alcohol  until 
the  washings  are  no  longer  acid  (v.  infra).  The 
filter  and  precipitate  are  transferred  by  means 
of  200  c.c.  of  hot  water  into  a  porcelain  basin, 
the  liquid  brought  to  boiling  and  titrated  with 
N/5  idkali,  using  neutral  litmus  paper  as  the 
indicator.  The  alkali  must  have  been  stan- 
dardised against  pure  potassium  hydrogen 
tartrate,  using  the  same  paper  as  indicator.  A 
correction  has  to  be  made  since  the  volume  of 
Undissolved  matter  has  not  been  allowed  for  ia 
making  the  solution  up  to  the  various  volumes. 
It  was  agreed  that  for  samples  containing  less 


than  45  p.c.  of  acid,  0-8  should  be  deducted.; 
for  those  containing  from  45  p.c.  to  60  p.c, 
0-3  ;  from  60  p.o.  to  70  p.c,  0-2  ;  and  for  those 
containing  over  70  p.o.  no  deduction  should  be 
made.  To  control  the  washings  30  c.c.  of  the 
alcohol  is  titrated  with  standard  alkali,  using 
phenolphthalein  as  indicator.  The  washing  is 
continued  until  30  c.c.  of  the  filtrate  require  the 
same  amount  of  standard  alkali  to  give  the 
colour  that  was  produced  in  the  test  with 
the  original  30  c.c 

This  method  has  been  criticised  by  Heczko 
(Zeitsch.  anal.  Chem.  1911,  50,  12),  Tobler  and 
CaramelU  (J.  Soc.  Chem.  Ind.  1911,  207), 
Ordonneau  (Bull.  Soc.  chim.  1910,  [iv.]  7,  1034) 
and  Beys  (Compt.  rend.  1910,  150,  1250; 
Bull.  Soc.  chim.  1910,  [iv.]  7,  697).  Accorang 
to  Heczko  the  results  obtained  are  influenced 
by  the  amount  of  calcium  salts  present,  as  they 
are  not  completely  precipitated  by  potassium 
carbonate  in  the  presence  of  tartrates.  Also 
the  insolubility  of  potassium  hydrogen  tartrate 
depends  on  the  temperature  and  concentration 
of  the  solution  from  which  it  is  precipitated. 
Tobler  and  CarameUi  state  that  the  error  intro- 
duced by  making  the  solution  up  to  200  c.c. 
after  treatment  with  potassium  carbonate 
increases  with  the  amount  of  precipitated 
calcium  carbonate,  and  the  suggested  corrections 
do  not  adequately  allow  for  it.  Ordonneau  has 
made  a  series  of  determinations  by  the  Golden- 
berg  method,  using  for  the  purpose  of  analysis 
pure  potassium  hydrogen  tartrate  and  calcium 
tartrate  to  which  known  quantities  of  the 
impurities  which  occur  in  tartars  were  added. 
He  concludes  that  the  error  when  litinus  is  used 
as  indicator  is  double  that  obtained  with 
p'henolphthalein  and  that  the  best  results  are 
obtained  with  the  latter  indicator  at  50°  after 
boiling  and  cooling  to  that  temperature.  His 
results  are  tabulated  below  : — 


Impurities  added  to  potassium  hydrogen 
tartrate 

Total 

tartaric 

acid 

Percent- 
age of 
impurity 

Lobs  of  tartaric 
acid 

Loss  of  tartaric 

acid  per  gram  of 

impurity. 

Litmus 

Phenol- 
phthalein 

Litmus 

Phenol- 
phthalein 

Calcium  phosphate  (tribasic) 

Ferrous  phosphate        .... 

ferric  phosphate           .... 

Aluminium  phosphate  .... 

Alumina,  pure  anhydrous 

Ferric  chloride,  dry  (=  4-92  gems.  FejOj) 

Calcium  tartrate           .... 

Calcium  tartrate           .... 

Calcium  tartrate  (alone) 

75-80 
75-80 
75-80 
75-80 
75-80 
71-81 
78-69 
77-57 
57-69 

5 

5 
5 
5 
5 

10 
5 

10 

2-35 
6-15 
7-95 
4-65 
19-35 
13-38 
1-77 
1-85 
2-08 

1-60 
3-68 
3-98 
2-20 
8-80 
7-21 
0-99 
1-04 
2-00 

0-47 
1-22 
1-59 
0-93 
3-87 
2-71 

0-32 
0-73 
0-79 
0-44 
1-76 
1-46 

Lead  in  tartaric  acid.  The  following  method 
is  due  to  W.  A.  Davis  (AUen's  Commercial 
Organic  Analysis,  1911,  i.  550,  569  ;  cf.  Wilkie, 
J.  Soc  Chem.  Ind.  1909,  28,  637).  The  reagent 
is  freshly  prepared  colourless  ammonium  sul- 
phide, obtained  by  diluting  2  o.o.  of  0-880 
ammonia  to  10  c.c.  and  saturating  with  well- 
washed  hydrogen  sulphide.  Standard  lead 
solutions  are  made  by  dissolving  5  grams  of 
pure  lead  in  nitric  acid,  evaporating  to  remove 
all  but  the  last  traces  of  nitric  acid  and  diluting 


to  1000  c.c.  For  use  portions  of  it  are  taken, 
diluted  100  times  and  treated  in  the  usual 
manner  for  colour  comparisons. 

Ten  grams  of  tartaric  acid  are  dissolved  in 
25  c.c.  of  hot  water,  cooled,  and  to  the  solution 
are  added  2  c.c  of  N/10  sodium  thiosulphato 
solution.  The  solution  is  heated  nearly  to 
boiling,  cooled,  and  1  c.c.  of  a  10  p.o.  solution  of 
potassium  cyanide  is  added.  Then  ammonia 
(0-880)  is  added  until  the  liquid  has  a  faint 
smell  of  the  reagent.     The  liquid  is  boiled  until 
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it  is  colourless,  poured  into  a  tall  cylinder, 
made  up  to  100  o.c.  and  treated  with  2  drops  of 
the  freshly  prepared  reagent.  The  tint  obtained 
is  compared  with  tints  produced  by  solutions 
made  from  pure  lead-free  tar^rio  acid  to  which 
known  amounts  of  the  lead  nitrate  solution  have 
been  added,  so  as  to  give  comparisons  of  the 
order  of  5  parts  per  1,000,000,  10  parts  per 
1,000,000,  &n.  If  it  is  desired  to  test  cream  of 
tartar,  10  grams  should  be  dissolved  in  hydro- 
chloric acid  and  after  the  addition  of  sodium 
thiosulphate,  the  above  method  can  be  used. 

Wines.  For  estimating  tartaric  acid  in 
wines  the  method  of  Kling  may  be  used  (Compt. 
rend.  1910, 150,  616  ;  Bull.  Soc.  chim.  1912,  [iv.] 
11,  886).  25  c.c.  of  the  solution,  diluted  or 
concentrated  so  as  to  contain  3-4  grms.  of 
tartaric  acid  per  htre,  are  added  to  100  o.c. 
of  water.  To  the  solution  are  added  25  c.c.  of 
a  solution  of  Z-potassium  sodium  tartrate  (16 
grms.  per  litre)  and  20  o.c.  of  a  solution  of  cal- 
cium acetate  (30  grms.  per  litre).  The  precipi- 
tated calcium  racemate  is  filtered  off,  washed,  and 
dissolved  in  20  o.c.  of  hydrochloric  acid  (40  grms. 
per  litre).  The  solution  is  diluted  to  150  c.c. 
and  40  o.c.  of  a  solution  of  sodium  acetate  (10 
p.c.)  and  calcium  acetate  (1  p.o.)  is  added  and 
the  liquid  heated  to  boiling.  After  cooling  the 
racemate  is  collected,  washed,  dissolved  in 
boiling  dilute  sulphuric  acid  and  titrated  at  the 
boiling-point  with  potassium  permanganate 
solution  (16  grms.  per  litre),  which  has  been 
standardised  against  potassium  hydrogen  tar- 
trate. In  the  presence  of  considerable  amounts 
of  iron  or  aluminium  salts,  &c.,  the  initial  pre- 
cipitation must  be  performed  in  the  presence  of 
ammonium  citrate  (Kling  and  Horentin,  Ann. 
Falsif.  1912,  5,  518).  For  other  methods  of 
estimation  in  wines,  w.  Gowing-Soopes,  Analyst, 
1908,  33,  315 ;  von  Florentz,  Chem.  Zeit.  1907, 
31,  1118. 

Z-Taetabio  Acid. 

This  acid,  which  has  also  been  called  anti- 
tartaric  acid,  was  first  obtained  by  Pasteur 
(Ann.  Chim.  Phys.  1850,  [iii.]  28,  56)  by  the 
crystallisation  of  a  solution  of  sodium  ammo- 
nium racemate.  The  product  was  found  to 
consist  of  a  mixtxire  of  hemihedral  crystals, 
some  having  the  hemihedral  faces  developed  to 
the  right  and  others  to  the  left,  the  former  being 
dextrorotatory,  and  the  latter  Isevorotatory. 
The  acid  obtained  from  the  former  was  d-tartaric 
acid,  while  the  latter  yielded  a  laevorotatory  acid, 
i-tartaric  acid  (c/.  Bichat,  Bull.  Soc.  chim.  1886, 
[ii.]  46,  54 ;  Jungfleisch,  J.  1883,  1084).  The 
best  method  of  preparation  is  that  due  to 
Marckwald  (Ber.  1896,  29,  42  ;  cf.  KUng,  Bull. 
Soc.  chim.  1910,  [iv.]  7,  774).  To  a  boiling 
aqueous  solution  of  racemio  acid  is  added 
gradually  half  the  amount  of  cinchonine  neces- 
sary to  form  the  acid  salt  and  sufficient  water 
to  give  a  clear  solution.  After  standing  for 
one  day  cinchonine  Z-tartrate  crystallises  out, 
from  which  i-tartaric  acid  can  be  obtained  in 
the  usual  manner.  The  yield  is  two-thirds  of 
that  demanded  by  theory.  For  asymmetric 
synthesis  by  the  action  of  potassium  permanga- 
nate on  ^bornyl  fumarate,  v.  McKenzie  and 
Wren,  Chem.  Soc.  Trans.  1907,  1215. 

Properties.  Z-Tartaric  acid  forms  anhy- 
drous rhombic  crystals,  m.p.  168°-170°  (Bischoli 


and  Walden,  Ber.  1889,  22,  1820;  Zoitsch. 
physikal.  Chem.  1891,  8,  466).  It  resembleo 
d-tartario  acid  in  most  of  its  physical  properties 
(v.  p.  403),  but  the  two  acids  are  oppositely 
pyroeleotrio  and  also  solutions  of  the  same  con- 
centration rotate  the  plane  of  polarised  light 
an  equal  amount,  but  in  opposite  directions. 
Solutions  of  Z-tartario  acid  are  destroyed  by 
Schizomycetes.  The  salts  of  Z-tartario  acid  have 
the  same  number  of  molecules  of  water  of 
crystallisation  and  the  same  crystalline  form  as 
those  of  d-tartaric  acid.  They  exhibit  opposite 
hemihedry,  opposite  rotation  and  are  oppositely 
pyroelectric.  They  are  also  somewhat' more 
soluble  than  the  corresponding  salts  of  the  d- 
acid  (Jungfleisch,  Bull.  Soc.  chim.  1884,  [ii.] 
41,  223).  There  are  difierences  between  the 
compounds  of  the  two  acids  with  optically 
active  substances.  Thus  a  partially  racemic 
compound  is  obtained  by  the  combination  of 
ammonium  d-tartrate  and  ammonium  Z-malate, 
whilst  ammonium  Z-tartrate  does  not  undergo 
this  combination  (v.  Racemism).  The  com- 
pounds with  optically  active  bases  also  are 
different,  thus  cinchonine  iZ-tartrate  crystallises 
with  4HjO,  whilst  the  Z-  salt  only  has  IHjO, 
but  the  affinity  constants  of  (Z-  and  Z-tartario 
acids  for  optically  active  bases  are  the  same 
(Marckwald.  and  Chwolles,  Ber.  1898,  31,  783). 

Racemic  Acid. 

This  acid,  which  is  also  known  as  v-tariarie 
acid  or  paratartaric  acid,  was  discovered  by 
Kestner  in  the  mother  liquors  of  tartaric  acid 
obtained  from  the  vintage  of  1822  (Compt.  rend. 
1849,  29,  526,  557)  and  was  examined  by  Gay- 
LuEsao  (Schweiger's  J.  48,  381),  WaJohner  (ibid. 
49,238),Berzelius(Pogg.  Annalen,  19,  319),  and 
Biot  (Ann.  Chint,  Phys.  [ii.]  69,  22),  of  whom 
the  last-named  pointed  out  its  optical  inactivity. 
Pasteur  investigated  its  properties  further  and 
decomposed  it  into  d-  and  Z-tartario  acids 
(Compt.  rend.  1853,  36,  19  ;  37,  162).  Racemio 
acid  appears  to  exist  to  some  extent  in  grape 
juice,  but  is  produced  chiefly  during  the  fermen- 
tation. It  is  produced  to  a  certain  extent  in 
the  tartaric  acid  works  in  the  process  of  purifica- 
tion, and  after  crystallising  cream  of  tartar, 
potassium  ammonium  racemate  can  be  extracted 
from  the  mother  liquors. 

Preparation.  Most  methods  for  the  pro- 
duction of  racemic  acid  result  also  in  the  forma- 
tion of  mesotartaric  acid,  from  which  it  may  be 
separated  by  the  method  given  on  p.  404. 
The  following  are  the  chief  methods  for  the 
interconversion  of  the  tartaric  acids.  When 
d-tartaric  acid  is  heated  for  30  hours  at  170° 
with  one-seventh  to  one-tenth  of  its  weight  of 
water,  racemic  acid  is  the  main  product,  whilst 
by  heating  <Z-tartario  acid  (or  racemio  acid) 
with  4  c.c.  of  water  for  2  days  at  165°,  meso- 
tartaric acid  i^  produced  (Jungfleisch,  Bull.  Soc. 
chim.  1872,  [ii.]  18,  203;  1873,  [ii.]  19,  101; 
1874,  [ii.]  21,  140;  1878,  [ii]  30,  191;  cf. 
Dessajgnes,  ibid.  1863,  [i.]  5,  356).  According 
to  Meisner,  the  yield  of  mesotartaric  acid  is  only 
5-5  p.c.  by  this  method,  and  if  100  grms.  of 
d-tartaric  acid  are  heated  with  350  grms.  of 
sodium  hydroxide,  and  700  grms.  of  water 
during  8  hours  in  a  copper  flask,  racemic  acid  is 
obtained  almost  free  from  mesotartaric  acid, 
only  1-3  p.c.  of  the  latter  being  produced  (Berr 
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1897,  30,  1674).  HoUeman  states  that  by 
It  r  ^  "-tartario  acid  for  8  iours  with  boiling 
alkaJi,  24  p.o.  of  mesotartario  acid  is  produced, 
the  maximum  yield  of  31  p.o.  being  obtained 
after  only  2  hours'  heating  (Reo.  trav.  ohim. 
1898, 17,  66  ;  c/.  Bosekin,  ibid.  224).  HoUeman 
also  heated  6  grms.  of  d-,  r-,  and  i-tartaric 
acids  wth  4  c.c.  of  N-hydrochloric  acid  in  sealed 
tubes  and  obtained  the  following  results. 
d-Tartario  acid  below  140°  yielded  t-tartaric 
acid  almost  entirely,  but  after  42  hours  at  155°, 
6-7p.c.  of  r-tartaricacidand  ISp.cof  »-tartaric 
acid  were  obtained.  r-Tartaric  acid,  after  100 
hours  at  140°,  yielded  19  p.o.  of  »-tartaric  acid, 
and  the  latter  under  similar  conditions  gave  10 
p.o.  of  the  r-tartaric  acid.  Finally  when  d-  and 
J-tartaric  acids  are  mixed  in  equal  quantities 
in  solution,  raoemic  acid  is  the  sole  product. 

By  heatingdibromosuccinioacid  or  dibromo- 
tsosuccinic  acid  w^h  200  parts  of  water,  a 
mixture  of  mesotartario  and  racemio  acids  is 
obtained,  the  former  yielding  chiefly  mesotar- 
tario acid  and  the  latter  racemic  acid  (Lessen 
and  Riebensahm,  Annalen,  1896,  292,  295; 
cf.  Pasteur,  Annalen,  Suppl.  2,  242).  A  similar 
result  is  obtained  by  using  the  silver  salt  (Perkin 
andDuppa,  Quart.  J.  Chem.  Soc.  1861,  13,  112  ; 
Kekule,  Annalen,  1§60,  117,  121).  By  heating 
an  alcoholic  solution  of  glyoxal  with  a  5  p.c. 
excess  of  alcoholic  hydrocyanic  acid,  a  mixture 
of  the  nitriles  of  racemic  and  mesotartario  acids 
is  produced  (Pollak,  Monatsh.  1894,  15,  469 ; 
Streoker,  Zeitsoh.  Chem.  1868,  216;  Sohoyen, 
Annalen,  1864,132, 168  ;  Staedel,  Ber.  1878,  11, 
752).  When  phenol  is  oxidised  with  potassium 
permanganate  in  alkaline  solution  a  mixture  of 
r-  and  t-tartaric  acids  is  obtained  (Doebner, 
Ber.  1891.  24,  1755). 

Racemic  acid  may  be  obtained  by  reducing 
glyoxylic  acid  with  zinc  and  acetic  acid,  glycollio 
acid  also  being  produced  (Geuvresse,  Compt.  rend . 
1892, 114,  555) ;  by  oxidising  fumario  acid  with 
potassium  permanganate  (Kekul6  and  Anschiitz, 
Ber.  1880,  13,  2150;  Annalen,  1884,  226,  191 ; 
cf.  Tanatar,  Ber.  1879,  12,  2293) ;  by  treating 
piperic  or  sorbio  acid  with  dilute  potassium  per- 
manganate solution  (Doebner,-  ibid.  1890,  23, 
2374) ;  by  the  action  of  nitric  acid  on  fructose, 
mucic  acid,  and  inulin,  the  first-named  also 
yielding  mesotartario  acid  (Kiliani,  ibid.  1881, 
14,  2530) ;  and  together  with  d-tartaric  acid  by 
the  action  of  nitric  acid  on  dulcitol,  mannitol, 
milk  sugar,  cane  sugar,  and  saccharic  acid 
(Ctirlet,  J.  1860,  249  ;  1861,  367  ;  Hornemann, 
J.  pr.  Chem.  1861,  [i.]  89,  283). 

Properties.  Racemic  acid  crystallises  in 
large  plates  belonging  to  the  triclinic  system  and 
which  contain  1  mol.  of  water  of  crystallisation. 
It  is  less  soluble  in  water  or  alcohol  than  tartaric 
acid,  and  has  m.p.  205°-206° ;  sp.gr.  1-697 
(Walden,  Ber.  1896,  29,  1701).  The  reactions 
which"  it  undergoes  are  the  same  as  those  of 
tartaric  acid. 

The  racemates  resemble  the  tartrates  in 
most  respects,  but  differ  in  their  solubiUty  and 
in  the  number  of  molecules  of  water  of  crystallisa- 
tion which  they  contain.  Thus  potassium 
racemaU  crystalHses  in  the  rhombic  system  with 
IH.O  or  in  the  monocUpic  with  2H2O  (van 't 
Hoff  and  MiiUer,  Ber.  1899,  32,  857),  whUst  the 
rubidium  salt  crystallises  in  the  monoelinic 
system  wit*  2H2O  at  low  temperatures ;  at 
Vol.  Y.—T. 


higher  temperatures  the  solution  deposits- 
crystals  of  rubidium  d-  and  Z-tartrates  (Traube. 
Sitzungsber.  Berl.  Akad.  1895,  lOj  195 ;  Wyrou- 
bo£f,Chem.Zentr.  1901,ii.  764;  c/.  van't Hoff  and 
MiiUer,  Ber.  1898,  31,  2206).  Calcium  racemate 
crystallises  in  fine  needles  containing  4H,0,  and 
is  obtained  by  adding  calcium  sulphate  to  a 
soluble  racemate  or  racemic  acid.  It  is  even 
less  soluble  than  calcium  tartrate,  and  use  is 
made  of  this  fact  in  KUng's  method  for  the 
estimation  of  tartaric  acid  {v.  p.  416).  For 
distinction  from  csdcium  tartrate  v.  p.  412. 
The  barium  salt  crystallises  with  2IH2O  and 
with  5HjO  (Lessen  and  Riebensahm,  Annalen, 
1896,  292,  313  ;  Mugge,  Chem.  Zentr.  1899,  ii. 
245).  For  resolution  of  racemates  into  d-  and 
Z-tratrates,  v.  Racemism. 

Mesotaetaric  Acir. 

Mesotartario  acid,  which  is  also  known  aa 
I'tarlaric  acid,  was  first  obtained  by  Pasteur, 
together  withracemic  acid,  by  heating  cinchonine 
d-  or  i-tartrate  for  some  time  at  170°.  Most  of 
the  methods  of  preparation  result  also  in  the 
production  of  racemic  acid,  the  best  being  that 
of  HoUeman  (u.  Bacemic  acid).  It  may  also 
be  obtained  by  treating  mesodiaminosuccinio 
acid  with  nitrous  acid  (Farchy  and  Tafel,  Ber. 
1893,  26,  1986;  cf.  Lehrfeld,  ibid.  1881,  14. 
1819),  or  by  oxidising  sorbin  (Dessaignes, 
Annsilen,  Suppl.  2,  242),  erythritol  (Przybtek,  J. 
Russ.  Phys.  Chem.  Soc.  1880,  12,  209)  or  gly- 
cerol (ibid.  1881,  13,  330)  with  dilute  nitric  acid. 

It  crystallises  in  rectangular  plates  containing 
1  mol.  of  water  of  crystallisation,  and  has  m.p. 
140°  and  sp.gr.  1-666  (Bischoff  and  Walden, 
Ber.  1896,  29,  1702).  It  is  slightly  less  soluble 
in  water  than  tartaric  acid.  Its.  affinity  con- 
stant is  0-060.  The  mesotartrates  reseiuble  the 
tartrates  except  in  their  solubility  and  in  the 
number  of  molecules  of  water  of  crystaUisation 
which  they  contain.  Thus  the  calcium  salt 
contains  SH^O  and,  like  the  potassium  salt,  is 
more  soluble  than  the  corresponding  salt  of 
tartaric  acid.  Marckwald  and  Karczag  (Ber. » 
1909,  42,  1518)  have  prepared  two  optically 
active  methyl  hydrogen  mesotartrates  by 
boiling  mesotartario  acid  with  methyl  alcohol 
and  resolving  the  resulting  raoemic  ester  with 
strychnine. 

TARTRAZINE  v.  PrRAZOLONE  coloueimo 

MATTBKS. 

TARTRONIC  ACID,  hydroxymalonic  aeii 
H0'CH(C02H)j,  discovered  by  Dessaignes  in 
1853  as  a  decomposition  product  of  an  aqueous 
.solution  of  dinitrotartaric  acid  and  hence  named 
tartronic  aeid  (Annalen,  1852,  82,  363  ;  1854,  89, 
339  ;  compare  Demole,  Ber.  1877,  10,  1788) ;  is 
also  obtained  by  reducing  mesoxalic  acid  with 
sodium  amalgam  (Deichsel,  Zeitsoh.  Chem.  1865, 
69) ;  by  the  action  of  baryta  water  or  of  silver 
oxide  on  monobromomalonic  acid  (Pinner,  Ber. 
1875,  8,  963;  Petrieff,  ibid.  1878,  11, -414);  by 
hydrolysing  ethyl  monochloromalonate  with 
potassiiim  hydroxide  and  decomposing  the 
calcium  salt  with  oxalic  acid  (Conrad  and 
Bischoff,  ibid.  1880,  13,  595) ;  by  the  action  of 
baryta  water  on  dibromopyruvic  acid  (Grimaux, 
Bull.  Soc.  chim.  1877,  [ii.]  27,  440) ;  or  of  dilute 
sodium  hydroxide  on  ethyl  trichlorolactate 
(Pmner,  1885,  Ber.  18,  762).  Tartronic  acid 
can   be  obtained  by  the  careful  oxidation  o£ 
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■glycerol  with  nitric  acid  (Sadtler,  ibid.  1875,  8, 
.1456)  or  potassium  permanganate  (Campani  and 
Bizzarri,:Gazz.  chim.  ital.  1880, 10, 489 ;  compare 
ibid.  1883,  13,  490) ;  and  it  has  been  synthesised 
by  treating  glyoxylic  acid  with  potassium 
cyanide  and  boiling  the  product  with  baryta 
water  (Bottinger,  Ber.  1881, 14,  729).  Tartropic 
acid  is  most  conveniently  prepared  by  heating 
an  aqueous  solution  of  dihydroxytartaric  acid 
until  carbon  dioxide  ceases  to  be  evolved  and 
finally  evaporating  the  solution  (Fenton,  Cihem. 
Soo.  Trans.  1898,  73,  73  ;  compare  Griiber,  Ber. 
1879,  12,  514). 

Tartronio  acid  crystallises  from  water  in 
large,  hard,  anhydrous  prisms ;  it  subUmes  when 
carefuUy  heated  at  110°-120°  (Conrad  and 
Bischoff,  I.C.);  melts  at  158°-159°  (Eenton,  I.e. ; 
Skinner,  Chem.  Soc.  Trans.  1898,  73,  489) ;  at 
155°  (GruberV  U. ;  Massol,  Compt.  rend.  1892, 
114,  422)';  at  145°-160°  (Grimaux,  l.c.) ;  melts 
and  decomposes  at  185°-187°  .  (Conrad  and 
Bischoff,  I.e.);  at  178°-180°  (Campani  and 
Bizzarri,  Gazz.  chim.  ital.  1882,  12,  1);  at  184° 
(Pinner,  I.e.);  at  183°  (Bottingter,  I.e.).  It  has 
electrical  conductivity  jUo=357(Ostwald,Zeitsch. 
Physikal.  Chem.  3,  369),  affinity  constant  K= 
D"107  (Skinner,  I.e.) ;  for  heats  of  neutraUsation 
compare  Gal  and  Werner  (Compt.  rend.  1886, 
103,  871,  and  Massol  {I.e.).  It  is  readily  oxidised 
by  hydrogen  peroxide  in  the  presence  of  ferrous 
salts  into  mesoxalio  acid  (Fenton,  Chem.  Soc. 
Trans.  1900,  77,  71). 

Salts.  Tartronio  acid  forms  both  normal  and 
acid  salts,  which,  with  the  exception  of  the  salts 
of  the  alkali  metals,  are  insoluble  or  only  sparingly 
soluble  in  water  (Pinner,  Ber.  1885,  18,  752). 
The  following  salts  are  described  i^-Ammonium 
CaHjOstNHi),  and  G3Hj06(NH4)  (Dessaignes, 
I.e.);  sodium  CjHjOjNaj  is  deliquescent  and 
becomes  anhydrous  at  110°,  the  acid  salt  is  un- 
stable ;  potassium,  C3H2O5K2  and 

C3Ha05K,iH,0 
(Conrad  and  Bischoff,  l.c. ;  Massol,  i.e.) ;  barium 
G,H205Ba,2H20 ;  calcium  C3H205Ca,2JH20 
*  (Pinner,  l.c.) ;  zinc  and  m^ercury  salts  are  white 
precipitates,' coiaK  salt  is  a  red  flocculent  precipi- 
tate ;  the  copper  salt  bluish-green  crystals  (Con- 
rad and  Bischoff,  l.c.) ;  lead  salts  CaHjO^Pb  and 
(C,H05)jPbj,2H20) ;  cadmium  salt  CsHjOjCd 
(Gruber,  l.c.);  silver  salt  CaHjOtAg, is  crystalline 
(Conrad  and  Bischoff,  I.e.);  manganese  salt 

[C02H-CH(OH)-COO]2Mn 
orystalUses  in  the  triclinic  system  (Campani  and 
Bizzarri,  I.e.) ;    the  aluminium  in  the  complex 
COCH-COG-NH. 

I      I 
alumintum  compound  0     0  is  not 

'    AlOH.HjO 
precipitated  by  ammonia  (Hamus  and  Quadrat, 
Zeitsch.  anorg.  Chem.  1909,  63,  306). 

Derivatives.  The  ethyl  ester  H0Cfl(C00Et)2 
has  m.p.  2°,  b.p.  120-5°-121°/]5  mm.  (Filippo, 
R«c.  trav.  chim.  1910,  [ii.]  14, 113  ;  Freund,  Ber. 
1884,  17,  780  ;  Pinner,  i.e.) ;  it  forms  an  acetate 
CH(OAc)(C02Et)2,  b.p.  235°-245°  under  atmo- 
spheric-pressure, or  158°-163°/G0  mm.,  of  which 
ihs  ethyl  derivative  CEt(OAo)(COjEt)2  has  b.p. 
151°-^153°/30  mm.  (Conrad  and  Bruckner,  Ber. 
1891,  24,  2997J ;  the  phenyl  ether 
CH(OPh)(COjEt), 


has  b.p.  230°-240°/60  mm.,  and  yields  the 
orystaUine  acid  CH(OPh)(COOH)j  on  hydrolysis. 
The  ?»e%«  esUr  HO-CH(COaMe)j  has  m.p.  44-5°- 
45°,  b.p.  122°/19  mm.  (Filippo,  I.e.);  the  chloro 
derivative  H0-CCl(C02Me)j  has  m.p.  42°,  is  un- 
stable and  converted  into  methyl  dihydroxy- 
malonate  on  exposure  to  moist  air ;  the  bromo 
derivative  H0-CBr(C02Me)j,  m.p.  30°  (decomp.) 
dissociates  at  40°  into  hydrogen  bromide  and 
methyl  mesoxalate ;  the  anilino  derivative 
PhNH-C(OH)(COsMe)a  has  m.p.  102°  and  yields 
methyl  phenyUminomalonate  NPh :  C(G02Me)2 
by  the  action  of  phosphoric  oxide  (Curtiss  and 
Spencer,  J.  Amer.  Chem.  Soc.  1909,  31,  1053). 

Tartronamic  acid  COjH-CH(OH)CONHj  pre- 
pared by  boiling  freshly  prepared  sodium 
dialurate  with  water,  forms  large  needles  or 
prismatic  crystals,  m.p.  160°  (decomp.),  and 
yields  crystalline  barium  {OJS.fi^)^&,'H.fi, 
lead  (CjHj04N)jPb,JH20 ;  .potassium 

C3HjOiNK,H20 
and    silver    C^Rfi^Ag    salts    (Mensohutldn, 
Annalen,  1876,  182^  82). 

Tartronamide  HO-CH(CONH3)2  has  m.p. 
195°-196°  (Pinner,  I.e.),  198°  (Freund,  l.c.)  and 
gives  the  biuret  reaction  (Schiff,  Ber.  1896,  29, 
298,  1354).     Tartrono-dimethylamide 

HO-CH(CONSMe)j 
has  m.p.  153°-164°  (FiUppo,  I.e.). 

Alhyl  substituted  tartronio  acids.  Methyl 
tartronic  acid  H0-CMe(C02H),  has  m.p.  178° 
(Schmoger,  J.  pr.  Chem.  [ii.]  14,  77 ;  19,  168 ; 
24,  38  ;  Bottinger,  Ber.  1881,  14,  87,  148  ;  1884, 
17, 114) ;  ethyltartronic  acid  H0-CEt(C02H)j  has 
m.p.  98°  (Guthzeit,  Annalen.  1881,  209,  232) ; 
isobutylta/rtronic  acid  H0-C(CjH8)(C0jH)j  has 
m.p.  110°-114°  (Conrad  and  Bischoff,  Annalen, 
1881,  209,  218),  bemyltartronic  acid 
CH2Ph-C(OH)(C02H)j 
has  m.p.  143° ;  all  these  acids  decompose  at 
their  melting-point,  j^ielding  the  corresponding 
member  of  the  acetic  acid  series. 

Aryl    substituted    tartronic    acids.     Alloxan 
condenses   with   aromatic   amines,   phenols  or 
polyhydrio   phenols   in   the   presence   of   con- 
densing agents  to  form  compounds  of  the  types 
,C0  ■  NH  ,C0  •  NH 

/  I  J  \ 

NH2-R-C(0H)  CO    and    HO-R-C(OH)  CO 

\  I  \  I 

\C0  •  NH  \C0  •  NH 

and  these  are  readily  hydrolysed  by  alkali  to 
give  the  alkali  salt  of  the  corresponding  substi- 
tuted tartronic  acid 
NH2-R-C(0H)(C00K)2 

and  H0-R-C(0H)(C00K)j 
from  which  the  acid  is  usually  ejisily  obtained. 
The  following  acids  obtained  by  these  methods 
are  described  in  the  patent  htcraturo  (I).  E.  PPi 
107720,  112174,  113722,  114904,  116817):— 
^-ethylaminophenyltartronic  acid 

NHEfC.Hj-C(0H)(C02H)2, 
m.p.  163°  (decomp.) ;  Tp-diethylaminophenyl- 
tartronic  acid  NEta-C.H^-CaHaOe,  m.p.  107°- 
108°  (decomp.) ;  v-benzylaminophenyltartronic 
act<iC^H,NH-C,H.-0aH3O5,m.p.  137° (decomp.);  - 
potassium  hydrogen  ■p^ethylbenzylaminotartronuie 
CjHjNEt-CjHj-CaHjOjK ;  ji-phenylaminophenyl- 


tartronic  acid  NHPh-CjHiCaHaO 


127°  (decomp.);    ^-iminodiphenyUmronic  acid 


'artroni 


125° 
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NH(C,Hj-C3H305)2  as  potassium  hydrogen  salt 
only ;   p-amino-m-tolyltartronic  acid 

NHj-CH.-CaHaOj, 
m.p.    IM'-igS"    (deoomp.) ;     p-ethylamino-m- 
tolyltartronic  acid  NHEt-CjHj-CaHaOs ;  p-amino- 
m-meihoxyphenyltartronic  acid 

NH,-O.H,(OMe)C,H30j, 
m.p.    187°-188°   (decomp.) ;    ■^■methylamino-m- 
methoxypJienyltartronic  acid 

NHMe-OjEsCOMejCaHaO,, 
m.p.  135°  (decomp.) ;  ■p-amino-m-ethoxyphenyl- 
tartronic  acid,  m.p.  150°  (deoomp.) ;  -p-amino-o- 
chlorophenyltartronic  acid  NHj-CjHsCl-CjHjO,, 
m.p.  198°-199°  (decomp.);  -p-dimethyl-  and  p- 
diethyl-amino-o-chlorophenyltartronic  acids  as  po- 
tassium hydrogen  salts  only  ;  p-ethylenediamino- 
diphenyltartronic  acid  0iH.tN.J1.2{C,Bi-C3B.3O^)2 
decomposes  at  400° ;  o-hydroxyphenyltartronie 
acid  HO-0,Hj-C3H305,  m.p.  118°-120°  (decomp.); 
Tp-hydroxy-m-methoxy-phenyliartronic  acid ;  o- 
hydroxy-m-tolyUartronio  acid ;  and  m-Tp-dihy- 
droxyphenyltarironic  acid.  M.  A.  W. 

TASMANITE  w.  Resins. 
TAURINE,  a-amino-$-ethanesvlphonic  acid 
NH2-CHj-CH3-S03H, 
in  combination  with  oholio  acid  forms  one  of  the 
chief  constituents  of  the  bile  of  oxen  and  other 
animals,  whence  it-  was  obtained  by  Gmelin  in 
1826 ;  it  was  afterwards  investigated  by  Demar- 
(jay  (Annalen,  1838,  27,  286)  and  by  Dumas  and 
Pelouze  {ibid.  292),  who  overlooked  the  fact 
that  it  contained  sulphur  and  gave  it  the  formula 
CjHjNOj. .  Redtenbacher  (ibid.  1846,  57.  170), 
remarking  on  the  strangely  inert  behaviour 
towards  strong  acids  of  a  compound  containing 
so  large  a  proportion  of  oxygen,  reinvestigated 
the  compound,  and  on  fusion  with  alkau  ob- 
tained evidence  of  the  presence  of  sulphur,  and 
gave  it  the  correct  formula  CjHjNOaS.  Taurine 
occurs  in  the  muscles  and  organs  of  Bojanus  of 
Mytilus  edulis  (Kelly,  Beitr.  cnem.  Physiol.  Path. 
1904,  5,  377) ;  in  the  extract, of  muscle  and  the 
liepato-pancreas  of  various  marine  gasteropods 
(Mendel,  ibid.  582) ;  and  in  meat  extract  (Micko, 
Zeitsch.  Nahr.  Genussqj.  1908,  15,  449 ;  Zeitsch. 
physiol.  Chem.  1908,  56,  180).  The  source  of 
the  taurine  in  the  animal  economy  is  the  cystine 
of  the  ingested  protein,  the  oxidation  occurring 
in  the  liver  ;  experiments  on  dogs  serve  to  show 
that  the  administration  of  cystine  leads  to  an 
increase  in  the  output  of  taurine  (Von  Berginann, 
Beitr.  chem.  Physiol.  Path.  1903,  4,  192) ;  and 
experiments  on  cats  show  that  if  artificial 
cystinuria  is  produced  there  is  a  consequent  fall 
in  the  taurine  of  the  bile  (Gibson,  Proc.  Amer. 
Soc.  Biol.  Caiem,  1908,  16). 

Synthesis.  Taurine  can  be  synthesised  from 
ethylene  by  the  following  series  of  reactions  : — 
ethylene  (fibromide  is  converted  by  the  action 
of  antimony  pentachloride  into  ethylene  chloro- 
bromide,  which  on  treatment  with  potassium 
thiocyanate  yields  ethylene  chlorothiocyanate  ; 
this  is  converted  by  oxidation  into  chloro- 
ethylsulphonio  acid,  the  silver  salt  of  which 
reacts  with  ammonia  at  100°-120°,  yielding 
taurine  ^ 

CoH. -»  CoH^Bra  -»  CH.aBi  -»  CjH4Cl(CNS) 
->  C^H.aSOaH ->  C2H,(NH2)S03H 
(James,  Chem.  Soc.  trans.  1879,  35,.  810  ;  com- 
pare Kolbe,  Annalen,  1862,  122,  33).     Taurine 
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can  also  be  readily  prepared  from  cysteic  acid 
(o-amino-;8-sulphopropionio  acid)  by  heating  it 
with   water    in   a  sealed  tube   at  235°-240''. 

SOjE'CHjCHCNHaJCO^H  -»  SOjH-CHj-CHa-NHa 
(Friedmann,  Beitr.  Chem.  Physiol.  Path.  1903. 
3,  1). 

Taurine  crystallises  in  large  tetragonal  plates, 
that  decompose  on  heating  above  240° ;  it  is 
soluble  in  15-5  parts  of  water  at  12°,  or  in  25,000 
parts  of  90  p.c.  alcohol  at  17°  (Stutzer,  Zeitsch. 
anal.  Chem.  1892,  31,  503). 

When  taurine  is  administered  to  human 
subjects  or  to  dogs,  it  is  eliminated  partly  un- 
changed and  partly  in  the  form  of  taurocarbamio 
acid  (u.  infra ;  Salkowski,  Ber.  1873,-  6,  744) ; 
when  fed  to  fowls  a  considerable  portion  re- 
appears unchanged  in  the  excreta,  the  remaindeu 
is  oxidised  to  sulphuric  acid  (Ctech,  ibid.  1877,  10, 
1461). 

Salts.  Taurine  has  a  neutral  reaction,  and 
forms  salts  with  bases,  the  silver  C.H.NSO.Ag  ; 
lead  (CiH„NS03)3Pb  and 

'2[(CaH„l!rSO,),Pb],Pb(OH)3 ; 
sodium  C2HjNS0sNa  and  calcium  (C2H,NS03)2Ca 
salts  are  crystalline  and  soluble ;  the  cadmium 
salt  (C3H,NS03)2Cd  is  a  sparingly  soluble  white 
powder;  and  mercury  salt  (CaH,NS03)2Hg  is  in- 
soluble in  cold  and  sparingly  soluble  in  hot 
water  and  is  well  adapted  for  *he  preparation  of 
pure  taurine  and  for  its  detection  (Lang,  Ber; 
1876,9,  853;  Bull.  Soc.  chim.  1876,  [ii.]  25,  180) 

Derivatives.    Ethanesutphonimide   or    anhv- 
/NH 
drotaurine  CjH,^  1  •     obtained  by  the  action  of 

\S02 
ammonia  on  )3-chloroethylsulphonic  chloride  i^ 
a  gum-Uke  solid,  m.p.  45°-50° ;   is  not  decom- 
posed on  heating  with  water  at  150°,  and  yields 

a  mercury  derivative  OjHj^i         HgwithHgO 

(James,  Chem.  Soc.  Trans.  1886,  49,  486). 

The  mono-,  di-  and  tri-substituted  taurines 
are  obtained  by  heating  the  amine  salt  of 
fl-chloroethylsulphonic  acid  with  the  necessary 
qusOitity  of  the  amine  at  160°  in  a  sealed  tube  fou 
10  hours. 

Meihyltaurine  NHMe-C2Hi-S0sH,  m.p."  241°- 
242°,  forms  lustrous  prisms  belonging  to  the 
anorthic  system  ;  eihyltaurine  NHEt-CjHi'SOjH 
rhombic  prisms,  m.p.  147°  ;  aUyltaurine 

NH(C3H5)C2H,-S03H 
rhombic  prisms,  m.p.  190°-195°  ;  phenyltaurine 
NHPh-CjHj-SOaH,  thin  silky  leaves,  m.p.  277°^ 
280°  (deoomp.).     Dimethyltaurine 

NMe2-C2Hi-S03H,H20 
darkens  at  270°-280°  and  finally  decomposes ; 
dietkyltaurine  NEtj'CzHj-SOjH,  m.p.  161° ; 
methylphenyltaurine  NMePh-C2Hi-S03H.  Tri- 
methyliaurine  is  an  analogue,  of  betaSne  and 
probably  has  the  constitution  represented  by 

the  forpiula   C2Hi<_gQ^f>0.  since  it  yields 

pure  trimethylamine  when  boiled  with  excess  of 
baryta,  and  does  not  give  any  trace  of  methyl 
iodide  on  heating  with  hydrogen  iodide;  it 
crystallises  in  rhombic  plates  that  remain  un- 
changed at  300°  (James,  Chem.  Soc.  Trans. 
1885,  47,  367 ;  1886,  49,  486 ;  Dittrich,  J.  pr.. 
Chem.  1878,  [ii.]  18,  63).  Taurocyamine 
NH :  C(NH2)KH'C2ni-S03H.     .- . 
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obtained  by  heating  taurine  and  cyanamide  at 
100°-120°  forms  soluble  white  prisms,  m.p.  224°- 
226° ;   methyltaurtxyaniine 

NH :  C(NH2)NMe-C3H,-SO,H,HjO 
similarly  formed  from  methyltaurine  crystallises 
in  large  monoclinic  prisms  that  become  anhy- 
drous at  110°  and  turn  brown  at  285°  (Dittrioh, 
I.e. ).  Phenyltaurocyamine  forms  glistening  leaves 
that  do  not  melt  at  300°  ;  dimethyliaurocyamine 
(CH,)j(CN-NH2)CjH4-S03H  has  m.p.  248°  (de- 
comp.)  (James,  Chem.  Soc.  Trans.  1885,47,  367)., 

Taurine  condenses  with  benzoic  and  with 
phthalic  anhydride  to  form  the  compounds 
C,jHj„NjSjO,  m.p.  175°,  and 

C,sH,,N3S,Oie,7H,0  (?), 
m.p.   50°,  respectively   (Tauber,   Beitr.    chem. 
Physiol.  Path.  1903,  4,  323). 

Taurocarhamic  acid,  a-carbamido-P-ethane- 
sulphonic  acid,  NHj-CO'-NH-CHj-CHj-SOjH 
occurs  in  the  Jirine  after  the  administration  of 
taurine,  and  probably  also  in  normaf  urine. 
The  potassium  salt  is  readily  prepared  from 
taurine  and  potassium  cyanate  (Salkowski,  Ber. 
1873,  6,  1191).  The  acid  is  also  prepared  by 
oxidising  ethylenepseudothiourea  with  bromine 
water  (Gabriel,  ibid.  1889,  22,  1142) ;  or  by 
condensing  taurine  with  urea  in  the  presence  of 
barium  hydroxide  (Lippich,  ibid,  1908,  41, 
2968). 

Taurocarhamic  acid  forms  prismatic  crystals 
that  begin  to  decompose  in  a  closed  tube  at  160°, 
the  mass  again  becoming  crystalline  and  melting 
at  300°  with  decomposition.  M.  A.  W. 

TAUROCHOLIC  ACID  Cj.H„NO,S  occurs 
in  the  form  of  its  sodium  salt  as  one  of  the  chief 
constituents  of  the  bile  salts.  It  yields  taurine 
and  chohc  acid  on  hydrolysis ;  and  has  been 
synthesised  by  condensing  the  azide  of  oholio 
acid,  CjjHjjOa-CONj  with  an  alkaline  solution 
of  taurine  (Bondi  and  Miiller,  Zeitsch.  physiol. 
Cliem.  1906,  47,  499 ;  compare  Tauber,  Beitr. 
chem.  Physiol.  Path.  1903,  4,  323),  v.  Bile. 

TAXINE  CajHsaNOio  (?)  is  an  alkaloid 
which  is  supposed  to  form  the  poisonous  con- 
stituent of  the  leaves,  shoots,  and  fruit  of  Jthe 
yew  tree  {Taxus  baccata  (Linn.)).  It  was  dis- 
cAvered  by-  Lucas  (J.  1856,  550 ;  Arch. 
Pharm.  1857,  85,  145),  but  was  first  prepared 
more  or  less  pure  by  Marm6  in  1876  (Hilger  and 
Brande,  Ber.  1890,  23,  464).  It  may  be  ob- 
tained by  extracting  the  powdered  leaves  and 
seeds  with  ether  or  hot  alcohol,  and  after  dis- 
tiUing  off  most  of  the  latter,  treating  the  residue 
with  dilute  acid  and  then  precipitating  with 
a,mmonia,  the  last  two  processes  being  repeated 
until  the  product  becomes  colourless.  A  better 
yield  is  said  to  be  obtained  by  extracting  the 
leaves,  &o.,  with  water  acidified  with  sulphuric, 
tartaric,  or  oxalic  acid  (Vreven,  Pharm.  J.  1896, 
4,215;  Sauvan,  iiid.  177  ;  Thorpe  and  Stubbs, 
Chem.  Soc.  Trans.  1902,  874;  Moss,  Sci.  Proc. 
Roy.  Dublin  Soc.  1909,  12,  92.  See  also  Amato 
and  Capparelli,  Gazz.  chim.  ital.  10,  349 ; 
Marm6,  Chem.  Zentr.  1876,  166). 

From  two  specimens  of  the  leaves  of  a  female 
Irish  yew,Mos8  obtained  0-323  p.c.and  0-623  p.o., 
from  the  seeds  6f  the  fruit  of  the  same,  0-079  and 
0-082  p.c. ;  whilst  from  the  leaves  of  a  male 
specimen  he  obtained  0-082  p.c.  The  fleshy 
part  of  the  berries,  however,  contained  no 
taxine.    In  the  common  yew,  both  male  and 


female,    Thorpe   and    Stubbs   obtained    about 
0-18  p.o.  taxine. 

Taxine  is  a  dull,  white,  amorphous  powder, 
m.p.  82°  (slight  decomposition).  By  micro- 
scopic examination.  Moss  detected  signs  of 
softening  at  60°.  It  is  odourless,  has  a  very 
bitter  taste,  is  almost  insoluble  in  water,  and  in 
light  petroleum,  but  is  readily  soluble  in  ether, 
alcohol,  acetone,  chloroform,  or  benzene,  also 
in  dilute  acids  and  to  a  slight  extent  in  excess  of 
ammonia.  When  heated  in  a  glass  tube,  a 
white  cloud  appears  and  drops  of  oil  condense 
and  then  solidify  on  the  cool  parts  of  the  tube. 
When  treated  with  hydrochloric  acid,  it  de- 
composes readily  (Thorpe  and  Stubbs,  I.e. ; 
Moss,  I.e.).  With  sulphuric  acid  it  gives  a 
brown  to  purplish-blue  colour ;  whilst  if  nitric 
acid  is  present  the  colour  is  a  very  deep  pink. 
With  reagents  generally  it  gives  the  character- 
istic alkaloid  reactions.  When  heated  with 
soda  lime,  ammonia  is  evolved.  Taxine  forms 
a  series  of  soluble  salts  with  acids  and  charac- 
teristic double  salts  with  a  number  of  metalho 


Taxine  depresses  the  action  of  the  heart  in 
frogs,  rabbits,  cats  and  dogs..  It  interferes  with 
the  respiration  and  causes  death  in  a  short  time 
through  suffocation. 

Taxicatin  CjjHjiiO,,  an, inodorous  slightly 
bitter  substance,  m.p.  166°-167°;  when  combined 
with  2  molecules  of  water  its  m.p.  is  165°; 
[d]j)— 72-9°;  is  also  found  in  Taofiis  baccata 
(Lefebvre,  J.  Pharm.  Chim.  1907,  26,  241). 

TCHA-LAN.'  A  blue  powder  containing 
copper ;  used  by  the  Chinese  for  obtaining  a 
blue  colour  on  porcelain  (Ebelmen  and  Salvitatj 
Ann.  Chim.  Phys.  [iii.]  35,  338). 

TEA.  This  term  is  usually  understood  to 
signify  both  the  dried  leaves  of  certain  plants  be- 
longing to  the  natural  order  TernsiroBmiacece 
(notably  two  species  of  Tkea — T.  chinensi^  and  T. 
assamica,  or  of  hybrids  between  these  two) ;  and 
also  the  aqueous  infusion  prepared  from  them. 

Tea  has  been  used  in  China  for  many  cen- 
turies. Reference  to  it  is  said  to  have  been  made 
by  a  Chinese  writer  who  lived  2700  years  B.C. 
as  well  as  in  poems  edited  by  Confucius,  about 
500  B.C.  It  appears  at  first  to  have  been  used 
only  medicinally,  but  Yo  Lu,  a  writer  who  lived 
during  the  latter  part  of  the  Tang  dynasty, 
which  lasted  from  618  to  906  a.d.,  says  that 
it  was  drunk  in  the  sixth  century,  and  that 
during  the  eighth  century  it  became  so  common 
that  a  tax  was  levied  on  it.  Arab  writers  speak 
of  it  in  China  in^  the  ninth  century,  and  it  seems 
to  have  been  introduced  into  Japan  in  810,  where 
its  cultivation  was  commenced  early  in  the  thir- 
teenth century.  There  was  no  knowledge  of  tea 
in  Europe  until  after  1517,  when  intercourse 
began  between  Portugal  and  China.  It  was  first 
brought  to  Europe  in  1610  by  Dutch  merchants, 
and  some  years  later  was  introduced  into  Eng- 
land. A  Mr.  Wickham,  the  agent  of  the  East 
India  Company  in  Japan,  ^vrote  to  an  officer- 
friend  named  Eaton,  in  1615,  asking  for  '  a  pot 
of  the  best  sort  of  chaw '  (tea),  and  in  Mr. 
Eaton's  own  accounts  occurs  the  item,  'Three 
silver  porringers  to  drink  chaw  in.'  Pepys 
mentions  ha-ring  tasted  it,  and  writes  in  his 
diary,  28th  September,  1660,  '  I  did  send  for  a 
cup  of  tee  (a  China  drink),  of  which  I  had  not 
drank  before,'  and,  June  28th,  1067,  '  Home  and 
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tliere  find  my  wife  making  of  tee,  a  drink  which 
Mr.  Pelling  the,  Potticary  tells  her  ia  good  for 
her  cold  and  defluxions.'  The  East  India 
Company  presented  2  lbs.  of  tea  to  Catherine, 
the  Queen  of  Charles  II.,  in  1664,  and  in  1669 
they  imported  it  directly  from  China.  Garway, 
the  first  tea-dealer  in  London,  issued  in  1659  a 
broad-sheet  headed,  '  An  exact  description  of 
the  growth,  quality,  and  virtues  of  the  leef  of 
Tea.'  In  1660  he  bought  a  lot,  and  sold  it 
according  to  quality  at  from  15«.  to  60«.  per  lb. 
He  had  the  infusion  '  made  according  to  the 
directions  of  the  most  knowing  merchants  and 
travellers  into  those  Eastern  countries.'  Much 
prejudice  had  to  be  overcome,  however,  before 
tea  became  a  popular  beverage  in  England, 
owing  to  the  fashion  of  tea  drinking  being  a 
foreign  one,  and  Jonas  Hanway,  one  of  the 
leading  opponents  of  the  new  custom,  describes 
it,  in  his  Essay  on  Tea,  published  in  1707,  as 
'  pernicious  to  health,  obstructing  industry  and 
impoverishing  the  nation.'  In  1666,  there  were 
not  more  than  100  lbs.  of  tea'brought  to  Europe, 
and  its  price  was  as  high  as  60s.  per  lb.,  but 
about  ten  years  later,  the  quantity  imported 
from  China  by  the  East  India  Company  had 
reached  nearly  5000  lbs. '  By  1725,  the  price 
had  fallen  to  from  ISs.  to  20«.  for  black  tea,  and 
to  from  12«.  to  30*.  for  green  tea.  In  1745  the 
amount  brought  to  England  alone  was  730,000 
lbs.,  and  in  1800  the  infusion  had  become  a  very 
general  beverage  in  this  country.  The  foUomng 
table  gives  some  idea  of  the  growth  of  the  con- 
sumption of  tea  in  the  British  Isles  during  the 
last  century : — 

Amount  con-     Amount  per  head 
Year  sumed  (lbs.)    of  population  (lbs.) 

1800  23  million  1-4 

1850  61         „  1-8 

1860  77        „  2-6 

1870  118        „  3-7 

1880  158        „  4-5 

1890  194        „  50 

1900  250        „  6-0  • 

1910  287        „  6-3 

1912  296        „  6-4 

The  reduction  ,of  duty  has  no  doubt  aided 
this  rapid  increase.  From  about  1833,  when  the 
monopoly  of  the  East  India  Company  was  with- 
drawn, the  high  duty  of  6«.  or  8«.  per  lb.  was 
gradually  reduced  until  in  1865  it  was  6d.  per  lb. 
Mr.  Goschen  reduced  it  to  id.  in  1890,  since  when 
it  has  varied  between  8d.  in  1904,  to  Bd.  per  lb., 
which  is  the  duty  at  the  present  time  (1913). 

China  and  Japan  were  formerly  the  only 
great  tea-producing  countries,  although  the 
plant  was  known  as  far  back  as  1780  to  be 
growing  in  India,  In  1788,  Sir  Joseph  Banks 
pointed  out  the  advantages  that  would  follow 
from  the  cultivation  of  tea  in  India,  and  in  1820 
Mr.  David  Scott  sent  leaves  to  Calcutta  from 
wild  tea-plants  growing  in  the' districts  that  Sir 
J.  Banks  had  named  as  suitable  for  tea-plant- 
ing; but  owing  to  some  doubt  as  to  the  true 
character  of  the  leaves  no  action  was  taken  in 
the  matter. 

Mr.  C.  A.  Bruce  noticed  the  tea-plant  grow- 
ing wild  in  the  jungles  of  Assam,  and  in  1839  he 
received  a  gold  medal  from  the  Society  of  Arts 
for  this  discovery,  and  for  successfully  growing 
and  preparing  China  tea  in  India.  Mr.  Bmce's 
right  to  this  medal  was  disputed  by  Captain 


Charlton,  who  said  that  he  had  pointed  out  the 
indigenous  Assam  tea-plant  in  1832.  Tlie  honour 
of  its  discovery  has  also  been  claimed  for  Mo- 
neram  De wan,  a  native.  Lord  William  Bentinok, 
when  Governor-General,  formed  a  committee  to 
introduce  the  cultivation  of  tea  into  India  ;  and 
in  1834  Dr.  Wallish  admitted  that  David  Scott 
had  been  correct  with  regard  to  the  leaf.  The 
Government  committee  at  first  sent  to  China  for 
seed  and  for  skilled  manufacturers,  but  Captain 
Jenkins  again  pointed  out  the  indigenous  Thea 
asaamica,  and  this  was  used  for  some  years. 

In  1836,  1  lb,  of  tea  was  sent  from  India 
to  London  ;  in  1837^  5  lbs. ;  in  1838,  12  small 
boxes  ;  in  1839,  95  boxes.  In  1839  the  Assam 
Tea  Company  was  formed,  which  in  1840  bought 
one  of  the  Government  tea-gardens  that  had 
failed,  and  the  cultivation  has  been  carried  on  by 
private  enterprise  ever  since.  The  Government, 
however,  was  not  satisfied  with  the  amount  of 
success  attained,  and  a  few  years  afterwards 
sent  Mr.  Robert  Fortune  to  China  to  study  the 
cultivation  and  manufacture  of  tea,  and  to  bring 
seeds  and  plants  thence  to  India.  He  found 
excellent  tea  grown  and  made  in  the  Chusan 
Islands,  and  in  the  neighbourhood  of  Ning-po 
and  of  the  Temple  of  Tein-tung,  twenty  miles 
inland  ;  but  as  this  was  only  for  home  consump- 
tion, he  determined  also  to  see  and  get  seeds  and 
plants  from  the  districts  of  the  interior,  though 
this  was  forbidden  to  foreigners  by  Chinese  law. 

In  1849  he  took  his  young  tea  plants  to 
Hong  Kong,  and  sent  them  in  four  different 
vessels  to  Calcutta.  In  April,  1850,  he  returned 
to  Shanghai  and  the  north  to  get  implements 
and  engage  manufacturers  to  accompany  him. 
Altogether  he  introduced  more  than  12,000 
plants  into  India,  and  went  carefully  over  the 
chief  tea  districts  there,  travelling  up  the 
Ganges  and  beyond  Allahabad.  The  planta- 
tions over  the  principal  tea  districts  there  lav 
about  29°  and  30°N.  lat.  and  78°  and  79°E.  long, 
and  were  chiefly  in  the  neighbourhood  of  Al- 
morah,  situated  about  4000  and  5000  ft.  above 
the  sea.  The  pi^ncipal  districts  now  are : 
Upper  and  Lower  Assam,  Bheel,  Caohar,  Chota 
Nagpore,  Chittagong,  Darjeeling,  Dooars,  Dehra 
Doon,  N^ilgherry,  Sylhet,  Terai,  and  Travanoore. 

Although  in  India  the  native  plant  or  a  hybrid 
is  now  used  {v.  Cultivation),  Fortune's  intro- 
duction of  Chinese  growers  and  manufacturers 
to  teach  methods  to  the  natives  must  have 
greatly  aided  the  Indian  industry. 

The  rapid  increase  in  the  amount  of  Indian 
tea  imported  into  England  may  be  seen  from  the 
fact  that  in  1857  we  received  from  India  only 
121,000  lbs.,  whilst  half  a  century  later  the 
amount  was  over  150  million  lbs.  In  1889  the 
supply  of  Indian  tea  to  the  United  Kingdom 
for  the  first  time  exceeded  that  from  China, 
which  was  also  surpassed  by  Ceylon  tea  in  1891, 
and  the  excess  has  been  maintained  ever  since, 
with  a  corresponding  diminution  in  the  im- 
portation of  China  tea. 

Many  attempts  at  the  cultivation  and  manu- 
facture have  been  made  in  Ceylon.  In  1868, 
the  coffee  plants  were  diseased  and  the  crop 
failed,  and  attention  was  therefore  turned  to 
the  cultivation  of  other  crops  suitable  to  the 
climate  as  cacao,  cinchona  and  tea.  The,  latter 
industry  has  grown  enormously,  as  may  be  sosn 
from  the  table  below. 
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Ceylon  tea  combines  some  of  the  good  quali- 
ties of  Indian  and  of  Chinese  tea,  and  it  does 
not  require  blending,  but  it  does  not  keep  so 
well.-  In  this  respect  Chinese  tea  is  much  the 
best,  and  it  is  customary  therefore  to  store 
smaller  quantities  of  Indian  or  Ceylon  tea  than 
of  Chinese.  In  comparison  with  Indian  tea, 
Chinese  is  also  more  uniform  in  quality.  Some 
Indian  and  Ceylon  growers  are  apparently  in- 
clined to  attend  more  to  quantity  than  to 
quality.  Our  increased  importation  from  India 
and  Ceylon  is  partly  owing  to  the  heavy  transit 
and  export  duties  levied  on  tea  by  the  Chinese 
Government,  also  to  the  faulty  and  often 
objectionable  methods  of  manufacture,  chiefly 
by  hand  labour,  followed  in  China,  as  compared 
with  the  more  scientific  methods  and  almost 
universal  employment  of  machinery  in  India 
and  Ceylon. 

Imports  to  the  United  Kingdom 
(In  million  lbs.). 


China 

India 

Ceylon 

Other 
00UDt;-ie3 

Total 

1873 

135 

20 

(23  lbs.) 

8i 

163i 

1875 

170 

26 

(1400  „    ) 

14 

1974 

1880 

158i 

45i 

(150,0001bB.) 

3i 

207 

1885 

140 

64i 

3i 

4 

2124 

1890 

69i 

lOOi 

47 

6i 

2234 

1895 

40 

1234 

834 

84 

2554 

1900 

214 

1534 

1144 

94 

299 

1905 

7i 

179 

1064 

154 

3084 

1910 

19 

l80i 

1074 

25 

331 

1912 

20i 

1924 

112t 

354 

^61 

From  the  above  table  it  will  be  seen  that, 
the  rapid  increase  in  the  Imports  of  Indian 
and  Ceylon  tea  was  arrested  during  the  period 
1905-1910,  whilst  the  importations  from 
China  and  other  countries  showed  a  marked 
tendency  to  increase.  This  is  due  partly  to 
-the  fact  that  Indian  tea  is  gradually  displac- 
ing China  tea  in  markets  such  as  Russia, 
the  United  States,  and  Canada,  hitherto  favour- 
able to  the  teas  of  China  and  Japan,  so  that  the 
supply  of  Indian  tea  is  at  present  barely  equal 
to  the  demand.  In  Ceylon-,  moreover,  a  con- 
siderable amount  of  tea  has,  in  recent  years, 
gone  out  of  cultivation  for  the  more  profitable 
cultivation  of  rubber.  Also,  the  Chinese  have 
been  making  strenuous  efforts  to  regain  some 
of  their  lost  trade  by  fiscal  changes  and  by 
attention  to  improved  methods  of  cultivation 
and  manufacture.  Thereturns  for  1912  showed 
a  revival  of  the  Indian  and  Ceylon  tea  trade 
with  the  United  Kingdom. 

The  European  nations  who  consume  most 
tea  are  Great  Britain,  Holland,  and  Russia. 
Next  to  Great  Britain,  the  United  States  import 
more  than  any  other  country,  but  reckoned  by 
the  amount  drunk  per  head  the  people  of 
Australia  and  New  Zealand  are  the  greatest  tea- 
drinkers  in  the  world.  The  following  table 
shows  the  amount  of  tea  consumed  per  head  per 
annum  in  the  principal  tea-drinking  countries  : 

Australia  and 

New  Zealan  d    6  -8  lbs. 
United  Kingdom  6-4  „ 
Canada     .         ,  4-5  „ 
Netherlands      .  1-7  „ 


Russia   . 

1-3  lb 

United  States 

M,. 

Persia    .         . 

0-8  „ 

Chile      . 

0-7  „ 

Argentina 

0-6  „ 

Europe  is  supplied  chiefly  by  China  and 
India,  and  North  America  by  Japan ;  but  China 
black  tea  and  Japan  green  tea  are  being  rapidly 
supplanted  in  Canada  and  the  United  States 
by  Indian  black  and  Ceylon  green  tea  re- 
spectively. 

The  methods  of  making  the  infusion  vary  in 
different  countries.  In  China  a  pinch  of  tea  is 
put  into  the  cup,  boiling  water  is  poured  on  it, 
and  the  infusion  is  drunk  at  leisure,  even  after- 
it  is  cold,  and  without  milk  or  sugar.  The 
water  to  make  it  is  got  from  a  running  stream 
if  possible,  otherwise  from  a  spring,  not  from 
a  well,  and  is  boiled  slowly.  The  methods 
prevailing  in  Japan  are  described  further  on. 
In  England  the  old  fashion  of  letting  the  tea 
'  brew  '  and  constantly  adding  hot  water  to  the 
same  leaves,  is  dying  out ;  and  the  best  tea 
makers  pour  boiling  water  on  to  the  leaves,  which 
have  been  put  into  a  heated  pot,  let  it  stand 
on  them  for  about  five  minutes,  and  then  pour 
off  the  infusion  or  take  out  the  leaves.  The 
reason  for  this  method  is,  that  by  that  time, 
most  of  the  theine  and  essential  oil  but  not  more 
than  a  third  of  the  astringent  tannin  have  been 
extracted.  In  Russia,  lemon-juice  is  added  to 
the  infusion.  In  Germany*,  rum  is  sometimes 
added,  as  well  as  cinnamon  or  vanilla.  In 
Spain,  lemon-verbena  leaves  are  added. 

Botany.  The  tea-plant  (Thea  assamica  or 
Camellia  Thea)  belongs  to  the  order  Temstrae- 
miacece. 

Leaves.  Lanceolate,  serrate,  acute,  and  thick. 
They  are  alternate,  arid  their  stalks  are  short. 
Their  upper  surface  is  green  and  glabrous,  and 
their  under  surface  sometimes'  hairy  on  the 
nerves.  The  veins  from  the  midrib  go  nearly 
to  the  edge,  and  then  unite  to  form  an  intra- 
marginal  vein.  The  leaves  are  dotted  with 
pellucid  oil  glands,  and  numerous  unicellular 
hairs  are  found  on  the  under  surface,  especially 
of  young  leaves.  The  hairs,  after  emerging 
from  the  epiderinis,  bend  suddenly  at  a  right 
angle  in  a  direction  parallel  to  the  surface  of 
the  leaf,  and'  are  very  characteristic.  The 
stomata  are  very  numerous  and  are  bordered  by 
two  special  cells  of  reniform  shape.  Stellate 
crystals  of  calcium  oxalate  occur  in  the  internal 
tissues  or  mesophyll,  as  well  as  thick-walled 
sclerenchymatous  cells  of  very  irregular  shape 
giving  support  to  the  upper  and  lower  layers 
of  the  leaf,  and  known  as  '  sclerites  '  or  '  idio- 
blasts.'  These  serve  to  distinguish  tea  from 
most  other  leaves  likely  to  be  used  for  the 
purpose  of  adulteration. 

Flowers.  White  or  slightly  yellow,  or  rose 
tinted,  axillary,  -regular  and  hermaphrodite. 
Bracts,  two  or  three  below  the  calyx.  There 
are  five  round  and  convex  sepals,  and  five 
obovate  obtuse  petals  (more  rarely,  six  or 
more).  The  stamens  are  indefinite,  monadel- 
phous,  and  adhere  to  the  petals  by  their  base. 
The  styles  are  three  in  number,  with  simple 
stigmas.  The  ovary  is  superior  and  three- 
celled,  each  cell  containing  from^  four  to  five 
pendulous  anatropous  ovules. 

Fruit,  Woody,  forming  a  three-celled  loculi- 
oidal  capsule,  which  remains  green  for  ,a  long 
time.  Each  cell  contains  one  exalbuminous 
seed,  the  remaining  ovules  never  ripening. 

Cultivation.  Our  chief  authority  on  the 
cultivation  and  manufacture  of  tea  in  China  ii 
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Robert  Fortune,  who  in  his  Journey- to  the  Tea 
Countries  of  China  gives  many  interesting  par- 
ticulars about  the  cultivation  and  manufacture 
of  tea,  and  of  his  adventures  in  getting  to  the 
interior  disguised  as  a  mandarin. 

He  states  that  the  parts  of  the  world  best 
suited  by  climate  for  the  cultivation  of  the  tea 
plant  are  China,  Japan,  India,  Ceylon,  South 
America,  parts  of  Australia,  the  shores  of  the 
Mediterranean,  the  middle  of  Rrance,  and  even 
Ireland.  Java  is  now  one  of  the  chief  tea  prp- 
ducing  countries,  and  amongst  other  coiintries 
where  tea  is  more  or  less  successfully  cultivated 
at  the  present  time  may  be  mentioned  Burmah, 
the  Straits  Settlements,  Natal,  Nyassaland, 
Mauritius,  Queensland,  the  Kji  "islands,  Brazil, 
and  the  Caucasus. 

A  warm  climate  is  essential.  In  the  best 
districts  in  China  the  ordinary-  range  ~of  the 
thermometer  in  the  summer  at  3  p.m.  is  between 
80°  and  90°P. ;  it  sometimes  reaches  100°,  and 
it  rarely  falls  below  32°  in  winter. 

The  best  position  for  a  tea-plantation,  if 
other  conditions  ate  favourable,  is  a  slope  facing 
the  south,  because  on  sloping  ground  there  is 
natural  drainage,  and  the  soil  does  not  get  too 
wet ;  it  ought  never  to  be  as.wet  as  in  rice  fields. 
If  fiat  ground  is  used,  the  tea-gardens  are  often 
artificially  raised,  and  are  always  carefully 
chained.  The  spring  rains  are  most  beneficial, 
provided  the  drainage  be  efficient.  There  must 
be  a  constant  supply  of  water,  either  from  natural 
sources  or  by  irrigation.  Hilly  districts  are  suit- 
able, because  the  vegetable  matter  washed  down 
from  above  enriches  the  gentler  slopes  and  the 
level  ground  below.  Increased  altitude  (within 
limits)  appears  to  improve  the  flavour  of  tea, 
but*  with  a  diminution  of  the  quantity  of  leaf 
produced.  The  plant  flourishes  best  in  rich 
loam  mixed  with  sand  and  gravel.  Oak- 
bearing  land  is  considered  extremely  good  for 
tea  plants. 

The  seed — which  is  in  appearance  like  a 
hazel  nut,  having  an  outer  and  an  inner  shell 
inclosing  a  kernel,  alid  ripens  about  a  year  after 
the  flower  has  faded-^is  gathered  in  October,  and 
kept  in  sand  and  earth,  in  which  it  germinates, 
until  March,  when  it  is  sown  in  rows.  Holes  are 
dug  and  left  for  about  two  weeks,  then  filled  with 
surface  soil,  and  three  seeds  are  put  into  each 
hole  about  six  inches  apart.  The  best  plant 
remains  in  the  hole,  and  the  others  are  trans- 
planted to  vacancies.  The  plants  are  about 
4  ft.  apart,  and  the  same  distance  separates  the 
rows.  About  26  lbs.  of  seed  are  required  for  an 
acre,  yielding  about  2500  shrubs.  Sometimes 
the  seeds-are  sown  more  thickly  in  comers  of  the 
tea-farm  or  in  nurseries,  and  the  plants  trans- 
planted when  a  year  old  at  the  beginning  of  the 
rainy  season. 

The  wild  plant  (originally,  probably,  the 
Thea  assamica  of  the  forests  of  Northern  India) 
may  grow  to  a  height  of  from  30  to  50  ft.,  but 
the  cultivated  plants  are  pruned  and  kept  to 
a  height  of  from  3  to  6  ft.,  so  that  they  become 
well-spread,  bushy  shrubs  resembling  somewhat 
the  '  Portugal  laurel '  in  appearance.  The 
leaves  are  not  picked  until  the  plant  is  three 
'years  old.  It  does  not  yield  its  full  quantity 
until  its  sixth  or  seventh  year,  and  in  China  leaves 
are  seldom  gathered  from  a  plant  more  than 
twelve  years  old.    A  gqod  e;iltivator  takes  care 


that  some  portion  of  his  farm  shall  be  resown 
every  year.  ■ 

III  India,  only  those  plants  are  allowed  to 
flower  which  are  to  be  kept  for  producing  seed, 
the  leaves  of  which  are  not  to  be  mada  use  of. 
Fortune  introduced  Chinese  seed  into  India ;  but 
it  has  been  found  that  the  indigenous  plant,  or 
a  cross' between  it  and  the  Chinese .  varieties, 
yields .  better  tea  in  India.  The  Chinese  plant 
makes  the  best  green  tea,  whilst.hybrids  are  best 
for  black.  Only  such  seeds  as  are  used  in  India 
are  imported  into  Ceylon. 

The  raw  leaves  yield  only  about  one-fifth 
of  their .  weight  of  manufactured  tea.  The 
plants  give, in  their  third  year  not  more  than  a 
maund  (80  lbs.),  but  in  their  fifth  year  about 
280  lbs.. of  tea  per  acre.  The  amount  increases 
from  the.  fifth  to  the  twelfth  year,  but  varies 
greatly  in  different  districts,  and  it  also  depends 
on  the  plucking,  whether  '  fine  'or  '  coarse.'  In 
the  richest  years,  the  amount  in  some  places 
{e.g.  Sylhet)  may  reach  1000  lbs.  per  acre.  A 
tea  bush  from  8  to  12.years  old  willyield  J  lb., 
of  manufactured  tea,  and  taking  2500  bushes 
per  acre,  the  average  yield  in  India  is  thus  over 
600  lbs.  per  acre. 

Manufacture.  The  two  great  classes  of  tea 
are  green  and  black,  the  differences  between 
them  depending  solely  on  the  mode  of  manu- 
facture. Sub-divisions  depend  on  the  age  of  the 
leave?,  i.e.  the  time  of  the  year  they  are  gathered; 
and  the  way  they  are  rolled. 

The  chief  sub-divisions  are  as  follows  : — 

Green  Varieties. 

Hyson.  Leaf-buds  and  first  leaf  ;  picked  in 
April.  The  young  leaves,  which  are  very  uni- 
form in  size,  are  carefully  twisted  and  rolled 
longitudinally,  into  a  spiral  form. 

Skin  Hyson  consists  of  the  inferior  leaves  of 
hyson  rolled  transversely  and  longitudinally 
and  frequently  enclosing  the  debris  of  other 
green  teas.  It  is  often  merely  tea,  refuse,  and 
the  coarser  kinds  are  known  in  the  vernacular 
as  '  tea  bones.' 

Chinpowder.  .  According  to  i)ujardin-Beau- 
metz,  this  is  simply  carefully  selected  hyson. 
According  to  Johnston  and  Church,  H,  is  from  a 
special  plantation,  and  .flavoured  ■with  Olea 
fragrans,  the  sweet-scented  olive.  The  leaves 
are  cut  transversely  in  three  or  four  parts  before 
being  rolled  into  pellets. 

Pearl  or  Imperial.  Dujardin-Beaumetz  de- 
scribes this  as  a  kind  of  hyson,  but  coarser  than 
the.  true  hyson,  and  of  a  silver-green  colour. 
Johnston  and  Church  say  that  the  true  Imperial,, , 
which  is  excellent,  is. rarely  sent  to  Europe,  and 
that  what  we  call  '  Imperial '  is  a  tea  from  the 
Chusan  Archipelago  "flavoured  with  the  Olea 
fragrans.  The  tea'  occurs  in  the  form  of  pellets, 
made  by  rolling  the  leaves  first  longitudinally, 
then  transversely. 

Black  Varieties. 
The  different  kinds  of  black  tea  are  usually 
classified  according  to  the  age  of  the  leaf.  The 
youngest  leaves  give  the  oest  tea,  and  the 
order,  commencing  with  the  youngest  when 
plucked,  is  as  follows  : 


(a)  Flowery  Pekoe 

(b)  Orange  Pekoe 

(c)  Pekoe 


'  Poco  '  refers  to  the' 
white  down  of  the 
young  leaf. 
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(d)  First  Souchong  \  '  Souchong  *        means 

(c)  /Second  Souchong)       '  small  plant.' 

(/)  Congou.  '  Ckingou '  means  '  labours'  and 
is  intended  to  express  the  great  care  required  in 
the  preparation  of  this  tea.  (a)  {b)  (c)  mixed 
make  Pekoe ;  (d)  and  (c)  mixed  with  o,  b,  c  give 
Pekoe-Souchomg. 

Pekoe,  Youngest  leaf  and  leaf -buds  ;  picked 
in  April.  This  is  sometimes  flavoured  by  the  ad- 
dition of  orange,  rose,  or  jasmine  flowers.  When 
with  the  first-named,  it  is  called  Orange  Pekoe. 

Souchong,  The  strongest  and  perhaps  finest 
of  the  black  leaf  teas.  It  consists  of  the  larger 
of  the  young  leaves,  and  is  suitable  for  use 
either  tilone  or  in  blends. 

Congou,  The  younger  leaves  from  the  third 
crop,  older  atfd  larger  than  Souchong.  This 
constitutes  the  ordinary  beverage  of  the  in- 
habitants of  China  and  Russia. 

Bohea,  The  commonest  variety  ^  of  tea, 
consisting  of  the  older  leaves  of  the  third  crop 
or  a  mixture  of  various  leaves,  stalks,  and  dust. 

Caper  (plain-scented).  Various  teas  or  tea 
dust  made  intc  hard  grains  by  means  of  gum  or 
rice-water,  sometimes  polished  vrith  graphite  or 
coloured  with  indigo,  &c. 

Broken  Pekoe,    Siftings  of  various  Pekoes. 

Farmings.    Siftings  of  Congou. 

There  are  other  special  varieties  of  teas  as 
Twankay  (green),  Kaisow  (red  leaf),  Moning  and 
Oolong  (black,  with  more  or  less  of  the  flavour 
of  green ),  used  chiefly  for  giving  '  life '  to  blends. 

The  leaves  are  plucked  three  times  a  year. 
In  April  (that  is  in  China  just  before  the  spring 
rains);  at  the  end  of  Mayor  beginning  of  June  ; 
and  towards  the  end  of  June,  or,  according  to 
some  authorities,  in  July.  Sometimes  there  is 
a  fourth  gathering  in  the  late  summer  or  early 
autumn,  out  leaves  of  such  a  size  and  age  as 
they  are  then  make  only  the  common  and 
coarser  kinds  of  tea.  In  South  Australia  there 
are  always  four,  and  sometimes  in  wet  seasons 
a  fifth  gathering.  Women  are  generally,  if  not 
always,  employed  in  India,  and  sometimes  in 
China,  for  the  picking. 

The  plants  are  picked  as  successive  '  flushes  ' 
appear,  a  '  flush  '  being  the  throwing-out  of  new 
shoots  and  leaves  ;  and  the  number  of  flushes 
in  a  season — ^that  is,  in  from  seven  to  nine 
months — varies  from  18  to  25,  according  to  the 
soil  and  climate.  In  Ceylon,  the  flushing  con- 
tinues all  the  year  round.  Up  to  a  certain 
point  the  more  a  plant  is  picked  the  more  new 
shoots  it  throws  out.  At  the  end  of  the  season 
each  shrub  is  Zi  or  4  ft.  high,  and  about  S  ft.  in 
diameter.  It  is  then  pruned  down  to  a  height 
of  2  feet  and  a  diameter  of  3  ft.,  and  thus  it 
remains  until  the  spring. 

In  the  manufacture  of  green  tea  the  object  is 
to  keep  the  colour  and  prevent  fermentation  ;  it  is 
necessary,  therefore,  to  roast  as  soon  as  possible 
after  picking,  and  finish  the  whole  process  quickly. 

In  the  manufacture  of  black  tea,  on  the  con- 
trary, the  leaves  are  dried  slowly  before  mani- 
pulation, and  one  of  the  processes  is  that  of 
fermentation  (c/.  Eighth  Int.  Cong.  Appl.  Chem. 
1912,  Sect.  VIII.). 

Processes  of  manufacture  of  green  tea. 
Chinese  methods. 
The  methods  and  apparatus  employed  in 
China  are  very  simple  and  primitive.    The  tea 


farms  are  very  small,  seldom  exceeding  five  net^i, 
and  almost  every  cottager  grows  sufficient  tea  to 
supply  the  wants  of  his  family  and  possibly 
secure  other  necessaries  of  life  by  selling  the 
surplus  to  the  travelling  tea-merchants  who 
periodically  visit  the  country  districts  for  that 
purpose. 

The  principal  processes  are  as  follows : — 

Steaming.  To  get  rid  of  the  raw  flavour, 
and  preserve  the  colour,  the  leaves  are  spread 
out  in  bamboo  trays  and  fitted  into  a  bamboo 
box,  the  bottom  of  which  is  a  boiler.  Here  the 
leaves  remain  for  an  hour  or  two.  They  then 
are  exposed  on  tiled  floors,  or  in  shallow  bamboo 
trays  out  of  doors  in  the  shade,  to  prevent  their 
turning  yellow  and  becoming  hard  and  brittle 
by  drying  too  rapidly  as  they  would  if  placed  in 
the  sun,  and  are  meanwfajle  separated  from 
stalks  and  dirt. 

Boasting.  Half  a  pound  of  leaves  at  a  time 
is  put  into  a  kno  or  iron  pan,  10  ins.  deep  and 
16  ins.  in  diameter,  which  is  set  in  a  brick  stove 
over  a  brisk  wood  fire.  Here  the  leaves  are  kept 
4  or  6  minutes,  and  stirred  rapidly  with  the 
hand.  When  taken  out  they,  are  moist  and 
flaccid,  although  much  vapour  has  been  given  off. 

BoUing.  The  object  of  this  is  to  break  the 
cells,  contents  of  which  come  out  and  spread  over 
the  surface  of  the  leaf,  so  that  a  fine  aroma  is 
produced.  This  is  done  on  the  rattan  table, 
where  the  leaves  are  rolled  by  hand  into  balls, 
shaken  out  again,  and  rolled  once  more,  pass- 
ing from  hand  to  hand  until  they  reach  the  head 
workman,  who  sees  whether  they  have  the 
proper  twist.  If  they  are  right  they  are  shaken 
out  on  flat  trays  or  sieves,  and  allowed  to  cool 
for  a  few  minutes. 

The  second  roasting  is  done  over  a  slow  char- 
coal fire  for  an  hour  or  an  hour  and  a  half,  at 
the  end  of  which  the  green  colour  is  fixed,  dull 
at  first,  but  gradually  growing  brighter.  During 
the  second  roasting  one  man  moves  and  occasion- 
ally roUs  the  leaves,  while  another  fans. 

Sifting.  This  is  first  done  by  means  of  sieves 
of  different  sizes  ;  then  the  leaves  are  winnowed 
on  large  bamboo  trays,  and  finally  they  pass 
through  the  winnowing  machine.  This  gets  rid 
of  dirt  and  impurities,  and  separates  the  difierent 
kinds  of  tea,  according  to  size  and  twist  of  leaf. 

During  the  sifting  the  leaves  undergo  a. 
third  roasting  or  re-jiring.  It  was  about  5 
minutes  before  the  end  of  this  last  roasting  that 
the  manufacturer  used  to  add  the  Prussian  blue, 
&c. ,  f or  colouring.  This  was  done  for  the  foreign  ' 
market  only,  as  this  highly  coloured  tea  was 
prized  in  Europe  until  it  was  discovered  to-be 
faced.  The  whole  manufacturing  process  takes 
about  10  hours.  Sometimes  the  sorting  and 
re-firing  take  place  at  Canton  before  exportation 
instead  of  in  the  interior. 

Japanese  methads. 

The  principal  kinds  of  Japanese  green  tea 
are  Gyokuro  and  Senchs,'  which  are  those 
chiefly  used  by  the  Japanese  themselves,  and 
exported  to  the  United  States  of  America, 
Canada,  and  Australia. 

The  methods  of  manufacture  are  very  much 
the  same  as  in  China,  but  whilst  machinery  is  ' 
now  almost  universally  employed  in  Japan  for 
teas  intended  for  exportation,  yet  owing  to  a 
prevalent  idea  that  the  use  of  machinery  igi 
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Setnmental  to  the  developtaent  of  the  finest 
aroma,  the  superior  qualities  of  tea  are  still 
prepared  by  tfie  old-fashioned  hand  processes. 

Indian  methods. 

Machinery  is  used  almost  exclusively  in 
India  for  the  manufacture  of  tea,  as  insuring 
'  more  cleanliness  and  uniformity '  than  the 
method  by  hand.  Each  process  appears  to  be 
gone  through  once  without  necessity  for  repeti- 
tion. 

There  seems  to  be  less  difference  between  the 
Indian  and  the  Chinese  mode  of  manufacturing 
green  tea  than  there  is  between  the  methods  of 
the  two  countries  in  making  black.  The  Indian 
method  of  making  green  tea  is  as  follows  : — 

The  leaves  are  picked  twice  a  day.  Those 
which  are  brought  in  at  1  p.m.  are  partly  manu- 
factured the  same  day  ;  those  which  come  in  at 
night  are  spread  six  inches  thick  until  next 
morning.    The  various  processes  are  : 

1.  Drying  (if  necessary). 

2.  Roasting,  This  is  done  in  pans  over  fires 
until  the  temperature  is  160°F.,  and  the  leaves 
are  meanwhile  vigorously  stirred  for  seven 
minutes. 

3.  Rolling.  This  is  done  four  times  in  succes- 
sion, the  leaves  being  dried  in  the  sun  between 
each  rolling. 

4.  Second  roasting.  The  leaves  are  returned 
to  the  pans,  and  roasted  at  the  same  temperature 
as  before. 

5.  Beating,  Bags  are  filled  with  the  leaves, 
which  are  then  beaten  heavily.  They  remain 
in  the  bags  all  night. 

6.  Third  roasting.  During  the  stirring  this 
time  the  temperature  gradually  falls  from  160°F. 
to  I20°F. 

7.  Sifting  and  sorting.  The  sieves  are  round 
and  made  of  brass  wire  or  cane,  with  wooden 
sides  3^  ins.  high.  Before  sifting,  any  red 
leaves  there  may  oe  are  carefully  picked  out. 

The  method  of  manufacture  in  Ceylon  is  the 
same  as  that  in  India. 

Processes  of  manufacture  of  black  lea, 
Chinese  methyls, 

A  little  of  the  soft  stalk  is  picked  with  the 
young  leaves  and  leaf-buds  for  black  tea. 

Withering.  The  leaves  are  spread  on  large 
bamboo  trays  or  mats,  and  exposed  out-of-doors 
for  some  hours.  If  leaves  are  gathered  during 
the  wet  season,  this  first  drying  takes  place  in- 
doors on  frames  standing  some  feet  above  pans 
of  hot  charcoal.  This  process  renders  the  leaves 
soft  and  pliable  ;  the  stalks  bend  without  break- 
ing, and  do  not  crackle  when  compressed. 

Tossing  and  fermentation.  In  a  cool  build- 
ing, or  in  the  shade  out-of-doors,  the  leaves  are 
then  tossed  and  gently  patted  till  they' are  soft 
and  fiaccid.  They  then  lie  in  heaps,  covered 
with  a  cloth,  and  are  carefully  watched  until  they 
get  a  slightly  reddish  tinge,  and  give  out  a  fra- 
grant smell. 

First  roasting  and  rolling.  This  rgasting  is 
for  5  minutes  in  shallow  iron  pans  over  wood 
fires.  The  rolling  is  on  rattan  tables,  the  same 
as  for  green  tea.  Sometimes  the  rolling  takes 
place  first,  and  sometimes  the  roasting. 

Exposure  out-of-doors.  The  leaves  are  now 
shaken  out  thinly  on  sieves,  and  put  out-of-doors 


on  bamboo  frames  for  about  3  hours.  In  the 
black-tea  districts  they  are  seen  in  front  of  all 
the  cottages  ;  and  workmen  go  from  one  to 
another  turning  and  separating  the  leaves.  The 
day  should  be  fine  and  dry,  but  not  too  hot. 
When  dry  enough,  they  are  removed  to  the 
factory. 

Second  roasting  and  rolling.  This  roasting 
is  in  the  same  shallow  iron  pan  as  before,  and 
the  rolling  on  the  same  table. 

Drying  and  rolling.  The  leaves  are  spread 
to  a  depth  of  about  1  in.  in  sieves,  and  these 
are  put  into  tubular  baskets  called  poey-longs, 
which  are  slightly  contracted  in  the  middle,  and 
are  2^  ft.  long  and  IJ  ft.  broad,  somewhat  like 
a  dice-box  in  shape.  There  are  cross-wires  a 
little  above  the  contraction  of  each  basket  on 
which  the  sieve  stands.  The  poey-long,the  mouth 
of  which  is  covered  by  a  bamboo  tray,  stands 
upright  over  a  low  stove  built  on  the  ground, 
and  containing  a  small  quantity  of  charcoal,  so 
that  the  tea-sieve  is  about  14  ins.  above  the 
stove.  These  stoves  are  built  round  three  sides 
of  a  long  narrow  room,  and  are  2  or  3  feet  deep, 
and  6^  ins.  high.  While  the  rolling  goes  on, 
the  balls  of  leaves  are  left  standing  in  heaps 
until  all  are  done.  The  drying  and  rolling  go  on 
alternately,  either  two  or  three  times,  until  the 
leaves  are  dry  and  crisp  and  have  the  right  dark 
colour. 

Sifting,  This  is  done  by  means  of  large 
circular  bamboo  trays,  and  the  large  leaves,  if 
necessary,  are  picked  out  by  hand. 

Final  drying.  The  fires  are  covered  to  re- 
duce the  heat.  The  leaves  are  placed  much 
more  thickly  in  the  baskets,  and  the  workman 
makes  a  hole  with  his  hand-through  the  centre 
of  those  in  each  sieve,  to  equalise  the  heat  and 
allow  the  charcoal  vapours  to  escape.  Here  the 
leaves  remain  over  a  slow  fire  for  2  hours  or 
longer.  The  mouth  of  the  basket  is  quite  closed 
by  a  tray.  For  home  consumption  in  China  tea 
is  not  dried  quite  so  much,  and  it  is  kept  for  a 
year  before  use. 

Japanese  methods. 

The  manufacture  of  black  tea  in  Japan  has 
not  hitherto  been  very  successful,  owing  pro- 
bably to  imperfect  fermentation,  a  process  to 
which  the  native  leaf  does  not  appear  to  be  so 
well  adapted  as  the  China  leaf. 

The  mode  of  manufacture  is  the  same  in 
principle  as  that  of  China,  but  differs  in  the 
order  of  the  processes  and  the  time  of  their 
duration. 

Large  quantities  of  tea  of  the  Oolong  variety 
are  shipped  from  Formosa.  This,  although 
similar  in  appearance  to  black  tea,  has  the 
flavour  of  green  tea. 

All  teas  in  Japan  are  re-fired  in  the  'go- 
downs  '  of  the  exporters.  This  is  to  drive  off 
any  excessive  moisture,  tea  being  extremely 
hygroscopic,  and  to  destroy  any  germs  whicn 
might,  especially  in  the  presence  of  moisture, 
cause  the  tea  to  decay  on  its  voyage  to  other 
parts  of  the  world.  According  to  Kozai,  the 
amount  of  moisture  in  ordinary  Japanese  tea  is 
from  10  to  11  p.c,  but  it  is  reduced  by  re-firing 
before  exportation  to  3  or  4  p.c. 

It  has  been  proved  by  experiments  with 
leaves  of  other  plants  in  Japan  that  steaming 
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not  only  preserves  their  colour  but  prevents  fer- 
mentation. This  may  be  because  the  heat  o£ 
the  steam  destroys  the  enzymes  which  produce 
fermentation.  Hence,  for  black  tea,  the  leaves 
must  on  no  account  be  steamed,  but  %¥ithered, 
and  then  allowed  to  ferment.  For  green  tea 
the  leaves  are  steamed  to  prevent  fermentation 
and  preserve  colour,  and  are  manufactured 
quickly. 

In  Japan,  other  kinds  of  tea  are  manu- 
factured exclusively  for  home  consumption 
called  respectively  hancha  kamairii  or  pan- 
roasted  tea  and  yencha  or  flat  tea.  The  former  is 
a  very  inferior  tea  consisting  of  old  leaves  from 
the  last  year's  crop  mixed  with  broken  stalks 
and  twigs.  Kamairii  is  made  simply  by  alter- 
nate-roasting in  an  iron  or  bronze  pan,  and 
roUing  on  a  table  seven  or  eight  times  over. 
Until  250  years  ago  all  tea  was  made  sorbut  now 
it  is  rare.  According  to  Y.  Kozai  this  is  some- 
times made  in  China,  and  is  known  there  as 
'  sencha '  {v..  supra).  For  flat  tea  the  leaves  are 
supplied  from  a  special  plantation.  They  are 
not  rolled  or  touched  by  the  hand  at  all,  but 
are  spread  on  stiff  paper  for  firing  by  means  of 
bamboo  sticks,  and  are  alternately  coUeoted  and 
spread  out  until  nearly  dry.  Then  they  are  taken 
from  the  furnace,  all  the  broken  or  yellow  leaves 
removed,  and  fired  again.  The  final  drying 
lasts  all  night  at  a  gentle  heat,  and  the  leaves 
are  then  separated  into  three  classes.  For  use 
they  are  ground  to  a  powder  of  the  fineness 
of  flour,  drunk  with  the  infusion.  This  tea 
('  yencha ')  is  usually  reserved  for  ceremonial 
occasions. 

Indian  methods. 

The  processes  are  as  follows  : 

1.  Withering  on  fine  basket-work  trays  in  the 
sun. 

2.  Boiling.  This  is  done  either  by  the 
rolling  machine  or  by  a  line  of  men  on  each 
side  of  a  table,  who  pass  the  leaves  from  one 
end  to  the  other.  When  soft  and  '  mashy,'  and 
giving  out  juice,  the  leaves  are  made  into  a  ball, 
the  juice  that  has  come  out  being  mopped  up 
constantly  during  the  process. 

3.  Fermentation.  The  balls  stand  until  fer- 
mented, and  are  most  carefully  watched,  as  the 
flavour  and  quality  of  the  tea ,  depend  largely 
on  stopping  this  process  at  the  right  moment, 
and  only  skilled  tea-makers  can  judge  of  this. 
At  the  proper  time  the  balls  are  broken  up,  and 
tlie  leaves  spread  thinly  on  mats  in  the  sun. 
When  they  get  rather  black  they  are  collected 
and  re-spread,  so  that  all  the  leaves  may  be 
alike,  but  this  does  not  take  long,  for 

.  4.  Drying  or  Firing  should  take  place  as 
quickly  as  possible  after  the  fermenting  process, 
ta  drive  off  all  the  moisture.  This  is  generally 
done  in  a  chest  of  firing  drawers,  which-- consists 
of  a  set)  of  trays  one  above  the  other,  the  bottom 
of  «ach,  on  which  the  leaves  are  spread,  being 
made  of  fine  wire  gauze,  so  that  all  the  trays 
can  be  heated  at  once.  Formerly  charcoal  fires 
always  produced  the  heat,  but  now  hot  air  is 
often  used  instead.  When  the  tea  comes  out 
of  this  machine  it  is  almost  black,  and  has  a 
very  delicate  aroma. 

5.  Sorting.  In  sieves  to  separate  the  leaves 
into  the  different  kinds  for  commerce. 


Chemistry  of  tea.  The  analyses  of  air-dried 
tea  differ  according  to  whether  the  tea  be  green 
or  black,  where  it  has  been  gro~wn,  and  other 
circumstances. 

The  most  important  constituents  of  tea  are 
caffeine  (theine),  tannin,  ash,  and  essential  oil. 
Of  these  it  is  generally  found  that  there  is  rather 
more  caffeine  in  black  tea  than  in  green,  and 
more  tannin  in  green  (though  this  rule  is  not 
without,  exceptions);  the  amount  of  ash  is 
fairly  constant ;  the  quantity  of  essential  oil  is 
very  small  in  both,  but  it  seems  to  be  larger  in 
green  tea  than  in  black.  The  total  matter 
soluble  in  hot  water  is  also  larger  in  green  tea 
than  in  black. 

A  valuable  paper  by  Y.  Kozai  (Researches 
on  the  Manufacture  of  Various  Kinds  of  Tea  r 
Bulletin  No.  7  of  the  Imperial  College  of  Agri- 
culture and  Dendrology,  Japan)  gives  analyses 
of  the  tea-leaves  (all  of  the  same  kind)  from  a 
certain  plantation  under  three  different  con- 
ditions  :— ^ 

1.  Dried  at  85°  C. 

2.  Made  into  green  tea, 

3.  Made  into  black  tea. 

The  following  are  the  results : — 


Original 

Same 

made 

into 

green  tea 

Same 
made 

leaves 

into 

dried 

black 
tea 

Crude  protein 

37-33 

37-43 

38-90 

Crude  fibre 

10-44 

10-06 

10-07 

Ethereal  extract 

6-49 

5-52 

5-82 

Other  nitrogen-free  ext. 

27-86 

31-43 

35-39 

Ash  . 

4-97 

4-92 

4-93 

Caffeine      . 

3-304 

3-200 

3-300 

Tannin  (calculated  as 

gallo-tannic  acid) 
Soluble  in  hot  water    . 

12-91 

10-64 

4-89 

50-97 

53-74 

47-23 

Total  nitrogen    . 

5-973 

5-989 

6-224 

Albuminoid  nitrogen    . 

4-107 

3-937 

4-106 

Caffeine  nitrogen 

0-956 

0-926 

0-955 

Amino  nitrogen  . 

0-910 

1-126 

-1-163 

100  parts  of  dried  leaves  yielded  : — ■ 

Green  tea  •     .         ...         ..     98-04 

Black  tea       ....      95-47 

From  the  above  figures  it  follows  that  in  the 
process  of  manufacture  the  change  in  the  amounts 
of  the  various  constituents  was  such  aris  shown 
in  the  following  table,  where  ^+)  denotes  the 
gain,  (— )  the  loss  in 
stituent : 


100  parts  of  each  con- 


Green  tea 

Black  tea 

Dry  matter 

—  1-36 

-  4-56 

Crude  protein    . 

-  1-70 

-  0-61 

Crude  fibre 

—  4-98 

-  7-94 

Ethereal  extract 

-16-18 

-14-33 

Other  nitrogen-free  extract 

-1-11-31 

-f21-21 

Ash          . 

-  2-42 

-  3  01 

Caffeine    .         .         .         . 

-  4-49 

-  4-92 

Tannin     . 

-18-67 

-63-82 

Soluble  in  hot  water 

+  5-96 

-11-69 

Total  nitrogen  . 
Albuminoid  nitrogen 

.   -  1-08 

-  0-61 

.   -  6-57 

-  4-58 

Caffeine  nitrogen 

.   -  4-49 

-  4-92 

Amino  nitrogen          . 

.  -I-22-75 

+22-42 
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The  loss  in  ethereal  extract  is  considerable, 
because  part  of  the  tannin  changes  during  manu- 
facture to  a  form  insoluble  in  ether.  In  black 
tea,  however,  which  undergoes  fermentation, 
acids  are  formed  during  the  fermentation  that 
are  soluble  in  ether. 

The  slight  loss  of  ash  and  of  caffeine  arises 
from  the  mechanical  loss  of  sap  during  manu- 
facture. 

The  loss  of  tannin  occurs  during  the  heating 
processes  in  the  manufacture  of  both  kinds  of 
tea.  In  black  tea  there  is  loss  also  during  fer- 
mentation, when  the  tannin  decomposes  into 
substi\nces  insoluble  in  hot  water.  This  accounts 
for  the  fact  that  hot  water  extracts  less  tannin 
from  black  than  from  green  tea,  and  to  this  is  no 
doubt  largely  due  the  preference  given  in  the 
United  Kingdom  to  black  tea  on  the  assumption 
that  it  is  more  wholesome  than  the  green 
varieties. 

Altogether,  the  change  from  the  original 
leaves  is  greater  in  black  tea,  because  of  the 
process  of  fermentation. 

The  following  are  general  analyses  show- 
ing the  differences  between  green  and  black 
tea  : — 

General  Analyses  (Bell). 


Young 

Congou 

Hyson 

(black) 

(green) 

Moisture          . 

.     8-20 

5-96 

Caffeine 

.      3-24 

2-33 

Albumin  insoluble    . 

.   17-20 

16-83 

Albumin  soluble 

.     0-70 

0-80 

Extractive  by  alcohol  cont 

aining 

nitrogenous  matter 

.     6-79 

7-05 

Dextrin  or  gum 

— 

0-50 

Pectin  and  pectio  acid 

.     2-60 

3-22 

Tannin   . 

.   16-40 

27-14 

Chlorophyll  and  resin 

.     4-60 

4-20 

Cellulose 

.  34-00 

26-90 

Ash         .         .         . 

.     0-27 

6-07 

100-00 

100-00 

Analysis  of  Six  Vakibties  of  China 
Gkeen  Tea  ((Jeissler). 


Max. 

Min. 

Average 

Moisture 

, 

.     7-78 

5-39 

6-43 

Half -hour  extract 

.   44-70 

30-20 

36-74 

Total  extract 

.  50-00 

43-30 

46-56 

Insoluble  leaf 

.  49-61 

44-60 

47-05 

Tannin 

.   19-11 

11-87 

14-57 

Caffeine 

.     2-86 

1-52 

2-02 

Soluble  ash 

.     5-02 

2-02 

3-28 

Insoluble  ash 

.     6-38 

2-11 

3-61 

Ash  insoluble  in  HCl 

.     0-66 

0-21 

0-49 

Analysis  of 

Eleven  Congou  Black  Teas 

(Geissler). 

Max. 

Min. 

Average 

Moisture 

, 

.     9-15 

7-65 

8-37 

Half -hour  extract 

.  32-14 

23-48 

28-40 

Total  extract 

,  37-06 

27-48 

34-35 

Insoluble  leaf 

.  63-85 

54-50 

57-20- 

Tannin 

.   13-89 

.8-44 

11-54 

Caffeine        . 

.     2-87 

1-70 

2-37 

Soluble  ash 

.     3-52 

2-28 

3-06 

Insoluble  ash 

.     3-86 

,1-90 

2-68 

Ash  insoluble  in  HCl 

.     1-31 

0-32 

0-425 

Analysis  of  Six  Indian  Teas  (Geissler). 


Max. 

Min. 

Average 

Moisture 

. 

.     6-19 

.5-56 

5-81 

Half-hour  extract 

.   39-66 

37 '80 

38-77 

Total^xtract 

.   45-64 

41-32 

42-94 

Insoluble  leaf 

.    53-07 

48-53 

51-24 

Tannin         . 

.    18-86 

13-04 

14-87 

Caffeine 

.     3-30 

1-80 

2-70 

Soluble  ash 

.     3-68 

3-24 

3-52 

Insoluble  ash 

.     2-22 

1-93 

212 

Ash  insoluble  in 

HCl      .     0-296 

0-137 

0-178 

The    results 

of 

more    recent    analyses    of 

various    teas   from 

India,  _Ceylon   and 

China 

(22  samples)  are  given  on  p.  428,, the  percentages 
being  calculated  on  the  tea  dried  at  100°  C.  (Tat- 
look  and  Thomson,  Analyst,  1910,  108). 

The  following  circumstances  affect  the  chemi- 
cal composition  of  tea  : — 

1.  Age  of  leaves,  From  spring  to  autumn, 
the  percentage  of  water,  crude  protein,  and 
nitrogen  free  extract  continually  decreases ;  the 
caffeine  diminishes  gradually ;  the  crude  fibre  in- 
creases proportionally  as  crude  protein  decreases. 
The  percentage  of  ethereal  extract  increases  pro- 
portionally as  nitrogen  free  extract  decreases. 
The  percentage  of  tannin  increases  slightly ;  that 
of  substances  soluble  in  hot  water  gradually 
diminishes  at  first,  then  increases  slowly.  The 
percentage  of  total  ash  slightly  fluctuates,  but 
the  constituents  change  considerably. 

Potash  and  phosphoric  acid  diminish,  whilst 
the  lime,  magnesia,  irftn,  soda,  manganese,  and" 
sulphuric  acid  increase. 

SiUca  and  chlorine  remain  nearly  constant. 

Some  of  the  above  general  statements  are 
shown  more  exactly  by  the  following  figures  : 
May    November 
p.c.        p.c. 
76        60 
2-85    0-84 
4-91 


Water     . 
Caffeine  .         . 
Total  nitrogen 

Amino  nitrogen 


0-66 


2-67 

/0-08  (September) 
\0-01  (following  May) 
Tannin   .  .8  11  or  12 

Ash         .  .     4-69  5-14 

Probably  a  portion  of  the  amino  nitrogen  be- 
came caffeine  nitrogen.  * 

These  results  were  obtained  by  0.  Kellner  in 
conjunction  with  K.  Oku  and  K.  Ogasawara, 
of  Japan  ('  Landwirthschaftliohe  Versuchs-Sta- 
tionen,'  1886,  370). 

2.  Mffect  of  light.  On  a  plantation  of  uniform 
conditions  and  similar  plants,  Y.  Kozai  tried 
what  difference  of  chemical  composition  there 
would  be  between  the  leaves  of  plants  grown 
under  the  usual  conditions  and  those  of  plants 
screened  from  the  light  by  wooden  frames  during 
the  last  three  weeks  of  their  growth  before 
picking.    He  obtained  the  following  results  : — 

Leaves  exposed 
Screened  leaves       to  light 
Caffeine     .         .  4-532  p.c.         3-784  p.c. 
Total  nitrogen     .7-835  6-945 

Caffeine  nitrogen    1-311  1-0943 

Tannin  no  difference. 

The  screened  leaves  were  bleached,  and  had 
a  fine  and  peculiar  aroma. 

Kozai  states  that  there  is  not  actually  more 
caffeine  in  the  screened  than  in  the  exposed 
leaves  ;  but  that  in  the  latter  there  is  a  prepon- 
derance of  woody  fibre  which  makes  the  total 
dry  matter  larger. 


428 


TEA. 


ll- 
u     - 

.^-^ 

«T}tMi000'<Jilr-O- 

lr'ODOi-icrst>OOI> 

ec  (^1  CO  CO  (^l  l^l  do  <£) 

ed 

^         03 

0.^ 

ssassssa 

T-t 

■aT3."!3(3 

(N 

J5    1 

-CO';- 

»,; 

lO  N  It-  «  M  O  cc*(b 

O 

!»       Ollirt 

-* 

;^ 

'^jiN-^QOC^QOOOOO 

O 

1 

M 

j:r-' 

I 

cDcoomw  o-ot- 

oo 

tH        f-^ 

d 

b^k 

SP-Q 

COOOS—lOiOOCOO 

S  1 

Tj1^O<C00l:^t^ 

IH 

6' 

&s&4s 

CO         I—" 

§Aff 

lM<Nr-HlMTtii0^5D 

GO 

1 

•w 

l>CDQ0a»»0«0<-HO 

gs« 

00 

O  (N  OS  M  M  O  «D  05 

§A?f 

;^ 

Si?§s:§Sg3 

t* 

I 

1-1 

gSp 

1 

«B 

co«0(NeqoiOQO 

« 

Si! 

»« 

g^oggcggo 

b 

s-l 

CD 

i-iNtMcoeqo  iQcc 

a 

»  ■  u 

(M01CO:D  MCOiM  -^ 

Ift 

s°s 

•a 

cowst-fr-ioowio 

.s"! 

s^l 

?-i  <N  6 '^^  (N  o  »o  r- 

^      -t 

a 

8 

(Neor-toiio-^wo 

"* 

TT-  1 

oo»ONOeooTi<«) 

rl 

;*?' 

2 

(b«MWMC>»b»0 

a 

V  .  to 

1 

10tJ(^I>^Wi-iIO 

CO 

o 

III 

5 

iH 

dbTtfcocb<Noibi> 

a 

» 

i-Hcp&SicipiNpF-iqi 

I 

•*0000»OCOQO''*I 

fH 

E^"   1 

■ag 

•Q 

^' 

iS^ 

o 

^«  Tti  WMO»OI> 

'5  Sc 

$§§g§Sg3S 

O 

§s§s 

■o 

" 

SP" 

ip,lH 

<o 

lOCO-^  C0<NO»0!D 

eS   > 

£ 

iQoooudooo 

58E 

s 

COi-HCDCDi-H003r-r 

Hq  OS 

£ 

t*(C0tH«MO«3I> 

eS   •     1 

£ 

I>O0I>O3l>i-Hl>CO 

00 

^s» 

s!;^ 

7 

-^I>00CpI>f^iOTti 

£0-Si- 

-s 

00 

CO  N  eo  eo  rt  O  lo  «o 

^ 

^rt-SMPS^ 

|, 

i-hO1C0CD00Ot(1Q0 

-m-^^ 

^MMCOr-iOlOCO 

|j,a 

^ 

OOOieOOOtfJ-^GOOi 

S 

-o 

£^a 

la 

^           r- 1 

eS       fl 

s 

■^^(£i.-H(N«CDO 

ia 

l^i 

^ 

ibtN-^cbrHOiodb 

Ph 

^          -H 

=»   .   a 

o 

Ti4<^a0U3Od^ioco 

■5  "S  s 

OiOp  ^-  lOCDCClOOS 

o-<g 

? 

00 

«3C«3-^«(S  0«?D 

^     ^ 

*  •  c 

OCOQO»OOI:^<Mtt> 

00 

-p'u 

iT-cpOif^OlrHMCNI 

"  .  « 

'■^".i 

o 

-e 

■^lOioqieoeocDco 

=  <Si 

s 

00 

.S  .  g 

5s 

cMQOF^mot'OO 

r-l 

g 

p'^cpp-^poooo 

cow  -^MM  6>o6 

•  • 

• 

• 

•  •  •  •'^  .  •  f 

• 

1 

f?^ 

fe 

1 

•s 

en 

oP 

t3 

U 

r  extra 
ne 
in. 
oluble 

(ohiefl 
miner 
ure  ori 

II §^  i3| 

i6S<  --mSi 

3.  ^je  o/  plants.  It  has  been  said  thatold 
plants  malte  the  best  tea.  This  has  not  ~yet 
been  thoroughly  proved,  but  researches  by 
O.  Kellner  with  M.  Tanaka  and  B.  Minari  on 
plants  aged  i,  7,  i6,_  and  20  years  respectively, 
show  that  the  amount  of  water  decreases 
regularly  with  the  age  of  the  plant,  and  that 
all  other  changes  are  extremely  irregular.  The 
older  the  plant,  the  more  manuring  and  pruning 
is  necessary  to  get  a  good  crop  of  leaves. 

4.  Manuring  appears  to  have  little  effect  on 
the  chemical  composition  of  the  leaves,  although 
it  increases  the  number. on  each  plant.  Bush 
prunings,  weeds,  and  general  rubbish  make 
good  manure.  Animal  manure  must  be  used 
with'  great  care 

Theine  or  caffeine  may  be  considered  the 
active  principle  of  tea,  physiologically  speaking, 
since  it  has  been  found  in  nearly  all  of  the 
various  plants  whose  leaves  are  used  for 
infusions  and  take  the  place  of  tea. 

The  published  determinations  of  caffeine  in 
tea  vary  greatly,  but  this  is  partly  owing  to  the 
different  methods  used. 

Determinations  of  caffeine  made  in  the 
Inland  Revenue  Laboratory  (Bell's  Foods)  gave : 


Price  per  lb. 

Percent 

Kind  of  tea 

«.  a. 

ofcaSe 

Bohea      . 

1    7 

3-31 

Congou    . 

2    6 

2-93 

Young  Hyson  . 

3     2 

4-2<J 

Gunpowder  low 

2     6 

318 

good 

5    0 

4-^i 

Assam,  low 

2     8 

3  03 

„      good    . 

4     6 

4-83 

It  will  be  seen  that  there  is  no  direct  relation 
between  the  proportion  of  caffeine  and  the 
commercia  lvalue  of  the  tea. 

Determination  of  Caffeine  in  Ceylon  and 
Indian  Teas  (Paul).   "~ 


Ceylon  teas. 
Penrhos    .... 

F.L.  C 

Nahalma  .... 
Hairs  from  leaves       . 
Hardenhuish  Pekoe    . 
Woodstock  Pekoe  Souchong 
Badilla  Broken  Pekoe 
Morton  Pekoe    . 
Penrhos  Broken  Pekoe 
Strathellic  Orange  Pekoe     . 
Kahalma  Orange  Pekoe 
Venture  Orange  Pekoe 
St.  Leys  Pekoe  Dust  . 
Venture  Pekoe  Souchong    . 
Venture  Broken  Orange  Pekoe 
Colsay  Pekoe  Souchong 
Venture  Pekoe  . 
St.  Clair  Orange  Pekoe 

Indian  teat. 
Pekoe  Tips,  picked  out 
Broken  Pekoe 
Pekoe 

Orange  Fekoe 
Pekoe 

Broken  Fekoe 
Pekoe 

'Weak' Tea 
■Strong"  Tea 
Mixture    . 


Eleva- 
tion at 
wliich 
grown 


Feet 
2,  DUO 

300 

3  500 
4,200 
4,800 

400 
2,500 
2,000 

300 
4,300 
4,fi00 
4.300 
4,300 
5.000 
4.300 
4,200 


Mois- 
ture 
per 
cent. 


7-56 
7-00 
6-40 
4-80 
5-60 
4-80 
5-40 
6-80 
6-80 
600 


Gafifeinep-c 


Origi 
nal 
tea 


4-56 
4-56 
4-54 
2-40 
4-08 
3-44 
4-10 
3-98 
4-64 
4-10 
4-06 
3-74 
3-46 
3-40 
3-98 
3-22 
3-48 
3-90 


4-27 
4-48 
4-16 
4-66 
4-48 
S-76 
3-66 
4-06 
4-18 
3-64 


Drj 
tea 


4'89 
4-85 
4-80 
2-57 
4-24 
3-57 
4-30 
4-15 
4-96 
4-33 
4-29 
S-95 
3-66 
3-57 
4-26 
3-43 
3-68 
409 


4-62 
4-81 
4-44 
4-89 
4-74 
3-95 
3-86 
4-35 
4-43 
3-87 
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Estimation  of  eaffeine  in  tea.  Waaee  has 
examined  37  methods  pioposed  or  used  for  the 
OeteTmination  of  oafFeiue,  but  gives  the  pre- 
ference to  that  of  Mulder  with  certain  modifica- 
tions. This  consists  -in  treating  the  concen- 
trated aqueous  infusion  by  lime  or  magnesia, 
evaporating  to  dryness  and  extracting  the 
caffeine  with  chloroform,  ether,  or  benzene.  In 
some  cases  the  aqueous  extract  is  first  treated 
with  lead  acetate  to  remove  tannin  and  colour- 
ing tnatters,  the  excess  of  lead  being  removed 
by  sodium  phosphate  or  hydrogen  sulphide. 

According  to  Blyth,  low  results  may  be 
obtained  through  loss  in  drying  the  extracted 
caffeine  by  prolonged  heating  at  100°C.,  owing 
to  the  fact  that  cafieine  sublimes  below  this 
temperature. 

Tannin.  The  methods  for  the  estimation 
of  tannin  are  very  numerous.  That  usually 
employed  is  Lowenthal's  process  as  modified  by 
Counoler  and  Schroder,  and  Procter,  {v.  Bull.  13, 
Chem.  Div.  of  U.  S.  Dept.  of  Agric.  890). 

A  simpler  method,  giving  good  results,  is 
that  of  Tatlock  and  Thomson,  based  on  the 
precipitation  of  the  tannin  with  quinine  and 
weighing  as  xjuinine  tannate.  Cinchonine  might 
be  used  with  advantage  instead  of  quinine  aa  in 
Chapman's  method  for  the  estimation  of  tannin 
in  hops  {v.  Analyst,  1910,  104). 

The  recorded  percentages  of  tannin  vary 
greatly,  mainly  owing  to  the  different  methods 
of  analysis  employed.     In  normal  teas  the  tannin 


should  not  be  less  than  about  6  p.c,  but  may 
exceed  20  p.c.  Wigner's  analyses  gave  the 
following  results  in  exceptionally  astringent 
teas : — 

Xannin  p.c. 
Mayon  Young  Hyson  tea  .      39-0 

Very  choice  Assam  .         .33-0 

India  Young  Hyson  .         .      39*0 

Assam   (from  Dr.  McNamara's 

garden)         ....      27-7 
Caper,  mixed            .         .         .42-3 
The  amount  of  ash  is  fairly  uniform  in  all 
teas,  and  varies  from  a  little  below  5  to  rather 
more  than  7  p.c.    It  is  always  rich  in  potash 
and  phosphates,  and  manganese  is  such  a  con- 
stant constituent  as  to  be  almost  characteristic. 
ZoUer  found  the  constituents  to  be  ,as  follows 
(Doc.  du  Lab.  Municip.  de  Paris,  600) : — 
„  P.c. 

Potash 39-22 


Soda       . 

.     0-65 

Magnesia 

.      6-47 

Lime 

.      4-24 

Oxide  of  iron 

.     4-38 

Manganous  oxide 

.      1-03 

Phosphoric  acid 

.    14-65 

Sulphuric  acid 

.    trace 

Chlorine           . 

.      0-81 

Silica      . 

.      4-35 

Carbonic  acid 

.    24-30 

The  following  results  were  obtained  in  the 
Inland  Revenue  Laboratory  (J.  Bell) : — 


Congou 
(low) 

Congou 
(fluf) 

Hyson 

Souchong 

Moning 

Assam 

Gun- 
powder 
(fine) 

Total  ash  on  dry  tea 

6-10 

6-94 

6-46 

5-99 

8-29 

6-49 

6-67 

Sand 

308 

8-51 

2-17 

1-61 

13-37 

3-72 

5-66 

Silica 

6-35 

9-27 

5-93 

3-77 

9-47 

2-51 

6-52 

Chlorine         .... 

1-06 

1-07 

1-12 

I -or 

0-99 

0-97 

Ml 

Potassium,  to  satisfy  chlorine  . 

1-16 

1-17 

1-23 

1-11 

1-09 

1-07 

1-22 

Potash,  K2O  .         . 

34-38 

28-87 

35-66 

34-29 

26-83 

37-71 

3009 

Soda,  NajO    .         .         .         . 

0-62 

1-07 

0-80 

0-34, 

0-50    ' 

0-97 

1-27 

Ferrous  oxide,  FeO 

2-82 

0-84 

1  12 

1-68 

2-23 

0-57 

1-43 

Alumina,  AljO, 

5-5S 

3-42 

2-73 

4-19 

4-52 

1-54 

2-70 

Manganese  oxide,  Mn^Oj 

1-68 

1-37 

1-93 

■    1-59 

1-49 

2-11 

1-92 

Lime,  CaO     .... 

8-82 

8-74, 

9-54 

8-98 

9-04 

8-58 

-  8-19 

Magnesia,  MgO 

2-12 

4-87 

4-65 

3-19 

2-42 

6-48 

6-52 

Phosphoric  anhydride,  P2O5    . 

1"4-11 

14-68 

14-11 

18-54 

12-69 

14-74 

16-15 

Sulphuric  anhydride,  SO, 

6-52 

6-54 

6-34 

6-38 

5-^9 

6-83. 

6-68 

Carbonic  anhydride,  COj 

11-73 

9-58 

12-67 

13-42 

9-97 

13-20 

9-94 

A  determination  of  the  amount  of  ash  alone 
may  serve  to  detect  the  presence  of  leaves  other 
than  those  of  the  tea  plant,  for  these  usually 
differ  largely  from  tea  leaves  in  the  amount  of 
their  ash.  The  soluble  ash  in  genuine  tea  is 
relatively  high,  usually  exceeding  half  the 
amount  of  total  ash,  whilst  foreign  leaves  likely 
to  be  used  as  an  adulterant  for  tea  generally 
contain  a  much  smaller  proportion  of  soluble 
ash  than  genuine  tea.  Paraguay  tea,  however, 
contains  about  the  same  amount  of  ash  as  true 
tea,  but  a  larger  proportion  of  soluble  ash. 

Almost  the  whole  of  the  insoluble  portion  of 
the  ash  dissolves  in  hydrochloric  acid  ;  the  in- 
soluble residue  is  usually  less  than  I  p.c,  any 
excess  being  due  to  sand  or  silioious  matter. 

The  table,  p.  430,  gives  the  amount  of  ash 

r  in  various  teas  dried  at  100°,  together  with  the 

proportion  of  ash  soluble  in  wate):  and  insojuble 


in  dilute  mineral  acids,  and  the  alkalinity  of  the 
ash  (Bell). 

In  tea  leaves  which  have  been  infused  in  tne 
ordinary  way  for  domestic  use,  the  amount  of 
ash  and  other  constituents  shown  in  the  next 
table  were  as  follows  : — 

Description 

Per-- 

centage 
of  ash 

Percentage  of  Ash 

Soluble 

in 
water 

Soluble 

in 
dilute 
acids 

In- 
soluble 
in  acids 

Alka- 

liBftv 

as  KjO 

Congou 
Moning 
Orange  Pekoe 
Hyson 
Souchong     . 

Average   . 

3-92 
4-53 
3-77 
5-56 
412 

0-54 
0-85 

o-6a 

0-76 
0-81 

2-97 
2-73 
2-52 
3-40 
2-61 

0-41 
0-95 
0-57 
1-40 
0-70 

0-11 
0-28 
0-18 
0-21 
019 

4-38 

0-73 

2-85 

0-81 

0-19 

430 
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Percentage  ot 

Percentage  of  ash 

1 

Description 

Moisture 

Ash 

Soluble 
in  water 

Soluble 

in  dilute 

acids 

Insoluble 

in  acids, 

sand 

Alkalinitr 
asKgO 

Shanghai  Congou,  common    . 

9-07 

7-63 

3-23 

302 

1-38 

1-40 

»              )>              ij          •         •         • 

9-22 

695 

3-55 

2-12 

0-28 

1-55 

fine           ... 

8-51 

7:41 

4-02 

2-54 

0-85 

1-76 

„                      „             ■  m                     ... 

8-56 

662 

3-72 

2-25 

0-65 

1-50 

„        Moyune  Young  Hyson,  common  _ 

7-49 

7-49 

3-83 

2-75 

0-91 

1-70 

»              »             »           f>       fino     . 

.    6-90 

7-47 

3-82 

2-52 

113 

1-61 

„              „         Hyson,  common 

7^29 

6-46 

318 

2-43 

0-85 

1-51 

. 

7-25 

6-55 

3-82 

2-37 

0-36 

1-71 

»              »              »      . fine 

8-65 

6-85 

3  58 

2-29 

0-98 

1-53 

Fooohow  Congou  sittings 

8-51 

6-87 

3-60 

2-8 1 

0-46 

1-50 

„               „        common 

9^35 

7-34^ 

3-37 

2-97 

100 

1-55 

„               „        fine 

9-09 

6-89 

4-01 

2-32 

0-56 

1-77 

„        Scented  Orange  Pekoe  common 

7-55 

7-17 

3-56 

2-86 

0-75 

1-69 

„             „             „         „      fine 

7-70 

6-72 

3-99 

2-27 

0-46 

1-60 

„        Souchong,  common 

8-45 

6-43 

2-97 

2-76 

0-70 

1-51 

If               »              »t                •         ■ 

9-34 

618 

3-77 

2-09 

0-32 

1-60 

„                „          finest      . 

9-36 

5-85 

3-61 

1-95 

0-29 

1-71 

„     ""  Moniug,  common     . 

8-92 

6-88 

3-55 

2-57 

0-76 

1-44 

Canton  Scented  Caper,  common     . 

6-87 

6-38 

3-21 

2-49 

0-68 

1-50 

„           „           „        fine 

6-63 

6-63 

3-47 

2-23 

0-93 

1-46 

„            ,i       Orange  Pekoe,  common 

7-02 

6-63 

3-72 

2-33 

0-58 

1-67 

„            „            »            „       fine 

7-73 

7  09 

410 

2-46 

0-53 

1-92 

„      Gunpowder      .         .         . 

7  08 

6-70 

3-54 

2-54 

0-62 

1-31 

ludian,  Kaugra  Valley  Young  Hyson 

7-36 

6-12 

3-44 

2-25 

0-43 

1-55 

„      Pdsoe  Souchong 

.  8-28 

6-28 

3-24 

2-42 

0-62 

1-60 

Himalaya  Orange  Pekoe 

7-84 

7-62 

.  3-45 

2-83 

1-34 

1-63 

Chittagong     „           „           ... 

8-92 

6-20 

4-23 

1-77 

0-20 

1-86 

Assam  Orange  Pekoe    ..         .         . 

-9-41 

5-93 

3-78 

1-93 

0-22 

1-63 

'„      Fekoe  Dust 

9-57 

6-77 

3-55 

2-69 

0-53 

1-71 

„          „            ..... 

9-35 

614 

3-70 

2-15 

0-29 

1-67 

Darjeeling 

906 

5-73 

3-68 

1-86 

019 

1-67 

Chittagong  Congou       .... 
Average     . 

9-68 

5-66 

3-53 

1-87 

0-26 

1-91 

8-31 

6-64 

3-62 

2-40 

0-63    . 

1-62 

Very  little  was  known  about  the  essential  oil 
of  tea  prior  to  the  researches  of  Van  Romburgh 
in  1896,  the  chief  results  of  which  were  as 
follows : —  ^ 

440  lbs.  of  fresh  leaves  of  tea  distilled  with 
water  gave  but  traces  of  an  essential  pil,  having  a 
strong  odour  of  tea.  The  water  contained 
methyl  alcohol  and  a  very  volatile  product  giving 
aldehyde  reactions  (possibly  it  contains  diacetyl). 

Prom  rolled  and  fermented  fresh  leaves, 
besides  the  products  above  mentioned,  an 
essential  oil  was  obtained  in  larger  amount 
(3  c.e.  from  100  lbs.  of  tea),  or  about  0-006  p.c. 

The  oil  has  a  yellowish  colour  and  a  pene- 
trating odour  of  tea ;  sp.gr.  0-866  at  26°.  It 
rotates  polarised  light  0°  10'  to  the  left  in  a 
200  mm.  tube.  Fractional  distillation  separated 
it  into  two  parts,  the  main  portion  boiling  below 
170°  and  th«  other  above  that  temperature. 
The  larger  fraction  consisted  of  a  colourless 
liquid  boiling  from  153"'-154°  (bar.  740  mm.) 
with  a  strong  odour  of  tea  ;  sp.gr.  0-855  at  27°. 
Elementary  analysis  and  the  vapour  density 
determinations  indiciited  the  formula  CgHj^O. 

Sodium  hydroxide  and  hydroxylamine  h^ve 
no  action.  With  hydrochloric  acid  and  acetic 
anhydride  and  with  benzoylchloride  and  sodium 
hydroxide  it  givesesteis.  A  solution  of  bromine 
in  chloroform  is  decolorised  with  evolution  of 
heat.'  It  combines  with  1  mol.  of  bromine. 
Treated  with  a  neutral  solution  of  potassium 
permanganate  it  is  oxidised,     AU  these  reactions 


make  it  clear  that  the  main  portion  of  the  oil 
consists  of  an  unsaturated  alcohol  of  the  for- 
mula CjHuOH; 

The  higher  boilinjg  portions  of  the  oil  con- 
tained about  1  p.c.  of  methyl  saJicylate  (Van 
Bomburgh,  private  communication).  • 

A  non-drying  oil,  somewhat  resembling  oHve 
oil,  is  obtained  from  tea-seeds  in  China  and 
Assam,  the' former  yielding  from  30-35  p.o..and 
the  latter  from  43-45  p.c.  of  oil.  The  first 
pressings  are  used  as  an  edible  oil,  although 
somewhat  objectionable  owing  to  the  presence 
of  saponin  which  is  present  to  the  extent  of  7  6r 
8  p.c.  in  the  resulting  oil  cake.  It  is  therefore 
unsuitable  for  feeding  purposes,  but  'has  been 
recommended  for  use  as  vermicide  for  dressing 
lawns.  The  lower  qualities  of  oil  are  employed 
for  illuminating,  and  for  soap-maldng.  Fine 
lubricating  oils  are  also  obtained  from  tlie  seeds 
of  other  species  of  Thea  in  Japan. 

The  highest  amount  of  moisture  known  in 
air-dried  tea  is  16  p.c.  According  to  Wigner, 
the  mean  of  the  amounts  yielded  by  (uiest  ' 
Hysons  and  gunpowders  and  the  moistest  Con- 
gous is  7-67  p.c.  Dragendorff  found  the  average 
amount  of  moisture  iil  twenty-three  teas  of  Rus- 
sian commerce  to  be  10  p.c.  P61igot  gives  the 
amount  iii  black  tea  as  10  p.c. ;  in  green  tea  as 
8  p.c.  Bell  (see  table  above)  found  in  32  samples 
of  tea  of  diffeieiit  kinds  and  from  various 
sources  that  the  proportion  of  moisture  varied 
from  6-6  to  9-7  p.c,  the  average  being  8-3  p.c. 
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Nitrogen  is  present  in  tea  both  in  the  form 
of  oaSeine  and  albuminous  bodies,  and  to  a 
greater  extent  than  in  most  other  leaves.  Choline 
and  xanthine  bases  have  also  been  identified  in  tea. 

Pfiligot  (Documents  du  Laboratoire  Municipal 
de  FariS)  501)  gives  the  folloviing  percentages 
of  total  nitrogen  : — 

Gunpowder     .         .         .         .6-62 

Pekoe 6-28 

Souchong         ....     6-15 
Assam    .         .         .         .         .-     5-10 

Glvien  or  legumen  forms  a  quarter  of  the 
weight  of  the  leaves  according  to  Johnstone  and 
Church  (Chemistry  of  Common  Life) ;  but  as  it 
is  hardly  soluble  in  water,  it  is  of  no  practical 
dietetic  value.  More  will  be  dissolved  if  soda  be 
added  to  the  water.  The  '  brick  tea  '  used  in 
Thibet  is  boiled  in  the  alkaline  steppe-Water 
which  extracts  the  greater  part  of  the  gluten. 

Tea  infusion.  The  amount  of  matter 
extracted  by  water  from  tea  is  capable  of  giving 
useful  indications,  but  truly  comparable  results 
can  be  obtained  only  by  rigid  uniformity  in  the 
details  of  the  extraction  process.  The  methods 
are  based  either  on  complete  extraction  and 
weighing  either  the  extract  or  the  insoluble  por- 
tion, (jr  partial  extraction  by  infusion  and  deter- 
mination of  the  specific  giavity  of  the  infusion. 

Feligot  {vide  supra),  using  the  first  method, 
found  the  following  percentages  of  total  extractive 
on  the  dried  leaves  : — 


Oreen  teas. 
Gunpowder 
Hyson 

„      skins 
Young  Hyson    -. 
Imperial 
Schoulang  . 
Tonkay 


51-9 
47-7 
43-5 
51-5 
43-1 
45-9 
42-2 


Black  leas. 
Assam 
Bohea 
Congo 
Pekoe 

„      orange      . 
Souchong  (fine) 


45-4 
44-4 
40-9 
34-6 
48-7 
45-7 


(ordinary)  41 '8 


Tatlock  and  Thomson  (Analyst,  1910,  104) 
adopted  the  second  method,  finding  the  extract 
by  difference  ;  and  in  order  to  avoid  loss  due  to 
-the  solidifying  out  of  extractive  matter  on 
cooling,  they  greatly  increased  the  proportion 
of  water,  boiling  1  grm.  of  tea  with  100  c.e.  of 
water  for  1  hour  under  a  reflux  condenser, 
filtering,  washing  with  80  o.c.  of  hot  water, 
drying  at  100°0.  and  weighing  the  insoluble 
residue  on  a  tared  filter.  They  found  the  follow- 
ing percentage  of  water  extract : — 

Variations    Average 
Indian  teas  (10)  .         .     43-5^9-7        46-4 

Ceylon     „    (5)  .         .     41  ■3^8-2        44-1 

China      „    (6)  .         .     38-4^6-9        43-1 


0.  Kellner,  in  conjunction  with  S.  Ishii  and 
M.  Kamoshita,  determined  the  proportions  of  the 
constituents  of  tea  in  the  infusions  ordinarily 
drunk  in  Japan.  The  methods  of  making  the 
infusions  are,  however,  different  from  those  em- 
ployed in  this  country    They  are  : 

1.  For  Yencha,  extra-fine  green  tea,  the 
leaves  are  ground  to  powder,  and  drunk  with 
the  infusion. 

2.  For  superior  green  tea  the  leaves  are 
digested  for  2  mins.  with  water  at  a  temperature 
of  50°-60°C. 

3.  For  medium  green  tea,  boiling  water  is 
poured  on  the  leaves,  and  stands  on  them  for 
1  minute.  ^ 

4.  For  inferior  tea,  the  leS-ves  are  boilefl 
with  water. 

The  object  in  all  these  methods  is  to  get  out 
as  much  caffeine  and  oil  as  possible,  together 
with  a  moderate  amount  only  of  tannin. 

Kellner  digested  90  grms.  superior  green  tea 
with  half  a  litre  of  distilled  water  at  50°C.  After 
5  mins.  the  infusion  was  poured  off,  and  another 
half-litre  of  water  at  50°C.  was  added  to  the 
leaves.  This  was  repeated  three  times,  and 
each  infusion  was  analysed  separately. 

The  boiling- water  method  gives  different  re- 
sults. Kellner  digested  lOO  grms.  of  superior  tea 
mth  1  litre  boiling  distilled  water,  and  the  first 
infusion  contained  more  than  the  sum  of  the  con- 
tents of  the  three  infusions  by  the  warm-water 
method.  The  following  table  shows  a  summary 
of  his  results  : — 


Peecbntage  Amount  op  each  Constituent 
dissolved. 


Dry  matter 
Caffeine  "  . 
Tannin 
Totaljiitrogen  5-2 
Ash  .  .  171 
Potash         .   16-1 


First 

iiifusiou 

5-3 

14-6 

15-9 


Warm  water 


Second    Third 
infusion  infusion  Total 


4-7 
12-0 
14-4 

4-7 
14-4 
151 


3-6 
12-3 
13-9 
4-4 
4-9 
61 


13-6 
38-9 
44-2 
14-3 
36-4 
36-3 


Boiling 
water 
16-1 
40-1 
36-8 
171 
361 
433 


In  the  following  tables  by  Tatlock  and. 
Thomson  (Analyst,  1910,  108)  a,re  shown  thd 
percentage  of  the  total  extractive,  caffeine,  and 
tannin  obtained  in  a  3-mins.  and  a  S-niins. 
infusion  respectively.  The  columns  are  num- 
bered to  correspond  with  the  teas  of  which  the 
proximate  analyses  are  given  above  (p.  428). 


Results  of  Infusion 

PER  100  Parts  oi 

In 

SKBl 

DlEN 

TS 

BXTEACTED. 

1 

2 

3 

4 

5 

6 

n 

8 

9 

10 

H 

12 

13 

14 

15 

16 

17 

18 

1? 

20 

21 

22 

Three  Minutes' 

Infusion. 

. 

Water  extract 

74 

fiO 

S3 

60 

72 



67 

66 

75 

65 

72 

71 

60 

67 

72 

61 

54 

55 

63 

60 

60 

■75 

7fi 

55 

59 

39 

73 

— 

46 

50 

73 

51 

69 

60 

41 

67 

69 

72 

6b 

54 

73 

73 

68 

68 

Tannin 

61 

46 

70 

41 

57 

— 

58 

56 

57 

50 

52 

60 

42 

58 

59 

49 

39 

41 

46 

41 

49 

42 

■  Five  Minutes' 

Infusion. 

" 

Water  extract 

88 

73 

90 

70 

83 



79 

79 

83 

72 

89 

85 

76 

85 

89 

75 

65 

67 

71 

78 

77 

81 

Caffeine 
Tannin 

87 

61 

8?, 

52 

8« 



65 

71 

82 

70 

80 

74 

69 

86 

80 

86 

83 

85 

84 

85 

83 

.81 

79 

73 

86 

50 

70 



67 

69 

70 

62 

74 

74 

-67 

67 

74 

62 

60 

60 

61 

64 

.63 

60 

433 
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A  Btiong  decoction  of  4ea  frequently  becomes 
turbid  on  cooling,  and  is  covered  with  a  thin 
peUicle  caused  by  the  separating  out  of  cafieine 
tannate.  The  infusion  also  grows  darker  as  it 
stands.  This  is  probably  due  to  the  increase  of 
tannin  in  solution  and  its  alteration  by  oxidation. 

With  regard  to  infusions  of  tea,  it  should  be 
remembered  that  different  results  are  obtained 
from  the  same  tea,  according  to  whether  the 
water  used  is  hard  or  soft.  The  larger  wholesale 
dealers  have  analyses  made  of  the  waters  used 
in  the  different  towns  and  districts  which  they 
supply,  and  blend  different  teas  so  as  to  suit  the 
requirements  of  different  neighbourhoods,  the 
blend  depending  on  the  particular  water  used 
in  each. 

-  In  judging  the  commercial  valui  of  tea  the 
professional  tea-taster  makes  an  infusion  by 
pburing  about  100  c.c.  of  boiling  water  upon 
3  grms.  of  tea,  allowing  to  infuse  for  5  mins. 
and  then  decanting  the  liquor.  He  is  guided 
mainly  by  the  colour,  uniformity,  and  age  of 
the  Jeaf,  and  by  the  bouquet,  flavour,  and 
pungency  of  the  infusion.  These  are  usually 
supposed  to  depend  upon  the  amount  and 
quality  of  the  volatile  oil,  but  there  is  good 
reason  to  believe  that  they  are  intimately 
associated  with  the  action  of  certain  enzymes  in 
the  leaf. 

Although  considerations  other  than  chemical 
composition  affect  the  commercial  value  of  tea, 
as  the  age,  size,  and  condition  of  the,  leaf, 
whether  whole,  broken,  tea  dust,  or  fannings, 
yet  in  teas  accepted  by  expert  tea-tasters  as 
of  fine  quality,  a  certain  uniformity  has  been 
observed  in  the  ratio  of  the  caffeine  to  the  tannin. 
This  is  as  one  to  three,  indicating  a  compound  of. 
caffeine  and  tannin  already  referred  to  as  caffeine 
tannate  (see  X>ancet,  Jan.  1911). 

In  this  form  the  special  characteristics  of 
both  caffeine  and  tannin  in  the  free  state  are 
neutralised  in  the  compound,  which  differs  in 
chemical  and  physiological  properties  from,  and 
has  none  of  the  objectionable  qualities  of  either 
of  its  constituents.  In  inferior  or  common  teas 
either  caffeine  or  tannin  is  present  in  excess  of 
this  ratio,  the  former  imparting  a  bitter  taste  to 
the  infusion,  and  the  latter  increasing  its  astrin- 
gency.  The  proper  balance  may  be  attained  by 
suitable  blending. 

AdvUcration  in  its  old  forms  is  very  little 
practised  now,  probably  not  at  all  in  this 
country.  Inferior  teas  from  old  stocks  are 
sometimes  sold,  also  teas  recovered  from  wrecked 
vessels  and  re-dried,  but  owing  to  the  examina- 
tion by  the  Customs  Authorities  (acting  under 
the  Sale  of  Food  and  Drugs  Act,  1876)  of  all  tea 
imported  into  the  United  Kingdom,  and  the 
general  soundness  of  the  tea  trade,  the  importa- 
tion of  adulterated  tea  is  practically  a  thing  of 
the  past. 

The  modes  of  adulteration  formerly  common 
were  : — 

1.  Adding  leaves  of  different  kinds,  the 
principal  being  ash,  beech,  birch,  bramble, 
camellia,  chestnut,  coffee,  currant,  elder,  elm, 
gooseberry,  hawthorn,  plum,  poplar,  raspberry, 
and  willow. 

2.  Adding  '  exhausted  '  leaves,  i.e.  tea  leaves 
that  had  already  been  used. 

3.  '  Pacing '  black  tea  with  graphite  and 
adding  colouring  matters  to  green  tea,  notably 


indigo,  Prussian  blue,  turmeric,  mixed  with 
China  clay,  soapstone,  &c.  Copper  salts  are 
scarcely  ever  employed,  but  occasionally  a  little 
iron  sulphate  is  used  to  impart  astringency  to 
the  tea.  The  facing  material  rarely  amounts 
to  1  p.c,  and  is  usually  free  from  deleterious 
ingredients,  being  for  the  most  part  insoluble  in 
water. 

4.  Adding  catechu  and  other  astringent 
principles. 

6.  Adding  sand  containing  ferric  oxide  to 
increase  the  weight'  of  the  tea. 

Foreign  leaves  are  detected  by  the  micro- 
scope. Drawings  of  leaves  principally  used  as 
tea  adulterants  vrill  be  found  in  Bell's  Foods,  in 
Bulletin  No.  13,  U.S.  Dept.  of  Agriculture,  and 
in  Villiers  and  Collin's  Traits  des  Alterations  et 
Falsifications  des  Substances  Alimentaires. 

Indications  as  to  the  presence  of  exhausted 
leaves  may  be  obtained  by  determinations  of  the 
caffeine,  tannin,  tod  in  particular  by  the  alka- 
linity of  the  ash  and  the  proportion  of  it  soluble 
in  water. 

The  substances  used  for  facing  tea  can 
generally  be  readily  removed  for  examination  by 
shaking  up  with  cold  water,  pouring  off  the 
liquor,  and  allowing  the  matter  in  suspension  to 
subside. 

An  imitation  tea  known  as  '  lie  tea '  was 
formerly  made  in  China  from  the  sweepings  of 
the  tea-warehouses,  foreign  leaves,  and  mineral 
matter,  coloured  by  one  of  the  facing  prepara- 
tions, cemented  together  by  rice  starch  and 
rolled  into  grains.  The  percentage  of  ash  in 
'  lie  tea '  was  always  high,  often  exceeding 
50  p.c. 

Brick  tea.  This  variety  of  tea  is  used  largely, 
in  Thibet,  Western  Siberia,  and  Russia.  The 
cheaper  and  inferior  kinds  are  very  coarse, 
consisting  of  both  leaves  and  twigs;  frequently 
mixed  with  a  glutinous  rice  paste  to  make  them 
cohere,  and  compressed  by  hand  into  blocks. 
The  curing  of  the  leaf  consists  simply  of  a  few 
minutes'  heating  in  iron  pans,  a  slight  fermenta- 
tion by  storing  in  heaps  in  the  '  hongs '  or 
factories,  then  drying  in  the  sun,  sorting  into 
grades,  and  steaming  preparatory  to  pressure  in 
shallow  moulds  of  the  required  shape  and  size 
in  which  the  blocks  are  left  for  3  or  4  days  to 
harden.  Over  twenty  million  pounds  of  this 
kind  of  tea  are  said  to  be  consumed  annually  in 
Thibet. 

A  superior  kind  of  brick  tea  is  made,  chiefly 
at  Hankow,  from  tea  dust  which,  after  sifting 
and  grading,  is  steamed  and  compressed  in 
moulds  into  bricks  or  cakes  by  means  of  an 
hydraulic  press,  the  blocks  being  left  in  the 
moulds  for  2  or  3  weeks  until  thoroughly  dry 
and  hard. 

Nearly  fifty  million  pounds  of  this  tea  are 
made  annually,  chiefly  lor  the  Russian  Govern, 
ment,  in  factories  under  Russian  control,  and 
large  quantities  of  Indian  tea  dust  are  utilised  in 
the  manufacture  of  this  variety  of  brick  tea. 
The  finest  grades  are  made  in  '  tablet '  form, 
mainly  for  consumption  in  European  Russia. 

Amongst  certain  Himalayan  tribes  in  Thibet, 
and  in  Western  Siberia,  it  is  a  common  practice 
to  eat  the  tea  residue,  after  the  infusion  has  been 
drunk,  mixed  with  sugar,  milk,  butter,  or  other 
fat.  It  is  very  nutritious  and'  forms  the  food 
of  the  natives  for  weeks  at  a  time. 
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iJifferfeht  plants  are  Used  as  tea  in  different 
parts  of  the  world.  The  chief  of  these  is  the 
Ilex  paraguayensis,  or  Brazihan  holly,  the  leaves 
of  which  make  what  is  known  as  Paraguay  tea 
or  '  mat6'  {q.v.). 

Other  plants  whose  leaves  are  used  to  make 
tea  are : — 

Angr<Bcum  fragrans  (Thou.)  (an  orchid)  makes 
the  '  Faham  tea  '  of  Mauritius. 

CaOia  edulis  (Forsk.)  makes  'Abyssinian  tea,' 
known  as  '  K6,t '  or  '  Kaat.' 

Coffee-tree  (Coffea  arabica  [Linn.]). 

Cyclopia subternata  (Vog.)  ('Boer  Tea,'  'Cape 
tea,'  or  '  Bush  tea  '). 

Glaphyria  nitida  (Jack)  (a  species  of  myrtle), 
in  the  Eastern  Archipelago. 

Ledum  palustre  (Linn.)  and  Ledum  latifolium 
(Jacq.)  make  '  Labrador  tea.' 

Lithospermum  officinale  (Linn.)  ('GromweU  ') 
or  '  Bohemian  tea.' 

Various  species  of  Melaleiica  and  Lepto- 
spermum  (belonging  to  the  myrtle  order),  various 
species  of  Correa  (belonging  to  the  Suiacece) ; 
Accena  Sanguisorbae  (VaU.)  (allied  to  the  Eosa- 
cecB),  and  the  hark  of  the  Austrahan  Sassafras, 
make  the  '  Abyssinian  tea '  of  Australia  and 
Tasmania. 

AU  the  above  teas,  except  Bohemian  tea. 
Bush  tea,  and  Faham  tea,  contain  caffeine,  and 
all  have  a  volatile  oil,  and  an  astringent  prin- 
ciple allied  to  tannin.  '  J.  C. 

TEL.S!SGIN  V.  Hobse-chestnut. 

TELLURITE  v.  Tellurium. 

TELLURIUM.  Sym.  Te.  At.wt.  127-5; 
molec.wt.  255'0. 

The  presence  of  a  new  metal  was  suspected 
in  an  auriferous  mineral  from  Transylvania  by 
Miiller  von  Reichenstein  in  1782 ;  from  this 
mineral  telluriam  was  isolated  by  Klaproth 
(Oell's  Ann.  1798,  91).  The  element  was  more 
fully  studied  by  Berzelius  (Pogg.  Ann.  1826,  8, 
411 ;  1833,  28,  392  ;  1834,  32,  1,  577). 

For  researches  on  tellurium  of  a  general 
character,  v.  Braiiner  (Monatsh.  1889,  10,  416), 
Staudenmaflr  (Zeitsoh.  anorg.  Chem.  1895,  10, 
189),  Retgers  {ibid.  1896,  12,  98),  Gutbier  {ibid. 
1902,  32,  51,  54),  Metzner  (Ann.  Chim.  Phys. 
1898,  [vii.]  15,  203). 

Occurrence. — Tellurium  occurs  native  in 
small  quantity,  associated  with  silver  and  gold  ; 
but  it  is  usually  found  combined  with  metals  as 
tellurides,  the  most  important  being  teiradymite 
(BijjTea),  allaite  (PbTe),  coloradolite  (HgTc), 
calaverite  (AuTe2),  sylvanite  (AuAgTe,),  petzite 
(AgsAuTca),  nagyagite  ((AuPb)^  (TeSSb),).  The 
chief  locahties  are  Transylvania  (Petz,  Pogg. 
Ann.  1842,  57,  467;  Schonbein,  Annalen,  1852, 
86,  201 ;  Loczka,  Zeitsoh.  Kryst.  1892,  20, 
317,  320  ;  Muthmann  and  Schroder,  ibid.  1897, 
29,  140) ;  Colorado  {v.  Chem.  Soc.  Abstr.  1896, 
70,  ii.  612,  613 ;  1898,  74,  ii.  385 ;  Amer.  J. 
Sci.  1897,  [iv.]  4,  306 ;  1898,  [iv.]  5,  375,  377, 
421,  428  ;  1900,  [iv.]  10,  419,  427  ;  1904,  [iv.] 
18,  433 ;  Bull.  U.S.  Geol.  Survey,  1905,  No. 
262  55) ;  West  Australia  {v.  Chem.  Soc.  Abstr. 
1898,  74,  ii.  385 ;  Chem.  News.  1900,  82,  272  ; 
Min  Mag.  1903,  13,  268  ;  Eng.  &  Min.  J.  1903, 
75,  814;  Ann.  Mines,  1901,  19,  530);  also 
Mexico,  Chile,  Brazil,  Honduras,  and  Asia 
Minor  {v.  Bull.  Soc.  chim.  1873,  20,  481 ;  Bull. 
Acad.  roy.  Belg.  1908,  255). 

Tellv^rite    (TeOj)    or    tellurium    ochre    also 

,VoL.  v.-r. 


occurs,  and  17  p.O.  of  telluriutn  has  beeh  found 
in  the  red  sulphur  of  Japan  (Divers  and  Shimid- 
zu,  Chem.  News.  1883,  48,  284). 

Preparation, — Tellurium  is  obtained  from 
the  preceding  minerals  or  from  the  residues 
obtained  in  several  metallurgical  processes. 
Bismuth  telluride,  finely  powdered,  is  mixed 
with  sodium  carbonate,  rubbed  up  with  oil  to  a 
thick  paste,  and  calcined  in  a  closed  crucible. 
After  lixiviating  with  cold  water,  a  current  of 
air  is  drawn  through  the  aqueous  solution  of 
sodium  telluride,  when  tellurium  separates  as  a 
grey  powder.  Other  tellurides  are  attacked  with- 
hydrochloric  acid  the  insoluble  residue  heated 
with  concentrated  sulphuric  acid,  and  from  the 
diluted  sulphate  solution,  after  removing  silver 
as  the  chloride,  the  tellurium  is  precipitated  by 
means  of  zinc  or  sulphur  dioxide.  For  details 
and  other  methods,  v.  Berzelius,  I.e.;  Lowe, 
J.  pr.  Chem.  1853,  60,  163;  Oppenheim,  tftid. 
1860,  81,  308;  Farbaky,  Zeitsch.  angew.  Chem. 
1897,  10,  11. 

The  alkaline  residues  from  bismuth  ores  are 
acidified  with  hydrochloric  acid  and  treated 
with  sodium  sulphide  in  order  to  precipitate  the 
tellurium  (Matthey,  Proc.  Roy.  Soc.  1901,  68, 
161).  Tellurium  is  also  extracted  from  the 
anode  slimes  obtained  in  the  course  of  refining 
American  copper  by  electrolysis  (Whitehead, 
J.  Amer.  Chem.  Soc.  1895, 17,  849,  855 ;  Lenher, 
ibid.  1899,  21,  347,  351). 

Crude  tellurium  may  be  purified  by  boiling 
it  with  sodium  sulphide  solution  and  sulphur; 
from  the  filtered  liquid  pure  tellurium  is  pre- 
cipitated by  heating  with  sodium  sulphite 
(Sohelle,  7th  Inter.  Cong.  Appl.  Chem.  1909, 
sect.  III.  A.  80).  For  its  complete  purification, 
the  element  is  dissolved  in  aqua  regia,  evaporated 
several  times  with  hydrochloric  acid,  and  pre- 
cipitated by  sulphur  dioxide  from  the  diluted 
and  filtered  chloride  solution.  The  precipitate 
is  fused  with  potassium  cyanide  in  a  current  of 
coal  gas,  the  mass  extracted  with  water,  filtered, 
and  the  tellurium  precipitated  by  aspirating  air 
through  the  solution.  The  element  is  converted 
into  telluric  acid  by  Staudenmaier's  method  {v. 
infra),  purified  by  several  recrystallisations, 
ignited  to  tellurium  dioxide,  and  the  latter 
dissolved  in  hydrochloric  acid.  The  pure 
element,  precipitated  by  sulphur  dioxide  or 
hydrazine  from  the  chloride  solution,  is  dried 
and  distilled  in  a  current  of  hydrogen  (Brauner, 
Monatsh.  1889,  10,  416;  Chem.  Soc.  Trans. 
1889,  55,  382 ;  Baker  and  Bennett,  ibid.  1907, 
91,  1849). 

Properties. — Tellurium  is  a  silver-white, 
lustrous,  brittle,  metallic-looking  substance,  of 
sp.gr.  6-27,  which  crystallisee  in  hexagonal 
rhombohedra  isomorphous  with  sulphur  and 
selenium  (Muthmann,  Zeitsch.  physikal.  Chem. 
1891,  8,  396).  It  melts  at  452°,  boils  at  a  red 
heat,  and  volatilises  readily  when  heated  in  a 
stream  of  hydrogen.  In  an  almost  perfect 
vacuum  it  boils  at  478°  (Krafft,  Ber.  1903,,  3ei, 
4344).  The  vapour  of  tellurium  is  golden 
yellow,  and  consists  of  diatomic  molecules 
(Deville  and  Troost,  Compt.  rend.  1863,  56, 
891 ;  Biltz,  Zeitsoh.  physikal.  Chem,  1894,  19, 
415). 

Tellurium  is  precipitated  by  reducing 
agents  in  an  amorphous  form,  sp.gr.  6-016. 
When  heated,  it  is  converted  into  the  crystalline 
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form  with  evolution  of  heat  (Fabre  and  Berthe- 
lot,  Compt.  rend.  104,  1405 ;  for  a  summary 
of  literature  on  allotropy  of  tellurium,-  v, 
Cohen  and  Kroner,  Chem.  Weekblad.  1910,  7, 
67). 

By  careful  reduction  in  dilute  solution, 
brown  and  blue  colloidal  solutions  of  tellurium 
can  be  prepared  (Gutbier,  Zeitsoh.  anorg.  Cliem. 
1902,  32,  51,  91 ;  1904,  40,  264 ;  42,  177  ;  Paal 
and  Koch,  Ber.  1905,  38,  534 ;  Weimam  and 
Maljisheff,  J.  Russ.  Phys.  Chem.  Soc.  1910,  42, 
-484). 

For  the  emission  spectrum  of  tellurium,  v. 
Salet,  Compt.  rend.  1871,  73,  559,  742 ;  Ann. 
Chim.  Phys.  1873,  28,  49  j  Ditte,  Compt.  rend. 
1871,  73,  262;  Hartley,  Chem.  Soc.  Trans. 
1883, 43,  399 ;  de  Grammont,  Compt.  rend.  1898, 
127,  866,  868 ;  for  spark  spectrum,  v.  Watts, 
Spectrum  Analysis,  p.  28 ;  and  for  afbsorption 
spectrum,  v.  Gernez,  Compt.  rend.  1872,  74, 
.1190.  . 

Tellurium  bums  in  air  with  a  blue  flame, 
forming  the  dioxide.  It  is  not  attacked  by 
hydrochloric  acid,  but  reacts  with  nitric  or 
sulphuric  acid,  and  also  with  concentrated 
potassium  hydroxide.  It  is  insoluble  in  carbon 
disulphide.  Tellurium  reduces  solutions  of  gold 
and  silver  salts  (Hall  and  Lenher,  J.  Amer. 
Chem.  Soc.  1902,  24,  918)  and  reacts  ivith 
thionyl  chloride  and  similar  chlorides  (Lenher 
and  Hill,  ibid.  1908,  30,  737  ;  Horvfith,  Zeitsch. 
anorg.  ^  Chem.  1911,  70,  408;  Prandtl  and 
Borinski,  ibid.  1909,  62,  237),  the  tetrachloride 
being  usually  obtained.  For  its  behaviour  as 
an  electrode,  v.  Le  Blanc,  Zeitsch.  Elektrochem. 

1905,  11,  521,  813,  931;  1906,  12,  649.  In 
physical  properties  tellurium-  resembles  the 
metals,  but  chemically  it  is  decidedly  non- 
metallic.  It  forms  one  of  the  oxygen  family  of 
elements  and  closely  resembles  sulphur  and 
selenium.  This  is  shown  by  the  fact  that  the 
three  elements  are  isomorphous,  and  form  mixed 
crystals  when  crystallising  either  from  solution 
in  a  solvent  or  from  the  fused  mixture  (».  infra). 
The  compounds  Te(C,H5)2Br2  and  Se(CeHj)2Br2 
are  isomorphous,-  as  also  are  selenium  and 
tellurium  dimethylamine  bromides  and  chlorides ; 
whilst  the  acid  selenates  and  teUuratea  of  rubi- 
dium have  been  shown  to  form  mixed  crystals 
(Muthmann,  Zeitsch.  physikal.  Chem.  1891,  8, 
396 ;  Norris  and  Mummers,  ■  Amer.  Chem.  J. 
1900,  23,  486 ;   Pellini,  Atti.  R.  Accad.  Linoei, 

1906,  15,  i.  629,  711;  15,  ii.  46;  1909,  18,  i. 
701 }  18,  ii.  19,  279). 

Atomic  weight.  This  is  of  particular  interest, 
since,  judging  by  the  well-defined  chemical 
similarities  exhibited  by  sulphur,  selenium,  and 
tellurium,  the  atomic  weight  of  tellurium  would 
be  expected  to  be  less  than  that  of  iodine,  in 
order  that  tellurium  and^  iodine  might  fit  into 
the  Periodic  Classification  in  the  places  that 
would  be  assigned  to  them  from  a  consideration 
of  their  chemical  properties.  The  atomic  weight 
of  tellurium  is,  however,  found  to  be  127  "5, 
distinctly  higher  than  that  of  iodine  (126-9). 
Numerous  attempts  to  show  that  tellurium  is 
not  homogeneous  (Brauner,  Monatsh.  1889,  10, 
411 ;  Chem.  Soc.  Trans.  1889,  55,'  382  ;  Baker 
and  Bennett,,t&sd.  1907,  91, 1849  ;  Baker,  Chem. 
News.  1908,  97,  209;  Staudenmaier,  Zeitsch. 
anorg.  Chem.  1895,  10,  189 ;  Pellini,  Gazz. 
chim.  itaL  1902,  32,  131 ;    Gutbier,  Sitzungsb 


phys.-med.  Soc.  Erlangen,  1906,  37,  HO ;  Norns, 
J.  Amer.  Chem.  Soc.  1906,  28,  1675  j  Lenher, 
ibid.  1908;  30,  741 ;  1909,  31,  20 ;  Marckwald, 
Bfer.  1907,  40,  4730;  1910,  43,  1710)  have 
failed ;  the  positive  results  of  Browning  and 
Flint  (Amer.  J.  Sci.  1909,  28,  347 ;  1910,  30, 
209)  have  not  been  confirmed  by  Harcourt  and 
Baker  (Chem.  Soc.  Trans.  1911, 99, 1311 ;  Dudley 
and  Bowers,  J.  Amer.  Chem.  Soc.  1913, 875).  The 
atomic  weight  has  been  determined  on  material 
prepared  from  widely  different  sources,  by  tlie 
syntheses  and  analyses  of  the  dioxide  and  tetra- 
bromide,  by  the  analyses  of  telluric  acid,  the 
double  bromide  of  tellurium  and  potassium,  the 
basic  nitrate,  and  other  compounds,  and  by  the 
measurement  of  its  electro-chemical  equivalent ; 
the  results  point  definitely  to.the  value  127-5  as 
correct  {v.  the  investigations  cited  above,  and 
also  Wills,  Chem.  Soc.  Trans.  1879,  35,  704; 
Chikashigi,  ibid.  1896,  69,  881;  Gooch  and 
Howland,  Amer.  J.  Sci.  1894,  58,  375 ;  Metzner, 
Compt.  rend.  1898,  126,  l7l6 ;  Koethner. 
Annalen,  1901,  319,  1 ;  Scott,  Chem.  Soc.  Proc. 
1902,  18,  112;  Gallo,  Atti.  R.  Accad.  Lincei, 
1905,  [v.]  14,  i.  23,  104).  The  lower  value 
obtained  by  Sterner  (Ber.  1901,.34,  570)  by  the 
combustion  of  tellurium  diphenyl  has  not  been 
confirmed ';  and  it  still  remains  to  be  discovered 
why  the  positions  of  tellurium  and  iodine  in  the 
Periodic  Classification,  determined  by  their 
atomic  weights,  should  be  the  reverse  of  those 
which  their  chemical  properties  indicate. 

Tellurides.  A  number  of  these  compounds 
occur  as  minerals  (».  supra).  The  following 
have  been  shown  to  exist  by  the  methods  of 
thermal  and  microscopic  analysis,  the  mercury 
compound  alone  having  no  melting-point : 
AuTej,  CujTcj,  Cu^Te,  HgTe,  CdTe,  TljTe, 
TljTea,  TlgTej  PbTe,  SnTe,  Sb/fea,  As^Te,, 
BijTea  (Pe'labon,  Compt.  rend.  1906,  142,  207; 
1907-,  145,  118;  1909,  148,  1176;  Fay  and 
Ashley,  Amer.  Chem.  J.  1902,  27,  95  ;  Fay  and 
Gillson,  ibid.  27,  81 ;  Fay,  J.  Amer.  Chem. 
Soc.  1907,  29,  1265;  Pellini  and  Aureggi, 
Atti.  R.  Accad.  Lincei,  1909,  18,  ii.  211 
Pellini  and  Quercigh,  ibid.  1910,  19,  ii.  445 
Chikashigd,  Zeitsch.  anorg.  Chem.  1907,  54,  50 
Biltz  and  Meklenburg,  ibid.  190i9,  64,  226. 
Kobayashi,  ibid.  1910,  69,  1).  By  direct  union 
of  the  elements  KjTe  and  Na^Te  can  be 
obtained ;  numerous  metallic  tellurides  have 
been  prepared  from  aqueous  solutions  of  these 
compounds  by  double  decomposition ;  they 
are  usually  readily  oxidised  by  air  when  moist 
(Tibbals,  J.  Amer.  Chem.  Soc.  1909,  31,  902). 
Carbon  telluride  CTe^  is  also  known  (Stock  and 
Blumenthal,  Ber.  1911,  44,  1832). 

Hydrogen  telluride  TeHj,  discovered  by  Davy 
(1810),  is  formed  by  the  direct  union  of  its 
elements,  or  by  th6  action  of  dilute  acids  on  the 
tellurides  of  zihc,  aluminium,  and  magnesium. 
It  is  prepared  by  electrolysing  50  p.c.  sulphuj-ic 
acid  at  —  15°C.,  using  a,  piece  of  tellurium  as 
cathode  ;  the  gas  evolved  at  the  cathode,  when 
quickly  dried,  is  nearly  pure  hydrogen  telluride. 
The  substance  is  a  foetid-smelling,  inflammable, 
extremely  unstable  gas,  which  condenses  to  a 
liquid  boiling  at  0°C.  It  has  a  vapour  density 
of  65(H=1)  and  contains  its  own  volume  of 
hydrogen.  Itr  resembles  hydrogen  sulphide  in 
chemical  properties  (Emyei,  Zeitsch.  auore- 
Chem.  1900,  25,  313). 
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OoMPOTJNlig   WITH  HALOOEirS. 

. ,  '!«"""um  tetrafluoride  TeF,  is  formed  when 
the  dioxide  is  heated  with  hydrofiuorio' acid  in  a 
platmum  retort;  it  distils  over  and  forms  a 
oolourlessi  very  deliquescent  mass.  The  hydrate 
leFj.lHaO  separates  from  solutions  in  hydro- 
fluoric acid.  Numerous  double  fluorides,  e.g. 
KF-TeF,,  BaFa-2TeF4,HaO  are  known  (Metzner, 
Compt.  rend.  1897,  125,  23;  Hogbom,  Bull. 
Soo.  chim.  1881,  35.  61;  Wells  and  Willis, 
Amer.  J.  Sci.  1901,  12,  190). 

Tellurium  hexafluoride  TeF,,  formed  by  the 
direct  union  of  its  elements,  is  a  gas,  Slowly 
decomposed  by  water.  Its  molecular  weight, 
determined  from  its  vapour  density,  is  239, 
corresponding  to  the  simple  formula  (Prideaux, 
Caxem.  Soc.  Trans.  1906,  89,  320;  c/.  Moissan, 
Ann.  Chim.  Phys.  1891,  [vi.]  24,  239). 

■Tellurium  diehloride  TeClj,  formed  by  the 
direct  union  of  its  elements,  is  an  almost  black 
substance,  which  melts  at  175°,  and  boils  at 
327°,  yielding  a  deep  red  Vapour  having  the 
normal  density  (Michaelis,  Ber.  1887,  20,  2488, 
2491);  for  the  absorption  spectrum  of  the 
vapour,  V.  Friederichs,  Chem.  Zentr.  1905,  ii. 
1073.  The  diehloride  is  decomposed  by  water 
into  tellurium,  tellurous  and. hydrochloric  acids. 

Tellurium  tetrachloride  TeClj  is  formed  when 
excess  of  either  chlorine  or  sulphur  chloride 
(Lenher,  J.  Amer.  Chem.  Soc.  1902,  24,  188)  acts 
on  tellurium.  It  is  a  white  crystalline  substance, 
which  melts  at  224°  to  a  yellow  liquid,  and  boils 
at  380°,  giving  a  red  vapour  of  normal  density 
(Michaelis,  I.e.).  It  is  very  hygroscopic,  and  is 
readily  hydrolysed  by  water  to -tellurous  and 
hydrochloric  acids.  It  forms  a  large  number  of 
additive  compounds  with  metallic  chlorides,  and 
also  unites  with  hydrochloric  acid  (Wheeler, 
Amer.  J.  Sci.  1893^  [iii.T  45,  267  ;  Weber,  Pogg. 
Ann.  1858,  104,  422;  Metzner,  Compt.  rend. 
1897,  125,  23 ;  c/.  Lenher  and  Titus,  J.  Amer. 
Chem.  Soc.  1903,  25,  730 ;  Lenher,  ibid.  1900, 
22,  136). 

Tellurium  dibromide  TeBr^,  obtained  by  heat- 
ing the  tetrabromide  with  tellurium,  is  a  black 
crystalline  substance,  melting  at  280°,  and  boiling 
at  339° ;  the  vapour  is  violet.  It  resembles  the 
corresponding  chloride  (Braunei^,  Chem.  Soo. 
Trans..l889,  55,  410). 

Tellurium  tetrabromide  TeBr^,  formed  by  the 
direct  union  of  the  two  elements,  can  be  sub- 
limed in  vacud.  It  forms  fiery  red  crystalline 
crusts  when  hot,  orange  yellow  when  cold  ;  the 
density  is  4-31.  It  melts  at  about  380°,  and  boils 
at  about  420°,  but  the  vapour  undergoes  dissocia- 
tion into  the  dibromide  and  bromine.  Tellurium 
tetrabromide  dissolves  in  a  small  quantity  of 
water,  but  is  readily  hydrolysed  by  an  excess. 
It  forms  numerous  double  bromides,  e.g.  KoTeBr, 
which  crystallise  beautifully  and  are  easy  to 
prepare  (Wills,  Chem.  Soc.  Trans.  1879,  36,  711 ; 
Wheeler,  Amer.  J.  Sci.  1893,  iii.  45,  267). 

Tellurium  diiodide  Tel^  does  not  appear  to 
exist,  the  substance  described  by  Berzelius  being 
a  mixture  (Gut bier  and  Flury,  Zeitsoh.  anorg. 
Chem.  1902,  32,  108). 

Tellurium  tetraiodide  Tel^,  obtained  by  the, 
action  of  hydriodio  acid  on  tellurous  acid  (c/. 
Gooch  arid  Morgan,  Amer.  J.  Sci.  1896,  2,  271), 
is  aa  iron-grey  crystalline  substance,  which  when 
heated  melts  and  them  decomposes.  It  forins 
dpublfi  salts  with  metallic  iodides  (Wheeler,  I.e.).' 


435 


Tellurium  dicyanide  Te(CN),  can  be  obtained 
by  the  interaction  of  the  tetrabromide  with 
silver  cyanide  in  benzene  sohition  (Cooksedge, 
Chem.  Soc.  Trans.  1908,  93*  2176).  It  is 
decomposed  by  water. 

Oxides  and  Oxyacids  of  TELLtrEiuM. 
Tellurium  monoxide  TeO  is  a  black  powder, 
obtained  by  heating  TeSOa  to  230°  in  vacuo 
(Divers  and  Shimos^,  Chem.  Soc.  Trans.  1883, 
43,  319).  It  dissolves  in  concentrated  sulphuric 
acid,  forming  a  red  solution  from  which  tellurium 
sulphate  is  said  to  separate. 

Tellurium  dioxide  TeO  2  is  formed  by  burning 
tellurium  in  air,  or  by  igniting  tellurous  01 
telluric  acid,  and  is  prepared  by  oxidising 
tellurium  with  warm  nitric  acid  of  sp.gr.  1*25 
(Klein  and  Morel,  Bull.  Soc.  chim.  1885,  [ii.] 
43,  198).  It  is  a  white,  crystalline,  dimorphous 
solid,  which  melts  at  a  red  heat  and  may  be 
slowly  sublimed.  It  is  easily  reduced  to 
tellurium  by  hydrogen  or  carbon.  It  is  prac- 
tically insoluble  in  water,  but  dissolves  in  alkali 
hydrojddes  forming  tellurites.  The  oxide  is 
sfightly  basic,  since  it  forms  a  basic  sulphate 
2TeOu-S03  and  a  basic  nitrate  2Te02-HNO, 
(Klein,  Compt.  rend.  1884,  99,  326;  Ann. 
Chim.  Phys.  1887,  10,  108;  Norris,  Fay  and 
Edgerly,Amer.  Chem.  Jr  1900,  23,  105). 

Tellurous  aeid  HjTeOa  >a  a  light  white  powder 
obtained  by  pouring  a  solution  of  tellurium  in 
dilute  nitric  acid  into  an  excess  of  water,  washing 
the  precipitate  and  drying  it  over  sulphuric  acid. 
It  is  slightly  soluble  in  water,  and  behaves  as  a 
weak,  dibasic  acid ;  the  alkali  salts  only  are 
soluble  in  water  (Berzelius,  Pogg.  Ann.  1834, 
32,  577;  Oppcnheim,  J.  pr.  Chem.  1867,  71, 
267). 

Tellurous  acid  may  be  oxidised  to  telluric 
acid  in  either  acid  or  alkaline  solution ;  these 
reactions  are  used  in  its  volumetric  estimatimi 
(Brauner,  Chem.  Soc.  Trans.  1890,  59,  238). 
It  is  reduced  to  tellurium  by  sulphur  dioxide 
and  other  reducing  agents. 

Tellurium  trloxide  TeO,  is  an  orange-yellow, 
crystalline  mass  of  sp.gr.  5-07,  obtained  by 
heating  telluric  acid  nearly  to  redness,  and 
dissolving  out  any  admixed  dioxide  frqmthe 
residue  by  cold  hydrochloric  acid.  It  is  in- 
soluble in  water,  dissolves  in  concentrated 
potassium  hydroxido,  and  slowly  reacts  with 
concentrated  hydrochloric  acid,  being  reduced 
to  tellurous  acid. 

Telluric  acid  HaTeOj  may  be  obtained  by 
decomposing  its  barium  salt  with  sulphuric  acid. 
It  is  best  prepared  by  dissolving  tellurium  in 
nitric  aicid  and  boiling. the  strjongly  acid, solution 
with  chromic  acid ;  on  cooling  the  solution  the 
dihydrate  H2TeOj,2H20  crystallises  out  (fitau- 
denmaier,  Zeitsch.  anorg.  Chem.  1895,  10,  189). 
This  hydrate  is  dimorphous,  crystallising  in 
both  the  monoolinic  and  the  cubic  systems 
(Gossner,  Zeitsch.  Kryst.  1904,  38,  498);  its 
density  is  3-05.  The  anhydrous  acid  is  obtained 
by  gently  heating  the  dihydrate. 

Telluric  acid  dihydrate  dissolves  in  cold  water 
very  sUghtly,  but  is  easily  soluble  in  hot  water. 
Sulphur  dioxide  and  other  reduoipg'  agents 
easily  reduce  it  to  tellurium.  It  behayeai  as  a 
very  feeble  acid.  '.'"■■ 

Aiiother  inodifioatiori  of  jthe  acid,  aHoteUuric 
acid,  is  obtained  by  heating  the  dihydrftte  to 
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160°  for  some  time  i  it  dissolves  very  slowly  ii) 
cold  water  and  is  a  much  stronger  acid  than  the 
ordinary  form  (Mylius,  Ber.  1901,  34,  2208  ;  c/. 
Brauner,  Chem.  Soc.  Trans.  1S95,  67,  649; 
Gutbier,  Zeitsoh.  anorg.  Chem.  1902,  32,  96). 

The  alkali  tellurates  are  soluble  in  water ; 
those  of  the  other  metals  are  difficultly  soluble 
in  water,  but  readily  soluble  in  hydrochloric 
acid  (Gutbier  and  Wagenknecht,  ibid.  1904,  40, 
260 ;  Hutchins,  J.  Amer.  Chem.  Soc.  1905,  27, 
1157).  Besides  normal  and  acid  tellurates,  more 
complex  salts,  e.g. 

K2Te04-Te03,4HjO ;  K2Te04-3Te03,4HjO 
and  K4Te05,8H20  are  known.  A  number  of 
tellurates  exist  in  two  forms,  one  being  white 
and  soluble  in  water  or  acids,  and  the  other 
being  yellow  and  insoluble  in  these  liquids 
(Berzelius).  Complex  compounds  of  telluric 
acid  with  iodates,  phosphates,  &c.,  are  known 
(Weinland  and  Prause,  Ber.  1890,  23,  1015; 
Zeitsch.sinorg.  Chem.  1899,  21,  43 ;  1901, 28, 45). 

The  molecular  weight  of  telluric  acid  in 
aqueous  solution  corresponds  to  the  formula 
HjTe04,2H20,  and  it  is  therefore  regarded  as 
having  the  constitution  Te(0H)8. 

Tellurates  are  reduced  to  tellurites  either  by 
ignition  or  by  boiling  with  concentrated  hydro- 
chloric acid. 

Tellurium  sulphoxide  TeSO,,  obtained  by  dis- 
solving tellurium  in  pure  sulphur  trioxide,  is  a 
red  amorphous  solid,  melting  at  30°,  which  is 
decomposed  by  water  (Weber,  J.  pr.  Chem. 
1882,  [ii.]  25,  218  ;  Divers  and  Shimose,  I.e.). 

Tellurium  sulphides.  The  precipitates  ob- 
tained by  passing  hydrogen  sulphide  into  solu- 
tions of  tellurites  and  tellurates,  and  which  were 
described  by  Berzelius  as  sulphides,  are  simply 
mixtures  of  sulphur  and  tellurium  (Becker, 
Annalen,  1876,  180,  257 ;  Brauner,  Chem.  Soc. 
Trans.  1895,  67,  545;  Gutbier  and  Flury, 
Zeitseh.  anorg.  Chem.  1902,  32,  272).  The 
substance  initially  precipitated  from  a  cold 
solution  of  a  tellurite  appears  to  be  a  mixture 
of  TeS  and  S,  the  former  decomposing  on  standing 
(Snelling,  J.  Amer.  Chem.  Soo.  1912, 34, .802).  No 
compound  has  been  isolated  from  fused  mixtures 
of  the  two  elements,  which  form  two  series  of 
mixed  crystals,  and  are  therefore  isodimorphous 
(Pellini,  Atti  R,  Accad.  Linoei,  1909,  [v.]  18,  i. 
70  ;  ii.  19 ;  Jaeger,  Proc.  K.  Akad.  Wetensch. 
Amst.  1910, 12,  602  ;  Chikashigfi,  Zeitsoh.  anorg. 
Chem.  1911,  72,  109).  The  sulphides  appear  to 
exist,  however,  in  colloidal  solution  (Gutbier, 
Zeitsch.  anorg.  Chem.  1902,  32,  272,  292)  and 
thiotellnrites  and  thiotellurates  have  been 
isolated  (Berzelius,  Pogg.  Ann.  1826,  8,  411 ; 
Oppenheim,  J.  pr.  Chem.  1857,  71,  267). 

OBQAinc  Derivatives. 

Dietliyl  telluride  Te{GiB.s)2  v.  Ethyl. 

Dimethyl  telluride  Te(CH3)2,  obtained  from 
methyl  barium  sulphate  and  potassium  telluride, 
is  a  pale-yellow  oil,  with  a  garlic  odour.  The 
diiodide  is  obtained  by  heating  tellurium  with 
methyl  iodide  ;  and  from  this  trimethyl  tellurium 
iodide  Te(CH8),I  is  prepared  by  the  action  of 
methyl  iodide,  sodium  sulphite,  and  sodium 
carbonate  (Wohler  and  Dean,  Annalen,  1855, 
93,  233  ;  Heeren,  l.c. ;  Demari^y,  Bull.  Soc. 
chim.  1883,  [ii.]  40,  100;  Scott,  Chem.  Soc. 
Proc.  1904,  20, 157). 


Diphenyl  tellul'ide  (CjAjj^Te  is  obtained  bj* 
heating  mercury  dipheuvl  with  tellurium  (in 
COj).  It  is  a  liquid,  boiling  at  312°-320°.  The 
dibromide  forms  small  yellow  prisms,  melting  at 
203-5° ;  it  is  converted  into  the  oxide  by  warming 
with  sodium  hydroxide  (Krafft  and  Lyons,  Bor. 
1894,  27,  1769  ;  Pellini  and  Menin,  Gazz.  chim. 
ital.  1900,  30,  ii.  472). 

Dl-a-naphthyl  telluride  Te(CioH,)j  melts  at 
126-5°;  the  dichloride  and  dibromide  of  this 
compound  melt  at  265°  and  244°  respectively 
(Lyons  and  Bush,  J.  Amer.  Chem.  Soo.  1908,  30, 
831). 

ITor  the  chloride,  bromide,  and  iodide  of 
tellurium  triphenyl,  and  their  derivatives,  -v. 
Lederer,  Compt.  rend.  1910,  151,  611 ;  see  also 
Rust,  Ber.  1897,  30,  2828 ;  Rohrbaech,  Annalen, 
1901,  315,  9. 

Detection  and  estimation  of  tellurium. — 
Tellurium  is  precipitated  (by  reducing  agents  or 
by  electrolysis)  as  the  element  and  weighed  as 
such,  or  else  precipitated  and  weighed  as  dioxide ; 
numerous  volumetric  methods  have  been  de- 
vised, V.  ANALYSIS,  and  Divers  and  Shimos6, 
Chem.  Soo.  Trans.  1883, 43,  329  ;  Mclvor,  Chem. 
News,  1902,  86,  308;  1903,  87,  17;  Gutbier, 
Zeitsch.  anorg.  Chem.  1904,  41,  448 ;  1902,  32, 
260,  295;  Pellini,' Atti.  R.  Accad.  Lincei,  1903 

12,  ii.  312  ;   1904,  13,  ii.  275  ;  Gallo,  ibid.  1904, 

13,  i.  713^  PeUini,  Gazz.  chim.  ital.  1903,  33,  i. 
515  ;  Brauner  and  Kuzma,  Ber.  1907,  40,  3362  ; 
Lenher  and  Homberger,  J.  Amer.  Chem.  Sbo. 
1908,  30,  387 ;  Perkins,  Amer.  J.  Sci.  1910,  29, 
540. 

TELLURIUM  OCHRE  v.  Telluktom. 

TEMPER.  An  alloy  of  arsenic  and  lead 
sometimes  used  for  hardening  shot,  v.  AESBNir, 
ALLOYS  or ;  also.  Tin. 

TEMPER-CARBON  is  the  name  given  to  the 
carbon  liberated  during  the  tempering  of  steel. 
The  change  consists  in  the  formation  of  a 
conglomerate  of  temper-carbon,  ferrite  and 
pearlite  from  a  mixture  of  pearlite  and  cemen- 
tite.  It  is  identical  with  ordinary  graphite 
(Charpy,  Compt.  rend.  1907,  145,  1173). 

TENNANTITE  v.  Fahl-oke. 

TERBIUM.  Sym.  Tb.  At.wt.  159-2.  This 
extremely  rare  element  is  present  as  oxide  in 
the  terbia  earths  which  form  a  connecting  link 
between  the  more  basic  cerite  earths  and  the  less 
basic  ytterbite  earths.  The  crude  '  terbia  '  con- 
sists mainly  of  gadolinia,  but  it  owes  its  charac- 
teristic yeflow  colour  to  the  presence  of  small 
quantities  of  terbium  peroxide.  The  existence 
of  this  elusive  element,  terbium,  was  first  indi-. 
cated  by  Mosander  in  1843,  but  ritore  than  60 
years  elapsed  before  its  oxide  and  salts  vera 
isolated  in  a  highly  purified  conditiun. 

Occurrence. — In  small  quantities  m  monazite, 
cerite,  ytterbite  (gadolinite),  samarskite,  iischy- 
nite,  and  other  minerals  containing  the  rare 
earths  {v.  Cerite  earths). 

Separation  and  puriQcation.  The  most  soluble 
portions  of  the  double  ammonium  or  magnesium 
nitrate  fractionation  {v.  NEODYMitrM)  form  a 
convenient  starting-point  for  the  separation  of 
the  three  metals  of  the  terbium  group,  namely, 
europium,  gadolinium,  and  terbium.  A  pre- 
liminary separation  of  the  cerite  metals  with 
potassium  sulphate  is  not  to  be  recommended 
since  appreciable  amounts  of  the  terbium  metals 
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are  co -precipitated  with  the  sparingly  Boluble 
double  sulphates. 

Methods  of  separation  based  on  (1)  fractional 
precipitation  with  ammonia,  (2)  fractional 
crystallisation  of  double  sulphates,  ethyl  sul- 
phates, oxalates  or  formates  lead  rather  to  a 
concentration  of  the  terbium  group  than  to  a 
separation  of  its  components,  the  chief  constituent 
gadolinium  being  the  only  one  isolated  in  a, 
moderately  pure  state  by  any  of  these  processes 
(c/.  Ettbopicm  and  GADOLnrnJM). 

The  separation  of  terbium  from  gadolinium 
was  first  accomplished  by  crystallising  repeatedly 
the  double  nickel  nitrates  and  then  precipitating 
the  bases  fractionally  with  ammonia.  In  this 
way  7  grms.  of  pure  terbia  were  obtained 
(Urbain,  Compt.  rend.  1904,  139,  736;  1905, 
141,  521). 

Fractionation  of  the  double  magnesium 
nitrates  of  the  terbia-yttria  group  from  monazite, 
followed  by  an  application  of  the  basic  salt 
method  [v.  ScANDirrM),  and  final  repeated  crys- 
tallisation of  the  oxalates  lead  to  a  separation 
of  terbium  (Feit,  Zeitsoh.  anorg.  Chem.  1905, 
43,  267). 

The  nitrates  of  gadolinium  and  terbium, 
unlike  the  other  salts  of  these  metals,  differ 
somewhat  widely  in  solubility.  Bismuth  nitrate, 
which  is  more  soluble  in  nitric  acid  than  gado- 
linium nitrate,  and  slightly  less  soluble  than 
terbium  nitrate,  is  added  in  excess  to  an  acid 
solution  of  the  two  salts.  A  complete  separation 
of  gadolinium  and  terbium  is  effected  by 
fractional  crystallisation  of  the  mixture.  The 
terbia  thus  isolated  is  identical  with  the  products 
obtained  in  the  foregoing  separations,  and  its 
metal  is  identical  with  the  elements  provisionally 
indicated  by  the  symbols  Z.,  Z  (Lecoq  de 
Boisbaudran),  T  (Demargay),  and  6„  (Crookes). 

Terbium  oxide  {terbia)  Tb^O,  is  white  and  tihe 
terbium  salts  with  colourless  acid  radicles  are 
themselves  colourless. 

Terbium  peroxide  TbjO,,  dark- brown  or 
black  mass  produced  by  igniting  terbium  oxalate 
or  sulphate  respectively ;  it  dissolves  in  mineral 
acids  to  form  the  following  salts  which  are 
neutral  to  litmus  :  terbium  nitrate 

Tb(NO,)3,6HjO, 
m.p.  89°,  monoclinio  crystals  ;  terbium  sulphate 
Tb2(SOi)3,8H20,  micaceous  lamellae;    terbium 
chloride  TbCla.eHjO,  very  hygroscopic,  trans- 
parent, prismatic  crystals. 

Spectra. — Absorption  spectrum,  1  band 
(x488)  in  blue,  and  9  in  ultra-violet  (Compt. 
rend.  1904,  139,  1015).  Spark  spectrum,  very 
complex  {ibid.  1906,  .142,  957;  Sitzungsber, 
Akad.  Berlin,  1906,  384) 

Pure  terbia  gives  no  cathode  luminescence, 
but  traces  of  this  oxide  mixed  with  gadolinia 
and  aluminia  produce  respectively  a  green  and 
white  luminescence,  the  latter  effect  being 
remarkably  striking.  G.  T.  M. 

TEEEBENE  v.  Oils,  essential  ;  and  Tbk- 

PENES. 

TEREBIC  ACID  v.  Lactones. 

TEREPHTHALIC  ACID  v.  Phthalic  Acid. 

TERPENES.  The  name  '  terpene '  has  been, 
until  recently,  applied  to  unsaturated  hydro- 
carbons having  the  empirical  formula  CioH,8, 
which  exist  widely  diffused  in  the  vegetable 
Uinjgdow   as   constituents  of   varioua   essential 


or  volatile  oils.  Of  these,  essence,  oil,  or  spirit 
of  turpentine  is  one  of  the  most  characteristic 
and  best  known.  Of  late  years  the  term  has 
been  extended  somewhat  so  as  to  include  such 
compounds  as  menthene  CuHig,  and  certain 
homologues  of  the  terpenes  Ci„Hij,  produced  by 
artificial  synthetical  processes. 

The  terpenes  in  nature  are  associated  with 
products  which  have  probably  been  formed 
from  them,  or  simultaneously  with  them  by 
polymerisation,  oxidation,  or  the  action  of  water 
and  acids.  These  products  are  often  of  greater 
importance  as  perfumes  or  medicinal  agents 
than  the  terpenes  with  which  they  are  diluted, 
as,  for  example,  in  such  cases  as  the  essential 
oils  of  lemon,  bergamot  and  other  fruits  of  the 
natural  order  Aurantiacem,  the  essences  extracted 
from  the  mints  and  other  plants  of  the  Ldbiatce, 
those  of  caraway  and  other  fruits  of  the  Umbel- 
liferce.  On  the  other  hand,  the  varieties  of 
spirit  of  turpentine  obtained  from  the  wood, 
leaves,  or  fruits  of  various  Coniferw  are  of  great 
practical  importance  as  solvents,  and  in  the 
production  of  paints  and  varnishes  {v.  Oils, 
Essential). 

For  the  purposes  of  this  article  it  will  be 
convenient  to  restrict  the  name  terpene  to  the 
hydrocarbons  CuHj,,  except  in  a  few  cases 
specifically  indicated.  The  name  hemiterpene 
may  be  applied  to  compounds  of  half  this 
molecular  weight,  CjH, ;  the  name  sesquiterpene 
to  those  of  the  formula  CjjHj,,  and  the  name 
polyterpene  to  the  more  complex  pulymerides 
C30H4S.  &o. 

Compounds  containing  more  than  16  atoms 
of  hydrogen  to  10  atoms  of  carbon  may  be 
called  hydroterpenes. 

The  terpenes  are  generally  liquids  having  a 
characteristic  odour,  not  sensibly  soluble  in 
water,  and  of  lower  density  than  water,  to 
which  they  communicate  their  peculiar  taste 
and  odour  (Distilled  Waters  of  Pharmacy). 
They  are  miscible  to  a  large  though  limited 
extent  with  alcohol  and  miscible  in  all  propor- 
tions with  glacial  acetic  acid.  The  natural 
terpenes  are  all  optically  active,  some  being 
dextro-  and  others  lasvorotatory. 

Spirit  of  turpentine  has  been  known  for 
ages  as  obtainable  by  distillation  with  water  of 
the  natural  exudation  from  various  pine  and  fir 
trees.  One  of  the  first  recorded  facts  relating  to 
the  chemistry  of  the  terpenes  is  the  production 
of  the  solid  hydrochloride  by  passing  hydrogen 
chloride  into  turpentine  oil  (Kind,  Troms- 
dorff's  Joum.  d.  Pharmacie,  xi.  pt.  ii.  132,  1803). 
This  was  for  a  long  time  confused  with  common 
camphor,  and  is  still  sometimes  referred  to  aa 
'  artificial  camphor.'    . 

It  was  not  until  Liebig'a  process  for  the  analy- 
sis of  organic  compounds  had  been  perfected 
that  the  composition  of  spirit  of  turpentine  was 
known,  and  it  was  shown  that  essence  of  lemon 
has  the  same  formula  (Dumas,  Annalen,  1833, 
6,  245 ;  also  Blanchet  a.  Sell,  and  ibid.  262). 

It  was  known  that  the  terpene  from  essence 
of  lemon  boils  at  a  temperature  about  20°  higher 
than  the  b.p.  of  spirit  of  turpentine,  but  down 
to  about  1876  it  was  supposed  that  there  was 
an  indefinitely  large  number  of  hydrocarbons  of 
same  formula  Ci„&ic,  and  no  classification  had 
been  attempted.  Tilden  and  Shenstone  then 
obtained,     tt?     pitrpspchlorides     (Chem.     Soo. 
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Trans.  1877),.-ancl  from  a  study  of  these  com- 
pounds Tilden  divided  the  then  known  terpencs 
into  three  classes  (Chem.  Soo.  Trans.  1878)  as 
follows :  (1)  turpentines  or  terpenes  proper, 
(2)  citrenes  or  limonenes,  (3)  sylvestrene,  dis- 
covered by  Atterberg  (Ber.  10,  1202).  Dis- 
regarding for  the  present  the  polyterpenes,  the 
foDowing  additional  groups  must  now  be  recog- 
nised ;  terpinene,  terpinolene,  t'sopinene,  pino- 
lene,  phellandrene,  fenchene,  camphene,  carves- 
trene,  isocarvestrene,  and  other  menthadienes, 
thujene,  sabinene.  cyclo-Ventaaes  C9H14  and 
various  open-chain  hydrocarbons  resembling 
eycto-terpenes,  as  closely "  allied  compounds, 
must  also  be  taken  into  account.  Since  1885 
the  terpenes  and  their  derivatives  have  been 
studied  by  many  chemists.  The  most  important 
systematic  researches  are  those  of  0.  Wallach 
(Annalen, 225,  &o.),  A.vouBaeyer(Ber.26,  &c.) 
and  W.  H.  Perkin,  junr.  (Chem.  Soc.  Trans. 
1904,  &c.). 

The  several  hydrocarbons  will  noAV  be 
described  under  the  names  which  have  been,  for 
the  most  part,  introduced  by  Wallach. 

CrcLto  Terpenes. 

1.  Pinene  group  (=turpentines  or  terpenes 
proper). 

Attstrakne,  or  dextro -pinene,  of  which  recti- 
fied American  turpentine,  from  Pinus  palustris 
(Mill. )  and  P.  Tasda  (Linri . ) ,  and  especially  the  Bur- 
mese turpentine  from  P.  Khaaya  (GrifE.),  almost 
wholly  consists,  is  obtained  by  agitating  the 
commercial  oil  with  an  alkaline  solution,  drying 
dompletely,'  and  carefully  fractionating  (156°). 
Dextrorotatory  [a]j,=-+10-5.  Sp.gr.  0-8765  at 
074°,  0-8586  at  26725°,  0-8278  at  1007100°  (Til- 
den, unpublished  experiments).  This  compound 
is  also  a  constituent  of  many  volatile  oils,  e.g. 
Russian  and  Swedish  turpentine  oils,  from  Firms 
sylvestris  (Linn,),  and  P.  Zedehourii  (Endl.)  (Til- 
den, Chem.  Soc.  Trans.  33,  80) ;  wormwood  and 
spearmint  (Bruhl,  Ber.  21, 156),  and  many  others. 

Terebenlhene  or  Iseyopinene.  French  turpen- 
tine oil,  from  P.  Pinaster  (Soland.),  consists 
chiefly  of  this  hydrocarbon.  B.p.  156°.  [a]p 
=^40-32.  Sp.gr.  0-8767  at  0°/0°,  0-8619  at 
17-88°/17-88°  (Riban,  Compt.  rend.  78,  788; 
79,  314).  Present  also  in  oil  of  rosemary 
(Bruylants,  J.  1879,  944),  oil  of  lemon  (Tilden, 
Fharm.  J.  [3]  9,  654),  sage  and  juniper  (Chem. 
Soc.  Trans.  31,  664),  thyme  and  anise  (Briihl, 
Ber.  21,  iii.  156),  and  others. 

For  production  and  properties  of  turpentine 
oils  V.  Oils,  essentul. 

Both  dextro-  and  Isevo-  rotatory  pinenes  from 
different  sources  difier  considerably  in  rotatory 
power,  owing  to  the  presence  in  varying  quan- 
tities of  hydrocarbons  of  opposite  rotatory 
power.  Pure  pinene,  optically  inactive  (b.p.  155°- 
156°,  sp.gr.  0-858  at  20°,  ref.  power  ^^=1-46553 
at  21°),  is  obtained  by  the  decomposition  of  the 
nitrosoohloride  by  aniline  (Wallach,  Annalen, 
258,  243),  or  better  by  methylaniline  or  di- 
methylaniline  (Tilden,  Chem.  Soc.  Trans.  1904, 
763).  All  varieties  of  pinene  agree  in  the 
following  chemical. characters. 

Dry  hydrogen  chloride  unites  with  the 
hydrocarbon,  forming  a  monohydrochloride 
CjjHieHCl,  m.p.  125°.  If  the  pinene  used  is  not 
quite  free  from  moisture  a  certain  amount  of 


dipentene  dihydrochloride  is  formed,  and  this, 
with  the  monohydrochloride,  forma  u  liquid 
from  which  the  latter  can  be  only  partially 
recovered  by  fractional  distillation  or  cooling. 
Pinene  obtained  by  fractional  distillation  from 
ordinary  turpentine  oil  contains  small  quantities 
of  isomeric  hydrocarbons  (pinolene,  ^-pinene), 
which  jdeld  liquid  hydrochlorides.  From  such 
pinene,  therefore,  the  theoretical  yield  of  mono- 
hydrochloride is  never  obtained. 

The  hydrochloride  obtained  from  dextro- 
pinene  is  dextrorotatory,  that  from  Isevopinene 
is  Isevorotatory. 

Tn  the  presence  of  water,  alcohol,  ether,  or 
acetic  acid,  hydrogen  chloride  forms  a  dihydro- 
chloride Ci|,Hi|,2HCl,  m.p.  50°  {v.  Dipentene, 
infra). 

Nitrosyl  chloride  gas  passed  into  a  solution 
of  the  terpene  in  chloroform  at  — 10°  forms  a 
nitrosochloride  Ci„HijNOCl  (Tilden,  Chem.  Soc. 
Trans.  1875,  514,  and  1877,  i.  554),  the  same 
compoimd  being  formed  by  the  action  of  hydro- 
chloric acid  on  a  cooled  mixture  of  the  terpene 
with  amyl  or  ethyl  nitrite  and  glacial  acetic  acid 
(Wallach,  Annalen,  245,  245).  The  best  yield 
of  nitrosochloride  is  Obtained  when  a  mixture  of 
dextro-  and  Isevor  pinenes  is  employed  in  propor- 
tion to  provide  an  optically  inactive  liquid.  When 
strongly  active  pinene,  dextro-  or  laevo-,  is  used 
the  product  is  small.  This  appears  to  be  due 
to  the  fact  that  the  nitrosochloride  is  bimolecular 
[CioHiijNOCl]^  (Baeyer,  Ber.  1895,  28,  648), 
and  is  optically  inactive  by  internal  compensa- 
tion, and  when  an  active  variety  is  used  one 
half  of  the  hydrocarbon  or  the  nitrosoohloride 
undergoes  inversion,  the  change  being  attended 
by  evolution  of  heat.  The  melting-point  of  the 
nitrosochloride  is  usually  from  103-  to  105°,  but 
after  careful  recrystallisation  from  chloroform  it 
is  115°  (Tilden,  Gh6m.  Soc.  Trans.  1904,  85,  759). 

The  nitrosochloride  heated  with  alcoholic 
potash  yields  An  tsonitroso  compound  CjoHisNO, 
m.p.  132°.  (For  crystallography  see  Story- 
Maskelyne,  Chem.  Soc.  Trans.  1875,  618 ;  and 
Phil.  Mag.  1879,  129.) 

Primary  and  secondary  fatty  amines  react 
with  the  nittosochloride  producing  nitrolamines 
which  possess  characteristic  properties.  The 
nitrolbenzylamine  CjoH„NO-NH-CH,-C,Hb 
meltsat  122°,  and  the  piperidide 

Ci„Hi,-NO-N :  CjH,, 
melts  at  118°-119°  (Wallach).  Alcoholic  ammonia 
converts   the   nitrosochloride   inti   the   nitrol- 
amine  Ci„H,eN0-NH2,  m.p.  123°-125°  (Leach, 
Chem.  Soc.  Trans.  1907,  91,  1). 

Pinene  nitrosoohloride  interacts  In  a  different 
way  with  aniline  and  aromatic  bases  generally. 
Primary  bases  give  a  diazo  compound,  while 
secondary  bases  yield  a  nitroso-  compound,  the 
hydrocarbon  being  in  both  cases  regenerated  in 
an  optically  inactive  form. 

The  nitrosochloride  interacts  with  potassium 
cyanide  in  the  presence  of  alcohol,  yielding  the 
monomolecular  cyanide  or  nitrilo 
C,„H-„(N-OH)CN 
m.p.    71°    (Tilden   and   Burrows,   Chem.    Sou. 
Trans.  1905,  87,  344). 

Pinene  nitrosochloride  also  interacts  with 
sodium  azide  in  the  presence  of  alcohol,  produc- 
ing a  pinenenitrosoazidcCn,H,5(N-OH)N3  which 
melts  at  180°.     Wbep  tb's  compound  18  boiled 
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with  water  it  is  converted,  partly  into  an 
isomeride,  melting  at  126°,  and  partly  into  the 
dSime  of  hydroxydihydrooarvone  (m.p.  I33°-5) 
already  described  by  Wallaoh  (Forster  and 
Newman,  Chem.  Soo.  Trans.  1911,  99,  244). 

Pinene  appears  to  combine  with  four  atoms 
of  bromine,  but  the  product  is  unstable  and 
quickly  evolves  hydrogen  bromide.  If  two 
atomic  proportions  of  bromine  are  added  to  a 
mixture  of  pinene  and  carbon  tetrachloride  a 
dark  liquid  is  obtained,  from  which  a  small 
quantity  of  a  crystalline  dibromide  Ci„H,jBr2, 
m.p.  169°--I70°,  can  be  extracted.  When  heated 
with  aniline  this  compound  yields  ordinary 
cymene  (Wallach,  Annalen,  264,  1). 

Finene,  mixed  with  alcohol  and  nitric  acid, 
yields  crystallised  terpin  hydrate,  a  compound 
which  has  long  been  known  as  a  prophet  of  the 
prolonged  contact  of  turpentine  with  various 
aqueous  liquids  (Wiggers,  Annalen,  33,  358; 
57, 247  ;  Tilden,  Chem.  Soc.  Trans.  33, 247 ;  Hem- 
pel,  Annalen,  180,  71 ;  see  also  Terpineol,  infra). 

When  exposed  to  air  or  oxygen  in  the 
presence  of  sunlight  pinene  yields  a  crystalline 
compound  C,„S,502,  discovered  by  Sobrero 
(Compt.  rend.  33,  66).  This  is  also  readily 
formed  by  oxidising  pinene  by  means  of  an 
aqueous  solution  of  mercuric  acetate  (Henderson 
and  Agnew,  Chem.  Soo.  Trans.  1909,  95,  289). 
This  compound,  sometimes  known  as  sdbrerol, 
possesses  the  properties  of  a  tertiary  alcohol. 
When  distilled  with  dilute  acid  it  loses  the 
elements  of  water,  aiid  yields  a  compotmd 
C,|,HieO,  which  is  identical  with  one  of  the 
products  of  the  action  of  nitrous  acid  on  pinene, 
isolated  by  Wallach  and  Otto,  and  called  by 
them  pimile  (Annalen,  253,  249).  The  alcohol 
is  dextro-  or  laevo-  rotatory  according  to  the 
character  of  the  terpene  from  which  it  is  formed. 
The  pure  substance  melts  at  150°,  but  when 
equal  weights  of  the  two  varieties  are  mixed  an 
inactive  compound  is  obtained,  which  melts  at 
131°  (Armstrong  and  Pope,  Chem.  Soc.  Trans. 
59,  311).  Pinole  is  an  unsaturated  compound 
and  yields  a  crystalline  dibromide,  m.p.  94°,  a 
hydrochloride  and  hydrobromide,  and  a  nitroso- 
chloride,  m.p.  103°.  From  the  last-named  com- 
poimd  a  series  of  nitrolamines  have  been  ob- 
tained. By  o}udation  with  permanganate  pinole 
readily  yields  terpenylic  acid  CgH,  jO^,  together 
with  small  quantities  of  other  products." 

When  pinene  is  oxidised  by  nitric  acid  two 
main  products  are  obtained,  namely  terebio  acid 
CjHijOj  and  terpenylic  acid  OjHijOj.  If 
permanganate  is  used'  the  chief  product  is 
a-pinonic  acid  C,  „Hj  ,0  j  (Baeyer,  Ber.  1896, 29, 3). 

Pinene  distilled  with  bleaching  powder  and 
water  yields  a  large  quantity  of  chloroform. 
Picric  acid  has  no  action  on  the  pinenes  at 
ordinary  temperatures,  but  at  the  boiling- 
point  of  the  hydrocarbon  a  brisk  reaction  sets  in, 
and  after  cooling  a  pale  yellow  crystalline  com- 
pound is  deposited,  which  on  boiling  with  alkali 
yields  bomeol  (Lextreit,  Compt.  rend.  102,  555 ; 
Tilden  and  Forster,  Chem.  Soo,  Trans.  1893,  63, 
1388). 

.  2.  |8-Pinene  .(tropinene)  is  supposed  to  occur 
in  turpentine  oil  in  small  quantity..  It  has  been 
obtained,  together  with  fenchene,  from  nopi- 
none,  a  ketone  obtained  by  Baeyer  among  the 
products  of  oxidation  of  turpentine  oil.  Nopi- 
none   \fas   prepared   an<l   further   gtudjpd   by 


Wallaoh  and  Blumann  (Annalen,  1907,  356,227; 
Wallach,  1908,  363,  1).  The  synthetical  /8- 
pinene  unites '  with  hydrogen  chloride  to  form 
bornyl  chloride  [11'7°-120°]  and  dipentene 
dihydroohloride  [4'9°-50°]. 

3.  Limonene  group  (=citrenes). 

Dexlro-Umonene,  b.p.  175°-176°,  sp.gr.  0-846 
at  20°.  When  obtained  from  oil  of  orange 
Hi,=  +  106°-8  CO.  (Wallach,  Annalen,  252,  145). 
This  hydrocarbon  constitutes  the  chief  ingredient 
in  oils  of  orange,  bergamot,  lemon,  and  limes ; 
it  is  also  present  in  oils  of  carraway,  pine  needles 
(P.  sylvestris  ?),  dill,  erigeron,   &c. 

LcEVO-Umonene  is  contained  in  the  oil  of 
Scotch  fir  leaves  (P.  sylvestris  [Linn.]),  some- 
times called  '  Firwool  oil '  (Tilden,  Chem.  Soc. 
Trans.  33,  83 ;  Wallach,  Annalen,  227,  287).  A 
specimen,  believed  to  have  been  obtained  from 
leaves  of  P.  picea,  gave  b.p.  175°-176°,  sp.gr. 
0-846  at  20°/20°,  a]i,=-105°(WaUach,  ibid.  246, 
221). 

The  limonenes  are  distinguished  by  giving 
with  hj-drogen  chloride  a  liquid  monochloride, 
and  a  dihydroohloride,  m.p.  50°,  identical  with 
that  obtained  from  the  pinenes  ;  also  a  nitroso- 
chloride  CioHuNOCl,  either  by  the  direct 
addition  of  nitrosyl  chloride  (Tilden  and  Shen- 
stone)  or  by  action  of  amyl  or  ethyl  nitrite  and 
hydrochloric  acid  (Wallach).  From  the  nitroso- 
chloride  is  obtained  a  nitroso  compound,  m.p. 
72°,  which,  when  prepared  from  tetJO-limonene, 
is  identical  in  every  respect  with  carvoxime 
CioHnN-OHfromcarvone.  (ForChystallography 
V.  N.  Story-Maskelyne,  Phil.  Mag.  1879,  132; 
for  a  comparison  of  the  rotatory  powers  of  the 
two  limonenes  and  their  derivatives  v.  Wallach, 
Annalen,  252,  141).  The  limonenes  are  further 
characterised  by  the  formation  of  a  crystalline 
tetrabromide  Ci„H,  .Br,,  m.p.  104°-105°,  by  direct 
addition  of  bromine  (Wallach,  ibid.  227,  277). 

The  nitrosochloride  obtained  as  described 
above  either  from  dextro-  or  laevo-  limonene  is 
always  a  mixture  of  two  compounds,  which  are 
separable  from  each  other  by  means  of  cold 
chloroform  in  which  the  a-  compound  is  more 
soluble  than  the  0-.  The  former  crystallises  from 
etha  in  large  clear  crystals,  the  latter  in  needles. 
There  is  a  ^ight  difference  of  melting-point,  and 
the  a-  compound  has  in  each  case  a  greater 
rotatory  power  than  the  0-.  o-Nitrosochloride, 
m.p.  103°-104°,  [a]i,=  +  or  -314°  (Conrady, 
Annalen,  252,  145).  /8-nitrosochlorido,  m.p.  105°- 
106°,  has  [a]n  =  +  or  — 241°ca.  Wallach  has 
traced  the  characters  of  some  of  the  nitrolamines 
derived  from  the  two  nitrosochlorides,  and  finds 
that  those  derived  from  the  a-  compound  are 
identical  with  those  from  the  jS-  compound 
(Annalen,  252, 113).  The  corresponding  nitroso- 
cyanides,  however,  do  not  appear  to  be  the  same, 
neither  do  the  products  formed  by  the  action  of 
magnesium  methyl  iodide  on  the  a-  and  /3- 
nitrosochlorides  respectively  (Tilden  and  Shep- 
heard,  Chem.  Soo.  Trans.  89,  920 ;  also  Tilden 
and  Leach,  ibid.  86,  931). 

Dipentene  {limonene)  is  the  raoemio  compound 
formed  by  mixing  together  equal  quantities  of 
dextro-  and  Isevo-limonenes.  Just  as  racemio 
acid  and  its  Salts  differ  in  some  physical 
characters  from  tartaric  acid  and  the  tartrates, 
so  dipentene  differs  in  some  .  resptcts  froih  the' 
limonepep,    Although  the  boiling-point  of  the 
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inactive  mixture  is  nearly  the  same  as  that  of  the 
limonenes,  such  differences  as  the .  following  are 
observed  in  the  melting-points  of  derivatives : — 
Limonene  Dipentene 
Tetrabromide  CioHjeBr,  .    105°  124° 

dorJ-CarvoximeCioHnNOH        72°  93° 

&c.  (Wallach,  Ber.  1891,  24,  1559). 

The  name  'dipentene'  includes  diisoprene, 
isoterebenthene,  formed  by  the  action  of  heat 
on  terebenthene,  cinene,  cajeputene,  and  also 
caoutchene,  one  of  the  products  of  the 
destructive  distillation  of  caoutchouc  {q.v.). 
Dipentene  is  produced,  together  with  terpineno 
terpinolene,  and  terpineol  by  the  action  of 
sulphuric  or  phosphoric  acid  on  terpin,  or  by 
the  action  of  sulphuric  acid  on  the  pinenes 
under  certain  conditions.  The  product  thus 
obtained  was  formerly  called  '  terpilene.^  Di- 
pentene may  be  prepared  from  the  dihydro- 
chloride,  m.p.  60°,  obtained  from  either  limonene 
or  moist  pinene,  by  the  action  of  heat  on  the 
chloride  (Tilden,  Ber.  12,  1133),  or  by  boiling 
it  with  a  mixture  of  sodium  acetate  and  acetic 
acid,  or  with  alcohol  and  aniline  (Wallach). 
Dipentene  thus  obtained  is,  however,  accom- 
panied by  considerable  quantities  of  oj'mene, 
terpinene,  terpinolene,  together  with  a  small 
amount  of  a  saturated  hydrocarbon  of  boiling- 
point  155°  (Tilden,  Chem.  Soc.  Trans.  1893)..,The 
foregoing  methods  are  all  artificial ;  among  the 
natural  products  in  which  dipentene  is  known 
to  exist  are  the  volatile  oils  of  the  camphor  tree 
(Wallach,  Annalen,  227,  296),  also  oil  of  elemi, 
and  in  Russian  and  Swedish  turpentine  (Wallach), 
and  many  other  essential  oils. 

When  prepared  from  the  dihydrochloride 
with  the  utmost  care  by  the  action  of  aniline, 
dipentene  appears  to  be  accompanied  with 
another  hydrocarbon,  perhaps  Jz-limonene,  which 
raises  the  boiling-point  to  177°-178°  (Wallach, 
Ber.  1907,  40,  600). 

Dipentene,  like  the  limonenes,  unites  with 
only  one  molecule  of  hydrogen  chloride  when 
presented  in  the  form  of  the  dry  gas ;  in  the 
presence  of  moisture  all  unite  with  2HC1  to 
produce  the  optically  inactive  saturated  com- 
pound CjjHij2HCl,  m.p.  50°,  which  is  identlfcal 
with  the  dihydrochloride,  formed  imder  the  same 
circumstances  from  pinene. 

Dipentene  yields  a  nitrosochloride,  m.p.  101°- 
102°,  which,  like  the  corresponding,  compounds 
from  the  limonenes  and  from  pinene,  is  bi- 
moleoular.  It  yields  an  inactive  carvoxime,  m.p. 
93°,  which  may  be  formed  by  mixing  together 
equal  weights  of  iaevooarvoxime,  m.p.  72°,  from 
dextrolimonene  and  dextrocarvoxime,  m.p.  72°, 
from  IsDvolimonene.  This  compound,  notwith- 
standing the  difference  of  melting-point,  gives 
by  Raoult's  method  a  molecular  weight  corre- 
sponding to  the  simple  formula  CmHuNO 
(Wallach,  Annalen,  246,  230). 

When  a-  limonene  nitrosochloride  {v.  Limo- 
nene), prepared  from  either  dextro-  or  laevo- 
limonene,  is  warmed  with  an  alcoholic,  solution 
of  piperidine,  a  mixture  of  two  crystaUisable 
nitrolamines  results  in  each  case,  as  follows  : 

Nitrolpiperidines  CjoHie-NONCsHio. 

From  IcEVolimonene. 
o-oompound,  m.p.  93°-94°.    Ehombio  (from 
alcohol).  [o]j,=— 67-60°.   Hydrochloride  rfac/ro- 
TOtfttory, 


/5-compound,  m.p.  110°-111*.  Monosym- 
metric'  [o]j,=-|-60-18°.  Hydrochloride  almost 
inactive. 

From  dextrolimonene. 

o-compound,  m.p.  93°-94°.  Rhombic.  [o]j, 
=+67-75°.  Hydrochloride  Icevo-  rotatory. 

3-compound,  m.p.  110°-111°.  Monosym- 
metric.    [a]i,=— 60-48°.     Hydrochloride  ? 

Similar  results  have  been  obtained  by  the 
employment  of  aniline  and  benzylamine.  The 
salts  of  the  bases  thus  produced  possess  in  every 
case  a  rotatory  power  opposite  in  direction  to 
that  of  the  base  from  which  each  is  derived. 

iVom  the  foregoing  statement  it  is  clear  that 
from  each  of  the  two  active  modifications  of 
limonene  tVo  distinct  series  of  bases  are  derived. 
Two  other  series  may  be  formed  from  the  in- 
active hydrocarbon.  Thus  when  the  two  a- 
piperidine  bases,  m.p.  93°-94°,  above  described 
are  dissolved  in  petroleum  spirit,  and  the  solutions 
mixed,  an  inactive  nitrolamine,  m.p.  154°,  is  at 
once  precipitated.  A  second  inactive  compound, 
m.p.  152°,  is  formed  in  like  manner  by  mixing  the 
;8-  limonene  bases  (Wallach,  Annalen,  252,  123). 

Limonene  oxidised  with  a  weak  solution  of 
permanganate  gives  first  a  tetrahydric  alcohol 
Ci„Hj„(0H)4,  m.p.  191-5°-192°,  which  crystal- 
lises in  needles  and  has  a  faintly  sweet  taste  (6. 
Wagner,  Ber.  23, 2307).  By  oxidation  with  nitric 
or  chromic  acids  limonene  yields  terpenylic  acid 
(Krafft  and  Saner,  ibid.  1877,  10,  522). 

Pure  dextrolimonene  and  Isevolimonene  give 
when  oxidised  no  toluio  or  other  benzenoid  acid, 
and  pure  dipentene,  which  may  be  obtained 
from  the  products  of  destructive  distillation  of- 
india-rubber  {v.  Caoutchouc),  when  oxidised  yields 
the  same  products  as  limonene  (Chem.  Soc. 
Trans.  53,  879,  and  63,  292). 

Cis-trans  isomerism  has  been  found  by 
Baeyer  to  exist  among  the  derivatives  of  dipen- 
tene. When  the  dihydrochloride  is  produced 
by  the  action  of  hydrogen  chloride  on  euoalyptol 
at  0°,  it  forms  a  camphor-like  mass,  which  melts 
at  25°.  This  is  assumed  to  be  the  cis-  form,  the 
already  known  hydrochloride,  m.p.  60°,  being  the 
trans-  form.  The  corresponding  hydrobromides 
have  the  melting-points  39°  and  64°  respectively. 
Both  forms  yield  the  same  dipentene,  but  dif' 
ferent  terpins  (see  Terpin)  (Ber.  1894,  26,  2861). 

4.  Sylvestrene  group.  Dextrosylvestrene  was 
discovered  by  Atterberg  in  Swedish  turpentine 
obtained  among  the  products  of  destructive 
distillation  of  fir-wood  (Ber.  10,  1206),  also  in 
Russian  turpentine  oil  (Tilden,  Chem.  Soc. 
Trans.  33,  80;  Wallach,  Annalen,  230,  245) 
in  company  with  d-pinene.  This  variety  is 
dextrorotatory ;  [o]j,=66-32°.  i-Sylvestrene 
has  since  been  found  in  the  oleo-resin  of  Dacry- 
odes  hexandra  (Griseb.)  (More,  Chem.  Soc.  Trans. 
1899,  75, 718).  Sylvestrene  has  an  odour  which  is 
different  from  that  of  common  turpentine,  and 
resembles  that  of  fresh  fir-wood.  It  has  a 
density  at  16°=0-8510,  at  20°=0-8470.  It 
forms  a  liquid  monohydrochloride  and  a  crystal- 
line dihydrochloride,  m.p.  72°,  of  which  [a]j, 
= 18-99°,  and  from  which  the  hydrocarbon  may  be 
recovered  unchanged  by  heating  with  aniline 
and  alcohol.  Sylvestrene  yields  a  nitroso- 
chloride Oi„H,eNOa,  b.p.  106°-107°,  which  is 
strongly  dextrorotatory,  ftnd  from  wbjcU  various 
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nitrolamines  may  be  formed.  Ben^ylnitrol- 
amino  has  [a]jj=!l85-6°;  m.p.  71°.  Sylvestrene 
tetrabromide  [135°]  crystallises  in  monosym- 
metrio  tables  (Wallaeh,  Annalen,  239,  29). 

Sylvestrene  is  characterised  by  the  produc- 
tion of  a  blue  colour  when  a  solution  of  it  in 
acetic  anhydride  is  mixed  with  a  drop  of  con- 
centrated sulphuric  acid,  other  terpenes  giving 
a  red  or  yellow  colour. 

Carvestrenes.  Dihydrooarvone  unites  with 
hydrogen  bromide  forming  an  additive  compound 
from  which,  by  the  action  of  alkalis,  hydrogen 
bromide  is  removed  and  an  isomeride  of  dihydro- 
oarvone CijHieO  is  produced  to  which  the  name 
carone  has  been  given.  This  is  an  oil,  b.p. 
about  210°,  and  yields  a  liquid  oxime.  By 
reduction  of  the  oxime  C,„His :  NOH  a  base 
carylamine  CioHijN  is  produced,  and  from  this 
by  heating  the  hydrochloride  in  dilute  aqueous 
or  alcoholic  solution  an  isomeric  base  vestryl- 
amine  is  formed.  Vestrylamine  hydrochloride 
yields  a  hydrocarbon  when  distilled  in  a  current 
of  hydrogen  chloride.  The  crude  hydrocarbon 
yields  together  TOth  other  products  a  crystalline 
hydrobromide  CioHi52HBr,  m.p.  48°-50°.  This 
is  carvestrene  hydrobromide,  and  by  the  action  of 
quinoline  it  yields  the  hydrocarbon  which  boils  at 
178°  (corr.).  It  smells  like  dipentene,  becomes 
resinous  on  exposure  to  the  air,  decolorises 
potassium  permanganate  solution  instantane- 
ously, and  is  oxidised  by  chromic  acid  at 
ordinary  temperatures.  It  is  optically  inactive, 
and  when  mixed  with  acetic  anhydride  it  gives, 
on  adding  sulphuric  acid,  a  blue  colouration 
characteristic  of  sylvestrene.  It  bears  the  same 
relation  to  sylvestrene  as  dipentene  to  limonene 
(Baeyer,  Ber.  1894,  27,  3485). 

Carvestrene  has  more  recently  been  synthe- 
sised  completely  by  Perkin  and  Tattcrsall 
(Chem.  Soc.  Trans.  1907,  91,  480). 

ho -Carvestrene  is  also  a  purely  synthetic 
product  (Fisher  and  Perkin,  1908, 93, 1876).  This 
terpene  boils  at  176°-177°,  it  has  a  pungent 
odour  of  lemons,  and  is  oxidised  but  slowly  in 
the  air.  A  drop  of  sulphuric  acid  added  to  its 
solution  in  acetic  anhydride  produces  a  violet 
coloration  which  rapidly  fades.  No  crystal- 
line hydrochloride  or  hydrobromide  or  bromide 
has  been  obtained. 

With  the  exception  of  sylvestrene,  the  con- 
stitution of  which  still  remains  to  be  proved, 
the  terpenes  of  the  metamenthadiene  series  {see 
below)  are  not  known  to  occur  in  essential  oils. 

6.  Terpinolene.  When  pinene  is  mixed  with 
a  small  quantity  of  sulphuric  or  phosphoric  acid 
a  considerable  evolution  of  heat  is  observed,  the 
liquid  ultimately  becomes  optically  inactive,  and 
a  mixture  of  hydrocarbons  Ci„Hi|„  together  with 
products  of  polymerisation  (Ci„Hij)„,  results. 
From  the  portion  which  on  distillation  comes 
over  below  200°  may  be  separated  dipentene, 
terpinolene,  and  terpinene,  together  with  more 
or  less  cymene  and  small  quantities  of  other 
compounds.  The  distillate  at  about  176°, 
which  was  formerly  supposed  to  consist  of  a 
single  hydrocarbon  called  '  terpUene,'  consists 
chiefly  of  dipentene.  From  the  fractions  at 
180°-^190°  terpinene  and  terpinolene  may  be 
obtained,  though  not  in  a  state  of  purity. 

To  .obtain  pure  terpinolene  7-terpineol, 
m.p.  69°-70°,  acetate  is  boiled  with  quinoline 
(Paeyer,    Pej.   27,    i30).    WalJach '  prefers   to 


dissolve  terpineol  in  anhydrous  formic  acid, 
whence  on  the  application  of  gentle  heat  terpino- 
lene rapidly  separates  (Aimalen,  1909,  368,  1). 

Terpinolene  boils  at  about  185°.  By  uniting 
with  hydrogen  chloride  and  hydrogen  bromide  it 
forms  the  dipentene  compounds,  m.p.  50°  and 
m.p.  64°.  The  nitrosochloride  is  unknown.  It 
forms  an  optically  inactive  tetrabromide,  which 
crystallises  in  monosymmetric  tables,  m.p.  116°, 
and  is  quite  distinct  from  the  tetrabromides  of 
dipentene  and  limonene,  especially  in  its  in- 
stability, the  crystals  becoming  gradually  con- 
verted into  an  opaque  mass,  vrith  lower  melting- 
points  1 12°  CO. 

6.  Terpinene.  The  product  obtained  by 
boiling  terpin  hydrate  with  diluted  sulphuric 
acid  (Tilden,  Chem.  Soc.  Trans.  33,  250),  that 
formed  by  the  action  of  slightly  diluted  sulphuric 
acid  on  turpentine  (Armstrong  and  TUden,  ibid. 
35,  747),  also  the  product  of  heating  the  dihydro- 
chloride  CioHijClj,  m.p.  50°,  were  formerly 
believed  to  be  identical,  and  received  the  name 
terpinylene  or  terpilene  (Berthelot). 

The  action  of  sulphuric  or  phosphoric  acid 
on  terpcrjEs  and  on  terpin  is  now  known  to 
yield,  in  addition  to  products  of  polymerisation 
(colophene),  three  distinct  hydrocarbons — 
namely,  dipentene,  b.p.  175°-176°,  terpinolene 
already  described,  b.p.  185°,  and  terpinene 
(Wallaeh). 

Later  researches  (Wallaeh,  Annalen,  1908, 
362,  285 ;  also  1910,  374,  217)  show  that  the 
terpinene  hitherto  obtained  is  a  mixture  of 
two  or  more  isomerides.  Ordinary  terpinene  is 
believed  to  contain  a-terpinene,  boiling  at  about 
179°,  iS-tcrpinene,  b.p.  173°-174°,  and  a  y- 
terpinene  or  terpinolene.  Ordinary  terpinene  is 
characterised  by  the  action  of  nitrous  acid 
which  forms  a  crystalline  nitrosonitrite 

C,„H„N,0, 
m.p.  155°  (Wallaeh,  Annalen,  239,  33). 

/3-Terpinene  forms  a  sparingly  soluble  crys- 
taUiue  tetrabromide  CioHi.Br,  [154°-155°]  and 
a  dihydroohloride,  m.p.  52°. 

Terpinene-nitrosonitrite  by  the  action  of 
bases  is  converted  into  nitrolamines,  for  example : 

Ci„H,5<^^^>  m.p.  116°-118°, 
C.„H„<jjf  0^  >  ^  p   130°-131° 

(Wallaeh,  Annalen,  241,  315). 

7.  Phellandiene  (Pesci,  Gazz.  chim.  ital.  16, 
225).  The  seeds  of  Oenanthe  phellandrium  (Linn.), 
contain  about  2-5  p.c.  of  a  volatile  oil,  of  which 
about  80  p.c.  consists  of  a  dextrorotatory 
terpene,  b.p.  171°-172°.  The  same  hydrocarbon 
is  contained,  together  with  anethol,  in  the  oil  of 
bitter  fennel,  Fceniculum  vvZgare  (MUl.)  (WaUach, 
Annalen,  239,  40).  It  also  forms  a  constituent 
of  oil  of  elemi,  and  in  small  quantity  is  said  to 
exist  in  the  oils  of  cassia,  cinnamon  (Duyk),  and 
sassafras  (Power  and  Kleber). 

In  the  oil  of  Eucalyptus  amygdalhia  (Labill.) 
WaUach  found  the  isomeric  Z-phellandrene 
(Annalen,  246,  232). 

Phellandrene  in  either  form  is  easily  alterable 
by  the  action  of  acids  into  dipentene  and  terpinene; 
also  into  a  solid  polymeride  CjjHjj,  m.p,  86°. 

Phellandrene-  is  specially  characterised  by 
the  formation  of  a  nitrosonitrite  CjoHjs'NsOJ, 

first  observed  by  Cahours,  a,{tcrwards  (;;eit% 
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Chem.  1869;  579)  examiued  by  Bunge.  Pesoi 
obtained  it  by  the  action  of  a  nitiite  and  dilute 
sulphuric  acid  upon  the  hydrocarbon. 

Crude  J-pheUandrene  from  eucalyptus  oil 
contains  two  isomeric  pheUandrenes  CuHu, 
together  with  small  quantities  of  cymene 
CmHu  and  cineole  CioHi,0  (Semmler,  Ber. 
1903,  36,  1749). 

d-Phellandrene  from  elemi  oil  is  identical 
with  d-phellandrene  from  bitter  fennel  oil  but 
not  with  d-phellandrene  from  water  fennel  oil. 
The  former  is  to  be  called  da-,  the  latter  d$- 
phellandrene.  J-Phellandrene  from  eucalyptus 
is  ia-phellandrene. 

Both  da-  and  Zo-phellandrene  form  two 
nitrites  which  are  separable  by  crystallisation 
from  acetone  and  alcohol.  The  o-nitrite  from 
both  melts  at  112°-113°,  and  has  approximately 
the  same  rotatory  power  though  in  opposite 
directions  and  opposite  in  direction  to  the  rota- 
tion of  the  parent  hydrocarbon  ;  thus  d-phellan- 
drene  yields  a  i-nitrite.  The  (S-nitrite  from  both 
the  pheUandrenes  melts  at  105°,  and  the  rotatory 
powers  of  these  compounds  exhibit  similar 
relations  to  each  other  and  to  the  parent. 

(i/3-PheUandrene  yields  similar  derivatives 
(Wallach,  Annalen,  1904,  336,  9). 

By  redtiotion  of  phellandrene  nitrite,  pre- 
pared from  water-fennel  oil  by  Pesci's  method 
with  zinc  and  glacial  acetic  acid,  a  Isevorotatcry 
diamine  is  obtained  which  boils  at  250°-253°. 
When  phellandrene  nitrite  from  eucalyptus  is 
reduced  a  Itevorotatory  diamine  GioHi8(NH2)2, 
which  is  not  identical  with  Pesci's,  is  formed 
also  boiling  at  250°-253".  The  hydrochloride 
of  this' base  melts  at  209°-^10°.  By  dry  distilla- 
tion it  yields  cymene,  ammonia  and  ammonium 
chloride.  Phellandrene  nitrite  treated  with 
ammonia  (Pesci)  or  with  sodium  ethoxide 
(Wallach  and  Herbig)  yields  a  liquid  which  boils 
at  134°-138°,  and  is  identical  with  the  'nitro- 
phellandrene  '  described  by  Pesoi  (Gazz.  chim. 
ital.  16,  225).  Further  reduction  of  the  nitrite 
or  of  the  nitro  compound  by  means  of  alcohol 
and  sodium  leads  to  the  production  of  tetrahydro- 
carvone,  tetrahydrocarveol,  and  tetrahydro- 
carvylamine  (Wallach  and  Herbig,  Annalen, 
1895,  287,  371). 

8.  Fenchene.  Dextrofenchone,  CioHi,0,  an 
isomeride  of  camphor,  is  present  in  fennel  oil, 
and  the  fraction  boiling  between  190°  and  195° 
consists  chiefly  of  this  compound.  Lsevofen- 
chone  occurs  in  thuja  oil,  and  is  left  when  the 
crude  ketone  is  treated  with  strong  nitric  acid. 
By  the  reduction  of  d-fenchone  a  Isevorotatory 
fenchylic  alcohol  is  obtained.  When  this  is 
treated  with  phosphorus  pentachloride,  and 
hydrogen  chloride  is  removed  from  the  product 
by  the  action  of  bases,  the  hydrocarbon  fenchene 
is  obtained.  It  was  originally  supposed  that 
this  terpene  was  an  individual  substance.  It 
appears,  however,  that  fenchylic  alcohol  gives 
two  fenchylic  chlorides  and  these  furnish  two 
fenchenes,  one  dextro-,  the  other  Isevorotatory. 
As  both  are  derived  from  dextrofenchone 
Wallach  distinguishes  them  as  Dd-fenchene  and 
Di-fenchene  respectively. 

From  IsBvofenchone  corresponding  Id-  and 
L^fenchenes  have  been  prepared. 

The  fenchenes  yield  an  unstable  liquid 
dibromide  and  nre  distinguished  from  other 
terrenes    by   comparative   jiidiffefence   toward 


nitric  acid.  Dd- Fenchene  is  quickly  oxidised  by 
a  3  p.c.  solution  of  permanganate,  while  Dl- 
fenchene  is  slowly  oxidised  by  the  same  agent. 
The  product  is  hydroryffenchenio  acid 

OHCsH„CO,H, 
of  which  the  m.p.  and  rotation  differ  according 
to  the  origin  of  the  acid. 
DJ-Hydroxy  fenchenio  acid,  m.p.  152°-153° 

Bd-       „  „  „      m.p.  138°-139° 

[a]j,=+7-69'' 

■Ld-       „  „  „      m.p.  152°-153° 

[a]„=+57-3 
r  „  „  „      m.p.  142°-143° 

(Wallach  and  Hertz,  Annalen,  1898,  302,  371). 

A  large  amount  of  work  has  been  done  on 
the  derivatives  of  the  fenchones,  but  the  formula 
of  fenchone,  and  consequently  of  fenchene,  is 
still  unsettled  (Wallach,  ibid.  1909,  369,  63). 
T.  Fenchone. 

9.  Finolene.  The  mixture  of  liquid  hydro- 
chlorides obtained  on  saturating  crude  American 
pinene  with  hydrogen  chloride  when  decomposed 
by  bases  yields  a  fraction,  b.p.  145°-148°,  of  con- 
stant rotatory  power.  This  is  found  by  Aschan 
to  be  a  mixture  of  two  isomeric  terpenes  CiiHi,, 
of  which  one  is  removed  by  treatment  with 
permanganate,  whilst  the  other  remains  un- 
attacked.  To  the  former  he  gives  the  name 
o-pinolene,  the  latter  /3-pinolene.  /3-Pinolene  js 
a  colourless  liquid,  b.p.  142°-144°.  The  hydro- 
chloride, m.p.  25°-26°,  is  apparently  differentf  rom 
the  hydrochloride,  m.p.  38°,  obtained  from  crude 
piuolene.  Both  when  heated  with  aniline  and 
alcohol  jrield  tsopinene,  b.p.  154°-156°,  which 
forms  a  crystalline  hydrochloride,  m.p.  36°-37°. 
Another  hydrocarbon  obtained  by  the  action  of 
hydrogen  on  o-pinene  in  presence  of  palladium 
is  described  by  Zelinsky  under  the  name  iso- 
pinene  (Ber.  1911,  44,  2782).  This  yields 
neither  hydrochloride  nor  nitrosochloride.  The 
acid  formed  by  oxidation  of  a-pinolenfe  by 
potassium  permanganate  has  been  identified 
as  r-camphoric  acid  (Aschan,  Chem.  Soc.  Abstr. 
1909,  i.  659). 

10.  Camphene  group.  The  monohydro- 
ohloride,  m.p.  128°  (b.p.  210°),  of  pinene  has 
been  long  kno^vn  and  was  formerly  described  as 
'  artificial  camphor.'  This  compound  is  re- 
markably stable,  but  it  may  be  decomposed  by 
heating  with  sodium  stearate  or  benzoate,  with 
potassium  acetate,  with  alcoholic  potash  or 
ammonia,  or  by  a  mixture  of  sodium  acetate  and 
caustic  soda  with  alcohol.  The  resulting  hydro- 
carbon is  a  camphene,  m.p.  51°-52°,  b.p.  160°, 
dextro-  or  Isevo-  rotatory,  or  inactive,  according 
to  the  nature  of  the  hydrochloride  used  and  the 
reagent  employed  (Berthelot,  Compt.  rend.  47, 
266,  and  55,'  496,  644).  The  inactive  compound 
seems  to  be  produced  when  a  high  temperature 
is  used.  A  camphene  is  also  formed  from  bomyl 
chloride  (art.  Camphoes,  vol.  i.  p.  616)  by  the 
action  of  alcoholic  potash  (Riban),  by  the  action 
of  wat«r  and  magnesia  (Kachler,  Annalen,  197, 
86),  or  by  heating  with  aniline  to  the  boiling- 
point  of  the  latter  (Wallach,  ibid.  230,  234). 
Camphene  is  also  formed  from  camphor  chloride 
(vol.  i.  p.  618)  and  from  pinene  hydrochloride 
by  the  action  of  sodium  (Montgolfier,  Compt. 
rend.  87,  840). 

In  this  last  cape  it  is  accompanied  by  & 
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hydrocarbon  CjjHij  resembling  a  paraffin,  m.p. 
120°,  which  presents  an  appearance  and  odour 
similar  to  camphene,  but  is  not  attacked  by 
sulphuric  or  fuming^  nitric  acid. 

Camphene  is  also  formed,  together  -with  other 
products,  by  the  action  of  strong  sulphuric  acid 
on  turpentine,  and  constitutes  the  chief  ingre- 
dient in  the  liquid  formerly  known  as  '  terebene  ' 
(Armstrong  and  Tilden,  Gbiem.  Soc.  Trans.  1879, 
745). 

Camphene  occurs  in  many  essential  oils,  such 
as  oil  of  rosemary,  spike  {Laixtndula  Spica  [Cav.  ]), 
valerian,  Siberian  fir  {Abies  sibirica),  citronella, 
&c.  The  melting-point  of  natural  camphene 
is,  however,  generally  lower  than  that  of  the 
artificial,  and  Wallach  appears  to  have  proved 
that  the  derivatives  of  the  camphenes  are 
isomeric,  not  identical  (Annalen,  1907,  367,  72). 

Ordinary  camphene,  active  or  inactive, 
possesses  a  characteristic  camphoraceous  smell, 
is  soluble  in  alcohol,  and  crystallises  therefrom 
in  leaflets.  It  combines  with  hydrogen  chloride 
to  form  achloride  OioHi,Cl,  m.p.  157°,  which  is 
distinguished  from  pinene  hydrochloride  by  its 
inferior  stability  (Riban,  Compt.  rend.  80, 
1330 ;  Ehrhardt,  Chem.  News,  54,  239). 

Camphene  hydrochloride  was  formerly  re- 
garded as  identical  with  bornyl  chloride  (Kaohler 
and  Spitzer,  Annalen,  200,  340),  but  according 
to  Eeychler  (Bull.  Soc.  chim.  1896,  [iii.]  15,  366), 
and  later  Wagner  and  Brickuer  (Ber.  1899,  32, 
2302),  cainphene  hydrochloride  is  identical  with 
iaobomyl  chloride.  They  regard  pinene  hydro- 
chloride as  the  true  chloride  of  bomeol.  This 
conclusion  is  confirmed  by  Hesse  {ibid.  1906,  39, 
1127). 

Camphene  does  not  combine' with  bromine, 
and  is  attacked  by  it  only  slowly,  with  formation 
of  an  oily  monobromo  derivative  (230°-240°). 
Camphene  does  not  combine  with  nitrosyl 
chloride.  It  is  converted  at  about  300°  into 
liquid  products  which  have  not  been  investigated. 

When  oxidised  by  chromic  acid,  ordinary 
camphene  yields  camphor,  but,  according  to 
Marsh  and  Gardner  (Chem.  Soc.  Trans.  59, 
649),  when  dilute  nitric  acid  is  employed  as  the 
oxidant  a  tribasic  acid  Cii,Hi408,  called  by 
them  ca'mphoic  acid,  is  produced.  Camphoic 
acid  is  not  produced  by  the  oxidation  of  camphor 
or  camphoric  acid ;  it  has  been  identified  as 
carboxyla^Ooamphorio  acid  by  Bredt  and 
Jagellu  (Chem.  Zeit.  1896,  20,  842). 

When  ordinary  camphene  is  oxidised  by 
ueutral  permanganate  one  of  the  first  products 
formed  is  camphene  glycol  CioHi5(OH)2,  m.p. 
200",  together  with  a  ketone,  camphenylone 
CgHnO,m.p.36°-38°,  and  a  compound  CioHjeOj, 
m.p.  169°-170°.  When  acidified  the  products  of 
oxidation  included  camphene  camphoric  acid 
CioHisO,,  and  campheriylio acid  CioHijOj.  The 
origin  of  some  of  these  products  is,  however, 
uncertain  {see  Wagner,  Moycho  and  Zienkowski, 
Ber.  -1904,  37,  1032,  and  Moycho  and  Zienkow- 
ski, Annalen,  1905,  340,  17). 

A  camphene,  m.p.  97-5''-98°,  b.p.  150°, 
together  with  ordinary  camphene,  was  obtained 
by  Wagner  and  Brickner  (Ber.  1900,  33,  2121) 
from  pinene  hydriodide,  and  is  called  by  them 
bornylene  owing  to  the  belief  that  it  is  the  true 
relative  of  camphor  and  bomeol.  For  the  other 
camphene,  m.p.  51°-52°,  the  name  iaohomykne 
ie  proposed. 


It  appears,  therefore,  that  at  least  three 
camphenes  exist  which  are  indistinguishable  by 
appearance  and  odour,  but  differ  in  melting- 
point  and  in  products  of  oxidation. 

11.  Thujene  group.  Several  essential  oils, 
such  as  those  of  thuja,  tansy,  wormwood,  and 
sage,  contain  a  ketone  CmHuO  called  thujone  or 
tanacetone.  Thujoneoxiine,  m.p.  54°-85°,  is  con- 
verted'into  an  isomeride,  m.p.  90°,  by  the  action 
of  phosphorus  pentachloride,  and  into  another 
optically  inactive  modification,  m.p.  119°-120°, 
by  contact  with  warm  concentrated  sulphuric 
acid.  Each  of  these  oximes  is  reducible  to  a  corre- 
sponding base,  and  the  hydrochloride  of  the  base 
splits  under  the  influence  of  heat  into  ammonium 
chloride  and  a  terpene  CioHj,.  The  indi- 
viduality of  the  hydrocarbons  thus  formed  is 
stiU  uncertain  ;  by  combination  with  2  molecules 
of  the  hydrohaloids  they  yield  liquid  and  solid 
compounds  which  are  now  considered  to  be 
derivatives  of  terpinene.  Probably  isomerisa- 
tion  occurs  in  most  of  these  transformations 
(Kondakoff,  J.  pr.  Chem.  1908,  [ii.]  77,  135). 

12.  Sabinene.  Oil  of  savin  distilled  yields 
about  30  p.c.  of  a  fraction,  boiling  between 
162°  and  170°,  which  consists  principally  of  the 
hydrocarbon  sabinene  CioH,,,  b.p.  165°-167° 
(sp.gr.  0-84,  mol.  refr.  44-9).  This  yields  an 
oily  dibromide,  and  when  oxidised  by  cold 
solution  of  permanganate  it  yields  a  glycol 
CioHnOj,  m.p.  54°.  An  acid  sabinenic  acid 
CjoHj^Os,  m.p.  57°,is  formed  at  the  same  time:  it 
yields  a  sparingly  soluble  sodium  salt,(Semmler, 
Ber.  1900,  33,  1455).  This  is  an  o-hydroxy  acid, 
losing  carbon  dioxide  when  oxidised  by  lead 
peroxide,  to  form  sabinene  ketone  C^'H.ifi,  b.p. 
213°,  which  is  Isevorotatory,  although  sabmene, 
sabinene  glycol  and  sabinenic  acid  are  aU  dextro- 
rotatory. Sabinene  occurs  in  the  essential  oil  of 
Ceylon  cardamom  and  in  Majorana  oil.  When 
shaken  with  sulphuric  acid  sabinene  yields  a 
terpin  CioHig(OJH)2,  m.p.  137°,  and  a  terpineol 
Cj„Hi,-OH,  b.p.  209°-212°,  which  forms  a 
dihydroohloride  CioHjsClj,  m.p.  52°.  The  same 
/ron«terpinene  compound  is  produced  from 
sabinene  by  the  action  of  hydrogen  chloride  in- 
glacial  acetic  acid.  The  hydrocarbon  is  con- 
verted into  terpinene  by  boiling  dilute  sul- 
phuric acid  (Wallach,  Annalen,  1906,  350,  141). 

13.  Dacrydene,  from  leaves  of "  Dacrydium 
Franklini  (Hook.)  (Huon  Pine  of  Tasmania)  (b.p. 
165°-166°,  sp.gr.  0-8524  at  22°,  [a]i,=-f  14-48°) 
forms  a  nitrosochloride,  m.p.  120°-121°,  but  the 
bromide  is  liquid  and  no  solid  compound  wth 
hydrogen  chloride  has  been  obtained  (H.  G. 
Smith,  The  Pines  of  Australia,  Sydney,  N.S.W., 
1910). 

14.  Origanene  from  Origanum  app.  grown  in 
Cyprus.  A  liquid  which  boils  at  160°-164°  at 
750  mm.,  mth  sp.gr.  0-847  at  16°,  a  rotation  of 
+  1-50° ina  1  dcm.  tube  andref.  index  »j,=l-480. 
It  forms  a  nitrosochloride,  m.p.  91°-94°,  and  from 
this  a  nitrolbenzylamine,  m.p.  104°-105,  and 
nitrolpiperidide,  m.p.  198°,  are  obtained.  The 
dibromide  and  hydrobromide  are  liquid,  and  a 
nitrosite  has  not  been  obtained.  By  agitation  with 
dilute  sulphuric  acid  origanene  yields  ordinary 
terpin  hydrate  and  the  dibromide  treated  with 
alcoholic  potash  yields  p-cymeae.  Oxidation  by 
means  of  hydrogen  peroxide  yields  siicoinie  acid 
(Pickles,  Chem,  Soc.  Trans,  1908,  93,  862). 
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Open  Chain  Tbkpbnes  CioH,,. 

JHyrcene  is  obtained  from  oil  of  bay  or 
sassafras  by  agitating  with  soda  solution  and 
distilling  oft  the  undissolved  hydrocarbon  under 
reduced  pressure.  The  follomng  constitution 
is  attributed  to  it  by  Barbier  (Compt.  rend. 
1901,  132,  1048)  CoHi,  or 

CMej  :  CH-CHj-CH  :  CMe-CH  :  CH,. 

Reduced  by  sodium  and  alcohol  it  yields 
dihydromyroene  CioHi,,  b.p.  171-5°-173-5°,  and 
this  when  treated  with  a  mixture  of  acetic  and 
sulphuric     acids     yields     cysZodihydromyrcene 

CM<cli;=C™:>CH..  b.p.  169°-172» 

(Semmler,  Ber.  1901,  34,  3122). 

Ocimene  is  the  name  given  by  van  Rombnrgh 
to  a  hydrocarbon  obtained  from  the  leaves  of 
Ocitnum  basticum,  and  subsequently  examined 
by  Enklaar  (Proc.  K.  Akad.  Webensch.  Amster- 
dam; 1900,  8,  714).  It  is  said  to  boil  under 
atmospheric  pressure  at  172-5°,  but  is  thereby 
changed  into  aUo-ocimene.  By  reduction  with 
sodium  and  alcohol  ocimene  and  a22oocimene 
yield  the  same  compound  as  myrcene.  These 
hydrocarbons  are  rapidly  oxidised  in  contact 
with  free  oxygen. 

Sesquiterpenes  CuHjj. 

According  to  Gladstone  (Chem.  Soc.  Trans. 
1872,  1),  the  oils  of  clove,  calamus,  cascarilla, 
patchouli,  and  cubebs  contain  a  hydrocarbon  of 
this  composition,  A  sesquiterpene  has  also  been 
found  by  WaUaoh  (Annalen,  238,  81)  in  oils  of 
galbanum  and  savin  and  in  *  huile  de  cade,'  a  kind 
of  tar  made  by  distillation  of  the  wood  of  Juni- 
perus  Oxycedrus  (Linn.).  According  to  the  latter 
chemist,  the  hydrocarbon  eadinene  obtained  from 
cade  or  cubebs  possesses  the  following  properties. 
It  unites  with  2HC1,  forming  a  compound  which 
crystallises  from  ether  in  large  hemihedral  rhom- 
bic prisms,  m.p.  117°-118°,  the  solution  of  which 
is  Isevorotatory.  Heated  with  aniline  or  with 
sodium  acetate  the  hydrocarbon  is  set  free  in  a 
pure  state,b.p.  274°-275°;  sp.gr. 0-921  at  16716°. 
The'hydrobromide  Ci5H24-2HBr  melts  at  124°- 
125°  ;  the  hydriodide  Ci5Hj4-2HI  at  105°-106°, 
with  partial  decomposition.  The  hydrocarbon, 
especially  when  partially  resinified  by  exposure 
to  the  air,  gives  the  following  characteristic 
colour  reaction  :  Dissolved  in  chloroform  or 
glacial  acetic  acid,  and  then  shaken  up  with  a 
few  drops  of  strong  sulphuric  acid,  the  liquid 
assumes  an  intense  green  and  then  blue  colour, 
which  when  heated  passes  into  red. 

Cadinene  (Isevorotatory)  also  occurs  in  the 
oils  of  betel,  camphor,  juniper,  asafcetida,  coto, 
and  olibanum. 

Carophyllene  occurs  in  oils  of  cloves  and 
copaiba,  but  has  not  been  obtained  pure  by 
fractional  distillation.  It  boils  at  about  258°- 
260°.  When  dissolved  in  a  mixture  of  glacial 
acetic  and  sulphuric  acid  and  the  mixture  sub- 
sequently steam  distilled,  a  volatile  but  crys- 
talline alcohol,  C15H25OH,  is  formed.  The 
alcohol  melts  at  96°  and  boils  at  287°-289°. 
When  treated  with  dehydrating  agents  the 
original  hydrocarbon  is  not  reproduced,  but  an 
isomeride  to  which  the  name  clovene  has  been 
given  (WaUaoh  and  Walker,  Annalen,  371,  285). 

Caryophyllene  produces  liquid  addition  pro- 
ducts Mith  the  halogen  acids,  but  it  forms  a  solid 


nitrosocHloride,  m.p.  158°-160°,  and  nitrosate, 
m.p.  147°-150°.  The  nitrosite  forms  blue  needles, 
m.p.  107°. 

According  to  Deussen  and  Lewinsohn  (Anna- 
len, 1907,  356, 1)  this  nitrosochloride  is  a  mixture 
from  which  alcoholic  ethyl  acetate  extracts  $-' 
caryophyllene  nitrosochloride,  m.p.  159°,  [o]j,= 
—98-07°,  together  with  another  substance 
CisHsaOjN,  m.p.  162-5°-163-5°,  [a]i,= +217-2°. 
The  residue  is  the  o-nitrosochloride,  m.p.  177°- 
179°,  which  is  optically  inactive  and  reacts  with 
benzylamine  forming  the  nitrolamine,  m.p.  126°- 
128°. 

Later  researches  lead  to  the  conclusion  that 
Wallach's  caryophyllene  is  a  mixture  of  two  or 
more  isomerides  (Deussen,  Ber.  1909,  42,  376  ; 
Annalen,  1909,  369,  41). 

Humvlent  from  oil  of  hops  has  been  studied 
by  Chapman  (Chem.  Soc.  Itons.  1895,  67,  54, 
and  780).  The  sesquiterpene  is  optically 
inactive,  it  boils  at  263°-266°  and  has  a  vapour 
density  corresponding  to  CijHjj.  It. forms  an 
oily  tetrabromide  and  yields  no  alcohol  when 
treated  in  the  same  manner  as  caryophyllene. 
Humulene  forms  a  liquid  dihydrochloride,  a  white 
crystalline  nitrosochloride,  m.p.  164°-165°,  a 
nitrosate  ri62°-163°],  and  a  blue  crystalline 
nitrosite  CijHjjNjO,  [ca.  121°].  From  the 
nitrosochloride  a  nitrolpiperidide,  m.p.  153°,  and 
nitrolbenzylamine,  m.p.  136°,  were  obtained. 

A  comparison  of  caryophyllene  and  humulene 
shows  that  these  hydrocarbons  are  distinct 
substances  (Kremers,  Schreiner  and  James, 
Pharm.  Archives,  1898,  i.  209). 

Cedrene  obtaiaed  from  oil  of  cedar  is  said  to 
boil  at  260°  (CJhapoteaut,  Bull.  Soc.  chim.  [ii.] 
37,  303).  It  is  lasTorotatory  aj,=  -17°  54'.  It 
produces  unstable  compounds  with  bromine 
and  halogen  acids,  and  when  oxidised  yields 
with  chromic  acid  a  ketone  CisHj^O  (Rousset, 
ibid.  1897,  [iii.]  17,  485).  According  to  Semmler 
and  Hofmaim  the  composition  of  cedrone  is 
CibHjjO,  b.p.  147°-150°.  Cedrene  oxidised 
with  permanganate  yields  cedrene  glycol 
CijHjjOj  which  crystallises  in  large  prisms, 
m.p.  160°  (Ber.  1907,  40,  3521). 

An  attempt  to  prepare  from  isoprene  a  poly- 
meride  of  the  composition  CisH,,  proved  unsuc- 
cessful (Wallach). 

Conimene,  a  hydrocarbon  CijHjj,  b.p.  264°, 
with  a  pleasant  odour,  is  obtained  from  the 
incense-resin  {Protium  heptapkyllwm  [March])  of 
British  Guiana  (Stenhouse  and  Groves,  Chem. 
Soc.  Trans.  1876,  i.  175). 

POLYTEBPENES   CjoHsj,  &C. 

The  members  of  this  group  may  be  divided 
into  three  classes,  viz.  (1)  Fluid  constituents  of 
certain  essential  oils  ;  (2)  products  of  the  poly- 
merisation of  terpenes  ;  and  (3)  caoutchouc  and 
gutta  peroha. 

1.  The  least  volatile  portions  of  many 
essential  oils  contain  a  hydrocarbon  probably 
having  the  composition  (CioH,,)„,  but  very 
little  is  known  concerning  these  substances. 
Some  of  the  oils  to  which  the  formula  CioH,, 
was  formerly  attributed  appear  to  be  sesqui- 
terpenes, the  hydrocarbon  from  balsam  of 
copaiba  for  example.    See  Caryophyllene. 

2.  Colophene  is  a  viscid  yellow  fluid,  often 
strongly  fluorescent,  which   begins  to   boil  at 
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-about  300°.  It  is  produced  by  exposing  oil  of 
turpentine  or  other  terpenes  to  a  temperature  of 
about  300°  for  some  liours,  or  by  tlie  action  upon 
them  of  concentrated  sulphuric  or  phosphoric 
acid,  phosphorus  pentoxide,  or  boron  fluoride, 
Ac.  The  name  colopheue  was  given  by  Deville 
to  the  less  volatile  portion  of  the  product  of  the 
action  of  sulphuric  acid  on  French  turpentine, 
apparently  under  the  impression  that  it  was 
identical  with  the  oil  obtained  by  distillation  of 
resin.  The  latter,  however,  contains  oxygen, 
and  exhibits  totally  different  properties. 

Colophene  obtained  by  the  action  of  strong 
Bulphurio  acid  on  turpentine  oil  cannot  be  dis- 
tilled without  decomposition,  even  under  rsduced 
pressure.  The  first  portions  of  the  distillate 
contain  camphene  and  dipentene ;  the  boiling- 
point  then  rises  higher  and  higher,  and  even 
wheQ  the  temperature  approaches  that  of  dull 
redness  a  residue  is  left,  which  on  cooling  becomes 
nearly  solid  (Armstrong  and  Tilden,  Oheiu.  Soc. 
Trans.  1879,  748).  The  portions  passing  over 
at  300°  and  upwards  appear  to  consist  of 
saturated  compounds,  for  they  absorb  mere 
traces  of  hydrogen  chloride.  Riban  has  ob- 
tained from  terebenthene,  by  the  action  of 
antimony  trichloride,  a  solid  to  which  he  assigns 
the  formula  CjoHjj.  This  is  decomposed  by 
heat,  and  combines  with  hydrogen  chloride  to 
form  two  compounds 


(Compt.  rend.  79,  389). 

3.  Caoutchovc.     V.  Rtibbee. 

True  rubber  is  a  product  which  results 
from  the  coagulation  of  the  milky  juice  of  trees 
belonging  to  several  distinct  natural  orders, 
as  explained  in  the  article  referred  to.  It 
consists,  when  pure,  of  a  white,  exceeding  tough 
and  elastic  solid.  As  usually  found  in  com- 
merce it  presents  various  shades  of  brown  or 
black  colour  which  are  produced  by  the  action 
of  smoke  or  of  atmospheric  air  on  the  product 
of  coagulation.  Pure  india-rubber  consists  of 
a  hydrocarbon  (CjH8)„  of  high  molecular 
weight,  and  completely  colloidal  character.  It 
is  insoluble  in  water  and  alcohol,  but  appears  to 
dissolve  to  a  small  extent  in  benzene  and  its 
homologues,  carbon  disulphide,  chloroform,  and 
some  other  liquids  forming  viscous  liquids.  The 
apparent  solubility  of  rubber  depends,  however, 
on  the  treatment  to  which  it  has  been  previously 
subjected.  Rubber  unites  chemically  with 
many  substances,  including  sulphur  and  bromine. 
It  combines  with  the  halogen  in  the  proportion 
of  four  atoms  for  every  ten  atoms  of  carbon, 
and  therefore  seems  to  have  the  same  capacity 
of  saturation  as  the  limonenes.  When  destruc- 
tively distilled  it  yields  a  mixture  of  hydro- 
carbons consisting  of  isoprene  (b.p.  36°-37°), 
caoutohene  which  is  identical  with  dipentene 
(b.p.  176°),  and  heveene;  which  appears  to  be  a 
variety  of  colophene  (b.p.  ca.  315°).  Rubber, 
therefore,  has  the  same  ultimate  composition 
as  the  terpenes,  and  appears  to  have  a  formula 
either  (CjHs),  or  (Ci„Hi,)„.  ,„„„„„„„  . 

When  isoprene  is  he?,ted  to  100°-200°  m 
contact  with  a  small  quantity  of  acetic  acid  or  is 
kept  in  contact  with  a  small  quantity  of'  air  for 
a  long  time,  it  is  converted  into  rubber.  Rubber 
is  also  formed  by  contact  of  isoprene  with  metallic 
sodium  (Matthews  and  Strange,  Eng.  Pat.  24790 


[1910]).  When  heated  alone  to  a  temperature 
of  about  280°  isoprene  is  converted  into  dipen- 
tene. Isoprene  having  been  shown  by  Mokiewsky 
(Chem.  Zentt.  1899,  i.  589)  to  be  /3-methyI- 
divinyl  CHj  :  CH-CMe  :  CHj,,  the  condensa- 
tion into  dipentene  is  easily  represented  by  the 
following  formula,  in  which  two  molecules  of 
isoprene  are  supposed  to  be  united  at  the 
points  indicated  by  the  dotted  lines,  the  valencies' 
adjusting  themselves,  but  without  shifting  of  the 
hydrogen  atoms — 

CHCMeiCH, 

1       I 
CH„CH 


Me 

The  conversion  of  isoprene  into  caoutchouc 
is,  however,  open  to  several  explanations.  On 
the  one  hand.  Harries  (Ber.  1905,  38,  3985) 
assumes  the  formation  of  an  octadiene  as  the 
first  product  of  the  union  of  two  molecules  of 
isoprene — 

CMe       CMe 

/\       -^\ 
CHjCH     CH  CHj 

II    -»  I   I 
CHjCHj     CH.CH, 


CH  CH, 


Y. 


iMe 


I    I 
CHjCH 

\^ 

CMe 


This  hypothesis  is  chiefly  based  on  the  fact 
that  when  rubber,  in  chloroform  solution,  is 
brought  into  contact  with  ozone  a  compound  is 
formed  with  two  molecules  of  that  substance. 
This  compound  has  the  molecular  formula 
C,oHj,Oj.  When  boiled  with  water  it  splits 
up  into  Isevulic  aldehyde  or  Isevulic  acid  and 
lasvulio  aldehyde  diperoxide — 

0 


0 


Me 


CH— 0      U:C 


CH, 
CH, 


+ 


CH, 


CMe 

A 

Diperoxide. 


CHj 
U:CH 


LtevuUc 
aldehyde. 

On  the  other  hand,  it  has  been  suggested  with 
greater  probability  that  the  caoutchouc  molecule 
consists  of  long  chains.  One  form  of  hypothesis 
(Pickles,  Chem.  .  Soc.  Trans.  1910,  1088)  is 
expressed  in  the  following  formula  in  which  an 
indefinite  number  of  CjHg  groups  may  be  linked 
together — 

CHa :  CMe-QH :  CHj+CHj :  CMe-CH :  CH^.-I-  &c. 
becoming 
. . . CHj-CMe : CHCHjCH^-CMe : CHCH j, . . .  &e. 

The  direct  conversion  of  isoprene  into  rubber 
with  its  indefinitely  large  molecule  is  in  this  way 
easily  represented,  and  it  may  be  remarked 
that  the  ready  depolymerisation  of  rubber  into 
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isoprerie  by  heat  seems  to  support  the  view  that 
it  is  directly  i-esolved  into  C.Hg  groups,  and  not 
into  groups  of  CjoHjs-  The  dipentene  which 
accompanies  isoprene  in  the  destructive  distilla- 
tion of  rhbber  is  probably  a  secondary  product 
of  the  polymerisation  of  isoprene  by  heat. 

One  great  objection  to  Harries'  formula  is 
the  fact  that  it  represents  the  chemical  molecule 
of  rubber  as  consisting  of  CiqHi,,  whilst  it  is 
certain  that  the  actual  physical  molecule  of  the 
colloid  is  very  much  more  complex,  and  there 
seems  no  way  of  accounting  for  the  chemical 
association  together  of  a  number  of  octadiene 
molecules  without  loss  of  free  valency,  and 
hence  reduction  of  the  saturating  power. 

HydkotekPenes. 

Menthene  CigHj,.  This  compound  stands 
in  the  same  relation  to  menthone  CioHijO  and 
menthol  CioHij-OH,  as  does  camphene  to 
camphor  and  bomeol.  It  is  obtained  by  treat- 
ing menthol  with  phosphorus  pentoxide  at  the 
common  temperature  or  with  zinc  chloride  at 
the  boiling-point  (Briihl  and  others,  1892,  Ber. 
25,  142).  Menthene  boils  at  167°.  It  forms  a 
nitrosochloride,  m.p.  113°,  and  an  oily  di- 
bromide. 

Caivomenthene  CioHj,.  Dihydrooaiveol 
produced  by  the  reduction  of  carvone,  by  means 
of  sodium  and  alcohol,  yields  with  acetic  anhy- 
dride an  acetate,  b.p.  232''-234°.  This  takes  up 
hydrogen  iodide,  and  the  resulting  hydriodide, 
when  reduced  with  zinc-dust  and  acetic  acid, 
yields  tetrahydrocarveol  acetate  which  on  saponi- 
fication yields  tetrahydrocarveol.  If  this 
compound  is  converted  into  its  hydrobromidc, 
and  the  latter  is  heated  with  quinoline^  carvo- 
merUhene^  b.p.  ITS'-IVS"  is  obtained.  This  is 
isomeric  with  the  ment';eae  obtained  from 
menthol  (Baeyer,  Ber.  1893,  26,  820).  Carvo- 
menthene  obtained  by  heating  carvomenthyl 
chloride  or  bromide  with  alcoholic  potash  appears 
to  be  divisible  into  two  portions  by  fractional 
distillation,  about  90  p.c.  of  the  whole  distilling 
at  17i°-174-5°,  the  rest  at  a  few  degrees  higher 
(Kondakofi  and  Lutschinin,  J.  pr.  Chem.  1899, 
[ii.]  60,  257). 

The  following,  formulse  are  attributed  by 
Baeyer  (I.e.)  to  oarvomenthene  and  menthene 
respectively — 

CH^-CMe  =  CH  CHj-CHMe-CHj 

CH,-CPr^=CH 


CHj-CHPi-^-i: 


H, 


Action  op  Heat  upon  the  Terpenes. 

The  terpenes  heated  to  temperatures  of  250°- 
300°  lose  their  rotatory  power  and  are  slowly 
polymerised  (Berthelot,  Ann.  Chim.  Phys.  [iii.] 
39,  5).  When  ordinary  turpentine  oil  is  passed 
through  a  tube  heated  to  redness  scarcely  visible 
in  the  dark,  it  yields  a  quantity  of  gas  and  various 
liquid  products,  of  which  the  most  important  are 
isoprene  CjHs,  dipentene  CioHj^  p-cymene 
CioHn,  and  colophene  (CioHi,),,  with  rela- 
tively small  quantities  of  benzene,  toluene,  and 
m-iylene  (Tildeh,  C!hem.  Soc.  Trans.  1884,  45, 
410).  At  higher  temperatures  no  isoprene  is 
obtained,  but  a  larger  quantity  of  gas,  and  the 
most  volatile  liquid  prttdiict  is  benzene,  which 
is   accompanied   by   some   of  its   homolognes, 


besides  naphthalene,  anthracene,  &,c.  (Schuitz, 
Ber.  1877,  10,  113). 

It  has  been  found  by  Staudinger  and  Klever 
that  limonene  or  dipentene,  when  diluted  with 
an  indifferent  gas,  such  as  nitrogen,  or  under 
reduced  pressure,  yields  a  much  larger  quantity 
of  isoprene,  amounting  to  60  p.c.  and  upwards. 
The  temperature  required  is  produced  by  a 
platinum  spiral  electrically  heated  to  redness 
(Ber.  44,  2212).  The  isoprene  thus  obtained  is 
said  to  be  purer  than  the  isoprene  previously 
obtained.  According  to  these  authors  the  yield 
of  isoprene  under  the  same  circumstances  is 
much  smaller  when  pinene,  camphene,  terpinene, 
or  terpinolene  is  employed. 

A  convenient  arrangement  of  the  spiral 
within  a  flask  connected  with  a  vertical  con- 
denser has  been  described  by  Harries  and  Gottlob 
(Annalen,  1911,  383,  228).  The  unchanged 
terpene  drops  back  into  the  flask,  the  isoprene 
passing  off  into  a  properly  cooled  receiver. 

Camphene,  when  heated,  yields  other  pro- 
ducts which  have  not  been  fully  examined. 

Constitution  of  the  Tkkpkne3. 

The. terpenes  generally  exhibit  many  of  the 
properties  of  olefinic  hydrocarbons  combining 
with  two  or  four  molecules  of  bromine,  with 
one  or  two  molecules  of  hydrogen  chloride,  and 
with  one  or  two  molecules  of  water.  They  also 
form  characteristic  compounds  with  nitrosyl 
chloride.  By  the  loss  of  two  atoms  of 
hydrogen  the  terpenes  yield  a  considerable, 
though  varying,  amount  of  common  cymene, 
me&yl-'p-isopropyl  henzene  (G.  Williams,  Proc. 
Roy.  Soc.  10,  516;  Oppenheim,  Bei^.  5,  628; 
Wright,  Chem.  Soc.  Trans.  r873,  686).  All  the 
terpenes,  when  exposed  to  heat,  polymerise 
into  viscous  products,  and  at  a  temperature  of 
about  400°  yield  a  considerable  quantity  of 
isoprene  CHj  :  CHrCMe  :  CHj,  a  hydrocarbon, 
which  by  prolonged  heating  at  a  lower  tempera- 
ture is  converted  into  limonene  CioHj,.  Pmene 
is  distinguished  by  the  readiness  with  which  it 
undergoes  isomeric  change,  especially  under  the 
influence  of  diluted  acids,  whereby  it  is  con- 
verted into  terpin,  terpineol,  and  dipentene. 
The  product  of  its  union  with  hydrogen  chloride 
is,  according  to  conditions,  either  bomyl  chloride 
CioH,,Cl  or  dipentene  dihydroohlorideCioHijCIj, 
and  from  neither  of  these  can  pinene  be  re- 
generated. The  only  compound  from  which 
pinene  can  be  recovered  is  the  nitrosochloride 
(CioHi8NOCl)2,  as  already  mentioned  [v. 
Pinene). 

These  facts  can  be  accounted  for  by  the 
following  formulae  which  were  proposed  in  1894 
by  G.  Wagner  (Ber.  27,  1636). 

HO-CMe,       CHjiCMe  , 

CH  CH 

CHj/^CH,     CHj/^CH, 


CH, 


JCH. 


CH. 


CMe,  CMe 

Terpineol,  Limonene, 

The  dimethylated  tetramethylene  ring  in  the 
formula  of  pinene  is  very  readily  broken  up  by 
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theAction  of  dilute  aoids,  which  cause  the  addi- 
t'P"  pf  the  elements  of  water  as  shown  above, 
yielding  terpineol,  or  the  closely  connected 
glycol,  terpin.  It  is,  however,  very  stable 
under  the  action  of  neutral  or  alkaline  datidising 
agents  such  as  permanganate.  This  tetra- 
methylene  group  has  been  named  '  pioean  '  by 
Baeyer.  The  products  of  the  oxidation  of 
^ene  by  permanganate  include  o-pinonic  acid 

CH 

/|\ 


/ 


CMe, 


CHjj 


CO,H 

OCMe 
and  dibasic  pinoyl-formic  acid  CmHuO,. 
CH 


CH. 


COjH 

OC-CO,H 
These  compounds  retain  the  picean  ring 
which  is  capable  of  hydrolytio  rupture  in  both 
of  them,  much  as  in  the  case  of  pinene  itself. 
Further  oxidation  leads  to  the  production  from 
both  of  these  acids  of  the  same  pinic  acid — 
CH,    . 

C08H-CHj-CH<2>CH-COjH 
CMcj 
and  ultimately  of  norpio  acid — 
CH, 

C0jHCH<f)CH-C02H 
CMe, 
The  constitution  of  limonene  was  first 
indicated  by  the  discovery  that  the  nitroso  com- 
pound CloHijNO,  obtained  from  the  nitroso- 
chloride  CioHi,NOCl  by  the  action  of  alkali,  is 
Identical  with  oarvoxime  C,oH,4  :  NOH  (Gold- 
Bchmidt  and  Ziirrer,  Ber.  18,  2220). 

The  nitrosochloride  of  terpineol  is  also  con- 
vertible into  carvone  by  removing  the  elements 
of  hydrogen  chloride  so  as  to  produce  the  oxime 
of  the  hydroxy  ketone  from  which  carvone  is  ob- 
tained by  the  action  of  acids  (Wallach). 

HOCMe,  HOCMe,       CH,:GMe 


CH 


CH, 


CH  CH 

CHai^NcH^    CHjj/^CH 
JCH 


OCl     -ICH' 

CMe 

Carvone 


CHgj        jv---",         '-'■M-ai 
NOChI      'CH,  HO-N:0'       ^ 

Cl(>Me  CMe 

Terpineol  Oxime 

nitrosoctiloride 

More  recently  the  formulae  of  terpineol  and 
limonene  have  been  completely  established  by 
synthesis,  tjie  principal  steps  in  the  process 
being  the  following:  — 

The  esters  of  ;8-iodopropionic  acid  and 
BodioOyanaoetio  acid  are  brought  together  and 
after  interaction  the  product  is  hydrolysed. 
Pentane-a7«-tricarboxylio  ester  is  thus  obtailied 
from  which  S-ketOhexhydrobenzoio  acid'  is 
formed  by  treatment  with  acetic  anhydride  and 
cUstillation,     The  ester  of  this  acid  in  contact  I 


with  magnesium  methyl  iodide  yields  S-hydrpxy- 
hexhydro-2>-toluia  acid — 
CH^CHj  OH3  GH^CH, 

C0<^    ^CH-CO,H    ->       yd/    NcH-COjH 
CH2"CH,  HO   CH7CH, 

Hydrogen  bromide  converts  this  toluio  acid 
into  the  corresponding  bromo  derivative, 
which,  when  treated  with  weak  alkalis  or  pyri- 
dine, loses  hydrogen  bromide  and  yields  A'- 
tetrahydro-p-toluio  acid — 


CHg  CHj 

Br 


CH, 


O 


CHCH, 


0 


c/    \CH-C^    -^CHjC/    ^CH-c/ 
CH7dH,         OH  CH7CH,        OH 

The  ester  of  this  unsaturated  acid  is  converted 
by  magnesium  methyl  iodide  in  ethereal  solution 
into  inactive  terpineol — 

CHCH,         0  CH^CHj    (CH,), 

CH.-c/~\cHc/    -»CH,-c/    NCHC/ 
CHrdH,         OEt  CH7(5h,         OH 

By  the  simple  absfraotion  of  water  from 
terpineol  by  means  of  potassium  hydrogen 
sulphate  dipentene  results,  and  hence  the 
position  of  the  second  ethylenio  bond  in  that 
compound  is  determined.  These  formulae  are 
identical  with  those  proposed  by  Wagner  (W.  H. 
Perkin,  junr.,  Chem.  Soc.  Trans.  1904,  654). 

Optically  active  d-  and  J-terpineols  were 
afterwards  prepared  by  Perkin  and  Ksher 
[ibid.  1908,  1871). 

The  great  inajority  of  the  terpenes  found  in 
nature  are  compounds  in  which  the  side  chains 
occupy  the  para-  position  as  in  limonene.  The 
sylvestrene  {q.v.)  discovered  by  Atterberg  in 
Swedish  turpentine  has,  however,  been  shown 
by  Perkin,  to  be  a  Tneta-  compound.  Proceeding 
from  A'-tetrahydro-m-toluic  acid — 
CMe  CH 

>CHCO,H 


a  dextrorotatory  hydrocarbon  identical  with 
natural  sylvestrene  has  been  built  up  by 
synthesis.  The  d-acid  was  first  isolated  from  the 
inactive  mixture  by  means  of  brucine  and  the 
ester  was  made  to  interact  with  magnesium 
methyl  iodide.  The  resulting  d-dihydrocarves- 
trenol  is  the  representative  of  terpineol  in  the 
meta  series  and  is  represented  by  the  following 
formula — 

CMeCH 

^CH-CMe,-OH 

CH,  CH, 

By  the  action  of  hydrogen  chloride  it  yields 
d-carvestrene  dihydrochloride  which  melts  at 
72"  and  is  identical  with  the  hydrochloride 
obtained  from  natural  sylvestrene.  The  hydro- 
carbon is  isolated  from  the  hydrochloride  by 
heating  it  with  aniline — 

CMeCH  CMeCH 


ch/ 


CHj<^NcH-CMe,Cl->CH,/   NcH-CMe:CH, 
OH^CH,  CH7CH,  .  .  - 

(Perkin,  Chem.  Soc.  Proc.  1910,  97). 

It  is  now  apparent  that  the  formulte  of  some 

of  the  oth^  natural  terpenes  are  probably  closely 

related  to  the  formula  of  limonene.    Thus  there 
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may  be  theoretically  three  compotinds  containing 
•Me  and  -GMe  :  CHj  in  the  para-  position,  while 
there  is  one  double  bond  in  the  ring- 


GMe 


CMe 


GMe 


0     0    0 

CH  CH  C 


MeCiCHj       MeCiCHj       MeC:CH, 
There  may  also  be  five  isomeric  dihydror 
cymenes — 

CMe        CMe        CMe     HCMe     HCMe 

gp  0  0  g 

C  C  CH  CH  C 

Pr^  Pr^  Pr^  Pr^  Pr^ 

There  may  be  two  other  isomerideg  of  the 
type — 

CMe  CHMe 


0  .   0 


II 
CMej 

^Me, 

Two 

more 

of  the 
CH, 

following 

form — 
CH, 

0      0 


CH 
,3 


/ 


Pr""  Pr^ 

And   lastly   two   isomerides   in    which   the 
double  linking  is  wholly  external  to  the  ring — 
CH,  CH, 


G 


C 


0      Q 


CH 

CMe,  MeG:  GHj 

Of  some  of  these  there  are  also  geometrical 
isomeric  forms. 

It  is  sometimes  convenient  to  adopt  a. 
system  of  numbering  the  carbon  atoms  as  intro- 
duced by  Baeyer  in  the  case  of  the  terpenes. 
The  para-  series  is  based  on  the  formula  of 
hexhydrocymene — 

°^Gao) 

According  to  this  system  dipentene,  for 
example,  is  Al-8(9)-j)-menthadiene  and  terpineol 
is  Al-p-menthenol  8. 

The  hydrocarbons  enumerated  above  are 
only  the  varieties  in  which  the  para-  position  is 
assumed  by  the  side  chains,  but  these  and  others 
already  Imown  may  be  arranged  under  the 
following  divisions.  ' 

Menthadienes  CioH,,. 
I.  Derivatives  of  cyclohexene — 

1.  Para-.  Limonene  and  dipentene,  terpi- 

nene,  phellandrene. 

2.  Mela-.  Sylvestrene. 

3.  Ortho-.  Synthetical  products  unknown 

in  nature. 


II.  Derivatives  of  eyetoheHehe  With  bridged 
rings — 

1.  Para-  containing  two  peutamethylene 

rings:  fenchene,  camphene'(!). 

2.  Meta-  containing  one  tetramethylene 

ring:  pinene. 

3.  Meta-    containing    one    trimethylene 

ring :  sabinene,  thujene. 

III.  Olefinic  terpenes  with  open  chains. 
Myrcene,  ocimene. 

The  production  of  a  terpene  of  the  ortho- 
type  has  been  accomplished  by  Bay  and  Ferkin 
(Chem.  Soc.  Trans.  1905,  1066). 

Ferkin  has  also  made  progress  in  the  synthesis 
of  lower  homologues  of  the  terpenes.  The 
hydrocarbons  C,H,,  prepared  belong  to  two 
types.  One  of  these  is  derived  from  eyclo- 
hexane  containing  no  methyl  group  in  the  ring 
(Matsubara  and  Ferkin,  ibid.  1905,  661). 

CHjGH 

CH,/^CCMe:GH, 


The  other  is  framed  on  a  cyclopenfene  con- 
taining a  methyl  group  (Haworth  and  Ferkin, 
ibid.  1908,  573). 

CHCH, 

CH^3^CHCMe:CH, 

CHMe 

Among  the  questions  which  remain  unsettled 
is  the  identity  of  the  terpinenes,  concerning  which 
a  summary  of  researches  has  been  publisned  by 
Wallach  (Annalen,  1910,  374,  217).  The  con- 
stitution of  the  solid  terpene,  camphene,  is  also 
a  subject  of  dispute.  The  formula  assigned  to 
it  long  ia.go  by  Wagner,  namely — 
CH 


CHj 
GH, 


pW^GMe, 
^^C:CH, 

CH 


(Ber.  1900,  33,  2121)  is  not  found  to  account  for 
all  the  products  of  oxidation  of  the  hydrocarbon. 
An  alternative  formula  has  been  proposed  by 
Semmler  (Ber.  1900,  33,  3420),  as  follows— 
CMe 


CH,=C     CMe,l™» 


H 

and  another  more  recently  by  Aschan  (Annalen, 
1910,  375,  336). 

CH 


CH, 


CH, 


,CMe, 


,C1 
^H 


CH 


On  the  other  hand,  according  to  Auwers 
(Annalen,  1912,  387,  40)  the  specific  refraction 
of  camphene  is  definitely  in  favour  of  Wagner's 
formula  given  above.  See  also  Haworth  and 
King,  Ghem.  Soc.  Trans.  1912,  101,  1975. 

l<'or  the  optical  properties  of  the  terpenes. 
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BUch  as  speoiflo  rotatory  power  and  especially 
refraotivity,  and  their  relation  to  the  constitution 
of  the  hydrocarbons,  a  useful  summary  will  be 
found  in  Smiles'  Relations  between  Chemical 
Constitution  and  Physical  Properties  (Longmans' 
Text-books  of  Physical  Chemistry). 

OxiDiSBD  Compounds  eblatbd  to  thh 
Tbkpenbs. 

1.  Absinthol  CioHuO,  identical  with  thujone. 

2.  Borneol  Oi„H:„OH,  v.  vol.  i.,  Camphors. 

3.  Cajepufol  CioHi,0,  identical  with  oineol. 

4.  Carveol  CioH,,0,  t>.  vol.  i.,  Camphors. 
6.  Carvone  CmHijO,  v.  vol.  iii..  Ketones. 

6.  Camphor  CiaHjjO,  v.  vol.  i, 

7.  Cineol  CioHjjO,  v.  vol.  i..  Camphors, 
Santonica. 

8.  Citronellol  C,oHis,-OH,  an  alcohol  similar 
to  geraniol  found  in  citronella  and  rose  oils. 

9.  Coriandrol  CioHi,OH,  identical  with  d- 
linalool. 

10.  Eucalyptol  C,|,HisO,  identical  with  cineol. 

11.  Fenchone  CioHuO,  v.  vol.  iii..  Ketones. 

12.  Geraniol  C,oHi,'OH.  Indian  oil  of  gera- 
nium [Andropogon  Schcenanthiis  [Linn.])  consists 
chiefly  of  this  compound  (Semmler,  Ber.  23, 
1098,  2965,  3556 ;  24,  682). 

Geraniol  is  an  optically  inactive  compound 
with  a  smell  of  roses.     It  boils  at  229°-230°. 

When  oxidised  by  chromic  acid  it  yields  the 
corresponding  aldehyde,  citral  or  geranaldehyde 
CjoHijO.  Further  oxidation  yield  geranio  acid 
CxoHiiO:,  which  is  monobasic. 

Geraniol  heated  with  potassium  hydrogen 
sulphate  yields  a  terpene,  geraniene,  which  boils 
at  172''-176°. 

13.  Citral,  the  aldehyde,  occurs  as  a  natural 
constituent  of  the  oil  of  lemon,  lemon  grass,  and 
many  other  essential  oils.  It  boils  at  228''-229'' 
under  ordinary  pressure,  and  is  optically  inac- 
tive. It  unites  with  four  atoms  of  bromine,  and  is 
characterised  by  the  readiness  with  which  by  the 
action  of  potassium  hydrogen  sulphate  it  yields 
ordinary  oymene.  In  other  respects  it  gives  the 
usual  reactions  of  aldehydes.  It  reduces  silver 
solutions,  combines  to  form  a  crystalline  com- 
pound with  sodium  hydrogen  sulphite,  and 
reproduces  the  colour  of  rosanUine  from  a  sulphite 
solution. 

It  also  yields  an  aldoxime  and  a  semi- 
carbazone. 

Geranic  acid,  which  is  best  formed  from  the 
nitrile  by  boiling  with  potash,  is  a  colourless 
oil  possessing  an  odour  lilse  that  of  the  higher 
fatty  acids.  When  distilled  under  ordinary 
pressure  it  yields  carbon  dioxide  and  a  hydro- 
carbon, geraniolene  CgHj,,  which  boils  at 
142°-143°.  Geraniolene  forms  a  liquid  tetra- 
bromide  CgHuBr,. 

14.  Linalool  C,oHi,-OH.  This  substance  is 
very  widely  distributed  in  essential  oils  derived 
from  various  plants.  The  name  has  reference  to 
the  wood  of  the  lignum  aloes  (AquHaria  Agallocha 
[Roxb.]),  in  which  it  was  originally  recognised, 
but  the  alcohol  or  its  acetate  is  found  in  the 
oils  of  lavender,  bergamot,  petit  grain  (leaves 
and  shoots  of  orange)  neroli,  &c.  It  is  distin- 
euished  from  geraniol,  with  which  it  is  isomeric, 
by  its  lower  boiling-point  and  by  its  Isavorotatory 
action  on  the  po&rised  ray.  The  boiling-point 
under  atmospheric  pressure  is  about  198°-199°. 

16.  Coriandrol    is    dextrorotatory    linalool 
Xoh.  V.—T. 


(Semmler,  Ber.  24,  20G ;  tiemaiin  and  Semmlef, 
ibid.  26,  2713). 

Linalool  treated  with  acetic  anhydride 
yields,  at  the  ordinary  temperature,  an  acetate 
which  regenerates  linalool  on  saponification,  but 
if  the  acetate  is  heated  to  100°  and  upwards  it 
undergoes  isomeric  change,  and  on  saponification 
it  yields  geraniol  (Bouohardat,  Compt.  rend. 
116,  1253). 

d-  or  Z-Linalool  and  geraniol,  shaken  with 
dilute  eulphurio  acid,  are  converted  almost 
quantitatively  into  terpiu  hydrate  (Tiemanu  and 
Schmidt,  Ber.  1895,  28,  2137). 

Linalool  on  oxidation  by ,  means  of  acid 
reagents  yields  citral,  the  aldehyde  of  geraniol. 

The  ^following  constitution  is  assigned  to 
these  compounds  (Tiemann  and  Semmler,  Ber. 
1895,  28,  2126). 

Linalool 

Me,C  :  CH-CHj-CHj-CMe(OH)CH  :  CH, 

Geraniol 
MejC :  CH-CHj-CH,-CMe  :  CH-CH^-OH 

Citral 

MejC :  CH-CHj-CHj-CMe  :  CH-CHO 

These  open  chain  compounds  are,  however, 
readily  converted  into  cyclic  compoimds,  especi- 
ally by  the  action  of  acids,  for  example,  in  the 
production  of  terpin  from  geraniol — 

CMe  CMe-OH 

CMe,  HO -CMe, 

and  in  the  production  of  oymene  from  citral. 
CMe  CMe 

ChI    ^^r.    ^  Ch"     JcH+H'O 


»\  CHO 

CMcj  HGMe, 

16.  Menthol  CioHijOH  t>.  vol.  i..  Camphors. 

17.  Pinole  C,oHi,0,  see  under  Ptnene. 

18.  Pulegone  CioHi.O,  v.  vol.  iii..  Ketones. 

19.  Sobrerol  CjoHigOi,  see  under  Pinene. 

20.  Sobrerone  CioHi,0,  identical  with  pinole. 

21.  TanacetoneCioHi,0,w.vol.iii.,  Ketones. 

22.  Terpineol  CioH,,OH.  Terpinol  was  the 
name  given  by  List  (Annalen,  1848,  67,  362)  to 
the  liquid  obtained  by  the  action  of  dilute  acids 
upon  terpin  hydrate. 

When  crystallised  terpin  is  boiled  with  water 
and  a  small  quantity,  say  1  p.c,  of  hydrochlorio 
acid  is  added,  the  crystals  disappear  and  a  turbid 
fluid  results,  from  which  by  distillation  an  oily 
liquid,  lighter  than  water  and  possessing  a 
peculiar  fragrant  odour,  resembling  that  of  lilac, 
is  obtained.  When  the  oil  is  dried  and  distilled, 
the  whole  comes  over,  with  the  exception  of  a 
few  drops  at  first,  between  205°  and  215°. 
Treated  with  sodium,  terpineol  dissolves  one 
atom  of  the  metal ;  and  by  contact  with  excess 
of  hydrochlorio  acid  It  becomes  coloured  deep 
purple,  but  the  colour  disappears  and  the  whole 
is  converted  into  dipentene  hydrochloride 
CioH,|Clj  (m.p.  60°) ;  when  mixed  gradually  with 
a  nearly  equal  volume  of  sulphuric  acid  diluted 
with  haU  its  bulk  of  vater,  very  little  heat  u 

2  a         H 
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evolved,  but  solution  is  complete,  and  on  adding 
to  the  mixture  three  or  four  volumes  of  water  a 
mass  of  crystallised  terpin  hydrate  is  obtained. 
Terpineol  is  also,  quickly  converted'  into  terpin 
hydrate  by  a  mixture  of  nitric  acid  and  alcohol 
(Tilden,  Chem.  Soc.  Trans.  1878,  247;  1879, 
287).,  Terpineol  absorbs  two  atoms  of  bromine 
.(Tilden,  tfttd.  1888,882),  and.it  is,  therefore,  an 
unsaturated  tertiary  alcohol  CioHi,(OH),  of 
which  the  corresponding  glycol  is  -  terpin 
CxaHi8(0H)2.  By  6oiM?!^  with  potassium  hydro- 
gen sulphate  terpineol  splits  into  water  and 
dipentene. 

Terpineol  yields  a  nitrosochloride 
CioHisO-NOa 
,<from  which  a  piperidide  [m.p.  159°-160°]  and 
anilide  [m.p.  155°-1S6°]  are  obtainable  (Wallach 
and  Kerckhofi,  Annalen,  1893,  275,  103). 

More  recent  researches  have  shown  that 
liquid  terpineol  obtained  as  described  or  by 
hydrolysis  of  the  corresponding  acetate  contains 
two  distinct  compounds.  Bouchardat  and  Voiry 
(Compt.  rend.  1887,  104,  996)  were  the  first  to 
obtain  crystals  by  cooling.  The  m.p.  was 
found  to  be  35°  (Wallach).  Distilled  under 
reduced  pressure  liquid  terpineol  yields  two 
principal  fractions,  boiling  at  212°-215''  and 
218°-220°  at  ordinary  pressure.  Both  solidify 
on  codling,  4he  former  having  the  m.p.  32°-33°, 
and  the  latter  35''-36°. 

The  terpineol  [m.p.  35°-36°]  forms  a  nitroso- 
chloride [m.p.  122°],  which  yields  the  piperidide 
mentioned  above[m;p.  169°-160°].  Its  phenyl- 
urethane  NHCjHs-CO-OCioHi,  melts  at  112°- 
113°.  The  new  terpineol  [m.p.  32°-33°]  gives 
a  nitrosochloride  fm.p.  102°-103°],  but  does  not 
readily  yield  ^  piperidide.  The  phenylurethane 
melts  at  85°. 

Both  these  terpineola  have  been  produced 
synthetically  by  W.  H.  Perkin  (Chem.  Soc.  Trans. 
1904,  85,  654),  starting  from  ethyl  ;8-iodopro- 
pionate  and  ethylsodiocyanoacetate.  Their  con- 
stitution is  therefore  now  fully  established.  See 
below. 

These  qompoimds  are  optically  inactive,  but 
active  terpiheols  have  been  obtained  from  other 
sources,  2-linalool  CioHigO,  when  heated  with 
acetic  acid  containing  a  small  quantity  of 
sulphuric  acid  yields  o-terpineol,  together  with 
geraniol,  while  in  similar  way  d-Unalool  yields 
f-terpineol  (Stephan,  J.  pr.  Chem.  1898,  [ii.]  58, 
109). 

Optically  active  terpineols  have  been  pro- 
duced synthetically  by  Perkin  and  Fisher  (Chem. 
Soc.  Trans.  1908,  93,  1871)  by  resolvmg  the 
corresponding  dZ-cyclohexeue  oarboxylic  acid  by 
means  of  bmoine  or  strychnine. 

Active  terpineols  also  occur  in  certain 
essential  oils,  e.g.  oil  of  Asarum  canadense[tiim.'\ 
(Power  and  Lees,  ibid.  1902,'  81,  63). 

23.  Terpin  CioHib(OH)j  and  Terpin  hydrate 
G,oHj8(OH)8-H20.  This  compound  is  occasion- 
ally found  in  old  samples  of  turpentine  oil  con- 
taining a  little  water,  and  in  furniture  polish  of 
which  turpentine  is  an  ingredient.  It  is  easily 
obtained  by  the  action  of  a  mixture  of  nitric 
acid  and  alcohol  upon  turpentine  oil  (Wiggcrs, 
Annalen,  1846,  67,  251).  Hempel  recommends 
{ibid.  180,  71)  4  parts  oil  of  turpentine  to  1  part 
of  alcohol  and  1  part  of  nitric  acid.  In  any  case, 
the  mixture  is  shaken  up  at  intervals  until  in  the 
course  of  about  two  days  the  smell  of  turpentine 


has  disappeared.  The  liquid  is  then  poured  out 
into  shalbw  dishes,  a  little  alcohol  being  added 
occasionally  as  long  as  crystals  are  deposited 
(Tilden,  Chem.  Soc.  Trans.  33,  247).  No 
crystals  are  formed  under  the  same  circumstances 
from  the  limonenes,  but  from  the  hydrochlorides 
of  these  hydrocarbons  terpineol,  and  hence 
terpin  is  easily  obtained  by  the  action  of  water 
or  dilute  alcohol. 

Terpin  hydrate  [116°-117°]  dissolves  in  about 
200  parts  of  cold,  and  in  22  ^arts  of  boiling, 
water.^  It  is  easily  soluble  in  alcohol,  but  not  in 
petroleum.  It  is  optically  inactive,  and  is  chemi- 
caUy  saturated.  Anhydrous  terpin  melts  at 
104°-105°,  and  boils  at  258°.  The  crystals  have 
been  examined  by  List  (Annalen,  67,  362),  by 
Eammelsberg  (PoggendorfE's  Annalen,  63,  570), 
and  by  Maskelyne  (Phil.  Mag.  1879,  132). 

Exposed  to  hydrogen  chloride  the  crystals 
deliquesce,  become  purple,  and  finally  give  a 
mass  of  the  colourless  dipentene  dichloride 
CijHigas  [m.p.  50°].  Boiled  with  water  sUghtly 
acidified  with  hydrochloric  or  sulphuric  acid 
it  yields  terpineol.  Boiled  with  moderately 
strong  sulphuric  acid  it  yields  a  mixture  of 
dipentene,  terpinene,  and  terpinolene. 

Cis-  and  trans-  terpins  have  been  obtained 
by  Baeyer  from  the  corresponding  cis-  and  trails- 
hydrobromides  of  dipentene  (Ber.  1894,  26, 
2861).  CJisdihydrobromide  when  treated  suc- 
cessively with  silver  acetate  and  alcoholic  potash 
fives  ordinary  terpin.  The  trans-  dihydro- 
romide,  when  similarly  treated,  yields  the 
<ra?M-terpin  which  crystallises  without  water, 
melts  at  156°-158°,  and  boils  at  26?°-265°. 

24.  Thujone  CioHi,0,  identical  with  tanace- 
tone.  W.  A.  T. 

TERPENYLIC  ACID  v.  Laoionbs. 

TERRA  ALBA  v.  Gvf  sttm. 

TERRA   CATECHU.     Syn.   with   Catechb 

'  TERRA  CHE  BROCIA  or  Val  d'Amo  Supe- 
riore  Besin  v.  Resins, 

TERRA  DI  SIENNA.  Saw  Sienna  v.  Pig- 
ments. 

TERRA  FOLIATA  TARTARI.      Potassium 

TERRA  JAPONICA.  Syn.  with  Catechu 
iq.v.). 

TERRA  LEMNIA  v.  Lemnian  earth. 

TERRA  MIRACULOSA.  An  old  name  for 
bole  iq.v.). 

TERRA  MURIATICA.  An  obsolete  name 
for  magnesia. 

TERRA  PONDEROSA.  An  old  name  for 
baryta  {q.v.). 

TERRA  UMBRA.     Umber  (,q.v.). 

TESTADEN  v.  Synthetic  deuos. 

TETRADECYLMALONIC  ACID  C^H^O,. 
Prepared  by  heating  o-cyanopalmitio  acid  with 
alcoholic  potash  (Hell  and  lordanofE,  Ber.  1891, 
991),  m.p.  117°-118°. 

TETRADYMITE  v.  Teixubium. 

TETRAETHYL-  and  TETRAMETHYL- 
DIAMINOBENZOPHENONE  v.  Ketones. 

TETRAHEDRITE  v.  Fahl-obe. 

TETRAHYDROXYBENZENE  v.  Phenol  and 
its  homolooues. 

TETRAIODOPYRROLE  v.  Iodole. 

TETRAKETONES  v.  Ketones. 

TETRAMETHYLAPIONOL  v.  Phenol  and 

ITS  B0M0L00UE3. 
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TETRAMETHVLBENZENES  v.  Cymenbs. 
TETRAMETHYLHYDROXYBENZENE       v. 

Phenol  asd  its  homoloques. 

TETRAMETHYLSAFRANINE  v.  Azines. 

TETRATHIONIC  ACID  v.  Sulphub. 

TETRAZO-  COMPOUNDS  v.  Disazo-  and 
Tbtkazo-  compounds. 

TETRONAL  (diethylsulphonediethylmethane 
ov. ethyl  sulphonal)  (Cilig)fi{S6fiJlIi)2  is  pre- 
pared like  sulphonal  from  diethylketone  and 
eth3'l  mercaptan  (Baumann  and  Kast,  Zeitseh. 
physiol.  Chem.  14,  61;  D.  R.  P.  49366; 
Frdl.  1887-1890,  ii.  623).  It  forms  colourless, 
odourless,  glistening  leaflets,  or  radiating  almost 
round  fibrous  groups  similar  to  urea  oxalate; 
m.p.  85°,  soluble  in  450  parts  of  cold  water,  but 
more  readily  soluble  in  boUing  water,  in  alcohol, 
and  in  ether.  It  is  employed  in  medicine  as  a 
substitute  for  ^ulphonal. 

Adulteration  of  tetronal  and  trional  with 
sulphonal,  which  is  cheaper  than  the  two  former, 
m&y  be  detected  by  treating  the  suspected 
sample  with  ether,  in  which  sulphonal  is  much 
less  soluble,  the  residue  wiU,  therefore,  contain 
sulphonal  which  may  be  detected  by  its  melting- 
point  and  its  known  reactions  (Gabutti,  J. 
Pharm.  Chim.  1907,  25,  183) ;  v.  Sulphonal. 

TETRYL  V.  Butyl. 

THALLIUM,  sym.  TL,  at.wt.  204-0,  was  dis- 
covered speotrosoopically  by  Crookes  in  1861 
(Chem.  News,  1861,  3,  193)  in  a  seleniferous 
deposit  from  a  sulphuric  acid  manufactory.  It 
occurs  in  many  iron  and  copper  pyrites,  in  some 
micas,  in  zinc  blendes,  in  the  minerals  marcasiie, 
hcEmetite,  croohesite  (CuTlAgjaSe,  lorandiie 
(TlAsSz),  ocSoiieTlAsaSbSsjand  in  various  other 
iron  and  manganese  ores  (Igelstrom,  Z.  Kryst. 
Min.  1895,  25,  94;  Antipoff,  J.  Russ.  Phys. 
Chem.  Soc.  1896,  28,  384;  Hartley  and 
Ramage,  Chem.  Soc.  Trans.  1897,  533).  It  also 
occurs  in  small  quantities  in  various  mineral 
springs. 

Its  presence  has  been  observed  in  crude  zinc 
(Kosmann)  and  in  platinum  and  its  ores  (H.  N. 
Warren,  Chem.  News,  1887,  55,  241). 

Thallium  is  prepared  from  flue  dust  by 
boUing  it  with  dilute  sulphuric  acid  and 
precipitating  the  chloride  or  iodide  by  treatment 
■ivith  hydrochloric  or  hydriodio  acid,  after  which 
the  metal  can  be  obtained  by  electrolytic  deposi- 
tion, by  the  action  of  potassium  cyanide  or  by 
electrolysis  (Bunsen,  Phil.  Mag.  1865,  [iv.]  29, 
168 ;  Foerster,  Zeitseh.  anorg.  Chem.  1897, 15, 71). 
Traces  of  lead,  tin,  copper,  and  aluminium 
occur  as  impurities  in  commercial  thallium 
(Pollock,  Sci.  Proo.  Eoy.  Dublm  Soc.  1909,  11, 
338). 

Thallium  is  a  bluish- white,  lead-like,  crystal- 
line, extremely  soft  metal,  malleable,  but  of 
low  tenacity.  It  exists  in  two  modifica- 
tions, the  transition  temperature  being  226°. 
Its  sp.gr.  is  11-85,  its  m.p.  303°  (Petrenko, 
Zeitseh.  anorg.  Chem.  1906,  50,  133),  its  b.p.  in 
vacuum  818°  (Krafft  and  Knocke,  Ber.  1909, 
42,  202);  at  ordinary  pressure  1515±2°  (Isaac 
and  Tammann,  ibid.  1907,  55,  58);  but 
its  b.p.  should  be  1462°  at  760  mm.  Its 
vapour  density  is  14-25  at  1728°.  It  commences 
to  volatilise  at  174°  in  vacvd.  At  a  high  tem- 
perature it  may  be  distilled  in  a  current  of 
hydrogen.    When  heated  it  bums  with  a  beauti- 


ful green  flame,  and  its  flame  spectrum  is  charac- 
terised by  a  single"~green  line. 

Thallium  oxidises  befote  the  blowpipe.  It 
dissolves  readily  in  dilute  nitric  and  sulphurio 
acids,  but  more  slowly  in  hydrochloric  acid,  and 
at  a  red  heat  decomposes  water. 

Thallium  and  its  salts  are  very  poisonous 
(Curci,  Chem.  Zentr.  1895,  ii.  999  ;  Swain  and 
Bateman,  J.  Biol.  Chem.  1910,  7,  137).  Thallium 
forms  alloys  with  a  large  number  of  metals,  and 
an  amalgam  with  mercury. 

Compounda. — Thallium  forms  two  series  of 
compounds — 

(1)  ThaUio  (TIX3)  compounds  in  which  the 
metal  is  trivalent,  corresponding  to  its  position  in 
the  aluminium  group.  Like  the  compounds  of 
aluminium,  the  thallio  salts  undergo  hydrolysis  in 
aqueous  solution  and  form  complex  salts  more 
readily  than  the  corresponding  thallous  com- 
pounds (Spencer  and  Abegg,  Zeitseh,  toorg. 
Chem.  1905,  44,  379).  Metallic  thallium  reduces 
the  thaUic  salts  to  the  thallous  condition.  In 
the  absence  of  oxidising  agents,  even  in  the 
presence  of  thallous  salts,  thallio  salts  give  the 
blue  coloration  of  indophenols  when  a-naphthol 
and  dimethyl-j3-phenylene  diamine  are  added  to 
an  alkaline  solution  of  the  salt  (Marino,  Gazz. 
chim.  ital.  1907,  37,  i.  55). 

(2)  Thallous  (TIX)  compounds  in  which 
thallium  is  monovalent.  The  thallous  salts 
closely  resemble  the  salts  of  the  alkali  metals ; 
thus  the  hydroxide  and  carbonate  are  readily 
soluble  and  give  an  alkaUne  aqueous  solution. 
Many  of  the  thallous  salts,  like  the  sulphate 
phosphate,  &c.,  are  isomorphous  with  the 
corresponding  potassium  salts  and  give  double 
salts  with  platinio  chloride  TlaPtCl,.  The  alum 
TlsS04A]2(S04)3,24H20  and  other  double 
sulphates  are  also  closely  analogous  to  the 
corresponding  potassium  salts.  "  The  thallous 
halides  and  sulphities,  on  the  other  hand, 
resemble  the  corresponding  lead  and  silver  salts. 

ThaUous  salts  react  with  a  clear  aqueous 
solution  of  antimony  chloride  and  potassium 
iodide,  giving  a  characteristic  voluminous  orS,nge 
precipitate  of  the  compound  3TlI,2Sbl3  ( Ephraim , 
Zeitseh.  anorg.  Chem.  1908,  58,  353). 

Oxides.  ThaUium  trioxide  (thallio  oxide)  TI2O3 
is  formed  when  an  alkaline  solution  of  a  thallous 
salt  is  treated  with  3-6  p.c.  solution  of  hydrogen 
peroxide.  When  the  precipitation  is  made 
in  the  cold,  the  oxide  is  brown,  is  readily  soluble 
in  acids,  and  has  sp.gr.  9-65  at  21°,  but  when  the 
solutions  are  hot,  the  oxide  is  black,  is  sparingly 
soluble  in  acids,  and  has  the  sp.gr.  10-19  at  22°. 
The  brown  oxide  is  partly  reduced  when  boiled 
with  water,  but  the  black  oxide  remains  un- 
changed. At  100°  the  brown  slowly  changes 
into  the  black  variety,  and  at  520°  this  change 
is  complete  within  24  hours  (Rabe,  Zeitseh. 
anorg.  Chem.  1906,  48,  427;  ibid.  50,  158; 
ibid.  1907,  55,  130).  The  crystalline  oxide- 
obtained  by  heating  the  nitrate  has  sp.gr.  9-97 
(Thomas,  Compt.  rend.  1904,  138,'  1697;  see 
also  Fortini,  Gazz.  chim.  ital.  1905,  35,  ii.  450). 

ThaUium  monoxide  (thallous  oxide)  TI2O  is 
obtained  by  exposing  the  metal  to  the  air  or  by 
heating  the  corresponding  hydroxide  at  100°  out 
of  contact  with  air.  It  is  a  black  powder, 
m.p.  300°,  readily  dissolving  in  water  with 
formation  of  the  hydroxide  TIOH, '  which  crys- 
tallises  with  2  molecules  of   water   in    yellow 
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needles.  The  hydroxide  turns  tiirmerio  broTm, 
and  finally  destroys  the  colouring  matter  (Erd- 
mann,  J.  pr.  Chem.  1863,  89,  381). 

The  oxide  (THO)^,  probably  TljOs.TlaO,  is 
prepared  by  adding  175-200  grms.  of  20  p.c. 
J)otas3ium  hydroxide  to  15  grms.  of  a  10  p.c. 
aqueous  solution  of  thallous  sulphate.  The 
Bolution  is  filtered,  cooled  to  —15°,  and  3-5 
grms.  of  a  3  p.e.  solution  of  hydrogen  peroxide 
is  added  with  constant  shaking.  The  oxide 
forms  n,  bluish-black,  lustrous  precipitatci  is 
readily  decomposed  into  thallio  oxide  and 
thallous  hydroxide  by  cold  water  and  by  dilute 
acids.  It  readily  absorbs  carbon  dioxide,  and, 
unlike  thallous  salts,  is  oxidised  by  a  current 
of  oxygen  at  ordinary  temperature  to  thallic 
oxide  (Rabe,  Zeifcsch.  anorg.  Chem.  1908,  68,  23). 

When  a  mixture  of  thallous  sulphate  and 
oxalic  acid  is  electrolysed  at  the  prdinary 
temperature  with  a  current  of  3—4  volts  and 
0-15-0-2  amperes,  the  oxide  TljOjOr  T102,Tl203 
is  deposited  on  the  anode.  When  the  deposit  is 
dissolved  in  dilute  hydrochloric  acid,  chlorine  is 
evolved  and  a  yellow  salt  TlCla.STlCl  is  formed 
(Gallo  and  Cenni,  Atti  R.  Acoad.  Lincei,  1908,  [v.] 
17,  ii.  276). 

For  the  halogen  and  mixed  halogen  com- 
pounds of  thallium,  see  Wells  and  Fenfield 
(Zeitsch.  anorg.  Chem.  1894, 6, 312) ;  Meyer  (ibid. 

1900,  24,. 321;  ibid.  1902,  32,  72);  Thomas 
(Compt.  rend.  1900,  131,  892,  1208 ;  ibid.  1901, 
132,  80,  1487 ;  ibid.  133,  735 ;  ibid.  1902,  134, 
645 ;  ibid.  135,  1051 ;  ibid.  1906,  142,  838 ;  ibid. 
143,  282 ;  Ann.  Chim.  Phys.  1907,  [viii.]  11, 204) ; 

•  Cushman  (Amer.  Chem.  J.  1900,  24,  222 ;   ibid. 

1901,  26,  505) ;  Maitland  and  Abegg  (Zeitsch. 
anorg.  Chem.  1906,  49,  341) ;  Stolzenberg  and 
Huth  (Zeitsch.  physikal.  Chem.  1910,  71,  641). 
Thallium  halides  form  double  salts  with  many 
other  metals  (Meyer,  I.e. ;  Thomas,  I.e.  ;  Pratt, 
Zeitsch.  anorg.  Chem.  1895,  9,  19 ;  Wells  and 
Foote,  Amer.  J.  Sci.  1897,  3,  466;  Ephraim 
and  Heymann,  Ber.  1909,  42,  4456;  Ephraim 
and  Barteczko,  Zeitsch.  anorg.  Chem.  1909,  61, 
238  ;  Geweoke,  Annalen,  1909,  366,  217 ;  Dele- 
pme,  Compt.  rend.  1909,  149,  J[072). 

Thallic  sulphide  TljSj  is  formed  when  the 
metal  is  fused  with  excess  of  sulphur.  It  is  black 
and  above  12°  is  plastic,  but  below  12°  it  is  hard 
and  brittle.  When  sulphuretted  hydrogen  is 
passed  into  a  solution  of  a  thallous  salt,  thallous 
sulphide  TljS  is  formed  as  a  black  precipitate, 
which  can  be  obtained  in  a  crystalline  form 
(Stanek.  Zeitsch.  anorg.  Chem.  1898,  17,  117; 
see  also  Loczka,  Chem.  Zentr.  1898,  i.  657 ; 
Hamley,  J.  Amer.  Chem.  Soo.  1907,  29,  1011). 
According  to  P61abon  (Compt.  rend.  1907,  145, 
118)  the  sulphides  TljS,,  TI2S5  also  exist  {see 
Hofmann  and  Hochtlen,  Ber.  1903,  36,  3090).. 
Double  sulphides  with  copper  and  tin  are  also 
known  (Bruner  and  Zawadski,  Bull.  Acad.  Sci. 
Cracow,  1909,  312;  Hawley,  J.  Phys.  Chem. 
1906,  10,  654). 

Thallium  svlphatea  and  their  double  salts  are 
described    by    Stortenbeker  (Rec.  trav.  chim. 

1902,  21,  87);  Kohn  (Zeitsch.  anorg.  Chem. 
1908,  59,  111) ;  Piccini  and  Fortini  (ibid.  1902, 
31,  451) ;  Locke  (Amer.  Chem.  J.  1902,  27,  280) ; 
Meyer  and  Goldschmidt  (Ber.  1903,  36,  238). 

Thallium  sulphite  is  a  white  granular  crystal- 
line powder  (Seubert  and  Elten,  Zeitsch.  anorg. 
C!hem.  1892,  2,  434 ;  ibid.  1893,  4,  44). 


Thallium  nitf'aks  are  dfesci-ibed  by  Wells  afld 
Beardslfry  (Amer.  Chem.  J.  1901,  26,  257) ; 
Meyer  (I.e.) ;  Thomas  (Compt.  rend.  1904,  138, 
1697) ;  van  Eyk  (Zeitsch.  physikal.  Chem.  1905, 
51,  721). 

Thallium  mercurous  nitrate,  m.p.  76°,  sp.gr. 
6'3°,  gives  a  clear  mobile  liquid  miscible  with 
water  and  not  reacting  with  sulphides.  It 
forms  a  useful  liquid  for  the  separation  of  mineral 
sulphides  (Retgers,  Jahrb.  Min.  1896,  ii.  183). 

ThaUiun  nitrite  forms  double  salts  with 
cobalt  and  other  metals  (Przibylla,  Zeitsch. 
anorg.  Chetti.  1898,  18,  448 ;  Cunningham  and 
Perkin,  Chem.  Soc.  Trans.  1909,  1669 ;  Tanatar 
and  PetrofE,  J.  Russ.  Phys.  Chem.  Soc.  1910,  42, 
94). 

Thallium  azoimide  or  nitride  TlNj  remains 
unchanged  when  heated  to  340°,  but  explodes 
when  heated  more  strongly  or  when  struck 
(Curtius  and  Risson,  J.  pr.  Chem,  1898,  [ii.]  58, 
261 ;  also  Dennis  and  Doan,  J.  Amer.  Chem. 
Soc.  1896,  18,  970). 

Thallium  oxalate  HT1(C02)43H20  is  pre- 
pared by  treating  the  freshly  precipitated 
hydroxide  at  25°  with  a  large  excess  of  a  cold 
saturated  solution  of  oxalic  acid.  When 
suspended  in  absolute  alcohol,  cooled  to  0°,  and 
treated  with  dry  ammonia,  the  compound 
Tl(C02)4NHj(NH3),  is  formed;  at  a  higher 
temperature  the  compound  Tl(C02)jNH4  sepa- 
rates. The  pyridine  salt  T1(C0j),HC5HbN  and 
the  salt  T1(C02)8(NH4)  J,  as  well  as  other  oxalates 
Tl(COa)s(C02H)2,3H20  and  Tl2(C03)i,3Hi,0  have 
also  been  obtained  (Babe  and  Steinmetz,  Ber. 
1902,  35,  4447). 

Thcdlous    carbonate   and  cyanide   are   also 

known. 

Por  a  number  of  other  thallium  salts,  see 

Stavenhagen,  J.  pr.  Chem.   1895,   [ii.]   51,    1; 

Giorgis,   Gazz.   chim.   ital.   1894,   24,  ii.   474 ; 

Joly,  Compt.  rend.  1894,  118,  649 ;   Mauro,  Real. 

Aocad.  Lincei,  1893,  ii.  382 ;  Hofmann,  Zeitsch. 

anorg.  Chem.  1896,  12,  65 ;   Piccini,  ibid.  1897, 

13,  441 ;  Piccini  and  Marino,  ibid.  1901,  27,  62  ; 

Marino,   ibid.    1909,    62,    173;     Glauser,    ibid. 

1910,  66, 437 ;  Dennis  and  Doan,  l.c. ;  Wyrouboff, 

Bull.  Erano.  Min.  1896,  19,  219;    Hawley,  J. 

Amer.  Chem.  Soo.  1907,  29,  300  ;  Kurowski,  Ber, 

1910,  43,  1078. 

THALLOCHLORE.    A  name- given  by  Ejnop 

and  Schnedermann  to  the  green  colouring  matter 

of  lichens  (Annalen,  56,  147). 

THAPSIC  ACID  CjeHaoO,.     Obtained  from 

the  dried  roots  of   Thapsia  garganica  (Linn.) 

(Canzoueri,   Gazz.  chim.  ital.  13,  514 ;   24,  ii. 

437);    m.p.  123°-124°.     The  anhydride  melts 

at  71°. 

THEBAINE  v.  Veobto-alkaloids. 
THEINE     or     Caffeine    v.    Vboeto  -  alka- 
loids. 

THENARD'S   BLUE.    Cobalt  blue   v.   Pio- 

MENTS. 

THENARDITE.  A  mineral  consisting  of 
anhydrous  sodium  sulphate  (Na^SOj),  crystal- 
lised in  the  orthorhombic  system.  It  is  found  as 
large  crystals,  6  ins.  or  more  in  length,  on  the 
shores  of  salt  lakes  in  arid  regions,  and  some- 
times forms  beds  of  considerable  extent,  together 
with  glauberite,  &c.  Localities  are :  Borax 
Lake  in  San  Bernardino  Co.,  California ;  on  the 
Rio  Verde  in  Arizona  ;  Rhodes  Marsh  in  Nevada; 
Tarapaca  and  elsewhere  in  Chile ;    Espartinas 
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near  Madrid ;  and  the  salt  lakes  north  of  the 
Caspian.  L.  J.  S. 

THEOBROMA  CACAO  «.  Coooa. 

THEOBROMIC  ACID  Ci.HagCOOH  is  ob- 
tained from  coooa  butter  and  melts  at  72° ;  it 
is  apparently  identical  with  araohidio  acid  {q.v.}. 

THEOBROMINE  v.  Vboeto-ai,kai.oids. 

THEOBROMOSE,  THEOCIN,  THEOLAC- 
TIN,  THEOPHORIN,  THEOPHYLLIN,  v.  Syn- 
thetic DBUGS. 

THEOPHYLLINE  v.  Vbgeto-alkaloids.      , 

THERMIT  PROCESS.  'In  a  thermit  re- 
action a  metallic  compound  {e.g.  an  oxide)  is 
reduced  by  one  or-scTeral  metals  or  metallic 
alloys  in  such  a  way  that  when  the  mixture  is 
ignited  at  one  place,  the  reaction  continues  to 
go  on  spontaneously  with  complete  ojcidation  of 
the  reducing  element,  a  fluid  slag  being  formed, 
whilst  the  reduced  metal  is  obtained  as  a  compact 
uniform  regulus  ;  if  the  oxide  is  used  in  excess, 
the  reduced  metal  is  free,  or  practically  free, 
from  the  element  used  as  reducing  agent  '(H. 
Goldschmidt,  Eleotrochem.  and  Metall.  Ind. 
1908,  6,  360). 

In  1898  Goldschmidt  (Stahl  and  Eisen,  1898, 
18,  408 ;  J.  Soc.  Ghem.  Ind.  1898,  17,  543,  584, 
649  ;  Zeitsoh.  fur.  Elektroohem.  1898,  i,  494  ; 
1899,  6,  53)  succeeded  in  reducing  the  oxides  of 
chromium,  manganese,  iron,  copper,  titanium, 
boron,  tungsten,  molybdenum,  nickel,  cobalt, 
zirconium,  vanadium,  columbium,  tantalum, 
cerium,  thorium,  barium,  calcium,  sodium, 
potassium,  lead,  and  tin  very  conveniently  by 
means  of  aluminium.  Such  reduction  pro- 
cesses had  been  anticipated,  owing  to  the 
fact  that  measured  with  respect  to  the  same 
quantity  of  oxygen,  aluminium  has  a  greater 
heat  of  oxidation  than  almost  any  other  metal. 
Earlier  attempts  to  carry  out  such  experiments 
had,  however,  proved  very  unsatisfactory ; 
either  the  reactions  would  not  begin,  or  they 
occurred  with  explosive  violence.  Goldschmidt 
overcame  the  difficulty  by  mixing  the  finely- 
divided  oxide  intimately  with  powdered  or 
granulated  aluminium,  and  starting  the  action 
at  one  point  by  raising  its  temperature  sufficiently 
high.  The  reaction  being  once  initiated,  the 
enormous  heat  developed  causes  it  to  spread 
quickly  throughout  the  entire  mass,  the  time  of 
reaction  not  varying  appreciably  with  the 
quantity  of  material  employed,  and  being  about 
30  seconds  in  the  case  of  iron  oxide  and  alumi- 
nium. To  start  the  reaction  at  one  spot, 
Goldschmidt  placed  a  small  heap  of  a  mixture  of 
powdered  aluminium  (or  magnesium)  and 
.barium  peroxide  on  top  of  the  mixture  to  act  as 
a  fuse,  and  inserted  therein  a  strip  of  magnesium 
ribbon.  On  lighting  the  latter,  the  fuse  ignites, 
and  the  thermit  reaction  is  started. 

Owing  to  the  heat  developed  in  these  reactions 
and  the  rapidity  with  which  they  occur,  an 
enormous  temperature  is  produced,  second  only 
to  that  of  the  electric  arc.  It  has  been  estimated 
at  2600''-3000°,  and  direct  observation  with  a 
F4ry  radiation  pyrometer  has  shown  that  the 
temperature  of  a  stream  of  steel  produced  from 
iron  oxide  and  aluminium,  as  it  was  poured  from 
the  crucible,  was  2300°  (the  melting-point  of 
steel  is  approxi'mately  1360°).  At  such  tempera- 
tures the  entire  contents  of  the  crucible  remain 
liquid ;  the  reduced  metal  sinks  to  the  bottom, 
covered  with  a  iayey  of  molten  alvtmina. 


Other  metals  have  been  tried  for  the  reduc- 
tion of  metaUio  oxides.  Perkin  (Faraday  Soc. 
Trans.  1907,  3,  115,  179),  and  also  Goldschmidt 
have  tried  calcium,  but  the  reactions  are  too 
violent  to  be  of  much  use,  whilst  the  slag 
is  difficultly  fusible.  Silicon  (made  in  the 
electric  furnace)  has  also  been  tried ;  but  the 
reactions  are  too  slow.  The  so-caUed  mixed- 
metal,  which  consists  essentially  of  cerium,  has, 
however,  been  successfully  employed  in  the 
preparation  of  pure  vanadium,  columbium,  and 
tantalum  (Muthmann,  Weiss,  and  Riedelbauch, 
Annalen,  1907,  356,,  58  ;  Weiss  and  Aichel,  ibid. 
1904,  337,  370). 

A  number  of  mixtures  may  be  used  in  place 
of  aluminium,  and  some  have  been  patented.  A 
mixture  of  equal  parts  of  coicittm-thermit  and 
silicon-theimit,  so  that  the  active  elements, 
calcium  and  silicon,  are  in  the  ratio  of  2  to  1,  is 
especially  efiective  (IV.  Pat.  361197,  1906).  It 
reacts  like  an  ordinary  aluminium-thermit, 
yielding  a  thin  fluid  slag  having  approximately 
the  composition  4CaO'3SiOj,  and  melting  at 
1426°  (Boudouard,  Iron  and  Steel,  1905,  352). 
The  active  mixture  may  be  prepared  either  by 
mixing  or  alloying  calciuta  with  silicon  {v.  BV. 
Pat.  388638, 1908).  A  mixture  of  magnesium  and 
silicon  may  also  be  used  to  replace  aluminium, 
giving  a  reaction  like  ordinary' thermit  (Eng. 
Pat.  3089,  1906;  Fr.  Pat.  364313,  1906;  U.S. 
Pat.  902871,  1908),  whilst  ma^esium  itself  acts 
similarly  to  calcium  in  its  reactions  with  metallic 
oxides.  Magnesium-silicon  thermit  is  best 
mixed  in  proportions  which  yield  a  slag  of  the 
composition  7MgO-4Si02.  A  third  mixture,  viz. 
aluminium-theTmit  and  cafcmm-thermit,  gives 
very  good  results.  The  proportions  may  vary 
between  wide  limits,  avoiding  too  large  an  excess 
of  calcium,  and  the  calciuin  aluminate  slag  is 
more  fusible  than  alumina.  A  mixture  con- 
taining 40  p.c.  calcium-thermit  produces  a  very 
fluid  slag  3CaO-2Alj03,  and  has  a  heat  effect 
greater  than  that  of  aluminium-thermit  (Fr.  Pat. 
361197,  1905;  addn.  Jan.  1906;  U.S.A.  Pats. 
875345,  1907;  875666,  1907;  906009,  1908; 
Eng.  Pat.  926,  1906).  See  also  Watts  and 
Breckenridge,  Electrochem.  &  Metall.  Ind. 
1908,  6,  237 ;  Weston  and  EUis,  Faraday  Soc. 
Trans.  1907,  3,  170 ;  1908,  4,  60,  130  ;  1910,  6, 
144 ;  and  Skinder,  Chem.  Zentr..l909,  i.  629. 

Technical  applications.  Although  the  thermit 
reaction  ( Goldschmidt 's  reaction)  only  dates 
from  1898,  it  has  acquired  great  technological 
importance,  and  the  subject  of  '  alumino- 
thermics  '  has  been  extensively  developed. 

Preparation  of  metals  and  alloys.  The  follow- 
ing are  obtained  by  reducing  the  requisite 
metallic  oxides  (or  mixtures  of  oxides)  with  a 
slight  deficit  of  aluminium ;  chromium,  manga- 
nese, molybdenum,  ferro-titanium,  ferro-vana- 
dium,  ferro-boron,  manganese-copper,  manga- 
nese zinc,  manganese-tin,  manganese-titanium, 
chromium-manganese.  They  are  of  great  value 
in  the  iron  and  steel  and  other  metallurgical 
industries ;  chromium,  in  particular,  is  largely 
employed  in  the  manufacture  of  high-speed  tool 
steel  and  armour  plate.  The  metals  and  alloys 
produced  are  carbon-free.  The  crucibles  in 
which  the  preparations  are  carried  out  must  be 
lined  with  magnesia  (Eng.  Pat.  9610,  1905; 
Fr.  Pat.  354597,  1905),  one  of  the  few  oxides 
that  aluminium  is  unabje  to  redflpp,    The  best 
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method  of  piocednre  to  ensure  a  majcimum 
yield  of  chiomium  or  manganese  consists  in 
mixing  1-4  p.c.  of  higher  oxide  witli  the  bulk 
of  lower  oxide  to  be  reduced  to  metal  (Eng.  Pat. 
20004,  1905  ;  Fr.  Pat.  358071,  1903  :>  U.S.  Pat. 
895628,  1908). 

For  experimental  .purposes,  steel  of  any 
grade  can  be.  made  by  the  thermit  prooesa, 
since  the  heat  developed  is  sufficient  to  melt 
thoroughly  small  portions  of  even  the  most 
refractory  metals.  The  thermit  steel  is  free 
from  carbon,  but  may  be  converted  into  high 
carbon  steel  by  the  addition  of  cast-iron  shot. 

The  slag  produced  is  also  of  commercial 
value.  It  may  be  employed  in  the  preparation 
of  aluminium,  or  used  in  place  of  natural  corun- 
dum. It  is  especially  valuable  for  use  in  the 
manufacture  of  pottery,  for  which  purpose  it  is 
mixed  with  clay  and  burned  (D.  B.  P.  160780, 
1901).  Corubin,  an  abrasive  material  for 
making  emery  wheels,  emery  cloth,  &o.,  is  pre- 
pared by  crushing  the  slag  obtained  as  by- 
product in  the  manufacture  of  chromium. 

Welding  iron  and  eteel,  and  repairing  broken 
eteel  castings.  The  advantages  of  the  thermit  pro  - 
cess  for  these  applications  are  that  it  is  simple, 
rapid,  requires  no  special  skill,  and  enables  repairs 
to  be  made  in  situ,  when  any  other  process 
would  necessitate  a  dismantling  of  apparatus. 

The  mixture  employed  is  composed  of 
powdered  aluminium  and  magnetic  iron  oxide, 
and  when  ignited  yields  half  its  weight  of 
molten  steel.  Its  registered '  trade  name  is 
'  thermit.'    The  reaction 

8Al+3Fe504=4Al203+9Fe 
indicates  that  approximately  3  parts  of  alumi- 
nium powder  require  10  parts  of  magnetic  oxide, 
and  produce  7  parts  of  iron.     Early  literature  on 
the  subject  gives  the  reaction  as 

2AI+Fe20,=AljOj-f2Fe, 
but  examination  of  thermit  with  a  magnet  will 
show  that  the  magnetic  oxide  is  now  employed. 
It  is  added  in  the  form  of  granulated  rolling- 
mill  scale. 

The  firing,  of  a  charge  of  thermit  produces  a 
pure  mild  steel  of  the  following  average  com- 
position— 

Carbon     .         .         .         .     005-0-10 
Manganese        .         ,         .     0-08-0-10 
Silicon      ....     0-09-0-20 
Sulphur    ....     0-03-0-04 
Phosphorus       .         .         .     0-04-0-05 
Aluminium        .         .         ,     0'07-0-18 
Two  methods  of  welding  are  in  use,  (a)  the 
reaction  serving  merely  as  a  source  of    heat 
(Eng.  Pat.  18328,  1899),  and  (6)  the  steel  pro- 
duced by  the  reaction  being  utilised  as  well 
(Eng.  Pat.  10859,  1901 ;  20894,  1900 ;  U.S.  Pat. 
729573,  1903).     In  process  (a)  pure  materials 
need  not  be  used,  and,  if  necessary,  the  thermit 
may  be  diluted  with  a  cheap  oxide,  e.g.  iron  ore 
or  sand,  to  lower  the  final  temperature  reached. 
This  process  is  used  in  the'  butt- welding  of  pipes 
and  bars.     The  ends  are  cut  square,  smoothed, 
and  clamped  together.     A  mould  is  then  clamped 
round  the  junction.     A  charge  of  thermit  is 
fired  in  an   ordinary  magnesia-lined   crucible, 
allowed  to  stand  half  a  minute  so  that  slag  and 
steel  may  separate  (the  volume  of  the  molten 
slag  is  three  times  that  of  the  iron  produced), 
snd  then  poured  out  so  tjjat  the  slag  coijies  first, 
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As  the  slag  is  poured  in  the  mould  on  to  the 
pipe,  it  forms  a  hard  casing  around  the  metal, 
and  the  liquid  which  ioUows  distributes  its  heat 
uniformly  through  this  casing  to  the  metal.  In 
about  a  minute  the  pipes  have  been  raised  to 
welding  heat.  The  ends  are  then  pressed 
tightly  together  by  means  of  screws  arranged 
in  position  beforehand.  The  mould  is  then 
removed,  the  slag  collar  carefully  knocked  off, 
and  the  red-hot  joint  allowed  to  cool.  Process 
(6)  has  been  largely  employed  in  welding  together 
tram  and  railway  line  sections.  The  ends  are 
brought  together  and  clamped  accurately  in 
position.  A  refractory  clay  mould  is  clamped 
round  the  ends  and  the  requisite  charge  of 
J 


Fio.  1. — ^Tap-hole  of  Thekmit  Ceucible. 

A,  iron  casing ;  B,  magnesialining ;  0,  hollow  cylindrical 
magnesia  stone ;  n,  conical  magnesia  thimble;  E,  iifon 
tapping  pin,  with  flattened  end  F;  a,  asbestos 
washer ;  H,  iron  washer ;  J,  layer  of  sand. 

thermit  fired  in  a  crucible  placed  over  the  pouring 
gate  of  the  mould.  At  the  end  of  the  reaction, 
the  crucible  is  tapped  from  the  bottom  (see 
Fig.  1),  and  the  liquid  steel  flows  into  the 
mould,  passes  upwards  from  the  bottom  of  the 
mould,  surrounds  the  base  and  web  of  the  rail, 
with  which  it  fuses  on  account  of  its  enormously 
high  temperature,  and  on  cooling  makes  a  solid 
steel  joint. 

The  welding  of  rails  is  a  typical  instance  of 
the  application  of  process  (&)  above,  which  is 
also  employed  for  all  kinds  of  repairing  work, 
e.g.  mending  broken  engine  frames,  driving  rods 
and  spokes,  crank  shafts,  rudder  and  propeller 
shafts,  stem-posts,  &c.,  in  fact,  in  the  majority 
of  cases  where  it  is  cheaper  to  repair  than  to 
replace.  Where  necessary,  the  fracture  is 
opened  out  by  drilling  holes.  A  wax  matrix  is 
then  built  up  over  the  break  of  the  exact  shape 

-,e-ft     'pouring 

Kl&t-K  ■'GATE 


Sectional   views  through  mould. 

Fig.  2. 

that  the  thermit  steel  collar  to  be  fused  into  the 
casting  is  to  have.  Over  this,  in  a  sheet  iron 
box,  is  constructed  a  mould,  having  a  pouring 
gate,  a  preheating  gate,  and  a  large  riser  (Fig.  2). 
A  gasoline  torch,  fed  with  compressed  air,  is 
then  directed  through  the  preheating  gate.  It 
melts  out  the  wax,  dries  the  mould,  and  heats 
the  junction  to  be  repaired  to  a  bright  red  heat. 
Meanwhile,  the  crucible  containing  the  thermit 
js  arrangec}  over  the  pouring  gate.    The  quantity 
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of  thermit  required  is  given  by  the  rule  ;  take  32 
times  the  weight  of  the  wax  used,  or  18  times 
as  naany  ounces  of  thermit  powder  as  there  are 
cubic  inches  of  surplus  space  in  the  mould. 
The  crucible  (Fig.  1)  is  designed  so  as  to  be 
tapped  from  the  bottom  (Goldschmidt, 
Zeitsch.  Elelrtroohem.  1901,  7,  935;  Cohn,  J. 
Gasbeleuoht.  1901,  44).  The  gasoline  torch  is 
withdrawn  when  the  junction  is  red  hot,  the 
preheating  gate  plugged  with  a  sand  core  held 
in  readiness,  and  the  thermit  fired  without 
delay.  After  the  reaction  is  over,  and  the 
molten  liquid  has  stood  30  seconds  to  allow  the 
slag  to  rise,  the  crucible  is  tapped.  The  molten 
steel  passes  down  the  pouring  gate,  around  the 
fractured  joint,  and  up  into  the  riser.  The  ends 
of  the  casting  melt  into  the  liquid  steel,  and  on 
cooling,  one  homogeneous  mass  is  formed.  The 
projecting  collar  of  thermit  steel  around  the 
joint  is  left  on  whenever  possible. 

The  average  tensile  strength  of  a  thermit 
steel  joint  is  about  30  tons  per  square  inch  cross- 
section.  If  the  projecting  collar  of  thermit  steel 
has  to  be  planed  off,  and  the  tenstile  strength 
of  the  joint  is  less  than  that  of  the  body  of 
the  casting,  the  weld  may  be  made  stronger  by 
introducing  nicieel  into  the  composition  of  the 
thermit ;  1  p.o.  of  nickel  increases  the  tensile 
strength  of  the  weld  about  one-third.  For  a 
1  p.c.  alloy,  2  p.o.  of  nickel  thermit  may  be  added 
to  the  usual  steel  thermit,  or  5  oz.  of  metallic 
nickel  may  be  added  to  each  100  lbs.  of  thermit. 

Thermit  powder  is  supplied  in  50  or  100  lbs. 
drums.  For  use  in  repair  work,  about  2  p.c.  of 
manganese  and  5  p.c.  of  mild  steel  punohings 
are  added.  The  former  acts  as  a  purifier  of  the 
steel  produced ;  the  latter  serves  to  lower  the 
final  temperature  of  the  reaction  and  so  prevent 
the  contents  of  the  crucible  from  boiling  over. 

Use  of  thermit  in  foundry  practice,  (o)  The 
thermit  reaction  provides  a  ready  means  of 
introducing  in  an  iron  ladle  a  material  which 
will  stir  up  or  pole  the  entire  contents  of  the 
ladle,  and  at  the  same  time  produce  an  increase 
of  temperature.  For  this  purpose,  the  thermit 
is  contained  in  cylindrical  cans  with  a  sleeve  in 
the  middle,  suitable  for  passing  on  an  iron  rod. 
The  can  is  held  by  the  iron  rod  under  the 
surface  of  the  metal,  where  the  reaction  takes 
place.  This  procedure  prevents  the  iron  from  be- 
coming too  dull  to  pour  (U.S.  Pat.  733957, 1903). 

(b)  A  convenient  means  of  purifying  the  iron 
in  the  ladle,  by  reducing  the  presence  of  harmful 
nitrogen  in  the  molten  metal,  consists  in  holding 
a  can  of  titanium-thermit  under  the  surface  as 
described  in  (o).  This  thermit  is  a  mixture  of 
pulverised  aluminium  and  a  titanium-iron  oxide. 
The  titanium  set  free  in  the  reaction  is  suflScient 
to  combine  with  the  nitrogen  in  the  ladle,  tita- 
nium oyanonitride  being  produced.  During 
this  formation,  the  entire  contents  of  the  ladle 
are  stirred  up,  to  give  the  gases  an  opportunity 
of  escaping.  The  iron  is  thereby  rendered 
hotter  and  distinctly  more  fluid,  and  castings 
made  from  it  are  distinguished  by  their  closeness 
of  grain,  being  especially  well  adapted  for 
withstanding  pressure,  e.g.  cylinders,  valves,  &c. 

(c)  The  enormous  heat  developed  may  be 
utilised  to  decrease  the  size  of  the  risers  of  steel 
castings.  The  thermit,  contained  in  suitable 
cans,  is  held  in  the  neck  of  the  riser,  which  is 
tJjus  kept  in  the  liquid  state  foj-  a  longer  time 


than  would  otherwise  bo  the  case,  thereby 
facilitating  the  proper  feeding  of  the  casting. 
The  same  principle  is  successfully  applied  to 
reduce  the  size  of  lost  heads  of  steel  ingots. 

{d)  In  foundries  where  it  is  of  importance  to 
occasionally  make  a  steel  casting  in  a  hurry, 
burning  down  the  requisite  quantity  of  thermit 
with  an  admixture  of  steel  punchings  aflords  by 
far  the  easiest  method  of  procedure. 

See  also  Hart's  Welding  (McGraw-Hill 
Book  Co.). 

THERMOFUGIN,THERMODIN,».  Synthetic 
Dsuas. 

THERMOMETERS.  Changes  of  temperature 
are  measured  by  the  corresponding  alterations 
produced  in  one  or  other  of  the  physical  pro- 
perties of  a  substance.  Thus  the  expansion  of 
solids,  liquids,  and  gases,  the  vapour  pressures 
of  liquids,  the  electrical  resistance  of  metals,  and 
other  properties  have  been  utilised  for  the  deter- 
mination of  temperature. 

In  nearly  every  case  the  amount  of  change 
produced  by  a  given  rise  or  fall  of  temperature 
depends  on  the  nature  of  the  substance,  and 
must  therefore  be  carefully  determined  before- 
hand for  the  particular  material  employed. 

There  is,  indeed,  only  one  known  method  of 
measuring  temperature  which  is  theoretically 
perfect,  that  is  to  say,  which  is  entirely  inde- 
pendent of  the  nature  of  the  substance ;  this 
method,  proposed  by  Lord  Kelvin,  depends  pn 
the  ratio  of  the  work  done  by  a  reversible  heat 
engine  to  the  heat  supplied  to  it,  and  the  tem- 
perature, reckoned  from  absolute-  zero,  may  be 
defined  as  the  reciprocal  of  Camot'ssfunction. 
The  method  is  not  one,  however,  that  is  capable 
of  practical  application. 

It  has  been  found  that  within  certain 
limits  of  temperature  and  pressure  the  ex- 
pansion of  all  gases  is  very  nearly  the  same 
for  equal  changes  of  temperature.  Hence  it  is 
possible  to  devise  a  method  of  measuring  tem- 
perature which,  while  practically  independent  of 
the  nature  of  the  (gaseous)  substance  employed, 
is  at  the  same  time  fairly  convenient  for  many 
purposes.  It  is  important  also  to  remark  that 
the  values  given  by  an  air  or  gas  thermometer 
are  in  very  close  agreement  with  Lord  Kelvin's 
thermo-dynamical  temperatures. 

The  relation  of  the  volume  of  a  gas  to  its 
temperature  and  pressure  may  be  stated  simply 
as  follows  :  The  volume  of  a  gas  varies  inversely 
as  the  pressure  and  directly  as  the  absolute 
temperature,  or  pv=CT,  where  p  is  the  pres- 
sure, V  the  volume,  T  the  absolute  temperature, 
and  c  a  constant  depending  on  the  units  chosen. 
If  the  volume  remains  constant  the  pressure 
varies  directly  as  the  absolute  temperature,  or 
P=c't,  -while  if  the  pressure  is  kept  constant 
the  volume  varies  directly  as  the  absolute  tem- 
perature, or  t!=c"T. 

It  is  true  that  the  co-efficients  of  expansion 
of  difl[erent  gases  are  not  absolutely  identical, 
and  that  the  law  holds  good  only  within  certain 
limits  of  temperature  and  pressure ;  but  under 
pressures  not  greatly  exceeding  that  of  the  atmo- 
sphere the  deviations  are  extremely  small  in  the 
case  of  nitrogen,  hydrogen,  helium,  and  some 
other  gases,  except  at  very  low  temperatures. 
Very  accurate  invesflgations  of  the  properties 
of  gases  at  extremely  low  temperatures  have 
been  carried  out  by  Kamerlingh  Onnes  and  hi* 
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Collaboraton  at  Leiden,  and  their  results  show 
that  the  constant  volume  hydiogen  thermometer 
gives  nearly  accurate  results  aown  to  —250° 
and  the  helium  thermometer  to  still  lower  tem- 
peratures. 

An  '  air  '  thermometer  may  he  so  constructed 
that  (1)  the  pressure  remains  constant  and  the 
alteration  of  volume  is  measured  ;  (2)  the  volume 
remains  constant  and  the  change  of  pressure  is 
observed  ;  (3)  both  pressure  and  volume  are 
allowed  to  alter,  and  both  are  measured.  The 
air  or  other  gas  is  contained  in  a  bulb  of  glass, 
or  for  very  high  temperatures  of  some  other 
material,  connected  by  means  of  a  capillary  tube 
with  a  mercury  or  sulphuric  acid  manometer. 
The  bulb  is  heated  to  the  required  temperature 
while  the  other  parts  of  the  apparatus  remain  at 


Fio.  1. 


Em.  2. 


the  temperature  of  the  room.  If  the  pressure 
be  kept  constant  the  gas  will  expand,  and  at 
high  temperatures  a  considerable  portion  of  it 
will  pass  into  the  cold  part  of  the  apparatus  and 
must  be  measured  at  the  ordinary  temperature  ; 
it  is  therefore  usually  considered  better  to  raise 
the  pressure  so  as  to  keep  the  volume  of  gas  as 
nearly  constant  as  possible.  The  vessel  con- 
taining the  gas  expands,  however,  when  the 
temperature  rises,  and  a  correction  on  account  of 
this  expansion  must  be  introduced. 

There  are  also  three  sources  of  error  which 
are  diiScult  to  estimate,  but  they  may  be  almost 
entirely  eliminated  by  taking  suitable  precau- 
tions. The  first  depends  on  the  fact  that  at 
ordinary  temperatures  air  condenses  to  a  slight 
extent  as  a  sort  of  film  on  the  surface  of  glass, 
while  at  high  temperatures  this  condensed  air  is 
converted  into  gas,  so  that  the  apparent  expan- 
sion is  a  little  greater  than  the  real.  If,  how- 
ever, the  bulb,  after  thorough  exhaustion  fit  a 
high  temperature,  is  filled  with  air  from  which 
air  moisture  and  carbon  dioxide  have  bpen  Te- 


moved,  the  error  becomes  practically  negligible 
(Callendar,  Phil.  Trans.  178a,  161). 

The  second  is  due  to  slight  changes  of  voliime 
which  a  glass  vessel  is  liable  tp  undergo  after 
being  strongly  heated  and  allowed  to  cool  again. 
The  magnitude  of  the  possible  error  becomes 
extremely  small,  however,  if  the  bulb  is  heated 
for  some  hours  to  at  least  the  highest  tempera- 
ture which  is  to  be  registered,  before  its  volume 
is  determined.  This  point  wiU  be  more  fuUy 
discussed  when  dealing  with  mercurial  thermo- 
meters. The  third  source  of  error  is  due  to  the 
deformation  of  the  bulb  or  to  leakage  of  gas 
through  it  when  the  temperature  and  the 
internal  gaseous  pressure  are  greatly  raised. 
This  difficulty  has  been  overcome  by  Day  and 
Clement  (Amer.  J.  Sci.  26,  1908),  who  employed 
a  platinum-iridium  bulb  containing  nitrogen,  by 
surrounding  the  bulb  with  nitrogen  at  the  same 
pressure  as  that  within  the  bulb.  .• 

Of  the  numerous  forms  of  air  thermometer 
which  have  been  devised,  the  three  shown  in 
the  diagrams  may  serve  as  examples.  The  first 
(Fig.  1)  represents  a  form  of  instrument  em- 
ployed byJBegnauIt  in  his  classical  researches. 
The  bulb  A  of  the  thermometer  is  connected  by 
a  capillary  tube  (passing  through  a  perforation 
in  the  screen  b)  with  the  mercury  manometer 
mm',  a  front  view  of  which  is  shown  in  Fig. '2. 
By  addition  of  mercury  to  the  open  limb  m',  or 
by  its  removal  by  means  of  the  stopcock  s,  the 
mercury  in  the  limb  of  the  manometer  con- 
nected with  the  air  thermometer  may  be  always 
kept  at  the  same  height,  so  that  there  is  no 
alteration  of  the  volume  of  air  except  that  due 
to  the  expansion  of  the  bulb  when  heated. 

The  calculation  of  the  temperature  is  based 
on  the  fact  that  the  mass  of  air  remains  con- 
stant, although  its  temperature,  its  pressure,  and, 
to  a  small  extent,  its  volume  undergo  change. 
Let 

V= volume  of  bulb  A  at  0° ; 

«= volume  of  capillary  tube,  together  with 

the  small  portion  of   the   manometer 

above  the  mercury  in  m,  also  at  0° ; 
a=ooefficient  of   increase  of  pressure  of  dry 

air  art  constant  volume  ; 
K= coefficient  of  expansion  of  glass  ; 
I)=mass  of  1  c.c.  of  air  at  0°  and  76  cms. 

pressure ; 
P=observed  pressure — that  is  to  say,  the 

barometric  pressure,  pins  or  minus  the 

difEerence  of  level  of  the  mercury  in  m 

and  m'. 
When  the  bulb  is  placed  in  melting  ice,  while 
the  capillary  tube  and  manometer  are  at  the 
temperature  t°  of  the  room,  the  total  mass  of 
air  will  be 


,,{,^.^0, 


When  the  bulb  is  heated  to  the  unknown  tem- 
perature X,  the  temperature  of  the  capillary 
tube  and  manometer  being  now  t',  the  mass  of 
air  will  be 


Therefore 
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an  equation  in  which  everything  is  known  but  a;. 
Values  of  a  for  several  gases  fof  the  tempeTa» 
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ture  range  0°  to  100°  are  given  below,  Pa  being 
the  initial  pressure  (at  0°). 

Hydrogen  .     760  mm.    0-0036627 

Helium     .         .     700  „        0-0036626 

Nitrogen  .        .     760  „        0-0036714 

Oxygen     .         .     663  „        0-003674 

li  the  volume  of  air  be  allowed  to  vary,  the 

limb  m  of  the-  manometer  must  be  graduated, 

and  should  be  surrounded  by  cold  water  of 

known  temperature.    In  this  case  the  additional 

volume  1)'  at  the  temperature  of  the  water  must 

be  brought  into  the  equation. 

Sulphuric  acid  may  be  employed  with  ad- 
vantage in  place  of  mercury,  since  it  moves  more 
freely  in  a  narrow  tube,  and,  being  lighter,  allows 

Capillary 
Tule 


Fio.  3. 

of  more  delicate  readings  ;  or  a  small  sulphuric 
acid  gauge  may  be  interposed  between  the  ther- 
mometer and  the  mercury  manometer.  An 
apparatus  which  can  be  employed  either  as  a 
constant  volume  or  constant  pressure  mano- 
meter has  been  described  by  CaUendar  {I.e.) 
and  more  fully  by  CaUendar  and  Griffiths  (Phil. 
Trans.  182a,  119).     It  is  represented  in  Kg.  3. 

When  the  measurement  is  to  be  made  at 
constant  volume  the  mercury  in  A  is  brought  up 
to  the  zero  point,  and  the  stopcocks  Tj  and  T, 
are  closed.  The  level  of  the  sulphuric  acid  in 
the  gauge  is  then  regulated- by  means  of  an  ordi- 
nary mercury  manometer,  not  shown  in  the  dia- 
gram, and  the  pressure  is  the  algebraical  sum  of 
the  barometric  pressure,  that  registered  by  the 
mercury  manometer,  and  the  slight  difference  in 
level,  if  any,  of  the  sulphuric  acid  in  the  two  limbs 
of  the  gauge  fk,  divided  by  the  speoifia  gravity  of 
mercury  compared  with  that  of  sulphuric  acid. 

If  the  pressure  is  to  be  kept  constant,  the 
tube  A  is  first  filled  from  the  reservoir  Q  until 
the  level  of  the  mercury  stands  at  some  point  in 
the  tube  db,  recorded  by  the  scale  s,  the  pressure 
of  the  air  in  the  bulb  being  equal  to  that  of  the 
atmosphere,  as  shown  by  the  sulphuric  acid 
gauge.  (In  this  case  the  tube  M  is  not  connected 
with  the  mercury^manometer,  but  is  open  to  the 
air.)  When  the  bulb  is  heated,  mercury  is  al- 
lowed to  escape  by  the  three-way  tap  T,  into  the 
W'eighe4  beajjer,  the  tap  being  closed  as  soon  as 


the  Bulphurio  acid  gauge  indicates  that  the 
pressure  is  again  equal  to  that  of  the  atmo- 
sphere. The  increased  vdlume  is  calculated 
from  the  weight  of  mercury  expelled.  The  nar- 
row tubes  DE  and  EG  are  calibrated  and  provided 
with  scales.  For  the  advantages  of  the  sul- 
phuric acid  gauge  see  also  Bottoimey  (Phil.  Mag. 
1888  (Aug.),  149). 

CaUendar  has  (Nature,  1891, 45, 212)  described 
a  modified  constant-pressure  air  thermometer 
which  appears  to  possess  marked  advantages 
over  those  previously  devised,  and  gives 
extremely  accurate  results.  The  pressure  of 
the  air  in  the  thermometer  is  not  adjusted  to 
equality  with  that  of  the  atmosphere,  but  always 
with  the  same  constant  pressure,  obtained  by  con- 
necting the  outer  limb  of  the  sulphuric  acid  gauge 
to  a  glass  bulb  filled  with  air  and  kept  in  melting  ice. 

The  efEeet  of  changes  of  temperature  of  the 
connecting  tubes  on  the  readings  is  entirely 
eliminated  by  the  employment  of  compensating 
tubes  of  the  same  size,  and  thus  the  trouble- 
some and  somewhat  uncertain  correction  hitherto , 
necessary  is  obviated.  The  compensation  is 
perfect  when  (1)  the  two  sets  of  connecting 
tubes  are  of  equal  volume  and  at  the'  same  mean 
temperature ;  (2)  the  mass  of  air  inclosed  in 
the  standard  pressure-bulb  is  equal  to  that  in 
the  thermometric  and  mercury  bulbs ;  (3)  the 
pressures  are  adjusted  to  equality.  Under  these 
conditions,  the  temperature  o  ithe  thermometer 
bulb  (on  the  air-thermometer  scale)  is  given  by 
the  simple  equation  9i=Vi9^/(,VQ—Vm),  where 
7,  is  the  volume  of  air  in  the  thermometer  bulb 
at  $1° ,  Vq  and  Vm  are  the  volumes  of  air  at  0° 
in  the  standard  pressure  bulb  and  the  mercury 
reservoir  (this  being  also  surrounded  by  melting 
ice),  and  0^  is  the  temperature  of  melting  ice  on 
the  air-thermometer  scale. 

For  moderate  ranges  of  temperature,  and 
when  extreme  accuracy  is  not  required,  the 
apparatus  may  be  greatly  simplified,  and  may 
be  so  constructed  that  the  temperatures  are  read 
directly  on  the  sulphuric  acid  gauge  ;  it  is  stated 
that  such  thermometers  ean  be  made  to  read  to 
the  tenth  of  a  degree  at  450°.  This  form  of 
direct  reading  thermometer  has  been  patented 
and  is  recommended  for  technical  purposes. 

Other  forms  of  air  thermometer  have  been 
described  by  Balfour  Stewart,  Phil.  Trans.  153, 
425  ;  Codazzaj  Dingl.  poly.  J.  210,  255  j  Jolly, 
Pogg.  Jubelband,  p.  82;  Mitscherlich,  Annalen, 
12,  146;  Crafts,  Ann.  Chim.  Phys.  [v.]  14,  409; 
Andrews,  Ber.  14,  2116;  Pettersson,  J.  pr. 
Chem.  [ii.]  25,  102;  Cailletet,  Compt.  rend.  106, 
1055;  Berthelot,  Ann.  Chim.  Phys.  [iv.]  13, 
144;  Murray,  J.  Phys.  Chem.  1897,  1,  714. 
A  platinum  bulb  was  recommended  by  Pouillet 
(Compt.  rend.  3,  782),  but  it  was  pointed  out  by 
Becquerel  (Ann.  Chim.  Phys.  58,  49)  that  at 
high  temperatures  air  passes  through  the  plati- 
num. A  porcelain  bulb  was  emploj'ed  by  Wein- 
hold  (Pogg.  Ann.  149, 188),  by  Devilleand  Troost 
(Ann.  Chim.  Phys.  [iii.]  58,  265),  and  others. 
According  to  Holbom  and  Day  (Wied.  Ann. 
68,  817  ;  Amer.  J.  Sci.  8,  165 ;  10,  171),  how- 
ever, porcelain  does  not  give  satisfactory  results 
at  high  temperatures.  They  recommend  bulbs 
of  Jena  boro-silicate  glass,  No.  59"',  containing 
hydrogen  for  temperatures  up  to  500°,  and 
bulbs  of  a  platinum-iridium  aUoy  (10  p.o.  Ir) 
with  pure  nitrogen  gas  from  500°  to  1300°,     T!}9 
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Pt-Ir  bulbs  should  be  heated  electrically  or  else 
protected  from  gaseous  combustion  products, 
which  are  liable  to  pass  through  the  alloy.  Day 
and  Sosman  (Amer.  J.  Sci.  1910,  29)  have 
measured  temperatures  up  to  1550°.  Harker 
proposes  to  make  bulbs  of  rare  earths  such  as 
those  used  for  Nemst  filaments. 

Por  very  low  temperatures,  the  glass  bulbs 
should  contain  hydrogen  or  helium.  A  very 
complete  account  of  the  hydrogen  thermometer 
in  use  at  the  cryogenic  laboratory  at  Leiden  is 
given  by  Kammerlingh  Onnes  and  Clay  (Com- 
munication No.  95e) . 

As  regards  the  theory  of  the  subject  and  the 
comparison  of  the  temperatures  registered  by 
different  gas  thermometers  with  each  other  and 
with  the  thermodynamical  scale,  reference  may 
be  made  to  the  following  memoirs  and  papers : 
D.  Berthelot,  Sur  les  thermomfetres  it  gaz,  Paris, 
1903 ;  Ann.  d.  poids  et  mesures,  1907,  136,  3 ; 
Chappuis,  Phil.  Mag.  50,  433,  1900;  3,  243, 
1902;  Phil.  Trans.  1900,  194,  37,  131,;  J. 
Phys.  1904,  3,  833 ;  Ann.  d.  poids  et  mes.  1907 
13o,  3 ;  Kammerlingh  Onnes,  Comm.  97a  and 
b,  1026  and  d;  Holbom,  Ann.  Physik.  1901,  [vi.] 
2, 242 ;  Buckingham,  Bureau  of  Standards,  1907, 
3,  237 ;  Phil.  Mag.  1908,  15,  526 ;  Rose-Innes, 
ibid.  1908,  14,  301. 

Air  thermometers  for  technical  purposes  are 
generally  provided  with  scales  which  are  cali- 
brated empirically  by  heating  the  bulbs  to  two 
or  three  known  temperatures,  so  as  to  obtain  a 
certain  number  of  fixed  points.  The  scales  are 
then  constructed  by  interpolation. 

Thermometers  of  this  class  have  been  de- 
scribed by  P.  Sohoop,  D.  R.  P.  2Q345,  1882 ; 
Witz,  Compt.  _rend...  91,.  164 ;  Beilby,  J.  Soc. 
Chem.  Ind.  1885,  41 ;  Coleman,  i6id.  1885,  43 ; 
Heisch  and  Polkard,  and  by  Bristol  (Mech.  Eng. 
1900,  6,  916).    They  consist  of  a  porcelain  bulb. 
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a  copper  capillary,  and  a  pressure  gauge  con- 
structed with  two  spiral  tubes  on  the  ^urdon 
principle.  They  can  be  constructed  as  recording 
instruments.  The  thermometer  of  Heisch  and 
Eolkard  is  very  simple,  and  has  been  found  by 
Hurter  (J.  Soo.  Chem.  Ind.  1886,  635)  to  give 
good  results.  The  bulb  A  (Kg.  4)  contains  air 
under  reduced  pressure,  and  there  is  a  vacuum 
over  the  mercury  in  the  isanometer  M. 


The  mercurial  thermometer.  For  ordinary 
purposes  the  mercurial  thermometer  is  the  most 
convenient,  for  it  may  be  made  of  any  required 
size,  is  easily  portable,  and  the  bulb,  if  elon- 
gated, need  not  be  wider  or,  indeed,  so  wide  as 
the  stem.  The  instrument  consists  of  a  spherical 
or  cylindrical  bulb  fused  to  a  capillary  tube  of 
suitable  length.  The  bulb  is  filled  with  pure 
mercury,  which  must  be  boiled  for  some  time  to 
remove  the  film  of  gas  or  aqueous  vapour  which 
adheres  obstinately  to  the  surface  of  the  glass. 
If  the  thermometer  is  required  for  low  tempera- 
tures only,  there  is  usually  a  vacuum  in  the 
stem  of  the  thermometer,  but  for  high  tem- 
peratures it  is  necessary,  and  for  temperatures 
above  70°  or  80°  advisable,  to  fill  the  capillary 
tube  with  nitrogen  to  prevent  distillation  of  the 
mercury,  a  small  bulb  being  blown  at  the  upper 
end  of  the  tube  in  order  that  when  the  mercury 
expands  and  compresses  the  nitrogen  the  pres- 
sure shall  not  rise  too  high. 

An  ordinary  thermometer  is  graduated  by 
placing  it  find  in  the  steam  from  water  boiling 
under  known  pressure  and  then  in  melting  ice 
(v.  Guillaume,  TraitS  pratique  de'la  Thermo- 
mfetrie  de  Precision,  p.  112).  The  variation  of 
the  melting-point  of  ice  with  the  pressure  is  so 
minute  that  this  point  may  be  taken  As  abso- 
lutely fixed,  but  the  boiling-point  of  water  varies 
considerably  with  the  pressure,  and  therefore 
some  standard  pressure  must  be  choscQ,  This 
is  760  mm.  or  29-922  ins.  of  mercury  measured 
at  0°C.  and  at  the  latitude  of  Paris  for  the 
Centigrade  locale,  and  29-905  ins.  of  mercury  at 
32°F.  at  the  latitude  of  London  for  the  Faluren- 
heit  scale. 

The  position  of  the  mercury  in  the  stem  is 
marked  off  at  these  two  temperatures,  and  the 
space  between  these  two  fixed  points  is  then 
usually  divided  into  a  certain  number  of  equal 
parts — 100  on  the  Centigrade  scale,  180  on  the 
Fahrenheit,  and  80  on  9ie  E6aumur.  On  the 
Centigrade  and  Reaumur  scales,  the  melting- 
point  of  ice  is  taken  as  the  zero  point,  but  on 
the  Fahrenheit  the  zero  of  the  scale  is  placed 
32  divisions  lower  down,  so  that  the  melting-point 
of  ice  is  32°,  and  the  boiling-point  of  water  212°. 

A  thermometer  graduated  in  this  manner 
does  not,  however,  register  true  temperatures 
except  at  the  two  fixed  points,  for  the  following 
reasons : — 1.  It  is  impossible  to  obtain  an  ab- 
solutely cylindrical  capillary  tube,  so  that  the 
volume  corresponding  to  a  scale  division  is  not 
quite  the  same  ia  all  parts  of  the  tube.  Various 
methods  have  been  devised  for  calibrating  the 
stem  (v.  Brit.  Assoc.  Report,  1882,  145-204,  also 
Guillaume,  I.e.  43-99),  but  when  this  is  done 
there  remain  other  sources  of  error.  2.  The 
position  of  the.  mercury  in  the  stem  at  any 
temperatuje  depends  on  the  expansion  both  of 
the  mercury  and  of  the  glass,  and  in  each  case 
the  rate  of  expansion  increases  with  rise  of 
temperature.  Moreover,  different  kinds  of  glass 
have  different  rates  of  expansion,  so  that  two 
thermometers  made  of  different  materials — even 
if  the  capillary  tubes  were  perfectly  cylindrical — 
would  give  different  readings  at  the  same  tem- 
perature. The  only  really  satisfactory  method 
of  correction  of  such  a  thermometer  is  to  com- 
pare its  readings  either  directly  with  an  air 
thermometer,  or  with  another  mercurial  ther- 
mometer which  has  previously  beep  standardised 
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by  means  of  an  air  thermomdter.  Or  a  series 
of  fixed  points  may  be  determined  by  im- 
mersing the  thermometer  in  a  number  of 
freezing  liquids  (melting  solids)  or  by  heating  it 
with  the  vapours  of  a.  series  of  pure  liquids 
boiling  under  known  pressures.  The  following 
table  contains  a  list  of  suitable  substances  with 
their  melting-points,  transition-points,  or  boiling- 
points,  and  the  variation  of  pressure  corre- 
sponding to  1°  at  tJie  boiling-points,  tempera- 
tures outside  the  range  of  the  mercurial  thermo- 
meter being  included  for  convenience  : — 
Temperature  Fixed  point 

—183-0°  h.-p.  of  oxygen;  dp/dl^lS-d 

mm.  per  degree. 
—158-0      ,         ,     m.p.  of  isopehtane. 
—116-8      .         .     m.p.  of  ethyl  ether. 
—94-5      .         .     m.p.  of  toluene. 
—63-3      .         .     m.p.  of  chloroform. 
—38-7      .         .     m.p.  of  mercury. 
—22-9      .         .     m.p.  of  carbon  tetrachloride. 
0         .         .     m.p.  of  ice. 
32-38     .         .     tr.p.  of  sodium  sulphate. 
46-2  .     b.p.   of  carbon   disulphide ; 

dp/dt=2i-8. 
60-67     .         .     tr.p.  of  sodium  bromide. 
78-3      .         .     b.p.  of  ethyl  alcohol ;  dp/dt 

=30-5. 
100-0      .         .     b.p.  of  water ;  <?p/<i<=27-l. 
132-0      .         .     b.p.  of  chlorobenzene ;  (Zp/di 

=20-2. 
156-2       .         .     b.p.  of  bromobenzene;  dp/dt 

=  19-4. 
184-1       .  .     b.p.  of  aniline;  dj3/(Z<=19-6. 

218-0       .  .     b.p.  of  naphthalene ;   dp/di 

=17-2. 
231-9       .         .     m.p.  of  tin. 
305-8      .         .     b.p.  of  benzophenone ;  dp/dt 

=  15-8. 
321-0      .         ,     m  p.  of  cadmium. 
3567       .  .     b.p.of  mercury;  d!jj/(fi= 13-3. 

419-3       .         .     m.p.  of  zinc. 
444-5       .  .     b.p.  of  sulphur;  (ip/(i<=ll-l. 

630-7      .         .     m.p.  of  antimony. 
756-0       .         .     b.p.  of  cadmium;  dp/dt=8-l 

(calculated). 
916-0      .         .     b.p.ofzinc;(ip/(it=7-0(calcu- 

lated). 
960-9      .         .     m.p.  of  silver. 
1083         .         .     m.p.  of  copper. 
1452±2    .         .     m.p.  of  nickel. 
]549±2    .         .     m.p.  of  palladium. 
1755±5    .  .     m.p.  of  platinum. 

2910  .         .     m.p.  (approx.)  of  tantalum. 

3080         .         .     m.p<  (approx.)  of  tungsten. 
For  additional  fixed  points  between  0°  and 
—160°,  V.  Timmermans,  Sci.  Proo.  Boy.  Dubl. 
Soc.  1912. 

In  this  way  a  table  or  curve  of  corrections 
may  be  constructed  showing  the  error  at  any 
scale  reading  of  the  thermometer.  '  Normal ' 
thermometers  may  now  be  purchased  ;  they  are 
compared  with  a  standard  thermometer  before 
graduation,  and  nearly  true  temperatures  are 
registered  by  them ;  or  the  thermometers  may  be 
sent  to  the  National  Physical  Laboratory,  the 
Reichsanstalt,  or  the  Bureau  of  Standards,  and 
the  necessary  table  of  corrections  obtained. 

Tables  of  correction  of  readings  of  mercurial 
thermometers  to  true  air-thermometer  tempera- 
tures have  been  published  by  various  observers  ; 
but  fts  these  tables  niust  necessarily  vary  for 


different  kinds  of  glass — ^the  "further  correction 
for  unevenness  of  bore  being  also  required — ^they 
do  not  seem  to  possess  much  general  value.  It 
may  be  useful,  however,  to  give  references . — 
Rudberg,  Ahnalen,  36,  121;  Bossoha,  Compt. 
rend.  69,  875,  1185 ;-  Regnault,  ibid.  69,  879, 
and  M^moires,  21,  239  ;  Crafts,  ibid.  95,  836  • 
Recknagel,  Pogg.  Ann.  123;  Guillaume,  Traits 
pratique  de  la  Thermom^trie  de  Precision. 

Even  when  the  above  corrections  to  true  air- 
thermometer  temperatures  have  been  made, 
there  remain  some  sources  of  error,  the  most 
important  of  which  is  the  alteration  of  the 
capacity  of  the  bulb,  and  doubtless  also  of  the 
capillary  tube  after  long-continued  heating,  and, 
indeed,  after  any  considerable  change  of  tem- 
perature. A  vast  amount  of  experimental  work 
has  been  done  on  this  subject,  and  the  explana- 
tion of  the  observed  changes  has  given  rise 
to  a  great  deal  of  discussion.  The  following 
references  may  be  made  to  the  literature  of  the 
subject : — Despretz,  Compt.  rend.  4,  926 ; 
Person,  ibid.  19,  1314;  Legrand,  ibid.  4,  173; 
Crafts,  ibid.  91, 291,  370,  413  ;  94, 1298  ;  Pemet, 
ibid.  91,  471 ;  E.  J.  Mills,  T.  Ed.  29,  Part  2,  587,  , 
and  Nature,  41,  100,  227,  538 ;  Young,  ibid.  41, 
152,  271,  488  ;  Tomlinson,  ibid.il,  198  ;  Pemet, 
Travaux  et  M6m.  du  Bureau  Int.  des  Poids  et 
Mesures,  i.,  B.  52,  and  I.,  17  ;  Guillaume,  Traits 
pratique ;  Marchis,  Zeitsch.  physikal.  Chem. 
1899,  29,  I  ;  1901,  37,  -553,  605.  The  most 
important  facts  regarding  the  alteration  of  zero 
point  may  be  shortly  described  as  follows : — 

1.  If  a  thermometer  be  graduated  shortly 
after  the  bulb  has  been  blown,  the  zero  point 
will  rise  with  comparative  rapidity  at  first,  then 
more  and  more  slowly,  and  the  elevation  of  the 
zero  point  may  go  on  for  many  years.  Joule 
(Scientific  Papers,  i.  558)  took  observations  with 
one  thermometer  over  a  course  of  thirty-eight 
years,  and  the  change,  which  then  amounted 
to  almost  exactly  1°F„  was  still  proceeding. 

2.  If  a  thermometer  be  maintained  at  a  high 
temperature  for  a  considerable  time,  the  rise  of 
the  zero  point  takes  place  with  much  greater 
rapidity,  and  so  far  as  is  known  the  higher  the 
temperature  the  more  rapid  is  the  rise,  and 
apparently  the  higher  is  the  final  point  reached. 
A  total  elevation  of  over  20°  in  the  case  of 
German  soda  glass  has  in  several  cases  been 
observed,  while  larger  glass  bulbs,  after  con- 
tinuous heating  to  445°,  or  in  one  case  511°,  have 
been  found  by  Regnault,  Crafts,  and  Callendar 
and  Grifiiths  to  suffer  a  contraction  of  from  0-25 
to  0-34  per  cent.  In  all  cases  the  rise  or  con- 
traction, which  is  rapid  at  first,  becomes  slower 
and  slower,  and  it  seems  doubtful  whether  at 
any  given  temperature  actual  constancy  of  zero 
point  or  capacity  has  ever  yet  been  attained. 
If,  however,  a  thermometer  has  been  heated  for 
many  )io"rs  to  a  given  high  temperature  and 
then  allowed  to  cool  very  slowly,  subsequent 
heating  to  lower  temperatures  has  very  little 
effect  on  the  zero  point,  and  it  is  advisable  to 
subject  a  thermometer  to  this  process  before 
determining  the  fixed  points.  According  to 
Marchis  {I.e.),  a  fluctuating  high  temperature  is 
more  effective  than  a  steady  one  in  raising  the  zero 
point.  Hecker  (Zeitsch.  f.  Instrumentenkunde, 
Beib.  1901,  5,  41)  describes  a  method  of  electrical 
heating  and  slow  cooling.  Bottcher  {ibid.  Beib. 
1903.  17,  164)  states  that  the  thermometer  bulb 
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Bhould  be  heated  for  a  short  time  to  a  tempera- 
tuie  100°  above  the  initial  softening  tempera- 
ture of  the  glass,  and  that  slow  cooling  is  un- 
necessary. The  question  is  discussed  by 
Dickinson  (Bureau  of  Standards,  1906,  2,  189) 
and  methods  of  treatment  are  recommended. 

3.  Not  only  is  the  zero  point  liable  to  change, 
but  the  interval  between  the  zero  and  100°  points 
may  at  the  same  time  be  increased,  for  the  co- 
efficient of  expansion  of  glass  suffers  diminution 
after  prolonged  heating. 

"4.  Internal  or  external  gaseous  pressure  on 
the  bulb  appears  to  have  little  or  no  mfluence  on 
the  rise  of  zero  point. 

5.  If  a  thermometer — even  after  its  zero 
point  has  been  rendered  as  permanent  as 
possible — be  heated  and  then  cooled  very 
rapidly,  a  fall  of  the  zero  point  will  be  observed, 
but  after  a  day  or  two  the  greater  part  of  this 
fall  will  be  recovered,  and  the  remainder  after  a 
longer  period.  The  alteration  of  the  zero  point 
depends  greatly  on  the  nature  of  the  glass,  and 
a  special  hard  glass  is  used  by  Tonnelot  of  Paris, 
while  Sohott  and  Co.  in  Germany  employ  two 
kinds  of  glass,  '  normal  thermometer '  glass, 
16'",  and  a  boro-silicate  glass,  59'",  for  the  best 
thermometers.  The  latter  glass  is  now  generally 
used  ;  it  has  a  very  high  melting-point  and  can 
be  used  up  to  550°,  the  mercury  being  prevented 
from  boiling  by  the  introduction  of  carbon 
dioxide  under  pressure  (c/.  Murrie,  J.  Soo.  Chem. 
Ind.  1885,  45,  189,  655). 

Other  possible  sources  of  error  are  the  follow- 
ing : — If  the  mercury  in  the  stem  of  the  thermo- 
meter— or  a  portion  of  it — ^is  not  heated  to  the 
same  temperature  as  that  in  the  bulb,  a  correc- 
tion is  required,  v.  Distdllation.  In  order  to 
ascertain  the  mean  temperature  of  the  imheated 
column,  Guillaume  (Compt.  rend.  1891,  112,  87) 
places  a  supplementary  thermometer  without  a 
bulb  at  the  side  of  the  thermometer  stem.  Modi- 
Bcations  of  this  method  have  been  proposed 
by  Mahlke,  Zeitsch.  Instr.  1893,  13,  58 ;  1894, 
14,  73 ;  and  by  Adam,  ibid.  1907,  27,  101. 

The  bulb  is  slightly  compressible,  and  con- 
siderable changes  of  external  pressure  aftect  the 
readings  to  some  extent. 

Mercury  does  not'  move  very  freely  in  a 
capillary  tube,  and  in  delicate  thermometers, 
when  the  temperature  changes,  the  movement 
of  the  mercury  may  take  place  in  jerks  instead 
of  smoothly.  This  may  be  avoided  by  tapping 
the  thermometer  (Pickering,  Phil.  Mag.  1886, 
.21).  Greater  freedom  of  motion  is  attained 
(Duolaux  and  Hamelin,  J.  Phys.  1910,  9,  600) 
by  placing  dilute  sulphuric  acid  over  the 
mercury,  and  electro-capillary  effects  are  pre- 
vented by  means  of  a  recess  fuU  of  mercury  at 
the  upper  end  of  the  capillary,  the  mercury  in 
recess  and  bulb  being  connected  by  a  platinum 
wire.  The  increase  m  sensitiveness  was  found 
to  be  so  great  that  variations  in  the  melting- 
point  of  ice  with  moderate  change  of  pressure 
were  readily  observed. 

For  temperatures  below  the  freezing-point 
of  mercury,  —38-7°,  various  liquids  have  been 
suggested  to  take  the  place  of  that  metal. 
Alcohol  and  toluene  thermometers  have  been  in 
use  for  many  years,  and,  more  recently,  peutane 
has  been  found  specially  suitable  for  very  low  tem  - 
peratures  (Kohlrausoh,  Wied.  Ann.  1897.  60, 463 ; 
Bftudin,  Gimpt.  rend.  1901,  133,  1207 ;    Rothe, 


Zeitsch.  Instr.  1902,  22,  192 ;  HofEmann  and 
Rothe,  ibid.  1907,  27,  265).  Baudin  and  Rotha 
recommend  '  technical '  in  preference  to  jmre 
pentane  on  account  of  its  lower  freezing-point. 
The  b.p.  is  25°  to  33°,  and  the  pentane  ther- 
mometer can  be  used  between  30°  and  —190°. 

The  molecular  weight  of  a  dissolved  sub- 
stance is  very  frequently  calculated  from  the 
depression  of  the  freezing-pomt  or  the  rise  of  the 
boiling-point  of  a  solvent.  Thermometers  of 
small  range  but  great  sensitiveness  have  been 
devised  for  these  determinations  by  Beckmann, 
and  a  full  description  of  various  forms  of  the 
instrument  is  given  by  him  (Zeitsch.  Chem. 
1905,  51,  329).  The  bulb  is  of  large  size  and 
the  same  thermometer  can  be  used  for  different 
temperature  ranges  by  transferring  part  of  the 
mercury  from  the  bulb  to  a  receptacle  at  the 
other  end  of  the  capillary.  The  value  of  a  scale 
division  is  thereby  slightly  altered,  and  the 
necessary  corrections  are  discussed  and  a  table 
is  given  by  Griitzmacher  (Zeitsch.  Instr.  1896, 16, 
171.  200). 

Useful  general  information  about  mercurial 
thermometers  is  contained  in  the  following 
papers  :  Cliree  (Phil.  Mag.  1898,  46,  205,  299 ; 
Kohlrausoh  (Zeitsch.  Instr.  1898, 18, 76) ;  Scheel, 
iitd.  Beib.  1899,  9-13). 

Platinum  resistance  thermometers.  The 
measuEpment  of  temperature  by  the  alteration 
of  the  resistance  to  electricity  of 
a  platinum  wire  was  suggested  by 
Siemens  (Bakerian  Lecture,  Proc. 
Roy.  Soc.  1871),  but  in  con- 
sequence of  an  adverse  report  to 
the  British  Association  in  1874 
this  method  was  abandoned.  Sub- 
sequently, however,  the  subject 
was  investigated  by  Callendar, 
Phil.  Trans.  1887,  178  A,  161; 
Phil.  Mag.  1891,  32,  104;  1899,  47, 
191;  Griffiths,  Phil.  Trans.  182  A, 
43,  and  both  authors,  ibid.  182  A, 
119,  with  very  satisfactory  results. 
In  order  to  insure  accuracy  the 
platinum  wire  must  bo  pure  in  the 
first  place;  it  must  be  prevented 
from  alloying  with  silicon,  carbon, 
tin,  or  other  impurities,  and  it 
must  not  be  subjected  to  strain — 
such  as  elongation.  When  these 
conditions  were  fulfilled,  the  re- 
sistance of  a  wire  was  always 
found  to  be  constant  at  a  given 
temperature.  The  form  of  ther- 
mometer recommended  by  Cal- 
lendar and  Griffiths  is  shown  in 
Fig.  6.  Two  platinum  wires  are 
inter-wound  in  a  double-screw 
thread,  passing  through  holes  in  a 
thin  mica  plate  ab.  Each  spiral 
is  provided  with  a  double  and 
single  electrode,  symmetrically 
arranged.  The  six  electrodes  are 
insulated;  and  kept  in  place  by 
passing  through  holes  in  thin  mica 
wads  (one  of  which  is  shown  at 
o)  which  are  cut  to  fit  the  glass 
tube  containing  the  thermometer. 
The  electrodes  are  best  made  of  platinum,  the 
ends  of  the  wires  being  fused  to  them  by  tltP 
oxyhydrogen  flanse, 
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If  S„  and  fe,  be  the  resistance  at  0°  and  100°, 
and  R  that  at  any  other  temperature,  the  oorre- 
Epondine  value  of  the  '  platinum '  temperature 
pi  is  deduced  by  the  formula 

p(=100  (R-Eo)/(Ri-R„). 
To  reduce  the  platinum  resistance  temperature 
to  that  of  the  air  thermometer  the  following 
formula  is  employed 

L\ioo/    looj 

the  value  of  S,  generally  1'5,  depending  on  the 
-wire  and  being  determined  for  each  thermometer 
from  observations  at  0°,  100°,  and  444-5°. 
The  formula  has  been  found  to  hold  up  to  1000° 
or  1100°.  To  avoid  errors  duo  to  variation  of 
the  room  temperature,  compensating  leads  are 
used,  and  other  improvements  have  been 
adopted   from,    time    to    time.      For    further 

details  v.  PyKOMETEY. 

For  moderate  temperatures,  nickel  is  recom- 
mended in  place  of  platinum  by  Marvin  (Phys. 
Rev.  1910,  30,  522). 

Dewar  (Proo.  Roy.  Soo.  1904,  73,  244)  states 
that  platinum  does  not  give  good  results  at 
very  low  temperatures  and  recommends  gold  or 
silver.  Meilink  also  (K.  Akad.  Wet.  Amster- 
dam, 1904,  13,  212,  221)  obtained  better  results 
with  gold  than  with  platinum.  The  resistance 
of  gold,  platinum,  and  other  metals  at  low 
temperatures  has  been  accurately  determined  by 
Kamerhngh  Onnes  and  Clay,  Comm.  99c  and 
107c. 

Comparisons  of  the  platinum  scale  of  tem- 
perature with  the  hydrogen,  nitrogen,  or  air 
scale  have  been  carried  out  by  Harker  and 
Chappuis  (Phil.  Trans.  1900,  194,  37)  at  Sevres  ; 
Meilink  (K.  Adak.  Wet.  Amst.  1902,  10,  495)  ; 
Holbom  (Ann.  Phydk.  1901,  [vi.]  2,  242) ; 
Harker  (Proo.  Roy.  Soc.  1904,  73,  217) ;  Travers 
and  Gwyer,  ibid.  1905,  74,  528),  and  Kamerlingh 
Onnes  and  Clay,  I.e.,  and  of  the  platinum,  gold, 
and  hydrogen  thermometers  by  Kamerlingh 
"  Onnes  and  Clay,  Comm.  95c,  d,  and  e ;  v.  also 
Timmermans,  I.e. 

Thermo-electric  thermometera.  The  first 
attempt  to  employ  a  thermo-couple  for  the 
measurement  of  high  temperatures  was  made  by 
Becquerel  in  1826,  but  he  failed  to  obtain  con- 
cordant results.  In  1886,  however,  Le  Chatelier 
devised  an  instrument  which  gave  good  results 
and  came  into  practical  use,  and  since  then 
great  improvements  have  been  introduced. 

The  thermo-electric  thermometer  consists 
essentially  of  two  fine  wires  of  different  metals 
or  alloys,  fused  together  at  one  end,  and  con- 
nected through  a  galvanometer  at  their  other 
ends,  the  fused  end  being  placed  in  the  source 
of  heat.  An  E.M.F.  is  developed,  which  is 
roughly  proportional  to  the  difference  in  tem- 
perature of  the  two  ends  of  the  couple.  Le 
Chatelier  employed  wires  of  Pfc  and  Pt-Rh  (10  p.c 
of  Rh),  and  this  couple  may  be  used  up  to  1600°. 
The  other  couples  which  have  been  employed 
most  frequently  are  Pfc  and  Pt-Ir  (10  p.c.  Ir), 
and  Cu  and  constantan  (a  Cu-Ni  alloy  with 
40  p.c.  Ni) ;  the  former  may  be  used  for  tem- 
peratures as  high  as  1200°,  the  latter  up  to  600°. 
For   full   account   of   these    thermometers    v. 
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A  great  variety  of  cbuples  have  been  tried 
for  both  high  and  low  temperatures.  For  high 
temperatures  the  couples  mentioned  have  been 
found  to  give  the  best  results,  but  the  Pt-Ir 
alloy  has  the  disadvantage  that  the  Ir  volatilises, 
very  slowly  even  at  900°,  and  much  more 
rapidly  at  1200^.  For  low  temperatures,  Hol- 
bom and  Wien  (Wied  Ann.  1896,  59,  213)  have 
recommended  Fe— constantan  ;  Pellat  (Compt. 
rend.  1901, 133, 921),  Fe-Zn;  Dewar  (Proo.  Roy. 
Soo.  1905,  76,  316) ;  Pt-German  silver  ;  whilst 
Kamerlingh  Onnes  and  Clay  (Comm.  1076),  find 
that  Ag— Au  gives  the  best  results.  At  about 
—256°  this  couple  is  about  twice  as  sensitive  as 
one  of  constantan — steel. 

Comparisons  of  the  thermo-electric  scale  of 
temperature  with  the  air  or  hydrogen  scale  have 
been  made  by  Holbom  and  Wien  (Wied.  Ann. 
1895,  65,  95 ;  1896,  69,  213) ;  Harker  (Proc. 
Roy.  Soc.  1904,  73,  217) ;  and  at  low  tempera- 
tures (—59°  to  —259°)  by  Kamerlingh  Onnes  and 
Crommelin,  Comm.  95a ;  and  with  the  platinum 
resistance  scale  by  Waidner  and  Burgess,  Bureau 
of  Standards,  Bull.  1909,  6,  149. 

The  question  of  the  calculation  of  the  true 
temperature  of  the  hot  junction  when  the  cold 
one  is  not  at  0°  has  been  fully  discussed  by 
Offenhaus  and  Fischer,  Electrocbem.  Ind.,  New 
York,  6,  1908,  362. 

Vapour  pressure  thermometer.  This  form 
of  instrument  was  recommended  by  Lord  Kelvin 
(Pr.  E.  1880,  432),  and  was  introduced  into 
practice  under  the  name  of  the  '  Thalpotassi- 
meter '  by  Schaffer  and  Budenberg  (Dittmar, 
J.  Soo.  Chem.  Ind.  1885,  44).  If  the  vapour 
pressures  of  a  given  liquid  have  been  accurately 
determined  through  a  certain  range  of  tem- 
perature, any  temperature  within  these  limits 
may  be  afterwards  determined  by  observing 
the  pressure  exerted  by  the  vapour  of  the  liquid. 

The  method  possesses  the  great  advantage 
that  alteration  of  the  capacity  of  the  vessel  con- 
taining the  liquid  and  vapour  is  entirely  without 
influence  on  the  pressure,  which  is  solely  de- 
pendent on  the  temperature. 

Probably  the  most  serious  objection  to  the 
method  is  the  diflSculty  of  filling  the  vessel  or 
reservoir  with  the  pure  liquid  entirely  free  from 
air,  and  if  this  difficulty  be  not  overcome  large 
errors  may  be  introduced.  For  high  tempera- 
tures, a  mercury  vapour  pressure  thermometer 
is  sometimes  serviceable  (Ramsay  and  Young, 
Chem.  Soc.  Trans.  47,  651).  The  mercury  must 
be  well  boiled  to  remove  the  film  of  air  adhering 
to  the  glass,  but  this  may  be  done  without  much 
difficulty.  A  liquid  oxygen  vapour  pressure 
thermometer  is  recommended  for  temperatures 
between  —183°  and  —200°  by  Stock  and  Niel- 
son,  Ber.  1906,  13,  39, 2066,  and  excellent  results 
have  been  obtained  with  such  an  instrument  by 
Kammerlingh  Onnes  and  Braak,  K.  Akad.  Wet. 
Amsterdam,  1908,  11,  333.  Vapour  pressure 
thermometers  and  pyrometers  have  been  devised 
by  Foumier,  and  an  account  of  these  instruments 
is  given  by  Marieni  (ElectricitJi,  Milan,  1908, 
30,  82). 

The  following  papers  or  memoirs  on  the 
subject  of  thermometry  may  be  consulted  :  Sur 
les  thermomfefcres  &  gaz,  D.  Berthelot,  Paris, 
1903  ;  Kohlrausch,  Zeitsoh.  Instr.  1898,  18,  16; 
Guillaume,  Thfermom^trie  de  precision  j   diiee, 
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Pliil.  Mag.  1898,  iS,  206,  299 ;  Scheel,  Zeitsch. 
Instr.  1899;  Callendar,  Nature,  1899,  59,  494, 
619;  Phil.  Mag.  1899,  47,  191;  Barus,  Int. 
Phys.  Congress,  Paris,  Rep.  1,  1900,  148. 

S.  Y. 

THERMONATRITE  v.  NatRok  ;   Teona. 

THERMOSTATS.  A  thermostat  may  be 
defined  to  be  an  apparatus  so  arranged  as  to 
maintain  the  temperature  of  a  space  constant 
between  certain  deiinite  limits.  Previous  to 
1860,  the  forms  of  apparatus  employed  were 
comparatively  few  and  simple,  but  during  the 
last  half  century  the  refinement  of  physical  and 
chemical  experimental  methods  has  led  to  the 
design  of  very  numerous  varieties  of  thermo- 
stats. Some  few  of  these  have  been  adapted  to 
technical  uses ;  in  general  these  appUcations 
present  little  complexity  and  do  not  oaU  for  any 
detailed  description.  They  have  mainly  been 
applied  to  the  temperature  regulation  of  steam 
and  gas  heating  systems  and  more  recently  to 
the  control  of  electrical  heating.  Among  other 
purposes  the  temperature  control  of  incubators 
heated  by  gas  or  electricity,  of  acetylene  heated 
germinating  stoves,  and  of  pasteurising  appara- 
tus used  in  the  sterilisation  of  milk  are  note- 
worthy. The  automatic  regulation  of  the 
temperature  of  fermenting  worts,  of  dye-vats, 
of  evaporating  pans  and  vacuum  stills,  has 
resulted  in  improvements  in  the  sugar,  spirit, 
and  dyeing  industries.  Similarly,  thermo- 
regulators  are  extensively  adapted  to  secure  the 
more  exact  and  economical  working  of  lacquer- 
ing, brazing,  tempering,  annealing,  and  roasting 
ovens  and  kilns.  Numerous  systems  for  the 
central  heating  of  public  buildings  and  houses 
by  steam,  hot  water,  gas,  and  hot  air  are  now 
automatically  regulated  by  thermometrio  or 
electrical  control  apparatus.  Similar  thermo- 
static arrangements  are  also  used  in  connection 
with  steam-heating  devices  in  railway  carriages. 
In  gas-testing  stations,  rooms  are  maintained  at 
a  uniform  temperature  by  thermostats  con- 
trolling the  gas-heating  system.  Automatic 
fire-alarm  devices  are  usually  supplied  with 
thermometrio  or  electrical  thermostats  arranged 
to  give  warning  by  telegraphic  or  metchanical 
signals. 

The  thermostats  and  thermo -regulators 
suggested  may  be  classified  as  : — 

I.  Thermostats  depending  on  a  flow  of  heated 
liquid  for  the  maintenance  of  a  constant  tem- 
perature. 

II.  Thermostats  utilising  the  latent  heat  of 
the  alteration  of  the  state  of  aggregation  or 
change  of  phase  of  a  body  : 

(o)  Qiange   of    phase    at    freezing-point   or 

cryohydrio-point. 
(5)  Change  of  phase  at  boiling-point, 
(c)  Change  of  phase  at  inversion-point. 

III.  Other  thermostats  not  automatically 
regulated  through  mechanical  or  electrical 
means. 

IV.  SeU-regulating  thermostats,  including — 
(o)  Mercurial  or  other  single-liquid  thermo- 
meters : 

1.  Acting  directly  on  the  gas  supply  or 

other  heat  source ; 

2.  Acting  on  the  source  of  heat  through 

electrical  arrangements ; 

3.  Acting  on  the  source  of  heat  through 

mechanical  arrangements ; 


(5)  Gas  thermometers ! 

1.  Acting  on  the  gas  supply  by  transmis* 

sion  of  pressure  through   a  liquid 
column ; 

2.  Acting    through    electrical    arrange- 

ments ; 

3.  Acting  through   mechanical  arrange- 

ments ; 

(c)  Vapour-tension  thermometers  ;  ' 

1.  Air  and  vapour  ; 

2.  Vapour  in  contact  with  its  own  liquid 

only; 

(d)  Thermostats  depending  on  the  differential 

expansion  of  solid  substances  ; 

(c)  Electrically    heated    thermostats    with 
electrical  control ; 

(/)  Other  mechanical  regulators. 

The  limits  of  this  article  preclude  the  de- 
scription of  more  than  a  few  of  the  more  typical 
examples  of  each  of  these  classes ;  details  of 
other  forms  and  references  may  be  obtained 
from  :  Temperature  Regulators,  J.  T.  Bro^vn  ; 
Laspeyies,  Pogg.  Ann.  152,  132 ;  H.  Hammerl, 
Carl's  Sep.  18,  1882  ;  K.  Amdt,  Zeitsch.  Chem. 
Apparatenkunde  I.  255-263 ;  Fr.  Griitzmacher, 
Zeitsch.  Instrumentenkunde,  22,  184,  193,  201 ; 
W.  C.  Geer,  J.  Phys.  Chem.  6,  85-105,  1902.  who 
gives  a  general  discussion  and  a  useful  biblio- 
graphy ;  M.  Bodenstein,  Zeitsch.  physikal. 
Chem.  1899,  30,  113-139,  who  supplies  a  detailed 
account  of  thermostats  used  in  gas-reaction 
researches,  and  H.  W.  Fischer  and  0.  Bvhertag, 
Zeitsch.  Elektrochem.  1908,  14,  375. 

I.  Thermostats  depending  on  a  flow  of  heated 
or  cooled  liquid  for  the  maintenance  of  a  constant 
temperature.  The  form  of  apparatus  invented 
by  C.  Blaufus- Weiss  may  be  adapted  for  use 
either  as  a  pressure  or  temperature  regulator 
(D.  E.  P.  43574, 1887).  As  used  in  the  latter 
capacity,  it  consists  essentially  of  a  cylindrical 
valve  controlling  the  supply  of  hot  or  cold 
currents  of  either  liquid  or  vapour  to  a  worm 
arranged  in  the  vat  to  be  maintained  at  a  uni- 
form temperature.  The  valve  is  formed  by  an 
elliptical  slit  in  a  sheet  cylinder  which  passes  • 
half  round  the  circumference  of  the  oyunder, 
and,  when  the  latter  revolves,  is  brought  more 
or  less  opposite  to  tubes  opening  into  the  sides 
of  the  drum,  which  serves  as  a  valve-box.  The 
space  within  the  revolving  cylinder  is  furnished 
with  tubes  passing  through  the  head  of  the  drum 
to  serve  as  supply  or  exit  pipes.  ^The  valve  is 
worked  by  the  rise  and  fall  of  a  vertical  piston, 
actuated  by  the  expansion  and  contraction  of  a 
quantity  of  mercury,  which  is  contained  in  a  bell- 
shaped  vessel  of  which  the  wider  end  is  applied 
to  a  small  chamber  which  forms  a  side  continua- 
tion of  the  vat.  The  vertical  movement  of  the 
piston  is  transformed  into  the  circular  motion  of 
the  valve  in  a  horizontal  plane  by  means  of  a 
pin  working  in  a  screw  slot  on  a  hoUow  cylinder. 

A  simple  thermostat  for  use  in  coimection 
with  the  refractometric  examination  of  oils  and 
fats,  by  T.  E.  Thorpe  (Chem.  Soc.  Trans.  1904, 
257),  uses  a  constant  current  of  liquid,  under  a 
defined  pressure  head,  heated  by  passing  through 
a  coil  in  the  vapour  of  a  boiling  liquid  (v.  vol.  iv. 
555). 

W.  Behrens  (Zeitsch.  Wiss.  Mikrosk.  1895,  12, 
1)  describes  a  neat  air- worked  expansion  valve 
for  controlling  a  hot-water  current  supplied  to 
the  hot  stage  of  a  microscope. 
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Other  forms  using  this  principle  aro 
given  by  J.  Ph.  Grunig,  D.  R.  P.  75882,  1893 ; 
J.  C.  Sohalkwijk,  Zeitsoh.  Inst.  1901,  21,  338 ; 
and  T.  M.  Lowiy,  Trans.  Faraday  Soo.  1907,  3, 
119. 

II.  TJierm-ostats  utilisirtg  the  latent  heat  of  the 
alteration  of  the  state  of  aggregation  or  change  of 
phase  of  a  body,  (a)  References  to  types  using 
the  change  of  phase  at  the  freezing-point  and 
cryohydrio  point  will  be  found  in  Geer's  biblio- 
graphy (I.e.).  To  these  may  be  added  Travers 
(Zeitsch.  physikal.  Chem.  1905,  52,  443),  using 
alcohol  and  carbon  dioxide  snow  for  low  tem- 
peratures. 

(5)  The  change  of  phase  at  the  boiUng-point 
is  more  generally  utilised.  The  vapour  from  a 
liquid  boiling  at  the  required  temperature  is 
caused  to  surround  the  oven  or  bath  to  be 
heated.  Here  the  temperature  wiU  vary 
according  to  the  pressure  under  which  the 
liquid  is  boiled. 

The  liquids  used  for  this  purpose  are : — 
Water,  ether,  methyl  and  ethyl  alcohols,  ben- 
zene, toluene,  acetio  acid,  carbon  disulphide, 
ainyl  alcohol,  xylene,  turpentine,  aniline,  naph- 
thalene, glycerol,  diphenylamine,  the  mono- 
hydrate  of  sulphuric  acid,  mercury,  paraffin, 
sulphur,  zinc. 

The  temperatures  so  obtained  lie  between 
22°  and  1040°.  At  the  ordinary  atmospheric 
pressure  one  definite  tempera- 
ture is  obtained  for  each  sub- 
stance used.  Intermediate 
temperatures  may  be  obtained 
in  seyeral  ways  : — (1)  The  pres- 
sure under  which  the  vapour  is 
formed  is  varied  ;  (2)  mixtures 
of  liqiiids  in  various  proportions 
are  used ;  (3)  a  solid  is  dissolved 
in  a,  liquid,  the  boiling-point 
being  thus  raised,  and  the  vessel 
or  bath  is  surrounded  by  the 
boiling  liquid. 

L.  Meyer  devised  an  ap- 
paratus for  determining  the 
boiling-point  of  a  liquid  at  any 
pressure  below  that  of  one  at- 
mosphere. It  may  be  used  to 
control  a  constant-temperature 
bath  (Annalen,  15,  303).  The 
apparatus  (see  Fig.  1)  is  a 
pressure  control  valve.  The 
mercury  in  ab  cuts  o£E  the 
connection  with  the  air-pump 
through  H  as  soon  as  the  pressure 
is  reduced  to  the  required  point ; 
CD  is  a  mercury  valve  which 
admits  air  to  the  apparatus 
imrhediately  the  pressure  falls 
below  that  fixed  upon. 

Brown  has  improved  this 
apparatus,  rendering  it  possible 
Fio.  1.  to  use  it  for  pressures  higher, 
as  well  as  lower,  than  one  at- 
mosphere. A  mercury  manometer,  is  so  con- 
structed that,  immediately  the  pressure  falls 
below  or  rises  above  that  determined  upon,  an 
clectro-magnetio  clutch,  actuating  a  suitable 
stopcock,  is  placed  in  a  battery  circuit,  and  thus 
coimection  is  ihade  between  the  reservoir  and 
the  pump  or  outer  air,  as  may  be  required  for 
adjustment  (Phil.  Mag..  1879  [v.]  7,  411). 


A.  Fock  has  constructed  a  very  serviceable 
bath,  in  which  common  petroleum  is  used  as  the 
mixture  of  liquids  of  different  boiling-points. 
A  double  cylinder  ab  (Fig.  2),  serving  as  a 
vapour- jacketed  bath,  is  connected  by  moans  of 
the  side  tubes  a  and  6  with  the~  reflux  con- 
denser o.  The  tube  o  connected  with  the  con- 
denser communicates,  through  the  stopcock  r 
and  tube  d,  with  the  reservoir  flask  K.  A  mix- 
ture of  liquids  {e.g.  common  petroleum)  is  placed 
in  the  bath  and  distilled,  the  distillate  passing 
through  the  open  stopcock  r  into  the  flask  K. 
At  the  moment  when  the  required  temperature 
is  attained,  as  indicated  by  the  thermometer  T, 
the  stopcock  r  is  closed ;  the  distillate  now 
returns  through  the  tube  5  to  the  bath,  hence 
the  temperature  of  B  will  remain  constant  for 
any  length  of  time  (Ber.  1885,  18,  1124). 

Ramsay  has  Used  a  vapour-bath  in  which  the 
temperature   is   controlled    by   regulating   the 
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pressure  under  which  a  selected  pure  liquid  is 
boiled  (Chem.  Soc.  Trans.  1885,  640). 

J.  Traube  and  L.  Pincussohn  (Zeitsch.  Inst. 
Beib.  1897,  17,  49)  have  also  devised  a  simple 
thermostat  using  a  boiling  liquid  under  a  con- 
trolled pressure.    For  other  forms  see  Geer  {I.e.), 

(c)  Richards  and  Churchill  (Zeitsch.  physikal. 
Chem.,  1898,  28,  313)  have  similarly  used  the 
change  at  inversion  points. 

III.  Other  thermostats  not  automatically  regu- 
lated. Instruments  serving  as  indicators  only 
have  been  devised  by  Hall  (Q.  J.  gci.  1818, 
5,  52);  Doy6re  (Ann.  Chim.  Phvs.  1850,  [iii.] 
28,  5);  A.  Fraser  (Jour.  Gas  Lighting,  1881, 
38,  798) ;  J.  Barnes  (Chem.  Soo;  Trans.  1881,  39, 
463) ;  A.  V.  Harcourt  (Proo.  Roy.  Soe.  1882,  34, 
166) ;  U.  Kreusler  (Chem.  Zeit.  8,  1321) ;  and 
C.  Wmkler  (Ber.,  1885,  18,  2533). 

Bunsen's  thermostat  (Annalen.    141,  273)  is  , 
historically  interesting. 

Exner's  thermostat  is  of  especial  value,  as  it 
allows  of  constant  temperatures  being  main- 
tained between  0°  and  10°  (see  Fig.  3).  It  con- 
sists of  an  inner  flask,  surrounded  by  two  con- 
centric glass  vessels,  with  an  air  space  between  j 
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the  three  vessbls  ate  fastened  above  to  a  zinc 
plate.  A  delicate  thermometer  and  a  thermo- 
element are  placed  in  the  centre  of  the  flask ; 
the  stem  and  wires  pass  through  a  leaden  pipe 
attached  to  the  zinc  plate.  Between  the  two 
surrounding  vessels  is  coiled  a  German-silver 
wire,  the  coils  hanging  freely  without  contact 
with  either  vessel ;  wires  pass  from  the  coil  to 
a,  battery  through  the  leaden  tube.    The  whole 
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is  completely  immersed  in  melting  ice,  contained 
in  a  fourth  vessel ;  the  leaden  tube  alone  pro- 
jects, and  serves  to  keep  the  wires  from  contact 
with  the  ice.  By  passing  an  electric  current 
through  the  German-silver  coil,  the  temperature 
of  the  central  vessel  can  be  maintained' at  any 
desired  point  above  0°  (Sitz.  W.  1873,  68,  2). 

The  same  principle  is  applied  by  H.  Crew 
(Phil.  Mag.  [v.]  33,  89).  The  accompanying 
illustration  (Kg.  4)  shows  the  points  in  which 
this  instrument  differs  from  the  preceding  one. 
Julien  storage  cells  are  used  as  the  source  of  a 
constant  current,  which  is  regulated  by  alteration 
of  the  length  of  a  resistance  wire  through 
which  the  current  flows,  by  means  of  a  slider 
and  controlled  by  means  of  a  Thomson  balance. 


FlO.    4. 

Other  non-automatic  instruments  are  de- 
scribed by  Mahlke  (Zeitsoh.  Inst.  1893,  13,  197), 
Pulfrich  (Zeit.  Inst,  1898,  18,  49),  and  Rothe 
{iUd.  143,  1899,  19). 

IV.  -Sdf-regvlating  thermostats :  (a)  Single- 
liquid  thermometers  (1)  acting  directly  on  the  gas 
supply  or  other  heat  source.  Thermostats  of  this 
and  allied  types  have  been  frequently  utilised  in 
connection  with  technical  processes  and  heating 
systems ;  references  to  a  number  of  these  are 
given  at  the  end  of  this  article. 

Beichert's  form  of  regulator  is  essentially 
(hat  of  a  mercury  thermometer,  with  a  leseivoir 


at  the  top  of  the  column.  The  gag-supply  tube 
is  placed  so  that  its  contracted  openmg  is  ver- 
tically over  and  near  to  the  surface  of  the  top  of 
the  mercury  column.  The  leading  tube  takes  off 
gas  at  the  side  of  the  reservoir.  A  small  side 
tube  on  the  stem  is  supplied  with  a  screw  by 
means  of  which  the  mercury  level  may  at  any 
time  be  adjusted,  and  the  temperature  main- 
tained thus  altered  at  will  (Fig.  6)  (Zeitsoh.  anal. 
Chem.  11,  34;  Pogg.  Ann.  144,  467). 

Gerhardt's  modification  permits  the  instru- 
ment to  be  filled  easily  with  mercury. 

Regulators  of  the  same  type,  but  varying 
somewhat  in- form,  have  been  constructed  by 
Page  (Chem.  Soc.  Trans.  1876,  24),  Fletcher 
(ibid.  1876,  488),  and  Boulin  (Dingl.  poly.  J. 
227,  263).    The  instrument  devised  by  Roulin 
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is  made  of  iron  and  steel  (v.  Fig.  6).  The 
height  of  the  mercury  column  is  adjusted  by 
means  of  a  sliding  tempered-steel  rod,  held  in 
position  by  the  set  screw  /.  As  this  rod  passes 
down  the  centre  of  the  gas-supply  tube,  the  gas 
can  only  reach  the  burner  tube  by  passing 
through  the  ring-shaped  aperture  d,  near  the 
surface  of  the  mercury.  A  small  tap  g  maintains 
a  sufficient  supply  of  gas  to  the  burner  to  avoid 
extinction  of  the  flame  by  the  complete  in- 
terruption of  the  supply  at  d. 

In  the  thermostatic  battery  by  Dibdin  and 
Smith,  in  use  at  the  metropolitan  gas  stations, 
large  mercurial  thermometers  ,are  employed. 
The  tubes  by  which  they  communicate  with  the 
supply  tube  are  provided  with  stopcocks,  so 
that  any  one  or  more  of  them  may  De  thrown 
out  of  action.  They  control  the  gas  supply  to 
the  boiler  connected  with  the  hot-water  pipes. 

For  more  accurate  work,  the  mercury  hai 
been  replaced  by  30  p.o.  calcium  chloride  solu- 
tion, alcohol,  benzoline,  petroleum,  xylene,  or 
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toluene.'  The  toluene  regulator  has  gained  general 
acceptance :  a  simple  and  easily  constructed 
form,  designed  by  H.  Lnnden  and  W.  Tate 
(Zeitsch.  Chem.  Apparat.  II.  1,  13,  1907),  is 
shown  in  the  sketch  (Kg.  7)  with  dimensions  in 
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millimetres.  The  column  of  calcium  chloride 
solution  prevents  contact  of  the  toluene  with  the 
mercury  and  with  the  stopcock  B,  thus  doing 
away  with  the  slow  evaporation  of  the  expanding 
liquid  and  allowing  the  use  of  ordinary  lubri- 
cants with  the  stopcock  provided  to  make 
temperature  adjustments.  This  regulator,  with- 
out the  aid  of  any  form  of  pressure  regulator 
(the  gaa  pressure  varying  from  50  to  60  mm.  of 
water),  maintained  the  temperature  of  a  water- 
bath  of  150  litres  capacity  during  30  days 
constant  in  a  room  varying  considerably  in 
temperature.  The  greatest  difference  between 
the  extreme  temperatures  (observed  at  regular 
and  frequent  intervals)  was  0-02°.  A  small 
part  of  the  heating  gas  only  passed  through  the 
valve  D,  sufficient  to  heat  the  bath  within  a  short 
interval  of  the  required  temperature  was  sup- 
plied direct  from  the  main. 

Another  convenient  form  of  toluene  regulator 
is  described  by  Lowry  (J.  Soo.  Chem.  Ind.  1905, 
1033) :  there  is  a  helical  toluene  reservoir  tube 
coiled  round  a  straight  vertical  stem  containing 
mercury ;  it  is  provided  with  a  wide  bye-pass 
but  has  no  provision  for  ready  adjustment  of 
the  tera_perature,  and  the  mercury  and  toluene  are 
in  contact  near  the  lower  end  of  the  helix. 

Hannay  (Mon.  Soi.  [iii.]  16,  1021)  and 
F.  W.  Dafert  (Chem.  Zeit.  1886,  52,  789)  have 
designed  thermostats  belonging  to  this  class. 
Further  references  are  given  by  Geer  (J.  Phys. 
Chem.  1902,  6,  85). 

(2)  Thermoslats  acting  on  llie  nource  of  heat 
through  electrical  arrangemenla.  The  usual  type 
of  this  class  employs  a  mercury  thermometer 
with  one  pole  of  a  battery  permanently  con- 
nected "With  the  mercury  and  a  second  adjustable 
Vol.  V.—T, 
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pole  which  completes  the  circuit  at  the  desired 
maximum  temperature.  An  electromagnetic 
arrangement  in  the  circuit  actuates  a  gas-cook, 
or  works  a  gas  valve  either  directly,  or,  by  means 
of  a  plunger,  indirectly  controls  a  mercury  valve 
of  the  usual  type.  This  form  of  thermostat  can 
be  made  very  rapid  in  action  and  practically 
independent  of  variations  in  the  gas  pressure. 

Soheibler  has  constructed  an  electro-thermo- 
stat, with  the  usual  form  of  electric  thermometer 
(Fig,  8).  The  electro-magnet  is  contained  in 
the  square  box  a  ;  the  upper  end  of  the  armatuie 
is  provided  with  a  leather  pad,  which  works 
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against  the  continuation  of  the  gas-supply  tube 
6,  and  ivith  it  forms  a  valve  which  cuts  off  the 
gas  when  the  mercury  comes  into  contact  with 
the  upper  platinum  wire.  The  extinction  of  the 
flame  is  avoided  by  having  a  small  hole  at  c  in 
the  tube  6,  more  or  less  closed  by  means  of  the 
screw  d,  through  which  a  small  stream  of  gas 
can  escape  into  the  box,  and  hence  into  the 
burner  tube  (Zeitsch.  Anal.  Chem.  1868,  88). 

Kohlrausch  adapted  this  principle  to  the 
regulation  of  the  temperature  of  a  hothouse 
(Dingl.  poly.  J.  389,  176).  E.  E.  Reid  (Amer. 
Chem.  J.  1909,  41,  148-152)  employs  a  mercury 
valve  worked  by  a  plunger  .controlled  by  an 
electromagnet. 

Other  forms  are  quoted  by  Geer  (see  i v.  1 ) ; 
to  these  we  may  add  Clerget  (Dingl.  poly.  J., 
134,  23),  Pfaundler  (Carl's  Rep.  18,  443),  and 
Salet  (Bull.  Soc.  chim.  1865). 

(3)  Thermostats  acting  on  the  source  of  heal 
through  mechanical  arrangements.  Randall's  ap- 
paratus (Dingl.  poly.  J.  224,  478)  admits  of 
direct  technical  applications,  as  it  is  adapted  to 
the  heating  of  large  masses  of  water  to  a  constant 
temperature  by  the  use  of  steam.  In  Fig.  9  6  is 
a  thin-walled  tubular  vessel  containing  some 
expansible  liquid,  the  movements  of  the  surface 
of  which  are  followed  by  the  piston  K.  This 
piston  works  a  valve  v,  which  controls  the 
steam  supply.  The  spring  /  insures  the  return 
of  the  piston,  the  movements  of  which  are 
recorded  by  the  indicator  I,  which  thus  acts  as  a 
thermometer. 

D'Arsonval  constructed  a  very  delicate  ther- 
mostat (Fig.  10)  by  surrounding  his  oven  with  a 
chamber  completely  filled  vrith  water,  which  is 
introduced  through  an  opening  v,  closed  by  a 
screw  or  by  a  cork  through  which  a  thermometer 
passes.  Connected  with  this  water  chamber  is 
the  side  tube  o,  closed  by  a  caoutchouc  mem- 
brane.    Near  to  the  centre  of  the  surface  of  the 
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membrane  the  gas-Bup-ply  tube  terminates,  in  a 
email  metallic  vaive-box,  from  which  the  gas  is 
led  off  to  the  burner  by  the  tube  d.  The  expan- 
sisn  or  contraction  of  the  ISirge  volume  of  water 


Fia.  9. 

in  the  outer  chamber  causes  the  caoutchouc 
membrane  to  lessen  or  increase  the  distance 
between  the  supply  tube  and  its  own  surface, 
thus  forming  a  very  sensitive  valve,  which  con- 
trols the  supply  of  gas  to  the  burner.  This 
regulator  is  said  to  keep  the  temperature  con- 
stant to  5^5°  (J.  Pharm.  Chim.  [iv.]  26,  474). 


Several  other  forms  of  this  regulator,  retain^ 
ing  the  same  kind  of  valve,  have  been  con- 
structed. The  valve  itself  has  been  mounted 
separately  on  a  staiid,  and  provided  with  a 
funnel  and  stop-cock  to  adjust  the  amount  of 
liquid  in  the  connected  reservoir  and  the  lower 
part  of  the  valve,  and  with  a  bye-pass  to  insure 
that  the  flame  be  never  quite  extinguished.  The 
same  type  of  valve  has  also  been  adapted  to  the 
regulation  of  the  flow  of  a  cooling  mixture,  used 
for  obtaining  temperatures  below  that  of  the 
surrounding  air. 

G.  Dorian  (Bull.  Soo.  Ind.  Mulhouse,  1900, 
71,  249)  described  a  combined  heat  and  moisture 
regulator,  in  which  the  expansion  of  the  liquid 
of  a  thermometer  with  a  reservoir  of  spirally 
twisted  tube  controls  a  cock  regulating  the 
current  of  heating  fluid  and  a  hydrometer 
regulator  works  the  moisture  supply.  T.  S. 
Patterson  (J.  Soc.  Chem.  Ind.  1902,  21,  456), 
N.  A.  Randolph  (Jour.  Franklin  Institute, 
1883,  116,  465),  V.  H.  Veley  (Chem.  Soc.  Trans. 
43,  370),  and  Nauman  (Dingl.  poly.  J.  226,  276), 
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To  maintain  constant  higher  temperatures 
than  can  be  emplo3'ed  mth  water,  D'Arsonval 
substitutes  a  brass  tube  (Fig.  II),  containing 
petroleum  or  glycerol,  for  the  surrounding  water 
chamber.  The  membrane  is  replaced  by  a  cor- 
rugated metallic  plate  such  as  would  be  used  in 
an  aneroid  barometer ;  h  is  a  leaden  tube  pro- 
longing the  brass  tube ;  it  is  hermetically  closed 
after  charging  the  tube.  The  chamber  at  the 
back  of  the  toeroid  plate  communicates  with 
the  main  tube  by  two  small  tubes  m  and  n. 
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give  other  forms,  and  various  technical  adapta- 
tions vriO.  be  found  in  the  list  given  at  the  end 
of  this  article. 

(6)  6as  thermometer  regulators. 

(1)  Acting  on  the  gas  supply  through  a  liquid 
piston.  A  thermostat  on  this  principle  was 
devised  by  Kemp  (Dingl.  poly.  J.  117,  352)  and 
improved  by  Westly. 

Bunsen's  thermostat  is  a  modification  of 
Kemp's.  The  gas  supply  and  exit  tubes  are 
arranged  as  sho^vn  in  Fig.  12  ;  the  supply  tulo  E 
passes  through  a  brass  cylinder  H,  which  screws 
into  the  loose  brass  cap  d.  At  its  lower  end  is  a 
slit,  and  it  is  provided  with  a  minute  orifice  at  o  ; 
the  exit  tube  v  is  joined  on  to  the  side  of  the 
cylinder  H,  the  latter  being  continued  by  the 
glass  tube  B  to  the  same  depth  as  the  supply 
tube.  The  cap  is  fitted  on  a  brass  tube  supplied 
with  a  slit  in  which  the  tube  »  can  slide.  A 
glass  cylinder  closed  at  the  lower  end  continues 
this  brass  tube.  In  the  lower  part  of  this  glass 
vessel  is  a  glass  air-chamber  opening  downwards 
and  closed  by  the  mercury  contained  in  the 
cylinder  ;  this  air-chamber  preferably  takes  the 
form  shown  at  q.      The  expansion  of  air  iu 
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the  chamber  canses  the  mercury  to  rise  in  the 
cylinder,  and  thus  partially  closes  the  slit ;  the 
position  of  the  slit  is  regulated  by  the  screw  cap 
until  the  required  temperature  is  attained.  The 
minute  orifice  o  insures  that  the  gas  supply 
should  never  be  completely  cut  off  (Cingl.  poly. 
J.  143,  342). 

Bunsen's  low-temperature  regulator  has  a 
larger  air  chamber,  and  is  provided  with  a  side 
tube  and  stopcock,  by  means  of  which  the 
amount  of  mercury  present  can  be  readily  altered 
(Desaga's  Catalogue).  Pontallie  divides  the  gas 
supply  after  passage  through  a  Bunsen's  regu- 
lator, using  one  part  to  heat  the  regulator  only, 
the  remainder  heating  the  bath.  As  these 
quantities  are  in  exact  and  determined  propor- 
tion, the  temperature  of  the  bath  is  maintained 
constant  when  that  of  the  regulator  does  not  vary. 

Sohorer  separates  the  air-thermometer  reser- 
voir from  the  valve  to  enable  the  instrument 
to  be  used  for  high  temperatures  (Zeitsoh.  anal. 
Chem.  9,  213). 

D'Arsonval  adapted  his  thermostat  for  use 
at  temperatures  between   150°  and   1200°  by 
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substituting  an  air  reservoir  for  the  petroleum 
reservoir  employed  at  lower  temperatures.  The 
reservoir  was  made  of  glass  or  porcelain.  The 
aneroid  valve  was  at  the  same  time  furnished 
with  a  lever-arm  and  weight.  P,  by  means  of 
which  the  pressure  on  the  lower  surface  of  the 
aneroid  plate  could  be  more  or  less  compensated, 
and  the  amount  of  gas  supplied  altered  at  will 
(Fig.  13)  (J.  Pharm.  Chim.  [iv.]  26,  474). 

Although  a  number  of  varieties  of  this 
tvpe  have  been  used  (see  Geer's  bibliography ; 
J.  Martenson,  Chem.  Zentr.  1872',  513;  Clowes, 
Chem.  Soc.  Trans.  24,  639 ;  L.  Saarbaoh,  J. 
Amer.  Chem.  Soc.  18,  511,  1901),  and  the 
principle  has  been  technically  apphed  m  con- 
Section  with  furnaces  of  moderately  high 
temperature,  for  low  temperature  work  the 
toluene  thermometer  forms  are  to  be  preferred  tor 
accurate  long  period  temperature  regulation  ; 
all  gas  and  vapour  thermostats  suffer  from  the 
defect  of  needing  regulation  with  the  changes  in 

^^^t^^ Acting  through  electrical  arrangements. 
These  devices  resemble  the  instruments  in 
croup  iv.  a  (2).  Pfaundler's  apparatus  (Ca-rls 
Itep  18,  443)  is  similar  to  Soheibler  s,  the  points 


of  difference  are  sufficiently  evident  from  the 
annexed  figure.  (Kg.  14). 

(3)  Acting  through  mechanical  arrangements. 
Jeannel's  thermostat  (Figi  15)  is  ,an  air-ther- 
mometer thermostat  in  which  the  air  reservoir 


Fio.  14. 

consists  of  a  metallic  vessel  of  300-400  o.o. 
capacity.  This  is  connected  with  one  limb  of  a 
U-tube  containing  glycerol.  In  the  other  limb 
a  float  Q  carries  a_  steel  needle  working  loosely 
in  a  fine  caoutchouc  tube  o.  By  a  rise  of  the 
liquid  in  V,  the  float,  guided  by  the  steel  needle, 
brings  the  flat  upper  surface  of  the  sealing-wax 
H,  in  which  the  needle  is  mounted,  near  to  the 
mouth  of  the  tube  o,  thus  forming  a  valve  con- 
trolling the  current  of  gas  from  the  supply  tube  3 
to  the  exit  tube  P,  of  which  o  is  a  continuation. 
The  pressure  of  the  air  in  A  is  modified  at 
pleasure  by  means  of  the  caoutchouc  pump  s, 
with  which  connection  is  made  through  the  tap 
B  on  a  side  tube  (Ann.  Chim.  Phys.  [iv.]  25,  386). 
W.  T.  Richmond  (Amer.  Chem.  J.  5,  287J, 
Bendix  and  Lohse  (D.  R.  P.  1880,  14242  ;  Ber. 
14,  2608),  and  Bechem  (D.  R.  P.  1881,  18077 ; 
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Ber.  15,  1226)  have  also  devised  self-acting 
ther'mo -regulators  of  this  type. 

(c)  Vapour-tension  thermometers. 

(1)  Air  and  vapour.  Andresa's  thermo-regu- 
lator  is  a  Kemp  thermostat  in  which  the  expan- 
sion of  the  air  in  the  reservoir  is  increased  by  the 
additiop  of  a  small  quantity  of  some  readily 
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volatile  liquicl.  Such  liquids  as  ether,  alcohol, 
acetone,  light  petroleum  and  water  may  he 
employed  for  the  purpose.  Ether  is  particularly 
suitable,  on  account  of  the  rapid  increase  of  its 
vapour  tension  with  increase  of  temperature. 
A  thermostat  of  this  form  will  maintain  the 
temperature  of  a  water-bath  constant  within 
0-04-0-05°  (Wied.  Ann.  4,  614). 

Lothar  Meyer  has  also  made  use  of  the  same 
principle  (Ber.  16,  1088). 

Benoit's  thermo-regulator  has  the  thermo- 
meter reservoir  separated  from  the  valve,  connec- 
tion being  made  by  means  of  a  caoutchouc  tube 
containing  mercury. 

The  reservoir  consists  of  a  thin  tube,  drawn 
out  at  one  end  for  convenience  in  filling,  which 
contains  a  small  quantity  of  air,  and  a  few  drops 
of  some  volatile  liquid;  the  remainder  of  the 
space  in  the  tube  is  occupied  by  mercury  in  con- 
nection with  the  mercury  in  the  valve  by  means 
of  the  caoutchouc  tube.  The  valve  differs  some- 
what from  the  ordinary  form. '  It  is  provided 
with  a  side  tube  A  (Fig.  16),  by  which  a  small 
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closed  by  a  tightly-fitting  cork  held  in  place  by  a 
clamp  working  against  an  india-rubber  seat  fixed 
on  the  collar  of  the  glass  tube. 

The  temperature  rises  just  above  the  boilmg- 
point  of  the  liquid  x,  a  portion  of  this  volatilises, 
and  mercury  is  forced  up  the  liml)  a  ;  the  pres- 
sure on  the  liquid  being  now  greater,  its  boiling- 
point  is  raised,  and  the  temperature  must  m- 
crease  for  further  volatilisation  to  occur.  Owing 
to  the  rise  of  mercury  in  a,  the  gas  supply  is 
diminished,  and  hence  the  temperature  falls. 
Consequent  on  the  fall  of  temperature,  a  portion 
of  the  vapour  condenses,  the  valve  is  opened  to 
a  greater  extent,  and  the  temperature  again  rises. 
These  actions  soon  reach  a  point  of  equilibrium, 
and  a  constant  temperature  is  then  maintained 
(Ber.  19,  2860).  ^     ^.^ 

(d)  Thermostats  depending  upon  the  differ- 
ential expansion  of  solid  hodies.  Bonnemain 
(Dingl.  poly.  J.  16,  285)  and  Ure  {Hid.  42,  173) 
devised  regulators  depending  upon  the  expan- 
sion of  simple  or  compound  metallic  bars. 

Hipp-'s  thermostat  is  only  available  for  tem- 
peratures between  30°  and  40°  (see  Fig.  18).  It 
consists  of  a  copper  vessel  K,  surmounted  by  a 
wooden  box  c,  having  glass  front  and  back.     A 
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amount  of  gas  can  directly  pass  from  the  supply 
tube  X  to  the  burner  tube  y.  Mercury  can  be 
added  by  means  of  the  side  tube  B,  or  withdrawn 
from  the  cook  o  to  adjust  the  level  within  the 
valve.  The  whole  is  mounted  upon  a  sliding 
board,  fixed  by  the  clamp-screw  M,  at  any  con- 
venient height  (Wied.  JBeibl.  4,  296  ;  Guillaume's 
Thermomdtrie,  130). 

(2)  Vapour  in  contact  with  its  own  liquid  only. 
The  instrument  devised  in  1886  by  G.  W.  A. 
Kahlbaum  belongs  to  this  class.  There  is  the 
usual  mercury  valve,  the  supply  tube  being 
bevelled  off  at  the  open  end  at  an  angle,  and 
having  a  small  hole  opposite  the  exit  tube  to 
provide  against  total  extinction  of  the  flame.  It 
may  be  adjusted  according  to  the  temperature 
required  by  the  rack  and  pinion  shown  (Fig.  17). 
The  other  limb  of  the  U-tube  contains  a  liquid 
of  boiling.;point  just  below  the  temperature  re- 
quired in  the  bath  or  oven.  For  facility  in 
changing  the  liquid,  this  end  of  the  tube  is 


Fig.  18. 

system  of  tubes  on  the  walls  of  the  oven  com- 
municate with  the  vessel  K,  and  serve  for  the 
circulation  of  the  water  heated  in  that  vessel. 
They  are  provided  with  openings  for  filling  in 
water,  and  to  serve  as  escape  vents  in  case  the 
water  may  be  accidentally  boiled.  The  tempera- 
ture is  controlled  by  a  regulator  consisting  of  a 
bent  compound  metallic  bar  fixed  upon  the  back 
wall  of  the  oven  at  A  ;  the  free  end  b  is  connected 
by  a  copper  wire  with  the  lever  h  working  a 
conical  valve  » ;  z  is  a  regulating  screw,  by 
means  of  which  any  desired  initial  opening  of 
the  valve  may  be  obtained  ;  s  is  the  gas-supply 
tube,  and  t  draws  off  gas  for  the  burner  from  the 
valve-box  E  (Dingl.  poly.  J.  191,  366). 

Lothar  Meyer  in  1884  devised  a  sensitive 
temperature  regulator  on  this  principle  (Fig.  19). 
It  consists  of  a  long  brass  tube  placed  vertically 
in  the  bath,  and  closed  at  its  lower  extremity ; 
in  this  tube  a  slightly  longer  glass  rod  is  placed. 
The  tube  supports  a  rod  carrying  a  movable 
lever-arm  A,  from  which  depends  a  floating  valve 
B.  The  valve  may  be  placed  at  varjring  distances 
along  the  lever-arm  A,  so  that  the  diference  be- 
tween the  expansions  of  the  brass  tube  and  glass 
rod  may  be  magnified  to  a  greater  or  less  extent 
in  the  amount  of  movement  imparted  to  the 
valve.     The  supply  tube  is  a  narrow-bore  tuha 
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passmg  up  the  arm  x  of  the  valve  working  iii 
the  glycerol  seal  tube  m.  The  supply  tube  and 
seal  may  be  adjusted  to  any  required  height.  A 
precisely  similar  arrangement  allows  of  the 
drawing  off  through  o  of  the  gas  for  the  burner. 
The  valve  2  is  essentially  a  Bunsen  mercury-and- 
slit-tube  valve.  The  mercury  vessel  is  adjustable 
to  any  required  height  (Ber.  17,  478). 


"■1 ■ 
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L.  von  Babo  arranged  a  gas  regulator,  in 
which  the  control  valve  depends  for  its  action 
upon  the  unequal  expansion  of  glass  and  copper. 
In  Fig.  20,  A  is  a  copper  tube,  B  a  glass  rod.  The 
valve  X,  which  regulates  the  flow  of  gas  from  the 
supply  G  to  the  burner  tube  B,  is  fixed  in  position 
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by  the  glass  rod  b,  against  which  it  is  pressed 
by  a  spiral  spring  o.  The  screw  D  serves  to 
adjust  the  position  of  the  glass  rod,  and  renders 
it  possible  to  obtain  a  greater  or  smaller  supply 
of  gas  at  will.  As  the  temperature  rises,  the  ex- 
pansion of  the  copper  tube  being  greater  than 
that  of  the  glass  rod,  the  valve  x  is  pressed  by 
the  spring  0  nearer  to  its  seat,  and  so  there  is 
less  gas  supplied  ;  the  temperature  then  falls, 
and  the  valve  partially  re-opens,  and  so  on  (Ber. 
13,  1221). 

Kohlrausch  employed  a  Breguet's  metallic 
thermometer  to  make  and  break  an  electric  cur- 
rent, which  heated  »  fine  platinum  wire  (Pogg. 
Ann.  125,  626). 

E.  Gumlich  (Zeitsch.  Inst.  1898,  18,  317) 
claims,  by  the  use  of  a  nickel  and  brass  Brequet's 
spiral  governing  the  gas  supply  through  inter- 
mediary electrical  arrangements,  to  have  main- 
tained a  dry  oven  within  0-4°  for  long  intervals. 

Rieth's  instrument  consisted  of  a  compound 
metaUio  bar  working  a  cone  valve,  supplied  with 
a  regulator  screw  (Chem.  Zentr.  1871,  615). 

(e)  Electrically  heated  thermostats  with  electrical 
control.  Thermostats  of  this  type  allow  of  more 
gensitive  and  rapid  adjustment  than  any  other  ; 


they  are  particularly  suitable  for  accurate 
scientific  work  but  are  not  without  technical 
applications. 

Rothe  (Zeitsch.  Inst.  1899,  19,  143)  gives  a 
very  complete  account  (with  illustrations)  of  a 
thermostat  designed  for  use  in  thermometer 
work  at  the  Phys.  Tech.,  ReichsHnstalt.  The 
same  author  (Zeitsch.  List.  1902,  22,  14)  adapts 
this  principle  to  the  construction  of  an  instru- 
ment for  use  with  very  low  temperatures.  A 
Dewar'a  vessel  serves  to  prevent  conduction 
of  heat  from  without ;  the  heating  coil  is  of 
oonstantan  wire  wound  on  the  ebonite  ring 
of  a  stirrer,  the  stem  of  which  is  of  glass  tubing 
through  which  pass  the  leading  wires  for  the 
current. 

W.  C.  Geer  (J.  Phys.  Chem.  1902,  6,  94) 
claims  for  his  thermostat  a  variation  of  0-002'' 
only  for  a  9  hours'  run  with  a  30-litre  bath.  A 
somewhat  simpler  form,  which  is  essentially  a 
modified  Geer  thermostat,  is  described  by 
F.  A.  Osbom  {ibid.  1905,  9,  297).  The  accom- 
panying diagram  (Fig.  21)  shows  its  essential 
features.  The  heating  of  the  50-litre  bath  is 
accomplished  by  means  of  an  iron  wire  co 
carrying  a  current  from  the  large  storage 
battery  B.    The  wire  forms  a  layer  of  five  turns 
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against  the  sides  of  the  bath,  which  latter  is 
encased  in  a  non-conducting  layer  of  felt.  E  is 
a  glass  worm,  9-5  cm.  diameter  and  16  cm.  long 
and  holding  110  o.c.  of  mercury,  serving  as 
reservoir  of  a  regulating  thermometer  with  a 
capillary  stem.  The  bath  is  stirred  by  a 
mechanically-driven  stirrer  represented  by  D. 
A  platinum  lused-in  wire  permanently  connects 
an  electro-magnet  B  with  the  mercury  of  the 
thermometer.  E  is  connected  through  a  storage 
cell  B'  with  a  second  adjustable  wire  p.  When 
the  required  temperature  is  reached,  the  mer- 
cury completes  the  circuit  with  P  and  the  main 
current  is  broken  at  AA  by  the  movement  of  the 
armature.  The  spring  shown  establishes  the 
main  circuit  as  soon  as  the  mercury  breaks 
contact  with  P. 

This  form  can  be  brought  to  the  required 
steady  temperature  in  15  minutes  and  shows  no 
change  of  a  hundredth  of  a  degree  in  8  hours. 

Other  forms  are  given  by  S.  W.  Young  (J. 
Amer.  Chem.   Soc.   1901,   23,   327) ;    0.   Maris 
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and  R.  Marquis  (Compt.  rend.  1903,  136,  614), 
who  ase  an  acetone  thermometer  with  mercury 
make  and  break  and  current  through  platinum 
wire ;  R.  A.  Macumber  and  0.  6.  L.  Wolf  (J. 
Path.  Baet.  1904,  10,  105) ;  H.  Darwin  (Phil. 
Mag.  [vi.]  7,  408,  1904) ;  J.  P.  Magnusson  (J. 
Phya.  C3hem.  1907,  11,  25);  Regaud  and 
Pouilland  (Ann.  Chim.  anal.  1909,  14,  141); 
L.  Kolowrat  (J.  Phys.  1909,  8,  495),  lyho  de- 
scribes the  automatic  regulation  of  an  electric 
oven. 

(/)  Other  meelianical  regiilators  have  been 
devised  by  J.  W.  Eichler  and  H.  Hartig  (D.  R.  P 
6492,  1878),  and  by  Appold,  whose  instrument 
was  a  balance  regulator  (Proc.  Roy.  Soc.  1866, 
15,  144). 

The  invention  of  G.  J.  Meurlin  (D.  R.  P. 
4703,  1878)  consists  of  a  self-regulating  cone 
valve  to  control  the  pressure 
of  a  gas  supply,  and  hence 
the  temperature  of  a,  space 
heated  by  the  flame.  The 
pressure  of  the  gas  in  the 
chamber  a  raises  the  cone 
6  (Kg.  22),  partially  closing 
the  hole  in  the  plate  x,  and 
thus  restricting  the  current. 
The  hole  in  the  summit  of 
the  cone  b  prevents  ex- 
tinction of  the  flame. 

A.  Sohwabe  (D.  R.  P. 
93152,  1896)  describes  a 
device  by  which  an  areo- 
meter works  a  chain  con- 
trolling the  source  of  heat. 
The  choice  of  the  type 
of  thermostat  most  suitable 
will  be  governed  by  the 
requirements  in  each  special 
ease.  Technical  applications  of  these  instru- 
ments are  most  frequently  adequately  met 
by  the  use  of  the  simple  mercury  thermo- 
meter valve  at  moderate  temperatures  and  the 
air-thermometer  mercury-valve  at  higher  tem- 
peratures, some  form  of  differential  expansion 
instrument  being  used  when  the  liability  to 
vibration  or  shock  has  to  be  provided  for. 

For  accurate  work,  the  reliability,  sensitive- 
ness, and  independence  of  atmospheric  changes 
are  the  most  important  consideration.  Elec- 
trical thermostats  with  electrical  control  appear 
best  able  to  fulfil  the  necessary  conditions  {see 
Geer,  J.  Phys.  Chem.  1902,  6,  85);  W.  P. 
Bradley  and  A.  W.  Browne  {ibid.  1902,  6, 
118)  claim  to  have  constructed  a  thermostat 
sensitive  to  one  thousandth  of  a  degree.  The 
toluene  thermometer  mercury-valve  thermostat 
has  found  wide  use ;  T.  M.  Lowry  (J.  Soc.  Chem. 
Ind.  1905,  1030)  discusses  the  conditions 
governing  its  sensitiveness  and  A.  W.  0.  Menzies 
(Chem.  NewB.  1902,  85,  68),  in  dealing  with  the 
same  subject,  shows  that  this  type  is  able  to  keep 
a  bath  at  6°  above  room  temperature  constant 
■jrithin  one  hundredth  of  a  degree. 

The  principal  ways  in  which  thermostats 
have  been  applied  to  technical  purposes  have 
been  mentioned;  recent  instances  of  such 
applications  are  to  be  found  in  the  following,  not 
otherwise  readily  accessible,  references. 

Central  heating  and  veviUaiing  systems.  Con- 
■olidated  Car-heating  Co.,  Wheeling,  U.S.A., 
P.  R.  P.  67775,  72164,  1892 ;   Senff,  Ges.  Ing. 
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1901,  24,  393 ;  Johnson  thermostat  control  of 
steam  heating,  Bng.  Rec.  47,  277, 1903 ;  Walker 
and  Chambers,  ibid.  47,  352,  1903;  System 
Sohultz,  Ges.  Ing.  27,  650,  1904;  Narus-Gaye 
and  Bloock,  Met.  Arb.  30,  99,  1904;  Hain- 
holzer  Zugregulator,  Tech.  Zeit.  21,  485,  1904 ; 
Ohmes,  Ges.  Ing.  27,  545,  1904 ;  Goebel,  ibid. 
28,  41,  1905 ;  Webster,  Eng.  Rec.  53,  9 ;  54, 
436,  1906 ;  de  Grahl,  Ges.  fiig.  29,  333,  1906 ; 
Mehl,  Dingl.  poly.  J.  321,  698,  1906 ;  So.  Am. 
Supp.  64,  212,  1907  ;  Pradel,  El.  Anz.  24,  1013, 
1907 ;  Gold  Gar  Heating  and  Lighting  Co., 
Railr.  G.  2,  536,  1907 ;  Fulton,  Eng.  Rec.  7,  56, 
1907. 

Incubaiors  and  germinating  stoves.  Paul, 
Oentralblatt  Bakt.  1,  29,  129,  1901 ;  El.  Rev. 
N.  Y.,  1903,  43,  941 ;  Schloesing,  Gen.  Civ.  1904, 
44,  368 ;  Joffrin,  Compt.  rend.  1904,  138,  817 ; 
Rogers,  Centralblatt  Bakt.  2,  15,  236,  1905. 

Distillation  or  evaporation.  Patterson,  Chem. 
Ind.  21,  456,  1902 ;  Bull.  Suor.  21,  619,  1903 ; 
Foth  (fermenting  worts),  Z.  Spiritusind.  27, 
257,  1904. 

Miscellaneous.  E.  Clarenbach,  D.  R.'  P. 
67146,  1892 :  Kramer,  D.  R.  P.  67146,  1892  j 
G.  H.  Stockbridge  (Fire  Alarm  Telegraphs), 
Elect.  London,  1896;  E.  Sartorius,  D.  R.  P. 
J00294,  1897  ;  R.  Kanz,  D.  R.  P.  114457,  1899 ; 
O.  Bohne,  D.  R.  P.  133429,  1899;  Fedesohi, 
Centralblatt  Bakt.  1,  30,  969,  1901 ;  P.  Breuilh, 
D.  R.  P.  150962,  1903  ;  Regaud  and  FouiUianc^ 
(electric  stoves),  Zeit.  Mikr.  20,  138,  1903; 
Casses  (pasteurising  apps.).  Milch.  Zeit.  33,  258, 
1904  ;  Keller  and  Co.,  Tech.  Rundsch.  5,  1904 ; 
Voss,  Zeit.  Beleuoht.  10,  216,  1904  :  Ginsberg, 
Zeit.  Heiz.  9,  231,  1904;  Sodeau,  Chem.  Ind. 
23,  1134,  1904;  ovens,  kilns,  &c.,  Eng.  News, 
51,  514,  1904 ;  Systfeme  de  Rougemont,  Gen. 
Civ.  46,  213,  1905 ;  damper  regulator  for 
boilers,  Eng.  Rec.  64,  suppl.  12,  47,  1906; 
System  Kceferle,  Ges.  Ing.  29,  293,  1906  ;  Zeit. 
Hirz.  12,  80.  1907.  W.  T. 

THESPASIA  MACROPHYLLA  (Blume) 
[y.  Lampas  (Dabz.).]  This  is  a  small  bush 
common  to  the  tropical  jungles  of  India, 
Burma,  and  Ceylon.  In  Watts'  Dictionary  of 
the  Economic  Products  of  India,  there  is  no 
mention  of  the  use  of  this  plant  as  a  dyestuff, 
but,  on  the  other  hand,  the  capsules  and  flowers 
of  the  allied  T.  popidnea  (Soland.)  are  stated 
to  give  a  yellow  dye. 

According  to  Perkin  (Chem.  Soc.  Trans. 
1909, 96, 1859)  the  flowers  of  the  T.  macrophylla 
yield  quercetiu  and  some  quantity  of  proto- 
catechuic  acid. 

With  mordanted  wooUen  cloth  the  flowers 
produce  fairly  good  shades,  but  are  in  no  way 
superior  to  the  better-known  Indian  natural 
yellow  dyestuffs.  A.  G.  P. 

THIAZINE  COLOURING  MATTERS.  The 
thiazines  are  colouring  matters  containing  the 
group 

•N= 
The  sitnplest  member  of  this  series  is  thionine 


NH 


'\>ks.AANH 


the  hydrochloride  of  which  constitutes  Lauth's 
violet  {see  Methylene  blue).    The  tetiamethyl 
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derivative  is  methylene  blue  (q.v.),  which  is  by 
far  the  most  important  dyostuff  of  this  class. 
The  general  method  of  preparation  of  these 
colouring  matters  has  already  been  indicated 
{see  METHYI.ENB  BF.uja). 

Gentianine 

is  prepared  by  the  conjoint  oxidation  of  p- 
phenylenediamine  and  dimethyl-j)-phenylenc- 
diamine  in  presence  of  hydrogen  sulphide,  and 
comes  on  the  markei;  as  the  zinc  chloride  double 
salt.  ,  It  is  a  reddish-brown  powder  which 
dissolves  in  water  with  a  blue-violet  colour  and 
dyes  mordanted  cotton  bluish  violet  (Geigy  and 
Co.,  Fr.  Pat.  180487 ;  U.S.  Pat.  368716,  1887). 
Thionine  blue  C 
'N- 


(CH3),N! 


is  prepared  like  methylene  blue  except  that 
dimethyl-j)-phenylenediaminethiosulphonio  acid 
is  oxidised  together  with  methylethylaniline 
instead  of  dimethylaniline.  It  dyes  tannin 
mordanted  cotton  blue 
Thiocarmine  R 


C.Hs-n! 


la-CeH^-SOaNa 

Benz_ylethyl-j)-phenylenediaminesulphonio  acid 
is  oxidised  in  presence  of  sodium  thiosulphate  to 
sulphobenzylethyl  -  p  -  phenylenediaminethiosul- 
phonio  acid  ;  the  latter  is  oxidised  together  with 
benzylethylanilinesulphonic  acid  and  the  sulnho- 
indaminethiosulphonate  thus  obtained  is  heated 
to  boiling.  The  dyestuff  is  an  indigo-blue  powder 
giving  a  pure  blue  solution  in  water  and  dyeing 
wool  and  silk  from  an  acid  bath  in  blue  shades 
(Cassella  and  Co.,  Eng.  Pat.  4596,  1890 ;  U.  S. 
Pat.  434493 ;  see  also  J.  Soc.  Chem.  Ind.  1892, 
11,  30). 

Toluidine  blue  C 

.|-^CH. 

'\/\nh,hci 

Dimethyl  -  jj-phenylenediaminethiosulphonio  acid 
{cf.  Methylene  Blue)  is  oxidised  together  with 
o-toluidine.  The  Insoluble  green  indamine  formed 
is  boiled  with  a  solution  of  zinc  chloride  and  the 
resulting  leuco  compound  is  oxidised.  The 
colouring  matter  is  a  dark  green  powder  giving 
a  bluish-violet  aqueous  solution  and  dyeing 
mordanted  cotton  blue  (Badische  Anilin  und 
Soda  Fabrik  ;  Eng.  Pat.  10314,  1888 ;  D.  R.  P. 
47374 ;  U.  S.  Pat.  416055 ;  Meister,  Lucius  und 
Biuning,  D.  R.  P.  47345). 
New  methylene  blue  N 


(CH,),n!, 


(C,H5)Hn(^/I 


::\^ 


CH,       ^^<H>HC1(C,H.) 

Ethyl-p-tolylenediaminethiosulphonio  acid,  ob- 
tained by  the  oxidation  of  jj-aminoethyl-o- 
toluidine  in  presence  of  sodium  thiosulphate,  is 
oxidised  together  with  ethyl-o-toluidine  and  the 
green  indamine  obtained  is  heated.    The  solu- 


tion of  tho  dyestufE  in  water  is  viofet-blue  when 
cold  and  puro  blue  when  hot.  Tannin-mor- 
danted cotton  is  dyed  in  redder  and  fuller  shades 
than  those  produced  by  methylene  blue  (Cas- 
sella and  Co.,  Eng.  Pat.  8407,  1891 ;  U.  S.  Pat. 
469329). 

Brilliant  alizarin  blue  (Bayer) ;  Indocbromine 
T  (Sandoz) 

SO,Na 


(CH3),N. 


"N^/ 


-S, 


1 


'Vh 


\ 


0 


1  :  2-Naphthaquinone-6-sulphonio  acid  is  con- 
densed with  dimothyl-j)-phenylcnediaminethio- 
aulphonio  acid.  Tho  dyestuff  gives  fast  blue 
shades  on  chromed  wool,  cotton  or  silk,  and  is 
suitable  for  calico  printing  (E.  Bayer  and  Co., 
D.  R.  P.  83046,  86717).  J.  C.  C. 

THIAZOL  DYESTUFFS  v.  Primuline  and 

ITS   DERIVATIVES. 

THIET-SIE,  A  resinous  substance  used  as  a 
varnish  by  the  Burmese.  It  exudes  from  a  tree 
in  the  form  of  a  light-brown,  very  viscid  liquid 
of  the  consistence  of  treacle,  but  on  exposure 
to  the  air  for  a  few  minuteq  becomes  quite 
black  and  hard  oiv,  the  surface.  The  same 
change  takes  place  instantly  in  contact  with 
potassium  hydroxide.  The  resin  spread  in  a  thin 
layer  on  wood  or  other  solid  body  quickly 
forms  a  hard  deep-black  coating  of  great 
brilliancy.  On  digesting  the  unaltered  substance 
with  alcohol  of  80  p.c.  at  a  gentle  heat,  the 
greater  part  gradually  dissolves ;  and  on  de- 
canting the  clear  liquid  from  the  insoluble 
residue,  and  distilling  oS  the  alcohol,  there 
remains  a  very  tenacious  gummy  residue  of  a 
rich-brown  colour,  which  undergoes  no  change 
of  colour  on  exposure  to  the  air,  out  very  slowly 
hardens.  In  contact  with  potassium  hydroxide, 
however,  it  blackens  like  the  original  substance. 

The  residue,  insoluble  in  alcohol,  dissolves 
for  the  most  part  in  ether,  forming  a  dark- 
brown  solution,  and  leaving  a  light-brown  solid 
resin.  The  ethereal  solution,  when  evaporated, 
leaves  a  residue  which,  on  exposure  to  the 
air,  instantly  becomes  quite  black,  and  after  a 
short  time  nearly  solid.  This,  then,  is  the 
portion  of  the  original  substance  to  which  the 
property  of  blackening  on  exposure  to  the  air  is 
due. 

The  solid  resin,  insoluble  in  alcohol  and  ether, 
which  forms  but  a  small  part  of  the  original 
substance,  is  quite  unalterable  in  the  air.  When 
heated  with  nitric  acid,  i.b  yields  a  crystalline 
acid  which  may  be  sublimed  and  which  exhibits 
the  characters  of  succinic  acid. 

THIOACETAMIDE  CH3CSNH2  is  prepared 
by  the  action  of  hydrogen  sulphide  on  aceto- 
nitrile  (Bernthsen,  Annalen,  192,  46) ;  or  of 
phosphorus  pentasulphide  on  acetamide  in 
benzene  solution  (Hantzsch,  ibid.  250,  264 ;  c/. 
Hofmann,  Ber.  1878,  11,  340).  It  crystallises 
in  monosymmetrio  plates  or  prisms,  m.p.  107'5°- 
108'5°,  and  is  readily  soluble  in  water  or  alcohol, 
less'  so  in  ether.  Acids  or  'bases  decompose 
thioacetamide,  yielding  acetic  acid,  ammonia 
and  hydrogen  sulphide,  whilst  with  silver 
nitrate  solution,  a  precipitate  of  silver  sul- 
phide is  obtained.    It  gives  difficultly,  soluble 
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compounds  with  mercuric  chloride  and  with 
other  metalho  chlorides  (Kumakow,  J.  Russ. 
Phys.  Chem.  Soo.  1893,  25.  613). 

THIOACETANILIDE  CH3-C(SH):N-C,H5  or 
GH3-CS-NH(C8H5)  is  prepared  by  the  interaction 
of  acetanilide  and  phosphorus  pentasulphide 
(Jaeobson,  Ber.  1886,  19,  1067;  Hofmann, 
ibid.  1878,  11,  339),  or  of  the  chloride  of  acetani- 
lide, CH3-CC1:N-C,H5  and  hydrogen  sulphide 
(Leo,  ibid.  1877,  10,  2134).  It  crystallises  from 
water  in  needles,  m.p.  75°.  On  distillation  it 
yields  phenj'lamino-phenyHmino-ethane 

CeH5-NH-C(CH3) :  N-CsH^. 
It  is  soluble  in  sodium  hydroxide  solution,  from 
which   it  is   precipitated   by  the  addition  of 
acids.     The  sodium  derivative 

CH3-CS-NNa(CaH,) 
is  formed  by  the  action  of  sodium  ethoxide. 
ThioaoetaniUde  yields  two  series  of  alkyl 
derivatives,  viz.  the  normal  alkyl  thioacetaniUdes 
CH3-CS-NR(C,H5)  and  the  alkyl  isothioacetani- 
lides  CH3-C(SR) :  N-CeH,.  The  former  are 
obtained  by  the  action  of  phosphorus  penta- 
sulphide on  alkylacetanilides,  and  the  latter  by 
the  action  of  alkyl  iodides  on  the  sodium 
derivative  of  thioacetaniUde. 

THIOACETIC  ACID  CH3COSH  is  best  pre- 
pared by  heating  glacial  acetic  acid  with  phos- 
phorus pentasulphide  (Tarugi,  Gazz.  chim.  ital. 
1895,  25,  i.  273 ;  Schiff,  Ber.  1895,  28,  1205  ; 
cf.  Kekul6  and  Linnemann,  Annalen,  123,  278  ; 
Kekul6  ibid.  90,  311).  It  may  also  be  prepared 
by  the  interaction  of  acetyl  chloride  and  potas- 
sium hydrosulphide  ( Jacquemin  and  Vosselmann, 
J.  1859,  354),  or  of  lead  acetate  and  anhydrous 
sodium  thiosulphate  (Frohde,  Zeitsch.  Chem. 
1866,  543).  It  is  an  unpleasant  smelling 
liquid,  b.p.  93°,  sp.gr.  1-074  at  10°,  soluble  in 
water  and  in  alcohol  :  for  electrical  conduc- 
tivity V.  Ostwald,  Zeitsch.  physikal.  Chem.  3, 
182.  By  heating  in  a  sealed  tube  with  water 
at  180°-200°  or  by  boiling  with  zinc  and  sodium 
hydroxide,  the  sulphur  is  removed  (Schulze, 
Zeitsch.  physiol.  Chem.  1898,  25,  16).  Strong 
sulphuric  or  nitric  acid  reacts  explosively  with 
thioacetio  acid.  Phosphorus  pentachloride 
jdelds  acetyl  chloride,  phosphorus  thiochloride 
and  hydrogen  chloride,  whilst  zino  chloride 
yields  ethenyl  trisulphide,  CjHiSj,  acetic  acid 
and  hydrogen  sulphide.  Thioacetio  acid  con- 
denses with  aldehydes,  ketones  and  ketonic 
apids  in  the  presence  of  hydrogen  chloride 
(Bongartz,  Ber.  1886,  19,  1934).  It  has  been 
recommended  as  a  substitute  for  hydrogen 
sulphide  in  qualitative  analysis  (SohifE  and 
Tarugi,  ibid.  1894,  27^  3437 ;  Tarugi  and  Mar- 
ohionneschi.  Boll.  Chim.  Farm.  45,  629).  For 
salts,  V.  Ulrioh,  Annalen,  109,  275 ;  Tarugi, 
Gazz.  chim.  ital.  1895,  25,  i.  341 ;  1897,  27,  i. 
316 ;  ii.  153. 

Ethyl  ester.  Prepared  by  the  interaction  of 
acetyl  chloride  and  ethyl  hydrosulphide,  but 
not  from  ethyl  acetate  and  phosphorus  penta- 
sulphide (Michler,  Annalen,-  176,  182).  Un- 
?leasant  smelling  liquid,  b.p.  116-0°-116-2°  at 
49-3  mm.  (Beckmann,  J.  pr.  Chem.  [ii.]  17, 461). 

Dithioacetic  acid,  methylcarbithionic  acid 
CHj-CS-SH  is  prepared  by  the  action  of  carbon 
disulphide  on  magnesium  methyl  iodide  in  weU- 
cooled  ethereal  solution.  The  product  is  de- 
composed with  ice  and  hydrochloric  acid.    It 


is  a  reddish-yellow  oil,  b.p.  37°/15  mm.,  sp.gr. 
1-24  at  20°,  readily  soluble  in  organic  solvents. 
It  displaces  acetic  and  formic  acids  from  their 
salts.  It  is  readily  oxidised  to  thioacetyl  di- 
sulphide by  water  and  produces  black  spots  on 
the  skin.  The  alkaU,  alkaline  earth,  silver  and 
magnesium  salts  are  soluble  in  water,  giving 
coloured  precipitates  with  the  salts  of  the  heavy 
metals  (Houben  and  Pohl,  Ber.  1907,  40,  1303). 

Methyl  ester.  -Prepared  as  the  acid,  substitu- 
ting ammonium  chloride  for  hydrochloric  acid. 
The  product  is  shaken  with  methyl  sulphate,  and 
the  red  oil  so  formed  distilled  ;  b.p.  140°/760  mm., 
80°-81°/95  mm.,  71°/70  mm. ;  sp.gr.  1-096  at 
21°/4°  (Houben  and  Sohultze,  Ber.  1910,  43, 
2481). 

THIOANTIPYRINE  or  THIOPYEINE, 
CioHjjNjjS.  Prepared  by  treating  the  metho- 
chloride  or  methiodide  of  l-pheayl-3.methyl- 
5-ohloropyrazole  with  potassium  hydrogen  sul- 
phide. Large  soluble  crystals,  m.p.  166° 
(Miohaelis  and  Bindewald,  Ber.  1900,  2873). 

TfflOBENZENYL  DYESTUFFSv.  Pkimuline 

AKD   ITS   DBEIVATIVES. 

THIOBENZOPHENONE  v.  Ketones. 
THIOCHROMOGEN  v.  Pbimuline  and   its 

DEBIVATIVBS. 

THIOCOL  V.  Synthetic  drugs. 
THIOCYANATES  v.  Cyanides. 
THIODIALURIC    ACID 

CO<^|:g^>CHSH,l|H,0 

obtained  by  hydrolysing  with  dilute  potassium 

hydroxide  thiopse«<iourio  acid 

„„^NH-CO-.  p„  „p^NH 
'""^NH-CO^^'^  ^^--NHj 

(Nencki,  Ber.  1871,  4,  772),  or  potassium  thio- 

oyanobarbiturate  CO<jttt.piq>CH-SCN  (Trz- 

cinski,  ibid.  1883,  16,  1057);  forms  bright 
microscopic  plates.  The  potassium  salt  is  a 
yellow  crystalline  compound,  sparingly  soluble 
in  water.  Thiodialuric  acid  dissolves  in  nitric 
acid  to  form  a  pale  red  solution,  and  on  warming 
a  violent  reaction  takes  place  and  dilituric  acid 
is  formed. 

THIOFLAVINE  T  S  ».  Pbimulote  and  its 

DBEIVATIVES. 

THIOFOBM    THIOGENOL,    v.    SyNTHETio 

DRUGS. 

THIOGLYCOLLIC  ACID  SH-CHj-CO.H  was 
first  prepared  by  Carius  (Annalen,  1862,  124, 
43)  by  heating  3  parts  of  monoohloraoetic  acid 
in" concentrated  aqueous  solution  mth  5  parts  of 
potassium  hydrogen  sulphide.  Thiodiglycollio 
acid  is  formed  at  the  same  time,  thus  : 
CH2a-C02H+2KSH=CHj(SH)C02K+HjS+Ka, 
CHi,(SH)C02K:+CH3aC02K-S(CHjCOoK)o+Ha 
(v.  Claessen,  ibid.  1877,  187,  113). 

ThioglycoUic  acid  is  also  formed  bytreating 
sulphochloraoetyl  chloride,  SOjCl-CHa-COCl  with 
tin  and  hydrochlorio  acid  (Siemens,  Ber.  1873,  6, 
659) ;  by  treating  glyoxylic  acid  with  sulphur- 
etted hydrogen  in  presence  of  silver  oxide,  thio- 
diglycollio acid  also  being  formed  in  this  case 
(Bottmger,  Annalen,  1879,  198,  215) ;  by  boilmg 
thiohydantoln  or  rhodanic  acid  with  baryta 
(Andreasch,  Ber.  1879,  12,  1385;  Ginsburg  and 
BondzynsM,  ibid.  1886,  19,  117) ;  or  by  treating 
salts  of  chloracetic  acid  with  alkali  or  alkaHne 
earth  polysulphides  and  subjecting  the  producta 
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tluiB  foimed  to  the  action  of  reducing  agents 
(Kalle  and  Co.,  D.  R.  P.  180875). 

Thioglycollic  acid  is  an  unorystallisable  oil, 
Eoluble  in  water,  alcohol,  and  ether.  It  has  a 
faint  smell,  acts  as  a  strong  acid  and  forms  a 
number  of  metallic  salts  (Claessen,  I.e. :  Ber. 
1877,  10,  1354). 

K  a  drop  of  ferric  cliloride  is  added  to  a 
dightly  acidified  thioglycollate,  a  transient 
indigo  blue  colour  appears,  which  changes  to  a 
deep  violet  red  on  adding  excess  of  ammonia 
and  shaking  in  air.  On  standing  the  colour 
disappears,  but  it  is  reproduced  by  shaking  the 
solution  with  air  (Andreasch,  Ber.  1879,  12, 
1390).  ThiodiglyooUio  acid  does  not  give  this 
reaction.  Thioglycollic  acid  reacts  with  alde- 
hydes yielding  compounds  of  the  type 

ECH(S-0Hj'C0jH)2, 
with  ketones  to  form  the  compounds 

EjC(SCH2C0,H)„ 
and  also  with  ketonic  acids  (Bongartz,  Ber.  1886, 
19,  1931 ;    ibid.  1888,  21,  478).     It  also  unites 
with  cyanamides  forming  hydantoins  ( Andreasch, 
Monatsh.  1881,  2,  775 ;   Ber.  1880,  13,  1421). 

Thioglyeollamide  CH:2(SH)C0NH2  forms  thin 
white  leaflets,  m.p.  149°  (Homiberg,  J.  pr.  Chem. 
1905,  [ii.]  71,  264). 

EthylthloglycoUate  CH2(SH)C02C2H5,  is 
formed  by  boiling  the  acid  with  absolute  alcohol 
in  the  presence  of  a  few  drops  of  sulphuric  acid 
(Claessen).  It  is  an  offensive  smelling  heavy 
oil,  b.p.  above  155°  (deoomp.),  insoluble  in  water 
and  in  alcohol.  For  some  of  its  derivatives,  see 
Wisliscenus,  Annalen,  1868,  146,  145  ;  Heintz, 
ibid.  1865,  136,  223 ;  Letts  and  Collie,  J.  1878, 
685. 

EthylthloglycoUic  acid  CHjiC^HjSjCOjH  is 
formed  by  the. interaction  of  ethyl  chloracetate 
and  sodium  mercaptide,  the  ethyl  ester  thus 
formed  being  hydrolysed  with  baryta  water 
(Oaessen,  Bull.  Soc.  chim.  [ii.]  23,  444).  It  is 
an  oil  soluble  in  water,  alcohol  and  ether,  and 
yields  metallic  salts  and  esters.     Its  amide 

CHj,(CjH5S)CONH2 
has  m.p.  440°. 

NitrosothioglycoUic  acid  (SH)CH(N0)C02H  is 
obtained,  together  with  cyanamide  and  di- 
cyanamide,  by  boiling  nitrosotliiohydantoin  with 
baryta  water.  A  number  of  its  metallic  salts 
have  been  prepared  (Andreasch,  Ber.  1880,  13, 
601). 

Dithioglycollic  acid  (SCH^ -00211)2  forms 
leaflets  or  prisms,  m.p.  100°,  gives  metaUio  salts, 
an  ethyl  ester,  b.p.  280°  (decomp.),  and  is  reduced 
by  zinc  and  hydrochloric  acid  to  thioglycollic 
acid  (Claessen,  Ber.  1881,  14,  410  ;  Ginsburg  and 
Bondzynski,  I.e.). 

Thiodiglycollic  acid  S^CHj-COjH:)^  may  be 
prepared  by  treating  calcium  chloracetate  with 
calcium  hydrogen  sulphide  in  presence  of  hydro- 
gen sulphide  (Schreiber,  J.  pr.  Chem.  [ii.]  13, 
472) ;  or  by  mixing  a  concentrated  aqueous  solu- 
tion of  sodium  chloracetate  with  an  equivalent 
amount  of  sodium  sulphide  dissolved  in  the 
smallest  quantity  of  water.  The  mixture  is 
acidified  with  sulphuric  acid  and  the  thio- 
diglycollic acid  is  shaken  out  with  ether  (Love'n, 
Ber.  1884,  17,  2818 ;  ibid.iiSU,  27,  3059).  It 
forms  rhombic  tablets,  m.p.  129°;  gives  metallic 
salts  ;a  dimc<%i cater, b.p.  135°/llmm.(Anschutz 
and  Biemaux,  Annalen,  1893,  273,  69),  and  a 


diethyl  ester,  b.p.  267°-2Ci8°  (corj.)  (Wislicenus, 
I.e.).    Also  a  chloride  S(CH2C0C1)2,  an  anhydride 

^'^ch''-co>°'  ™-p-  •^*'^°'  ^-P-  iss"/^*^  '°™- 

(Ansohiitz  and  Biemaux,  I.e.),  and  amides. 

THIOINDIGO  DYESTUFFS  v.  Indiqo,  Aeti- 

FICIAL,  AND  InDIOOID  DyeSTUFFS  ;  VaT  DVES. 

THIOKETONES  v.  Ketones. 
THIOL  V.  Synthetic  drugs. 
THIOLINE  V.  Abietene. 
THIONINE     V.     Methylene      elite     and 
Thiazine  coloubing  matters. 

THIONURIC  ACID  v.  Pyrimidines. 
THIOPHEN.     Thiofmfuran 

OH— CH 
C,H,S  or   II         11, 

CH     CH 

\/ 

S 
Discovered  by  Victor  Meyer  in  coal-tar  benzene, 
which  contains  about  0-5  p.c.  of  thiophen  (Ber. 
1883,  16,  1465 ;  see  also  Bull.  Soc.  chim.  1900, 
23,  384  ;  ibid.  24,  357  ;  Heusler,  Ber.  1895,  28, 
488  ;  Witzeck,  Chem.  Zentr.  1903,  i.  1053).  In 
order  to  extract  the  thiophen,  a  large  quantity 
of  the  best  commercial  benzene  was  shaken  for 
some  hours  with  one-tenth  of  its  volume  of  con- 
centrated sulphuric  acid,  the  black  acid  layer 
separated,  diluted  with  water,  and  converted 
into  the  lead  salt  of  the  sulphonio  acid  thus 
obtained.  This  lead  thiophen -sulphonate,  which 
was  contaminated  with  lead  benzene-sulphonate, 
was  dried,  mixed  with  one-fourth  of  its  weight 
of  ammonium  chloride,  and  distilled.  The  sul- 
phonic  acid  was  thus  hydrolysed,  and  an  oil 
passed  over  which  was  purified  by  shaking  ^vith 
caustic  alkali  to  remove  mercaptans,  dried  over 
calcium  chloride  and  rectified. 

K.  E.  Sohulze  (Ber.  1885,  18,  497)  recom- 
mends that  the  thiophen -sulphonio  acid,  after 
diluting  the  crude  acid  with  water,  should  be. 
h3'drolysed  by  steam-distillation.  Thiophen 
may  also  be  completely  removed  from  com- 
mercial benzene  by  treating  the  latter  with 
form-  or  acet-aldehyde  or  with  phthalic  anhy- 
dride (D.  R.  P.  211239  :  Erdl.  1908-1910,  9,  96). 

According  to  Steinkopf  (Chem.  Zeit.  1911, 
35,  1098),  thiophen  may  be  very  readily  pre- 
pared by  passing  acetylene  over  pyrites  or 
marcasite  heated  to  300°,  the  thiophen  being 
separated  from  the  other  products  by  fractional 
distillation.  Among ,  the  products  occurs  a 
substance  CjHjSa,  b.p.  36°-38°  of  garlic-like 
smell  which,  when  treated  with  alkalis,  loses 
some  sulphur  and  also  its  unpleasant  smell. 
Thiophen  has  been  artificially  prepared  by 
numerous  methods  :  amongst  others  by  passing 
ethylene  or  acetylene  into  boiling  sulphur 
(Victor  Meyer  and  Sandmeyer,  Ber.  1883,  16, 
2176);  by  heating  succinic  anhydride  with 
phosphorus  pentasulphide,  or  better,  sodium 
succinate  with  phosphorus  trisulphide  (Volhard 
and  Erdmann,  Ber.  1885,  18,  454  ;  Friedburg, 
J.  Soc.  Chem.  Ind.  1890,  1062) ;  and  in  a  similar 
way  from  erythrol  and  phosphorus  penta- 
sulphide (Paal  and  Tafel,  Ber.  1885,  18,  688); 
also  by  the  action  of  sulphuretted  hydrogen 
on  diketones  thus  : 

CHrCROH    Hv  CH:CRv 

I  +    >S  =  I  >S+2H,0 

CH:CROH    H^         CH:CR/ 
(Paal,  ibid.  367,  2251). 

\ 
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Liquid,  with  a  faint  amell.  Boils  at  84° 
(oorr.),  sp.gr.  1-08844  at  0°.  Gives  with  isatin 
and  sulphuric  acid  a  blue  colouring  matter, 
indophenin,  CijH,NOS  (test  for  thiophen  in 
benzene)  (Sohwalbe,  Ber.  1904,  37,  1244; 
Bauer,  ibid.  3128).  Thiophen  gives  similar 
coloured  condensation  products  with  all  com- 
pounds containing  the  group  CO-CO  (see  Deniges, 
Bull.  Soc.  chim.  [iii.]  13,  538  ;  Moyer,  Ber.  1883, 
16,  1473;  Liebermann,  ibid.  1887,  20,  3231; 
Claisen,  ibid.  2197  ;  Oster,  ibid..  1904,  37,  3348). 
It  gives  an  intensely  red  coloration  with  lactic 
acid  in  the  presence  of  sulphuric  acid  and  copper 
sulphate  (Fletcher  and  Hopkins,  Chem.  Zentr. 
1907,  i.  1442),  and  various  colours  with  different 
aldehydes  (Steensma,  ibid.  1908,  i.  1492). 

Thiophen  may  be  determined  by  shaking 
1  grm.  of  it  with  15-15  grms.  of  mercuric  acetate 
in  60  grms.  of  water  when  a  white  insoluble 
crystalline  powder  separates,  having  the  com- 
position CiH4S(HgC2H302)4  and  which  may  be 
weighed  as  such.  When  heated  with  aqueous 
sodium  chloride  it  yields  the  corresponding 
chloride,  C4HjS(HgCl)j,  as  a  white  insoluble 
microcrystalline  powder.  When  heated  with 
alkalis,  the  chloro  compound  yields  the  hydroxy 
derivative  04H,S(HgOH)j  which  explodes  on 
heating,  metallic  mercury  separating  in  the 
form  of  a  mirror  (Paolini,  Gazz.  ohim.  ital.  1907, 
37,  i.  58). 

Thiophen  may  be  estimated  colorimetrically 
in  benzene  by  charging  2  measures  with  25  c.c. 
of  isatin  solution  (containing  0-5  grm.  isatin  in 
1000  grms.  of  pure  cono.  sulphuric  acid)  and 
25  Co.  pure  cone,  sulphuric  acid.  To  one  of 
these  1  c.c.  of  the  benzene  to  be  tested  is  added, 
to  the  other  1  c.c,  of  a  test  solution  containing 
a  definite  quantity  (from  0-01-0-5  p.e.)  of 
thiophen  in  benzene  and  the  colours  after 
shaking  for  5  minutes  are  compared  on  a  white 
base  (Schwalbe,  Chem.  Zeit.  1905,  29,  895). 

When  boiled  with  aluminium  chloride, 
thiophen  forms  an  insoluble  resin  (Heusler, 
Zeitsch.  angew.  C^hem.  1896,  1 1,  750 ;  Biidtker, 
Compt.  rend.  1896,  123,  310;  Haller  and  Michel, 
Bull.  Soc.  chim.  1896,  15,  1065). 

Thiophen  combines  with  mercuric  chloride 
and  sulphate  (Dimroth,  Chem.  Zentr.  1901,  i. 
450  ;  Schwalbe,  Ber.  1905,  38,  2208),  and  also 
with  the  acetate  as  above. 

A  small  quantity  of  thiophen,  mixed  with 
vanillin  and  concentrated  sulphuric  acid  gives  a 
green  or  bluish-green  colour.  A  green  colour  is 
also  formed  gradually  when  wood  is  moistened 
with  1-2  drops  of  thiophen  and  10  times  the 
amount  of  alcohol  mixed  with  an  equal  volume 
of  sulphuric  acid  is  added  (Ihl,  Chem.  Zeit.  14, 
1707).  According  to  Thomas  (Bull.  Soc.  ohim. 
1909,  [iv.]  5,  182,  736),  pure  thiophen  is  not 
reduced  by  Sabatier  and  Senderens'  method. 

When  treated  with  hydrogen  peroxide  (1-3 
p.c.  solution),  thiophen  yields  oxt/thiophcn 
CjHjiOaS,  b.p.  130°,  and  tetraoxythiophen,  b.p. 
158°-160°.  Both  have  a  pleasant  smell,  a 
burning  taste,  and  give  a  green  coloration  with 
isatin  and  sulphuric  acid.  If  25  p.c.  hydrogen 
peroxide  is  used  the  oxythiophens  are  decom- 
posed forming  sulphuric  acid  and  yellow  resinous 
products  (Lanfry,  Compt.  rend.  1911,  153,  73). 

Both  in  its  physical  properties  and  in  its 
chemical  reactions,  thiophen  closely  resembles 
benzene.     Benzene  boils  at  80°,  thiophen  at  84°. 


Like  benzene  it  combines  with  certain  sub- 
stances as  thiophen  of  orystalhsatiou  (Lieber- 
mann, Ber.  1893,  26,  853 ;  Prokof  jefE,  J.  Russ. 
PhyB.  Chem.  Soc.  1897,  29,  87).  The  halogens, 
nitric  acid,  and  sulphuric  acid  react  with  thio- 
phen, yielding  substitution  products  corre- 
sponding with  and  very  similar  in  properties  to 
those  of  benzene,  excepting  that  thiophen, 
owing  to  its  unsymmetrical  constitution,  forms 
two  series  of  mono-substitution  compounds — 
o-compounds,  in  which  a  hydrogen  atom  ad- 
jacent to  sulphur  is  replaced,  and  ;3-compounds, 
in  which  the  substitution  takes  place  with  a 
hydrogen  atom  in  the  meta-  position  to  sul. 
phur  (Bamberger,  Ber.  1897,  30,  369;  Will- 
gerodt,  J.  pr.  Chem.  1886,  33,  150  ;  Rosenberg, 
Ber.  1886,  19,  650;  Schleicher,  ibid.  1885,  18, 
3015 ;  Ciamioian  aind  AngeUi,  ibid.  1891,  24, 
74,  1347,  Marcusson,  ibid.  1893,  26,  2457 ; 
Tohl  and  Schultz,  ibid.  1894,  27,  2834;  i^id. 
1895,  28,  2217 ;   Eberhard,  ibid.  2385). 

Thiophen  diiodide  C4H2T2S  forms  crystalline 
plates,  m.p.  40-6°,  and  is  sometimes  used  as  a 
substitute  for  iodoform  in  surgical  cases. 

In  the  presence  of  anhydrous  ether,  mag- 
nesium dissolves  in  2-iodothiopheu  giving 
magnesium  thiophen  iodide  which  reacts  with 
ketones  forming  tertiary  alcohols,  some  of  which 
products  are  described  by  Thomas  (Compt.  rend. 
1908,  146,  642;  see  also  Tschelinzeft,  Chem. 
Zentr.  1905,  i.  146). 

Sodium  thiophen  sulphonate  C4H3S-KaS03  is 
a  white  crystalline  powder  which  has  been  em- 
ployed in  prurigo,  being  non-toxio  and  non- 
irritant  :  it  has  proved  more  effective  than 
0-naphthol.  Nitrothiophen  (Stadler,  Ber.  1885, 
18,  530),  like  nitrobenzene,  yields,  with  reducing 
agents,  the  corresponding  amino  compound 
(Stadler,  ibid.  1490;  2316;  Goldschmidt  and 
Schulti^cas,  ibid.  1887,  20,  1701). 

ilomologues  of  thiophen  are  present  in  coal- 
tar  benzene  and  may  be  separated  by  methods 
similar  to  those  used  for  separating  thiophen 
(Messinger,  Ber.  1885,  18,  563,  1636;  Keiser, 
ibid.  1896,  29,  2560).  Many  of  these  o-  and  ^- 
homologues  are  known  and  may  be  obtained  by 
a  variety  of  sjiithetio  methods.  By  treating  a 
mixture  of  2-iodo-thiophcn  and  methyl  iodide 
with  sodium,  2-methyUhiophen  (thiolclene)  can 
bo  obtained  (Kues  and  Paal,  Ber.  1886, 19,  555 ; 
Meyer  and  Kreis,  ibid.  1884,  17,  1558).  2-Etkyl 
thiophen  may  be  obtained  similarly.  For  various 
homologues  and  their  halogen  and  other  de- 
rivatives, see  Griinwald  (Ber.  1887,  20,  2585) ; 
Zelinsky  (ibid.  2017;  ibid.  1888,  21,  1835); 
Thiele  (Annalen,  1892,  267,  133);  Opolski 
(Chem,  Zentr.  1905,  i.  1255;  ibid.  ii.  1796) 
amongst  others. 

2-PhenyUhiophen  is  obtained  by  distilling 
/3-benzoylpropionic  acid  or  benzoyli«osuccinic 
acid  with,  phosphorus  tri-  or  penta-sulphide 
(Kuea  and  Paal,  ibid.  1886,  19,  3142).  It 
crystallises  in  small  plates,  m.p.  40°-44°. 

Z-Phenylthio'phen  is  obtained  by  the  inter- 
action of  thiophen  and  nitrosoacetanilide.  The 
compound  obtained  by  Mohlau  and  Bereer 
[ibid.  1893,  26,  2001)  from  diazobenzene  chloride 
and  thiophen  in  the  presence  of  aluminium 
chloride  is  a  mixture/)f  2-  and  S-phenylthiophens 
(Bamberger,  ibid.  1897,  30,  36).  3-Phenylthio- 
phen  crystallises  in  plates,  m.p.  90°-90-5°,  b.p. 
254°-260°.    Renard  (Compt.  rend.  1889,  109, 
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699)  describes  another  phenylthiophen,  m.p. 
330°,  which  was  obtained  by  passing  a  mixture 
of  the  vapours  of  toluene  and  sulphur  through 
an  iron  tube  heated  to  rcdaess. 

Diphmyl;  ditolyl-,  and  other  diarylthiophens 
may  be  obtained  by  heating  mixed  aliphatic 
aromatic  ketones  in  the  presence  of  water  and 
ammonium  sulphide  at  215°  under  pressure 
(Willgerodt  and  Scholtz,  Cbem.  Zentr.  1910, 
1.1969).  For  another  method  of  obtaining  the 
diphenylthiophens,  v.  Baumann  and  Fromm 
(Ber.  1895,  26,  2001). 

Dinaphthathiophen  CjoHijS,  and  benzdithio- 
phen  CioHjSj,  have  been  isolated  from  the 
product  obtained  from  the  interaction  of  the 
vapours  of  sulphur  and  naphthalfene  at  a  red 
heat.  The  former  crystallises  in  pearly  yellow 
scales,  melts  at  250-5°  (oorr.),  and  boUs  above  440°. 
It  yields  a  hexabromo  derivative  CjoHoBrjS, 
m.p.  260°,  and  a  tetranitro  derivative 

Ci,„H,(N0,)4S, 
m.p.  210°  (circa).  Oxidation  with  chromic  acid 
gives  phthalio  acid.  The  latter  crystallises  in 
ruby  red  leaflets,  melts  at  118-5°  (oorr.),  and 
boiU  at  345°.  It  gives  the  thiophen  reaction 
with  sulphuric  acid  and  isatin.  From  it  a 
tetrabromo  derivative  CioHjBriSj,  m.p.  247°- 
248°,  and  a  tetranitro  derivative  Ci(|Hj(NOj)4S2, 
decomposing  at  300°,  have  been  obtained 
(Lanfry,  Compt.  rend.  1911,  152,  92,  1254). 
Other  naphthalenethiophens  have  beendescribed 
by  Dziewbnsld  (BuU.  Soo.  chim.  1904,  [iii.] 
31,  925). 

Dithienyl  (041138)2,  m.p.  83°,  is  formed  when 
the  vapour  of  thiophen  is  passed  through  a  red- 
hot  tube,  just  as  driphenyl  (CjHjjj  is  formed 
under  these  conditions  from  benzene  (Nahnsen, 
Ber.  1884,  17,  789).  Tahl  (ibid.  1894,  27,  665) 
obtained  another  dithienyl,  m.p.  33°,  by  the 
action  of  anhydrous  feebly  fuming  sulphuric 
acid  on  ice  cold  thiophen.  A  third  dithienyl, 
m.p.  132°,  was  obtained  by  Auwers  and  Predt 
{ibid.  1741)  by  heating  butane  tetracarboxylic 
acid  with  phosphorus  sulphide. 

Thiophen  carboxylic  acids  may  be  obtained 
by  oxidising  the  corresponding  alkyl  thiophens 
and  also  by  various  other  methods  (Nahnsen, 
Ber.  1884,  17,  2197;  Peter,  Ber.  1885,  18,  542; 
Messinger,  ibid.  663 ;  Nahnsen,  ibid.  2304 ; 
Sohleichter,  ibid.  3015 ;  Damsky,  ibid.  1886, 
19,  3282  ;  Levi,  ibid.  656 ;  Curtius,  Chem.  Zentr. 
1902,  i.  457  ;  Hoileman  and  Voerman,  Proc.  K. 
Akad.  Wentesch.  Amsterdam,  1907,  9,  514 ; 
Rec.  trav.  chim.  1907,  26,  293  ;  Sohorigin,  Ber. 
1910,  43,  1938).  Thiophen-2-carboxylic  acid, 
m.p.  1^°-127°;  thiophen-3-carboxylic  acid,  m.p. 
136° ;  and  three  dicarboxylio  acids  are  known. 

Thiophen  aldehyde  CiHaS-CHO,  a  pale  yellow 
oil,  b.p.  198°,  having  a  pleasant  smell,  is  ob- 
tained by  the  distillation  of  o-thienylglyoxylic 
acid  CjHaS-CO-COjH  (Biedermann,  Ber.  1886, 
19, 1853)  or  by  the  action  of  sulphuretted  hydro- 
gen on  ohlordiketopentamethylene 
CH2 — CHCl\p/-w 

CHj 00^^" 

(Hantzsch,  ibid.  1889,  22,  2838 :  Hantzsch  and 
Witz,  ibid.  1901,  34,  841).  On  oxidation  it 
yields  the  a-acid.  Many  of  its  derivatives  are 
known.  Thiophen  ketones  and  a  large  number 
of  other  derivatives  of  thiophen  have  been 
prepared.  • 


Thiophen  gteen    C(OH)^C,H4-N(CH3)2. 
\C3H4-N(CH,)2 
This  compound,  which  was  discovered  by  L.  E. 
Levi  (Ber.   1887,  20,  513),  isau  analogue  of 
malachite  green.    The  leuco  base 

CH(C4H3S)[CeH4-N(CH3)j2 
is  first  prepared  by  heating  a  mixttire  of  one 
part  of  thiophenaldehyde,  2  parts  of  dimethyl- 
aniline  with  a  little  alcohol,  and  3  to  4,  parts 
of  zinc  chloride  for  6  hours,  adding  the  zinc 
chloride  gradually,  and,  if  the  mass  becomes 
thick,  diluting  slightly  with  water.  The  product 
is  made  alkEuine  ^rith  caustic  soda,  steam-dis- 
tiUed,  extracted  with  ether,  and  the  crystalline 
residue  which  is  left  on  evaporating  the  ether 
recrystallised  from  alcohol.  This  crystaUiue 
leuco  base  is  then  oxidised  with  manganese 
dioxide  and  dilute  sulphuric  acid,  when  it  yields 
thiophen  green.  The  colouring  matter  is  ex- 
tracted with  hot  water,  filtered  from  manganese 
dioxide,  precipitated  with  ammonium  chloride 
and  ammonia,  and  extracted  with  ether.  It  is, 
as  represented  by  the  formula,  the  carbinol  corre- 
sponding with  the  leuoo  base.  Like  malachite 
green,  it  forms  a  double  salt  with  zinc  chloride. 
It  dyes  silk  and  wool  a  shade  very  much  like  that 
of  malachite  green,  but  somewhat  yellower. 

W.  Krause  (Intemat.  Monatschr.  Anat.  u. 
Physiol.  4,  2  ;  J.  Soc.  Chem.  Cid.  1887,  507) 
recommends  the  use  of  the  zinc  double  salt  of 
thiophen  green  for  staining  sections,  especially 
as  a  complementary  colour  to  carmine.  It 
dissolves  readily  in  water,  alcohol,  and  chloro- 
form, but  is  insoluble  in  benzene. 

THIOSEMICARBAZIDE  v.  Hydrazines. 
'     THIOSTANNIC    ACID    v.    Tin   salts   and 

OXIDES. 

THOMAS  SLAG  v.  Fektilisebs. 

THORIANITE.  A  heavy,  black  mineral 
consisting  of  thoria  (51-80  p.c.)  with  uranium 
oxides  (11-32-7  p.c),  &c.  It  is  isomorphous 
with  pitchblende  {q.v.)  and  very  similar  to  the 
crystallised  varieties  of  this  in  most  of  its 
characters.  The  principal  difference  between 
the  two  minerals  is  in  the  relative  amounts  of 
the  thorium  and  uranium  oxides,  thorianite 
being  essentially  (Th.UjOj  and  pitchblende 
(U,Th)02.  Thorianite  is  known  only_  from 
Ceylon,  where  it  is  found  in  the  stream-beds  and 
in  the  gem-bearing  alluvial  gravels  at  several 
spots  in  the  Central,  Sabaragamuwa,  and 
Southern  provinces.  The  heavy  minerals  oc- 
curring with  it,  and  separated  by  the  gemmers 
from  the  alluvia  by  a  simple  process  of  washing, 
are  zircon,  ilmenite,  thorite,  gold,  &c.  The 
largest  amounts  have  been  obtained  from  the 
Kuda  Pandi-oya,  a  small  stream  in  the  Bambara-  - 
botuwa  district,  about  20  miles  from  Balangoda 
in  the  Sabaragamuwa  province ;  but  the 
deposits  are  of  limited  extent,  and  soon  become 
exhausted.  The  occurrence  of  the  mineral  in 
situ  has  also  been  noted  at  one  or  two  places 
(Gampola  and  Maddegama)  in  Central  province, 
a  few  crystals  having  been  found  in  pegmatite- 
veina.  Prospecting  for  the  original  sources  is, 
however,  difficult,  owing  to  the  thick  growths 
of  jungle. 

Thorianite  is  found  as  small,  simple  cubes, 
usually  only  a  few  mm.  across,  and  only  ex- 
oeptionaUy  reaching  2  or  3  cm.    Interpenetration 
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twins,  like  those  of  fluor-spar,  are  occasion- 
ally met  mth.  The  colour  is  jet-black,  and, 
when  the  surface  is  not  water-worn  and  dulled, 
the  lustre  is  bright  and  pitchy.  The  streak  is 
brown  with  a  tinge  of  green ;  thin  sections  are 
translucent  and  opticaUy  isotropic.  The  high 
sp.gr.  of  about  9-5  is  a  striking  feature  ;  hardness 
nearly  7.  The  mineral  is  soluble  in  nitric  acid 
and  in  sulphuric  acid,  but  is  scarcely  attacked 
by  hydrochloric  acid.  It  is  the  richest  known 
source  of  helium,  8-2-9'5  o.o.  per  gram  being 
given  off  when  the  mineral  is  heated  or  dissolved 
in  acid.  Its  radioactivity  is  less  than  that  of 
pitchblende,  there  being  less  radium  but  more 
radiothorium.  Nipponium  and  some  other 
possibly  new  elements  have  been  extracted 
from  thorianite  (M.  Ogawa,  1908;  C.  de  B. 
Evans,  1908). 

Analysis  I.  of  thorianite  from  near  Balan« 
goda  (W.  R.  Dunstan  and  B.  M.  Jones,' Proc. 
Roy.  Soc.  1906,  A,  77,  546).  IJ.  same  locality 
(Dunstan  and  G.  S.  Blake,  ibid.  1905,  A,  76, 
253).  III.  ditto  (Dunstan,  Nature,  1904,  69, 
510).  IV.  ditto  (E.  H.  Buchner,  Proc.  Roy. 
Soc.  1906,  A,  78,  385).  V.  and  VI.  from  GaUe, 
Southern  province  (Dunstan  and  Jones,  I.e.). 


ThOj 

78-98  78-86  72-24  70-96  62-16  58-84 

13-40 

,«:03}U-19  13-12  }0;32}3,.V4 

Ce,0, 
(La.Di),0 

}l-47 

^3  o:'?}  1-96    1-84    0-85 

PbO- 

2-54 

2-59    2-25    2-42    2-29    2-56 

Fe.O, 

0-87 

-0-46    1-92    2-05    1-11     1-31 

CaO 

0-91 

1-13     —      0-13    0-59    0-19 

H,.0 

1-28 

—       —      3-20     1-05    1-26 

Insol. 

0-47 

0-20    0-41     —      0-77    0-4§ 

Thorianite  contains  a  higher  percentage  of 
thoria  than  any  other  kno^iTi  mineral,  and  it  has 
been  employed  as  a  source  of  thoria  for  use  in 
incandescent  gas  mantles.  The  amount  ex- 
ported from  Ceylon  in  1905  was  about  9  tons, 
which  sold  for  £1600  to  £1700  per  ton ;  since 
then,  however,  the  price  of  thoria  has  fallen 
considerably. 

For  local  details  of  occurrence,  &o.,  see 
Administration  Reports,  Ceylon,  Colombo,  1904, 
&o. ;  Colonial  Reports,  Miscell.  Ser.,  Ceylon 
Mineral  Survey,  London,  1904,   &c. 

L.  J.  S. 

THORITE.  A  mineral  consisting  essentially 
of  thorium  silicate,  ThSiOj,  crystallising  in  the 
tetragonal  system  and  isomorphous  with  zircon. 
Analyses  show :  SiOj,  12-19  ;  ThOj,  48-74  (the 
formula  requires  81-5) ;  U^Oj,  1-10 ;  CcjOj, 
~  0-3 ;  HjO,  6-10  p.o.  The  presence  of  water 
appears  to  be  due  to  secondary  alteration  ;  and 
the  fact  that  the  mineral  is  frequently  optically 
isotropic  and  amorphous  indicates  that  it  is  not 
fresh.  The  colour  is  yellow  to  dark  brown,  and 
in  the  orangite  variety  (q.v.)  a  bright  orange- 
yellow  ;  the  lustre  is  resinous ;  sp.gr.  4-4^5-4. 
The  mineral  occurs  as  small  masses  and  in- 
distinct crystals  in  the  augite-syenite  on  the 
Langesund-fjord  and  near  Arendal,  and,  a  few 
other  places  in  the  south  of  Norway.  It  is  also 
found,  together  with  thorianite,  in  the  gem- 

'  Also  He.  0-39. 

^  Also  ZrO,,  3-68  (due  to  enclosed  zircon) ;  SIO,, 
IS*;  sp.gr.  8-98.  * 

=  AlsoZrOj,  0-23;  SnOj.O-OS;  SbjO^.O-ll;  AljOj, 
0'15;  etc. 


gravels  ol  Ceylon.  Small  amounts  are  ooUectsd 
for  the  preparation  of  thorium  compounds  and 
used  principally  for  the  mantles  of  incandescent 
gas-lights.  L.  J.  S. 

THORIUM.  Sym.  Th.  At.wt.  232-4.  This 
element,  which  has  the  highest  atomic  weight  of 
the  metals  of  the  rare  earth  series,  was  identified 
by  BerzeUus  in  1829  as  occurring  in  the  form  of 
silicate  in  the  mineral  thorite,  obtained  from 
the  island  of  Lov-6n  (near  Brevig,  Norway). 

Occurrence. — ^Thoria  is  present  as  the  main 
constituent  in  thorite,  orangite,  and  their 
alteration  products,  mackintoshite,  auerlite, 
calciothorite,  and  freyalite,  and  in  -thorianite 
(Dunstan  and  Jones,  Proc.  Roy.  Soo.  1905,  76  A, 
253 ;  1906,  77  A,  546 ;  SzilSird,  Compt.  rend. 
1907,  145,  463).  It  occurs  in  variable  amounts 
(1-18  p.c.)  in  monazite,  and  yttrocrasite  (Amer. 
J:  Soi.  1906,  [iv.]  22,  515). 

Extraction  and  Purification. 

1.  Separation  from  thorite,  orangite,  and 
thorianite.  These  minerals  are  easily  decomposed 
by  the  strong  mineral  acids  when  silicic  acid 
separates,  and  the  solution  containing  the 
metallic  constituents  is  freed  from  lead,  bismuth, 
&c.,  by  hydrogen  sulphide.  Thorium  is  then 
separated  in  the  form  of  its  optahydrated 
sulphate  Th(SOj)2,8HjO,  which  separates  from 
aqueous  solutions  below  47°.  This  salt  is  re- 
dissolved  in  water,  and  oxalic  acid  added  to 
precipitate  thorium  oxalate,  which  is  then 
ignited  to  thoria  and  the  cycle  of  operations 
repeated  (Kriiss  and  Nilson,  Ber.  1887,  20,  1665). 

Thorium  salts  may  be  separated  from  those 
of  the  oerite  metals  by  dissolving  in  alkali 
carbonates  or  oxalates.  But  this  process  brings 
into  solution  also  small  amounts  of  the  ytterbite 
metals,  which,  however,  do  not  occur  in  thorium 
minerals  to  any  large  extent.  Solutions  of 
thorium  salts  readily  undergo  hydrolytio  change 
when  boiled  with  sodium  thiosulphate,  thorium 
hydroxide  being  precipitated  mixed  with  sulphur; 
this,  operation  separates  thorium  from  all  rare 
earth  metals  excepting  scandium  and  zirconium 
(Bunsen,  Pogg.  Ann.  1875,  155,  379 ;  Moissan 
and  Etard,  Compt.  rend.  1896,  122,  573  ;  Urbain, 
Bull.  Soc.  chim.  1896,  [iii.]  15,  338;  Brauner, 
Chem.  Soo.  Trans.  1898,  73,  951). 

2.  Separation  from  monazite  sand.  Monazite, 
an  orthophosphate  of  the  cerite  metals  which 
contains  varying  proportions  of  thorium,  is  very 
widely  diffused  in  the  earth's  crust,  occurring 
primarily  as  an  accessory  constituent  of  certain 
plutonio  rocks  (granites,  diorites,  gneisses,  &c.). 
It  is,  however,  chiefly  in  its  secondary  form  of 
monazite  sand  that  the  mineral  is  exploited  for 
the  gas-mantle  industry.  The  erosive  action  of 
rivers  and  tides  on  the  original  monazite  con- 
taining rocks  gives  rise  to  enormous  accumula- 
tions of  monazite  sands  found  in  littoral  and 
fluviatile  deposits  chiefly  in  Brazil  (Bahia  and 
Minas  Geraes)  and  in  North  and  South  Carolina. 
Less  extensive  strata  are  found  in  Australia  and 
the  Ural  Moimtains,  and  certain  deposits  on  the 
coast  of  Travancore  have  acquired  some  impor- 
tance. 

In  addition  to  the  yellow  grains  of  monazite, 
the  sand  contains  fragments  of  magnetite, 
chromite,  titanite,  quartz,  felspar,  hornblende, 
rutile,  brookite,  zircon,  and  small  quantities  of 
rare-earth  minerals  {e.g.  samarskite,  aschynite}. 
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After  some  preliminary  mechanical  or  mag- 
netic dressing  the  monazite  sand  is  decomposed 
by  heating  with  concentrated  sulphuric  acid,  and 
the  product  dissolved  in  cold  water,  the  residue 
containing  the  unattached  constituents  of  the 
sand,  quartz,  zircon,  titanite,  &o.  The  acid 
solution  is  partially  neutralised  with  magnesia, 
sodium  hydroxide  or  ammonia  until  precipita- 
tion of  the  phosphates  of  the  rare-earth  metals 
occurs,  when  thorium  phosphate,  being  the  least 
soluble  of  this  series,  is  concentrated  in  the 
first  fractions.  The  phosphate  is  dissolved  in 
strong  hydrochloric  acid  and  the  thorium 
repreoipitated  by  oxalic  acid. 

The  sparing  solubility  of  thorium  oxalate 
in  solutions  containing  excess  of  mineral  acid 
serves  also  to  separate  thorium  from  the 
commoner  metals  (iron,  manganese, calcium,  &c,). 

The  thorium  oxalate  in  the  precipitate  when 
warmed  with  aqueous  sodium  carbonate  passes 
into  solution  together  with  small  quantities  of 
any  y tterbite  metals  present.  The  cerite  metals 
remain  for  the  chief  part  undissolved  in  the  form 
of  double  carbonates. 

The  thorium  in  the  carbonate  solution  is 
repreoipitated  either  as  oxalate  by  adding  acid 
or  as  hydroxide  by  adding  caustic  soda.  Further 
purification  is  effected  by  converting  the  oxalate 
or  hydroxide  into  sulphate  and  crystallising 
repeatedly  the  octahydrated  salt  (Koppel  and 
Holtkamp,  Zeitsch.  anorg.  Chem.  1910,  67,  266). 

A  method  similar  in  principle  to  the  foregoing 
is  based  on  the  employment  of  normal  sodium 
sulphite  when  salts  of  thorium  (and  zirconium) 
form  double  sulphites 

(e.Sr.  Thj(OH)2(SOj)3,2Na2S03,22HjO) 
soluble  in  excess  of  aqueous  alkali  sulphite, 
whereas  the  cerite  metals  remain  for  the  most 
part  undissolved  (Chavastelon,  Compt.  rend. 
1900,  130,  781 ;  Grossmann,  Zeitsch.  anorg. 
Chem.  1905,  44,  229 ;  Bat^k,  ibid.  45,  87). 

Hydrated  thorium  peroxide  is  precipitated 
by  hydrogen  peroxide  from  acid  solutions  of 
thorium  salts,  but  in  presence  of  cerite  metals 
a  certain  amount  of  cerium  is  co-precipitated. 
The  operation  must  be  repeated  several  times  to 
effect  a  complete  separation  (Wyrouboff  and 
Vemeuil,  Bull.  Soo.  chim.  1898,  [iii.]  19,  219 ; 
Compt.  rend.  1898,  127,  412). 

A  separation  of  thorium  and  Zirconium  from 
the  cerium  and  yttrium  elements  is  brought 
about  by  stirring  thoroughly  into  a  dilute  solu- 
tion of  the  nitrates  (containing  tervalent  cerium) 
an  excess  of  freshly-prepared  lead  carbonate. 
After  12  hours  the  hydrates  of  thoria,  zirconia, 
and  ferric  oxide  are  completely  precipitated, 
the  hydroxides  of  aluminium,  chromium,  and 
uranium  are  partially  deposited,  whilst  cerium, 
yttrium,  and  other  rare  earth  metals  remain  in 
solution.  The  precipitate  is  redissolved  and  the 
thoria  present  is  further  purified  (Giles,  Chem. 
News,  1905,  92,  130).  The  sparingly  soluble 
basic  acetate  (Bohm,  Die  Darstellung  der 
seltenen  Erden,  vol.  i.  40, 1290),  and  the  chromate 
(Ber.  1900,  33,  2028)  have  been  recommended 
for  separating  thorium  from  the  cerite  metals. 
The  acetylacetonate  may  be  employed  in 
purifying  small  quantities  of  thoria  ;  the  well- 
dried  salt  is  extracted  with  chloroform,  in  which 
thorium  acetylacetonate  alone  dissolves  (Urbain, 
Bull.  Soc.  chim.  1896,  [iiif  15,  338,  347;  Ann. 
Chim.  Phys.  1900,  [vii.]  19, 184).     Repeated  pre- 


cipitation of  thorium  by  ,  potassium  azide  is 
recommended  as  a  mode  of  separation  and 
purification  (Dennis  and  Kortright,  Amer.  Chem. 
J.  U9t,  16,  79;  J.  Amer.  Chem.  Soc.  1896,  18, 
947). 

m-Nitrobenzoio  acid  precipitates  thorium 
quantitatively  as  thorium  m-nitrobenzoate  in 
presence  of  aniline  or  from  neutral  solutions  of 
the  rare-earth  nitrates  derived  from  monazite, 
and  a  repetition  of  the  process  affords  a  complete 
separation  from  cerium,  lanthanum,  neodymium, 
and  praseodymium,  but  the  first  of  these  elements 
must  be  in  the  tervalent  condition,  otherwise 
the  ,  sparingly  soluble  yelloiw  cerio  ns-nitro- 
benzoate   is   deposited   (J.   Amer.    Chem.    Soc. 

1904,  26,  780 ;  Zeitsch.  angew.  Chem.  1905,  18, 
92).  This  method  avoids  the  use  of  alcohol, 
which  is  required  in  the  separation  of  these 
metals  with  fumaric  acid. 

Certain  organic  bases  have  a  selective  action 
in  the  precipitation  of  the  hydroxides  of  the  rare 
earths ;  p-toluidine  separates  thorium  and 
zirconium  from  lanthanum,  neodymium,  and 
praseodymium,  whilst  hexamethylenetetramine 
and  the  chloranilines  serve  to  separate  thorium 
from  zirconium  (Hartwell,  J.  Amer.  Chem.  Soo. 
1903,  25,  1128). 

The  resolution  of  thoria  into  three  chlorides 
differing  in  volatility  and  containing  respectively 
three  elements  with  different  atomic  weights  has 
not  been  confirmed  (Baskerville,  ibid.  1904,  26, 
922 ;  Ber.  1905,  38,  1444 ;  c/.  R.  J.  Meyer  and 
Gumperz,  ibid.  1905,  38,  817 ;  Eberhard,  ibid. 
38,  826). 

■  Metallic  thorium.  The  isolation  of  the  metal 
in  a  pure  state  ia  a  matter  of  considerable 
difficulty  owing  to  its  infusibility,  and  to  its 
power  of  combining  with  nitrogen,  hydrogen, 
carbon,  silicon,  and  the  metals.  The  reduction 
of  thoria  with  magnesium  is  not  complete 
(Ber.  1891,  24,  873) ;  the  action  of  silicon  and 
aluminium  on  thoria  or  on  potassium  thorium 
fluoride  leads  respectively  to  the  formation  of  a 
silicide  ThSij,  and  an  alloy  ThAl^  (Compt.  rend. 
1906,  142,  157,  280).  Reduction  of  the  chloride 
or  double  potassium  chloride  with  sodium  at 
red  heat  in  an  iron  cylinder  gives  a  product  still 
coiitaining  thoria.  A  rolled  specimen  of  metal 
obtained  in  this  way  melted  at  1450°  and  had 
sp.gr.  12-14  (Ber.  1883,  16,  153 ;  Compt.  rend. 
1883,  96,  346 ;  Ann.  Chim.  Phys.  1906,  [viii.]  8, 
182;  Zeitsch.  Elektrochem.  1908,  14,  768). 
Electrolysis  of  thorium  chloride  dissolved  in  a 
fused  mixture  of  sodium  and  potassium  chlorides 
contained  in  a  graphite  crucible  afforded  a 
product  melting  at  1700°  {ibid.  1909,  15,  866), 
Alloys  of  thorium  are  obtained  by  reducing, 
with  sodium  or  with  carbon  and  sodium 
hydroxide,  mixtures  of  thorium  salts  with  those 
of  more  fusible  metals  (Sn,  Pb,  Sb,  AI,  or  Cu), 
and  thorium  fluoride  heated  with  tin  or  lead 
gives  thorium  alloys  of  these  metals  (D.  R.  P. 
146503). 

Reduction  of  thoria  by  amorphous  boron 
leads  to  the  formation  of  two  thorium  borides, 
ThBj,  prismatic  crystals,  sp.gr.  7-5  at  15°,  and 
ThB„  reddish-violet  mass,  sp.gr.  6-4  at  15° :  the 
former  is  soluble  and  the  latter  insoluble  in 
concentrated   hydrochloric  acid   (Compt.   rend. 

1905,  141,  191). 

Colloidal  thorium  is  prepared  by  rubbing 
95-96  p.c.  thorium  with  cold  dilute  hydrochlorio 
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acid  and  washing  the  mass  on  a  filter  nntil  a 
grey  opalescent  solution  passes  through ;  this 
liquid  is  stable  to  acids,  but  not  to  alkalis.  On 
electrification  the  thorium  particles  are  found  to 
carry  a  positive  charge  (Zeitsch.  Chem.  Ind. 
KoUoide,  1909,  6,  191). 

Thorium  hydride  ThH„  produced  by  direct 
combination  of  the  metal  and  hydrogen  at  red 
heat,  or  by  absorption  of  the  gas  by  a  heated 
mixture  of  thoria  and  magnesium.  It  is  not 
decomposed  by  water,  but  evolves  hydrogen  on 
treatment  with  hydrochloric  acid  (Ber.  1891,  24, 
873  ;  Compt.  rend.  1900,  131,  891 ;  1901,  132, 
36  ;  Ann.  Chim.  Phys.  1907,  [viii.]  10,  130). 

Thorium  carbide  ThCj,  yellow  microscopic 
crystals,  sp.gr.  8-96  at  18°,  prepared  by  heating 
an  intimate  mixture  of  thoria  and  carbon  in  the 
electric  furnace  (900  ampferes,  50  volts),  is 
decomposed  by  cold  water  evolving  acetylene, 
methane,  ethylene,  and  hydrogen  (Conrpt.  rend. 
1893,  116,  1227 ;  1896,  122,  573 ;  Ann.  Chim. 
Phys.  1897,  [vu.]  12,  427). 

Thorium  $ilicide  ThSij,  quadratic  plates, 
sp.gr.  7-96/16°,  produced  by  heating  to  1200° 
a  mixture  of  potassium  silico-  and  thoro-fluorides 
and  aluminium  (Chem.  Zeit.  1906,  29,  1031 ; 
Compt.  rend.  1906,  142,  157). 

Thorium  nitride  ThaNj,  brown  powder,  ob- 
tained by  direct  union  of  its  components  at  high 
temperatures ;  by  heating  a  mixture  of  thorium 
and  ammonium  chlorides  in  hydrogen  chloride, 
or  by  passing  ammonia  over  heated  thorium 
cajbide;  it  is  •  decomposed  by  water  with 
evolution  of  ammonia  (Compt.  rend.  1896,  122, 
673 ;  1900,  131,  837 ;  1901, 132,  36 ;  Ann.  Chim. 
Phys.  1897,  [vii.]  12,  427 ;  1907,  [viii.]  10,  130). 

Thorium  sulphide  ThSj,  dark-brown  lamellae 
sp.gr-  6-7  at  0°,  and  thorium  oxysulphide  ThOS, 
yellow-  crystalline  powder,  sp.gr.  8;42  at  0°,  are 
produced  by  passing  hydrogen  sulphide  over  a 
mixture  of  thorium  chloride  and  excess  of 
sodium  or  potassium  chloride  at  red  heat  (Compt. 
rend.  1908,  146,  815 ;  cf.  Zeitsch.  anorg.  Chem. 
1907,  53,  74). 

Thorium  fluoride  ThF^,  white  amorphous 
powder,  resulting  from  the  interaction  of 
hydrogen  fluoride  and  thorium  chloride  or 
bromide  at  354°-400°  (Compt.  rend.  1908,  146, 
973).  The  hydrate  ThFi,4H30,  a  gelatinous 
precipitate,  obtained  on  adding  hydrofluoric 
acid  to  solutions  of  thorium  salts,  changes  to  a 
heavy  white  powder,  the  insolubility  of  which 
in  excess  of  the  "precipitant  serves  as  a  separa- 
tion of  thorium  from  zirconium  (Bull.  Soc.  chim. 
1897,  [iii.]  20,  69) ;  double  fluorides  have  been 
prepared  approximating  to  the  composition 
KThaFj.eHjO  and  KThFg.HjO,  and  not  to  the 
typical  fourth-group  formula  K^Ri^Fj  (Zeitsch. 
anorg.  Chem.  1903.  35,  424). 

Thorium  chloride  ThGl4  can  be  prepare4  by 
the  following  methods,  but  unless  oxygen  and 
moisture  are  carefully  excluded,  the  product  is 
always  contaminated  with  oxychloride :  (i.) 
heating  metallic  thorium  in  hydrogen  chloride 
(Ber.  1887,  20,  1605 ;  Zeitsch.  physikal.  Chem. 
1887,  1,  301) ;  (ii.)  heating  thoria  in  carbon 
tetrachloride  vapour  or  in  a  mixture  of  carbon 
monoxide  and  chloride  (Compt.  rend.  1901,  132, 
36,  1908 ;  147,  1046 ;  Ann.  Chim.  Phys.  1907, 
[viii.]  10,  130) ;  (iii.)  heating  thoria  in  chlorine 
saturated  with  sulphur  chloride  (Compt.  rend. 
1904.  138,  631 ;   cf.  Ber.  1905,  38,  817) ;   (iv.) 


decomposing  the  heated  carbide  with  chlorine 
(Compt.  rend.  1905,  140,  1610).  When  purified 
by  subUmation  in  vacud  (720°-750°)  the  chloride 
is  obtained  in  colourless  needles  or  prisms. 
sp.gr.  4-59,  m.p.  820°. 

Thorium  oxychloride  ThOClj  is  an  inter- 
mediate product  obtained  in  the  foregoing 
operation  (No.  ii.) ;  it  crystallises  from  alcohol 
and  absorbs  OH^O  from  moist  air.  The  hydrate 
ThCl4,8H20  is  readily  soluble  in  water  or 
alcohol,  and  the  soluble  hydroxy-chlorides 
Th(OH)a3,7HjO  and  rh{0B.)^Cli,5B.sP  have 
been  isolated. 

Thorium  chloride  combines  with  ammonia 
to  form  several  additive  compounds,  of  which 
Thaj,4NH3  alone  is  stable  above  120°  (Compt. 
rend.  1910,  151,  387).  Additive  compounds  are 
also  formed  with  organic  bases  and  with  alcohols 
and  aldehydes  (Zeitsch.  anorg.  Chem.  1903,  35, 
424 ;  Ber.  1904,  37,  3662). 

Thorium  bromide  ThBrj,  transparent  colour- 
less needles,  sp.gr.  6-62,  unstable  in  the  light, 
evolving  bromine,  boils  at  725°  and  subUmes  in 
vacud  at  600°-620°  (Compt.  rend.  1905,  140, 
1510  ;  1907,  145,  243). 

Thorium  platinoeyanide  Th[Pt(CN)i]2,16H,0, 
yellow  rhombic  prisms  from  thorium  sulphate 
and  barium  platinoeyanide. 

Thorium  hydroxide  Th(OH)j,  heavy  white 
powder,  readily  soluble  in  mineral  acids  or  in 
aqueous  alkali  carbonates.  The  hydrosol  form 
of  this  hydroxide  is  produced  by  dialysing 
solutions  of  thorium  nitrate  or  by  adding  thorium 
nitrate  solution  gradually  to  the  well-washed 
hydrosol  and  boiling  the  mixture  until  an 
opalescent  solution  is  obtained.  Thorium 
hydroxide  hydrogel  is  also  converted  into  the 
hydrosol  form  by  diluted  (N/20)  hydrochloric 
acid,  or  by  solutions  of  aluminium  or  ferric 
chloride  (Biltz,  Ber.  1902,  35,  4436 ;  1904,  37, 
1100;  Miiller,  »6id.  39,  2857;  Zeitsch.  anorg. 
Chem.  1908,  67,  314 ;  J.  Chim.  Phys.  1907,  6, 
488,  495).  . 

The  so-called  thorium  meta-oxide  ia  a  soluble 
modification  of  thoria,  produced  by  igniting  the 
oxalate  or  hydroxide  at  comparatively  low 
temperatures  and  evaporating  the  residue  with 
hydrochloric  or  nitric  acid  until  a  syrup  is'  left, 
which  dissolves  in  water  to  a  milky  solution, 
appearing  yellow  by  transmitted  light  (Cleve, 
Jahrb.  Min.  1874,  161 ;  Stevens,  Zeitsch.  anorg. 
Chem.  1901,  27,  41 ;  WyroubofE  and  Vemeuil, 
ibid.  28,  90  ;  Compt.  rend.  1898,  127,  863). 

Thorium  dioxide  {thoria)  ThOj,  white  powder, 
sp.gr.  10-220  at  17°,  is  obtained  by  igniting  the 
hydroxide  or  the  thorium  salts  of  volatile  acids. 

Thorium  peroxide  is  a  gelatuious  white  pre- 
cipitate, retaining  acid  and  of  somewhat  uncer- 
tain composition,  formed  by  adding  hydrogen 
peroxide  to  solutions  of  thorium  salts ;  its 
peroxide  character  is  manifested  by  the  libera- 
tion of  iodine  from  potassium  iodide  (Compt. 
rend.  1898,  126,  340 ;  BuU.  Soc.  chim.  1898,  [iii.] 
19,  219 ;  Ann.  Chim.  Phys.  1906,  [viii.]  6,  441 ; 
Zeitsch.  anorg.  Chem.  1900,  25,  378;  1902, 
31,  359 ;  R.  Acoad.  Sci.  Torino.  1911,  46,  195). 

Thorium  sulphate  Th(S04)2,  obtained  in  the 
anhydrous  condition  by  treating  thoria  with 
concentrated  sulphuric  acid,  dissolves  in  ice-cold 
water  to  a  25  p.o.  solution,  which  is  supersatur- 
ated at  all  temperatures  from  0°  to  100°  and 
yields   between   0°  and   43°   (or  47°  ?)  either 
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spontaneously  or  after  seeding,  monoolinio 
prisms  of  the  nonahydrate  ThCSOjj^.OHjO,  and 
above  the  latter  temperature  needles  of  the 
tetrahydrate  ThCSO^Ja.iHsO  j  these  hydrates  are 
isomorphous  with  the  corresponding  uranous 
compounds  U{SOj)j,9HjO  and  U(SO«)2,4HaO 
(Zeitsoh.  Krist.  1900,  32,  250  ;   1901,  34,  307). 

The  octahydrate  Th(S04)j,8HjO,  prismatic 
crystals,  separates  under  conditions  similar  to 
those  which  favour  the  formation  of  the  more 
stable  nonahydrate,  and  owes  its  production 
to  the  existence  of  a  metastable  phase  having  a 
very  low  velocity  of  transformation  (Bull.  Soc. 
chim.  1901,  [iii.]  25,  105  ;  Bull.  Soc.  Min.  1901, 
24,  105 ;   Ber.  1887,  20,  1665  ;   1905,  38,  817). 

The  acid  sulphate  ThS04(HS04)2,  needles,  is 
obtained  by  drying  in  vacu6  at  130°,  the  product 
of  the  action  of  concentrated  sulphuric  acid  on 
a  saturated  solution  of  the  anhydrous  normal 
sulphate  (Zeilsch.  anorg.  Chem.  1904,  38,  322) ; 
a  hydrated  acid  sulphate  2Th(S04)j,H2SOj,2H20 
(Gazz.  chim.  ital.  1903,  32,  ii.  523) ;  and  a  basic 
sulphate  ThOS04,2HjO  (Compt.  rend.  1883,  96, 
1860;  1910,  151,  70;  Ber.  1910,  43,  2776) 
have  been  described.  The  following  double 
«wZpAaie«  have  been  isolated  :  K4Th(S04)i,2H20, 
sparingly  soluble ;  K8Th(S04)„2H20 ;  the  corre- 
sponding ammonium  salt  series ; 
Rb2Th{S04)3,2H20 ; 
Cs2Th(S04)3,2H20;  Na2Th(S04)3,4  and  I2H2O 
(Bull.  Soc.  Min.  1901,  24,  105 ;  Zeitsoh.  anorg. 
Chem.  1903,  35,  424  ;  Gazz.  chim.  ital.  1903,  32, 
ii.  523). 

Thorium  nitrate  ThCNOaJi,  with  5,  6,  and 
I2H2O,  the  dodecahydrate  separating  in  hygro- 
scopic pl&,te3  (Cleve,  I.e. ;  cf.  Zeitsch.  angew. 
Chem.  1897,  115;  Chem.  Soc.  Trans.  1898,  73, 
951).  The  commercial  product,  which  is  not  a 
definite  hydrate,  but  approximates  to  Th(N03)4 
with  4H2O,  swells  up  considerably  on  ignition, 
leaving  a  finely  divided  residue  of  snow-white 
thoria.  Commercial  thorium  nitrate  should 
contain  from  48  to  50  p.c.  of  ThO^ ;  a  con- 
siderably higher  percentage  of  oxide  indicates 
the  presence  of  yttrium  metals. 

Thorium  nitrate  unites  with  the  nitrates  of 
univalent  and  divalent  metals,  forming  complex 
nitrates,  having  respectively  the  general  formulae 
R2'Th(N03)e  and  E"Th(N03)e,8HjO,  which 
correspond  with  the  double  nitrates  containing 
quadrivalent  cerium.  Similar  double  nitrates 
(and  sulphates)  are  formed  with  organic  bases 
^Zeitsch.  anorg.  Chem.  1901,  27,  359;  1908, 
CO,  123). 

Complex  thoiium  carbonates.  Normal 
thorium  carbonate  is  not  known,  but  complex 
carbonates  are  prepared  by  adding  soluble 
carbonates  to  thorium  solutions  until  the  pre- 
cipitate first  formed  redissolves  or  by  dissolving 
thorium  hydroxide  in  aqueous  alkali  bicarbonate, 
saturated  with  carbon  dioxide ;  the  product  is 
precipitated  by  alcohol.  Sodium  thorium  carbon- 
ate Na,Th(C03)5,12H30  separates  in  prismatic 
crystals ;  the  thallous  salt  Tl5Th(C03)5  is  pre- 
cipitated as  a  crystalline  powder  on  adding  a 
sohible  thallous  salt  to  a  solution  of  ammonium 
thorium  carbonate  (Cleve,  I.e.  ;  cf.  Zeitsch. 
anorg.  Chem.  1903,  35,  424). 

Thorium  formate  Th(HCOj)4,3H20  and 
thoiium  acetate  Th(CH3-C02)4.  crystallising 
respectively  in  leaflets  and  needles,  are  produced 
by  dJBBplving  thoria  in  the  corresponding  acids  ; 


interaction  between  thorium  salts  and  soluble 
formates  and  acetates  leads  to  basic  salts 
Th(OH)j(HCOii)a  and  Th(OH)2(aHj-COj)2,HjO 
(Haber,  Monatsh.  1897,  18,  687). 

Thorium  oxalate  Th(C204)2,6HjO  is  precipi- 
tated completely  by  adding  oxalic  acid  to 
thorium  solutions  even  in  the  presence  of  con- 
siderable proportions  of  mineral  acid  (Brauner, 
Chem.  Soc.  Trans.  1898,  73,  951).  Complex 
oxalates  such  as  K4Th(C204)4,4HjO  and 
-Na4Th(C204)4,6HjO  are  produced  by  dissolving 
thorium  oxalate  in  concentrated  solutions  of 
alkali  oxalates  (Cleve,  I.e.  ;  and  Brauner,  I.e.). 

Thorium  acetylacetonate  Th[CH(CO-CH3)2]4, 
m.p.  171°,  soluble  in  alcohol  or  chloroform,  is 
prepared  by  adding  acetylacetone  dissolved  in 
aqueous  ammonia  to  13  p.c.  thorium  nitrate 
solution.  This  salt  can  be  distilled  in  vacu6 
(Urbain,  Bull.  Soc.  chim.  1896,  [iii.]  15,  1338; 
Biltz,  Annalen,  1904,  331,  334 ;  Zeitsch.  anorg. 
Chem.  1904,  40,  218). 

Thorium  tartrates  and  complex  tartrates,  v. 
Cleve,  I.e. ;  Haber,  I.e. ;  Kosenheim,  Zeitsch. 
anorg.  Chem.  1903,  35,  424. 

Thorium  salts  of  other  organic  acids,  i'. 
Morgan,  Pharm.  J.  1904,  [iv.]  19,  472;  and 
Karl,  Ber.  1910,  43,  2068. 

Thorium  oleate  has  been  employed  thera- 
peutically in  ointment  form  for  carbuncles 
and  other  skin  troubles  (Martitidale,  Extra 
Pharmacopoeia). 

Pharmacological  action  of  thorium,  v.  SoU- 
mann  and  Brown,  Amer.  J.  Physiol.  1907,  18, 
426. 

Biological  action  of  thorium.  Elemental 
thorium  inhibits  the  growth  of  certain  micro- 
organisms and  algse  without  endangering  the 
life  of  higher  organisms  (Amphioxus,  Zeitsch. 
Elektrochem.  1911,  17,  816;  Arch,  Sci.  Phys. 
Nat.  1911,  [iv.]  32,  347). 

Industrial  application  of  Thoria  v.  Gas 
Mantles.  Gas  .  .antics  are  generally  woven  in 
cotton  or  preferably  ramie  fibre,  but  artificial  silk 
has  also  been  employed,  and  formerly  the  thori- 
um-cerium solution  was  added  to  the  dissolved 
cellulose  before  it  was  spun  into  thread.  The 
present  practice,  however,  is  to  impregnate  the 
woven  stocking  just  as  in  the  case  of  ramie  or 
cotton  fibre.  The  rare  earth  nitrates  may  be 
replaced  by  the  corresponding  acetates  or 
formates  and,  with  artificial  silk,  the  impreg- 
nated stoclcing  is  treated  with  ammonia  or  some 
volatile  alkali  such  as  hydre^zine  or  tetraethyl- 
ammonium  hydroxide  in  order  to  produce 
within  the  fibres  the  hydroxides  of  thorium  and 
cerium.  Hydrogen  peroxide  may  also  be  em- 
ployed as  the  precipitant.  In  either  case,  the 
stockings  are  washed  free  from  soluble  salts  (am- 
monium nitrate,  &o.)  or  acid;  the  head  is  hard- 
ened with  a  solution  of  magnesium,  aluminium, 
zirconium,  glucinum  or  chromium  salt,  and  the 
mantle  '  burnt  off '  and  '  seasoned  '  as  in  the 
case  of  the  ramie  fibre. 

Although  in  most  instances  the  optimum 
effect  is  attained  by  mixing  the  thorium  and 
cerium  salts  in  such  proportions  that  the  mixed 
oxides  of  the  mantle  consist  of  99-0  p.c.  of  thoria 
and  1  -0  p.c.  of  oeria ,  yet  owing  to  the  yellow  coloiir 
of  the  hght  produced  by  this  amount  of  ceria  in 
inverted  mantles  using  high-pressure  gas,  it  is 
customary  in  this  form  of  illumination  to  reduce 
the  proportion  of  ceria  to  0-5  p.c. 
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A  pure  thoria  mantle  gives  no  emission  in 
the  visible  region  of  the  spectrum  and  only  a 
slight  radiation  of  infra-red  rays  of  short  wave 
length.  A  cerium  dioxide  mantle  gives  a  maxi- 
mum radiation  at  the  extreme  red  end  of  the 
visible  spectrum,  the  intensity  at  first  diminished 
in  the  infra-red  region  and  then  increases  again 
for  heat  rays  of  longer  wave  length.  In  this 
mantle  there  is,  on  the  whole,  a  relatively  con- 
siderable loss  of  heat  by  radiation,  the  tempera- 
ture remains  comparatively  low  and  conse- 
quently the  emission  of  light  rays  is  only  feeble. 

In  the  Welsbach  mantle  containing  0-5  p.c. 
to  1'5  p.c.  cerium  dioxide,  the  emission  of  light 
is  selective  and  attains  its  maximum  in  the  blue 
region  of  the  spectrum.  On  the  other  hand,  the 
heat  radiation  is  remarkably  small,  except  for 
rays  of  comparatively  long  wave  length.  Con- 
sequently the  temperature  attained  by  the 
mantle  is  comparable  with  that  of  the  flame 
itself.  The  cerium  dioxide  colours  the  trans- 
parent ground  mass  of  thoria  so  that  an  intense 
selective  absorption  is  developed  in  the  visible 
region  of  the  spectrum  and,  providing  that  the 
amount  of  colouring  oxide  is  small,  this  result 
is  attained  without  any  appreciable  increase  in 
the  loss  of  heat  by  radiation  and  consequently 
without  diminution  in  the  intensity  of  illumina- 
tion. 

One  hundred  parts  of  thoria  can  hold  in 
solid  solution  6'7  parts  of  cerium  dioxide,  and 
as  the  mantle  contains  only  about  1  p.c.  of  the 
latter  oxide,  it  is  entirely  in  tte  dissolved  con- 
dition. Owing  to  this  intimate  minghng  of  the 
two  oxides,  a  very  small  addition  of  cerium 
dioxide  suffices  to  bring  about  the  intense 
emission  of  light  waves  whilst  the  increase  in 
heat  radiation  is  too  slight  to  act  injuriously. 
If,  however,  the  proportion  of  cerium  is  raised, 
the  greater  loss  of  heat  by  radiation  leads  to 
lowering  of  the  mantle  temperature  and  conse- 
quent diminution  in  luminosity.  Cerium  dioxide 
itself  is  stable  in  the  Bunsen  flame,  but  neverthe- 
less the  ignited  mixed  oxides,  when  treated  with 
hydrochloric  acid  and  potassium  iodide  solution 
liberate  an  amount  of  iodine  corresponding  with 
only  a  portion  of  the  dioxide  originally  intro- 
duced into  the  mixture.  This  result  suggests 
the  possibility  of  some  chemical  combination 
between  the  cerium  and  thorium  oxides  which 
may  be  the  chemical  cause  of  the  characteristic 
physical  properties  of  the  Welsbach  gas-mantle 
(c/.  White  and  Tra.ver,  J.  Soc.  Chem.  Ind.  1902, 
21,  1012 ;  Lewes,  Chem.  News,  1905,  26,  62 ; 
Journ.  Gas  Beleuchtigung,  1903,  46,  787,  974; 
R.  J.  Meyer  and  Anschiitz,  Ber.  1907,  40,  2639). 

Radio-activity  of  Thorium. 
Thorium  preparations,  in  general,  exhibit 
radio-activity,  yielding  a-rays  of  similar  intensity 
but  greater  penetrative  power  than  those  of 
uranium.  The  ;8-rays  from  thorium  are  about 
one-tenth  as  intense  as  those  from  uranium,  and 
have  less  penetrating  power.  The  7-rays  are 
relatively  feeble  but  very  penetrating.  It  has 
been  stated  that  the  radio-activity  of  thorium 
from  monazite  is  due  to  the  uranium  present  in 
this  mineral,  and  that  minerals  free  from  uranium 
vield  inactive  thorium  (Baskerville,  J.  Amer. 
Chem.  Soc.  1904,  26,  1642 ;  Zerban,  Ber.  1903, 
36,  3911  ;  1905,  38,  567).  On  the  other  hand, 
minerals  free  from  radium  have  been  found  to 


give  helium  and  thorium  emanation  (Strutt, 
Proo.  Roy.  Soc.  1905a,  76,  88,  312;  1907a, 
80,  66 ;  Hahn,  Ber.  1905,  38,  3371).  After 
allowing  for  uranium,  a  constant  ratio  between 
the  radio-activity  and  amount  of  thorium  waa 
found  for  thorium  minerals  in  which,  probably, 
thorium  and  radiotborium  are  in  equilibrium. 
In  thorium  salts,  where  the  radiothorium  is 
largely  removed,  this  constancy  does  not  exist. 
Boltwood  has  not  succeeded  in  obtaining  inactive 
thorium  (Amer.  J.  Sci.  1906,  21,  415,  and  433). 

Thorium  hydroxide  precipitated  by  ammonia 
from  a  solution  of  a  thorium  salt  has  no  emanat- 
ing power  and  only  a  greatly  diminished  a- 
radiation.  The  filtrate  retains  the  whole  of  the 
emanating  power,  and  the  minute  residue  ob- 
tained on  evaporation  and  ignition  possesses  the 
radio-activity  which  the  precipitate  has  lost. 
The  emanating  power  and  radio-activity  of  this 
product,  thorium  X,  disappear  in  the  course  of 
a  month,  decaying  to  half  their  original  value  in 
four  days.  The  precipitated  thorium  hydroxide 
recovers  the  properties  just  as  fast  as  they 
disappear  from  thorium  X,  and  a  second  treat- 
ment of  its  acid  solution  by  ammonia  after  one 
month  leads  to  the  separation  of  another  quantity 
of  thorium  X  having  the  same  activity  as  the 
first  fraction.  Thorium  X,  a  short-lived  radio- 
active product  of  thorium,  produces  gaseous 
thorium  emanation,  and  this  in  turn  gives 
thorium  '  active  deposit,'  which  imparts  radio- 
activity ('induced  activity ')  to  solid  objects 
brought  into  contact  with  this  disintegratioa 
product  (Rutherford  and  Soddy,  Chem.  Soc. 
Trans.  1902,  81,  321,  837;  Phil.  Mag.  1902, 
4,  370,  569). 

Owing  to  the  complicated  nature  of  the 
disintegration  changes  the  radio-activity  of  a 
thorium  preparation  is  a  complex  function  of  its 
age.  The  sequence  of  these  changes  is  indicated 
in  the  annexed  diagram. 

Mesothorium  1  is  separated  from  thorianite 
by  adding  26  grms.  of  barium  nitrate  to  1-5 
litres  of  a  slightly  acid  solution  of  600  grms.  of 
the  mineral  in  nitric  acid  and  by  shaking  the 
solution  for  an  hour  with  excess  of  sulphuric  acid 
when  the  sulphate  of  mesothorium  1  is  co- 
precipitated  with  barium  sulphate.  The  radio- 
active precipitate  is  reduced  to  sulphide  by  heat- 
ing with  sugar  carbon  in  a  quartz  crucible  and 
the  product  dissolved  in  hydrochloric  acid. 
The  lead  is  precipitated  from  this  solution  by 
hydrogen  sulphide  and  traces  of  iron  and 
thorium  by  ammonia.  The  radio-active  chloride 
in  the  filtrate  is  crystallised  out  fractionally  when 
mesothorium  1  is  concentrated  in  the  least  soluble 
portions  (Hahn,  Ber.  1907,  40,  1462,  3304). 

From  monazite  sand,  mesothorium  1  is 
isolated  by  adding  0-1  p.c.  of  barium  carbonate 
and  heating  the  sand  (400  grms.)  with  800  grms. 
of  concentrated  sulphuric  acid.  The  product  is 
thoroughly  mixed  with  cold  water  when  the  sedi- 
ment contains  practically  the  whole  of  the  meso- 
thorium 1  and  radium.  These  two  active  com- 
ponents are  concentrated  from  the  barium  sul- 
phate precipitate  by  converting  this  product 
successively  into  sulphide  and  chloride,  and 
fractionating  the  latter  from  water  when  the 
mesothorium  1  accumulates  in  the  least  soluble 
crystals  (Soddy,  Eng.  Pat.  25504,  1910 ;  Chem. 
,Soc.  Trans.  1911,  99,  76). 

Mesothorium  1  is  chemically  identical  with 
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radium,  and  cannot  be  separated  from  it  by  frac- 
tional crystallisation  of  active  barium  chloride 
or  other  salts.  On  account  of  "this  complete 
similarity  of  chemical  properties  all  radium 
compounds  separated  from  uranium  minerals 
containing  thorium  contain  mesothorium  1,  and 
all  mesothorium  preparations  include  the 
radium  present  in  the  thorium  minerals,  about 
25  p.c.  of  radium  being  present  in  technically 
prepared  mesothorium  1  (Hahn,  CJhem.  Zeit. 
1911,  35,  845). 


Mesothorium  1  is  rayless,  and  it  disintegrates 
into  mesothorium  2 ;  its  period  of  average  life 
is  7-9  years,  the  period  of  half -change .  being 
5-S  years.  It  behaves  like  a  metal'of  the  alkali 
earths. 

Mesothorium  2  reacts  like  a  metal  of  the  rare* 
earth  series,  and  accordingly  ammonia  serves 
to  precipitate  it  from  solutions  of  nlesothorium  1, 
a  trace  of  zirconium  salt  being  generally  added 
to  serve  as  a  nucleus  for  precipitation  (Hahn, 
Zeitsoh.  physikal.  Chem.  1908,  9,  246 ;   Russell 
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and  Soddy,  Phil.  Mag.  1911,  [vi.]  21, 130).  Two 
other  disintegration  products,  radio-thorium  and 
thorium  X,  are  oo-preoipitated,  but  if  the  pre- 
cipitation is  repeated  on  the  solution  after  one 
or  two  days  the  second  precipitate  wiU  contain 
mesothorium  2,  relatively  free  from  radio- 
thorium.  Mesothorium  2  has  an  average  life 
period  of  8-9  hours,  the  half-change  period  being. 
6-2  hours  ;  it  gives  /3-  and  y-rays  ;  the  former 
are  heterogeneous,  the  absorption  coefficient 
increasing  as  absorption  proceeds  ; .  the  7-rays 
resemble  those  of  uranium  X. 

Radio-thorium.  Period  ^f  average  life  1063 
days  (?),  period  of  half -change  737  days  (?).  Is 
chemically  identical  with  thorium,  and  is  only 
distinguished  from  the  latter  by  preparing  it 
through  mesothorium  1  and  2.  Mesothorium  1 
is  readily  separated  from  thorium,  and-  when 
left  to  itself  produces  radio-thorium,  "wliich  is 
separated  by  precipitating  &  solution  of  the  two 
disintegration  products  with  ammonia  in  the 
presence  of  a  trace  of  zirconium  salt.  When 
first  precipitated  in  this  way  the  radiOfthorium 
will  contain  mesothorium  2,  but  this  decays 
completely  in  the  course  of  3  days,  vi^p  the 
Vol.  v.— 2'. 


formation  of  the  next  disintegration  product, 
thorium  X,  causes  an  increase  in  the  radio- 
activity of  the  preparation  over  a  period  of  3-4 
weeks.  The  emanating  power  increases  with 
the  growth  of  thorium  X,  but  after  a  month  the 
total  activity  and  emanating  power  decay  to 
zero. 

Radio-thorium  preparations,  especially  when 
kept  moist,  are  very  suitable  for  demonstrating 
the  properties  of  the  thorium  emanation.  When 
the  air  in  the  tube  containing  a  radio-thorium 
compound  is  blown  between  two  darkened  zino 
sulphide  screens  with  films  turned  inward,  a 
brilliant  luminescence  is  observed,  and  the  decay 
and  reproduction  of  the  emanation  can  be  thus 
illustrated  (c/.  Hahn,  Ber.  1905,  38,  3371; 
Zeitsch.  physikal.  Chem.  1905,  51,  717;  Phil. 
Mag.  1906,'  [vi.J  11,  793  ;  Elster  and  Geitel, 
Chem.  Zentr.  1906,  ii.  302). 

Radio-thorium  emits  o-rays  which  ha«e  a 
range  of  3-9  cm.  of  air  (Leslie,  Le  Radium,  1911, 
8,  356). 

Thorium  X.  Period  of  average  life  6-35 
days,  period  of  lialf -change  3-7  days.  Resembles 
radium,  mesothorium  1,  and  the  metals  of  the 
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alkaline  earths-  and  remains  in  solution  when 
thorium  is  precipitated  with  ammonia.  The 
residue  left  on  evaporating  the  filtrate  gives  on 
ignition  a  small  amount  of  an  intensely  radio- 
active product,  this  activity  being  due  to  thorium 
X.  If,  however,  thorium  is  precipitated  by  a 
carbonate  or  phosphate,  thorium  X  is  also 
rendered  inspluble ;  the  precipitate  retains  the 
initial  radio-activity  of  the  thorium  compound, 
and  when  dissolved  it  exhibits  the  initial  emanat- 
ing power.  The  emanating  power  of  a  thorium 
solution  is  a  measure  of  the  amount  of  thorium  X 
present  (Zeitsch.  anorg.  Chem.  1909,  61,  338; 
63,  197). 

When  fumario  or  m-nitrobenzoio  acid  or 
pyridine  is  used  to  precipitate  thorium  both 
thorium  X  and  thorium  B  are  left  in  solution.  In 
this  way  thorium  hydroxide  is  freed  from  thorium 
Ki  and  its  disintegration  products.  Four  pre- 
cipitations with  Bi-nitrobenzoic  acid  give 
thorium  hydroxide,  having  neither  ;8-aotivity 
nor  emanating  power  and  a  minimum  of  o- 
activity ;  the  activity  of  this  preparation  then 
increases  regularly  without  the  initial  decay 
characteristic  of  the  precipitate  obtained  by 
ammonia  (Sohlundt  and  Moore,  J.  Phys.  Chem. 
1905,  9,  682). 

Thorium  X  is  more  electro-positive  than  its 
successive  products  and  cannot  be  separated 
from  acid  solutions  by  electrolysis  or  by  the 
action'  of  metals,  only  the  thorium  '  active 
deposit '  being  deposited.  From  alkaline  solu- 
tions, however,  aU  the  active  substances  may  be 
deposited  electrolytically  (von  Lerch,  Monatsh. 
1905,  26.  899). 

Thorium  X  exhibits  an  o-activity,  the  rays 
having  a  range  of -5-7  cm.  of  air  ;  it  also  emits 
feebly  penetrating  ;8-rays  of  low  velocity,  and 
in  this  respect  differs  from  thorium  and  radio- 
thorium  (Levin,  Phil.  MS,g.  1906,  [vi.]  12,  177). 

Thorium  emanation,  period  of  average  life 


76  seconds,  period  of  half.change,'  B3  seconds, 
radio-active  constant  0-0131  (sec.)-*,  o-aotivity, 
range  of  o-rays  5-5  cm.  of  air.  This  emanation, 
which  differs  from  radium  emanation  in  its 
short  period  and  resembles  it  in  showing  o- 
aotivity,  is  most  conveniently  obtained  from 
moist  radio-thorium  preparations  ;  it  is  absorbed 
by  charcoal  at  the  ordinary  temperature  and  is 
condensed  on  cooling,  condensation  starting  at 
—120°,  and  being  complete  at  —155°.  The 
molecular  weight  determined  by  effusion  is 
between  200  and  210,  the  coefficient  of  diffusion 
■being  about  0-1  (Leslie,  Compt.  rend.  1911,  153, 
328).'  Thorium  emanation,  like  radium  emana- 
tion (niton)  and  actinium -emanation,  belongs 
to  the  family  of  inert  gases  and  is  not  absorbed 
or  affected  by  chemical  reagents.  The_  induced 
radio-activity  imparted  to  solid  objects  by 
thorium  emanation  lasts  a  few  days,  whilst  that 
from  radium  or  actinium  emanation  decays 
completely  in  a  few  hours  (Rutherford,  Phil. 
Mag.  1900,  [v.]  49,  161). 

Solid  thorium  nitrate  and  oxide  have  a  lowfir 
emanating  power  than  the  hydroxide  or  carbon- 
ate, and  in  the  latter  case  this  phase  of  activity 
is  further  reduced  by  ignition.  In  these  instances 
the  molecules  of  emanation  diffuse  so  slowly  from 
the  solid  that  the  majority  disintegrate  within 
the  substance  and  never  escape.  But  when  the 
thorium  compounds  are  dissolved  their  solutions 
exhibit  the  same  emanating  power. 

The  amount  of  thorium  present  in  a  mineral 
may  be  quickly  estimated  by  passing  a  steady 
current  of  air  through  the  thorium  solution 
and  comparing  the  constant  leak  in  an  electrQ- 
soope  produced  by  the  stream  of  emanation  with 
that  brought  about  by  a  similar  volume  of  a 
standard  solution  of  thorium  mineral  (c/.  Ramsay, 
J.  Caiim.  Phys.  1905,  [iii.]  617). 

Tboiium  active  deposit  (thgrium  A,  B,  C,, 
d,  D,  and  E). 


ThA 
Period  of  average  life     ......  0-203  sec. 

„   _     half-change 0-014  „ 

Radiation    .         .         «         •         •         •         •         .    a-rays 

Ranges  of  a-rays  .......       — 

Penetration  power  of  ;3-rays  (mm.  of  Al,  half  absorption)    — 
M  >,  T-rays  (cm.  of  lead,  half  absorption)     — 


ThB      ThCi&ThC,         ThD 

15-3  hrs.     79  mins.  4-5  mins. 

10-6    „       55     „  3-1     „ 
)3-rays       2  o-rays      j8-&7-rays 
_      f5-0and8-6^         _ 
\  cm.  of  air  / 
0-05  0-441 

—  1-5 


Thorium  A,  the  first  product  of  thorium 
emanation,  is  very  short-lived,  but  its  existence 
is  indicated  by  the  appearance  of  the  double 
scintillations  on  the  zinc  sulphide  screen  pro- 
duced by  the  pair  of  o-particles  emitted  by  the 
emanation.  A  distinct  although  very  short 
time  interval  separates  the  two  members  of  the 
pair  (Rutherford  and  Geiger,  Phil.  Mag.  1911, 
[vi.]22,  201,  621 ;  Zeitsch.  physikal.  Chem.  1910, 
11,  7  ;  Moseley  and  Faians,  Phil.  Mag.  1911,  fvi.! 
22;  69). 

Thorium  B,  the  second  product  of  thorium 
emanation,  is  practically  rayless  except  for  a 
feeble  •  ;8-activity.  Consequently,  a  negatively 
charged  wire  exposed  for  a  short  time  to  a 
powerful  source  of  emanation  (e.e?.  radio-thorium) 
haslio  very  appreciable  activity  one  second  after 
withdrawal,  but  after  a  few  hours  acquires  a 
powerful  activity  due  to  thorium  Cj.  and  Oj. 

On  heating  the  active  wire  to  red  heat 
thorium  B  distils  off  without  any  appreciable 
effect  on  the  aotivitv  of  the  wire.     The  inactive 


subUmate  (thorium  B)  acquires  an  activity 
which,  after  reaching  a  maximum  in  4  hours, 
decays  with  a  half  period  of  10-6  hours  (Phil. 
Mag.  1905,  [vi.]  9,  628). 

Thorium  C  is  removed  from  a,  solution  <5f 
thorium  active  deposit  by  absorption  with 
animal  charcoal  when  thorium  B  remains  dis-' 
solved.  Thorium  0  is  also  deposited  alone  when 
the  solution  is  electrolysed  or  shaken  up  with 
metallic  nickel.  Zinc,  however,  deposits  both 
thorium  B  and  C,  but  not  thorium  X. 

Thorium  0  gives  two  sets  of  n-rays  having 
different  ranges,  these  being  attributed  to  the 
presence  in  this  active  product  of  the  two  con- 
stituents thorium  Cj  and  thorium  Cj;,-,  these 
products  have  not,  however,  been  separated, 
and  it  is  not  known  whether  the  two  sets  of 
rays  are  due  to  successive  or  concurrent  changes 
(Hahn,  Phil.  Mag.  1906,  [vi.]  11,  793;  Ber.  D. 
physikaT.  Ges.  1909,  11,  55). 

Thorium  D.  When  the  thorium  active 
deposit  coating  a  plate  or  wire  ia  kept  in  a 
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VBOuum  at  ths  ordinary  temperature,  the 
powerful  o-ray  disintegrations  or  thorium  .G, 
and  Oi,  one  of  Tvhich  is  the  strongest  known, 
eausa  a  considerable  proportion  of  thorium  D 
to  '  re.coil,'  i.e.  to  become  projected  from  the 
plate  or  wire  on  to  surrounding  surfaces  of  the 
vacuous  space,  these  receiving  surfaces  being 
kept  negatively  charged. 

According  to  von  Lereh's  rule  the  disintegra- 
tion of  radio-active  elements  is  accompanied  by 
a  regular  increase  in  the  electro  -negative  character 
of  the  successive  products.  But  to  this  rule 
thorium  D  is  an  exception,  as  it  dissolves  more 
readily  in  acids  than  the  other  products,  and  is 
moreover  more  volatile  than  its  generators, 
being  completely  volatilised  from  an  active 
wire  placed  for  30  seconds  in  a  Bunsen  flame 
(Sitzungsber.  Akad.  Wiss.  Wien,  1907,  116, 
[iia],  1443;  1909,  118  [iia],  1575  j  Zeitsch. 
physikal.  Cbem.  1911,  12,  273,  378). 

Thorium  D,  which  emits  only  0-  and  y-rays, 
is  the  last  active  member  of  the  series  ;  its  decay 
is  regular  and  complete,  and  the  nature  of  the 
ultimate  product  [thorium  E)  has  not  been  com  - 
pletely  elucidated,  but  this  final  member  of  the 
series  is  regarded  by  Soddy  as  an  element  indis- 
tingujshabfe  from  ordinary  lead.  Thorium  D  is 
probably  non-separable  by  chemical  methods 
from  thallium,  and  like  this  element  is  co- 
precipitated  with  potassium  platinichloride 
(Chem.  News,  1913, 107,  97).  Barratt  has  found 
that  thorium  G  undergoes  dual  disintegration 
into  thorium  C',  and  thorium  D  (Proc.  Physical 
Sec.  1912,  24,  112). 

The  relationship  existing  between  radioactive 
elements  and  the  ordinary  elements  of  the 
periodic  ■  classification  is  illustrated  by  the 
diagram  on  p.  481,  in  which  can  be  seen  the 
connection  between  the  degradation  products 
of  thorium  and  the  elements  non-separable  from 
these  products  by  ordinary  processes  (Soddy, 
loc.  oit.) 

Bibliography.  —  Koppel,  Die  Chemie  des 
Thoriums ;  Abegg,  Handbuoh  der  anorganischeu 
Chemie,  vol.  iii.  part  2 ;  Bohm,  Die  Darstel- 
lung  der  seltenen  Erden ;  WyroubofE  and 
Vemeuil,  La  Chimie  des  Terres  rares  ;  Truchat, 
Les  Terres  rares  ;  Rutherford,  Radioactivity ; 
Soddy,  The  Chemistry  of  the  Radio-elements, 
1911.  G.  T.  M. 

THORN  APPLE  v.  Datura, 

THORTVEITITE.  A  silicate  of  scandium 
with  yttrium,  dysprosium,  and  erbium 

(Sc,Y)203-2Si02, 
forming  long  prismatic  (orthorhombic)  crystals 
of  a  greyish-green  colour  and  somewhat  re- 
sembling epidote  in  appearance.  It  occurs  in 
some  quantity  in  pegmatite  near  Iveland  in 
Ssetersdalen,  Norway,  and  is  remarkable  in 
being  the  only  mineral  containing  scandium 
(So.Os  about  37  p.c.)  as  an  essential  constituent 
(J.  ScheteUg,  Centr.  Min.  1911,  721).    L.  J.  S. 

THSING-HOA-LIAO.    A  Chinese  name  for  a 

cobaltiferous   aluminium   silicate   used   in   the 

manufacture  of  porcelain;    also  applied  to  a 

,  cobaltiferous  manganese  ore  used  for  producing 

a  blue  colour  on  porcelain. 

THUJONE  V.  Ketones. 

THULIUM.  Sym.  Tm.  At.wt.  168-5.  The 
erbium  sub-group  of  the  yttrium  metals  contains 
the  three  filemepts,  erbium,  dysprpsiuip,  and 


thulium ;  the  compounds  of  the  last '  of  which 
have  been  hitherto  studied  only  by  few  workers 
owing  to  difficulties  of  isolation. 

Occurrence.  Thulium  is  a  very  rare  element, 
the  best  sources  being  euxenite,  sipylite  (a 
columbite  from  Northern  .Norway),  ytterspar 
(Norwegian  xenotime)  and .  samarskite.  It 
occurs  in  small  quantities  in  the  yttrium  earths 
froin  other  rare  minerals. 

Separation.  Cleve  first,  indicated  the  exist- 
ence of  the  rare  earth,  <^«Z!"a  (Compt.  ,rend, 
1879,  89,  478,  521,  708  ;  Thaldn,  ibid.  1880,  91, 
376),  and  Ijecoq  de  Boisbaiidran,  by  decomposing 
fractionally  the  nitrates  of  the  yttrium  group, 
discovered  thulium  fractions  between  those  of 
erbium  and  ytterbium  (Compt.  rend.  1879,  89, 
516).  A  separation  of  erbium  and  thuh'um  has 
been  efEeoted  by  fractional  crystallisation  of  the 
ethyl-sulphates  (Urbain,  Ann.  Chim.  Phys. 
1900,  [vii.]  19,  184). 

The  minerals  containing  thulium  are  decom- 
posed by  hydrochloric  or  sulphuric  acid ;  the 
rare  earth  oxalates  precipitated,  ignited,  and  the 
resulting  oxides  converted  successively  into 
oxalates  and  sulphates.  The  latter  salts  are 
heated  with  barium  bromate  in  aqueous  solution 
from  which  the  rare  earth  bromates  are  frac- 
tionally crystallised.  After  15,000  operations 
the  absorption  spectrum  underwent  no  change. 

Thulium  bromate  Tm(Br03)3,9H20,  hexa- 
gonal prisms,  which  has  been  obtained  in  con- 
siderable amount  by  repeated  crystallisation  of 
the  more  soluble  portions  of  the  rare  earth 
bromates,  is  more  soluble  than  erbium  bromate, 
but  less  soluble  than  ytterbium  bromate. 
Fractional  crystallisation  of  the  bromates  of  the 
yttrium  earths  gives  a  fairly  rapid  separation 
of  thulium  from  its  associates  (C.  James,  Chem. 
News,  1908,  97,  61 ;  1911,  104,  73 ;  J.  Amer. 
Chem.  Soc.  1910,  32,  517 ;   1911,  33,  1332). 

Thulium  salts  are  pale  bluish-green,  but 
their  colour  is  readily  masked  by  smallquantities 
of  erbium,  the  hue  changing  to  yeUowish-green, 
yellow,  white,  and  finally  pink  as  the  amount  of 
this  impurity  increases. 

Thulium  oxide  {thulia),  TmjOai  a  dense  white 
powder  with  a  greenish  tinge,  is  prepared  by 
igniting  the  oxalate  ;  it  is  the  least  basic  of  the 
oxides  of  the  erbium  subgroup  and  dissolves 
slowly  in  strong  acids.  It  exhibits  a  reddish 
incandescence  on  heating. 

Thulium  hydroxide  is  a  white  precipitate 
filtering  readily  even  in  the  cold. 

Thulium  chloride  TmCl3,7H20,  deliquescent 
crystals  very  soluble  in  alcohol  or  water. 

Thulium  sulphate  Tm2(SOi)3,8H20  is  precipi- 
tated by  alcohol  from  an  aqueous  solution  of 
thulium  chloride  and  sulphuric  acid. 

Thulium  nitrate  Tm(N03)3,4H20,  deliques- 
cent crystals  obtained  ftom  solution  in  strong 
nitric  acid. 

Thulium  oxalate  Tm2(C304)3,6H,0,  a  green- 
ish-white  precipitate,  soluble  in  aqueous  alkali 
oxalates  to  form  double. oxalates. 

Thulium  acetylacetonate 

,Tm[CH(CO-CH3)J3,H.,0 
■crystallises  from  an  alcoholic  solution  of  thulium 
hydroxide  in  acetylaoetone ;  the  absorption 
spectrum  of  this  compound  differs  appreciably 
from  that  of  the  inorganic  salts,  nitrates, 
chlorides,  &b. 
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Absorption  spectrum,  v.  Cleve,  l.c;  and 
Forsling,  Bit.  Sv.  Vet.  Akad.  Handl.  1899,  24, 
1,  No.  ,7).  G.  T.  M. 

THUYA  OCCIDENTALIS  (Linn.).  In  1858 
Eochleder  and  Kawalier  (Wien.  akad.  Ber.  29, 
10)  isolated  from  the  green  portions  of  the 
Thuya  {Thuja)  occidentalis  a  gluooside  Thujin, 
which,  when  hydrolysed,  gave  a  yellow  colour- 
ing matter  thujetin.  It  is  very  probable  that 
this  compound  is  a  member  of  the  flavonol 
group. 

Thujin  CjoHajOi  j.  The  plant  was  extracted 
with  alcohol,  the  extract  when  cold  filtered  from 
wax,  and  evaporated  to  a  small  bulk.  The 
residue  was  diluted  with  water,  and  then  with  a 
few  drops  of  lead  acetate  solution,  the  precipi- 
tated impurities  removed,  and  the  clear  brown 
filtrate  treated  with  lead  acetate.  The  yellow 
lead  compound  was  collected,  extracted  with 
dilute,  acetic  acid,  and  basic  lead  acetate  now 
added  to  the  solution.  The  bright  yellow  pre- 
cipitate was  suspended  in  water,  decomposed 
with  sulphuretted  hydrogen,  the  lead  sulphide 
removed,  the  filtrate  treated  with  carbon 
dioxide  in  order  to  free  it  from  sulphuretted 
hydrogen  and  evaporated  in  vacn6  over  sulphuric 
acid.  Crystals  gradually  separated,  and  these 
were  crystallised  repeatedly  from  dilute  alcohol 
until  when  treated  with  ammonia  a  green 
coloration  was  no  longer  produced. 

Thujin  forms  citron  yellow  microscopic 
prisms  sparingly  soluble  in  cold  water.  The 
alcoholic  solution  becomes  yellow  on  treatment 
with  alkalis,  whereas  with  ferric  chloride  a  dark 
green  coloration  is  produced.  When  thujin  is 
digested  in  alcoholic  solution  with  dilute  hydro- 
chlorio  or  sulphuric  acid  it  is  hydrolysed  with 
formation  of  glucose  and  ihujigenin.  Thu jigenin 
is  apparently  an  intermediate  product,  which 
readily  takes  up  a  molecule  of  water,  with  forma- 
tion of  thujetin 

Cjo^2aOi2+H20=Cj4Hj20,-l-CeH,jO, 
Thujigenin 

Ci4H„0,+H20=C„H„0s. 
Thujigenin  Thujetin 

Thujetin  CnHi^Oa  forms  yellow  crystals,  and 
is  characterised  by  the  fact  that  its  alcoholic 
solution  is  coloured  blue-green  with  ammonia, 
and  green  -  coloured  by  potassium  hydroxide 
solution.       ^ 

With  lead  acetate  it  gives  a  deep-red  pre- 
cipitate. When  thujetin  is  digested  with  boiling 
baryta  water  it  is  converted  into  thujeiinic  acid 
CjgHjaOis,  which  consists  of  yellow  microscopic 
needles,  sparingly  soluble  in  water,  readily  soluble 
in  alcohol. 

Thujigenin  C,4H,jO,  is  obtained  as  fine 
yellow  needles  soluble  in  alcoholic  ammonia  with 
a  blue-green  coloration,  and  appears  to  closely 
resemble  thujetin. 

The  quantity  of  thujin  which  is  present  in 
the  plant  is  very  small ;  thus,  from  240  lbs. 
Roohleder  and  Kawalier  were  successful  in 
isolating  a  few  grams  only.  Perkin  (Chem. 
Soc.  Trans.  1899,  829),  who  obtained  only  a 
trace  of  thujetin  from  500  grms.  of  the  material, 
considers  that  this  compound  may  prove  to  be 
identical  with  myricetin.  A.  G.  P. 

THYME  CAMPHOR  v.  Camphob. 

THYME  OIL  V.  Oils,  essential. 

THYMINE  V.  Pybimidines. 


THYMOL  V.  Camphoes  ;  also  Phenol  and 

ITS  HOMOLOQTJES. 

THYMOLOFORM  v.  Synthetic  deuos. 
THYROIODINE,    THYREOIDIN,    THYRA- 
DEN,  THYRADOL,  THYREOIDECTIN  v.  Syn- 

THETIC   DKtrOS. 

TIERS  ARGENT  v.  Alttminium. 

TIGER  EYE  v.  Cbooidolite. 

TIGLIC  ACID  V.  Oils,  Fixed,  and  Fats. 

TIGLIC  ALDEHYDE,  TIGLIC  ANHYDRIDE 

V.  Quaiacum,  art.  Eesins. 

TIL  or  TEEL  OIL  v.  SBSAMfe  on.. 

TILE  ORE  V.  Cuprite.  ^ 

TIMA.  A  medicinal  preparation  imported 
from  Tampico  as  a  remedy  for  phthisis.  Is 
prepared  as  a  syrup  by  boiling  the  fruit  of 
Parmenteria  edvUs  (DC.)  with  sugar,  and  mixing 
the  product  with  almond  oil  (Arch.  Pharm.  [iii.] 
107,  375). 

TIMBO.  The  name  of  a  narcotic  medicine, 
the  root  rind  of  a  variety  of  Conchocarpus. 
The  rind  appears  in  the  form  of  tubes  or  rolls, 
is  bright  reddish-brown  on  the  outside  and 
yellowish  on  the  inside.  The  outer  and  middle 
rind  break  off  short,  but  the  inner  rind  has  a 
long  fibrous  fracture  and  the  interior  colour  is 
whitish.  It  possesses  a  weak  aromatic  taste 
somewhat  like  cascarilla  bark,  but  has  no  special 
odour.  A  cross-section  shows  an  interrupted 
yellow  zone  near  the  outer  side,  whilst  the  inner 
rind  is  faintly  streaked  in  radiating  lines.  Some 
of  the  cells  contain  crystals  of  calcium  oxalate 
(Ghem.  Zeit.  11,  315;  J.  Soc.  Chem.  Ind. 
6,  560). 

TINCAL  V.  BoBAX. 

TIN  MORDANTS  v.  Dybino. 

TIN.  Sym.  gn.  At.wt.  1190.  Tin  was 
known  and  prized  in  the  earliest  historic  ages, 
for  it  is  mentioned  without  comment  as  one  of 
the  common  metals  in  the  days  of  Moses 
(Numbers  xxxi.  22),  and  was  an  important  com- 
modity in  the  fair  at  Tyre ;  numerous  bronze 
instruments  of  very  early  date  have  also  been 
discovered  in  Assyria,  and,  particularly  by  Layard, 
in  the  ruins  of  Nineveh.  Many  of  these  bronzes 
are  now  preserved  in  the  British  Museum.  The 
tin  BO  employed  was  obtained  by  the  Phoenicians 
from  Cornwall  and  the  Scilly  Isles  in  this 
country,  and  from  the  mountains  of  Spajn,  and 
there  is  no  evidence  of  the  occurrence  of  tin  in 
those  countries  in  which,  in  ancient  times,  the 
metal  was  most  largely  used.  Pliny  appears  to 
have  been  familiar  with  tin,  and  states  that  it 
occurs  in  grains,  in  alluvial  soil,  from  which  it  is 
obtained  by  washing.  These  grains,  he  further 
states,  are  black,  and  their  metallic  character 
can  only  bo  recognised  by  their  great  weight. 
Though  tin  was  regarded  by  the  ancients  as  one 
of  the  baser  metals,  its  cost  wm  greater  in  the 
days  of  Homer  and  Pliny  than  at  present,  for  in 
the  days  of  the  latter  or  these  writers  an  avoir- 
dupois pound  of  tin  cost  8s.  I^d.  sterling,  or 
about  six  times  its  present  value.  The  uses  of 
tin  among  the  Romans  were  similar  in  many 
respcTjtg  to  those  of  the  present  day.  It  was 
chiefly  employed  in  the  form  of  an  alloy  with 
copper,  on  account  of  the  hardness  imparted 
to  the  alloy  by  a  comparatively  small  proportion 
of  tin,  and  some  of  the  very  earliest  known 
bronzes  agree  closely  in  composition  with  those 
used  for  similar  purposes  at  the  present  day. 
Tin  lyas  also  used  with  lead  by  the  Rorpans  for 
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the  production  of  solder,  and  for  tinning  the 
inside  of  copper  and  brass  vessels,  in  which  art 
the  Koman  workmen  appear  to  have  attained 
considerable  skill.  Alloys  containing  more  tin, 
corresponding  somewhat  to  the  modern  speculum 
metal,  were  used  by  the  ancients  for  mirrors,  but 
the  art  of  tinning  iron  does  not  appear  to  have 
heen  discovered  until  a  much  later  date. 

Occurrence  of  tin.  Tin  occurs  in  compara- 
tively few  localities,  never  in  the  native  state, 
and  in  but  few  forms  of  chemical  combination. 
The  most  important  Ore  is  tinstone  or  cassiterite, 
tin  dioxide  (SnOj),  which  is  met  with  in 
two  principal  forms,  crystallised  and  massive. 
The  crystals  are  of  the  regular  prismatic  or 
tetragonal  systi^m,  isomorphous  with  those  of 
rutile,  and  are  frequently  well  formed  and  of 
large  size.  Tinstone  in  th«  usual  or  massive 
form  is  a  dark  reddish-brown  or  slaty-coloured 
very  heavy  mineral,  which  occurs  in  Cornwall  in 
veins  usually  running  nearly  east  and  west, 
and  in  which  the  tin  ore  is  associated  with 
arsenical  pyrites,  copper  sulphide,  wol- 
fram, and  a  great  variety  of  other  minerals. 
Tin  usually  occurs  in  plutonic  or  metamorphic 
rocks,  such  as  granite,  felspar,  porphyry,  or  clay 
slate,  but  by  the  action  of  denudation  on  these 
older  rocks  grains  of  tinstone  are  frequently  met 
with  in  the  neighbouring  alluvial  deposits,  and 
this  variety  of  ore,  which  is  of  special  purity  and 
now  almost  entirely  exhausted  in  this  country, 
is  known  as  '  stream  tin.'  The  metal  also 
occurs  in  small  quantities  as  tin  pyrites  (ShSj,). 
The  largest  quantities  of  tin  are  now  produced 
in  the  island  of  Banoa  ('  Straits  tin ').  Smaller 
though  considerable  quantities  are  met  with  in 
Britain,  Germany,  Austria,  Siberia,  China, 
South  Australia,  New  South  Wales,  and  Bolivia. 
Among  the  newer  sources  of  tin  may  be  men- 
tioned the  Waterberg  district,  to  the  north  of 
Pretoria,  in  the  Transvaal,  the  present  monthly 
output  of  which  is  valued  at  about  £30,000,  and 
is  likely  to  increase.  Promising  reports  are 
received  in  connection  with  tin  mining  in  Texas. 
In  parts  of  Nigeria  tin  occurs  distributed  over 
wide  areas,  but  in  relatively  small  proportions. 
The  present  world's  output  of  tin  is  about 
115,000  tons  per  annum. 

Production  of  tin.  The  metallurgy  of  tin  is 
in  its  main  features  simple,  but  the  mechanical 
preparation  of  the  ore  involves  more  skill  and 
labour  than  is  the  case  with  any  of  the  other 
common  metals..  So  much,  in  fact,  is  this  true 
that  success  in  the  extraction  of  tin  fre- 
quently depends  more  upon  the  captain  of 
the  mine,  who  superintends  the  dressing  of 
the  ores,  than  upon  the  smelter.  On  account 
of  the  high  price  of  tin,  and  the  relatively  high 
density  of  tinstone,  it  is  found  practicable  to 
work  ores  which  in  the  &st  place  contain  com- 
paratively little-  tin,  ores  which  contain  only 
0*5  p.c.  of  tinstone  being  sometimes  profitably 
worked.  The  principle  adopted  in  the  mechani- 
cal separation  of  tinstone  is  very  simply  illus- 
trated in  the  operation  of  •' vanning,'  which  is 
frequently  used  in  Cornwall  and  elsewhere  as 
an  approximate  test  of  the  richness  of  an  ore. 
A  quantity  of  the  crushed  material  is  placed  in 
a  miner's  shovel  of  special  shape,  known  as  a 
vanning  shovel,  water  is  added,  and  then  by 
means  of  a  circular  motion  which  is  imparted  to 
the  shovel  by  the  hands,  aided  by  a  peculiar  jerk 


of  the  wrist,  the  ore  is  ultimately  almost  com- 
pletely separated  from  the  earthy  matter,  and 
can  be  dried  and  weighed.  On  the  large  scale 
the  ore  is  first  picked  and  assorted,  and  then 
broken  by  suitable  stone  breakers  and  rolls.  The 
roughly-powdered  ore  is  carefully  assorted,  and 
then  fed  into  a  mill  containing  a  battery  of 
stamps,  of  which  there  are  many  varieties  in 
use.  Each  stamp  weighs  3  cwts.  or  upwards, 
the  face  of  the  stamp  being  either  steel  or  chilled 
cast  iron.  By  means  of  suitable  cams  on  a 
revolving  wheel  the  stamp  is  raised  at  regular 
intervals,  and  allowed  to  fall  upon  the  ore  which 
is  contained  in  the  box  or  coSer  of  the  stamp. 
A  supply  of  water  flows  through  the  boxes  and 
escapes  through  perforations,  carrying  away  the 
finely-crushed  ore,  while  tlie  larger  pieces  remain 
in  the  box  to  be  further  crushed  by  the  stamp. 
The  finely-powdered  ore  now  passes  to  some 
form  of  buddle,  or  to.  a  concentrating  table, 
which  more  or  less  completely  separates  the 
earthy  matter.  Probably  the  simplest  form  of 
such  apparatus,  of  which  there  is  an  endless 
variety,  is  the  inclined  plane  with  ridges  or 
'  riffles '  placed  at  right  angles  to  its  length.  On 
such  a  plane  the  heavier  particles  naturally  re- 
main, the  richer  fragments  being  deposited  princi  - 
pally  at  the  upper  part  of  the  buddle,  whilst  the 
earthy  matter,  with  some  ore,  passes  away.  But 
such  a  simple  form  of  btiddle  is  now  seldom 
used,  and  a  considerable  number  of  improve- 
ments have  been  from  time  to  time  adopted. 
Thus  the  inclined  plane  is  made  movable,  and 
either  a  jerking  or  a  rocking  motion  is  imparted 
to  it,  and  this  is  found  to  give  better  results  than 
the  fixed  form.  But  buddies  of  a  circular  shape 
have  met  with  considerable  favour  in  late 
years,  one  form  (Borlase's)  being  a  circular  con- 
cave buddle  fed  from  the  outside  and  discharging 
the  slimes  from  the  middle ;  but  the  variety 
generally  preferred  in  Cornwall  is  that  of  a  very 
flat  cone,  the  water  and  ore  being  distributed 
either  by  a  revolving  spout,  near  the  apex  of 
the  cone,  or  by  means  of  a  smaller  and  more 
acute  distributing  cone.  The  vaste  liquid  from 
the  buddle  is  led  into  a  succession  of  tanks  or 
pools,  where  it  is  allowed  to  settle  in  order  to 
recover  the  flner  portion  of  the  ore,  which  would 
otherwise  be  "lost,  and  the  slimes  thus  obtained 
are  worked  over  again  in  order  to  recover  the 
finely-divided  tin  ores. 

In  dressing  tin  ores  it  is  important  that  they 
should  not  be  too  finely  crushed,  or  the  gangue 
will  be  removed  with  greater  difficulty.  The  ore 
should  be,  as  far  as  possible,  separated  into 
parcels,  the  fragments  in  each  being,  of  uniform 
size,  and  the  method  of  treatment  is  varied  with 
the  fineness  of  the  material ;  in  no  case  should 
the  ore  be  crushed  more  than  is  necessary  to 
separate  the  matrix.  These  facts  form  the  basis 
of  all  successful  ore  dressing. 

Reduction  of  tin.  From  the  point  of  view  of 
the  tin  smelter,  ores  of  tin  may  be  divided  into 
two  classes,  first  those  of  tolerable  purity,  which 
may  be  directly  smelted  in  the  furnace,  and 
secondly  a  less  important  class  of  ores,  which, 
from  the  fact  that  they  contain  notable  propor- 
tions of  copper,  arsenic,  sulphur,  or  tungsten, 
require  to  be  further  treated,  after  dressing, 
before  smelting.  Ores  which  contain  arsenic 
or  sulphur  are  roasted  at  a  low  temperature, 
usually    in    calciners    with    a    bed    which    is 
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meehanically  rotated  in  a  horizontal  plane,  and 
which  is  supplied  ivith  mechanical  rabbles.  The 
greater  part  of  the  arsenic  and  sulphur  is 
thus  removed.  The  mass  is  then  withdrawn,' 
and,  after  being  exposed  for  some  time  to  the 
action  of  the  atmosphere,  is  washed  to  remove 
the  oxide  of  iron  and  other  lighter  matters  from 
the  heavy  oxide  of  tin.  Ores  which  contain 
much  tungsten  are  heated  with  sodium  sulphate 
or  carbonate  in  a  reverberatory  furnace,  by 
which  means  soluble  sodium  tungstate  is  pro- 
duced, and  can  be  removed  by  washing  from  the 
unaltered  oxide  of  tin.  This  process  (Oxland's) 
is  not  carried  on  now  to  any  considerable  extent. 
The  ore  having  been  purified  by  one  or  other 
of  these  processes  is  ready  for  smelting  in  the 
ordinary  way.  ,  The  reduction  of  the  metal 
from  the  ore  is  always  accomplished  by  heating 
■with  carbon,  which  operation  may  be  performed 
either  in  a  reverberatory  furnace,  as  is  the 
custom  in  this  country,  or  in  small  blast 
furnaces  such  as  are  used  to  a  limited  extent 
in  Germany.  Shaft  furnaces  also  are  used  in 
China,  Sumatra,  Nigeria,  and  by  natives  in 
many  other  localities. 

Tin  smelting  in  England.  The  furnace  em- 
ployed for  the  smelting  of  tin  in  this  country,  and 
in  fact  pretty  generally  elsewhere>  is  a  reverbera- 
tory, with  a  fireplace  at  one  end  and  a  stack  at 
the  other.  At  the  front  is  a  single  working  door, 
while  at  the  back  is  a  tapping  hole  which  is 
closed  during  the  smelting,  but  which  when  the 
operation  is  concluded  serves  to  convey  the  metal 
into  a  '  float '  or  circular  iron  pot  lined  with  clay. 
The  bed  of  the  furnace  is  about  18  ft.  long  by 
9  ft.  broad,  and  slopes  to  the  tappii  g  hole.  The 
fireplace  is  about  2  ft.  broad,  and  the  firebridge 
is  of  firebrick  and  some  14  ins.  high.  The  roof 
is  low,  and  slopes  imiformly  from  the  firebridge 
to  the  stack. 

The  charge  of  ore,  which  weighs  20-25  cwts., 
is  mixed  with  rather  less  than  one-fifth  of  its 
weight  of  anthracite  powder,  and  spread  uni- 
formly over  the  furnace  bottom.  K  the  ore  is 
refractory,  a  little  fluorspar  or  lime  is  added  as 
a  flux.  The  door  is  then  closed  and  luted  up, 
and  the  temperature  gradually  raised  for  5-6 
hotlrs,  when  the  door  is  opened,  the  mass 
rabbled,  and  a  quantity  of  powdered  anthracite 
or  '  culm '  is  thrown  on  the  surface  of  the  charge. 
After  heating  for  iibout  another  hour,  and  a 
further  rabbling,  the  metal  is  tapped.  Part  of 
the  slag  produced  is  thick  and  is  raked  out  of 
the  furnace,  while  the  remainder  is  more  fluid, 
flowing  out  with  the  metal,  and  is  called  '  glass  ' 
by  the  smelter.  The  slag  consists  essentially  of 
ferrous  silicate,  and  as  it  frequently  contains  a 
considerable  amount  of  tin  it  is  melted  again 
when  the  furnace  is  at  liberty. 

Small  blast  furnaces,  which  were  previously 
used  in  Cornwall,  have  survived  longer  in 
southern  Germany,  and  are  also  employed  by 
the  natives  of  India.  The  waste  of  metal  is 
much  greater  than  in  the  reverberatory  furnace, 
whilst  the  cost  of  fuel  (charcoal)  is  also  greater 
than  in  England,  but  the  tin  obtained  is  stated 
to  be  of  excellent  quality. 

Boning.  The  refining  process  consists  of  two 
parts,  a  preliminary  liquation,  and  the  refining 
proper.  The  liquation  is  conducted  in  a  furnace 
of  similar  shape  to  the  reverberatory  furnace 
above  described,  and  about  IB  tons  are  operated 


upon  at  once.  The  temperature  is  carefully 
regulated  so  as  to  just  melt  the  purer  tin,  which 
gradually  flows  away  into  a  separate  ■  pot  or 
kettle,'  while  the  impurities,  consisting  of  iron, 
arsenic,  sulphur,  and  traces  of  many  other 
elements,  together  with  some  20  p.o.  of  tin, 
remain  in  the  form  of  a  hard,  brittle,  white,  semi- 
metallic  mass  known  as  hard-head.  For  the 
composition  and  properties  of  hard-head,  set 
Levy  and  Ewen,  Trans.  Inst.  Ming.  &  Metallurgy, 
1908-9,  466.  The  purer  metal  which  has 
collected  in  the  kettle  (which  is  heated  by  a 
small  separate  fire)  is  now  reflned  by  plunging 
billets  of  green  wood  under  the  surface  of  the 
melted  tin.  A  quantity  of  gas  is"  evolved  from 
the  wood,  and  violently  agitates  the  metal,  gradu- 
ally separating  a  scum  which  contains  the  im- 
purities originally  present  in  the  crude  tin.  The 
same  result  is  sometimes  attained  by  '  tossing  ' 
the  melted  metal  in  ladles  from  a  height  of 
several  feet  and  allowing  it  to  fall  into  the 
kettle ;  in  this  way  the  metal  is  also  exposed 
to  atmospheric  influences,  and  a  scum  separates 
as  before.  The  refined  metal  is  sold  as 
grain,  refined,  or  common  tin,  according  to  its 
quality,  though  all  tin  met  with  in  commerce 
has  been  more  or  less  refined.  For  refined  tin 
purer  ores  are  employed,  the  refining  is  con- 
tinued longer,  and  after  poling  the  metal  is 
allowed  to  stand  some  time,  and  only  the  upper 
or  purer  portions  are  used.  The  second  or 
ordinary  quality,  when  cast  in  suitable  moulds, 
is  known  as  hloch  tin.  A  simple  test  of  the 
commercial  quality  of  tin  is  to  melt  the  metal  at 
a  moderate  temperature,  and  to  pour  it  into  an 
ingot  mould.  The  ingot,  if  of  good  quaUty, 
should  be  smooth,  bright,  and  rounded,  and 
should  retain  this  appearance  on  solidification ; 
if  impure  it  will  have  more  or  less  sharp  edges, 
and  will  '  frost '  over  on  solidifying,  wlule  very 
impure  metal  will  be  tinged  with  yellow  or 
purple,  according  to  the  amount  and  nature  of 
the  impurities.  Grain  tin  is  produced  by 
heating  blocks  of  refined  tin  to  a  temperature 
a  little  below  the  •  melting-point  of  the  metal, 
at  which  point  it  becomes  very  brittle,  and  is 
broken  either  by  dropping  from  a  height  or  by 
a  blow  of  a  hammer.  For  further  particulars 
of  the  properties  and  metallurgy  of  tin,  see  H. 
Louis,  Metallurgy  of  Tin,  London,  1911. 

Brands  of  tin.  In  1911  a  committee  of  the 
London  Metal  Exchange  drew  up  a  new  form  of 
contract  for  the  purchase  of  tin.  This  provided 
for  the  recognition  of  two  classes  of  tin :  Class  A. 
includes  Straits  or  Australian  tin  of  good 
merchantable  quality,  and  also  refined  tin  of 
good  merchantable  quality,  assaying  not  less 
than  99-75  p.c.  of  tin.  Class  B.  includes 
common  tin  of  merchantable  quality,  and  assay- 
ing not  less  than  99  p.c.  of  tin.  The  official 
brands  include  the  following  :  Straits,  Austrahan, 
Banca,  BiUiton,  English,  German,  and  Chinese. 
In  connection  with  this  classification  a  number 
of  brands  and  descriptions  were  assayed,  and 
tabulated  analyses  prepared  (p.  487). 

It  will  thus  be  seen  that  some  of  the  best 
brands  of  commercial  tin  are  of  remarkable 
chemical  purity. 

Uses  of  tin.  The  manufacture  of  tin  plates 
absorbs  more  tin  than  any  other  industry,  and  of 
this  a  separate  account  wiU  be  given.  iSn  is  also 
largely  used  for  alloying  with  copper  to  produce 
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Tin 

Anti- 
mony 

Arsenic 

Lead 

Bis- 
muth 

Copper 

Iron 

Silver 

Sul- 
phur 

Bauca  tin .... 

99-950 

0  007 

nil 

trace 

nil 

0018 

0045 

nil 

trace 

Billiton 

99-960 

0006 

nil 

nil 

nil 

0023 

nil 

nil 

nU 

Penang      . 

99-939 

trace 

0013 

trace 

nil 

0-016 

0028 

nil 

0004 

Singapore  tin     , 
M.  Bischoff 

99-870 

0-008 

0046 

0034 

0003 

0052 

0003 

0-006 

0-005 

99-795 

0-005 

0063 

0-037 

0-005 

0-035 

0042 

trace 

0008 

Pyrmont  tin 

99-938 

0-017 

0-019 

trace 

nil 

0-022 

trace 

nil 

0-004 

Irvine  Bank 

99-580 

0-062 

0-034 

0-221 

0-025 

0-125 

0002 

0-018 

0004 

Williams  Harvey  &  Co. 

No.  i 

99-860 

0-015 

0040 

0004 

0-005 

0-047 

0-003 

nU 

0-006 

»                 „             No.  2 

99-560 

0-166 

0-037 

0-162 

0-007 

0-050 

0-006 

trace 

0-013 

„             No.  2a 

99-350 

0-245 

0-065 

0-223 

0-015 

0-042 

0016 

trace 

0-013 

No.  3 

99-200 

0-300 

0-037 

0-396 

0007 

0-100 

0013 

0-014 

0086 

»                 „             No.  4 

99-941 

0-OU 

0022 

trace 

0001 

0  020 

trace 

trace 

0005 

PenpoU,  No.  1    . 

99-720 

0-118 

0054 

0041 

0007 

0052 

0001 

0009 

0007 

No.  2   . 

98-710 

0-569 

0-042 

0-646 

0055 

0-103 

0007 

0-016 

0004 

No.  3   . 

99-300 

0-325 

0056 

0-212 

0050 

0088 

0-002 

0-021 

0009 

Redruth    .... 

99-160 

0-178 

0053 

0-177 

0017 

0-445 

0-014 

0-006 

0-008 

Th.  Goldsohmidt,  No.  1 

99-860 

0004 

nil 

0-102 

nil 

0043 

trace 

nil 

trace 

No.  2         . 

99-460 

0015 

nil 

0-426 

nil 

0069 

trac^ 

0-oor 

•  nil 

trace 

No.  3 

99-150 

0-122 

0016 

0-143 

0112 

0-362 

0-003 

trace 

Chinese,  No.  1    . 

99-343 

0031 

0-040 

0-434 

0  007 

0062 

0-010 

trace 

0011 

Wing  Hong  &  Co.,  No.  2       . 

98-662 

0039 

0035 

1035 

0-012 

0-134 

0-014 

trace 

0011 

„            „            No.  3      . 

95-280 

0-381 

0050 

3-995 

0020 

0-106 

0-028 

0-018 

0008 

bronze,  bell  metal,  and  speculum  metal,  while 
in  combination  'with  other  metals  tin  produces  a 
number  of  useful  alloys,  to  be  afterwards  de- 
scribed, among  which  may  be  mentioned  pewter, 
Britannia  metal,  plumber's  (or  soft)  solder, 
Queen's  metal,  type  jnetal,  fusible  metal,  &o. 
Though  tin  is  comparatively  brittle  at  ordinary 
temperatures,  it  becomes  very  malleable  at  about 
100°,  and  can  then  be  rolled  into  thin  sheet  or 
foil,  for  which  there  is  a  considerable  application, 
and  which  was  formerly  much  used,  in  the  form 
of  an  amalgam,  for  the  '  silvering '  of  mirrors. 
On  account  of  its  power  of  resisting  atmospheric 
influences  and  the  action  of  vegetable  acids,  tin 
is  also  used  for  the  manufacture  of  pipes  for 
brewers,  distillers,  and  other  purposes.  For 
similar  reasons  lead  pipes  are  sometimes  tin- 
luied.  Pots,  pans,  kettles,  and  other  culinary 
utensils  are  frequently  tinned  inside.  The  pro- 
cess is  very  ancient,  and  extremely  simple.  The 
surface  of  the  vessel  to  be  tinned  (which  may  be 
of  copper,  T)rass,  or  iron)  is  carefully  cleaned  and 
brightened,  and  a  little  ammonium  chloride 
(patented  for  this  purpose  by  John  Bootie  in 
1768)  is  often  rubbed  over  the  surface.  Some  tin 
and  a  little  powdered  resin  is  now  melted  in  the 
vessel,  and  is  wiped  over  the  surface  with  tow. 
By  this  means  a  skilful  workman  rapidly  pro- 
duces a  uniform  coating  of  tin,  which  resists 
considerable  wear,  and  yet  weighs,  according  to 
the  experiments  of  Bayen,  less  than  a  milli- 
gramme per  square  inch  of  surface.  No  wonder 
that  Pliny  states,  with  surprise,  that  copper 
when  tinned  does  not  increase  in  weight  !  Tin 
salts  are  also  used  for  tinning  brass  and  copper 
wire,  and  as  mordants  in  dyeing. 

Alloys  of  tin.  The  alloys  of  tin  are  of  great 
practical  importance,  and  have  naturally  at- 
traciied  considerable  attention,  although  accurate 
information  is  still  wanted  in  respect  of  many  of 
their  physical  and  other  properties.  For  con- 
venience of  study  the  alloys  of  tin  may  be  divided 
into  two  classes,  the  first  in  which  the  properties 
of  the  resulting  alloy  are  entirely  different  from 
the  mean  of  the  constituents,  while  the  second 


class  includes  those  alloys  some  of  the  most 
important  properties  of  which  agree  very 
closely  with  what  might  be  anticipated  from  the 
properties  of  the  constituent  metals.  The  first 
class  is  typically  represented  by  the  alloys  of 
copper  and  tin,  which  include  the  important 
alloys  known  as  bronzes,  gun  metcU,  hell  metal,  &c. 
Tin  itself  is  weak,  soft,  readily  fusible,  and  of  a 
nearly  white  colour,  while  copper  is  strong, 
tough,  moderately  hard,  and  of  a  characteristic 
red  colour.  On  adding  tin  to  copper,  however, 
in  gradually  increasing  proportions  a  succession 
of  alloys  is  obtained  with  properties  which  are 
utterly  different  alike  from  those  of  each  other 
and  from  their  constituent  metals.  Thus  ajv 
addition  of  about  6  p.o.  of  tin  to  copper  produces 
a  tough  strong  alloy,  which  still  retains  a 
fairly  characteristic  copper  colour,  but  which  is 
much  harder  than  copper,  and  is  suitable  for 
medals  or  coinage,  but  the  hardening  effect  of 
tin  is  so  great  that  already  the  practical  limit 
has  been  reached  for  coinage  purposes.  On 
adding  5  p.c.  more  tin  we  have  an  alloy  which  is 
still  harder,  so  much  so  that  it  has  to  be  cast 
instead  of  being  roUed  or  drawn,  and  the  alloy 
possesses  a  rich  yellow  colour.  With  a  little 
more  tin  an  alloy  suitable  for  the  hardest  bear- 
ings is  produced,  and  with  still  more  tin  we  have 
the  alloy  used  for  small  bells,  and  whiph  is 
sonorous,  but  shows  considerable  brittleness 
when  cold,  but  which  may  be  worked  at  a,  low 
red  heat.  With  stiU  more  tin  an  alloy  suitable 
for  the  largest  bells  is  obtained ;  brittleness  is 
more  marked,  and  the  fracture  is  dull  earthy 
grey,  and  it  is  only  when  the  metal  has  been 
worked  oi-  burnished  that  a  yellow  colour  is 
visible.  But  on  continuing  the  addition  of  tin, 
which  is  one  of  the  softest  of  the  common 
metals,  the  alloys  become  more  and  more  brittle, 
until  with  about  33  p.c.  the  alloy  can  easily  be 
pounded  in  a  mortar,  and  possesses  a  white 
colour,  with  a  more  or  less  pronounced  blue 
shade.  This  alloy  is  thus  utterly  different  alike 
from  its  constituents  and  from  either  of  the  other 
alloys  previously  mentioned.    As  examples  of 
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the  second  class  of  alloys  of  tin,  in  which  the 
properties  of  the  alloy  are  approximately  what 
would  be  expected  from  the  characters  of  the 
constituents,  the  combination  with  zinc  or  with 
lead  may  be  taken.  Tin  and  zinc  unite  in  all 
proportions,  and  the  colcnir,  hardness,  ductility, 
&o.,  of  the  alloys  are  what  would  be  anticipated 
from  a  mixture  of  the  two  constituents.  Tin 
and  lead  also  unite  in  all  proportions  to  form  a 
series  of  alloys,  all  of  which  are  nearly  white  in 
colour,  and  are  soft,  malleable,  and  readily 
fusible,  like  the  metals  themselves.  Tin-lead 
alloys,  however,  furnish  a  characteristic  illustra- 
tion of  the  fact  that  the  melting-point  of  mixtures 
or  alloys  is  very  commonly  lower  than  the 
mean  calculated  from  the  melting-points  of  the 
pure  substances.  This  rule  is  very  generally 
observed,  both  in  salt  solutions,  with  mixtures 
of  salts,  and  with  mixtures  of  organic  sub- 
stances (Guthrie,  Phil.  Mag.  [iv.]  49,' 1,  206, 
266  ;  [v.]  1,  ,49,  354,  446  ;  17,  462  ;  6,  35). 
Common,  or  soft,  solder  is  an  alloy  of  tin  and 
lead,  the  best  proportions  being  very  nearly_ 
2  parts  of  tin  to  1  of  lead.  The  melting-point  of 
this  alloy,  calculated  from  the  melting-points  of 
its  constituents  (Pb=327°,  Sn=228°),  would  be 
261°,  but  the  lowest  melting-point  in  this  series 
of  alloys  actually  observed  is  180°  (Turner, 
B'ham.  Phil.  Soc.  [iv.J  318),  and  the  composition 
of  the  alloy  was  very  nearly  2  parts  of  tin  to  1  of 
lead.  A  number  of  investigators  have  examined 
these  alloys  of  tin  and  lead,  including  Kiipffer, 
PiUichody,  Laurie  (Chem.  Soc.  Trans.  1889,  678), 
and  more  recently  Rosenhain  and  Tucker 
(Phil.  Trans.  Series  A.  1908,  89),  and  the  results 
of  the  determination  of  the  composition  of  the 
lowest  melting-point  alloy  vary  from  about 
60  to  65  p.c.  of  tin  (62-93  p.o.  tin,  Eosenhain 
and  Tucker).  There  appears  to  be  no  indication 
of  a  definite  alloy  of  tin'Snd  lead  in  atomic  pro- 
portions, though,  on 'very  slow  cooling,  there  is 
evidence  of  the  existence  of  a  solid  solution,  at 
the  lead  end  of  the  series.  There  is  also  an 
inversion  at  150°  with  alloys  containing  18-63  p.c. 
of  tin.  In  addition  to  th^ir  use  for  solders  the 
tin-lead  alloys  have  an  important  application  in 
the  form  of  pewter,  the  toughest  and  hardest 
variety  of  which  contains  about  3  parts  of  tin 
to  1  of  lead.  Alloys  of  tin  and  antimony  belong 
to  the  same  class  as  those  previously  mentioned, 
and  a  mixture  of  4  parts  of  tin  with  1  of  antimony 
is  used  for  one  kmd  of  type  metal.  Tin  also 
enters  into  the  composition  of  Britannia  metal, 
the  proportions  being  as  follows  (Greenwood, 
Metallurgy,  i.  211)  :— 

Britannia  metal 
For       For        For    Queen's 
spinning  rolling  casting   metal 


Tin    . 

.  94 

90 

84 

75 

Antimony  . 

.     6 

7 

10 

8-5 

Copper        . 

.     1 

3 

4 

— 

Bismuth 

,  — 

— 

2 

8 

Lead 

.  — 

— 

— 

8-5 

A  Birmingham  manufacturer's  mixture  for 
Britannia  metals  is  as  follows :  tin,  1  cwt. ; 
antimony,  12  lbs. ;  copper,  J  lb. 

Britannia  metal  has  a  somewhat  considerable 
application  on  account  of  its  white  colour,  and 
the  fact  that  it  takes  a  good  polish  and  resists 
the  influence  of  the  atmosphere ;  its  low  con- 
ductivity for  heat  also  renders  it  very  suitable 


for  soine  piirposes.  This  manufactute  Wa« 
introduced  by  Jessop  and  Hancock  about  1770. 
Type  metal  varies  considerably  in  composi- 
tion, consisting  essentially  of  antimony  and  leadj 
but  for  small  type  tin  is  commonly  added,  and 
in  some  cases  considerable  proportions  of  tin 
are  employed. 

The  following  illustrates  the  composition  of 
type  metal  of  excellent  quality,  and  suitable  for 
difierent  sizes  of  type.    It  will  be  noted  that  large 
type  is  made  of  a  softer  and  cheaper  mixture. 
Tin        Lead    Antimony 
Large  type    .         .      7-5  •      78        14-5 
Medium  type  .       9-0        73        18 

Small        „  .     14-5        57        28-5 

Erom  1  to  1-5  p.c.  of  copper  is  also  added  in 
some  cases  to  improve  the  wear  of  the  type. 

Vifhite  bearing  metals  for  heavy  machinery 

contain  the  same  constituents  as  type  metal. 

At  least  10  p.c.  of  antimony  is  required ;   with 

above  20  p.c.  the  alloy  is  brittle.      The  limit  of 

tin,  on  account  of  price,  is  usually  about  45  p.c. 

(Hague,  Bearing  Metals,  South  Staffs.  Iron    & 

Steel   List.    Jan.    1909 ;     HiMns,    Anti-friction 

Alloys,  Birm.  MetaUurgical  Soc.  Feb.  1909).     For 

special  purposes  larger  proportions  of  tin  are 

employed,  as  shown  in  the  following  analyses 

(G.    Hughes,    Non-ferrous   Metals   in    Railway 

Work,  Joum.  Inst,  of  Metals,  Sept.  1911) — 

ABC 

Tin  ...     82-0         11-5         80 

Antimony  .         .     14-0         13-5         10 

Copper     .         .         .4-0  3-0        10 

Lead        ...      —  72-0        — 

Alloy  B  is  a  fairly  typical  soft  bearing  metal. 
A  and  C  are  harder,  the  former  being  used  for 
bearings,  &c.,  in  steam  locomotives,  and  the  latter 
for  high-class  axle  bearings  on  the  pinion  and 
commutator  ends  of  electrical  rolling  stock. 

Tin  is  also  a  constituent  of  the  various 
fusible  alloys,  one  of  the  best  known  being 
Wood's  alloy,  which  consists  of  4  parts  of  tin 
with  4  of  lead,  8  of  bismuth,  and  a  little  cad- 
mium; it  fuses  at  63°.. 

The  tin-lead-bismuth  eutectic  melts  at  94°. 
It  can  be  prepared  by  melting  together  4  parts 
of  tin,  8  of  lead,  and  13  of  bismuth.  The  alloy 
with  4  of  tin,  8  of  lead,  10  of  bismuth,  and  4  of 
cadmium  melts  at  about  71°- 

ITusible  alloys  are  used  chiefly  for  taking 
rapid  impressions  of  objects  which  would  fre- 
quently be  iniured  by  the  use  of  metal  melting 
at  a  higher  temperature,  and  also  for  safety  plugs 
in  steam  boilers,  &o. 

Tin- copper  alloys.  History. — Copper  is  one 
of  the  few  metals  which  have  been  known  from 
prehistoric  periods,  and,  like  silver  and  gold,  is 
in  the  pure  condition  too  soft  and  ductile  for 
many  useful  applications.  The  ancients,  there- 
fore, prepared  various  hard  copper  alloys  or 
bronzes,  which  were  used  for  many  purposes  to 
which  iron  and  steel  are  now  applied.  The 
elements  added  to  give  hardness  were  arsenic, 
iron,  or,  preferably,  when  obtainable,  tin.  A  very 
ancient  Egyptian  knife-blade  -(1400  B.C.)  ex- 
ammed  by  Dr.  Percy  (Metallurgy,  i.  604)  con- 
sisted of  copper  with  2'29  p.c.  of  arsenic  and 
0-43  p.c.  of  iron ;  such  a  material  would,  of 
course,  form  an  indifferent  cutting  tool. 

The  Hindoos  have  for  many  centuries  pro- 
duced a  variety  of  bronze  for  coins  and  statues. 
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Whioh  was  hardened  by  the  presence  of  iron. 
Dr.  Percy  mentions  an  ancient  Indian  coin  which 
contained  S-06  p.o.  of  iron,  the  remainder 
being  copper  (I.e.),  while  in  the  Birmmgham  Art 
Gallery  there  is  one  of  the  earliest  known  images 
of  Buddha,  which  is  behoved  to  be  2500  years 
old,  and  which  was  found  by  Daniel  Forbes  to 
contain  91-50  p.c.  of  copper  and  7-59  p.o.  of 
iron.  With  the  introduction  of  tin  by  the 
Phoenicians  came  the  use  of  bronze  in  Egypt, 
Assyria,  Greece,  and  all  the  important  countries 
of  the  ancient  world.  Of  these  bronzes,  numerous 
examples  are  preserved,  and  the  composition 
recommended  for  various  purposes  was  very 
similar  to  that  which  is  used  at  the  present  day. 
Thus  Pliny  states  (Thomson,  Hist.  Chem.  i.  57) 
that  the  Romans  made  their  pans  for  boiling 
from  a  mixture  of  100  lbs.  of  copper  and  3-4  lbs. 
of  tin,  while  for  statues  to  every  100  lbs.  of 
copper,  consisting  of  one-fourth  old  copper  and 
three-fourths  new  metal,  12^  lbs.  of  tin  was 
added.  Brass  was  not  known,  or  at  all  events 
was  not  in  general  use,  until  shortly  before  the 
Christian  era,  and  the  references  to  brass  which 
80  frequently  occur  in  the  Old  Testament  have 
to  do  either  with  copper  or  bronze,  and  not  with 
alloys  of  copper  and  zinc.  See  further  on  the 
early  history  of  copper  and  copper  alloys,  W. 
Gowland,  Presidential  Address,  Institute  of 
Metals,  1912. 

Constitution  of  copper-tin  alloys.  Previous 
to  the  researches  of  Matthiessen,  it  was  cus- 
tomary to  regard  alloys  ag  examples  of  chemical 
combination,  and  most  experiruenters  prepared 
and  studied  alloys  of  definite  atomic  propor- 
tions. An  example  of  this  method  of  working  is 
to  be  found  in  the  researches  of  Mallet  on  the  tin- 
copper  alloys  (Brit.  Assoc.  Rep.  ix..  Construc- 
tion of  Artillery,  p.  82).  The  remarkable  change 
in  properties  which  results  when  tin  and  copper 
are  alloyed  was  used  as  an  argiiment  in  favour 
of  the  view  that  definite  chemical  compounds 
were  produced.  The  result  of  more  recent  inves- 
tigations, however,  tends  to  show  that  although 
in  some  cases  definite  atomic  combinations 
actually  do  occur,  still  these  are  comparatively 
few  {see  C.  H.  Desch,  Intermetallic  Compounds, 
Joum.  Institute  of  Metals,  vol.  i.  227) ;  while 
the  other  alloys,  which  constitute  the  vast 
majority  of  those  in  use,  are  either  solid 
solutions  of  a  metal  in  an  excess  of  one  of  the 
constituent  metals,  or  are  simply  mixtures  of 
the  two  or  more  metals  present  in  the  alloy. 
The  equilibrium  of  the  copper-tin  series  has  been 
studied  by  Heycock  and  Neville  (Phil.  Trans. 
202A,  1  ;  Giolitti  and  Tavanti,  Gazz.  chim.  ital. 
1908,  38,  ii.  209  ;  Shepherd  and  Blough,  J.  Phys. 
Chem.  1906,  10,  630  j  Haughton  and  Turner, 
Jour.  Institute  of  Metals,  1911,  part  ii.).  For  a 
discussion  of  the  equihbriam  diagram,  «ee  art. 
Metalloobafhy.  In  the  tin-copper  series,  there 
is  good  evidence  of  the  existence  of  a  definite  alloy 
CujSn  containing  61-64  p.c.  of  copper,  while 
there  is  considerable  reason  to  believe  that 
CujSn,  containing  68-18  p.o.  of  copper,  also 
exists.  Thus  Calvert  and  Johnson  (Phil.  Trans. 
1858),  in  investigating  the  conductivity  for  heat 
of  these  alloys,  found  a  maximum  conductivity 
corresponding  to  Cu^Sn,  and  a  minimum  con- 
ductivity corresponding  to  CujSn.  Some  very 
interesting  determinations  by  Biche  (Compt. 
(end.  55,  1862,  and  more  completely  Ann.  Chim. 


Phys.  [iv.]  30,  361)  show  two  maxima,  corre- 
sponding to  CujSn  and  CujSn.  These  experi- 
ments have  also  received  strong  support  from 
the  induction  balance  curve  of  Roberts-Austen 
(Phil.  Mag.  1879,  [ii.]  57),  which  shows  two  distinct 
breaks  corresponding  to  CujSn  and  CUiSn.  The 
determination  of  relative  electric  conductivity 
by  Lodge  {ibid.  1879,  [ii.]  654)  also  show  a  very 
distinct  maximum  at  CujSn  and  a  minimum 
conductivity  corresponding  to  CUjSn.  Laurie 
examined  these  alloys  from  the  standpoint  of 
the  electro-motive  force  produced  in  a  standard 
cell,  and  concluded  that  there  was  very  definite 
evidence  of  the  existence  of  CujSn,  but  failed  in 
this  way  to  obtain  any  proof  of  the  existence 
of  CujSn  (Chem.  Soc.  Trans.  1888,  109;  1889, 
678). 

The  evidence  in  favour  of  CuaSn  is  therefore 
exceedingly  strong,  while  that  in  favour  of  CujSn, 
though  not  quite  so  complete,  is  still  good,  and, 
at  present  there  is  no  trustworthy  evidence  in 
support  of  any  other  atomic  combinations. 
Further  evidence  on  this  point  will  be  found  in 
C.  H.  Desoh's  paper  on  Intermetallic  Com- 
pounds, Journal  Institute  of  Metals,  1,  1909, 
227,  above  cited.  These  facts,  when  considered 
in  connection  with  the  known  characters  of  the 
two  alloys  in  question,  give  a  key  to  the  peculiar 
characters  of  the  useful  tin-copper  alloys.  The 
two  definite  alloys  are  white,  hard;  and  brittle, 
and  practically  all  the  alloys  used  in  the  arts, 
except  speculum  metal,  contain  more  copper 
than  CuiSn=68-18  p.o.  Cu.  Henqe  the  useful 
bronzes  may  be  regarded  as  mixtures  of  one 
of  two  definite  alloys  with  an  excess  of  a  solid 
solution  of  tin  in  copper,  and  these  tend  to 
separate  more  or  less  completely  during  solidi- 
fication. This  separation  is  particularly  marked 
with  large  castings  rich  in  copper,  as  in  gun  metal, 
which  was  in  former  times  largely  used  for 
ordnance.  Microscopical  examination  shows 
clearly  that  at  the  copper  rich  end  of  the  series 
of  alloys  the  first  constituent  to  separate  out  on 
cooling  the  fluid  alloy  is  a  solid  solution  of  tin 
in  copper.  This  forms  a  dendritic,  or  fir-tree 
like  structure,  giving  cores  which  increase  in  tin 
from  the  centre  outwards.  This  copper-rich  solid 
solution  is  called  the  a  constituent,  and  is 
relatively  soft  and  ductile  ;  as  the  proportion  of 
tin  increases  harder  constituents  separate  out, 
the  first  of  them  being  designated  by  the  symbol 
/3.     It  is  harder  and  more  brittle  than  o. 

The  production  of  bronze  castings  requires 
special  precautions,  which  cannot  be  described 
here.  For  details,  see  Mallet  On  the  Construc- 
tion of  Artillery,  1856 ;  also  Reports  of  the 
United  States  Chief  of  Ordnance,  1880,  126, 
189;  1884,  369.  These  latter  reports  contain 
some  important  observations  with  regard  to  this 
variety  of  bronze.  It  is  stated  that  the  best 
proportion  for  such  purposes  is  91  of  copper  to 
9  of  tin.  This  is  best  cast  in  a  mould  or 
'  chill '  of  cast  iron,  and  100  tests  of  metal  so 
prepared  gave  an  average  tensile  strength  of 
21-9  tons  per  square  inch,  the  maximum  being 
24-8  tons  and  the  minimum  16-5  tons.  It  should 
be  mentioned  that  these  values  are  higher  than 
those  usually  obtained  in  this  country,  where 
the  metal  is  generally  cast  in  sand  moulds. 

Composition  of  principal  tin-copper  alloys. 
The  following  list  is  based  on  that  given  by 
Holtz'apfiel  (Mechanical  Manipulation,  i.  270), 
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Tin,  0-5  p.c.  A  small  quantity  of  tin  is 
Bometimes  added  to  copper  for  engraver's 
purposes  to  give  crispness.  About  S  p.o.  was 
used  by  the  Romans  for  pans,  and  for  ancient 
flexible  bronze  nails.  A  similar  alloy  is  now 
used  for  bronze  coinage  and  medals,  often  with 
a  little  of  the  tin  replaced  by  zinc  ;  also  for 
engineers'  soft  gun  metal  or  '  brasses.' 

7  p.e.  Slightly  harder  alloy ;  suitable  for 
mathematical  instruments,  &o. 

8'5  p.c.  Rather  harder ;  fit  for  wheels  to 
be  cut  with  teeth. 

8-1 2  p.c.  Soft  bronze  statues  of  the  ancients. 
These  alloys  are  harder  than  the  preceding,  and 
mark  the  extreme  limit  for  coinage  purposes. 
Also  used  for  brass  ordnance,  9  or  10  p.c.  of  tin 
being  preferred.  Medium  engineers'  '  brasses  ' 
contain  10'-12  p.c.  of  tin. 

12-14-5  p.c.  Hard  bronze  of  the  ancients, 
used  for  weapons  and  tools.  These  proportions 
are  also  used  for  engineers'  hard  bearings. 

16  p.c.     Soft  musical  bells. 

18-20  p.c.    Chinese  gongs  and  cymbals. 

20  p.c.     Small  house  bells  ;   Indian  gongs, 

22  p.c.     Large  house  bells. 

24  p.c.     Limit  for  large  church  bella. 

About  33  p.c.  Speculum  metal  («.  Phil. 
Trans.  1840,  503). 

About  66  p.c.  '  Temper,'  an  alloy  used  for 
addition  to  tin  and  lead  to  harden  pewter. 

It  has  already  been  mentioned  that  the 
addition  of  a  small  quantity  of  tin  to  copper 
prevents  it  rolling  well  when  hot,  and  the  addi- 
tion of  a  little  more  tin  destroys  its  malleability 
when  cold.  Bronze  is  tempered  by  an  exactly 
opposite  process  to  that  used  in  the  case  of 
steel,  namely,  the  alloy  is  heated  to  redness  and 
then  rapidly  cooled  in  water. 

For  the  majority  of  purposes  bronze  is 
inelted  in  crucibles  of  fireclay  or  plumbago,  the 
charge  being  about  90  lbs.  For  large  castings  a 
reverberatory  furnace  is  often  employed,  though 
such  work  is  sometimes  performed  by  means  of 
a  large  number  of  crucibles.  It  is  recommended 
that  the  copper  should  be  well  melted  and  kept 
in  fusion  for  some  time  before  the  tin  is  added, 
if  strong  castings  are  required.  Founders  also 
prefer  to  use  some  new  metal  in  every  charge, 
and  not  merely  to  re-melt  scrap.  The  oxidation 
which  takes  place  during  melting  removes  some 
3  or  4  parts  of  copper  to  1  of  tin  ;  the'  result 
is,  therefore,  that  the  alloy,  which  contains 
about  9  parts  of  copper  to  1  of  tin,  tends  to 
get  poorer  in  tin  by  remelting,  and  due  allowance 
must  be  made  for  this  loss,  even  though  it  may 
appear  to  be  slight,  as  small  differences  in  com- 
position often  exert  a  most  important  influence 
in  Jin-copper  alloys. 

Bronze  bearing  metal.  According  to  Dudley 
(Joiir.  Franklin  Inst.  133,  81, 161 ;  f.  Soo.  Chem. 
Ind.  11,  460'),  the  following  composition  is  very 
suitable  for  bearings  for  locomotives  and  similar 
purposes  :  copper,  77  ;  tin,  8  ;  lead,  15.  The 
presence  of  lead  in  bearings  very  much  dimi- 
nishes the  loss  of  metal  caused  by  wear,  and  also 
reduces  the  local  heating  of  the  journals.  Phos- 
phor bronze  and  other  varieties  of  bearing  metal 
for  similar  purposes  to  the  above  often  contain 
about  10  p.o.  of  lead,  and  the  wearing  properties 
of  the  alloys  is  chiefly  connected  with  the  pro- 
portion of  copper  and  tin  to  lead.  The  presence 
of  tin  is  necessary  Ad  order  to  obtain  a  uniform 


alloy,  as  lead  and  copper  alone  do  not  unite  well. 
With  too  much  tin  the  alloy  wears  more  rapidly 
and  becomes  more  heated.  The  presence  of 
phosphorus  and  arsenic  gives  solidity  to  the 
castings,  but  with  suitable  proportions  of  tin  and 
lead,  as  above,  alloys  are  obtained  which  wear 
even  better  than  standard  phosphor  bronze  with 
the  following  composition  :  copper,  79-7 ;  tin, 
10  ;  lead,  9-5 ;  phosphorus,  0-8  p.o. 

Phosphor  bronze  is  an  alloy  containing 
copper  and  tin  in  various  proportions,  and 
which  also  contains  a  small  quantity ,  of  phos- 
phorus, introduced  in  the  form  of  phosphor  tin. 
Occasionally  small  quantities  of  zinc  or  lead  are 
also  added.  The  phosphorus  varies  from  a 
mere  trace,  added  chiefly  to  ensure  soundness  in 
casting,  to  about  1-75  p.c.  with  hard  alloys. 
The  results  of  the  analyses  and  mechanical  tests 
of  99  samples  of  phosphor  bronze,  as  received 
by  the  British  Admiralty,  have  been  given  by 
A.  PhiUp,  Joum.  Inst,  of  Metals,  1,  164,  while 
the  constitution  and  microstructure  have  been 
dealt  with  by  0.  F.  Hudson  and  E.  F.  Law, 
Journ.  Inst,  of  Metals,  iii.  1910,161.  This  alloy 
has  met  vrith  considerable  favour  where  special 
strength  or  power  of  resisting  wear  (as  with 
bearings  for  quick  running  machinery)  is  re- 
quired. Similar  alloys  containing  manganese, 
which  is  added  in  the  form  of  ferro-manganese, 
have  also  met  with  considerable  application, 
and  are  known  as  manganese  bronzes.  Silicon 
bronze,  made  by  the  addition  of  copper  silioide, 
is  used  for  conductivity  wire,  though  many  of 
these  so-called  bronzes  contain  very  little  or  no 
tin.  They  are  usually  alloys  which  closely 
resemble  Muntz  metal  in  composition,  and 
contain  about  60  p.c.  of  copper,  38  p.c.  of  zinc, 
and  the  remainder  of  specially  added  elements, 
such  as  manganese,  and  impurities.        T.  T. 

Dry  assay  of  tin  ores:  Hofman  finds  that 
Winkler's  method  of  assaying  black  tin  stone 
gives  results  averaging  65'96  p.c,  or  1'88  p.c. 
too  low,  the  figures  disagreeing  amongst  them- 
selves up  to  over  3  p.o.  The  process  consists 
of  reducing  together  5  grms.  each  of  cassiterite 
and  cupric  oxide  with  15  grms.  of  black  flux, 
1'25  grms.  of  borax,  and  a  little  salt  as  a 
cover.  A  similar  experiment  is  conducted  with- 
out the  cassiterite,  and  the  copper  obtained 
in  the'  one  case  cfeducted  from  the  alloy  in  the 
other  gives  the  amount  of  tin.  The  following 
modifications  of  this  method  were  tried :  in- 
creasing the  amount  of  charcoal,  using  chalk- 
lined  crucibles,  omitting  the  salt  and  increasing 
the  potassium  carbonate,  and  Rickett's  modifi- 
cation of  adding  argol ;  but  they  all  gave 
worse,  and  in  some  instances  very  variable, 
results. 

The  iron  method— reduction  with  hsematite, 
charcoal,  and  potassium  cyanide  or  fluorspar — 
gave  unsatisfactory  results.  The  same  may  be 
said  wheii  a  mixture  of  ferrocyanide  and  cyanide 
was  used,  and  also  when  any  of  the  Ojmish 
methods  were  employed.  So  far,  with  fairly  pure 
cassiterite  only  two  methods  have  proved  satis- 
factory, viz.  the  German  and  the  pure  cyanide 
methods.  Hofman  has  attempted  to  prove  which 
of  these  two  methods  gives  the  best  results  when 
the  cassiterite  is  mixed  with  those  minerals  likely 
to  be  naturally  associated  with  it.  The  minerals 
used  were  quartz,  felspar,  mica,  tourmaline, 
garnet,  and  columbite.     Mixtures  of  the  purified 
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casslterite  ore  with  varying  proportions  of  each 
of  these  nmierals  were  assayed  by  both  methpds, 
the  percentage  of  tin  being  calculated  on  the 
cassiterite  ore  present.  The  charges  were  so 
regulated  that  the  flux  in  the  German  assay  was 
always  equal  to  three  times  the  quantity  of  ore 
plus  the  mineral,  and  in  the  cyanide  assay  to 
six  times  the  quantity.  In  the  latter  case  4 
parts  of  cyanide  were  mixed  with  the  ore ;  1 
part  Avas  used  to  coat  the  crucible  bottom,  and 
1  part  as  a  cover.  In  all  cases  the  cyanide 
method  gave  more  concordant,  and  less  preju- 
dicially affected,  results  than  the  other.  The 
results  of  thte  German  assays  fluctuated  greatly 
as  the  amount  of  mineral  present  increased. 
Thus,  in  the  case  of  quartz  and  albite  the  results 
were  lower  as  the  quantity  of  mineral  was  in- 
creased, the  respective  figures  being,  with  37-5 
p.c.  of  each  mineral,  60-7  and  60-2  p.c.  ;  the 
corresponding  cyanide  figures  being  63'90  and 
C5-30  p.c.  (the  real  percentage  of  tin  was  67'84). 
The  tin  buttons,  moreover,  in  the  German  assay 
with  albite  contained  iron,  while  those  by  the 
cyanide  process  were  free,  the  temperature  of 
fusion  being  too  low  to  cause  decomposition  of 
the  albite. 

With  muscovite,  tourmaline,  garnet,  and 
columbite  the  results  with  the  German  method 
were  very  unreliable,  being  sometimes  too  high 
and  very  ferruginous,  and  sometimes  too  low, 
varjring  from  82  p.c.  mth  50  p.c.  of  garnet  to 
46  p.c.  with  44  p.c.  of  tourmaline.  The  cyanide 
method  gave  fairly  good  results  in  all  the  above 
cases,  very  little  iron  gettmg  into  the  buttons, 
except'  in  the  case  of  garnet,  when  the 
result  was  69-89  p.c.,  with  37-5  p.c.  of  mineral 
present.  With  the  same  quantity  of  muscovite, 
tourmaline,  and  columbite  the  assays  were 
respectively  63-3,  64-7,  and  660  p.c.  Conse- 
quently, where  anything  like  a  true  result  is 
required  the  cyanide  assay  is  by  far  the  most  to 
be  relied  upon,  and  should  be  employed  in  cases 
of  buying  and  selling,  although  in  concentration 
works,  where  comparative  results  and  large 
numbers  of  assays  are  required,  the  question  of 
cost  must  be  considered,  and  the  cheaper 
German  method  might  be  adopted. 

Hofman  emphasises  the  importance  of  pro- 
perly preparing  the  ore  for  assay,  and  states 
that  the  ordinary  method  of  grinding  the  whole 
sample  to  a  uniform  size  is  not  suited  to  the  tin 
ores  of  the  Black  Hills,  chiefly  on  account  of  the 
preponderance  of  mica,  ilence  a  preliminary 
sizing  is  advantageous.  The  ore  while  being 
pulverised  is  screened  through  a  series  of  sieves 
Nos.  20,  40,  60,  and  80,  the  different-sized 
screenings  being  then  washed.  This  method 
gives  purer  concentrates,  and  necessitates  less 
loss  of  cassiterite,  as  the  material  has  been 
washed  without  excessive  grinding,  which  in  the 
present  process  reduces  the  brittle  cassiterite  to 
a  slime,  while  some  of  harder  associated  minerals 
are  only  converted  into  sand.  The  subsequent 
treatment  of  the  concentrates  mentioned  in  the 
first  part  of  the  paper  is  recommended,  as  the 
roasting  renders  the  cassiterite  more  friable  and 
more  readily  reducible,  the  assays  in  some  cases 
6ho\ving  a  difference  of  0'5  p.c.  between  the 
raw  and  roasted  ores  in  favour  of  the  latter 
(Part  ii.,  H.  O.  Hofman,  Technol.  Quarterly,  3, 
261-280  ;  J.  Soo.  Chem.  Ind.  9,  1164 ;  v.  Eennie 
and  Derrick,  ibid.  1892,  063). 


CoMrOTJNDS   OF  TlN.  - 

Oxides.  A  monoxide,  stannous  oxide  SnO, 
and  a  dioxide,  stannic  oxide  SnOj,  each  of 
which  gives  rise  to  a  distinct  series  of  salts, 
are  known,  the  former  acting  as  a  base  alid 
the  latter  acting  as  either  base  or  acid. 
Oxides  of  the  composition  Sn^Oj,  SnO-SSnOj, 
2Sn03,H20,SnOj  and  others  have  also  been 
said  to  exist,  but  it  is  probable  that,  with  the 
exception  of  SnOj,  they  are  mixtures  of  the 
other  two  oxides. 

Stannous  oxide  SnO  is  obtained  as  an  olive- 
brown  anhydrous  powder,  when  stannous  oxalate 
is  heated  out  of  contact  with  the  air  ;  or  as  a 
white  precipitate  of  the  composition  2SnO,H,0, 
with  evolution  of  carbon  dioxide,  when  stannous 
chloride  and  an  alkalina ;  arbonate  or  hydroxide 
are  mixed  in  solution.  If  the  precipitate  is 
washed  with  air-free  water,  and  the  lixiviated 
product  is  heated  in  the  absence  of  air,  nearly 
pure  dark  grey  stannous  oxide  is  obtained 
(Enequist,  Eng.  &  Mining  J.  1895,  219;  see 
also  Hantzsch,  Zeitsch.  anorg.  Chem.  1902,  30, 
289). 

It  may  also  be  obtained  as  a  bluish-black 
anhydrous  powder  by  heating  a  mixture  of  4 
parts  of  stannous  chloride  with  7  of  sodium 
carbonate,  and  lixiviating  thte  resultant  mixture 
of  stannous  oxide  and  sodium  chloride  (Sandall, 
J.  pr.  Chem.  p.]  264).  The  anhydrous  oxide 
may  also  be  obtained  from  the  hydrated  form 
as  follows  :  (1)  as  a  black  powder  by  heating  it 
out  of  contact  with  the  air;  (2)  in  minute  cubes 
by  digestion  with  acetic  acid  at  66° ;  (3)  of  a 
brilliant  scarlet  colour,  which  becomes  brown 
on  rubbing,  by  evaporating  a  dilute  solution 
of  ammonium  chloride  containing  stannous 
chloride  in  solution  until  the  chloride  com- 
mences to  crystallise  (Fremy,  Berz.  J.  24,  133  ; 
25,  172;  Ann.  Chim.  Phys.  [iii.]  12,  460);  (4) 
as  small  black  shining  crystals,  which,  when 
heated  to  258°,  decrepitate  and  swell  up,  with 
production  of  soft  olive-green  laminre,  by  pro- 
longed digestion  with  a  weak  solution  of  caustic 
potsish  at  the  ordinary  temperature  (ITremy,  I.e.). 
A  stronger  solution  dissolves  the  oxide  and  ulti- 
mately deposits  it  in  crystals,  the  deposit  from 
a  solution  of  4  parts  of  potassium  hydroxide 
in  10  of  water  containing  potassium  stannate 
and  tin,  the  former  produced  by  absorption 
of  atmospheric  oxygen.  Fremy  also  describes 
various  red,  black,  oro^vn,  and  other  forms  of 
this  oxide. 

Stannous  oxide  becomes  incandescent,  and 
forms  stannic  oxide,  when  heated  in  the  air.  It 
is  violently  oxidised  by  nitric  acid  and  other 
oxidising  agents.  Carbon  or  hydrogen  reduces 
it  to  metal  at  a  red  heat.  It  dissolves  in  acids, 
with  production  of  stannous  salts,  and  in  cjiustio 
potash  or  soda,  but  not  in  ammonia.  The  soda 
solution  is  employed  in  calico  printing  and 
dyeing  under  the  name  sodium  sta^nite,  and  is 
prepared  as  described  under  sodium  stannate. 

Stannous  oxide  and  tin  salts  are  used  as 
reserves  under  paranitranaline  red  and  other 
diazo  colours  (Bull.  Soc.  Ind.  Mulhouse,  1900, 
45). 

Stannous  oxide  is  sometimes  recommended 
for  use  in  glass  and  enamel  manufacture,  but  it 
is  too  costly,  and  the  results  are  not  very 
satisfactory. 

A  soroalled  sesguioxide  SuiO^  is  obtained  an 
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a  slimy  grey  predipitate  "by  the  action  of  recently- 
precipitated  ferric  hydroxide  on  a  solution  of 
stannous  chloride  (».  Fuchs,  Kastner's  Archiv. 
filr  Chemie  und  Meteorologie,  23,  368 ;  J.  pr. 
Chem.  5,  318 ;  and  Berzelius,  Pogg.  Ann.  28, 
443  ;   Berz.  J.  13,  110): 

Tliis  substance  is  readily  soluble  in  ammonia 
and  in  concentrated  hydrochloric  acid.  It  does 
not  appear  to  form  definite  salia.  Its  hydrochloric 
acid  solution  acts  like  a  mixture  of  stannous  and 
stannic  chlorides.  An  orange-yellow  oxide  of 
the  composition  SnO-3SnO  j  is  obtained  by  digest- 
ing metastannic  acid  in  cold  aqueous  stannous 
clQoride  (Fremy,  J.  Pharm.  [ii.]  1,  344). 

Stannic  oxide  SnO,  occurs  as  cassiterite  or 
tinstone,  varieties  of  which  are  known  as  stream 
tin,  wood  tin,  toad's  eye,  &o.  Daubria  (Ann. 
Mines,  20,  65)  has  pointed  out  that,  with  the 
exception  of  quartz,  the  minerals  most  f  re(juently 
associated  with  tin  ore  are  fluorine  compounds. 

Stannic  oxide  is  obtained  as  an  anhydrous 
white  powder  of  sp.gr.  6-7122  at  4°  (Joide  and 
Playfair,  Chem.  Soc.  Trans.  1849,  1,  128)  when 
,  tin  is  heated  until  it  bums  in  the  air.  The 
powder  is  converted  into  microscopic  quadratic 
crystals  resembling  the  native  oxide  when  heated 
in  a  current  of  hydrogen  chloride  (Deville, 
Compt  rend.  1861,  53,  161 ;  see  also  Abel, 
Chem.  Soc.  Trans.  1858,  119).  The  oxide  may 
also  be  obtained  in  trimetric  crystals,  and  is 
therefore  dimorphous  (o.  Daubrfis,  Pharm.  Zentr. 
1849,  821 ;  Levy  and  Bourgeois,  Compt.  rend. 
94,  1365). 

It  has  also  been  obtained  in  oblong  and 
rhombic  plates  of  sp.gr.  7-0096  and  approaching 
the  form  of  anatase  (Emich,  Monatsh.  1893,  14, 
345). 

Metallic  tin  may  be  heated  electrically  or 
otherwise  to  1700°  out  of  contact  with  air,  and 
the  resulting  tin  vapour  is  then  burnt  in  a 
current  of  air  or  oxygen.  The  stannic  oxide 
thus  produced  is  said  to  be  more  homogeneous 
and  in  a  better  state  of  subdivision  for  enamelling 
than  the  ordinary  oxide  (Eng.  Pat.  9231,  1900). 

Stannic  oxide  is  obtained  from  its  ores  or 
from  dross,  WMte,  &o.,  by  heating  the  ore  or  waste 
with  or  without  an  admixture  of  coke,  chalk, 
or  dolomite  and  acting  upon  the  liberated  molten 
tin  with  hot  air  or  oxygen  (Fr.  Pats.  392805, 
392806,  1908  ;  370640,  1906  ;  409157,  409485, 
1909;  also  Eng.  Pats.  12910,  1899;  28565, 
1908  ;  U.S.  Pats.  695939,  1912  ;  780984,  1905  ; 
880873,  1908  ;  J.  Soc.  Chem.  Ind.  1900,  448  ; 
ibid.  1905,  197 ;  ibid.  1908,  335  ;  ibid.  1909,  21  ; 
ibid.  1910,  352  ;  see  also  ibid.  1904,  1239 ;  ibid. 
1907,  696,  1094). 

The  dioxide  may  also  be  farmed  by  electrolys- 
ing »  solution  of  sodium  chloride  using  a  tin 
plate  as  anode  and  a  platinum  plate  as  cathode 
(Lorenz,  Zeitsch.  anorg.  Chem.  1896,  12,  436). 

Stannic  oxide  is  reduced  to  metal  when 
heated  with  hydrogen,  carbon  monoxide,  carbon, 
potassium,  or  sodium  (Doeltz  and  Graumann, 
Metallurgie,  1907,  4,  420).  It  dissolves  in  fused 
potassium  disulphate,  but  separates  from  the 
mass  when  treated  with  water.  When  fused 
with  sulphur,  stannic  sulphide  is  formed,  with 
evolution  of  sulphur  dioxide. 

The  anhydrous  oxide  is  insoluble  in  acids, 
except  in  concentrated  sulphuric  acid,  with 
which  it  forms  a  syrup  decomposed  by  dilu- 
tion,   with    precipitation   of    the    oxide.      It 


dissolves    in    aqueous    or   fused    alkalis,    With 
formation  of  stannates. 

Treated  with  hydrochloric  acid  in  presence 
of  tin  both  stannous  and  stannic  oxides  form, 
stannous  chloride,  and  this  is  used  as  a  method 
for  the  recovery  of  tin  from  the  waste  liquors  of 
the  dye  house  (Vignon,  Textile  Colouriat,  18, 
333  ;  J.  Soc.  Chem.  Ind.  1893,  762). 

With  chloroform  stannic  oxide  chiefly  reacts 
thus : 

SnOj-i-2CHa,=SnCl4-l-2CO+2Ha 

(Eenz,  Ber.  1906,  39,  249).' 

When  heated  with  hypophosphorous  acid 
over  a  Bunsen  flame  for  30  mins.,  stannous 
phosphate  or  pyrophosphate,  is  formed ;  since 
these  are  readily  soluble  in  hydrochloric  acid, 
stannic  oxide  can  thus  be  separated  from 
silica  which  is  not  affected  by  this  treatment 
(Dott,  Pharm.  J.  1908,  81,  585). 

Stannic  oxide,  in  the  form  of  putty  powder, 
which  is  a  mixture  of  tin  and  lead  oxides,  or  a 
stannate  of  lead,  is  used  as  a  polishing  material 
for  glass.  To  avoid  any  possibility  of  danger 
from  the  use  of  this  powder  it  has  been  recom- 
mended to  mix  1  part  of  putty  powder  with  2  of 
metastannic  acid  (Gueroult,  Compt.  rend.  1892, 
115,  757).  Stannic  oxide  is  an  important 
factor  in  the  manufacture  of  glazes  and  of 
enamels,  the  latter  assuming  an  intensely 
white  colour  on  the  addition  of  a  small  quantity 
of  the  oxide.  It  is  also  the  best  material  known 
for  making  opaque  glaze  or  glass,  and  is  em- 
ployed  in  glaze  brick  and  tile  manufacture 
(Enequist,  I.e. ;  Burt,  Trans.  Amer.  Ceramic 
Soc.  1902,  4,  139). 

Tin  oxide  is  also  said  to  be  useful  for  the 
purification  of  water  (J.  Soc.  Chem.  Ind.  1894, 
56).  , 

Peistannic  oxide  SnO,.  W.  Spring  (BuU. 
Soc.  ohim.  [iii.]  1,  180)  has  obtaiijed  a  substance 
of  the  composition  HjSnjO,,  probably  a  hydrate 
of  this  oxide,  by  dialysing  the  turbid  solution 
obtained  by  adding  hydrated  barium  peroxide 
in  excess  to  a  solution  of  stannous  chloride  in 
hydrochloric  acid,  and  evaporating  the  solution 
of  the  colloid  on  the  water- bath. 

Stannic  acids.  Two  isomeric  stannic  hy- 
droxides are  known,  each  of  which  behaves  as 
an  acid  and  exists  in  various  degrees  of  hydra- 
tion between  the  limits  HjSnO,  and  H4SnOj. 
They  are  both  colloidal  modifications  of  hydrated 
stannic  oxide,  only  differing  in  the  size  of  their 
particles,  the  a-acid  consisting  of  relatively 
small,  the  )3-acid  of  relatively  large  particles. 
(Mecklenburg,  Zeit«ch.  anorg.  Chem.  1909,  64, 
368 ;  see  also  Fremy,  Ann.  Chim.  Phys.  1844, 
[iii.]  12,  466;  ibid.  1848,  23,  385;  Musculus, 
Coinpt.  rend.  1867,  65,  961 ;  Vignon,  ibid.  1889, 
108,  1049  ;  ibid.  109,  372  ;  and  others.) 

Stannic  acid,  a-  or  ortho-stannic  acid  H^SnO, 
is  obtained  by  precipitating  stannic  chloride 
with  ammonia,  or  by  addition  of  calcium  or 
barium  carbonate  to  a  solution  of  stannic  chloride 
in  quantity  insufficient  to  precipitate  the  whole. 

It  is  also  formed  by  treating  an  alkali  stannate 
with  a  mineral  acid  (Kiihl,  Pharm.  Zeit.  1908, 
53,  49)  and  by  electrolysing  an  alkali  chloride, 
nitrate  or  sulphate  solution,  using  platinum  as 
cathode  and  tin  as  anode  (Lorenz,  Zeitsch. 
anorg.  Chem.  1896,  12,  436),  and  by  other 
methods  (Engel,  Compt.  rend.  1897,  126,  651; 
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Neumann,  Monatsh.  12,  518  ;  Coppadoro,  Chem. 
Zeit.  1907,  31,  Rep.  336). 

Its  composition  varies  with  its  mode  of 
drying,  and  it  ia  converted  into  anhydrous 
SnOj  at  630°-655°.  It  forms  a  gelatinous 
substance,  or  white  voluminous,  amorphous 
precipitate,  slightly  soluble  in  water  and  of  acid 
reaction.  When  dried  spontaneously,  it  forms 
translucent  lumps,  resembling  gum  arabio. 

When  boiled  with  phenosafranine  in  the 
presence  of  sodium  sulphate,  stannic  acid  forms 
an  intense  red  lake  ;  metastannio  acid  under  the 
same  conditions  only  forms  a  pale  rose  tint 
(Vignon,  Compt.  rend.  1891,  112,  580). 

A  colloidal  stannic  acid  is  known  {v.  Graham, 
Phil.  Trans. '  151,  213 ;  Van  Bemmelen,  Rcc. 
trav.  ohim.  7,  87 ;  Schneider,  Zeitsch.  anorg. 
Chem.  1894,  5,  83 ;  ibid.  1900,  23,  111  ;  Lotter- 
moser,  J.  pr.  Chem.  1899,  [ii.]  59,  489;  Biltz, 
Ber.  1902,  35,  4431).  It  can  be  prepared  by  the 
dialysis  of  an  alkali  solution  of  tin  chloride  or  of 
a  hydrochloric  acid  solution  of  potassium 
stannate.  Colloidal  stannic  acid  is  the  most 
important  constituent  of  purple  of  Cassius  {v. 
Gold  purple). 

Stannic  acid  forms  a  large  and  important 
series  of  salts,  most  of  which  are  crystalline. 
The  alkaline  stannates  are  soluble,  and  may  be 
prepared  by  dissolving  the  precipitated  oxide  in 
the  alkaline  hydrojdde.  The  others  are  mostly 
insoluble,  and  are  best  obtained  by  double 
decomposition.  The  potassium  and  sodium  salts 
are  the  only  ones  of  technical  importance.  The 
stannates  have  been  investigated  by  Fremy 
(Ann.  Chim.  Phys.  1844,  [iii.]  12, 462  ;  1848,  [iii.] 
23,  393),  Moberg  (J.  pr.  Chem.  [i.]  28,  230), 
Marignao  (Ann.  de  Mines,  [iii.]  15,  277),  Ordway 
(Amer.  J.  Soi..[ii.]  40,  173),  Ditte  (Compt.  rend. 
1882,  94, 1114 ;  1883,  96,  701),  and  BeUuoci  and 
Parravano  (Attf.  R.  Aocad.  Lincei.  1904,  [v.] 
13,  ii.  324,  339 ;  ibid.  1905,  14,  i.  457). 

According  to  the  last-mentioiied  authors 
they  are  isomorphous  with  the  plumbates  and 
platinates. 

Sodium  stannate  NajSnOj  usually  occurs  in 
six-sided  tables  of  the  composition  NajSnOjjSHjO 
(Moberg,  Marignac,  Ordway,  I.e.),  which  are  less 
soluble  in  hot  than  in  cold  water.  According  to 
Ordway,  100  parts  of  water  dissolve  67-4  parts 
at  0",  and  61-3  parts  at  20°. 

According  to  Bellucci  and  Paravanno,  the 
water  is  present  not  merely  as  water  of  crys- 
tallisation but  in  a  more  intimate  form,  namely, 
as  NajSn(OH),. 

Crystals  of  the  above  composition  are  de- 
posited from  a  hot  alkaline  solution,  but  the 
salt  may  also  be  obtained  with  8,  9,  or  10  mole- 
cules of  water.  The  form  crystallising  with 
9  molecules  is  said  to  be  obtained  in  oblique 
rhombic  prisms  by  recrystallising  the  com- 
mercial salt  (Jonas,  Chem.  Zentr.  1865,  607) ; 
while,  according  to  Haeffely  (Dingl.  poly.  J.  144, 
66),  crystals  of  the  composition  NajSnOa.SHjO 
are  deposited  from  hot  concentrated  solutions 
of  1-3  sp.gr.,  but  re^dissolve  on  cooling  to  a  solu- 
tion of  1-35  sp.gr.,  from  which  crystals  containing 
8  molecules  of  water  are  gradually  deposited. 

Copper  is  readily  tinned  by  immersion  in  a 
solution  of  the  salt. 

Sodium  stannate  is  largely  used,  under  the 
name  of  '  preparing  salt,'  as  a  mordant  in  dyeing 
oi)d  calico-printing,  thp  fabric  being  first  passed 


through  a  solution  of  the  stannate,  and  then 
through  weak- sulphuric  acid,  which  precipitates 
the  hydrated  oxide  on  the  fibres. 

For  preparing  this  salt  on  the  large  scale, 
the  original  processes  patented  by  J.  Greenwood, 
J.  Mercer,  and  J.  Barnes  (Eng.  Pat.  10757,  1845), 
J.  Young  (Eng.  Pat.  12359,  1848  ;  12744,  1849), 
a-nd  Haeffely  (Eng.  Pat.  603,  1854),  are  still  used 
with  some  modifications.  A  number  of  other 
processes  are  mentioned  in  the  list  of  patents 
relating  to  tin  salts  (infra). 

The  process  of  Greenwood,  Mercer,  and 
Barnes  consists  in  heating  22  lbs.  of  caustic 
soda  in  an  iron  crucible  until  evolution  of  water 
ceases,  and  then  adding  8  lbs.  of  sodium  nitrate 
and  4  lbs.  of  sodium  chloride,  followed,  when 
the  mass  is  nearly  fused,  by  10  lbs.  of  feathered 
tin,  with  constant  stirring  until  deflagration 
ensues.  The  mixture  then  becomes  white  hot 
and  past}',  and  is  wholly  converted  into  the 
stannate. 

For  preparing  sodium  '  stannite  '  a  mixture 
of  4  lbs.  of  sodium  chloride,  1  gallon  (13-5  lbs.) 
of  caustic  soda,  1  lb.  of  sodium  nitrate,  and  4  lbs. 
of  tin  is  heated  in  an  iron  crucible,  and  the  dry 
powder  finally  obtained  is  stirred  so  long  as 
ammonia  is  evolved. 

Young's  processes — rnost  of  which  are  de- 
scribed below— consist  mainly  in  the  prepara- 
tion of  .the  stannate  directly  from  the  ore,  thus 
avoiding  the  cost  of  obtaining  and  re-oxidising 
the  metal. 

By  one  process  the  native  or  prepared  oxide 
is  boiled  in  an  iron  pot  with  a  quantity,  varying 
with  the  tin  value  of  the  ore,  of  22  p.o.  soda 
lye,  the  temperature  being  gradually  raised  to 
about  600°F.,  at  which  combination  takes  place. 
When  the  operation  is  completed,  which  is 
ascertained  by  removing  a  portion  and  seeing 
how  much  dissolves,  the  mass  is  cooled  in 
another  vessel  and  is  dissolved,  filtered,  or  de- 
canted, and  recrystallised  or  sold  in  solution. 

In  another  process,  the  ore  fs  heated  to  red- 
ness with  one  and  a  half  parts  of  sodium  nitrate 
in  a  current  of  steam  with  constant  stirring. 
The  stannate  is  produced,  with  evolution  of 
nitrous  fumes  and  nitric  acid.  The  nitrate  may 
be  replaced  by  1  part  of  salt,  hydrochloric 
acid  being  then  obtained  as  the  by-product. 

'  Stannite  '  of  soda  is  obtained  by  heating  the 
metal  with  its  own  weight  of  caustic  soda,  with 
constant  stirring,  or  by  electrolysing  a  con- 
centrated solution  of  sodium  hydroxide,  using  a 
rotating  tin  anode  and  a  platinum  cathode.  Th> 
current  must  not  be  too  strong,  and  the  solution 
must  be  protected  from  oxidation  by  a  stream  of 
hydrogen  (Goldschmidt  and  Eokardt,  Zeitsch. 
physikal.  Chem.  1906,  56,  385).  The  solution  of 
the  stannite  may  be  used  in  dyeing  and  printing 
operations  as  it  is,  or  it  may  be  converted  into 
stannate,  with  precipitation  of  tin  as  a  black 
powder,  by  boiling. 

The  stannate  may  be  obtained  direct  frcm 
the  metal  by  heiting  a  mixture  of  20  parts  of 
tin,  16  of  sodium  hydroxide,  and  3  of  manganese 
dioxide  to  redness,  with  constant  agitation  and 
free  exposure  to  the  air.  The  dioxide  appears 
to  act  as  a  carrier  of  oxygen,  and  is  obtained 
unchanged  at  the  end  of  the  operation. 

In  another  process,  calcium  stannate  is  ob- 
tained by  roasting  in  »  reverberatory  furnace 
a  njixtufe  qf  the  ore  with  slaked  lime.     The 
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product  is  treated  with  sufficient  hydrochloric 
acid  to  precipitate  the  tin  as  oxide,  but  not  to 
rediasolve  any  of  it,  and  the  precipitate  is  dis- 
solved in  boiling  soda  lye.  The  salt  may  a,lso 
be  obtained  by  boiling  barium  stannate,  ob- 
tained similarly  to  the  lime  salt,  with  sodium 
sulphate,  until  all  the  barium  is  converted  into 
sulphate. 

HaefEely'a  process  consists  in  the  prepara- 
tion of  a  solution  of  '  plumbate  of  soda  '  by  dis- 
solving 54  lbs.  of  red  lead  or  70-80  lbs.  of 
litharge  in  a  solution  of  45  lbs.  of  caustic  soda 
of  70^Tw.  The  solution  is  diluted,  and  16  lbs. 
of  tin  is  suspended  in  it  while  boiling,  so  that  in 
4  or  5  hours  the  lead  is  obtained  as  a  deposit, 
which  may  be  readily  oxidised  for  re-use,  while 
sodium  stannate  remains,  in  solution. 

The  following  process  has  also  been  em- 
ployed (Chem.  Zeit.  9,  851)':— -Ten  boilers, 
arranged  in  horseshoe  form,  and  each  having  a 
central  tube,  the  lower  end  of  which  forms  a  per- 
forated funnfel,  are  almost  inlled  with  granulated 
tin,  and  six-  of  them  -are  charged  with  soda  lye 
of  15°B6.  The  liquor  is  drawn  off  from  each, 
after  a  suitable  amount  of  boiling,  through  a 
siphon  passed  into  the  central  tube,  and  is 
passed  from  boiler  to  boiler  until  of  30°B6., 
when  it  is  allowed  to  settle  in  a  tank.  For 
preparing  '  sodium  stannate  liquor,'  enough 
common  salt  is  dissolved  in  the  solution  to 
reduce  the  proportion  of  tin  to  5  p.o. ;  and  for 
producing  the  solid  the  liquid  is  evaporated  and 
calcined,  and  mixed  with  enough  sodium  chloride 
to  reduce  the  tin  to  42  p.c. 

A  sgdium  arsenio-stannate 

Na20-6SnOa-2As205,5HaO, 
occurring  in  shining  needles,  is  sometimes  used 
instead  of  the  ordinary  stannate,  and  is  said 
to  give  brighter  colours  and  to  be  more  eco- 
nomical. It  is  prepared  by  adding  nitric  acid 
to  a  boiling  solution  of  sodium  stannate  and 
sodium  arsenate,  and  treating  the  resulting 
precipitate  of  2SnOj-As2O5,10HaO  with  excess  of 
soda  {v.  Haeffely,  Dmgl.  poly.  J.  140,  290 ;  J. 
Mercer  and  W.  Blythe,  Eng.  Pat.  12807,  1849). 
In  the  latter  process  a  sodium  phospho- 
staunate  is  also  employed  for  the  same  purposes. 
Another  sodium  arsenio-stannate 

Na,&iOs5Na3AsO4,60HaO 
has  been  obtained  by  Prandtl  (Ber.   1907,  40 
2133). 

Potassium  stannate  K^SnO,  is  obtained 
similarly  to  the  sodium  salt,  and  is  sometimes 
employed  in  dyeing  and  calico-printing.  It 
crystallises  from  spontaneously  evaporated  solu- 
tions in  transparent  oblique  rhombic  prisms 
of  the  composition  KjSnOj.SHjO  (Marignao, 
Ann.  de  Mines,  [v.]  15,  277 ;  .  Moberg,  J.  pr. 
Chem.  [i.]  28,  230 ;  Ordway,  Amer.  J.  Soi.  [ii.] 
40,  173).  It  becomes  anhydrous  when  heated 
to  redness. 

Potassium  stannate  is  insoluble  in  alcohol, 
but  dissolves  in  water  to  an  alkaline  solution, 
100  parts  of  water  dissolving  106-6  parts  at  10° 
and  110,-5  parts  at  20°  (Ordway,  I.e.). 

Cupric  stannate  CuSnOs  has  been  em- 
ployed as  a  green  pigment.  It  is  prepared  for 
this  purpose  by  precipitating  sodium  stannate 
with  copper  sulphate  or  by  addition  of  a  sobi- 
tion  of  118  parts  of.tin  in  aqvM  regia  to  a  solu- 
tion  of   250   parts   of   copper   sulphate,    with 


subsequent  addition  of  sodium  hydroxide  in    ■ 
excess.  , 

Chromium  -  tin  compounds.  A  so-called 
phromium  stannate  or  '  pink  colour,'  used  for 
Iproducing  a  ^blood-red  colour  in.  pottery  glaze, 
is  prepared  hy  heating  a  mixture  of  10  parts  of 
stannic  oxide,  34  parts  of  calcium  carbonate,  5 
parts  of  silioa,  1  part  of  alumina,  and  3-4  parts 
of  crystallised  potassium  chromate  for  several 
hours  in  a  closed  crucible.  The  red, compound 
produced  gives  a  fine  rose-coloured  product  when 
washed  with  dilute  hydrochloric  acid. 

A  substance  known  as  mineral  lake,  possessing 
a  fine  lilac  colour,  is  used  in  colouring  paper 
hangings  and  for  oil  painting.  It  consists  of  a 
mixture  of  chromium  oxide  ajid  excess  of  stannic 
oxide,  and  can  be  prepared  by  igniting  together 
1  part  of  the  former  with  50  of  the  latter  (Ley- 
kauf,  J.  pr.  Chem.  1892, 19, 127),  or  by  dissolving 
potassium  chromate  in  5  or  6  parts  of  water,  and 
adding  this  solution  to  a  solution  of  stannous 
chloride  until  precipitation  ceases.  The  damp, 
washed  precipitate  is  ground  with  half  its  volume 
of  nitre,  and ,  dried,  and  the  finely-powdered 
mixture  is  thrown  in  small  portions  into  a 
crucible  heated  to  redness  and  containing  some 
potassium  nitrate.  After  pouring  off  the  super- 
natant fused  salt,  the  pale-yellow  residue  is 
washed  free  from  alkah,  and  is  calcined  at  a 
strong  heat  in  a  luted  crucible  until  it  becomes 
dense  and  acquires  the  desired  coloiir. 

A  series  of  '  pinks '  have  been  prepared  by 
moistening  equal  portions  of  calcium  stannate  or 
mixtures  of  tin  dioxide  and  whiting  with  varying 
proportions  of  a  solution  of  ammonium  dichro- 
mate.  The  mixtures  are  then  dried,  fired, 
cooled,  and  washed  with  hot  water.  The 
products  all  contain  »  more  or  less  constant 
quantity  of  chromium,  and  it  is  probable  that 
they  consist  of  the  colouring  agent,  chromium 
oxide,  resting  on  a  base  of  stannic  oxide  (Leth- 
bridse.  Trans.  Engl.  Ceramic  Soo.  1903-1904,  9 : 
see  Sso  HuU,  Trans.  Amer.  Ceramic  Soc.  1902, 
4,  230). 

Stannates  of  many  other  metals  and  thio- 
stannates  have  also  been  obtained. 

Metastannic  acid  or  ;3-stanmc  acid  is  obtained 
as  a  white  insoluble  powder,  with  evolution  of 
nitrous  fumes,  when  tin  is  treated  with  strong 
nitric  acid  (Engel,  Compt.  rend.  1897,  124,  765; 
ibid.  125,  709 ;  Van  Leent,  Rec.  trav.  chim. 
1898,  17,  86). 

It  is  also  obtained  by  the  ready  isomerisation 
of  stannic  aeid,  as  when  a  hydrochloric  on 
hydrobromio  acid  solution  of  the  latter  is 
allowed  to  stand  (Lorenz,  Zeitsch.  anorg.  Chem, 
1895,  9,  376). 

Its  degree  of  hydration,  like  that  of  stannic 
acid,  depends  on  the  process  used  for  drying 
{see  Fr6my,  Weber,  &c.). 

Metastannic  acid  is  insoluble  in  nitric  acid 
(c/.  Jorgensen,  Zeitsch.  anorg.  Chem.  1908,  57, 
353).  It  swells  up  in  concentrated  sulphuric 
acid,  the  product  being  soluble  in  water  and 
alcohol,  but  decomposing  into  the  two  acids  on 
bojling.  .  Hydrochlorip.  acid  converts  it  into  a 
chloride  of  metastannic  acid,  which  is  soluble  in 
water  but  not  in  hydrochloric  acid,  and  which  ' 
is  repreoipitated  froiri  solution  in  the  gelatinous , 
form  on  boiling;  or  on. addition  of  much  hydro- 
chloric acid.  ■ 

It  ie  insoluble  in  ammonia,  except  when 
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fresMy-precipitafced  from  a '  cold  ■  iSolutidn  of  a 
metaataunate  by  an  acid,  but  dissolves  in  alka- 
line hydroxides  and  carbonates,  with  formation 
of  mestastannates.  . 

A  colloidal  metastannio  acid  is  known,  {v. 
Graham,  Phil.  Trans.  151,  213  ;  Van  Bemmelen, 
Reo.  trav.  chim,  7,  87  ;  Liebschutz,  Chem.  News, 
1910,  102,  213). 

The  meta-  acid  is  said  to  have  a  tendering 
effect  on  silk  fibres  (Heermann,  Tarber  Zeit. 
1908,  19,  318 ;   Bayerlein,  ibid.  1908,  18,  241). 

The  salts  of  metastannic  acid  appear  to 
indicate  that  the  acid  has  the  formula 

5(SnOj-HjO),  i.e.  HijSn50ii,4HsjO, 
but  it  is  generally  considered  to  have  the  same 
composition  as  stannic  acid. 
~  The  metastannates  are  difficultly  crystal- 
Usable.  When  strongly  heated,  they  decompose 
into  stannic  oxide  and  the  base.  Potassium 
metaMannate  K,Sn50ii,4HjO  is  a  strongly  alka- 
line salt  obtained  by  dissolving  the  acid  in 
potash.  It  is  precipitated  from  aqueous  solution 
by  a  neutral  Eilkaline  salt  or  by  ammonium 
chloride.  Sodium  metastannate  Na2-Sn50ii,4HjO 
is  a  slightly  soluble  granular  salt  obtained  like 
the  potassium  salt.  A  hard  gummy  precipitate 
of  the  composition  NajSnjOij,8H20  is  obtained 
by  addition  of  caustic  soda  to  a  solution  of  the 
above  compound  of  hydrochloric  acid  and  meta- 
stannio acid. 

Thiometastannates  are  also  known. 
Perstannic  acid  HSnOi,2H20  is  formed  when 
stannic  acid  is  treated  with  excess  of  30  p.o. 
hydrogen  peroxide  and  the  mixture  heated^  to 
about  70°.  Oij  heating  to  100°  it  yields  the  acid 
HjSnjOj.SHjO.  The  alkali  stannatea  when 
similarly  treated  form' the  salts  corresponding  to 
these  acids  (Tanatar,  Be_r.  1905, 38, 1184).^  When 
concentrated  alkali  staiinates  are  electrolysed  at 
low  temperature  with  a  low  current  density 
they  also  form  perstannates  (Coppadoro,  Gazz. 
chim.  ital.  1908,  38,  i.  489,  and  l.c.\ 

Salts  Of  tin  with  oxyacids.  These  salts, 
although  numerous,  are  of  little  technical  impor- 
tance, but  a  number  of  solutions  containing  them 
are  used  in  dyeing  and  cahoo-printing.  Stannous 
sulphate  SnSOj  is  •  obtained  as  a  crystalline 
powder  by  evaporating  in  vacu6  a  solution  of 
tin  or  stannous  hydroxide  in  dilute  sulphuric 
acid.  Stannic  sulphate  Sn(S04)2  is  obtained  as 
a  white  salt,  soluble  in  dilute  sulphuric  acid  but 
mostly  precipitated  on  dilution,  by  dissolving 
the  hydroxide  in  sulphuric  acid.  According  to 
Ditte  (Compt.  rend.  1887,  104,  172),  a  solution 
of  stannic  hydroxide  in  warm  dilute  sulphuric 
acid  (1-8)  deposits,  on  concentration,  first 
radiating  needles,  then  rhomboidal  lainellse, 
and  finally  hexagonal  prisms,  all  colourless  and 
all  possessing  the  composition  Sn(SOi)j,2H20. 
He  has  obtained  the  same  product  by  the  action 
of  sulphuric  acid  on  metastannio  acid.  The  crys- 
tals deUquesce  to  a  clear  liquid.  The  solution  is 
decomposed,  on  dilution,  with  precipitation  of  th6 
hydroxide.  A  number  of  double  tin  sulphates 
are  known  (Weinland  and  Kiihl,  Eer.  1906,  39, 
2951  J  Zeitsch.  anorg.  Chem.  1907,  54,  244). 
Stannous  nitrate  Sn(N03)2  is  obtained  by  dis- 
solving tin  or  stannous  hydroxide  in  very  dilute 
nitric  acid  (R.  Weber,  J.  pr.  Chem.  [ii.]  26,  121 ; 
Walker,  Chem.  Soc.  Proc.  1893, 114  ;  Engel,  I.e.). 
A  basic  salt  of  the  composition  2SnO*N206  is 
pbtained  as  a  white  crystalline  precipitate  by 


adding  a  solution  of  sodium  carbonate  to  the 
neutral  salt  in  quantity  insufScient  for  complete 
precipitation.  It  may  also  be  obtained  by 
digesting  the  nOrmal  salt  with  stannous  hydroxide. 
It  deflagrates  at  100°,  or  on  friction.  Stannic 
nitrate  Sn{N03)4  crystallises  in  silky  tablets  from 
a  solution  of  stannic  hydroxide  in  nitric  acid. 

It  is  also  formed  by  dissolving  tin  in  70  p.o. 
nitric  acid  (Moutemartini,  Gazz.  chim.  ital.  1892, 
22,  384). 

The  so-called  '  nitrate  of  tin '  or  '  physio  ' 
used  by  dyers  is  a  mixture  of  stannous  and 
stannic  chlorides  (v.  Stannous  chloride,  infra). 
A  solution  of  tin  in  nitric  acid  is,  however,  also 
used  in  dyeing  {v.  Crookes,  Handb.  of  Dyeing 
and  Calico  Printing,  1874,  527). 

Stannous  sulphide  SnS  is  obtained  as  a  tough, 
crystalline,  bluish-grey  fusible  mass  by  heating 
tin  with  sulphur,  or  in  crystalline  scales  by 
fusing  the  sulphide  so  obtained  with  stannous 
chloride  and  treating  the  product  with  dilute 
hydrochloric  acid.  The  crystalline  sulphide  may 
also  be  obtained  by  heating  the  amorphous  form 
in  the  electric  furnace  (Mourlot,  Compt.  rend. 
1897,  124,  768).  It  is  obtained  as  a  brown  pow- 
der, which  blackens  on  drying,  by  precipitating 
stannous  chloride  with  sulphuretted  hydrogen. 

Stannous  sulphide  is  insoluble  in  normal 
ammonium  sulphide,  but  dissolves  in  the  yellow 
sulphide  and  in  alkaline  polysulphides  (v.  Ditte, 
Compt.  rend.  1882,  94, 1419),  and,  with  evolution 
of  sulphuretted  hydrogen  and  formation  of 
stannous  chloride,  in  hot  hydrochloric  acid. 
Hydrogen  chloride  acts  similarly  on  the  warmed, 
but  not  on  the  cold,  sulphide  (Ditte,  ibid. 
1883,  97,  42). 

Stannous  sulphide  is  sometimes  soluble,  at 
other  times  insoluble,  in  sodium  hydroxide,  the 
cause  ofthis  variation  being  unknown  (Perkih, 
J.  Soc.  Chem.  Ind.  1901,  425). 

Pure  stannous  sulphide  has  m.p.  880°  (Pela- 
bon,  Compt.  rend.  1906, 142, 1147).  It  is  slightly 
radioactive  (Campbell,  Proc.  Cambridge  Philos. 
Soc.  1906,  13,  282). 

Stannic  sulphide  SnS2  cannot  be  prepared  by 
simply  heating  tin  and  sulphur  toeether,  be- 
cause the  heat  generated  is  sufBcient  to  reduce 
the  disulphide  to  monosulphide,  but  it  may  be 
so  obtained  when  sufficient  ammonium  chloride 
or  other  volatile  substance  is  present  to  moderate 
the  action.  Woulfe  (Phil.  Trans.  1771,  61,  114 ; 
also  Gmelin's  Handbook,  5,  79)  describes  a 
number  of  methods  of  preparing  this  compound, 
which  is  used  as  a  bronze  powder  for  bronzing 
articles  of  gypsum,  wood,   &c. 

Various  mixtures  of  tin  chloride  and  sulphur, 
or  tin,  sulphur,  and  ailimonium  chloride,  or  tin 
amalgam  or  tin  sulphide  with  sulphur  and 
amihonium  chloride,  are  heated  in  retorts  or 
covered  crucibles,  at  first  gently  for  a  few  hours; 
then  more  strongly,  but  not  quite  to  redness. 
On  cooling  the  greater  portion  of  the  sulphide 
is  at  the  bottom,  but  the  purer  and  finer  crystals 
are  found  sublimed  at  the  top. 

Crystalline  stannic'  sulphide,  sp.gr.  4-425,  is 
often  known  as  '  Mosaic  gold,'  aurum  mosaicum, 
or  musivum.  For  a  reddish  shade,  50  grms.  df 
50  p.c.  tin  amalgam,  25  of  crystallised  stannous 
chloride,  35  of  ammonium  chloride,  and  35  of 
sulphur  are  finely  powdered  together  and 
ignited  gradually  in  a  glassretort  covered  with 
asbp'stos/iu  the  |anre  of  a  lar^e  blow-pipe,  which 
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is  moved  about  periodically.  During  the  opera- 
tion the  colour  of  the  mass  should  be  dark  brown. 
If  it  becomes  black  owing  to  the  formation  of 
stannous  sulphide,  the  flame  should  be  lowered. 
For  yellowish  shades,  50  grms.  of  crystallised 
stannous  chloride  and  25  grms.  of  flowers  of 
sulphur  are  employed.  The  yield  is  67  p.c.  of 
the  theoretical  (Langutt,  Zeitsch.  angew.  Chem. 
1897,  557).     V.  Gold,  mosaic. 

When  heated,  stannic  sulphide  sublimes,  with 
partial  decomposition  into  sulphur  and  stannous 
sulphide.  It  dissolves  readily  in  alkalis,  but  not 
in  acids,  except  aqua  regia.  It  fuses  in  a  current 
of  chlorine,  and  absorbs  6  molecules  of  the  gas, 
forming  a  yellow  crystalline  compound  of  the 
composition  ShCI4,2SC1j  (Rose,  Pogg.  Ann.'  42, 
,  517).  .  When  heated  with  iodine  in  a  current  of 
carbon  dioxide  it  gives  a  brown,  crystalline, 
fusible  mass  of  the  composition  SnSjIj  (Schneider, 
J.  pr.  Chem.  [i.]  79,  419).  '" 

The  dirty-yellow  precipitate  obtained  by  pas- 
sage of  sulphuretted  hydrogen  through  a  solution 
of  a  stannic  salt  consists  of  a  mixture  of  stannic 
sulphide  and  stannic  hydroxide ;  this  dissolves 
in  alkaline  sulphides,  with  formation  of  thiostan- 
nates  (Kiihn,  Annalen,  1852,  84,'110),  and  also  in 
alkalis  and  hydrochloric  acid.  Ditte  (Compt.  rend 
1882,  95,  641)  describes  several  double  sulphides 
or  thiostannates  and  also  seleniothio-stannates. 

Hydrogen  chloride  or  bromide  convert  the 
sulphide  into  the  corresponding  halide  (KeUey 
and  Smith,  Amer.  Chem.  J.  1896,  18,  1096). 

When  stannic  sulphide  is  allowed  to  remain 
in  contact  with  ammonia,  filtered,  and  the 
filtrate  acidified,  a  white  mass  of  an  amorphous 
stannic  sulphide  is  formed.  It  dissolves  readily 
in  ammonia  to  an  orange-red  solution,  and 
becomes  yellow  on  drying  (Schmidt,  Ber.  1894, 
27,  2739  ;  Chem.  Zentr.  1907,  i.  397  ;  Mateme, 
ibid.  1906,  ii.  557 ;  Lang  and  Carson,  J.  Soc. 
Chem.  Ind.  1902,  1018).  When  dried  in  air  it 
loses  a  little  sulphur  and  becomes  dark  brown, 
hard,  and  brittle.  This  sulphide  behaves  like  a 
colloidal  sulphide.  Colloidal  stannic  sulphide 
has  been  obtained  (Spring,  Ber.  1883,  16,  1142 ; 
Schneider,  Zeitsch.  anorg.  Chem.  1894,  5,  83 ; 
see  also  Biltz,  Chem.  Zentr.  1904,  i.  1040). 

Tin  sesquisulphide  SnjSj  is  obtained  by  gentle 
ignition  of  3  parts  of  stannous  sulphide  and  1  of 
sulphur  in  a  retort.  It  forms  a  yello*ish-grey 
mass  of  metallic  lustre  (Antony  and  Niccoli, 
Gazz.  chim.  ital.  1892,  22,  ii.  408). 

Stannous  selenide  SnSe  is  obtained  with  in- 
candescence when  selenium  is  heated  with  tin, 
as  a  light-grey  lustrous  body  of  crystalline  frac- 
ture, not  reducible  by  hydrogen.  It  is  obtained 
as  a  dark-brown  precipitate,  which  becomes 
nearly  black  on  drying,  by  passing  seleniuretted 
hydrogen  into  stannous  chloride  solution.  It 
dissolves  in  alkalis  and  akaline  sulphides  {v. 
Uelsmann,  Annalen,  1860, 116, 124;  P61aboa, I.e.). 

Stannic  selenide  SnSca  is  obtained  by  passing 
seleniuretted  hydrogen  into  stannic  chloride  solu- 
tion as  a  yellowish-red  precipitate  which  dries 
to  a  brown  powder,  soluble  in  caustic  alkalis  and 
alkaline  sulphides,' and  forming  stannous  selenide 
when  heated  in  hydrogen. 

According  to  Little  (Annalen,  1859, 112,  213), 
is  obtained  as  a  tin- white,  lustrous,  easily-fusible 
mass,  unaffected  by  hydrochloric  acid,  but 
readily  decomposed  by  nitric  acid,  by  heating 
tin  in  selenium   vapour.     Ditte  (Cpmpt.  rend.  I 


18'82,  95,  641 ;  ibid.  1887,  104,  174)  describes 
some  double  selenides  corresponding  with  tha 
thiostannates  {v.  Stannic  svlphide). 

A  telluride  is  also  known. 

Stannous  chloride  SnCls  is  obtained  in  the 
anhydrous  condition  by  heating  tin  in  hydro- 
gen chloride,  or  by  heating  a  mixture  of  equal 
weights  of  '  feathered '  (i.e.  granulated)  tin  or 
filings  and  mercuric  chloride  ;  and  in  monoclinio 
prisms  of  the  composition  SnCl2,2H  jO  (O.  Henry, 
J.  Pharm.  12,  134)  by  evaporating  a  solution  of 
tin  in  hydrochloric  acid. 

Stannous  or  stannic  chloride  may  be  obtained 
as  desired  by  the  following  process :  Stannous 
chloride,  formed  by  the  action  of  a  solution  con- 
taining chlorine  on  tin,  is  subjected  to  the  action 
of  a  gaseous  or  fluid  mixtiire  containing  free 
chlorine,  hydrochloric  acid,  and  air  or  oxygen 
(Young,  J.  Amer.  Chem.  Soc.  1901,  23,  119,  450). 
Stannic  chloride  is  thus  formed  which  when  made 
to  react  with  tin  reforms  stannous  chloride 
(U.S.  Pats.  810454,  810455,  810456,  810897, 
1906  ;  D.  R.  P.  184494).  For  other  methods, 
see  D.  R.  PP.  176456,  176457,  181876,  188018). 

The  crystals  melt  at  40°,  and  at  100°  lose 
most  of  their  water,  together  with  a  little  hydro- 
chloric acid.  When  dried  in  vaciU),  or  over 
sulphuric  acid,  they  become  anhydrous. 

The  anhydrous  chloride  fuses  at  249-3"  to  an 
oil  which  boils  at  617°-628°  (Camelley  and 
Carleton  Williams,  Chem.  Soc.  Trans.  1879,  563). 
or,  according  to  Biltz  and  V.  Meyer  (Ber.  1888, 21, 
22),  at  606-1°.  The  anhydrous  chloride  is  some- 
times called  '  butter  of  tin,'  although  that  term  is 
usually  applied  to  the  hydrated  tetrachloride. 
Stannous  chloride  is  soluble  in  water  and 
alcohol.  On  dilution,  the  aqueous  solution 
becomes  turbid,  from  precipitation,  with  separa- 
tion of  hydrochlorio  acid,  of  a  basic  chloride 
2SnO,HCl,H20,  which  is  also  formed  when  the 
clear  solution  is  exposed  to  the  air.  Mallet 
(Chem.  Soc.  Trans.  1879,  524)  has  observed  a 
gelatinous  deposit  of  the  composition  SnOa-HCl, 
to  which  he  has  applied  the  term  Mm -stannic 
acid,  in  a  solution  of  stannous  chloride  after  long 
standing.  Donath  (Eep.  Anal.  Chem.  7,  77)  con- 
siders that  this  compound  is_  produced,  together 
with  stannic  hydroxide,  by  the  action  of  light 
on  aqueous  stannous  chloride. 

R.  Engel  (Compt.  rend.  1888,  106,  1398)  has 
obtained  a  compound  of  the  composition 

Sna2,Ha,3H,0, 
which  he  calls  chloroslannic  acid,  by  passing 
chlorine  over  the  hydrate  SnCl2,2HjO.  The 
crystals  fuse  to  a  clear  liquid  having  the  above 
composition,  and  depositing,  when  cooled  to 
—40°,  slender  silky  needles  which  melt  at  about 
—27°.  According  to  Ditte  (ibid.  1883,  97,  42), 
however,  the  liquid  contains  a  chloride  of  the 
composition  SnCla,H20,  which  is  also  formed 
by  the  action  of  concentrated  hydrochloric  acid 
on  the  chloride  SnCf  j,2H20. 

When  stannous  chloride  is  electrolysed 
crystalline  tin  can  be  obtained  (Saposhnikoff, 
J.  Russ.  Phys.  Chem.  Soc.  1905,  37,  153). 

Stannous  chloride  forms  crystalline  double 
chlorides  with  the  alkalis  (t).  Benas,  Chefn. 
Zentr.  1884,  957,  forming  salts  of  the  composi- 
tion SnClj-KC!,HaO  and  Snaa-2K('l,HaO).  It 
absorbs  dry  ammonia,  with  formation  of  {i  con- 
pound  of  the  coinposition  SnClj-NHj,  and  also 
SnCla-2NHi  (Nauraann,  Ber.  1910,  43,  313). 
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Stannous  chloride  is  soluble  in  alcohol  and 
ih  ether,  the  latter  solution  gives  a  brownish-red 
ring  when  added  to  hydroohlorio  acid  containing 
1/50  mgrm.  of  araenious  acid  (Jong,  Zeitsoh. 
anorg.  Chem.  1902,  41,  596). 

Like  other  stannous  salts,  stannous  chloride 
is  a  strong  reducing  agent  and  is  employed  as 
such,  both  for  the  reduction  of  organic  and 
inorganic  compounds.  It  is  also  used  in  the 
analysis  of  a  number  of  substances  (Henriet, 
Compt.  rend.  1901,  132,  966 ;  Weil,  ibid.  1902, 
134,  115). 

A  small  quantity  of  stannous  chloride  is  said 
to  increase  the  yield  of' alcohol  in  fermentation 
processes  ;  it  also  accelerates  the  revivification 
of  the  yeast  sown  in  must,  and  cultures  taken 
from  the  yeast  so  formed  retain  a  similar  property 
for  a  certain  length  of  time  (Gimel,  Compt.  rend. 
1908,  147,  1324). 

Stannous  chloride  and  other  stannous  salts 
are  largely  used  in  dyeing  and  calico-printing 
under  the  name  '  tin  salts '  or  '  tin  crystals  ' 
(Dreher,  Farber-Zeit.  7,  145 ;  Reisz,  ibid.  221, 
222  ;  Binder,  BuU.  Soc.  Ind.  Mulhouse,  1900, 92  ; 
Paterson,  J.  Soc.  Dyers  Col.  1906,  22,  188; 
Coberti,  J.  Soc.  Chem.  Ind.  1899,  829). 

Stannic  chloride  SnCl^  was  first  prepared  by 
Libarius  in  1605,  who  obtained  it  by  distiUing 
a  mixture  of  tin  or  its  amalgam  with  excess  of 
mercuric  cUoride ;  he  termed  the  product 
Spiritus  argetUi  vivi  sublimati.  It  may  also  be 
prepared  by  the  action  of  chlorine  (Lorenz, 
Zeitsch.  anorg.  Chem.  1895,  10,  44  ;  Beckmann 
and  Geib,  ibid.  1906,  51,  96) ;  or  phosphorus 
pentachloride  on  tin  (Goldsohmidt,  Chem.  Zentr. 
1881,  489)  J  or  by  the  action  of  chloroform  on 
stannic  oxide  (Eenz,  Ber.  1906,  39,  249). 
Technically,  it  is  generally  prepared  by  the 
action  of  chlorine  or  hydrochlorijo  acid  on  tin- 
plate  waste  or  tin  waste  residues  from  dye  works 
and  a  large  number  of  patents  have  been  regis- 
tered for  this  purpose  (see  Fr.  Pats.  371067, 
1906;  392615,  401125;  405851,  406300,  1909; 
Heermann,  Kirber  Zeit.  1907, 18, 34  ;  U.  S.  Pats. 
884756,  877261,  877248,  1908  ;  976990,  958986, 
1«10;  D.  B.  P.  222838;  J.  Soc.  Chem.  Ind. 
1907,  253;  ibid.  1908,  160;  ibid.  1909,  21, 
1087  ;  ibid.  1910,  424, 1105  ;  see  also  U.  S.  Pats. 
883140,  883141, 1908 ;  Fr.  Pats.  386594,  388089, 
1908). 

The  chloride  distils  over  as  a  colourless 
mobile  liquid,  boiling  at  113-89°  at  760  mm. 
pressure  (Thorpe,  Chem.'  Soc.  Trans.  1880,  37, 
331),  and  solidifying  at  — 33°  to  small  white 
crystals  (Besson,  Compt.  rend.  1889,  109,  940). 

The  liquid  has  sp.gr.  2-2788  at  0°/4°  (Thorpe, 
loc.  cit.),  and,  owing  to  its  high  refractive  index, 
presents  a  very  brilliant  appearance. 

When  exposed  to  the  air,  it  emits  dense  white 
fumes,  and  is  finally  converted  into  a  crystalline 
hydrate  SnCUj.SHjO  (Lewy,  Compt.  rend.  1845, 
21,  369),  which  is  also  obtained,  with  evolution 
of  heat,  by  mixing  stannic  chloride  with  one- 
third  its  weight  of  water.  This  hydrate  is  some- 
times known  as  '  butter  of  tin,'  or,  bythe  dyers,  as 
'  oxymuriate  of  tin.'  Hydrates  of  the  composi- 
tion Sna4,3H20  and  Sna4,8HjO  are  also 
known.  For  the  sp.gr.  of  various  solutions  of 
this  salt,  see  Heerman  (Chem.  Zeit.  1907,  31, 
680). 

On  hydrolysis,  it  first  forms  the  intermediate 
gompound  SnClgOH,  and  then  etannio  acid ;  by 
Vol.  v.— r. 


alcoholysis  it  glides  the  eompoiiild  SnCljO-Et 
(Pfeiffer,  Ber.  1905,  38,  2466;  von  Biron,  J. 
Kuss.  Phys.  ■Chem.  Soc.  1906,  37,  963). 

Stannic  chloride  forms  crystaUine  double 
chlorides,  sometimes  called  chloro-stannates  or 
stannicMorides  with  the  alkaline  chlorides 
(Bellucoi  and  Parravano,  Atti.  B.  Accad.  Linoei. 
1904,  V.  13,  ii.  307 ;  von  Biron,  J.  Euss.  Phys. 
Chem.  Soc.  1904,  36,  489,  933 ;  ibid.  1905,  37, 
963,  994,  1036 ;  Weinland  and  Barnes,  Zeitsch. 
anorg.  Chem.  1909,  62,  250) ;  thus,  SnCl.^KCl 
and  SnClj-2NH4Cl,  the  latter  forming  the 
•  pink  salt '  formerly  much  used  by  dyers. 

Stannic  chloride  dissolves  phosphorus  and 
iodine,  and  fuixes  with  bromine  and  carbon  disul- 
phide.  It  converts  mercury  into  calomel,  and  is 
itself  decomposed  bynitric  acid,  with  precipitation 
of  metastannic  acid.  Among  the  substances  pro- 
duced by  direct  combination  with  other  com- 
pounds may  be  mentioned  SnCli-2NHj,  a  soluble 
volatile  solid  (Rose,  Pogg.  Ann.  16,  63) ; 
3SnCli-2PHj,  a  yellow  fuming  solid  (Rose,  ibid. 
24,  159) ;  SnClj-NjOj,  a  yellow  amorphous 
mass  ;  SnClj-SOj  a  white  solid  (Rose,  ibid.  iA, 
320);  SnCli-PClsandSnCl.-POCla  (Casselmann, 
Annalen,  1852,  83,  257) ;  Snai2(CaH,)jO,  a 
white  crystalline  compound  (Coldridge,  Phil. 
Mag.  [v.]  29,  383,  480).  A  yellow  crystalline 
substance  SnCli-2SCl4,  fusing  below  30°,  is  ob- 
tained by  the  action  of  chlorine  on  stannic 
sulphide  (Rose,  Pogg.  Ann.  42,  517). 

When  a  cooled  solution  of  stannic  chloride  in 
chloroform  is  treated  with  nitric  peroxide,  -the 
compound  3SnCli-4NOCl  is  formed  (Thomas, 
Compt.  rend.  1896,  122,  32),  whilst  if  such  a 
solution  is  treated  with  nitrogen  sulphide 
dissolved  in  chloroform,  red  crystals  of  the 
substance  SnCl4-2NjS4  are  deposited  (Davis, 
Chem.  Soc.  Trans.  1906,  1576). 

Stannic  chloride  absorbs  large  quantities  of 
chlorine  at  low  temperatures,  with  considerable 
increase  in  volume  and  lowering  of  the  melting- 
point  (Besson,  Compt.  rend.  1889,  109,  940). 

Stannic  chloride  is  used  in  dyeing  as  a 
mordant,  and  silk  is  weighted  with  it  before 
dyeing  (Froenkel  and  Fasal,  J.  Soc.  Chem. 
Ind.  1898,  148 ;  ibid.  1904,  899).  Its  use  foi 
this  purpose  is  said  to  have  been  discovered  by 
the  Dutch  chemist,  Drebbel,  in  1630,  who  found 
that  cochineal  gives  a  permanent  brilliant  red 
dye  in  the  presence  of  dilute  stannic  chloride. 

A  patent  was  taken  out  in  England  as  early 
as  1748  by  0.  Pawl  (Specification  No.  630, 1748) 
forthe  use  of  tin  dissolved  in  a5"Mo/orisa,  with  addi- 
tion of  ammonium  chloride,  for  dyeing  scarlet. 

The  older  methods  of  preparing  tin  salts  for 
this  purpose,  whereby  tin  is  dissolved  in  excess 
of  hydrochloric  acid,  and  the  solution  is  oxidised 
by  means  of  chlorates,  have  the  disadvan- 
tage of  producing  a  very  impure  product.  The 
mordanting  and  weighting  is  due  only  to  the 
stannic  chloride  and  the  impurities  tend  to 
weaken  the  fibres,  to  make  the  latter  more ' 
sensitive  to  light,  and  to  bring  about  the  gradual 
deterioration  in  the  strength  of  the  material. 
To  avoid  this,  Sperry  has  devised  a,  special 
apparatus  whereby  pure  anhydrous  stannio 
chloride  may  be  prepared  by  the  treatment  of 
impure  tin  bearing  materials  with  ordinary 
commercial  chlorine  (J.  Soc.  Chem.  Ind.  1908,' 
312,  404,  628,  749,  978;  Eng.  Pat.  389188; 
U.  S.  Pats.  882354, 887538,  885391.  For  Fig.  and 
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description  of  apparatus,  see  S.  Soo.  Chem.  Ind. 
1908,  313).  From  the  pure  staunio  chloride  thus 
prepared  all  the  compounds  of  tin  needed  by 
dyers  may  be  obtained  in  pure  condition. 

A  solution  consisting  of  stannic  and  stannous 
chloride,  obtained  by  dissolving  tin  in  aqiui 
regia,  is  used  in  the  preparation  of  fuohsine 
under  the  name  '  nitrate  of  tin  '  or  '  physic  ' 
(see  above). 

It  is  now  more  usual,  however,  to  employ  the 
crystalline  pentahydrate  SnCli.SHjO. 

A  solution  consisting  of  stannic  chloride, 
containing  more  or  less  stannous  chloride,  and 
used  in  dyeing  under  the  name  '  oxychloride  of 
tin '  or  '  pink  cutting  liquid,'  is  prepared  by 
adding  1  part  of  stannous  chloride  to  IJ  parts 
of  nitric  acid  ot  sp.gr.  1-31  in  portions,  with 
constant  stirring,  to  prevent  boiling  over  from 
the  violence  of  the  action  ;  or  by  dissolving 
337  parts  of  stannous  chloride  in  300  parts  of 
hydrochloric  acid  (20°Tw.),  with  the  aid  of  a 
minimum  of  water,  and  adding  gradually  58 
parts  of  potassium  chlorate. 

In  small  quantities  stannic  chloride  may  be 
added  to  the  sizing  mass  for  cotton  warps  in 
order  to  prevent  the  too  rapid  decomposition  of 
the  size  (TextUe  Colorist,  1893,  15,  7). 

For  the  detection  of  tin  in  mordanted  cloth, 
eee  Paterson  (J.  Soc.  Dyers  Col..  1906,  22,  189) ; 
Silbermann  (Bull,  Soc.  chim.  Mulhouse,  1906,  76, 
357). 

A  rapid  and  delicate  method  for  detecting 
sodium  chloride  in  commercial  stannic  chloride, 
consists  in  precipitating  the  former  with  99*5  p.c. 
alcohol  saturated  with  hydrogen  chloride 
(Heermann,  Chem.  Zeit.  1907,  31,  27). 

Stannous  bromide  SnBrj  is  obtained  in  solu- 
tion by  dissolving  tin  in  hydrobromio  acid 
(Balard,  Ann.  Chim.  Phys.  1826,  [ii.]  32,  337). 
It  may  be  obtained  as  an  anhydrous,  pale-yellow, 
crystalline  mass  by  heating  tin  in  hydrobromio 
acid  vapour  and  re-distilling  the  product 
(R-eyer  and  Meyer,  Zeitsch.  anorg.  Chem.  1892, 

2,  1). 

According  to  Eayman  and  Preis  (Annalen, 
1884,  223,  323),  it  melts  at  215-5°  to  a  pale- 
yellow  oily  liquid,  of  sp.gr.  5-117  at  17°.  Accord- 
ing to  Cameliey  and  Carleton  Williams  (Chem. 
Soc.  Trans.  1879,  664),  it  melts  at  259°,  and 
boils  at  617°-634°. 

A  hydrate  SnBrj.HjO  separates  in  needles  or 
thin  plates  from  the  greenish  solution  of  tin  in 
warm  concentrated  hydrobromio  acid.  It  loses 
its  water  in  dry  air,  or  when  heated  to  70°-80°. 
It  dissolves  in  a  little  water,  but  is  decomposed 
by  excess,  with  precipitation  of  a  gelatinous  pre- 
cipitate (v.  Benas,  Chem.  Zentr.  1884,  957). 
A  hydrate  SnBr2,2HjO,  crystallising  in  large 
monoclinio  tables,  is  also  obtained  from  the 
solution  of  tin  in  hydrobromio  acid  (Benas,  l.c.). 

Benas,  Eayman  and  Preis  have  also  de- 
scribed compounds  of  stannous  bromide  with 
potassium  and  ammonium  bromides. 

Stannic  bromide  SnBr,  was  discovered  in 
1826  by  Balard  (Ann.  Chim.  Phys.  [ii.]  32,  337). 
It  is  obtained  by  adding  bromine  drop  by  drop 
to  strips  of  tin,  the  temperature  being  kept 
between  35°  and  59°  (Lorenz,  Zeitsch.  anorg. 
Chem.  1895,  9,  366);  or  preferably,  on  account 
of  the  violence  of  the  action  with  pure  bromine, 
by  gradually  adding  the  tin  to  a  solution  of 
bromine  in   carbon   disulphide,   or  by  passing 


the  vapour  of  bromine  over  heated  tin  (Cameliey 
and  O'Shea,  Chem^Soc.  Trans.  1878,  66). 

Stannic  bromide  forms  a  white  iridescent  deli-- 
quescent  mass*  which,  by  distillation,  is  obtained 
in  small,  well-formed,  highly  lustrous  crystals, 
melting  at  30°  and  boiling  at  210°  (uncorr.) 
(CarneUey  and  O'Shea,  I.e.),  or  at  203°  (corr.) 
(Rayman  and  Preis,  Chem.  Zentr.  1882,  773),  and 
having  a  sp.gr.  of  3-349  at  3-5°  (Rayman  and 
Preis,  I.e.). 

It  fumes  in  the  air,  and  dissolves  readily  in 
water.  The  solution  deposits  stannic  hydrox- 
ide on  heating  or  after  standing.  A  hydrate 
SnBr4,4H,0  is  obtained  in  colourless  transparent, 
fuming  crystals,  by  exposing  the  anhydrous 
bromide  to  moist  air,  or  by  dissolving  in  a  little 
water  and  evaporating  over  sulphuric  acid.  Oxy- 
bromides  Sn3Br,0,12Hj,0  and  SnBr8Oj,10H,O, 
obtained  from  stannic  bromide,  and  a  compound 
SnBri-2NHs,  obtained  by  absorption  of  ammonia 
by  the  warmed  bromide,  are  also  known  (Rayman 
and  Preis,  I.e.). 

Stannic  bromide  unites  with  ether  to  fornj 
a  deliquescent  crystalline  body  SnBr4(C2H5),0 
(Nioklfe,  Compt.  rend.  1861,  52,  869).  By 
evaporating  Solutions  of  the  mixed  bromides, 
Raymond  and  Preis  (l.c.)  have  obtained  the 
following  double  bromides  or  stannibromides ! 
2NaBr-SnBri,6H20,  in  pale-yellow,  soluble 
crystals ;  CaBr2-SnBr„6H20,  in  slender  deli- 
quescent needles  ;  MgBr2-SnBr4,10H2O,  in  pale- 
yellow,  deliquescent  tables ;  MnBrj-ShBr^.eHjO, 
in  large,  pale-yellow,  deliquescent  crystals; 
FeBrj-SnBrj.OHjO,  in  greenish,  granular  crys; 
tals  ;  NiBr2-SnBri,8H20,  in  apple-green,  granu- 
lar, deliquescent  crystals ;  and 

CoBr2-SnBr4,10H2O, 
in  yellowish-red,  deliquescent  tablets  [eee  also 
Leteur,  Compt.  rend.  1891,  113,  640). 

Stannous  iodide  Snij  is  obtained  by  dissolv- 
ing tin  in  concentrated  hydriodio  acid.  At  the 
ordinary  pressure  solution  is  extremely  slow, 
but  it  proceeds  more  rapidly  in  a  sealed  tube  at 
12O'?-150°  (Wohler  and  Diinhaupt,  Annalen,  1853, 
86,  374).  It  may  also  be  obtained  in  yellowish- 
red  needles,  slightly  soluble  in  water,  and  readily 
soluble  in  solutions  of  alkaline  chlorides  and 
iodides,  and  in  hydrochloric  acid,  by  addition  of 
potassium  iodide  in  slight  excess  to  a  concent 
trated  solution  of  stannous  chloride  (Warden, 
Pharm.  J.  1897,  58,  61).  The  aqueous  solution 
is  decomposed  by  much  water,  with  separation 
of  hydriodic  acid  and  a  yellow,  insoluble  body 
the  composition  of  which  varies  with  the  amount 
of  water  present  (Personue,  Compt.  rend.  1862, 
54,  216). 

Stannous  iodide  melts  at  316°  (Cameliey  and 
Carleton  Williams,  Chem.  Soo.  Trans.  1879, 
564)  and  volatilises  at  a  red  heat.  It  absorb^ 
dry  ammonia,  with  formation  of  a  white  body 
having  the  composition  2NHj-Snl2  (Rammels- 
berg,  rogg.  Ann.  48, 169  ;  Ephraim  and  Schmidt, 
Ber.  1909,  42,  3856).  It  unites  with  other 
metallic  iodides,  with  hydrogen  iodide  (Young, 
J.  Amer.  Chem.  Soc.  1897,  19,  851),  and  with 
stannous  chloride. 

Stannic  iodide  Snit  is  obtained  in  yellowisht 
red  octahedra  by  heating  tin  filings,  preferably 
moistened  with  carbon  disulphide,  with  iodins 
to  a  temperature  above  50°. 

It  has  s^.gr.   4-696  at   11°  (Bodeker.   Die 
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Beziehutig  iwisohen  Diohto  »md  Ziisammenset- 
zung,  &o.,  Leipzig,  1860),  m.p.  140°  and  b.p. 
295°  (Personne,  J.  1862, 172),  m.p.  143°,  b.p.  341° 
(oorr.)  (Emich.  Monatsh.  1901,  25,  907).  It 
Bublimes  at  180°. 

It  dissolves  in  carbon  disulpliide,  ether,  alco- 
hol, chloroform,  and  benzene.  Water  decomposes 
it  into  stannic  hydroxide  and  hydriodio  acid. 

By  the  action  of  ammonia  on  stannic  iodide, 
dissolved  in  carbon  disulphide,  a  white  substance 
SnIi,8NHj,insolublein  water,  isformed  (Ephraim 
and  Schmidt,  I.e.). 

Stannous  fluoride  SnF,  is  obtained  in  small, 
apaque,  white,  raonoclinic  tables  of  sweetish 
astringent  taste,  by  evaporating  a  solution  of 
stannous  hydroxide  in  hydrofluoric  acid. 

Stannic  fiuoricle  SnF«  is  obtained  in  aqueous 
solution  by  dissolving  the  hydrated  dioxide  in 
hydrofluoric  acid ;  or  as  a  hygroscopic,  white 
crystalline  substance  by  the  action  of  anhydrous 
hydrofluoric  acid  on  stannic  chloride  (Ruff  and 
Plato,  Ber.  1904,  37,  673).  It  has  sp.gr.  4-78 
at  19°,  b.p.  705°,  but  sublimes  below  this 
temperature.  It  combines  with  other  fluorides 
forming  a  characteristic  series  of  crystalline 
double  salts,  the  stannifluorides,  which  are  iso- 
morphous  with  the  corresponding  fluorides  of 
titanium,  germanium,  zirconium,  and  sihcon 
(Marignao,  J.  1859,  HO  ;  Emich,  Monatsh.  1904, 
25,  907 ;  Ruff  and  Albert,  Ber.  1905,  38,  55 ; 
Hall  and  Smith,  Chem.  Zentr.  1905,  ii.  1162). 

A  number  of  mixed  halogen  compounds,  such 
as  SnClaBr,  SnClalj,  SnBrjI,  &c.,  have  been 
described  (Besson,  Compt.  rend.  1897,  124, 
683  ;  Lenormand,  J.  Pharm.  Chim.  1898,  [vi.] 
8,  249;  ibid.  1899,  10,  114).  According  to 
Auger  (Compt.  rend.  1909,  149,  860),  most  of 
these  compounds  are  only  mixtures,  thus, 
2SnBrjl2=SnBr4+Snl4,  &o. 

Phosphides.  Tin  combines  directly  with 
phosphorus,  forming  a  series  of  phosphides, 
which  are  used  for  the  production  of  phosphor- 
bronze  (EmmerUng,  Ber.  1879,  12,  165 ;  Natan- 
Bon  and  Vortmann,  ibid.  1877, 10, 1460  ;  Kiinzel, 
Dingl.  poly.  J.  1888,  270, 166  ;  D.  R.  P.  103966  ; 
Stead,  J.  Soc.  Chem.  Ind.  1897,  206). 

Tin  pbosphide  Sn^Pj  has  a  silver-white 
colour,  crystallises  in  spangles,  sp.gr.  5- 18,  and 
begins  to  dissociate  at  480°. 

The  phosphide  SnP  is  also  a  crystalline  sub- 
stance, sp.gr.  4- 10.  It  has  a  metallic  appearance, 
begins  to  dissociate  into  phosphorus  and  SnjPj 
at  415°,  and  is  attacked  violently  by  fuming 
nitric  acid  (Jolibois,  Compt.  Rend.  1909,  48, 
636).  Other  phosphides  have  also  been  de- 
scribed. 

An  unstable  tin  carbonate  SujCO,  is  also 
known  (Deville,  Ann.  Chim.  Phys.  1852,  [iii.] 
35,  4,  48  ;  see  also  Moissan,  Compt.  rend.  1897, 
125,  840). 

Oegahio  CoMPOtrNDS  OF  Tin. 
Stannous  acetate,  oxalate,  citrate,  and  tartrate 
are  employed  in  dyeing  and  cahoo-printing,  being 
generally  prepared  by  addition  of  an  alkaline 
salt  of  the  acid  to  a  solution  of  stannous  chloride, 
or  by  dissolving  the  precipitated  hydroxide  in 
the  acid,  Liechti  and  Schwitzer  (Mittheilungen 
des  Tech.  Gew.  Museums,  1886,41)have  indicated 
the  value  of  some  of  these  as  mordants  (Platsch, 
Zeitsch.  anoi^.  Chem.  1899,  20,  308  ;  Rosenheim 
and  Aron,  ibid.  1904,  39,  171 ;    Paterson,  I.e. ; 


Henderson,  Orr,  and  Whitehead,   Chem.  Soc. 
Trans.  1899,  555). 

The  ancient  Egyptians  are  believed  to  have 
used  basic  tin  citrates  (prepared  by  the  action 
of  lemon  juice  Or  citric  acid  on  tin),.as  a  mordant, 
in  dyeing  the  tapestries  discovered  in  the  tombs 
of  Antinoa  (Gilli6ron,  Bull.  Soc.  Mulhouse, 
1907,  77,  148).  Basic  tin  citrate  forms  a  very 
efficient  mordant  for  yellow  dyes  on  wool, 
giving  pure  intense  colours. 

Stannous  formate  is  prepared  by  dissolving 
precipitated  stannous  hydroxide  in  dilute  formic 
acid.  It  forms  white  anhydrous  crystals,  which 
decompose  above  100°  (Goldschmidt,  Chem. 
Zeit.  1907,  31,  608). 

Tin  forms  a  nuinber  of  alkyl  derivatives  of 
the  type  SnR,,  SnRiR'Bj',  &o.  (Letts  and 
Collie,  Chem.  Soc.  Proc.  1886,  166 ;  Pope  and 
Peachy,  ibid.  1903,  290;  Polis,  Ber.  1889,22, 
2915 ;  Pfeiffei  and  Schnurmaim,  ibid.  1904,  37, 
319 ;  Werner,  Zeitsch.  anorg.  Chem.  1898,  17, 
99  ;  Pfeiffer,  ibid.  1910,  68,  102). 

Methyl  stannonic  acid  oi  methyl  stannoxylic 
acid  MeSftO-GH  is  formed  when  a  mixture  of 
methyl  iodide,  stannous  chloride,  and  potassium 
hydroxide  is  allowed  to  stand  for  a  day  or  two 
and  the  alkali  is  then  removed  by  passing 
carbon  dioxide  into  it.  It  can  also  be  obtained 
pure  by  treating  methylstannicbromideoriodide 
with  ammonia.  It  is  an  odourless  white  powder, 
insoluble  in  water  and  organic  solvents,  but 
soluble  in  mineral  and  some  organic  acids,  and 
in  alkali  hydroxides.  With  hydrobromic  acid 
it  yields  methyl  stannic  bromide  or  methyl  stanni- 
bromoform  SnMeBrj,  m.p.  53°,  which  has  also 
been  obtained  by  other  methods.  The  corre- 
sponding iodide  or  iodoform,  MeSnIj,  m.p.  86°, 
and  the  compounds  SnMejBrj ;  SnMcaO ; 
SnMeS'SH  and  methyl  stannichloroform,  m.p. 
105°- 107°, -b.p.  179°-180°,  have  also  been  pre- 
pared (Pfeiffer  and  Lenhardt,  Ber.  1903,  36,' 
1054,  3027  ;  Pope  and  Peachy,  Proc.  Roy.  Soo. 
1903,  72,  7;  Chem.  Soc.  Proc.  1900,  42,  116; 
Keiffer,  Ber.  1904,  37,  4618;  Shukoff,  Ber. 
1905,38,2691). 

The  tin  halogen  compounds  forin  a  numbe* 
of  double  compounds  with  aliphatic  and  aromatic 
amines  (Cook,  Amer.  Chem.  J.  1899,  22,  435; 
Richardson  and  Adams,  ibid.  446 ;  Slagle, 
ibid.  1898,  20,  633). 

Pyridine  stanni-iodide  (CjHgNjjHjSnl,  is 
formed  when  an  alcoholic  solution  of  pyridine 
hydriodide  is  added  to  stannic  iodide  (£ssolved 
in  alcoholic  hydrogen  iodide.  It  forms  bluish- 
black  glistening  needles.  The  analogous 
quinotine  salt  (CgH,N)2H2SnI,  forms  black 
needles.  Both  these  compounds  decompose 
gradually,  liberating  iodine  (Rosenheim  and 
Aron,  Zeitsch.  anorg.  Chem.  1904,  39,  170>: 
Similar  chlorides,  bromides  and  alkyl  derivatives 
have  also  been  prepared  (Pfeiffer,  Annalen, 
1910,  376,  310 ;  see  also  Hayes,  J.  Amer. 
Chem.  Soc.  1902,  24,  360). 

A  number  of  other  organic  compounds  of  tin 
have  also  been  prepared  (Fischer,  Monatsh.  6,- 
426 ;    Werner  and   Pfeiffer,  I.e. ;    Thiele  and 
Dimroth,  Annalen,  1899,  305,  102  ;  Pfeiffer  and 
Lenhardt,  I.e.;    Dilthey,  Ber.   1903,  36,  925 
Rosenheim  and   Levy,   ibid.    1904,   37,   3662 
Rosenheim  and  Schnabel,  ibid.  1905,  38,  2777 
Weinland  and  Barnes,  I.e. ;    Pfeifier,  Annalen, 
1910.  376.  285). 


500 


tm  PLATES 


TIN  PLATl:i^.  iJisJori/.— Althotgh  the  art 
of  tinning  brass  and  copper  was  well  known  to 
the  Romans  {v.  supra),  the  production  of  sheet 
iron  coated  with  tin,  or  '  tin  plate,'  is  of  a  con- 
Biderably  later  period.  The  art  was  probably 
of  German  origin,  and  existed  in  Bohemia  prior 
to  1620.  About  this  time  the  manufacture  was 
introduced  into  Saxony,  and  speedily  developed 
into  a  thriving  industry.  Unsuccessful  attempts, 
with  which  M.  R6aumur  was  connected,  were 
made  to  introduce  the  manufacture  into  ^France. 
About  1670  an  English  company  was  formed  to 
^tart  a  tin-plate  works  in  tins  country,  and  Mr. 
Yarrantou  was  sent  to  Germany  to  learn  the 
art.  Works  were  started  at  Pontypool,  and 
met  with  some  success,  but  were  stopped,  owing 
to  the  grant  of  a  patent  for  the  manufacture  to 
E.  Hemming  in  1691.  Works  were,  however, 
once  more  started  in  1720  at  Pontypool,  and 
these  were  gradually  followed  by  others,  par- 
ticularly in  South  Wales,  which  gradually  became 
the  most  important  seat  of  the  manufacture  in 
the  world.  In  the  earlier  processes  of  manu- 
facture the  plates  were  hammered  by  hand  from 
iron  made  in  the  charcoal  hearth,  while  the 
surface  was  cleaned  from  scale  by  immersion  for 
several  days  in  sour  barley-water,  instead  of 
for  a  few  minutes  in  dilute  sulphuric  acid,  as  at 
present. 

In  1728,  the  rolling  of  sheets  was  introduced 
by  Hanbury,  of  Pontypool,  while  sulphuric  acid 
was  substituted  for  -  barley-water  in  1806. 
The  rolling  of  tin  plates  as  they  leave  the  tin 
pot,  which  saves  metal  and  improves  the  surface, 
was  introduced  by  Morewood  (who  took  out 
many  patents  for  coating  metals)  in  1866,  since 
which  -time  a  great  variety  of  machines  have 
been  introduced  for  use  in  the  tinning  process. 

Pickling  machines  have  superseded  hand 
labour,  while  iron  made  in  the  old-fashioned 
open-hearth  refinery  (or  puddling  furnace  for 
second  qualities)  has  been  generally  replaced  by 
steel.  Siemens'  steel  was  used  about  1875, 
Bessemer  steel  about  1880,  and  basic  steel  was 
introduced  a  few  years  later  («.  P.  W.  Mower, 
Origin  and  Progress  of  the  Manufacture  of  Tin 
.Plates,  J.  Iron  and  Steel.  Inst.  1886 ;  C.  Vogel, 
Stahl  und  Eisen,  29,  1097). 

The  M'Kinley  Tariff,  which  came  into  force  on 
July  1,  1891,  led  to  a  rapid  development  of  the 
tin-plate  industry  in  the  United  States,  and  a 
corresponding  depression  in  South  Wales.  Other 
markets  for  Welsh  tin  plates  were,  however, 
graduaUy  found,  so  that  the  industry  has  more 
than  made  up  for  the  ground  lost. 

Production  of  tin  plate.  The  metal  used 
for  rolling  into  sheets  was  formerly,  as  above 
stated,  wrought  iron  of  special  quality,  which 
was  made  in  refineries  using  only  charcoal.  At 
present  very  mild  steel  is  employed,  Siemens' 
steel  being  in  most  demand  for  this  purpose. 
The  bars  are  cut  into  suitable  lengths,  and  each 
length  is  heated  to  redness,  and  then  passed 
through  '  chilled  '  rolls  until  its  length  is  about 
doubled;  the  plate  is  then  folded  across  the 
middle,  re-heated,  and  again  rolled.  The  re- 
heating, folding  over,  and  rolling  is  repeated 
until  a  sheet  of  the  proper  thickness  is  obtained, 
sometimes  as  many  as  thirty-two  thicknesses 
being  rolled  together  as  one  piece  in  this  way. 
The  sheets  are  then  cut  to  size  with  shears  and 
fiejparated,  when  thsy  should  part  readily  if  the 


operation  thus  far  has  been  successfully  cJon^ 
ducted.  The  '  rough  black  plates  '  so  produced 
should  be  free  from  streaks  or  '  spilly  '  places, 
and  should  be  uniformly  coated  over  with  a 
black  scale  of  oxide.  This  is  now  removed  by 
'pickling'  in  warm  dilute  sulphuric  acid  for 
about  20  mins.,  and  by  subsequent  washing  and 
rubbing  with  sand  and  water.  The  sheets  are 
next  annealed  in  wrought-iron  boxes,  which  are 
usually  about  2  ft.  square,  but  vary  in  size; 
the  upper  part  is  in  the  form  of  a  bell  for  ready 
removal,  and  to  prevent  the  entry  of  air  the 
joint  is  stopped  by  being  covered  with  sand. 
The  annealing  requires  about  10  hours,  and  is 
conducted  in  a  large  furnace  maintained  at  a 
cherry-red  heat.  The  pots  are  then  withdrawn 
and  allowed  to  cool,  after  which  the  sheets  are 
cold-roUed,  to  improve  the  surface  and  give  the 
smoothness  and  uniformity  which  is  necessary 
to  produce  a  good  tin  plate.  The  cold-rolling 
renders  the  plates  somewhat  hard,  and  they  are 
therefore  annealed  once  more,  usually  in  cast- 
iron  pots,  as  it  is  not  necessary  in  the  second 
annealing  to  use  so  high  a  temperature  or  as  long 
a  time  as  in  the  first  case.  The  sheets  are  now 
finally  pickled  in  weaker  sulphuric  acid  than  was 
used  in  the  previous  picklmg,  and  after  being 
again  rubbed  with  sand  are  immersed  in  water 
preparatory  to  tiiming. 

The  tinning  apparatus,  or '  stow,'  varies  some- 
what with  the  size  and  quality  of  the  plates ; 
with  very  large  plates  the  bath  of  tin  is  contained 
in  a  basin-shaped  pot,  while  for  large  sizes  and 
ordinary  qualities  the  plates  are  manipulated 
entirely  by  machinery  during  the  tinning 
process. 

The  form  of  apparatus  which  was  general  in 
S.  Wales  until  nearly  the  end  of  the  nineteenth 
century,  and  which  is  still  occasionally  employed 
for  purposes  where  a  specially  good  tin  plate  is 
required  to  withstand  atmospheric  and  similar 
influences,  consists  of  five  baths  or  pots,  called 
respectively  (1)  the  grease  pot,  (2)  the  tin-man's 
pot,  (3)  the  washing  pot,  (4)  the  dipping  pot, 
(5)  the  grease  pot.  Formerly  two  other  pots 
were  used,  but  these  have  been  rendered  un- 
necessary by  the  introduction  of  rolls.  The 
grease  pot  contains  melted  grease,  such  as  tallow 
or  palm  oil,  and  in  this  the  sheets  are  dipped 
until  all  moisture  has  been  removed  and  they 
are  uniformly  coated  with  grease.  They  are 
next  dipped  into  the  tin  pot,  which  contains 
melted  tin  covered  with  a  layer  of  grease,  the 
latter  being  now  usually  replaced  by  a  bath  of 
zinc  chlorfde  or  '  killed  spirits.'  The  sheet  now 
receives  its  first  coating  of  tin,  which,  however, 
is  not  perfect,  and  to  complete  the  tinning  the 
sheet  is  dipped  into  the  first  compartment  of 
the  washing-pot,  where  it  remains  until  a  uniform 
coating  is  produced.  The  plate  is  now  taken  out 
and  rapidly  examined  by  the  workman,  who 
wipes  over  the  surface  with  a  brush,  and  to 
remove  the  marks  of  the  brush  rapidly  dips  the 
plate  into  the  second  compartment  of  the  same 
pot,  which  contains  the  best  tin,  and  then  trans- 
fers it  to  the  grease  pot,  where  it  passes  through 
a  pair  of  rolls,  which  squeeze  ofi  the  excess  of 
tin  and  improve  the  surface.  Formerly  the 
plate  remained  for  about  10  mins.  in  the  grease 
pot,  during  which  time  the  excess  of  tin  drained 
off.  The  plate  was  afterwards  transferred  to 
the  '  cold  pot,'  after  which  the  lower  part  was 
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inserted  in  the  '  list '  pot,  which  contains  a 
little  tin  at  a  comparatively  high  temperature, 
and  which  rapidly  removes  the  thick  edge  of 
tin  which  had  accumulated  at  the  bottom  of 
the  plate.  The  plates,  after  coating  with  tin, 
are  then  cleaned  from  grease,  usually  oy  rubbing 
with  bran  and  finishing  with  the  woolly  skin  of 
a  sheep ;  they  are  afterwards  separately  ex- 
amined for  defects,  and,  after  classification,  are 
packed  in  the  familiar  flat  wooden  boxes  and 
branded  for  market  {v.  E.  Trubshaw,  J.  Iron 
and  Steel  Inst.  1883,  i.  252). 

For  a  description  of  the  process  of  manufac- 
ture of  tin  plates  in  Germany,  which  does  not 
materially  differ  from  that  above  described,  v. 
Dincl.  poly.  J.  250,  231. 

In  modem  tin-plate  works  mild  steel  bars  are 
reheated  and  rolled  into  '  black  plates '  by 
passing  successively  through  two  pairs  of  rolls 
for  '  roughing  '  and  '  finishing  '  respectively. 
In  the  United  States  sometimes  only  one  pair  of 
rolls  is  used  ;  or  two  pairs  of  finishing  rolls  may 
be  served  by  one  pair  of  roughing  rolls.  The 
plates,  after  being  separated,  are  pickled  in 
diluted  sulphuric  or  hydrochloric  acid  with  the 
aid  of  pickling  machines  ;  they  are  then  annealed 
under  cover  in  iron  or  steel  boxes,  cold  rolled, 
re-annealed  at  a  lower  temperature  and  again 
pickled,  this  time  in  weaker  acid.  The  plates 
are  then  swilled  in  water  and  introduced, 
\vithout  drjong,  into  the  tinning  machine.  Of 
such  machines  there  are  various  modifications. 
A  typical  form  consists  of  two  divisions  con- 
nected with  each  other  at  the  lower  part  of  the 
pot  which  contains  molten  tin.  The  tin  in  the 
first  division  is  coated  with  a  tinning  flux  of 
zinc  chloride,  while  that  in  the  second  division 
is  covered  vrith  hot  grease.  The  plat«  passes 
through  the  flux  into  and  through  the  tin, 
emerging  through  the  grease,  and  passing  through 
roUs  which  remove  the  surplus  tin,  and  give  a 
smooth,  bright,  and  even  surface.  For  further 
details  and  drawings,  see  G.  B.  Hammond,  The 
Manufacture  of  Tin"  Plates,  J.  Iron  and  Steel 
Inst.  1897,  2,  24. 

The  occurrence  of  blisters  in  the  thin  sheets 
of  steel  used  in  the  manufacture  of  tin  plates  is 
not  infrequently  a  cause  of  considerable  trouble. 
The  origin  of  these  has  been  studied  by  E.  F. 
Law  (J.  Iron  and  Steel  Inst.  1906,  1,  134)  who 
concludes  that  oxidised  steel  will  give  rise  to 
bUstered  sheets,  and  the  defect  is  more  likely  to 
arise  with  Bessemer,  than  with  open  hearth  steel. 
Brittleness  in  sheets  may  arise  from  excess  of 
sulphur  or  phosphorus.  In  metal  of  good 
chemical  purity  a  peculiar  form  of  weakness, 
sometimes  called  "  rectangular  brittleness,"  may 
result  from  annealing  at  an  improper  tempera- 
ture, or  for  too  long  a  time.  T.  T. 

TIN  PYRITES  V.  Stannitb. 

TIN  SALTS  or  TIN  CRYSTALS.  Stannous 
Moride  v.  Tin  salts  and  oxides,  art.  Tin. 

TIN  STONE.    Native  oxide  of  tin  v.  Cassi- 

TEKITB. 

TINTOMETER  v.  Colokimeter. 

TIN  WHITE  COBALT.  Smaltine,  Cobalt 
arsenide  v.  Cobalt. 

TITANIC  IRON-ORE  v.  Ilmknitb. 

TITANITE  V.  Titanium. 

TITANIUM.    Sym.  Ti.     At.wt.  48-1. 

Titanium  is  not  found  in  the  free  state,  but 
pccnra  as  oxide  in  three  minerajs  of  different 


crystalline  form  1  ruttle,  anatase,  and  hrooJciti. 
It  is  found  as  titaniferous  iron  ore  or  ilmenite 
(FeTijjOj,  and  in  smaller  quantities  as  sphene 
or  titanite  CaTiSiOj,  perofshite  (CaFe)TiO„ 
schorlomite  Ca(TiFe)Si05,  and  keiViauite 
CaY(TiAlFe)Si05.  It  occurs  in  magnetic  iron 
ores,  and  is  thus  frequently  found  in  slags  and 
pig  iron  ;  and  in  other  minerals,  in  soils,  clays, 
certain  mineral  waters,  and  in  the  sun's  atmo- 
sphere (Barnes,  J.  Soc.  Chem.  Ind.  1896,  421 ; 
Rieke,  ibid.  1908,  901 ;  Becker,  Zeitsoh.  Kryst. 
Min.  1903,  38,  317;  Hall  and  Smith,  Chem. 
Zentr.  1905,  ii.  1161).  The  presence  of  titanium 
oxide  in  clays  considerably  reduces  their  refraoti- 
biUty.  Titanium  is  said  to  be  diffused  through- 
out all  primitive  granite  rocks  (Dieulafait). 

It  has  also  been  found  in  human  and  in  ox 
flesh  and  bone  (Baskerville,  J.  Amer.  Chem. 
Soc.  1899,  21,  1099) ;  in  the  ash  of  many  plants 
(Wait,  ija.  1896,  18,402;  Lippmann,  Ber.  1897, 
30,  3037) ;  and  in  many  peats  (Baskerville,  I.e. 
402).  It  is  more  abundant  in  nature  than  has 
hitherto  been  supposed,  but  it  is  only  within 
the  last  few  years  that  the  metal  and  many  of  its 
compounds  have  become  important  industrially. 

Titanium  can  be  extracted  from  its  oxide 
by  electrolysing  a  solution  of  the  latter  in  dry 
halogen  salts  of  the  alkaline  earth  metals  heated 
to  moderate  redness.  After  cooling,  the  titanium 
is  separated  from  the  electrolyte  by  lixiviation 
with  water  and  with  dilute  hydrochloric  acid 
(Fr.  Pat.  344099,  1904;  J.  goo.  Chem.  Ind. 
1904,  1098;  cf.  also  Moissan,  Eng.  Pat.  3073, 
1895  ;  Sternberg  and  Deutsoh,  Eng.  Pat.  13117, 
1893;  Borschers,  U.  S.  Pat.  930344,  1909;  J. 
Soc.  Chem.  Ind.  1909,  986).  In  a  somewhat 
impure  form  it  can  be  obtained  by  the  reduction 
of  potassium  titanium  fluoride  with  sodium 
(Weiss  and  Kaiser,  Zeitsch.  anorg.  Chem.  1910, 
65,  345).  Very  pure  titanium  has  been  obtained 
in  moderately  large  quantities  by  heating  pure 
titanium  tetrachloride  with  about  half  its  weight 
of  sodium  in  a  steel  bomb  to  a  low  red  heat 
(Hunter,  J.  Amer.  Chem.  Soc.  1910,  32,  330). 

Titanium  has  the  appearance  of  polished 
steel.  It  is  hard  and  brittle  in  the  cold,  but  can  be 
readily  forged  when  raised  to  a  low  red  heat.  It 
has  sp.gr.  4-50  and  melts  at  1800°-1850°  (Hunter) ; 
{see  also  Moissan,  Gompt.  rend.  1906,  142,  673). 

Titanium  bums  in  oxygen  and  in  the  halo* 
gens,  dissolves  readily  in  sulphuric  or  hot  concen- 
trated hydrochloric  acid,  more  slowly  in  nitrio 
acid,  and  decomposes  steam  at  700''-800°. 

Titanium  readily  forms  alloys  with  various 
metals;  some  of  those  with  iron  having  been 
employed  for  the  manufacture  of  pencils  for  are 
lights  (Ladoff,  J.  Ind.  Eng.  Chem.  1909,  711). 

Filaments  of  metallic  titanium  having  a  high 
melting-point  and  high  resistance,  and  as  used  for 
incandescent  electric  lamps,  are  manufactured 
by  treating  titanic  oxide  with  ammonia  in 
the  cold.  The  product  is  heated  in  a  vacuum 
to  1200°,  and  is  then  mixed  with  an  organic 
bindiag  material  such  as  a  solution  of  casein  in 
ammonia.  The  mixture  is  formed  into  threads 
and  then  heated  in  an  electric  furnace  to  1200°. 
Finally  the  filament  is  subjected  to  the  action  of 
a  high  tension  electric  current  iu  a  vacuum 
(Trenzen,  Eng.  Pat.  14852,  1908 ;  J.  Soc.  Chem. 
Ind.  1909,  877). 

Titanium  is  used  in  metallurgy,  its  addi- 
tion to  sleel  increasing  gfeatly  the  transversa 
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strength  and  elaatioity  o£  the  steel  (Ladoff, 
J.C.  642 ;  Venator,  Stahl  und  Eisen,  1910, 30,  650). 

A  protective  coating  on  iron  and  steel  is  said 
to  be  formed  by  mixing  a  titanium  ore  with 
10-50  p.o.  of  asphalt,  and  if  the  product  is  to 
be  used  as  a  paint,  adding  turpentine.  These 
coatings  can  also  be  formed  by  healing  the 
metal  to  be  treated  with  a,  layer  of  titanic  mineral 
mixed  with  carbonaceous  material  in  a  furnace 
for  several  hours  (Johnson,  Eng.  Pat.  15500, 
1893  ;  J.  Soc.  Chem.  Ind.  1893,  1046). 

Compounds  of  titanium.  Titanium  forms 
ibMT  oxides.  The  monoxide  TiO  forms  black 
prisms,  obtained  by  heating  the  dioxide  in  the 
electric  furnace,  or  with  magnesium  powder 
(Winckler,  Ber.  1890,  23,  2658;  Moissan, 
Compt.  rend.  1892,  115,  1034;  J.  Soc. 
Chem.  Ind.  1909,  982).  The  sesquioxide 
TijOj  (Moissan,  Compt.  rend.  1895,  ^20,  290 ; 
Braun,  Mia.  Mag.  1892,  ii.  37)  is  obtained  by 
strongly  igniting  the  dioxide  in  hydrogen  and 
allowing  the  product  to  cool  in  this  gas.  In 
sulphuric  acid  it  forms  a  violet  solution,  this 
being  the  characteristic  colour  of  all  the  solu- 
tions of  trivalent  titanium  compounds.  The 
corresponding  hydroxide  is  obtained  by  digesting 
a  solution  of  titanic  acid  in  hydrochloric  acid 
with  metallic  copper  at  20°-40°,  or  by  treating 
the  trichloride  with  alkalis.  The  sesquioxide 
and  the  corresponding  salts  are  readily  oxidised 
to  the  dioxide  or  the  trioxide  and  their  salts 
(Manchot  and  Richter,  Ber.  1906,  39,  320,  488). 

Titanium  dioxide  TiO;  is  the  most  important 
of  the  four  oxides.  It  is  trimorphous,  occurring  as 
the  three  distinct  minerals  mentioned  above.  It 
can  be  obtained  by  the  decomposition  of  aqueous 
titanium  chloride  by  ammonia  or  by  fusing 
mtile  with  three  times  its  weight  of  potassium 
carbonate. 

Titanium  oxide  can  be  prepared  by  mixing 
crushed  ilmenite  or  other  titanium  ore  with 
carbon  and  heating  to  about  1800°.  The 
resulting  mass  is  crushed  and  the  iron  is  removed 
by  .magnetic  separation  and  treatment  with  acid 
(U.  S.  Pat.  921686,  1909 ;  J.  Soc.  Chem.  Ind. 
1909,  657). 

Amorphous  titanium  dioxide  is  »  white, 
tasteless  powder  which  becomes  lemon  yeUow 
when  gently  heated,  and  brown  when  ignited 
strongly.  It  has  a  sp.gr.  3-89-4'25.  It  is 
insoluble  in  water  and  dHute  acids,  resembles 
silicon  dioxide  closely  in  chemical  properties, 
and  when  fused  with  alkalis  or  alkali  carbonates 
forms  the  titanates. 

Titanium  oxide  is  used  as  a  mordant,  and  in 
at  least  two  cases  it  has  an  advantage  over 
alumina;  thus  alizarin  yellow  produces  with 
titanium  as  bright  but  a  much  faster  colour  than 
with  alumina,  whilst  the  scarlet  obtained  from 
alizarin  orange  on  a  titanium  mordant  is  the 
fastest  scarlet  that  can  be  obtained  on  wool. 

For  this  purpose  the  titanium  mordant  must 
be  freed  from  iron,  and  this  can  be  done  by  dis- 
solving freshly  precipitated  titanium  hydroxide, 
containing  iron,  in  tartaric  acid,  making  alkaline 
with  ammonia  and  precipitating  the  iron  by 
the  addition  of  the  requisite  amount  of  am- 
monium sulphide.  The  filtered  solution  is  then 
warmed  until  most  of  the  free  ammonia  lias  been 
expelled  (Barnes,  J.  Soc.  Chem.  Ind.  1899.  16). 

According  to  Sabatier  and  MaiUe  (Compt. 
tend.  1910,  150,  823)  the  diojidp  forins  ?,  yery 


efficient  catalyst  in  the  esterification  of  aoetio 
acid. 

Like  silicic  acid,  titanic  acid  forms  a  number 
of  hydrates  known  as  ortho-  and  meta-titanio 
acids  (Wagner,  Ber.  1888,  21,  960;  Pfordten, 
Annalen,  1887,  237,  213;  Tamann,  Zeitsch. 
anorg.  Chem.  1905,  43,  370;  Bomemann  and 
Schirmeister,  Chem.  Zentr.  1910,  ii.  1870). 
Many  titanates  are  known. 

Titanium  peroxide  TiO,  (Classen,  Ber.  1888, 
21,  370)  resembles  hydrogen  peroxide  very 
closely  in  its  reactions  in  solution.  Faber 
(Zeitsch.  anal.  Chem.  1907,  46,  277)  has  prepared 
the  hexavalent  acetate  and  phosphate 

Ti(0H)4l'0., 
both  of  which  are  stable  at  low  temperatures,  but, 
particiilarly  the  acetate,  are  explosive  on  heating, 
Hypertitanates  of  potassium  and  sodium  have 
also  been  prepared  (MelikofE  and  Pissarjewsky, 
Ber.  1898,  31,  678). 

Halogen  compounds.  Titanium  tetrachloride 
TiCl,  can  be  obtained  readily  by  passing  dry 
chlorine  over  a  mixture  of  the  dioxide  with 
carbon ;  by  passing  the  vapour  of  chloroform  over 
titanium  dioxide  (Renz,  Ber.  1906,  39,  249),  and 
by  heating  the  latter  with  sulphur  monochloride 
(HaU,  J.  Amer.  Chem.  Soc.  1904,  26,  1235; 
Bourion,  Ann.  Chim.  Phys.  1910,  [viii.]  20,  547 ; 
ibid.  21,  49). 

Titanium  tetrachloride  is  best  prepared  from 
industrial  ferro-titanium  by  treating  the  latter 
with  hydrochloric  acid  to  remove  most  of  the 
iron.  It  is  then  levigated  to  remove  titanic 
anhydride,  and  after  drying  the  mass  is  intro- 
duced into  a  porcelain  tube,  heated  to  dull 
redness,  and  subjected  to  the  action  of  a  current 
of  dry  chlorine.  The  ferric  chloride  is  separated 
by  filtration,  and  the  filtrate  is  fractionally 
distilled  when  the  pure  substance  is  obta^ed.  It 
boils  at  about  136°,  is  colourless,  and  does  not 
fume  in  air  (Vigouroux  and  Arrivaut,  Compt. 
rend.  1907,  144,  485). 

The  tetrachloride  can  also  be  prepared  from 
rutile  by  igniting  the  latter  with  aluminium  and 
then  heating  the  mixture  in  a  current  of  chlorine 
(Ellis,  Chem.  News,  1907,  95,  122). 

It  is  a  mobile,  transparent,  colourless  liquid 
of  sp.gr.  1-7604  at  074°  (Thorpe)  which  soUdifies 
at  —23°  and  boils  at  136-4°  under  760  mm. 
pressure  (Thorpe).  It  is  decomposed  by  an 
excess  of  water  yielding  titanic  acid  and  combines 
with  ammonia,  forming  a  number  of  solid  addi- 
tion compounds  (Rosenheim  and  Schiitte, 
Zeitsch.  anorg.  Chem.  1901,  26,  239;  Stabler 
and  Wirthwein,  Ber.  1905,  38,  2618).  When  the 
latter  are  extracted  wth  liquid  ammonia,  dark 
yellow  titanam,ide  Ti(NHj) ,  is  formed.  Titanium 
tetrachloride,  like  stannic  chloride,  yields  a  large 
number  of  crystalline  compounds  with  other 
chlorides  (Rosenheim  and  Schiitte,  I.e. ;  Ruff 
and  Ipsen,  Ber.  1903,  30,  1777). 

Titanium  trichloride  TiQ,  is  formed  when  a 
mixture  of  titanium  tetrachloride  vapour  with 
hydrogen  is  passed  through  a  red-hot  tube 
(Georges  and  Stabler,  Ber.  1909,  42,  3200),  and 
can  be  prepared  by  electrolysing  a  solution  of 
the  tetrachloride  and  then  evaporating  the 
solution  to  the  sp.gr.  1-5  at  60''-70°  (Spence 
U.  S.  Pat.  723217,  1903 ;  J.  Soc.  Chemf  Ind 
1903,  495,  628  ;  D.  R.  P.  154542).  As  prepared 
by  the  latter  process,  it  forms  violet  crystals  of 
the  composition  TiCl,,t)Hi,0,  which  decompose 
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into  the  tetra-  and  di-ohbride  on  heating,  the 
latter  also  being  formed  when  the  trichloride  is 
heated  in  hydrogen  (Georges  and  Stahler;  I.e.). 
The  trichloride  is  a  powerful  reducing  agent. 
It  liberates  sulphur  from  sulphurous  acids, 
many  metals,  such  as  gold,  silver,  mercury,  and 
copper  from  solutions  of  their  salts,  and  reduces 
nitric  acid  and  nitrates  to  ammonia.  It  reduces 
ferric  salts  quantitatively  to  the  ferrous  con- 
dition, organic  nitro  compounds  to  amines,  and 
can  be  employed  in  the  analysis  of  many  dyes 
(Kneoht,  Ber.  1903,  36,  166;  Knecht  and 
Hibbert,    ibid.    1549;    ibid.    1905,    38,    3318; 

1907,  40,  3819).  This  reducing  property  has 
also  been  made  use  of  in  cloth  printing  (D.  R. 
P.  138503;  Frdl.  1902-4,  477).  Titanium 
trichloride  forms  double  compounds  with  the 
chlorides  of  rubidium  and  caesium  (Slahler,  Ber. 
1904,  37,  4405),  and  also  with  nitrogen  sulphide 
(Davis,  Chem.  Soo.  Trans.  1906,  1576). 

Titanium  diehloride  TiQj,  prepared  aa  above, 
is  a  hygroscopic  light-brown  powder. 

Titanium  tetrabromide  (Ruff  and  Ipsen,  I.e.), 
and  tribromide  (Stabler,  I.e.),  the  triiodide 
(Stabler,'  I.e.),  tetra-iodide  and  the  diiodide 
(Defacqz  and  Copaux,  Corflpt.  rend.  1908,  147, 
65),  the  tetra-  and  tri-fluorides  (Ruff  and 
Ipsen,  I.e. ;  Ruff,  Plato  and  Graf,  Ber.  1904,  37, 
673),  and  a  number  of  alkali  titanofluorides 
(Marchetti,  Zeitsch.  anorg.  Chem.  1896,  10,  66  ; 
Picoini,  ibid.  438 ;  Ebler  and  Sohott,  J.  pr. 
Chem.  1910,  [ii.]  81,  552)  have  been  prepared. 

Titanium  forms  three  sulphides  TiSj,  TijSj, 
and  TiS  (MiiUer,  Chem.  Zentr.  1910,  ii.  1195), 
and  also  a  chlorosulphide. 

Titanium  sesquisulphate  Ti2(SOi)a,8HjO  is 
obtained  when  the  metal  is  dissolved  in  dilute 
sulphuric  acid.  It  is  decomposed  by  heat  and 
forms  alums  and  double  salts  with  the  alkali 
sulphates. 

The  electrolytic  reduction  of  many  organic 
compounds  is  greatly  facilitated  by  the  addition 
of  a  small  quantity  of  a  titanium  salt,  such  as 
the  sulphate  (D.  R.  P.  168273 ;  Frdl.  1905-7, 
115).  Titanous  sulphate  is  also  recommended 
for  detecting  copper  in  dyed  fabrics  (Knecht,  J. 
Soc.  Dyers,  1904,  20,  97). 

'  Titanous  sodium  sulphate  Ti2Na2(S04)4,5HaO 
is  obtained  by  electrolysing  a  solution  containing 
titanic  sulphate,  sodium  sulphate,  and  sulphuric 
acid.  The  electrolysis  is  carried  out  with  a 
low-current  density  in  a  lead-lined  vessel,  the 
solution  being  finally  evaporated  to  a  sp.gr.  of 
_  1-145,  when  the  salt  crystallises  out. 

It  is  a  powerful  reducing  agent,  and  can  be 
applied  in  the  preparation  of  other  titanous  salts 
(Peter  Spence  and  Sons,  V>.  R.  P.  149602,  1904). 

Titanium  disulphate  Ti(SOi)2,3H20  forms 
double  salts  with  the  sulphates  of  the  alkalis 
and  alkaline  earths  (Weinland  and  Ktthl 
Zeitsch.  anorg.  Chem.  1907,  54,  253).  A  number 
of  basic  sulphates  (Blondell,  Bull.  Soc.  chim. 
1899,  [iii.]  21,  262  ;  Roseheim  and  Schfitte,  I.e.) 
and  titanosulphuric  acid  (Reichard,  Chem.  Zeit. 
1904,  28,  l6)  have  also  been  prepared. 

Titanium  forms  a  number  of  nitrides  and 
also  a  ohioro-  and  bromo-nitride  (Ruff  and 
Eiser,  Ber.  1908,  41,  2250 ;   J.  Soo.  Chem.  Ind. 

1908,  809;  Ruff,  Ber.  1909,  42,  900).  The 
mononitride  TijN,  is  a  bronze  yellow  mass  of 
sp.gr.  5-18,  and  is  hard  enough  to  cut  rubies  and 
dja^ionds  (iloisaan,  Compt.  rend,  J895, 1?0,  290). 


According  to  Shnkoff,  however  (J.  Euss. 
Phys.  Chem.  Soo.  1910,  42,  40),  titanium  only 
forms  solid  solutions  with  nitrogen,  but  no 
definite  cornpounds. 

Titanium  also  forms  a  carbide  (Shimer, 
Chem.  News,  1887,  65,  166  ;  Moissan,  I.e. ;  and 
Compt.  rend.  1897,  125,  839) ;  a  cyanonitride 
Ti(CN)2-3Ti8Nj  (Wohler,  Annalen,  1850,  73; 
ibid.  34,  74,  212 ;  Franck,  Chem.  Zeit.  1897,  21, 
520  ;  J.  Soo.  Chem.  Ind.  1908, 809) ;  and  a  silieide 
TiSij  (Honigsmid,  Compt.  rend.  1906,  143,  224  ; 
J.  Soo.  Chem.  Ind.  1909,  249). 

Soluble  double  pyrophosphates  of  titanium 
and  alkali  are  prepared  by  mixing  together 
alkali  pyrophosphates  and  basic  titanium 
sulphate  (Barnes  and  Spence,  Eng.  Pat.  6329, 
1906  ;  J.  Soc.  Chem.  Ind.  1907,  93). 

Titanium  phosphide  TiP  forma  a  brittle 
mass  with  a  metallic  lustre.  It  burns  when 
heated  in  air,  is  a  conductor  of  electricity, 
is  insoluble  in  dilute  and  in  concentrated  alkalis 
and  acids  (Geweoke,  Annalen,  1908,  361,  79). 

Titanic  acid  forms  crystalline  thioeyarmtes 
of  the  type  K3TiO(SCN)4HjO  and  double  salts 
with  pyridine  (C6N5H)jH2TiO(SCN)4,  and  quino- 
line  (Rosenheim  and  Cohn,  Zeitsch.  anorg.  Chem. 
1901,  28,  167). 

Double  fluorides  of  titanium  with  some 
alkaloids  are  described  by  Schaeffer  (J.  Aiaer. 
Chem.  Soc.  1908,  30,  1862). 

Complex  azo-  salts  of  titanium  have  been 
prepared  by  Mazzucohelli  and  Pantanelli  (Gaza, 
chim.  ital.  1910,  40,  i.  666).  Other  titanium 
organic  compounds  are  described  by  Dilthey 
(Ber.  1904,  37,  588 ;  Annalen,  1906,  344,  300), 
Rosenheim  and  Schnabel  (Ber.  1905,  38,  2777), 
Grossmann  (Chem.  Zeit.  1906,  30,  907).  Muzzue- 
ohelli  (Atti.  R.  Acad.  Lincei,  1907,  [v.]  16,  ii. 
265),  Teuton  (Chem.  Soc.  Trans.  1908,  1064). 

The  possibility  of  using  titanium  compounds 
in, dyeing  processes  was  first  demonstrated  by 
Barnes  in  1877,  but  has  only  recently  been 
applied  by  manufacturers.  The  salts  sued  are  : 
the  sulphate,  chlorides,  fluoride,  oxalate,  tar- 
trate, lactates,  and  the  double  alkali  derivatives 
of  these  salts.  The  salts  for  this  purpose  are 
obtained  by  the  following  process  : — 

The  ore  is  melted  with  sodium  hydroxide 
and  the  mass  is  lixiviated  with  water;  the 
residue  is  then  washed  free  from  alkali,  dissolved 
in  hydrochloric  acid,  and  the  solution  is  treated 
with  alkali  to  precipitate  titanium  as  hydroxide. 
The  product  is  freed  from  iron  by  the  addition 
of  sodium  sulphide,  washing  the  precipitate  and 
treating  it  with  sulphurous  acid.  It  is  then 
converted  into  titanium  oxalate  by  treatment 
with  ammonium  oxalate  and  oxalic  acid 
(Erben,  Chem.  Zeit.  1906,  30,  145;  c/.  also 
Dreher,  Eng.  Pat.  1836,  1903;  J.  Soo.  Chem. 
Ind.  1904,  18  ;  Spence,  ibid.  1900,  246). 

The  lactates  are  conveniently  prepared  by 
dissolving  titanic  acid  in  hydrochloric  acid  and 
pouring  the  solution  obtained  into  a  warm  solu- 
tion of  an  alkali  or  alkaline  earth  lactate  (Dreher, 
Tarber  Zeit.  1902,  13,  293 ;  D.  R.  P.  149677 ; 
Frdl.  1902-4,  43;  J.  Soc.  Chem.  Ind."  1902, 
988,  1245  ;   1903,  908). 

-  The  soluble  salts  of  titanium,  such  as  the 
oxalate,  are  very  efficient  fixing  agents  for  the 
tannatea  of  the  basic  colours,  the  results  obtained 
being  as  good  as,  and  in  many  cases  better  than, 
those  obtained  with  antipiony.    For  this  purpose 
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it  is  unnecessary  to  purify  the  titanium  salts 
from  irm  (Barnes,  J.  Soo.  Chem.  Ind.  1899,  15). 

Titanium  tannate  washed  free  from  sulphate 
and  chlorides,  and  dissolved  in  warm  aqueous 
oxalic  or  tartaric  acid,  is  an  excellent  dye  for 
cotton,  the  shade  varying  with  the  sp.gr.  of 
the  solution.  The  solution  of  titanium  tannate 
can  also  be  employed  as  a  further  fixing  and 
modifying  bath  after  dyeing,  the  colours  becom- 
ing faster  and  more  yellow  after  such  treatment. 
It  also  serves  as  an  excellent  fixing  agent  for  the 
Janus  colours  which  have  been  dyed  substan- 
tively. Very  good  colours  are  also  obtained 
with  methylene  blue,  rhodamine,  and  aniline 
black  (Barnes,  I.e.  ;  Keams  and  Barnes,  Eng. 
Pat.  8589 ;  J.  Soc.  Chem.  Ind.  1899,  491 ; 
Erban^  Chem.  Zeit.  1906,  30,  145). 

A  solution  containing  a  titanium  salt  gives, 
with  tannic  acid,  an  orange  precipitate ;  with  gaUic 
and  pyrogallic  acids,  orange  or  bro\vnish-yellow 
solutions ;  and  with  salicylic  acid  a  pale-yellow 
coloration  :  a  yellow  to  deep  orange  colour  is 
also  produced  by  hydrogen  peroxide ;  these 
colours  are  imparted  to  wool  when  the  latter  is 
steeped  in  the  hot  solutions  (Barnes,  J.  Soc. 
Chem.  lad.  1896,  420;  1897,  238;  Eng.  Pat. 
6712). 

The  oxalate,  tartrate,  titanium  potassium 
oxalate,  titaniu  m-tanno-oxalate,  titanium  sodium 
sulphate  and  titanous  chloride  can  be  used  with 
good  results  in  dyeing  and  mordanting  silk. 
The  titanium  mordants  are  also  useful  in  the 
chrome  developing  colours,  and  in  the  after 
treatment  of  silk  previoudly  dyed  with  anthracene 
yellow  or  brown  or  alizarin  colours.  For  this 
purpose  titanium  potassium  oxalate  or  titanium 
sodium  sulphate  are  best  used  (Hurst,  J.  Soc. 
Dyers,  1903,  19,  105 ;  Barnes,  l.c.). 

Titanium  salts  unite  with  the  tannin  matter 
of  leather  to  form  on  the  fibre  a  yellowish-brown 
titanium  tannate,  which  is"  very  fast  to  light  and 
to  the  action  of  soap.  On  account  of  its  cheap- 
ness, potassium  titanium  oxalate  is  the  most 
applicable.  It  is  exceedingly  soluble  in  hot 
water  and  can  be  applied  to  tanned  leather 
either  in  the  dye-bath  or  with  a  brush.  The 
mode  of  application  and  the  previous  and  subse- 
quent treatment  of  the  leather  depend  on  the 
quality  of  the  latter,  whilst  the  shade  of  colour 
obtained,  which  varies  from  bright  yellow  to  a 
reddish-brown,  depends  on  the  nature  of  the 
tannage  and  on  the  amount  of  titanium  salt 
iised.  The  basic  colours  especially  give  much 
fuller  and  richer  shades  with  titanium  than 
without  (Lamb,  J.  Soc.  Chem.  Ind.  1901,  1111 ; 
U.  S;  Pat.  722857,  1903  ;  Dreher,  J.  Soc.  Chem. 
Ind.  1902,  771  ;  1903,  294 ;  1904,  71 ;  Eng. 
Pats.  9556,  1901;  27597,  1902;  Stiasnky,  J. 
Soc.  Chem.  Ind.  1902,  1329 ;  Erben,  I.e.). 

According  to  Barnes  {I.e.)  titanium  tannate 
can  also  be  used  effectively  as  a  pigment  in 
water-colour  drawings,  the  colour  depending 
upon  the  conditions  of  preparation  of  the  pigment 
and  varjring  from  brick-red  to  almost  pure 
yellow.  Titanium  salts  are  also  said  to  be 
employed  in  the  manufacture  of  artificial  teeth 
and  in  colouring  porcelain  (Ladoff,  l.c. ;  Barnes, 
J.  Soc.  Chem.  Ind.  1896,  421).  Z.  K. 

TITANIUM  GREEN.  Titanium  ferrooyanide, 
prepared  by  adding  potassium  ferrocyanide  to  a 
solution  of  hydrated  titanic  oxide  in  hydro- 
ehlovio  acid,  has  been  suggested  as  at  svjbstitlife 


for  Schweinfurth  green  and  other  arsenical 
pigments  (Eisner,  Dingl.  poly.  J.  905,  130 ; 
Gentele,  ibid.  140,  238). 

TITRATION  V.  Analysis. 

TIZA.  A  local  South  American  name  for 
nlexite  {q.v.). 

TOAD'S  ETE.  Natim  oxide  of  tin  v.  Tin 
salts  and  oxides,  art.  Tin. 

TOBACCO.  The  botanical  order  of  the 
Solanaceae  includes  many  well-known  plants 
which  are  extensively  cultivated  because  certain 
portions  of  them  are  of  great  utility  to  the 
human  race.  The  tuber  of  the  potato  and  the 
fruit  of  the  tomato  are  food  substances  of  great 
value  and  of  almost  universal  consumption. 
Other  genera  of  the  order,  however,  afford  in- 
stances of  cultivation  simply  for  the  production 
of  foliage  ;  the  dried  leaves  of  the  thorn-apple 
{Datura  Stramonium  [Linn.])  are  sometimes 
smoked  as  a  remedy  for  asthma.  The  most 
important  plants  of  this  class,  however,  belong 
to  the  genus  Nicotiana,  and  their  dried  leaves 
are  known  as  tobacco.  The  etymology  of  the 
%vord  '  tobacco '  is  somewhat  obscure ;  the 
geographical  origin  assigned  to  it  by  tracing 
it  either  from  Tobago,  an  island  in  the  West 
Indies,  or  from  Tabasco,  an  island  in  the  Gulf 
of  Mexico,  Is  probably  incorrect.  When  the 
Spaniards  first  visited  San  Domingo  they  found 
that  the  natives  used  a  peculiar  contrivance  for 
inhaling  the  smoke  of  burning  tobacco  leaves. 
This  instrument  was  called  a  tabaco,'  and  was 
shaped  like  a  Y  with  the  arms  so  close  together 
that  they  could  be  inserted  up  the  nostrils,  and 
it  is  highly  probable  that  the  word  tobacco  thus 
originated. 

Upwards  of  40  species  of  the  genus  Nieotiana 
have  been  described,  but  many  of  them  are 
simply  modifications  resulting  from  the  influence 
of  soil  and  climate  on  the  chief  species.  Nicotiana 
Tabacum  (Linn.),  the  most  important  member  of 
the  genus,  is  a  fine  plant,  indigenous  to  America, 
where  it  grows  from  6  to  9  ft.  high.  The  stem  is 
slightly  viscous,  and  the  leaves,  which  are 
oblong  or  lanceolate  in  shape,  are  attached 
alternately,  and  surround  the  stem  in  the  form 
of  a  spiral  (of  which  the  ninth  leaf  overhangs 
the  first,  the  tenth  the  second,  and  so  on).  The 
distance  between  the  leaves  is  usually  about 
2  ins.  Characteristic  soft  downy  glandular 
hairs  cover  the  stem  and  the 'under  surface  of 
the  leaves,  and  these  are  of  great  service  in  the 
identification  of  tobacco  by  the  microscope. 
The  flowers  have  funnel-shaped  corollas,  about 
2  ins.  long,  of  a  rose  or  pinkish  colour,  and  are 
produced  in  large  terminal  clusters :  the  seed 
pods  have  two  valves,  and  the  seeds  are  very 
small  and  numerous.  Modifications  in  the  type 
have  resulted  in  the  production  of  several 
varieties  of  this  species,  differing  chiefly  in  the 
size  of  their  leaves.  The  two  principal  groups 
now  recognised  are  Nicotiana  Tabacum,  var. 
macrophylla,  or  '  Maryland  tobacco,'  comprising 
stalked  and  stalkless  forms,  and  Nicotiana 
Tabacum,  var.  angvsiifolia,  or  '  Virginia  tobacco.' 
The  finest  growths  of  Cuba,  Manila,  and  Turkey 
(including  Latakia),  are  now  attributed  to  a 
form  of  the  stalked  Maryland  tobacco.  Under 
the  name  of  Shiraz  tobacco,  N.  persica,  a  very 
fine  variety,  is  cultivated  in  Persia  ;  but  the 
plant  is  probably  a  form  of  N.  Tabacum,  ohi3,incA 
by  owUJvaf.ipn  of  see4  fieri ved  ffo^i  ^  Bfaxiliaj) 
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variety.  Of  the  remaining  species,  Nicotiana 
rustica  (Linn.)  is- the  most  important.  It  is  of 
hardier  constitution  and  dwarfer  habit  than  the 
preceding  species,  and  the  flowers  are  also  of  a 
fighter  colour.  It  is  cultivated  largely  in 
Germany,  Hungary,  and  in  the  East  Indies, 
and-  includes  the  common  Hungarian  and 
Turkish  varieties. 

The  use  of  tobacco  for  smoking  purposes  is 
supposed  to  have  originated  among  the  North 
American  Indians.  When  America  was  first 
discovered,  and  afterwards  when  fresh  portions 
of  the  continent  were  explored,  the  practice  was 
found  to  be  prevalent  among  all  the  native 
tribes,  and  its  introduction  into  Europe  very 
soon  followed.  The  plant  was  first  cultivated 
in  Spain  early  in  the  sixteenth  century,  and  was 
introduced  into  !Franoe  and  Italy  about  the 
year  1560.  It  attained  considerable  fame  as  a 
medicinal  herb,  aAd  was  at  first  regarded  with 
universal  favour.  Sir  Walter  Raleigh  is  generally 
credited  with  having  introduced  its  cultivation 
into  the  British  Isles  in  the  year  1586,  but  plants 
are  said  to  have  been  brought  to  England  by  Sir 
John  IJawkins  in  the  year  1565.  The  habit 
of  smoking  soon  became  general,  but  this  use  of 
the  plant  met  with  a  considerable  amormt  of 
opposition,  not  only  in  England,  but  also 
throughout  Europe.  Nearly  the  whole  of  the 
early  literature  on  the  subject  was  written  in  an 
antagonistic  strain.  Kings'  counterblasts.  Popes' 
anathemas.  Sultans'  decrees  and  even  violent 
punishments  failed  to  check  the  growing  habit, 
and  plantations  sprang  up,  not  only  in  the  New 
England  States,  but  also  all  over  the  United 
Kingdom.  In  the  year  1604  the  tax  on  the 
Imported  article  was  raised  from  2d,  per  lb.  to  6s, 
lOd,  per  lb.,  and  English  planters  were  forbidden 

.  to  produce  more  than  one  himdredweight  of  the 
leaf.  Shortly  afterwards  the  pre-emption  of 
tobacco  was  made  a  royal  monopoly,  and  the 
King  enjoined  the  plucking  up  of  all  tobacco 
found  growing  in  England  and  Ireland.  In  the 
years  1652,  1660,  and  1663,  Acts  were  passed 
prohibiting  the  cultivation  of  tobacco  in  Eng- 
land and  fieland,  and  these  Acts  were  extended 
to  Scotland  in  the  year  1782.  The  prohibition 
as  regards  Ireland  was  removed  in  the  year 
1779,  but  was  subsequently  reimposed  in  the 
year   1831.     Notwithstanding   these   measures, 

•  the  cultivation  of  tobacco  in  England  d.d  not 
really  cease  until  the  year  1782,  when  some 
planters  in  the  vale  of  York  were  imprisoned  and 
fined  in  the  sum  of  £30,000. 

Culture,  The  tobacco  plant,  though  essen- 
tially tropical,  can,  with  suitable  modifications 
in  the  cultural  details,  be  grown  successfully  in 
temperate  climates.  It  is  cultivated  for  com- 
mercial purposes  chiefly  in  the  United  States, 
Cuba,  Mexico,  Brazil,  Paraguay,  the  Dutch 
Indies  and  North  Borneo,  Australia,  India, 
China,  Burmah,  the  Philippines,  Persia,  the 
Transvaal;  Rhodesia,  the  Levant,  Greece, 
Hungary,  Germany,  Russia,  France,  and 
Holland,  and  is  now  being  grown  on  a  small 
scale  in  the  United  Kingdom.  Cigar  leaf  is 
grown  in  Cuba,  the  East  Indies,  North  and 
South  America,  Rhodesia,  and  Germany ; 
tobacco  for  pipe  smoking  in  the  United  States, 
the  Levant,  Germany,  the  Transvaal,  Nyassa- 
land,  Australia,  China,  Java,  &o.  ;  tobacco  for 
Sigarettos  in  tlje   United '  Statpa,  the  lieyant. 


Greece,  &o.  In  the  United  States*  several 
types  of  leaf  are  grown,  of  which  the  principal 
are  the  Seed  leaf  and  Florida  varieties  of  Cuba 
and  Sumatra  tobacco  for  cigars  ;  White  Burley ; 
the  Heavy  Shipping  or  dark  tobacco  of  Ken- 
tucky, Virginia,  and  Maryland ;  the  Yellow 
tobacco  of  Carolina  and  Virginia ;  and  the 
Perique  of  Louisiana.  A  spangled  type  of 
yellow  tobacco  is  grown  also  in  Ohio.  Seed 
leaf  requires  a  strong,  highly-manured  soil,  to 
promote  a  rapid  growth,  so  that  the  plants  may 
be  harvested  when  expansion  of  the  leaves 
ceases,  and  the  process  of  granulation  and 
secretion  of  the  gummy  substances  begins. 
White  Burley  flourishes  in  a  highly  fertile  dis- 
integrated limestone,  while  heavy  shipping 
tobacco  thrives  best  on  ferruginous  clayey  soils. 
Yellow  tobaccos  need  a  sandy,  porous,  sterile  soil, 
to  which  just  sufficient  fertilisers  (superphos- 
phate, potash,  and  nitrogenous)  liave  been 
added  to  promote  summer  growth ;  in  the 
autumn  the  plant's  declining  vitality  causes  the 
lea  ves  to  turn  more  and  more  yellow  until  the  tint 
desired  is  reached,  which  is  afterwards  fixed  in 
the  curing  process.  Perique  is  groAvn  on  the  low- 
lying  lands,  black  with  humus,  in  the  swampy 
districts  of  Louisiana.  Climate  has  a  great 
influence  on  the  flavour,  but  the  texture  of 
the  leaf  depends  largely  on  the  nature  of  the 
soil  in  which  the  plant  grows.  The  northern 
varieties,  for  example,  planted  in  the  Southern 
States  gradually  change  in  character ;  the  plants 
ripen  earlier  and  the  leaves  assume  a  lighter 
colour  and  diminish  in  size  but  increase  in 
thickness  and  sweetness. 

The  seed  is  sown  in  February,  March,  or 
April,  in  seed  beds,  composed  of  a  light  friable 
soil  prepared  some  time  beforehand,  and  a  brush 
heap  is  burned  on  the  ground  prior  to  sowing  to 
destroy  harboured  insects.  The  young  plants 
are  raised  either  in  hot  beds,  or  in  cold  frames 
protected  by  plant-muslin,  according  to  the 
locality.  In  the  three  months  from  April  to 
June,  when  the  plants  are  about  6  ins.  high, 
they  are  transplanted  into  well  ploughed  soil, 
thrown  up  in  ridges  ;  and  if  the  weather  is  dry, 
they  are  watered  in.  A  space  of  from  1 J  to  3  ft. 
is  allowed  between  each  plant  in  the  rows,  which 
are  made  from  3  to  4  ft.  apart.  The  constant 
removal  of  suckers  from  the  plants  ('  suckering  '), 
frequent  harro^ng  of  the  soil,  and  destruction 
of  weeds  and  insect  pests  are  necessary.  In 
Turkey  and  other  Eastern  countries,  where 
small  leaves  are  desired,  and  the  buds  and 
flowers  are  also  used,  '  topping  '  is  not  practised, 
but  the  larger  growths  of  the  United  States,  &c., 
usually  require  this  treatment  when  the  first 
bloom  begins  to  show.  Ten  to  a  dozen  leaves  in 
the  case  of  heavy  shipping  tobacco,  and  16  to 
18  leaves  in  the  other  varieties,  are  allowed  to 
remain  on  the  stem,  and  the  increase  in  their 
leaf  surface  they  thus  show  may  be  as  much  as 
50  p.c,  when  compared  with  leaves  of  normal 
size.  Seed  leaf  requires  from  2  to  3  weeks  after 
this  operation  to  ripen,  yellow  leaf  and  Burley 
take  a  month,  and  heavy  shipping  tobacco 
2  or  3  weeks  longer.  An  abnormal  amount  of 
organic  matter  accumulates  in  the  cells  of  ripe 
tobacco  leaf,  owing  to  the  '  topping '  and 
'  suckering '  of  the  plant.  The  continuous 
accumulation  of  nicotine,  oxidising  enzymes  and 
acids   which   takes   place   in   the  cells   (inajly 
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causes  tte  oMoropliyU  granules  to  -acquire  a 
yellowish  colour.     The  change  from  the  normal 
deep  green  tint  pt  the  leaf  is  very  noticeable  to 
the  experienced  eye,  and  indicates  that  the  time 
for  harvesting  has  arrived.    The  constituents  of 
the  cells  having  fulfilled  their  functions  are  at 
this  stage  going  back  to  the  stem  to  be  trans- 
ferred thenCe  to  the  upper  leaves,  to  be  used 
for  other  purposes  in  the  economy  of  the  plant. 
Compared  with  the  young  leaf,  the  ripe  leaf  has 
a  density  half  as  high  again,  and  contains  about 
2J  times  as  much  matter  soluble  in  boiling  water. 
White  Burley  and  seed  leaf  are  air  cured  in 
houses  that  can   be   ventilated  at  will ;    this 
operation  requires  from  6  to  8  weeks.       An 
alt-emating  change  from  the  moist  to  the  dry 
condition  of  the  leaves  takes  place  according  to 
atmospheric  conditions  as  the  curing  proceeds. 
Yellow  leaf  is  cured  by  artificial  heat,  distri- 
buted by  flues  in  air-tight  bams.  ^  The  tem- 
perature is  maintained  at  80°  to  90°P.  for  18  to 
36  hours   for  the   leaf   to   acquire  the  proper 
colour,  and  the  heat  is  then  raised  by  5°  to  10° 
at  a  time,  about  every  2  hours,  to  1 1 5°  to  120°F., 
and  maintained  at  this  point  until  the  leaf  is 
properly  cured.    The  curing  of  the   stalks  is 
then  effected  by  raising  the  temperature  hourly 
by  6°  to  10°  to  about  160°  to  175°F.       The 
whole  operation  takes  about  three  days.     Heavy 
shipping  tobacco  is  hung  on  scaffolds  or  in  the 
barns  for  some  days  to  become  yellow,  and  the 
curing  is  completed  By  open  log-fires,  Idndled 
directly  under  the  tobacco  and  gradually  in- 
creased in  size.     In  India,  Ceylon,  and  other 
Eastern. countries,  sun-curing  is  sufficient;    but 
in    places   where    resort   to    artificial   heat   is 
necessary,  it  is  essential  that  the  increase  of 
heat  should  be  at  first  very  gradual,  as  the 
.object  is  not  so  much  to  dry  the  leaf  as  to  fix  as 
far  as  possible  its  qualities  as  regards  colour, 
strength,  elasticity  and  flavour.     A  fresh  leaf 
subjected  to  a  high  initial  temperature  retains 
its  gi;pen  colour,  whereas  by  slow  drying  the 
tint  produced  will  vary  from  shades  of  yellow 
to  brown.    The  proper  fixing  of  the  colour  of 
the  leaf  is  of  great  financial  importance  to  the 
curer.     The  leaves,  except  those  of  the  yellow 
varieties  which  are  harvested  as  they  ripen,  are 
not  usually  removed  from  the  stems  prior  to 
curing.     Perique  tobacco  undergoes  a  special 
process   of   curing.     After   the   leaves   in   the 
drying-houses  have  acquired  a  brown  tint  they 
are  twisted  into  rolls  containing  about  30  leaves  ; 
these  rolls  are  packed  into  boxes  holding  about 
50  lbs.  and  heavy  pressure  is  applied  ;  the  rolls 
are  then  slightly  opened  out  and  exposed  to  the 
air  to  aerate  the  exuded  juices  and,  when  those 
are  re-absorbed,  again  subjected  to  pressure. 
This    operation    is   repeated   daily    for    about 
10  days,  and  at  longer  intervals  for  some  3 
months,  with  the  result  that  the  tobacco  ac- 
quires a  glossy  black  colour,  and  a  rich  charac- 
teristic spirituous  odour.     In  Florida,  cigar  leaf 
is  now  grown  from  Cuba  and  Sumatra  seed, 
but  success  was  only  acliieved  by  making  con- 
siderable changes  in  the  ordinary  methods  of 
cultivation.     The     plants     are     placed     closer 
together,    about    14   ins.    apart ;     the    Cuban 
varieties  are  topped  high,  but  the  Sumatra  kinds 
are  allowed  to  bloom.     Each  plant  yields  from 
18  to  30  suitable  leaves  which  are  primed  off 
as  tjiey  ripen.     The  discovery  that  plants  shaded 


by  trees  vere  far  superior  to  those  grown  in  the 
open  fields,  led  to  the  adoption  of  artificial 
shading,  which  has  also  been  tried  with  success 
in  Cuba,  Porto  Rico,  and  Connecticut. 

Preparation  for  the  market,  which  involves 
the  grading,  fermentation,  and  ageing  of  the 
tobacco,  is  usually  managed  by  the  packers  and 
ngt  by  the  farmers.  Various  enzymes  occur  in 
ripe  tobacco  leaf,  which  are  capable  of  causing 
the  oxidation  of  the  cell-contents,  and  favourable 
conditions  during  the  curing  process  promote 
their  further  development.  They  manifest 
increased  activity  during  the  fermentation, 
and  the  development  of  the  aroma  which 
takes  place  at  this  stage  is  believed  to  ho  due 
to  the  chemical  changes  resulting  from  their 
action.  The  high  temperature  necessary  for 
the  curing  of  bright  yellow  leaf  destroys  the 
enzymes,  and  this  class  of  tobacco  is  therefore 
deficient  in  aroma.  There  are  three  methods  of 
fermentation  ;  the  sweating  in  bulk,  the  natural 
sweat  after  packing  in  cases,  and  the  forced 
sweat  in  case  ;  but  the  first  is  generally  used,  as 
it  can  be  more  easily  controlled.  The  natural 
sweat  of  seed-leaf  is  conducted  in  large  wooden 
oases,  each  holding  about  300  lbs.  of  leaf ;  a 
space  of  about  half  an  inch  is  allowed  between 
the  boards,  through  which  the  air  enters  and  the 
moisture  escapes.  In  the  autumn  the  leaves 
are  pressed  tightly  into  the  boxes,  which  are 
then  stored  in  the  warehouse  in  tiers  until  the 
sweat  occurring  in  the  following  summer  is 
finished.  The  temperature  is  maintained  fairly 
uniform,  and  the  loss  of  weight  during  the  pro- 
cess amounts  to  from  10  to  14  p.c.  White  Burley 
and  heavy  shipping  tobacco  are  allowed  to 
sweat  in  bulk  for  a  short  time  before  being 
prized,  or  forced  into  hogsheads  by  pressure ; 
the  hogsheads  are  large  enough  to  hold  from 
1200  to  1600' lbs.  of  tobacco  leaf. 

Yellow  tobaccos  are  also  bulked  down  for  a 
month  or  two  to  fix  the  colour,  and  are  after- 
wards packed  loosely.  Cuba,  Sumatra,  and 
other  cigar  tobaccos  are  carefully  graded  accord- 
ing to  colour,  &o.,  and  are  fermented  in  large 
bulks  varying  from  3000  lbs.  for  the  light 
varieties  to  15,000  lbs.  for  the  dark  varieties  of 
leaf.  The  fermentation  is  allowed  to  proceed 
for  from  6  to  8  days,  and  the  heaps  are  then 
re-made,  the  outside  portions  being  placed  in 
the  centre.  The  operations  are  conducted  in 
rooms  heated  by  steam  pipes  to  about  165°F.,  but 
if  the  temperature  of  the  heaps  is  allowed  to 
rise  much  above  140°F.  the  enzymes  themselves 
are  liable  to  undergo  oxidation  and  no  good 
effects  result. 

Home-grown  tobacco.  In  the  year  1886, 
owing  to  the  agricultural  depression  in  this 
country,  efforts  were  made  to  remove  the 
restrictions  then  existing  on  the  homo  cultiva- 
tion of  tobacco,  and  permission  was  obtained  to 
try  experimental  growings  in  several  selected 
localities.  These  experiments  were  repeated  in 
the  following  year,  and  were  sufficiently  satis- 
factory to  justify  the  opinion  that  tobacco  could 
be  grown  successfully  as  a  farm  crop  in  the 
British  Isles.  Experiments  under  the  auspices 
of  the  Department  of.  Agriculture  in  Dublin 
were  started  in  Ireland  in  the  year  1900. 
In  the  year  1904,  the  cultivation  was  com- 
menced on  a  commercial  scale,  and  in  the 
year    1907     tUe    statutory     {■estriptions    -fffre 
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repealed.  The  Department  continues  to  furnish 
all  possible  assistance  to  the  tobacco  growers, 
and  from  the  reports  it  has  published  it 
appears  that  a  total  area  of  about  200 
statute  acres  was  devoted  to  the  cultivation 
of  tobacco  in  the  year  1912,  as  compared  with 
20  acres  in  the  year  1904.  The  areas  under 
cultivation  were  situated  in  the  following 
counties :  King's  County,  Louth,  Meath, 
Kilkenny,  Wexford,  Tipperary,  and  Limerick. 
The  influence  of  the  cool,  moist  climate  favours 
the  production  of  large  thin  leaves  which  are 
somewhat  deficient  in  gum,  resins  and  aroma  ; 
but  these  defects  have  to  some  extent  been 
overcome  by  prolonging  the  ripening  season, 
during  which  the  leaf  gains  in  Dody.  Yellow 
Pryor  and  selected  blue  Pryor  have  so  far 
proved  most  successful  for  pipe-tobaccos,  and 
Turkish,  Pryor,  and  hybrid  varieties  have  given 
the  best  results  for  cigarette  tobacco.  Reason- 
able hopes  are  also  entertained  of  producing  a 
satisfactory  yellow  tobacco.  The  requisites  for 
success  are  deep  cultivation,  a  fine  soil,  and 
fields  protected  from  cold  winds  by  high  hedges 
or  other  means.  As  regards  manures,  the 
initial  growth  is  found  to  be  more  rapid  when 
farmyard  manure  is  supplemented  by  artificial 
manures.  The  largest  yield  is  obtained  on 
uplands,  when  manures  containing  a  large 
proportion  of  phosphates  are  used ;  potash  is 
more  effective  for  moorlands.  Nitrogen  and 
phosphates  have  a  tendency  to  produce  a  coarse 
leaf ;  with  potash  a  smooth  leaf  is  obtained,  and 
the  burning  qualities  are  improved,  but  the 
growth  is  somewhat  retarded.  In  consequence 
of  the  minute  size  of  the  seed,  about  300,000  to 
the  ounce,  the  plant  is  forced  to  rely  unusually 
early  on  external  nourishment.  The  seeds  are 
sown  in  glass-covered  hot-beds  some  time 
between  the  middle  of  March  and  the  middle  of 
April,  and  the  plants  are  transplanted  at  the 
latest  by  June  1st.  The  usual  cultural  details 
are  followed :  insect  pests,  on  the  whole,  are 
not  so  troublesome  as  they  are  abroad,  but  the 
cool,  moist  climate  greatly  increases  the  tendency 
to  produce  suckers.  '  Topping '  of  all  the 
varieties,  except  Turkish,  is  usually  practised. 
Ripening  is  hastened  by  the  '  topping '  and 
'suokering  'operations,  but  the  usual  indications, 
change  of  colour,  curling  of  the  edges  of  the 
leaf,  &c.,  are  not  so  manifest  under  Irish 
climatic  conditions.  Harvesting  lasts  from 
about  the  end  of  July  to  mid-October,  according 
to  whether  the  leaves  are  primed  ofE  as  they 
ripei;,  or  whether  the  whole  plant  is  harvested 
withi  the  leaves  still  attached  to  the  stem.  The 
practice  of  allowing  the  plants  to  wilt  in  the 
open  air  on  scaffolds,  which  are  capable  of  being 
protected  from  heavy  rains,  has  been  found  very 
valuable.  Air-curing,  supplemented  by  suitable 
artificial  heat  at  critical' periods,  haS  proved  to 
be  the  best  method  for  most  classes  of  tobacco. 
The  subsequent  preparation  of  the  leaf  for  the 
market  involves. the  usual  operations  of  grading 
or  sorting,  fermentation  in  bulk,  and  ageing, 
after  the  tobacco  is  packed.  A  statute  acre  of 
land  yields  on  the  average  about  1000  lbs.  of 
tobacco  at  a  cost  of  from  £20  to  £60. 

The  enactments  against  the  growth  of 
tobacco  in  Scotland  ana  England  were  repealed 
by  the  Finance  Act  of  the  year  1909-1910. 

Provision  is  now  mftde  for  tlie  jepiission  of 


the  duty  on  such  home-grown  tobacco  as  is  used 
for  the  preparation  of  tobacco  extract  for  in- 
secticidal  purposes.  An  approved  denaturant 
must,  however,  be  added  to  the  extract  before 
it  is  allowed  to  pass  out  of  revenue  control. 

Composition.  The  tobacco  plant  contains  a 
large  number  of  substances  common  to  the 
vegetable  kingdom,  among  which  may  be  men- 
tioned cellulose,  starch,  albuminoids,  glucosides, 
resins,  chlorophyll,  and  many  organic  acids. 
On  the  character  and  proportion  of  these  organic 
substances  depend  largely  the  uses  to  which  ,the 
several  varieties  of  tobacco  are  put.  The 
freshly-cut  green  leaves  contain  from  80  to  90 
p.c.  of  moisture  :  the  normal  percentage  in  the 
leaf  when  ready  for.  the  market  is  about  14  p.c,, 
but  in  the  finer  grades  of  cigar  and  other  leaf 
20  p.c.  is  not  uncommonly  found.  The  amount 
of  nicotine,  the  characteristic  constituent  of 
tobacco,  varies  from  about  1  to  10  p.c.  :  tliick- 
leaved  varieties  contain  more  than  those  with 
thin  leaves,  and  the  top  leaves  of  a  plant  are 
richer  in  nicotine  than  those  at  the  base  of  the 
stem.  Schloesing  has  shown  that  the  amount 
present  in  the  leaves  increases  as  growth  pro- 
ceeds :  from  leaves  of  the  same  kind  collected 
on  May  25,  August  27,  and  September  25,  he 
obtained  0-79,  2-27,  and  4-32  p.c.  of  nicotine 
respectively.  The  dark,  heavy  tobaccos  contain 
considerably  more  nicotine  than  the  light 
coloured  varieties.  The  use  of  large  quantities 
of  nitrogenous  manures  also  favours  the  pro- 
duction of  an  increased  quantity  of  nicotine. 
Java  leaf  contains  from  1  to  2  p.c,  Havannah, 
Maryland,  Manila  and  Turkish  from  2  to  4  p.c, 
Virginia  and  Kentucky  up  to  7  p.c,  while  some 
heavy  French  varieties  contain  a's  much  as  10  p.c. 
of  nicotine.  The  organic  acids  present  in 
tobacco  are  chiefly  malic,  citric,  oxalic,  and 
pectio ;  acetic  acid  is  sometimes  found  in  fer- 
mented leaves.  Some  proportion  of  these  acids 
exists  in  combination  as  acid  salts  and  gives  an 
acid  reaction  to  the  cell-sap.  The  malates, 
owing  to  their  hygroscopic  properties,  are  said 
by  Behrens  to  exercise  a  considerable  influence 
on  the  '  life '  of  the  leaf  by  preserving  its  elas- 
ticity and  softness.  The  changes  in  the  colour 
of  the  leaf  which  occur  during  the  curing  process 
are  concomitant  with  considerable  chemical 
changes  in  the  composition,  brought  about 
partly  by  the  etiolation  of  the  chlorophyll 
granules,  and  the  subsequent  oxidation  of  the 
sap  contents  of  the  dead  cells.  The  acidity  of 
the  leaf,  the  soluble  albuminoids,  'and  the 
starch  also  through  the  action  of  the  diastase, 
markedly  diminish.  Further  changes  of  a 
complex  character  occur  in  the  sweating  pro- 
cess. The  nicotine  which  exists  in  the  leaf  in 
combination  with  various  organic  acids  is 
partially  liberated,  and  part  of  it  and  of  the 
amino  bodies  and  albuminoids  also,  are  elimin. 
ated.  The  nitric  acid,  ammonia,  and  the  starch- 
content  are  little  affected,  but  excessive  fer- 
mentation favours  the  production  of  ammonium 
salts.  Many  attempts  have  been  made  to 
isolate  and  identify  the  bodies  which  impart  the 
aroma  to  tobacco,  but  they  have  so  far  proved 
unsuccessful.  At  one  time  the  source  of  the 
aroma  was  believed  to  be  the  so-called  tobacco- 
camphor,  or  nicotianin,  a  crystalline  volatile 
substance  obtained  by  the  steam  distillation  of 
fej'paepted    tybacco ;     but    experiments    ijayg 
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shown  that  it  is  not  always  associated  with 
nicotine  in  tobacco  leaf,  as  was  supposed.  The 
theory  of  Suchsland,  that  the  distinctive  aromas 
which  characterise  the  different  types  of  tobacco 
are  due  to  the  action  of  specific  bacteria  during 
the  sweating  process,  has  not  been  substantiated 
by  other  observers.  The>quality  of  the  aroma 
is  liable  to  be  deteriorated  Jby  imperfect  curing 
or  a  high  fat  content  in  the  leaf.  The  formation 
of  the  aromatic  bodies,  however,  is  believed  to 
be  closely  connected  with  the  considerable  re- 
duction in  the  nicotine-content  of  the  leaf  which 
takes  place  during  the  fermentation  process.  It 
is  a  well-known  fact  that  a  high  nicotine-content 
in  a  cigar  is  often  associated  with  a  poor  aroma. 
The  aromatic  matters  of  tobacco  are  soluble  in 
water,  and  more  or  less  so  in  alcohol,  and  are 
readily  dissipated  by  heat.  The  odour  developed 
in  smoking  a  cigar  may  be  due  partly  to  the  mere 
volatilisation  of  the  aromatic  products  of  the 


sweating  process  and  partly  to  the  destmotion 
of  certain  constituents.  Nicotine,  ammonia, 
carbon  monoxide,  pyridine,  trimethylamine, 
butyric  acid,  and  traces  of  nicotianin,  hydrogen 
cyanide,  formaldehyde  and  hydrogen  sulphide,  in 
addition  to  water  and  carbon  dioxide,  have  been 
found  in  tobacco  smoke.  Kissling  recovered  from 
the  smoke  of  two  different  samples  of  burning 
tobacco,  each  containing  originally  3'75  p.c.  of 
nicotine,  27-8  and  52-0  p.c.  of  the  nicotine, 
while  the  quantity  in  the  unconsumed  portions 
of  the  tobacco  increased  to  4'5  and  5'9  p.c.  re- 
spectively. 

The  following  table  of  the  analyses  of  certain 
kinds  of  tobacco  serves  to  show  the  wide  differ- 
ences in  the  composition  of  various  typical 
varieties.  It  is  compiled  from  the  results  of 
analysis  of  many  kinds  of  tobacco,  which  were 
made  in  the  Inland  Revenue  Laboratory  under 
the  direction  of  Dr.  James  Bell. 


Peroektagb  Composition  of  Tobacco  dried  ai 

100° 

C. 

Constituents 

Manila 

Vir- 
ginia 
Eipe 

Vir- 
ginia 
Bright 

Turkey 

Havana 

Latakla 

Ken- 
tucky 

Gennan 

Java 

China 

Nicotine 

300 

3-86 

2-20 

0-90 

3-98 

1-17 

4-59 

3-22 

3-30 

2-50 

Malic  acid  (anhydride) 

10-72 

9-06 

4-17 

4-90 

12-11 

9-07 

11-57 

12-94 

0-04 

7-46 

Citric     „            „ 

3-94 

309 

100 

1-90 

2-05 

2-40 

3-40 

2-89 

3-30 

1-58 

Oxalic    „            „ 

3-72 

1-58 

1-72- 

1-38 

1-63 

1-98 

2-03 

2-51 

3-38 

3-91 

Acetic    „            „ 

0-36 

0-80 

0-35 

014 

0-42 

0-36 

0-43 

0-34 

0-22 

0-31 

Tannic  „            „ 

0-30 

1-34 

6-32 

3-39 

1-13 

2-33 

1-48 

0-68 

0-51 

313 

Pectio    „            „ 

10-63 

7-72 

7-51 

9-62 

11-36 

6-25 

8-22 

10-23 

10-13 

7-48 

Nitric    „            „ 

0-43 

0-43 

0-14 

0-05 

1-32 

0-76 

1-88 

0-37 

0-23 

— 

Cellulose 

11-73 

10-38 

12-64 

9-72 

15-76 

10-00 

12-48 

14-48 

11-82 

7-98 

Starch 

— 

— 

1-73 

6-28 

— 

0-69 

— 

— 

— 

1-54 

Saccharine  mattei 

— 

— 

14-59 

12-07 

— 

1-46 

— 

— 

— 

12-93 

Ammonia    . 

0-30 

005 

0  03 

005 

0-49 

0-10 

019 

0-32 

0-23 

0-04 

Insoluble  albuminoids 

11-27 

14-29 

4-68 

6-30 

9-75 

7-25 

8-10 

6-62 

9-53 

4-49 

Resins  and  chlorophyll 

7-61 

5-21 

3-41 

7-90 

5-15 

6-62 

1-99 

2-13 

6-45 

0-02 

Tatty  substances 

2-04 

1-07 

2-27 

0-49 

1-03 

1-12 

2-28 

0-89 

0-81 

025 

Soluble  extractive  matter 

rich  in  Nitrogen 

8-34 

16-24 

13-47 

13-24 

7-74 

18-97 

13-90 

8-10 

10-39 

14-35 

Indefiniteinsolnblematter 

9-45 

12-93 

12-41 

9-71 

8-68 

14-94 

13-10 

12-56 

15-20 

12-61 

Mineral  matter     , 

16-26 

11-95 

11-36 

12-96 

17-50 

14-53 

14-36 

21-72 

18-46 

13-42 

The  amount  of  ash  found  in  tobacco  varies 
greatly,  and  when  calculated  on  the  dry  leaf 
ranges  from  about  10  p.c.  to  as  much  as  25  p.c, 
or  even  more.  The  lowest  amount  is  found  in 
the  light  varieties  used  for  making  cigarettes, 
and  the  greatest  amount  in  leaf  intended  for 
making  cigars.  The  ash  of  tobacco  invariably 
contains  potash,  lime,  magnesia,  iron-oxide, 
alumina,  soda  ;  carbonic,  silicic,  sulphuric  and 
phosphoric  acids,  and  chlorine.  The  potash, 
which  exists  in  the  tobacco  mainly  in  combina- 
tion with  the  organic  acids,  may  be  present  to 
the  extent  of  fuUy  30  p.c.  of  the  total  amount 
of  the  ash.  The  amount  of  lime  present  is 
generally  lower  than  that  of  potash  :  magnesia 
and  silica  rank  next,  while  the  amounts  of  soda, 
alumina  and  iron-oxide  are  relatively  small. 
Lithia  and  manganous  oxide  are  occasionally 
present  in  very  small  quantities.  The  com- 
bined chlorine  varies  from  a  mere  trace  to  as 
much  as  15  p.c.  of  the  total  amomit  of  the  ash. 

The  table  (p.  509)  shows  the  percentage 
pomposition  of  the  ash  of  the  several  kinds  of 
tobappp  ppHpieratcd  ip  ^be  preceding  table, 


The  leaves  of  tobacco  contain  more  magnesia 
and  silicic  acid,  and  less  alkali,  phosphoric  acid 
and  chlorine  than  the  stalks.  The  nitrates  are 
confined  almost  entirely  to  the  stalks  and  stems 
of  the  young  plant,  and  decrease  in  amount  as 
the  plant  comes  to  maturity  :  analyses  of  cigar- 
stalks  from  Missouri  and  Connecticut  showed 
from  0-5  to  0-75  p.c.  of  nitrates,  as  against 
0-15  p.c.  found  in  cigarette  leaf.  Home-grown 
tobacco  contains  as  a  rule  a  considerably  higher 
percentage  of  ash  than  is  present  in  similar 
varieties  grown  abroad ;  this  is  probably 
accounted  for  by  the  use  of  excessive  or  un- 
suitable manures,  especially  when  large  quan- 
tities of  chlorine  are  present,  as  the  tobacco 
plant  is  very  voracious  and  will  take  up  almost 
anything  from  the  soil.  Good  burning  qualities 
in  tobacco  are  associated  with  a  high  percentage 
of  ash,  rich  in  lime  and  potash,  in  proper  com- 
bination :  chlorine,  except  in  the  presence  of 
much  potash  and  lime,  has  a  decidedly  retard- 
ing effect  on  the  combustion,  but  silicic,  phos- 
phoric and  sulphuric  acids  have  not  a  detri- 
mental  effect.  Albitminpids  hinder,  but  cellules? 
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Constituents 

Manila 

Vir- 
ginia 
Bipe 

Vir- 
ginia 
Briglit 

Turisey 

Ha-vana 

Latakia 

Ken- 
tucky 

German 

Java 

China 

Percentage  of  ash  on  dry 
tobacco  (excluding  sand) 

Potash 

Potassium  chloride 
Soda  .... 
Sodium  chloride  . 
Lime  . 

Calcium  chloride 
Alumina 
Iron  sesquioxide 
Magnesia     . 
SUica 

Phosphoric  anhydride  . 
Sulphuric            „ 
Carbonic             „ 
Percentage  of  sand  on 
dry  tobacco 

21-40 

14-96 

12-32 

12-92 

21-40 

18-18 

17-98 

25-88 

18-80 

14-76 

16-25 
6-45 
0-54 

33-26 

0-22 
0-18 
7-22 
1-59 
3-92 
4-47 
25-90 

34-16 
2-53 
0-86 

18-90 

0-29 
0-40 
6-74 
1-55 
3-23 
4-32 
27-02 

22-19 
7-01 
1-46 

21-70 

0-89 
2-44 

12-44 
0-57 
4-72 
8-29 

18-29 

14-51 

19-29 

0-54 

22-54 

0-76 
0-43 
9-21 
2-06, 
6-39 
5-20 
1907 

11-83 

12-68 

0-81 

3306 

0-76 
0-45 
5-29 
1-07 
4-17 
4-34 
25-54 

19-57  - 
406 
0-55 

34-69 

0-68 
0-55 
5-53 
203 
3-62 
3-67 
2505 

16-78 
2-41 
006 

29-51 

0-19 
0-82 
6-78 
4-94 
3-86 
507 
29-68 

24-98 

0-60 
35-66 
5-89 
0-42 
0-23 
6-45 
0-86 
2-19 
3-47 
19-25 

14-06 

19-61 

0-67 

22-30 

1-79 
0-84 
8-52 
6-16 
6-67 
7-84 
11-54 

14-44 
3-73 
0-41 

31-09 

0-97 
1-10 

12-70 
3-38 
5-11 
4-83 

22-24 

0-60 

0-95 

1-28 

1-80 

1-80 

0-92 

5-26 

0-94 

1-72 

2-12 

promotes  the  good  buriyng  qualities  of  tobacco  ; 
while  nicotine  appears  to  be  an  unimportant 
factor.  The  comparative  burning  qualities, 
estimated  by  the  time  of  glowing  of  the  kindled 
leaf,  vary  from  about  four  seconds  in  yellow 
varieties  to  as  much  as  175  seconds  in  Pennsyl- 
vania cigar-leaf. 

Tobacco  is  analysed  as  regards  organic  and 
inorganic  constituents  by  the  usual  methods 
described  in  text-books  dealing  with  agricultural 
and  quantitative  chemical  analysis.  Special 
processes  applicable  to  tobacco  are  described  in 
the  report  on  the  culture  and  curing  of  tobacco 
in  connection  with  the  10th  United  States 
Census  of  1880.  The  percentage  of  moisture  is 
liable  to  hg  under-estimated  if  the  drying-oven 
is  not  maintained  at  a  temperature  of  100°  and 
the  ash  also,  unless  it  is  re-carbonated  by  the 
addition  of  strong  solution  of  ammonium  car- 
bonate, and  subsequently  dried  before  ascer- 
taining the  weight.  A  convenient  method  for 
the  estimation  of  nicotine  in  tobacco  is  that  of 
Kissling,  which  is  as  follows  :  Take  20  grms.  of 
tobacco,  finely  powdered  and  dried  at  a  tem- 
perature not  exceeding  60°,  and  grind  it  up  in 
a  mortar  with  100  c.c.  of  alcoholic  solution  of 
soda  (6  grms.  of  NaOH  dissolved 'in  40  c.c.  of 
water  and  then  made  up  to  100  c.c.  -ivith  absolute 
alcohol).  Transfer  the  mass  to  a  Soxhlet 
extraction  apparatus  and  extract  for  3  hours 
with  ether.  Remove  as  much  of  the  ether  as 
possible  by  careful  distillation,  mix  the  residue 
with  SO  c.c,  of  a  4  p.c.  solution  of  soda,  and  distil 
in  a  current  of  steam.  The  flask  containing  the 
nicotine  extract  should  be  connected  with  the 
condensing  apparatus  by  means  of  a  tube 
having  a  safety  bulb,  and  the  distillation  con- 
ducted rapidly  and  in  such  a  manner  that  when 
200  C.C.  of  the  distillate  have  been  collected  not 
more  than  16  c.c.  of  liquid  remain  in  the  dis- 
tilling flask.  Titrate  the  distillate  with  deci- 
normal  H2SO4,  using  litmus  or  lacmoid  paper  as 
an  indicator.  By  using  a  series  of  test  papers 
and  noting  the  burette-reading  against  each, 
the  exact  point  of  neutralisation  can  readily 
be  ascertained  when  the  papers  are  dry. 


Manufacture,  In  several  European  coun- 
tries, among  which  may  be  mentioned  France, 
Spain,  Italy,  Austria-Hungary,  and  Turkey,  >the 
manufacture  of  tobacco  is  a  State  monopoly, 
and  in  Spain  the  cultivation  of  tobacco  is 
strictly  prohibited.  In  Germany,  Holland,  and 
other  European  countries  the  manufacture  is 
in  private  hands.  In  •  the  United  Kingdom, 
tobacco  is  subjected  to  a  heavy  import  duty, 
and  certain  legal  restrictions  are  imposed,  which, 
however,  chiefly  afiect  the  manufacturers  of  the 
commoner  kinds  of  tobacco.  The  only  sub- 
stances allowed  to  be  used  in  the  manufacture 
are  water,  acetic  acid,  essential  oils,  and  olive 
oil — the  latter  in  the  spinning  of  roll  tobacco. 
The  finished  article  must  not  contain  more  than 
32  p.c.  of  moisture,  and  if  it  is  roll  tobacco,  not 
more  than  4  p.c.  of  olive  oil.  The  leaves  of 
plants  other  than  tobacco  may  not  be  employed, 
nor  any  preservative  used  except  acetic  acid. 
Essential  oils  for  flavouring  purposes  may  be 
added  to  snuff,  and  the  addition  is  allowed  of  the 
carbonates,  chlorides  and  sulphates  of  sodium 
and  potassium,  ammonium  carbonate,  and  of 
1  p.c.  of  lime  in  the  form  of  lime-water.  The 
snuff,  when  dried,  however,  must  not  contain 
more  than  26  p.c,  of  alkaline  salts  nor  more  than 
13  p.c.  of  the  oxides  of  lime  and  magnesia, 
inslusive  of  the  amounts  naturally  present  in 
tobacco.  More  latitude  is  allowed  in  the  manu- 
facture of  tobacco  in  bonded  factories :  the 
addition  of  foreign  leaves  is  not  permitted,  but 
any  suitable  sweetening  or  flavouring  matter 
may  be  used.  Sugar,  honey,  liquorice,  glycerin, 
gum,  salt,  and  logwood  are  the  ingredients  most 
commonly  used  for  this  purpose  in  the  manu- 
facture of  this  kind  of  tobacco,  which  is  known 
as  Cake-  or  Cut-Cavendish,  and  is  manufactured 
chiefly  for  exportation.  If  intended  for  home 
consumption,  this  tobacco  is  required  to  be 
enclosed  in  a  -specially  designed  Customs' 
wrapper  to  distinguish  it  from  the  ordinary 
article,  and  it  is  subjected  to  a  higher  rate 
of  duty.  The  sale  of  cigarettes  containing 
sweetening  matter  is  not  permitted,  and  no 
flavouring  materials  may  be  used  in  cigan. 
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Tobacco  leaf  is  imported  into  this  country 
either  entire  or  with  a  portion  of  the  midrib 
removed,  in  which  oaae  it  is  called  '  strips  ' :  as 
a  Blightly  higher  rate  of  duty  is  charged  on  the 
latter,  a  much  larger  proportion  of  the  entire 
leaf  is  now  imported.  Nearly  90  p.c.  of  the  raw 
material  imported  comes  from  America ;  5  p.c. 
comes  from  the  Dutch  Indies,  and  about  1  p.c. 
is  obtained  from  the  British  colonies,  of  which 
North  Borneo  produces  a  large  proportion.  The 
principal  kinds  of  tobacco  used  are  Virginia, 
Kentucky,  Western,  Burley,  Ohio,  Perique, 
Havannah,  Japan,  Java,  China,  Sumatra, 
Borneo,  Turkish,  Latafcia,  and  German.  The 
more  tender  varieties,  such  as  Turlcish,  are 
packed  carefully  in  bales  leaf  upon  leaf,  but 
hogsheads  are  the  usual  packages  employed,  in 
which  the  leaves  are  packed  either  in  layers  or 
in  bunches  of  ten  to  a  dozen  leaves,  bojjnd  round 
with  another  leaf  and  known  as  '  hands.' 
Commercial  tobacco  is  classified  as  a  rule  under 
five  heads — common,  middling,  good,  fine,  and 
selected  ;  but  each  manufacturer  has  his  own 
particular  method  of  assortment.  Price,  colour, 
texture;  burning  qualities,  aroma,  tad  body  or 
drinking  pbWer,  thBt"tB,~abilrty  to  absorb  and 
retain  moisture  without  becoming  too  wet,  are 
all  factors  which  influence  manufacturers  in 
selecting  tobacco. 

Imported  leaf,  although  apparently  dry, 
usually  contains  from.  10  to  20  p.c.  of  moisture, 
but  14  p.c.  may  be  regarded. as  a  fair  average. 
There  are  two  rates  of  duty  on  imported  leaf 
tobacco  depending  on  the  amount  of  moisture 
present :  the  duty  on  leaf  containing  10  p.c.  or 
more  of  moisture  is  5d.  per  lb.  lower  than  the 
duty  charged  on  leaf  containing  less  than  10  p.c. 
of  moisture.  The  manufacturer  of  the  cheaper 
kinds  of  tobacco  endeavours  therefore  to  secure 
leaf  containing  moisture  as  little  in  excess  of 
10  p.c.  as  possible,  and  so  to  obtain  a  larger  profit 
from  the  greater  amount  of  water  he  can  add 
in  the  process  of  manufacture.  In  cigarette, 
cigar,  and  other  varieties  of  leaf  requiring 
careful  handling,  a  higher  initial  percentage  of 
moisture  is  desirable,  and  these  varieties  of  leaf 
sometimes  contain  as  much  as  20  p.c.  of  moisture. 

The  principal  kinds  of  manufactured  tobacco 
are  cut,  twist  or  roll,  and  cake  tobacco  ;  cigars, 
cigarettes,  and  snufi.  Many  kinds  of  leaf  are 
blended  for  manufacturing  cut  tobacco,  and  in 
the  commoner  kinds  a  considerable  quantity  of 
leaf  other  than  American  is  employed.  These 
other  kinds  are  known  as  '  substitutes,'  and  their 
introduction  dates  back  to  the  time  of  the  civil 
war  in  the  United  States  oi  North  America, 
which  caused  a  temporary  shortage  in  the 
supplies  of  Virginia  .  leaf  tobacco.  Many '  of 
these  '  substitutes  '  have  the  distinct  advantage 
of  being  able  to  retain  a  large  quantity  of 
moisture  without  appearing  to  be  unduly  moist. 

The  first  process  in  manufacturing  tobacco 
is  the  '  liquoring  '  stage  :  the  old  crude  method 
of  employing  a  watering-pot  has  now  been 
superseded  by  the  use  of  steam  appliances  which 
ensure  a  more  even  distribution  of  the  moisture. 
When  '  strips  '  are  ■  not  employed,  the  mid-rib 
of  the  leaf  which  absorbs  more  moisture  than 
the  lamina  is  then  removed — this  operation  is 
called  '  stripping.'  A  mechanically  actuated 
knife  is  employed  to  out  the  tobacco  into  shreds  : 
*  shags '  and  such,  like  tobaccos  undergo  the 


further  process  of  '  panning,'  which  consists  in 
thoroughly  mixing  up  the  cut  tobacco  on  copper 
trays  heated  to  a  suitable  temperature;  the 
tobacco  is  then  set  aside  to  cool  on  racks.  The 
moisture  in  the  common  kinds  averages  about 
30  p.c,  but  the  better  kinds  of  smoking  mixtures 
contain  from  15  to  25  p.c.  The  distinctive 
flavours  of  these  tobaccos  are  due  either  to  the 
presence  of  Latakia,  Perique,  &c.,  in  the  blend 
of  leaves  used  or  to  the  ?,ddition  of  essential  oils, 
such  as  oil  of  cassia,  geranium,  cloves,  bergamot, 
and  winter-green.  .Acetic  acid  is  employed  as  a 
preservative.  For  '  twist '  tobacco  the  darker 
varieties  of  American  leaf,  such  as  Kentucky, 
Western,  Clarltsville,  Sec,  are  chiefly  employed, 
but  a  fair  quantity  of  Irish-grown  leaf  is  now 
used  in  this  class  of  tobacco.  '  Twist '  tobacco 
is  made  either  by  hand  or  on.  a  spipning- wheel : 
the  damp  strips  or  '  fillers  '  are  formed  into 
ropes,  the  thickness  of  which  depends  on  the 
denomination  of  '  twist.'  intended  to  be  manu- 
factured, and  these  ropes  are  enclosed  in  a 
covering  wrapper  of  leaf.  The  tobacco,  at  this 
stage,  is  known  as  '  brown  twist,'  for  which  a 
considerable  demand  exists,  chiefly  in_the  North 
of  EnglaTsd.  If  the  tobacco  is  intended  for 
'  black  twist '  the'  rope  of  tobacco  is  made  up 
into  'rolls,'  consisting 'of  several  concentric 
layers  superimposed  one  on  the  other.  The, 
rolls,"  after  being  enclosed  in  oiled  cloths,  and 
tightly  bound  up  with  rope,  are  then  baked  in 
steam-heated  hydraulic  presses  imtil  the  tobacco 
assumes  a  rich  black  colour,  and  develops  its 
full  aroma ;  they  are  then  removed  to  a  cold 
press  until  cool  and  fully  matured.  In  order  to 
prevent  the  coils  from  sticking  to  -one  another , 
in  the  rolls,  olive  oil  is  applied  to  the  tobacco, 
during  the  '  spinning  '  and  rolling  '  or  '  making 
up '  processes,  but  the  amount  of  oil  used  is 
regulated  so  as  to  ensure  that  the  finished 
tobacco  does  not  contain  more  than  4  p.c.  of  oil. 
Acetic  acid  and  essential  oils  are  also  employed. 
Special  names  are  given  to  different  forms  of 
'  twist,'  e.g.  the  terms  ladies'  twist,  or  Alloa 
twist,  Liverpool  roll,  pigtail  and  bogie,  have 
reference  to  the  thickness  of  the  rope ;  Negro- 
head  indicates  a  plaited  variety ;  nailixid  is  in 
the  form  of  sticks,  and  target  is  a  thick  twist 
coiled  up  in  a  single  layer.  '  Cake  '  tobacco  is 
prepared  either  by  pressing  '  spun '  tobacco  or 
by  moulding  the  damp  strips  under  pressure 
and  then  adding  an  outer  covering  of  leaf. 
'  Flakes  '  and  '  CMt  Cavendish  '  are  obtained  by 
cutting  these  cakes. 

The  leaf  employed  for  the  manufacture  of 
high-class  cigars  has  to  meet  many  require- 
ments, and  blends  of  difierent  varieties  are 
therefore  employed.  The  component  parts  of 
a  cigar  are  the  '  filler,'  the  '  bunch  wrapper,' 
shaped  like  a  balloon  gore,  and  cut  from  a  fairly 
good  strip,  and  the  '  outer  wrapper.'  The 
outer  wrapper  of  a  cigar  should  be  made  from  a 
tough  leaf  with  small  veins,  of  a  light  and 
uniform  colour  and  should  not  possess  a  pro- 
nounced flavour,  as  it  comes  in  contact  with  the 
lips  and  tongue  in  smoking ;  the  filler  must, 
however,  possess  a  good  aroma,  emit  an  agreeable 
odour  on  burning,  and  have  good  Burning 
qualities.  The  finest  leaf  for  cigars  comes  from; 
Cuba,  but  Sumatra,  North  Borneo,  Java,  &c., 
supply,  a  considerable  quantity  of  the  leaf  used 
for  cigar-making  in  this  country.    The  leaveg 
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Me  moistened  wth  water,  opened  ont  carefully, 
deprived  of  the  midrib,  smoothed  out  and 
sorted  ;  the  perfect  leaves  are  out  in  halves  and 
are  used  as  -ivrappers.  The  '  filler,'  consisting  of 
fragments  or  cuttings  of  leaf,  or  sometimes  of 
cut  tobacco,  is  placed  on  the  '  bunch  -wrapper,' 
near  one  end,  and  the  bunch  wrapper  is  then 
carefully  wound  round  the  filler.  Over  the 
'  bunch  wrapper '  the  cigar-maker  then  winds 
spirally  the  '  outer  wrapper,'  which  is  a  long 
rectangular  strip  of  leaf ;  the  winding  is  com- 
menced at  the  open  end  and  finished  ofi  at  the 
pointed,  or  mouth,  end.  The  cigars  are  then 
gauged  and  cut  to  the  proper  length,  dried  and 
packed.  Great  dexterity  is  necessary  in  maMng 
cigars,  especially  in  manipulating  and  keeping 
the  cigars  to  shape,  size,  and  weight,  as  well  as 
in  evenly  packing.  Uniformity  in  the  commoner 
kinds  is  secured  by  the  practice  of  pressing  the 
cigars  in  moulds  before  applying  the  outer 
\vrapper.  The  moisture  in  the  finished  cigar  is 
reduced  to  about  10  to  15  p.c.  by  storage  in  a 
drying-room. 

The  manufacture  of  cigarettes  was  introduced 
into  this  country  by  a  Greek  in  the  year  1860, 
and  originally  Turkish  varieties  of  tobacco  only 
were  employed,  but  now  a  considerable  quantity 
of  bright  American  leaf  is  also  used..  This 
branch  of  the  tobacco  industry  is  highly  special- 
ised, as  the  character  and  the  aroma  of  a 
cigarette  depend  on  the  suitable  blending  of  the 
various  kinds  of  tobacco  employed.  -  The 
tobacco  used  for  cigarettes  is  comparatively 
dry,  the  moisture  added  is  just  sufficient  to 
permit  of  the  leaf  being  satisfactorily  out  by 
the  machines.  The  finer  varieties  of  cigarettes 
are  Invariably  made  by  hand,  either  by  rolling 
up  the  tobacco  in  the  paper,  or  by  filling  it  into 
paper  tubes  closed  at  one  end.  In  the  latter 
method,  charging  cylinders  slightly  smaller  in 
diameter  are  used,  and  the  tobacco  is  trans- 
ferred therefrom  to  the  tubes  by  means  of  a  rod  ; 
the  closed  ends  of  the  paper  tubes  are  subse- 
quently cut  off.  A  great  impetus  has  been 
given  to  the  production  of  cigarettes  by  the 
employment  of  cigarette-making  machines, 
which  can  turn  out  as  many  as  24,000  cigarettes 
per  hour.  The  moisture  in  cigarettes  varies 
according  to  the  time  they  are  stored  in  the  drying- 
room,  but  it  usually  ranges  from  12  to  18  p.c. ; 
if  the  tobacco  is  made  too  dry  it  is  liable  to  be 
shaken  out  of  the  wrapper;  and  on  the  other  hand, 
if  the  tobacco  is  left  too  damp,  the  cigarette  will 
not  bum  well.  Mouthpieces  are  often  fitted 
to  cigarettes  made  from  Turkish  tobacco, 
on  account  of  its  superior  burning  quality. 
Cigarettes  vary  considerably  in  weight ;  ■  an 
ounce  may  contain  from  12  to  40  cigarettes,  but 
20  to  30  is  about  the  average.  Sweetening 
matter  is  not  allowed  to  be  used  in  maJdng 
cigarettes,  but  the  paper  wrappers  of  the 
*  pectoral '  kinds  sometimes  contain  a,  small 
quantity  of  saccharin. 

Snuff  is  sold  in  two  forms,  dry  and  moist, 
the  former  is  made  from  the  stalk  or  midrib  of 
the  leaf,  but  the  latter  contains  a  variable  pro- 
portion of  the .  lamina.  The  difference  in  the 
quality  is  dependent  on  the  flavour,  the  pun- 
gency, and  J  the  scent.  The  dry  varieties — the 
Welsh,  Scotch,  High  .Toast,  and  Irish  kinds — 
are,  as  a  rule,  more  finely  ground  than  the  moist 
7Evietiea.    The  .  moisture    ranges    from    about 


20  P.O.  in  Scotch  snuffs,  to  As  little  as  6  p.c. 
in  Irish  snuff.  '  Rappees  '  include  such  well- 
kno^vn  varieties  as  Latakia,  Maouta,  and  Prince's 
mixture,  and  contain  from  30  to  50  p.c.  of 
moisture.  The  tobacco  stalks  used  for  snuff- 
making  are  cut  into  small  pieces,  moistened  with 
water  or  sometimes  with  lime-water,  and  allowed 
to  ferment,  the  fermentation  period  frequently 
lasting  for  several  months.  The  material,  in 
the  case  of  Scotch  snuff,  is  then  ground  to  the 
required  degree  of  fineness,  dried  down,  flavoured, 
and  sifted.  The  stalks  fpr  Irish  and  Welsh 
snuff,  before  being  ground,  are  gently  roasted,  ' 
by  which  means  the  characteristic  odour  of 
these  varieties  is  produced.  For  moist  snulTs 
the  material  is  ground  wet  in  a  special  kind  of 
mortar,  and  is  then  allowed  to  ferment  until  the 
required  depth  of  colour  is  produced.  Certain 
kinds  of  alkaline  salts  are  mixed  with  the  snuff- 
flour  to  increase  its  pungency,  but,  as  already 
mentioned,  the  quantity  and  the  kinds  which 
may  be  employed  are  defined  by  statute. 
Essential  oils,  ground  orris-root  and  ground 
Tonquin  beans  are  used  for  flavouring  purposes. 
Adulteration  of  snuff  is  now  rarely  practised, 
but  such  substances  as  the  oxides  of  iron,  red 
lead,  lead  chromates,  &o.,  have  been  used  as 
colouring  materials,  and  chalk,  magnesia,  borax, 
sand,  and  excessive  quantities  of  alkaline  salts 
have  been  employed  to  increase  the  weight. 

Prior  to  the  passing  of  the  Pure  Tobacco, 
Act  of  the  year  1842,  the  adulteration  of  tobacco 
with  sugar,  treacle,  honey,  gum,  &c.,  and  such 
foreign  vegetable  matters  as  rhubarb,  coltsfoot, 
&c.,  was  very  general  ;■  but  in  consequence  of  ■ 
the  heavy  penalties  imposed  by  that  Act  and 
the  vigilance  of  the  Revenue  Authorities  these 
practices  have  almost  ceased.  The  enactments 
relating  to  the  amounts  of  moisture  and  oil  in 
tobacco  arc  also  strictly  enforced.  Such  sub- 
stances as  malt  combings,  moss-litter,  &c.,  are 
occasionally  offered  as  substitutes  for  tobacco, 
but  the  offenders  rarely  escape  detection  and ' 
punishment.  Manufactured  tobacco  contains 
frequently  considerable  quantities  of  sand,  and  • 
manufacturers  are  sometimes  suspected  of  using 
it  as  an  adulterant.  The  leaf,  however,  fre- 
quently comes  into  their  possession  still  retaining 
a  large  proportion  of  the  sand  which  is  deposited 
upon  it  from  the  soil  by  the  action  of  the  wind 
and  rain  during  growth.  A  portion  of  this  sand 
only  is  detached  from  the  leaf  during  the  manu-  ■ 
facturing  operations,  which  accounts  for  'the 
presence  of  sand  in.  the  finished  article. 

In  the  manufacture  of  tobacco,  a  considerable 
quantity  of  waste  material  is  produced,  siftings, 
sweepings,  &o.,  and  in  addition  the  quantity  of 
stalks  obtained  by  stripping  the  midrib  from 
the  imported  leaf  is  far  in  excess  of  that  required 
for  conversion  into  commercial  snuff.  .  Repay- 
ment of  the  duty,  called  'drawback,'  is  made 
by  the  Revenue  Authorities  on  this  refuse  of 
tobacco  when  it  is  deposited  in  an  approved 
warehouse  to  be  abandoned  to  the  Crown,  or  in  • 
a  bonded  factory  to  be  utilised  in  the  manu- 
facture of  nicotine  or  the  preparation  of  '  sheep- 
dip,'  hop-powder,  insecticides,  &o.  > 

Statistics.'     The    amount    of    tobacco    leaf 
imported  into  the   United   Kingdom   and  the 
consumption  of    manufactured    tobacco    have 
steadily  increased.     The  imports  in  the  year.! 
1851  amounted  to  about  28,000,000  lbs.  and  tha . 
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consumptiiirl  Was  just  bvet  1  lb.  pci  head  of 
the  population ;  in  the  year  1911,  the  amount 
imported  was  nearly  91,500,000  lbs.  and  the 
consumption  was  slightly  in  excess  of  2  lbs.  per 
head  of  the  population.  The  manufacture  of 
tobacco  is  now  one  of  the  most  important  of 
the  minor  industries,  and  according  to  the 
returns  made  in  connection  with  the  recent 
Census  of  Production,  the  number  of  persons 
employed  in  tobacco  factories  in  the  year  1907 
was  37,456.  The  net  value  of  the  raw  material 
was  £17,988,000  and,  mcluding  11,816,000  lbs. 
of  manufactured  tobacco  exported,  the  output 
amounted  to  108,292,000  lbs.,  representing  a 
money  value  of  £23,799,000.  The  weight  of  the 
different  kinds  wsis  as  follows :  of  cut  and  roll 
tobacco,  69,880,000  lbs. ;  of  cigarettes,  29,904,000 
lbs. ;  of  cigars,  3,696,000  lbs. ;  of  sweetened 
cavendish,  3,136,000  lbs.  ;  and  of  snuff,  1,568,000 
lbs.  The  degree  of  the  popularity  of  the 
principal  kinds  of  tobacco  may  be  ascertained 
from  these  figures ;  the  percentages  are :  of 
pipe  tobacco  67-6  p.c,  of  cigarettes  29-0  p.c,  and 
of  cigars  3-6  p.c.  respectively. 

Tobacco  occupies  an  important  position  as 
a  source  of  revenue  in  the  fiscal  systems  of 
most  civilised  countries.  In  the  tariff  of  the 
United  Kingdom  the  rate  of  duty  at  the  present 
time  is  3a.  8d.  per  lb.  for  normal  leaf  tobacco, 
and  the  net  amount  of  duty  paid  into  the  Ex- 
chequer in  the  financial  year  1911-12  exceeded 
seventeen  and  a  quarter  miUion  pounds  sterling. 

D.  A.  G. 

TOBACCO-SEED  OIL.  Tobacco  seeds  yield 
on  pressing  about  30  p.c.  of  a  greenish-yellow, 
mild,  and  odourless  oil,  sp.gr.  0-923  at  15°, 
solidifying  at  —25°,  which  quickly  dries  when 
exposed  to  the  air. 

TODDALIA  ACULEATA  (Pers.).  This 
Indian  plant,  belonging  to  the  Bviaeeae,  is  a 
rambling  shrub  found  in  the  sub-tropical 
Himalayas,  in  the  Khasia  mountains,  and 
throughout  the  Western  Peninsula  and  Ceylon. 

The  root  bark  is  used  in  Madras  as  a  yellow 
dyestuff,  and  it  is  also  highly  spoken  of  by  various 
writers  as  one  of  the  most  valuable  Indian 
medical  products,  possessing  tonic,  stimulant, 
and  antipyretic  properties.  It  was  introduced 
into  European  medicine  in  1771,  and  at  one 
time  enjoyed  some  celebrity  under  the  name  of 
'  Lopez  Root,'  but  it  has  long  since  fallen  into 
disuse. 

The  colouring  matter  it  contains  is  berberine 
(Perkin  and  Hummel,  Chem.  Soo.  Trans.  67, 
413).  A.  G.  P. 

TOLENE  V.  Tolu,  art.  Balsams. 

TOLIDENE  {OHhotolidetie)  v.  BaEEHYU 

TOLU  V.  Balsams. 

TOLUENE.  Toluol,  Methylbenzene  CjHg  or 
CjHj-OHj.  First  discovered  by  Pelletier  and 
Walter  in  1837  (Ann.  Chim.  Phys.  [ii.]  67,  278) 
among  the  by-products  in  the  manufacture  of 
illuminating  gas  from  the  resin  of  Pinus  mari- 
tima,  and  named  by  them  retinaphtha.  Mans- 
field found  it  in  coal-tar,  Cahours  and  Volkel  in 
wood-spirit  and  wood-tar,  and  De  la  Rue  and 
H.  MiiUer  in  Rangoon  tar.  It  is  also  found  in 
American  light  petroleum  (Young,  Chem.  Soc. 
TtSaa.  1898,  906) ;  in  the  products  of  distilla- 
tion of  a  large  number  of  substances  (Ritt- 
hausen,  J.  pr.  Chem.  1854,  61,  74 ;  Bimte,  J. 
Gasbeleucht,  1892,  35,  571,  amongst  others)  and 


in  a  number  of  natiilally  occurtmg  silbstahCea 
(Poni,  Chem.  Zentr.  1901,  i.  61,  and  others). 
Kttig  and  Tollens  prepared  it  by  the  action 
of  sodium  on  a  mixture  of  bromobenzene  and 
methyl  iodide  in  ethereal  solution,  and  thus 
proved  that  it  was  methylbenzene. 

It  may  also  be  prepared  by  the  action  of 
methyl  chloride  on  benzene  in  presence  of 
aluminium  chloride  (Friedel  and  Crafts,  Ann. 
Chim.  Phys.  1884,  [vi.]  1,  459)  and  by  other 
methods  (Gardeur,  Chem.  Zentr.  1898,  i.  438; 
Fromm  and  Aohert,  Ber.  1903,  36,  634; 
Werner  and  Zilkens,  ibid.  2116;  Mai,  ibid. 
1902,  35,  162  ;  and  many  others). 

The  toluene  of  commerce  is  obtained  from 
coal-tar  by  rectification  of  the  fraction  boiling 
between  100°  and  120°  (Coupier,  Dingl.  poly.  J. 
1866,  181,  386 ;  Leuckart,  J.  pr.  Chem.  1890, 
[ii.]41,.301). 

Toluene  may  be  purified  by  treatment  with 
sulphuric  acid  (Priswell,  Chem.  News,  1893,  68, 
27) ;  it  may  be  freed  from  thiotoluene  by  treat- 
ment with  aluminium  chloride  (Fr.  Pat.  240111, 
1894 ;  D.  R.  P.  79505).  It  is  said  to  be  ob- 
tained absolutely  pure  by  converting  it  into  the 
well  crystallised  potassium  toluene-y-sulphpnate 
which  is  subsequently  decomposed  (Miller,  Chem. 
Soc.  Trans.  1892,  1025 ;  see  also  Kelbe,  Ber. 
1886,  19,  93  ;  Kraemer  and  Bottcher,  ibid.  1887, 
20,  601). 

Properties.  Toluene  is  a  colourless  liquid, 
b.p.  111°,  m.p.  —97°  to  -99°  (Archibald  and 
Mcintosh,  J.  Amer.  Chem.  Soc.  1904,  26,  306), 
sp.gr.  0-8812  at  4°/4° ;  0-8723  at  15°/16°; 
0-8649  at  25°/25' ;  0-8237  at  100°/100°.  In  its 
solvent  powers  it  closely  resembles  benzene. 
■  Oxidising  agents,  such  as  chromic  acid  or 
dilute  nitric  acid,  convert  it  into  benzoic  acid ; 
but  by  treatment,  first  with  chromyl  chloride 
and  afterwards  with  water,  it  yields  benzalde- 
hyde.  Similar  products  are  obtained  when  it  is 
oxidised  eleptrqlytically  in  alcoholic  solution  and 
in  the  presence  of  sulphuric  acid  (Puis,  Chem. 
Zeit.  1901,  26,  263).  When  the  vapour  of 
toluene  is  passed  through  a  red-hot  tube, 
benzene,  anthracene,  phenanthrene,  dibenzyl, 
and  other  hydrocarbons  are  formed  (Berthelot, 
Bull.  Soc.  chim.  7, 218 ;  Graebe,  Ber.  1874,  7, 48). 
By  passing  a  mixture  of  the  vapours  of  toluene 
and  benzene  through  a  red-hot  tube,  Camelley 
obtained  a  highly  complex  mixture  of  hydro- 
carbons (Chem.  Soc.  Trans.  1880,  702). 

Treated  with  litharge  at  a  duU  red  heat,  it 
forms  stilbene,  diphenyl  anthracene,  and  a  liquid 
hydrocarbon.  At  335°  only  the  methyl  group 
is  oxidised  (Vincent,  Compt.  rend.  1890,  110, 
907) ;  the  rate  at  which  the  side  chain  is  oxidised 
depends  on  the  nature  and  position  of  sub- 
stituted groups  in  the  nucleus  (Cohen  and  Miller, 
Chem.  Soc.  Trans.  1904,  174  ;  Cohen  and  Hods- 
man,  ibid.  1907,  970). 

When  air  charged  with  toluene  vapour  is 
passed  over  finely  divided  platinum  or  man- 
ganese dioxide,  the  temperature  rises  luitil  the 
metals  become  incandescent  and  the  toluene  is 
completely  oxidised  to  carbon  dioxide  and  water. 
In  the  presence  of,iron,  nickel  or  coppel  oxides, 
at  temperatures  between  150°-300°,  it  is  con- 
verted to  benzaldehyde,  but  with  carbon  at 
370°,  benzoic  acid  is  formed  (Woog,  Compt. 
rend.  1907,  145,  124).  Substitution  may  take 
place  either  in  the  nucleus  or  in  the  methyl 
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gtbtlp  of  toluene,  tn  the  former  case  a  mixture 
of  p-  and  0-  compounds  is  chiefly  formed. 

Toluene  is  employed  in-  the  msmufaoture  of 
nitrotoluene  and  toluidine,  benzyl  chloride,  ben- 
zal  chloride,  and  bonzotrichloride,  benzaldehyde, 
benzoic  acid,  and  oinuamio  acid.  It  is  also  used 
in  the  manufacture  of  dyestuffs,  synthetic  drugs 
and  perfumes.  Formerly  toluene  formed  an 
essential  ingredient  of  the  benzene  employed  as 
the  starting-point  in  the  manufacture  of  fuchsin, 
but  at  the  present  day  it  is  usual  to  start  with 
pure  benzene  and  pure  toluene. 

Commercial  toluene  should  give  only  a  pale- 
brown  coloration  with  concentrated  sulphuric 
aoid.  But  pure  toluene  should  give  no  colora- 
tion with  sulphuric  acid  and  should  not  de- 
colorise a  N/10  solution  of  b3?omine.  When 
shaken  with  nitric  acid  (sp.gr.  1'44),  the  aoid 
should  be  coloured  red  but  not  become  viscid  or 
greenish.  On  distillation  a  crude  toluene  should 
furnish  at  least  90  p.c.  under  120°  ;  and  the  '  pure 
toluene '  of  commerce  should  distil  between 
110°-113°— the  greater  part  between  111°-112° 
(Schultz,  Chem.  des  Steinkohlentheers). 

Unless  coal-tar  toluene  has  been  purified  by 
shaking  it  with  concentrated  sulphuric  aoid,  it 
always  contains  2-  and  3-methylthiophens 
(thiotolens). 

Toluene  reacts  with  acetylene  tetrabromide, 
methylene  chloride  or  chloroform  in  presence 
of  aluminium  chloride,  forming,  when  the 
products  are  well  stirred  during  the  reaction, 
1  :  6-  and  2  :  7-dimethyl  anthracenes,  m.p.  244*5° 
and  240°  respectively,  together  with  a  little  fi- 
methylanthracene,  benzene,  xylene  and  other 
homologues  (Lavaux,  Compt.  rend.  1905,  141, 
204  ;   ibid.  1908,  146,  345). 

Like  benzene  and  dimethylaniline,  toluene  re- 
acts with  tetramethyldiaminodiphenylhydroxy- 
anthranol  forming  a  colourless  additive  com- 
pound which  yields  highly  coloured  salts  and 
reacts  with  one  molecule  of  phenylhydrazine  or 
hydroxylamine  eliminating  two  molecules  of 
water  and  forming  the  compound 


C'C.Hj'CH, 


C.H3-N(CH3), 


(where  X=OH  or  C.HjNH)  (Hallerand  Guyot, 
Compt.  rend.  1903,  137,  606). 

Toluene  reacts  with  ethyl  diazoacetate  at 
118°  forming  ethyl  4-methyhiorcaradieneoarbo- 
xylate,  b.p.  t22°-126°/15  mm.  pressure  (Buchner 
and  Feldmann,  Ber.  1S03,  36,  3509). 

Toluene  also  condenses  with  benzaldehyde 
in  presence  of  concentrated  sulphuric  acid 
forming  di-tolylmethane  (Kliegl,  Ber.  1905, 
38,  84). 

Toluene  condenses  with  diphenic  anhydride 
forming  fluorene  derivates  (Pick,  Monatsh. 
1904,  25,  979). 

Halogen  Derivatives  op  Toluene. 

In  the  chlorination  or  bromination  of 
toluene,  substitution  may,  as  already  mentioned, 
take  place  either  in  the  nucleus  or  in  the  methyl 
group.  The  former  is  the  case  when  the  halogen 
acts  6n  toluene  in  presence  of  iodine  or  other 
substances  capable  of  acting  as  carriers  of 
halogen ;  the  latter,  when  the  halogen  alone 
acta  on  toluene  heated  to  boiling  oi  exposed  to 

foL.  v.-y. 


direct  sunlight,  the  hifluence  of  light  being 
greater  than  that  of  heat  in  inducing  substitu- 
tion iu  the  side-chain  (Cohen,  Dawson,  Blockley 
and  Woodmansey,  Qiem.  Soo.  Trans.  1910, 
1623 ;  Bancroft,  J.  Phys.  Chem.  1908,  12,  240). 
Only  the  chlorine  derivatives  belonging  to  the 
latter  class  are  of  technical  importance.  Unlike 
other  halogen  carriers,  sulphur  is  said  to  facilitate 
side-chain  substitution  (Beck,  Ber.  1B92,  25, 
2445).  The  latter  is  also  facilitated  by  the 
dilution  of  the  halogen  {see  also  Cohen  and  Dakin, 
Chem.  Soc.  Trans.  1906,  1455 ;  Holleman  arid 
Polak,  Rec.  trav.  chim.  1908,  27,  435). 

Benzyl  chloride  CjHj-CHjCl.  Krst  obtained 
by  Cannizzaro  by  the  action  of  hydrochloric  acid 
on  benzyl  alcohol  C,H,-CH,-OH.  Manufactured 
by  passing  chlorine  into  toluene  contained  in 
acid-proof  earthenware  vessels  and  heated  to 
boihng  by  means  of  a  leaden  steam-spiral.  The 
operation  is  interrupted  when  the  toluene  shows 
the  theoretical  increase  of  weight  (37'5  p.c). 
The  vapours  are  condensed  by  a  reflux  worm, 
and  the  escaping  hydrogen  chloride  passed  into 
water.'  The  product  is  shaken  with  weak  alkali 
and  then  rectified,  by  which  means  it  is  freed 
from  unaltered  toluene  and  higher  chlorinated 
products.  Very  good  yields  are  also  said  to  be 
obtained  by  allowing  sulphuryl  chloride  to  act 
on  excess  of  toluene  in  the  dark  at  a  temperature 
a  little  below  130°  (D.  R.  P.  139552). 

For  certain  other  laboratory  methods  of 
preparation  see  Grassi-Cristaldi  and  MaseUi 
Gazz.  chim.  ital.  [ii.]  28,  498 ;  Solonina,  Chem. 
Zentr.  1898,  ii  887;  Schramm,  Ber.  1885, 
18,  608). 

Benzyl  chloride  is  a  colourless  liquid  boiling 
at  176°-179°;  m.p.  —43-2°  to  -48°  (Haase, 
Ber.  1893,  26,  1053);  sp.gr.  1-1135  at  4°/4°, 
1-1040  at  15715°,  1-0967  at  25°/25°  (Perkin). 
Has  a  somewhat  pungent  smell ;  the  vapour 
is  veyy  irritating  to  the  eyes.  Insoluble  in 
water,  but  by  heating  with  water  to  100°- 
110°,  or  by  boiling  with  water  for  24  hours 
with  a  reflux  condenser,  it  is  converted  into' 
benzyl  alcohol  (Niederist,  Annalen,  1879,  196, 
353) ;  and  the  same  transformation  is  still  more 
readily  effected  by  boiling  benzyl  chloride  with 
the  calculated  quantity  of  potassium  carbonate 
dissolved  in  from  8  to  10  parts  of  water  (Meunier, 
Bull.  Soc.  chim  [ii.]  38, 159 ;  see  also  Vandovelde, 
Chem.  Zentr.  1898,  i.  438 ;  Busch  and  Weiss, 
Ber.  1900,  33,  2702).  Oxidising  agents  convert 
it  first  into  benzaldehyde,  afterwards  into 
benzoic  acid.  When  subjected  to  an  electric 
current,  hydrochloric  acid  is  evolved  and  stilbene 
is  formed  (Loeb,  Zeitsch.  Elektrochem.  .1903,  9, 
903).  By  heating  with  a  small  quantity  of 
copper  it  yields  dibenzyl  CjHj-CHj-CHj-C.Hj. 
With  alcoholic  ammonia  it  gives  a  mixture  of 
benzylamine  CHj-CHj-NH,,  dibenzylamine 

(C,H6-CHj)2NH, 
and  tribenzylamine  (C.Hj-CHa),!?  (Cannizzaro, 
Annalen,   1865,   134,   128;    ibid.  Suppl.  4,  24, 
80;    Dhommfie,  Compt.  rend.  1901,  133,  636). 
With  anilme  it  forms  benzylaniline 
C.H.-CHj-NH-C.H,. 

When  treated  with  a  metallic  salicylate  at 
]30°-140°  it  yiAdsbenzyl  salicylate,  an  odourless 
liquid,  b.p.  208°/26  mm.,  which  is  said  to  be 
useful  for  external  application  in  medicine  (Eng, 
Pat.  of  25735, 1899). 
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Bettzyl  chloride  is  used  in  the  preparation  of 
benzaldebyde  and  benzoic  acid,  and  also  for 
introducing  the  benzyl  group  into  basic  colouring 
matters  so  as  to  produce  varieties  of  shade. 

Commercial  benzyl  chloride  generally  con- 
tains moisture,  benzal  chloride  (CjHj-CHCls,), 
benzotrichloride  (OjHj-CCl,),  ohlortoluenes,  and 
even  unchanged  toluene.  It  should  show  the 
correct  boiling-point  and  specific  gravity.  In 
order  to  ascertain  whether  the  whole  of  the 
chlorine  is  contained  in  the  methyl  group,  a 
weighed  quantity  of  the  substance  should  be 
Boiled  for  some  minutes  with  a  hot  saturated 
alcoholic  solution  of  silver  nitrate,  using  a  reflux 
condenser;  the  silver  chloride,  which  will  re- 
present only  the  chlorine  from  the  side-chain,  is 
then  collected  and  weighed  (Sohulze,  Ber.  1884, 
17,  1675).  Benzotrichloride  may  be  detected 
by  the  green  colouring-matter  (malachite  green) 
which  is  formed  when  the  substance  is  heated 
with  dimethylaniline  and  zinc  chloride  (Dobner). 

Benzal  chloride.  Bemylidene  chloride 
CjIig'OHCIg. 
Eirst  obtained  by  Cahours  (Ann.  Chim.  Phys. 
1848,  [iii.]  23,  329)  by  the  action  of  phosphorus 
pentachloride  on  benzaldebyde  C,Hj-CIIO. 
Manufactured  by  chlorinating  boiling  toluene  in 
direct  sunlight. 

Colourless,  powerfully  refractive  liquid,  boil- 
mg  at  206°;  m.p.  —16-1°  ;  sp.gr.  1-2557  at  14". 
V^ter,  alkalis,  or  concentrated  sulphuric  acid, 
convert  it  into  benzaldebyde.  When  heated 
with  sodium  acetate  it  yields  oinnamio  acid. 

Benzal  chloride  is  employed  in  the  manufac- 
ture of  benzaldebyde,  benzoic  acid,  and  cinnamic 
acid. 

The  commercial  product  is  always  impure. 
It  may  be  tested  by  its  boiling-point,  and  by  de- 
termining the  percentage  of  chlorine. 

BenzotrielilOTide.    PhenylcMoroform 

c,H,-ca,. 

Rrst  obtained  by  SchischkofE  and  Bosing 
(Compt,  rend.  1858,  46,  367)  by  the  action  of 
phosphorus  pentachloride  on  benzoyl  chloride 
C,H,-C0C1.  Manufactured  by  chlorinating  boil- 
ing toluene  in  direct  sunlight  until  the  weight  of 
the  product  no  longer  increases. 

Colourless,  powerfully  refractive  liquid,  boil- 
ing at  213''-214° ;  m.p.  —21-2° ;  sp.gr.  1-380  at 
l<r.  Heated  with  water  at  150°,  it  yields 
benzoic  and  hydrochloric  acids.  Sodium  eth- 
oxide  converts  it  into  ethyl  orthobenzoate 
C,H5-C(OCjH5),.  Heated  with  dimethylanihne 
and  zinc  chloride,  it  yields  malachite  green. 
Methyldiphenylamine,  diethylaniline,  and  di- 
amylaniUne  give  similar  green  colouring  matters, 
differing  in  shade  from  malachite  green. 

Benzotrichloride  was  formerly  employed  in 
the  manufacture  of  malachite  green,  but  owing 
to  the  difSculty  of  obtaining  benzotrichloride  in 
a  state  of  purity  this  piocess  has  been  aban- 
doned. 

Commercial  benzotrichloride  is  tested  by 
examining  its  boiling-point.  It  generally  con- 
tains compounds  chlorinated  in  the  nucleus. 

Huorine  derivatives  of  toluene  have  been 
obtained  by  the  action  of  antimony  fluoride  on 
benzotrichloride  (Swarts,  Chem.  Zentr.  1898,  ii. 
26 ;  HoUeman,  Bee.  trav,  ohim.  1906,  ii.  25, 
330). 

Literature  regarding  other  halogen  toluenes 


and  their  nitro  and  other  deiivntivcs  (Jackson 
and  Smith,  Amer.  Chem.  J.  1904,  32,  168; 
Hilpert,  Hid.  1908,  40,  150;  Blanksma,  Eeo. 
trav.  ohim.  1904,  23,  125;    Chem.  Weekblad, 

1909,  6,  728 ;  Eeverdin,  Bull.  Soc.  Chim.  1904, 
[iii.]  31,  63;  Masoarelli,  Atti.  R.  Accad.  Lincei, 
1905,  [v.]  14,  ii.  199  ;  Artmann,  Monatsh.  1905, 
26,  1091 ;  Zinoke  and  Buff,  Annalen,  1908,  361, 
218  ;  WiUgerodt  and  Simonis,  Ber.  1906,  269 ; 
Caldwell  and  Werner,  Chem.  Soc.  Trans.  1907, 
248 ;  Ponzio  and  Charrier,  Atti.  R.  Accad.  Sci. 
Torino,  1908,  43,  475 ;  Ponzio,  Gazz.  ohim.  ital. 
1908,  38,  ii.  417  ;  Zincke  and  Frohneberg,  Ber. 

1910,  43,  857).  Cyano  toluenes,  see  Borsche 
and  Bocker,  Ber.  1903,  36,  4357. 

Nitro  derivatives  ;  for  preparation  v.  Benzene 

AND  ITS  HOMOLOOTIES. 

When  toluene  is  nitrated  with  nitric  acid 
of  sp.gr.  1-475,  the  quantity  of  o-,  m-  or 
p-  mononitro  derivative  obtained  depends 
on  the  temperature,  solvent  and  other  •  con- 
ditions (Holleman,  Proc.  K.  Akad.  Wetensch, 
Amsterdam,  1908, 11,248;  BrunerandVorbrodt, 
Chem.  Zentr.  1909,  i.  1807;  v.  also  Kohn, 
Monatsh.  1910,  31,  745  ;  Fischer,  Zeitseh. 
Elektroohem.  1910,  16, 161).  The  first  increases 
slightly  with  a  rise  in  temperature ;  the  last 
decreases,  whilst  the  m-  product  also  increases, 
but  is  always  present  only  in  small  quantity. 

When  freshly  distilled  o-nitrotoluene  is 
rapidly  cooled  to  —20°  it  soUdifies  sometimes 
to  the  labile  o-modification,  m.p.  —10-56°, 
sometimes  to  the  stable  ;3-modification,  m.p. 
—4-14°.  The  latter  may  also  be  prepared  by 
cooUng  the  liquid  to  —50°  or  —60°  when  the  a 
form  separates  at  first  but  rapidly  changes  to 
the  j8  form.  Superheating  of  the  vapour  during 
distillation  also  favours  the  formation  of  the 
latter  modification  (Ostromisslensky,  Zeitseh. 
Physikal.  Chem.  1907,  57,  341). 

o-Nitrotoluene  reduced  by  heating  with  iron 
or  zinc  and  sodium  hydroxide  at  100°,  yields 
o-azoxytoluene ;  when,  however,  acid  is  added  to 
the  product,  toluene-o-azobenzoic  acid  separates 
as  orange-red  needles  with  a  blue  lustre,  m.p. 
148°,  which  is  reduced  by  zinc  dust  and  soda  to~ 
toluene-o-hydrazobenzoic  acid,  m.p.  136°.  This 
when  warmed  with  concentrated  hydrochloric 
acid  yields,  on  addition  of  sodium  hydroxide, 
diaminomethyldiphenylcarboxybc  acid 

NH,-C.H,(CH,)C.H3(NH,)C0,H 
m.p.  183°  (deoomp.) D.  R.  P.  145063  ;  cf.  Lob  and 
Schmitt,  Zeitseh.  Elektroohem.  1904,  10,  756). 

m-  and  p-Nitrotoluenes  mixed  with  carbon 
tetrachloride  react  with  chromyl  dichloride  in 
the  same  solvent,  yielding  the  corresponding 
nitrobenzaldehyde  and  a  small  quantity  of 
nitrobenzoic  acid.  The  o-nitro  compound, 
similarly  treated,  yields  a  mixture  of  chlorinated 
nitro  compounds,  the  vapours  of  which  attack 
the  eyes  severely.  The  three  ohlorotoluenes, 
when  similarly  treated,  yield  the  corresponding 
adehydes  (Law  and  Perkin,  Chem.  Soc.  Trans. 
1908,  1635). 

p-  and  o-Nitrotoluenes  and  their  derivatives, 
when  treated  with  potash,  yield  red  nitroso 
dibenzyl  and  blue  nitroso  stilbene  compounds 
(Davies  and  Horsfall,  Chem.  Soc.  Trans.  1907, 
2070;  Green  and  Baddiley,  ibid.  1908,  172). 
Ring  substituted  j)-nitrotoluenes  are  converted 
by  an  alcoholic  solution  of  sodium  disulphide 
into   the  corresponding  p-aminobenzaldehydes 
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ftnd  p-toluidines  (Blankstna,  Chem.  Weekblad, 
1909,  6,  899). 

For  other  iniormation  on  the  nitrotoluenea 
and  some  of  their  derivatives,  v.  Cohen  and 
Dakin,  Chem.  Soo.  Proc.  1901,  214;  Glasmann, 
Ber.  1903,  36,  4260 ;  Bamberger  and  Hiibner, 
ibid.  3803,  3822  ;  South,  Bull.  Soo.  Chim.  1904, 
[iii.]  31,  133  ;  Cohen  and  Marshall,  Chem.  Soo. 
Trans.  1904,  527  ;  Walker  and  Spenoer,  ibid. 
1108  ;  Siegfried,  Zeitsoh.  Physiol.  Chem.  1904, 
43,  68  ;  Zinoke,  Annalen,  1905,  339,  218 ; 
Raikow  and  Urkewitsoh,  Chem.  Zeit.  1906,  30, 
295 ;  Brand  and  Zoller,  Ber.  1907,  40,  3324  ; 
Reissert,  ibid.  4209  ;  Hofer  and  Jakob,  ibid. 
1908,  41,  3187  ;  Reverdin,  ibid.  1909,  42,  1523  ; 
D.  R.  PP.  150313,  182217,  182218. 

Amino  toluenes,  see  Toluidike. 

Sidphonic  derivatives  of  toluene  are  obtained 
by  treating  toluene  with  sulphuric  acid.  K  the 
fuming  acid  is  used  and  the  temperature  of  the 
reaction  is  kept  at  the  boiling-point  of  toluene, 
the  main  product  is  the  p-  acid,  but  if  the 
temperature  is  not  allowed  to  rise  above  100° 
and  ordinary  concentrated  acid  is  employed, 
40-50  p.o.  of  the  o-  sulphonic  acid  is  ob- 
tained (D.  R.  P.  35211,  137935;  Eng.  Pat. 
10810,  1897  ;  Norton  and  Otten,  Amer.  Chem.  J. 
1888,  10,  140 ;  Bourgeois,  Chem.  Zentr.  1900, 
i.  253  ;   Reverdin,  Ber.  1909,  42,  1523). 

They  may  be  separated  from  one  another  by 
taking  advantage  of  the  difference  in  solubility 
of  the  potassium  salts,  or  by  conversion  into 
their  corresponding  sulpho-chlorides  or  sulphon- 
amides  {v.  Saccharin). 

The  0-  acid  crystallises  in  ootahedra  whilst 
the  p-  acid  is  obtained  as  a  syrup  which  con- 
denses with  tetramethyldiaminobenzhydrol  in 
the  presence  of  sulphuric  acid,  forming  the 
leuco  base  of  a  sulpho  acid  of  the  malachite 
green  series  which  on  oxidation  gives  a  bluish- 
green  dye  (D.  R.  P.  87176).  Both  acids  give 
metallic  and  other  salts. 

o-ToIuene  sulphonyl  chloride  may  be  obtained 
by  treating  the  corresponding  sulphonic  acid 
with  chlorosulphonic  acid.  After  standing  for 
several  hours  the  mixture  is  poured  into  ice- 
cold  water  (Eng.  Pat.  2304  of  1905 ;  D.  R.  P. 
154493  ;  see  also  Eng.  Pat.  6581  of  1897 ;  4525 
of  1900;  11077,  11078  of  1898;  16299  of 
1903  ;    Fr.  Pat.  312797  of  1901). 

The  o-  and  p-sulphonio  chlorides  may  also  be 
prepared  conveniently  by  treating  toluene  with 
fuming  sulphuric  acid  contauiing  about  60  p.o. 
of  the  anhydride  and  previously  saturated  with 
dry  hydrogen  chloride  (Eng.  Pat,  1877  of  1903). 

2  :  6-Dt-  and  2:3: 6-tri-chlorotoluene  4-sul- 
phenyl  chlorides  have  been  prepared  by  treating 
p-toluenesulphonyl  chloride  with  antimony 
pentaohloride  at  70°-75°,  then  treating  the 
mass  with  alkali  and  separating  the  chlorides 
by  fractional  distillation  (D.  R.  P.  210856). 

For  other  derivatives  of  toluene  sulphonic 
compounds,  see  Chattawav,  Chem.  Soo.  Trans. 
J904, 1184;  Reverdin  and'Dresel,  Ber.  1904,  37, 
4452 ;  Willstatter  and  Pfannenstiehl,  ibid.  1905, 
38,  2244;  Ullmann  and  Nddai,  ibid.  1908,  41, 
1870 ;  Hilditch  and  Smiles,  ibid.  4113s  Ullmann 
and  Werner,  Annalen,  1903,  327,  120 ;  D.  R.  P. 
150366,  146946;  Fr.  Pat.  328170  of  1902; 
Morgan  and  Pic^rd,  Chem.  Soo,  Trans.  1910,  66. 

i-Amino-p-tolyltoluene-'p-aulpJionate 
•      C,H,-SOj-0-C,H,-NH,     . 


lustrous  prisms,  to.p.  78',  is  obtained  by  re- 
ducing the  corresponding  nitro  compound.  It 
is  employed  in  the  manufacture  of  colouring 
matters  (D.  R.  P.  201377). 

Stable  violet-blue  dyes  have  also  been  ob- 
tained from  p-toluenesulphon-Tp-nitroanilide 
(D.  R.  P.  224499). 

■p-Toluene  sulphinic  acid,  m.p.  86''-87°,  may 
be  obtained  by  the  action  of  sulphur  dioxide  and 
aluminium  chloride  on  toluene  or  its  halogen 
derivatives  at  low  temperature  (Knoevenagel 
and  Kenner,  Ber.  1908,  41,  3315;  Thomas, 
Chem.  Soc.  Trans.  1909,  .342).  Its  anhydride 
has  m.p.  75°  (Knoevenagel  and  Polack,  Ber. 
1908,  41,  3323). 

Phenols  or  naphthols  when  heated  with 
benzene  and  y-toluene  sulphinic  acid  to  150°- 
180°  yield  dyestuffs  which  are  readily  reduced 
and  are  soluble  in  alkalis  (Heiduschka,  J.  pr. 
Chem.  1910,  81,  320). 

Mercury  (Peters,  Ber.  1905,  38,  2567),  sodium 
(Gutmann,  ibid.  1909,  42,  480)  and  other  deriva- 
tives of  toluene  sulphinic  acid  have  been  de- 
scribed (Kohler  and  Reimer,  Amer.  Chem.  J. 
1904,  31,  163). 

Potassium  i-xaniho-i-nitrotoluene-S-suVpho- 
nate,  CioHii,08NSaK,lJH20,  forms  small 
light  brown  prismatic  needles,  decomposing 
above  150°.  When  hydrolysed  with  potash,  it 
yields  dipotassium  6-nitrO-4-thiotoluene-3-sul- 
phonic  acid,  C,H505NSjK2,2HjO,  dark  red 
prisms,  oxidised  by  atmospheric  oxygen  to  ths 
disulphide  S2[C3H2Me(NOj)SOjK]2,5HjO,  long 
yellow  needles  yielding  with  phosphorus  penta- 
ohloride the  sulphoohloride 

Ss[C5H2Me(N02)SOja]j 

as  light  brown  prisms,  m.p.  208°.  The  last, 
on  reduction  is  converted  into  2-amino-i :  5di- 
ihiotoluene  which  gives  well-characterised  salts 
and  esters  and  is  oxidised  by  air  with  formation 
of  a  substance  (C,H,NS2)i.  The  amino  dithio- 
toluene  derivative  yields  red  azo  wool  dyes 
(Fichter,  Friihlich  and  Jalon,  Ber.  1907,  40, 
4420). 

p-Tolyl-a-naphthylamine  is  used  industrially 
in  the  manufacture  of  '  Night  Blue.'  The  mono- 
sulphonio  acid  of  p-tolyl-o-naphthylamine  ia 
prepared'  by  treating  the  acetyl  compound  with 
sulphuric  acid  mouohydrate.  When  treated 
with  nitrous  acid  it  yields  the  corresponding 
nitrosamine,  golden  yellow  needles,  m.p.  102°, 
which  is  converted  by  alcoholic  hydrochloric 
acid  into  T^-iolyl-i-nitroso-a-naphthylamine,  crim- 
son needles,  m.p.  161°,  reacting  with  p-nitro- 
benzoyl  cyanide  to  form  ■p-tolylamirM-a-naphihyl- 
i-cyanoazomethine-'p-niirophenyl,  lustrous  violet 
scales,  m.p.  218°. 

A  tolylated  Nile  Blue  (tolylaminonaphtho- 
dimethylaminophenoxazonium  chloride)  is  ob- 
tained by  warming  p-tolyl-o-naphthylamine 
with  nitrosodimethyl-m-aminophenol  in  glacial 
acetic  a,cid,  or  by  heating  Meldola's  Blue  with 
p-toluidine.  If  mtrosodiethyl-»J-aminophenol 
is  used,  an  analogous  dyestan-^Ethyl  Nile  Blue 
— is  formed  (Gnehm  &  Biibel,  J.  pr.  Chem.  1901, 
[u.]  64,  497). 

To^l  svlphocarbazole,  pale  yellow  needles, 
m.p.  127°-128°,  is  prepared  from  .potassium 
carbazole  and  j)-toluene  sulphonyl  chloride. 
It  combines  with  p-nitrosophenol,  yielding  a 
dark  blue  powder  which  on'  reduction  forms 
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a   greyisk-wtite    leudo    eolnftotind    CD.   R.   P. 
224951). 

m-Tolyhnediamine-earbamide  prepared  by 
passing  phosgene  gas  into  a  solution  of  m- 
tolylene -diamine  and  sodittta  acetate,  is  a  white 
crystalline  powder,  m.p.  above  300°,  insoluble 
in  Ordinary  solvents  (D.  R.  P.  146914). 

Tolykiie  dicarbamide  when  fused  with  sulphur 
at  200''-230°  yields  an  orange  dye  (D.  R.  P. 
163916). 

m-Tolyl  semicarbazide  {marelin)  may  be 
obtained  by  treating  m-tolyl  hydrazire  with 
cyanic  acid  or  its  salts  or  with  urea,  carbamio 
chloride  or  urethahes  and  by  other  methods 
(U.  S.  Pat.  765164,  1904;  Eng.  Pat.  7954, 
12440,  18825,  1904;  Fr.  Pat.  349968,  1904; 
D.  R.  P.  157572;  160471,  162630,  163036, 
163036).  It  forms  colourless  crystals,  m.p. 
183°— 184°,  soluble  in  hot  water  and  alsohol  and 
is  said  to  possess  antipyretic  properties.. 

For  tolylcarbinol  and  some  of  its  derivatives 
V.  Tiffeneau  &  Delange,  Compt.  rend.  1903,  137, 
573;  Fournier,  ibid.  716;  Perkin  &  Pickles, 
Chem.  Soc.  Trans.  1905,  652 ;  D.  R.  P.  154658. 

■p-Tolyl  arsonic  acid  MeC||Hi-AsO(OH)2  is 
prepared  by  passing  a  rapid  stream  of  chlorine 
through  aqueous  y-tolyl  arsenious  chloride 
C,H,Asaj  (Martindale,  J.  Soc.  Chem.  Ind.  1909, 
910).  The  tolyl  radicle  enters  into  the  com- 
position of  a  large  number  of  other  substances 
{V,  AziNES  and  Azo-  compoiinds). 

Toluic  acids  are  formed  by  oxidation  of  the 
corresponding  xylenes  with  dilute  nitric  acid 
and  also  by  other  methods  {X).  R.  P.  79028; 
SohoU  and  Norr,  Ber.  1900,  33,  1055). 

The  o-acid  has  m.p.  103-5°-104°  and  con- 
denses with  tertiary  aromatic  amines  forming 
dyestuffs  of  the  malachite  green  series  (D.  R.  P. 
101426). 

The  p-acid  has  m.p.  180°,  b.p.  264°,  and 
condenses  with  tetramethyldiaminobenzhydrol 
forming  a  triphenvlmethane  dyestuff  (D.  R.  P. 
90881).     The  m-aoid  has  m.p.  108°-109°. 

When  sulphur  monochloride  reacts  with 
silver  o-,  m-,  or  p-toluate,  the  o-,  m-,  or  p-com- 
pound  (C,H,MeC0j,S)2  is  formed.  These  com- 
pounds decompose  gradually  on  standing  and 
more  quickly  when  heated,  forming  sulphur, 
sulphur  dioxide,  and  the  corresponding  toluic 
anhydride  (Denham,  Chem.  Soc.  Trans.  1909, 
1239). 

For  other  information  on  the  toluic  acids  and 
their  derivatives  see  :  J.  Soc.  Chem.  Ind.  1895, 
800;  Labhardt,  Zeitsch.  Elektrochem.  1902,  8, 
93;  Fischer  and  Wolffenstein,  Ber.  1904,37,3215; 
Langguth,  ibid.  1905,  35,  2062;  Jiirgens,  ibid. 

1907,  *),  4409;  Miiller,  ibid.  1909,  42,  423; 
Errera  and  Maltese,  Gazz.  chim.  ital.  1905,  35, 
ii.370;  Puxeddu  and  Maccioni,  ibid.  1907,  37, 
i.  68 ;  Anschiitz,  Annalen,  1906,  346,  341,  349, 
354 ;     Freundler   and    Sevestre,    Compt.    rend. 

1908,  147,  981  ;  Sudborough  and  Roberts, 
Chem.  Soc.  Trans.  1904,  241 ;  Crossley,  ibid. 
281 ;  Kay  and  Perkin,  ibid.  1905,  1071 ;  Perkin 
and  Tattersall,  ibid.  1090 ;  Robertson,  ibid. 
1908.  789  ;  Cohen  and  Dudley,  ibid.  1910,  1749  ; 
Baudisch  and  Perkin,  ibid.  1909,  1870,  1883; 
Meldrum  and  Perkin,  ibid.  1889 ;  Bogert  and 
KropS,  J.  Amer.  Chem.  Soc.  1909,  31,  841 ; 
Wheeler  and  Eofimann,  Amer.  Chem.  J.  1910, 
44,  113). 

^•m-Toluic  acid  (A°  S-Bepiadi-inene-S-carbo- 


xylie  acid)  (C:HC-CHj)2-CH-00,H,  m.p.  41*,  ia 
readily  soluble  in  most  organic  solventa,  but 
sparingly  soluble  in  water.  When  boiled  with 
water  or  acid  it  is  readily  converted  to  m-toluio 
acid.  With  ammoniaoal  cuprous  chloride,  it 
yields  the  yellow  copper  derivative  (Perkin  and 
Simonsen,  Chem.  Soc.  Trans.  1907,  840). 

Toludldehydes  or  loluic  aldehydes  -  may  be 
prepared  by  the  oxidation  of  the  corresponding 
xylenes  or  their  derivative3.(Moritz  and  Wolffen- 
stein, Ber.  1899,  32,  2531  ;  Sommer,  ibid.  1900, 
33,  1078;  Foumier,  Compt.  rend.  1901,  133, 
635).     The  o-aldehyde  has  b.p.  200°. 

When  m-tolualdehyde,  b.p.  199°,  is  run  into 
10  times  its  weight  of  fuming  sulphuric  acid 
at  about  0-5°  and  the  mixture  agitated  until,  it 
is  completely  soluble  in  water,  m-tolualdehyde- 
o-sulphonic  acid  is  formed  which  is  separated  by 
pouring  the  mixture  on  ice  and  neutralising  it 
with  barium  carbonate.  The  sulphonic  acid 
yields,  with  aromatic  amines,  dyestuffs  fast  to 
alk-lis  (Fr.  Pat.  311739  of  1901). 

The  p-aldehyde  may  be  prepared  by  passing 
a  stream  of  carbon  monoxide  and  hydrogen 
chloride  into  toluene  containing  aluminium 
chloride  (D.  R.  P.  98706;  Gattermann  and 
Koch,  Ber.  1897,  30,  1623).     It  has  b.p.  204°. 

'p-Tohmldehyde  diaceiate  C;H.-CH(0Ac)2  may 
be  formed  by  the  action  of  acetic  anhydride  on 
p-tolualdehyde  at  150°-180°.  It  orystallLses  in 
colourless  glistening  leaflets,  m.p.  69°,  soluble 
in  alcohol  and  forming  a  leuco  malachite-green 
when  heated  with  dimethvl  aniline  and  zinc 
chloride  (Claussner,  Ber.  1905,  38,  2860). 

For  additional  information  on  the  aldehydes 
and  their  derivatives  see :  Auwers  and  KeU, 
Ber.  1905,  38,  1693  ;  Rorive  and  Tollens,  ibid. 
1907,  40,  3107  ;  Francis,  ibid.  1909,  42,  2216 ; 
Gattermann,  Annalen,  1906,  347,  347 ;  Law, 
Chem.  Soo.  Trans.  1907,  748 ;  Mascarelli  and 
Russi,  Atti.  R.  Aocad.  Lincei,  1910,  [v.]  19,  ii.  239. 

TOLUHYDROQUINONE  v.  Phenol  and  its 

HOMOLOOTJES. 

TOLUIDINES  CH,C,H4-NHj  are  prepared 
by  the  reduction  of  nitrotoluenes  in  the  same 
way  as  aniline  is  obtained  from  nitro-benzene 
{v.  Aniline;  D.  R.  P.  139457,  144809).  The 
0-,  m-  and  p-  isomerides  may  be  separated  from 
one  another  by  a  variety  of  processes.  The 
crude  product  which  consists  of  about  35  p.c. 
para-,  63  p.c.  ortho-,  and  2  p.c.  meta-  toluidines 
may  be  strongly  cooled,  and  the  p-  compound 
separated  by  filtration  under  pressure,  or  the  • 
mixture  may  be  distilled  fractionally,  or  treated 
with  disodium  phosphate  with  which  the  p- 
toluidine  forms  an  insoluble  compound  ;  or  it 
may  be  treated  with  hydrochloric  and  oxalic  acids 
and  heated  to  boiling,  the  sparingly  soluble  p- 
toluidine  oxalate  separates  whilst  o-toluidine 
hydrochloride  remains  in  solution.  But, 
according  to  Friswell,  the  quickest  and  cheapest 
method  is  to  separate  them  by  freezing  in  the 
presence  of  water  or,  better,  ice.  Under  these 
conditions,  the  p-toluidine  forms  a  hydrate 
(Walker  and  Beveridge,  Chem.  Soo.  Trans.  1907, 
1797),  which  can  be  readily  separated  from  the 
other  isomerides  and  from  which  pure  p- 
toluidine  can  be  prepared.  A  full  description 
and  figure  of  the  apparatus  employed  in  this 
process  is  given  in  the  J.  Soc.  Chem.  Ind.  1908, 
258. 

The  separation  of  aniline  and  toluidine  i> 
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based  partly  on  the  different  strengths  of  the 
bases  and  partly  on  the  difference  in  the  solu- 
bility of  their  acetyl  compounds. 

Another  method  depends  on  the  fact  that 
only  those  amines  in  wmch  the  para-  position  is 
unoccupied  can  be  converted  into  amino-azo 
compounds.  The  mixture  is  therefore  treated 
with  hydrochloric  acid  and  sodium  nitrite  and 
the  unchanged  j)-toluidine  is  then  distilled  off 
with  steam.  The  successful  sulphonation  of  the 
amines  and  also  the  formation  of  an  additive 
compound  with  formaldehyde  in  the  presence 
of  hydrochloric  acid  also  depend  on  the  p- 
position  beirg  unoccupied,  and  these  facts  can 
be  taken  advantage  of  in  the  separation  of  p- 
toluidine  (D.  R.  P.  40424;  37932;  87615; 
69775;  Lewy,  Ber.  1886,  19,  1717,  2728; 
WiJlfing,  ibid.  2132  ;  Heusserman,  Frdl.  i.  16  ; 
«cc  also  Schaposohnikoff,  J.  Buss.  Phys.  Chem. 
Soo.  1903,  35,  72;  Oglobin,  ibid.  1904,  36, 
680). 

p-Toluidine  may  be  detected  in  the  presence 
of  aniline  and  o-toluidine  by  adding  a  few  drops 
of  ferric  chloride  to  a  hydrochloric  acid  solu- 
tion of  the  mixture.  If  the  p-compound  only  is 
present  a  Bordeaux  red  solution  is  formed.  If 
o-toluidine  and  aniline  are  present  then  a 
greenish-blue  precipitate  is  formed  which  on 
filtration  gives  a  red  filtrate  (Biehringer  and 
Busch,  Chem.  Zeit.  1902,  26,  1128).  SmaU 
quantities  of  o-  and  j)-toluidines  may  be  esti- 
mated by  converting  them  into  the  dibromo- 
derivatives  (Dobriner  and  Sohranz,  Zeitsch. 
anal.  Chem.  34,  734).  Or  the  proportion  of  the 
p-  in  the  o-compouud  may  be  determined  by 
finding  the  sp.gr.  of  the  mixture  (Lange,  ibid. 
24,  459)  or  by  converting  them  into  their  acetyl 
derivatives  and  determining  the  solidification 
point  of  the  mixture  (Holleman,  Rec.  trav. 
chim.  1908,  27, 458  ;  Proc.  K.  Akad.  Wentensch, 
Amsterdam,  1904,  7,  395).  For  other  methods, 
eee  Haussermann  (Zeitsch.  anal.  Chem.  26,  750) ; 
Reinhardt  {ibid.  33,  90);  Raabe  (Chem.  Zeit. 
1891,  15,  116,  179).  For  the  detection  and 
estimation  of  moisture,  see  Reinhardt,  I.e. ; 
Dobriner  and  Schranz,  I.e. 

o-ToIuidine  (CH3:NH2=1 : 2)  is  a  colourless, 
thick,  refractive  liquid,  with  a  characteristic 
odour,  and  b.p.  199-7'';  sp.gr.  M012  at  474°, 
1-0031  at  15715°,  0-997  at  25°/25°,  0-9852 
at  SO'/SO".  When  dissolved  in  sulphuric  ac^d 
it  gives  a  blue  coloration  with  CMomio  Ecid 
and  this  on  addition  of  water  turns  red-violet 
(Rosenstiehl,  Compt.  rend.  1868,  67,  398; 
1876,  82,  380).  A  weakly  acid  solution  of 
o-toluidine  gives,  ^^•ith  a  little  pure  2  :  5  tolylene- 
diamine  and  feme  chloride,  an  intense  green 
coloration.  This  is  a  very  delicate  reaction  for 
o-toluidine  (Nietzki,  Ber.  1877,  10,  1157).  When 
passed  through  a  red-hot  tube,  o-toluidine  de- 
composes into  iminoditolyl,  ammonia  and  hydro- 
gen (Sey  berth,  Ber.  1896,  29,  2594),  whilst  under 
the  influence  of  the  electric  discharge,  it  gives  off 
little  ammonia,  but  forms  a  strongly  basic 
polyamine  (Berthelot,  Compt.  rend.  1898,  126, 
780).  In  alkaline  solution,  it  is  oxidised  with 
production  of  an  azotoluene,  oxalic  acid  and 
ammonia,  whilst  in  acid  solution  it  gives  rise  to 
quinone  derivatives.  Azo  derivatives  are  also 
obtained  when  it  is  treated  with  nitric  acid 
(Nietzki,  I.e.  662 ;  UUmann  and  Forgan,  Ber. 
I90ls  H,  3805  ;  se»  also  Bradshfuv,  Amer.  (^esa. 


J.  1906,  35,  326).  Its  hydrochloride  when 
electrolysed  or  when  treated  with  pottiBsium 
diohromate  yields  dyestuffs  (Goppelsroeder, 
Dingl.  poly.  J.  1877,  223,  347,  634 ;  Coninck, 
Compt.  rend.  1898,  127,  1221). 

o-Toluidine,  printed  on  the  fibre,  can  be 
oxidised  to  a  moderately  permanent  dark 
violet  dye  by  means  of  sodium  chlorate  and 
potassium  ferrooyanide ;  m-toluidine  is  so 
oxidised  to  a  blackish-violet  and  p-toluidine  to 
a  chestnut-brown  colour  (Kirpitschnikoff,  Zeitsch. 
Farb.  Text.  Ind.  1905,  4,  233). 

o-Toluidine  gives  precipitates  with  the  salts 
of  the  rare  metals  (Jefferson,  J.  Amer.  Chem. 
Soo.  1902,  24,  540)  and  a  violet  colouring  matter 
with  thallium  chloride  (Renz,  Ber.  1902,  35, 
2768).  It  gives  a  calcium  salt  (NHC,H;,)2Ca 
(Erdmann  and  Smissen,  Annalen,  1908,  361,  52). 
When  treated  with  hydrogen  in  presence  of 
reduced  nickel,  o-toluidine  yields  methyl  cyelo- 
hexylamine  (Sabatier  and  Senderens,  Bull.  Soc. 
chim.  1904,  31,  769). 

o-Toluidine  also  reacts  with  diazo  compounds 
(Mehner,  J.  pr.  Chem.  1902,  65,  401) ;  with 
methylene  iodide  (Senier  and  GodTOn,  Chem. 
Soo.  Trans.  1902,  280) ;  with  phenyl  urethane 
(Dixon,  ibid.  1901,  102) ;  and  with  phosphoryl 
trithiocyanate  (ibid.  541). 

When  a  mixture  of  o-toluidine  and  j)-amino- 
phenol  in  sulphuric  acid  is  oxidised  with  sodium 
dichromate,  a  colouring  matter  is  formed  which, 
with  sodium  sulphide,  yields  the  leuco  base  of 
^•aminoiolyl-'p-hydroxyphenylamine 

NHj-CeHjMe-NHC.Hi-OH, 
m.p.  159°-160°  (Gnehm,  J.  pr.  Chem.  1904,  [ii.] 
69,  161). 

o-Toluidine  also  condenses  with  a  number  of 
aldehydes  (Eibner  and  Peltzer,  Ber.  1900,  33, 
3460;  Fosse,  Bull.  Soo.  chim.  1901,  25,  375; 
Etard,  ibid.  1883,  39,  530  ;  Pictet,  Ber.  1886,  19, 
1063 ;  Sachs  and  Kempf,  Ber.  1902,  35,  2704 
Cohn  and  Blau,  Monatsh.  1904,  25,  365 
Walther  and  Baetze,  J.  pr.  Chem.  1902,  65,  258) 
and  forms  compounds  with  the  halogen  acids 
and  with  sulphuric,  nitric,  phosphoric  and 
phosphorous  acids  (Ullmann,  Ber.  1898,  31, 
1699  ;  Stadl.  Ber.  1883,  16,  28  ;  Wellington  and 
ToUens,  ibid.  1885,  18,  3313;  Lewy,  I.e.; 
Hitzel,  BuU.  Soo.  chim.  1894,  [iii.]  11,  1054; 
Lemoult,  Compt.  rend.  1906,  142,  1193). 

o-ToIuidine  itself  and  its  halogen  acid  com- 
pounds form  addition  products  with  metallic 
halides,  sulphates,  sulphites  and  nitrates  (Tom- 
beck,  Compt.  rend.  1897,  124,  963,  1532  ;  Ann. 
Chim.  Phys.  1900,  [vii.]  21,  397 ;  Hauser  and 
Vanino,  Ber.  1900,  33,  2271  ;  Higbee,  Amer. 
Chem.  J.  1900,  23,  150 ;  Stagle,  ibid.  1898,  20. 
640  ;  Base,  ibid.  653  ;  Swan,  ibid.  622 ;  Pro- 
kojeff,  Chem.  Zentr.  1897,  i.  1028). 

It  also  forms  a  chloracetate 

CjHjN-CH^aCOjH 
m.p.  95°  (Bischoff,  Ber.  1888,  21,  1260) ;  a  ben- 
zene avlphonate  CjHgN-CjHeSOj,  m.p.  137' 
(Norton  and  Westenhoff,  Amer.  Chem.  J.  1888, 
10,  135) ;  a  ■p-toluenesulphonate,  m.p.  180° 
(Norten  and  Otten,  ilnd.  144) ;  a  toluene  sul- 
phinate  C,HjN-C,HsS02,  m.p.  124°  (Halssig, 
J.  pr.  Chem.  [ii.]  56,  217) ;  a  trtehlorosuccinatt 
(C,HsN)j,C4H3a30j,C2H60H  which  decomfoses 
on  heating  (Van  der  Riet,  Annalen,  1894,  230, 
232);  aa  amidosulphonate  C,HgfI-SO,H(NH,) 
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m.p.   131°  (Paal  and  Janioke,  Ber.   1895,  28, 
3162)  and  an  ethyl  nitrosocyanacetate 

2(CN-C(C0,C,H,) :  NOHj.CjHjN. 
m.p.  SS'-gS"  (MuUer,  Ann.  Chim.  Phys.  1894, 
[vU.]  1,  616). 

TO-ToluWine  (CHjiNHa  =  1:3)  is  employed 
technically  only  to  a  limited  extent  in  the  pro- 
duction of  dyestufEs  (D.  R.  P.  93499,  219210 ; 
Monnet,  Eeverdin  and  Nolting,  Ber.  1879,  12, 
445 ;  Rosenthiel  and  Gerber,  Compt.  rend. 
1882,  95,  238). 

It  ig  a  colourless  oil,  b.p.  203-3°  (Kahlbaum, 
Zeitsch.  Physikal.  Chem.  1898,  26,  621,  648)  ; 
sp.gr.  1-0041  at  4°/4°;  0-9961  at  15°/15°,  0-990 
at  25°/25°.  It  becomes  brown  and  resinous 
on  standing  and  closely  resembles  the  o- 
compound  in  most  of  its  properties,  but  'toay 
be  distinguished  from  the  latter  by  its  acetyl 
derivative,  which  has  m.p.  65-5°  (thg  o-acetyl 
derivative  has  m.p.  110°).  It  is  also  less 
poisonous  to  the  animal  organism  than  o- 
toluidine  (Gibbs  and  Hare,  Amer.  Chem.  J. 
12,  365;  Wertheimer  and  Meyer,  Ber.  1891, 
24,  ref.  162).  It  may  be  detected  and  also 
estimated  by  converting  it  into  its  dimethyl 
derivative,  which,  unlike  the  corresponding 
o-  and  p-  compounds,  readily  yields  a  nitroso 
derivative  as  a  yellow  crystalline  precipitate, 
when  treated  with  hydrochloric  acid  and  sodium 
nitrite  (Wurster  and  Riedel,  Ber.  1879,  12, 
1796). 

TO-Toluidine  combines  with  methylene  iodide 
(Senier  and  Godwin,  I.e.) ;  with  diazo  compounds 
(Mehner,  i.e.) ;  with  chloraoetyl  urethane  (Fre- 
richs  and  Breustedt,  J.  pr.  Chem.  1902,  [ii.]  66, 
231) ;  with  diphenyl  thiocarbamide  giving  di- 
phenyl-TO-tolylguanidine  (Alway  and  Vail,  Amer. 
Chem.  3'.  1902,28,294);  with  benzylidene  acetyl 
acetone  (Ruhemann  and  Watson,  Chem.  Soo. 
Trans.  1904,  li70) ;  and  with  the  cyanhydrin 
of  benzaidehyde  forming  a-cyanobenzyltoluidine, 
m.p.  97°  (Sachs  and  Goldman,  Ber.  1902, 35, 3319). 

m-Toluidine  behaves  like  the  o-  compound 
on  oxidation,  on  hydrogenation,  and  under  the 
influence  of  an  electric  discharge,  and  it  also 
yields  similar  addition  compounds  with  acids 
and  with  metallic  halides  (Kraut,  Annalen,  1881, 
210,  323 ;  Higbee,  Chem.  Zentr.  1900,  i.  720 ; 
SlaglB,  ibid.  1898,  ii.  1044  ;  Base,  ibid.  1045). 

p-Toluidine  (CH5:NHj=l:4)  was  the  first  of 
the  3  isomerides  known  and  was  at  one  time 
termed  simply  toluidine  (Muspratt  and  Hof  mann, 
Annalen,  1845,  54,  1) ;  for  various  methods  of 
preparation  see  D.  R.  P.  34234,  83544 ;  Frdl.  i. 
15  ;  ibid.  iv.  52,  66.  It  forms  leaflets,  m.p.  45°, 
b.p.  200-4°  (Hulett,  Zeitsch.  physikal.  Chem. 
1899,  28,  651,  657).  When  exposed  to  the  air 
it  gradually  turns  yellow,  then  brown.  It  has  a 
burning  taste,  smells  something  like  aniline,  and 
has  a  similar  physiological  action  to  the  other 
two  isomerides,  but  is  not  so  poisonous  as  the  o- 
compound  (Gibbs  and  Hare,  I.e. ;  Wertheimer 
and  Meyer,  I.e.  ;  Bokornoy,  Zeitsch.  angew. 
Chem.  1897,  10,  338  ;  Hildebrandt,  Hofmeister's 
Beitragen  Chem.  Physiol,  and  Path.  1903,  3, 
372  ;  ibid.  1905,  7,  433). 

p-Toluidine  acts  as  a  very  weak  base  (Wallier, 
Zeitsch.  physikal.  Chem.  1890,  5,  193 ;  Bredig, 
ibid.  1894,  13,  323 ;  Lowenherz,  ibid.  1898,  25, 
394). 

By  the  action  of  potassium  diohromate  on 
p-toluidine  sulphate,  ferkin  (io  1880)  obtained 


two  oxidation  products  CjjHaiN,  and  CssH^K,. 
Oxidation  with  lead  peroxide  leads  to  one  or 
other  oxidation  product,  depending  on  the  con- 
ditions of  the  experiment.  In  very  dilute 
solutions  the  substance  with  fewer  carbon  atoms 
is  formed,  whilst  in  concentrated  solution  the 
compound  of  higher  molecular  weight  is  ob- 
tamed  (Bomstein,  Ber.  1901,  34,  1274). 

When  treated  in  sulphuric  acid  solution  with 
potassium  permanganate,  ^-toluidine  yields 
nitroso  toluene  (Bamberger  and  Tschimer,  Ber. 
1898,  31,  1524) ;  whilst  with  chloroform  and 
calcium  chloride,  azotoluene  is  formed  (Meigen 
and  Normann,  ibid.  1900,  33,  2711)  :  the  latter 
is  also  formed  when  p-toluidine  is  oxidised  with 
ozone,  hydrogen  peroxide,  or  potassium  di- 
ohromate under  certain  conditions  (Bamberger 
and  Tschimer,  ibid.  1899,  32,  1677  ;  Otto,  Ann. 
Chim.  Phys.  1898,  [vii.]  13,  142). 

Heated  with  aqua  regia  it  yields  chloro- 
toluene  ;  with  hydrogen  iodide,  it  gives  toluene. 
When  p-toluidine  is  heated  with  a  meia-  deriva- 
tive of  nitrobenzene,  in  the  presence  of  hydro- 
Chloric  acid,  it  yields  dyestufis  of  the  chrys- 
aniline  series  (D.  R.  PP.  65985,  78377,  79263, 
79585,  79877,  81048). 

Two  parts  of  p-toluidine  heated  with  1-2 
parts  of  sulphur  at  180°,  gives  rise  to  the  primu- 
line  bases  (Green,  Ber.  1889,  22,  968  ;  Jacobson, 
ibid.  330  ;  Gattermann,  t6t^.  422  ;  Gattermann 
and  Pfitzinger,  ibid.  1063).  Heated  with  ethyl 
alcohol  and  zinc  chloride  it  forms  4-amino-l- 
methyl-3-ethylbenzene  (Willgerodt  and  Brandt, 
J.  pr.  Chem.  1904,  [ii.]  69,  433). 

p-  and  o-Toluidines  condense  with  bromo 
and  with  sulphonated  methylamino-anthra- 
quinones  forming  blue  and  green  dyes  (D.  R.  P. 
159129 ;  Waeker,  Ber.  1902,  35,  2593 ;  Fried- 
lander  and  Schick,  Zeitsch.  Farb.  Text.  Ind. 
1904,  3,  218;  see  also  D.  R.  PP.  149780, 
148767,  153517,  174131). 

j)-Toluidine  also  condenses  with  diazo- 
compounds  (Mehner,  l.c.) ;  with  phenylurethane 
(Dixon,  l.c.) ;  with  methylene  iodide  (Senier  and 
Goodwin,  I.e.) ;  with  acetylene  tetrabromide 
(Saban^efi  and  Rakovsky,  J.  Russ.  Phys.  Chem. 
Soc.  1902,  34,  408) ;  with  phenyl  isocvanate 
(Walther  and  Stenz,  Bull.  Soc.  chim.  1901,  26, 
395) ;  and  with  epichlorhydrin  (Cohn  and  Fried- 
lander,  Ber,  1904,  37,  3034).  An  additive  com- 
pound of  p-toluidine  and  trinitrotoluene ;  forms 
dark  red  crystals,  m.p.  68°  (Jackson  and  Clarke, 
Chem.  Soc'Proc.  1906,  84). 

When  ^-toluidine  is  heated  on  the  water- 
bath  with  dichloraceto-j3-toluidide,  p-methyU 
isatin-f-tolylimide  is  formed ;  the  action  of 
p-toluidine  on  similar  di-  and  triohloraceto 
compounds  is  described  by  Heller  (Annalen, 
1904,  332,  247). 

When  p-  or  o-  toluidine  is  diazotised  in 
sulphuric  acid  solution,  then  saturated  with 
sulphur  dioxide,  treated  with  copper,  filtered 
and  washed  with  ammonia,  and  the  washings 
and  filtrate  treated  with  ferric  chloride,  the 
corresponding  ferric  toluene  sulphonate 

Fe(C.HiM6-S0j), 
is  formed  from  which  the  free  acid  may  be 
readily  obtained  (Thomas,  Chem.  Soc,  Trans. 
1909,  343). 

Like  the  o-  and  the  m-  isomerides,  jj-tolu- 
idine  forms  compounds  with  the  halogen  and 
other  inorganic  and  organic  acids,  uud  also 
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double  salts  with  a  number  of  tnetallio  chlorides, 
and  with  other  salts  of  both  organic  and  inorganic 
acids.  It  yields  a  calcium  salt  similar  to  the 
o-  compound  (Erdmann  and  Smisseu,  I.e.). 

p-Toluidine  condenses  with  aromatic  alde- 
hydes in  the  presence  of  its  hydrochloride, 
forming  aoridines  (Ullmann,  Ber.  1903,  35,  107) ; 
with  benzyUdene  acetone  it  forms  ;8-tolylamino- 
benzylaoetyl  acetone,  m.p.  96°  (Ruhemann  and 
Watson,  Cliem.  Soo.  Trans.  1904,  1170). 

For  other  condensation  products  of  jj-tolui- 
dine  with  aldehydes,  see  Eibner  and  Amann, 
Annalen,  1903,  329,  211  ;  Friedlander,  Ber. 
1892,  25,    2049;    Eibner  and  Parucker,   ibid. 

1900,  33,  3662;    Hantzsoh  and  Schwab,  ibid. 

1901,  34,  822,  841;  Cohn  and  Eriedlander, 
ibid.  1902,  35,  1265 ;  Cohn  and  Blau,  Monatsh. 
1904,  25,  865  ;  amongst  others. 

Halogen  derivatives  of  o-toluidine.  When  o- 
toluidine  is  chlorinated  in  an  excess  of  98  p.c. 
sulphiirio  acid,  a  monochlorotoluidine,  m.p. 
119°-120°,  of  unknown  constitution  is  formed 
(Hafner,  Ber.  1889,  22,  2535,  2538).  In  general, 
the  substituted  halogen  derivatives,  of  which  a 
very  large  number  are  known,  may  be  obtained 
by  the  reduction  of  the  corresponding  halogen 
nitrotoluene,  as  well  as  by  various  other  methods 
(Reverdin  and  Cr^pieux,  Ber.  1900,  33,  2505; 
Elbs  and  Silbermann,  Zeitsoh.  Elektroohem. 
1900-1901, 7, 590 ;  Cohen  and  Dakin,  Chem.  See. 
Trans.  1901, 1127  ;  Nolting,  Ber.  1904,  37,  1019). 

4-Chloro-2-toluidlne  has  m.p.  2r-22°,  b.p. 
237°/22  mm.  (Goldschmidt  and  Honig,  ibid. 
1886,  19,  2441 ;  Cohn,  Monatsh.  1901,  22,  473). 

5-ChIoio-2-toIuidine  forms  lustrous  white 
crystals,  m.p.  29-5°-30°,  b.p.  245°-246-57753 
mm.  (Wynne,  Chem.  Soo.  Trans.  1892,  1042). 

6-Chl0lb-2-t0luldme,  colourless  oa,  b.p.  242°- 
244°,  which  rapidly  turns  brown  on  exposure  to 
air  (Cohn,  I.e. ;  Nolting,  I.e.). 

3  :  S-DielllOTO-2-toluidine  forms  long,  colour- 
less crystals,  m.p.  53°  (Claus  and  Stapelberg, 
Annalen,  1893,  274,  292). 

4 :  5-DichIoro-2-toluidine  forms  silky  plates, 
m.p.  100°-10r  (Cohen  and  Dakin,  I.e.). 

3 : 4-Dichloio-2-toluidine  is  known  in  the 
form  of  its  acetyl  derivative,  which  has  m.p. 
158°-159°  (Cohen  and  Dakin,  I.e.). 

Halogen  derivatives  of  "m-toluidine  may  be 
obtained  by  the  reduction  of  the  corresponding 
nitrohalogen  toluene,  or  by  the  ohlorination  of 
aceto-m-toluidide  (Bamberger  and  Werra,  Ber. 

1902,  35,  3718 ;  Reverdin  and  Crepieux,  ibid. 
1900,  33,  2503  ;  Cohen  and  Dakin,  I.e.). 

2-Chloro-3-toluidine,  b.p.  228°-229°  (Wynne 
and  Greeves,  Chem.  Soo.  Proc.  1895,  151),  is  an 
oil  volatile  in  steam. 

4-Chloro-3-toluidine  (Claus,  J.  pr.  Chem. 
1892,  [ii.]  46,  29)  forms  colourless,  thin  leaflets, 
m.p.  32°,  b.p.  230°/758  mm. 

5-Chloro-3-toIuidine  has  b.p.  2427730  mm. 
(Honig,  Ber.  1887,  20,  2419). 

6-Chloro-3-toIuidine  forms  colourless,  long, 
lustrous  needles,  m.p.  83°,  b.p.  241°-243° 
(Reverdin  and  Crepieux,  I.e. ;  Chattaway  and 
Orton,  Chem.  Soc.  Trans.  1901,  461). 

2 : 6-Dlchloro-3-toluidme,m.p.69°-70°  (Cohen 
and  Dakin,  I.e.  1330). 

2  :  6-Dichloro-3-toIuidine,  m.p.  69°-60°,  and 
the  4  :  B-dichloro  compound  have  been  prepared 
by  Cohen  and  Dakin  {I.e.  1331,  1346). 

4 : 6-DieljJoro-3-toluidine,  m.p.  85°-87°  (Seclig, 


Annalen,  1887,  237,  163 ;  Cohen  and  Dakin,  i.e. 
1332,  1348). 

5 :  6-DichIoio-3-toIuidlne  hag  m.p.  88°,  b.p. 
292°  (Wynne  and  Greeves,  I.e.). 

2:4:  6-TrichloTO-3-toluidlne  forms  fine  white 
needles,  m.p.  77°-78°  (Reverdin  and  Cr6pieux, 
I.e. ;  Cohen  and  Dakin,  I.e.  1335). 

The  fluoritie  compound  CFlj-CgHi-NHj 
(Swarts,  Bull.  Soo.  ohim.  Belg.  1898,  [iii.]  35, 
388)  has  been  prepared. 

Halogen  derivatives  of  p-toluidine.  When  p- 
toluidine  is  chlorinated  in  97  p.o.  sulphuric  acid, 
it  is  partly  converted  into  3-chloro-  (chiefly)  and 
2-ohloro-  derivatives.  The  same  products, 
together  vrith  3  :  5-dichloro-j)-toluidino  are  ob- 
tained in  40  p.c.  sulphuric  acid.  The  latter, 
together  with  the  3-chloro-  and  also  higher 
chlorinated  products,  are  obtained  by  chlorinat- 
ing aoeto-p-toluidide  (Hafner,  Ber.  1889,  22, 
2535;  Wroblewsky,  Annalen,  1873,  168,  196; 
Lellman  and  Klotz,  ibid.  1885,  231,  308  ;  Zincke, 
Ber.  1895,  28,  3121).  Chlorinated  products  are 
also  obtained  when  p-toluidine  is  electrolysed 
in  excess  of  hydrochloric  acid  (Elbs  and  Bruusoh- 
weiler,  J.  pr.  Chem.  1895,  [ii.]  62,  569). 

2-Chloro-4-toIuidine,  m.p.  26°,  b.p.  237°- 
238-5°  (Lellmann,  Ber.  1884.  17,  634),  245° 
(Wynne  and  Greeves,  I.e.), 

3-Chloro-4-toluidine,  m.p.  7°,  b.p.  223°-224° 
(Cohen  and  Dakin,  Chem.  Soc.  Trans.  1902, 1324). 

2  :  3-Dichloro-4-toIuidme  has  m.p.  40°-42° 
(Cohen  and  Dakin,  ibid.). 

3 : 5-Dlchloro-4-toluid!ne,  m.p.  60°  (Bam- 
berger, Biisdorf  and  Szolayski,  Ber.  1899,  32, 
218  ;  Chattaway  and  Orton,  Chem.  Soc.  Trans. 
1900,  789  ;  Cohen  and  Dakin,  I.e.). 

2:3:  6-Trichloio-4-toluidliie  is  only  known  in 
the  form  of  its  acetyl  derivative,  which  has  m.p. 
179°  (Cohen  and  Dakin,  I.e.). 

Various  other  chlor-toluidines  of  unknown 
constitution  have  been  prepared  (Seelig,  Annalen, 
1887,  237,  141,  163 ;  Wroblewsky,  ibid.  1873, 
168,  213;  Schultz,  ibid.  1877,  187,  278). 

Bromo    and   iodo    derivatives,  as    well  as 
mixed  bromo-iodo  derivatives  of  the  toluidines, 
have  been  prepared  (Neville  and  Winther,  Ber. 
1881,  14,  419;    Glassner,  ibid.   1875,  8,  561 
Michael  and  Norton,  Amer.  Chem.  J.  1,  263 
Wroblewsky,   Annalen,    1878,    192,   210,   212 
Orton  and  Reed,  Chem.  Soc.  Trans.  1907,  1570 
Wheeler,  Amer.  Chem.  J.  1910, 44, 126  ;  amongst 
others). 

The  nitrotoluidines  are  obtained  by  the 
nitration  of  the  required  toluidine  or  its 
acetyl  derivatives,  or  by  the  reduction  of  the 
corresponding  dinitrotoluene  (Bamberger,  Ber. 
1894,  27,  586 ;   1895,  28,  399  ;  1897,  30,  1259). 

3-Nitro-2-toluldine  forms  yellow  crystals, 
m.p.  97°  (Zincke  and  Schwarz,  Annalen,  1899, 
307,  44). 

4-Nitro-2-toIuidine  forms  light  yellow  prisms, 
m.p.  107°  (Jager,  Chem.  Zentr.  1903,  ii.  1051 ; 
Willgerodt  and  Kok,  Ber.  1908,  41,  2077). 

'  5-Nitl0-2-toluidme,  yellow  crystals,  m.p. 
129°-130°  (Jager,  I.e. ;  Reverdin  and  Crepieux, 
Ber.  1900,  33,  2498). 

p-ToluenesulphonyI-6-nitro-o-toIuidine  can  be 
obtained  by  the  action  of  p-toluenesulphonyl 
chloride  on  a  boiling  toluene  solution  of  5-nitro- 
o-toluidine.  On  reduction  it  yields  the  corre- 
sponding p-tolylenediamine 

NHj-C,H,Mo'N5.-SO,-C,H„. 
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m.p.  150',  the  diazonium  cUoiide  of  which, 
when  treated  with  excess  of  sodium  acetate 
Bolution,  yields  p-tdluenesidphonyl-p-azimino- 
toluene  CjH,MeN3'S0,-C,H„  a  pale  yellow 
substance  wMoh  decomposes  violently  at  156°, 
and  gives  a  red  crystalline  compound,  m.p.  194°, 
with  ;8-naphthol  in  pyridine  solution  (Morgan 
and  Mickelthwait,  Ber.  1906,  39,  2869). 

6-Nitro-2-toluidilie,  long  yellow  silky  needles, 
m.p.  92°  (Nolting,  I.e.  1018  ;  Green  and  Lawson, 
Chem.  Soc.  Trans.  1891,  1014). 

3  :  5-Dmitro-2-tolaidine.  small  yellow  needles, 
with  a  bluish  or  greenish  lustre,  m.p.  209°-210° 
(Hoff,  Annalen,  1900,  311,  111). 

4  :  6-Dinitro-2-toluidine  depends  for  its  pro- 
perties on  its  mode  of  preparation  (Cohen  and 
Dakin,  Cihem.  Soo.  Trans.  1902,  26 ;  HoUeman 
and  Boeaeken,  J.  1897,  1753). 

6-Nitroso-2-toluidine  MeCeH3(N0)NH,  is  ob- 
tained by  melting  together  nitroso-o-cresol 
(1  part),  with  ammonium  chloride  (5  parts),  and 
dry  ammonium  acetate  ( 16  parts)  for  J  hour  on 
the  water-bath.  It  forms  green  needles  with  a 
bluish  lustre,  m.p.  115°-118°  (Mehne,  Ber.  1888, 
21,  731). 

Nitro  derivatives  of  m-toluidine.  When  m- 
toluidine  is  nitrated  with  nitric  acid  in  concen- 
trated sulphuric  acid,  it  yields  chiefly  the  6-nitro- 
derivative,  the  2-  and  4-  derivatives  being  ob- 
tained aa  by-products  (Noelting  and  Stoeoklin, 
Ber.  1891,  24,  564 ;  Ciohen  and  Dakin,  Chem. 
Soo.  Trans.  1903,  331). 

2-NitT0-3-toluldine,  m.p.  53°,  crystallises  in 
yellow  needles  (Staedel  and  Kolb,  Annalen, 
1890,  259,  216). 

4-NitlO-3-toluidine  (ibid.  224)  forms  gold- 
yellow  tablets,  m.p.  110°-110-5°  (Cohen  and 
Dakin,  I.e.). 

5-Nitro-3-toIuidme  crystallises  in  garnet  or 
brownish-red  needles,  m.p.  98°-98-4°  (Haibaoh, 
J.  pr.  Chem.  1902,  [ii.]  65,  242). 

6-Nitro-3-toluidine  forms  long,  fine  yellow 
needles,  m.p.  137°-138°  (Staedel  and  Kolb,  i.e. ; 
Cohen  and  Dakin,  I.e.). 

4 :  6-DinitTO-3-toluidine  forms  small,  hard, 
golden-yellow  crystals,  m.p.  193°-195°  (Hepp, 
Annalen,  1883,  215,  368  ;  Staedel  and  Kolb, 
ibid.  1890,  259,  220;  Bentley  and  Warren, 
Amer.  Chem.  J.  1890,  12,  1). 

2 : 6-Dinltro-3-toluidine  forms  glistening 
yellow  crystals,  m.p.  132-5°  (Meisenheimer  and 
Patzig,  Ber.  1906,  39,  2533). 

2:4: 6-Trmltio-3-toluidine  forms  small 
brownish-yellow  crystals,  m.p.  138°  (Staedel  and 
Kolb,  I.e.  I  Noelting  and  Sails,  Ber.  1882,  15, 
1864  ;  Blanksma,  Chem.  Zentr.  1903,  i.  78). 

6-Nitroso-3-toluidme  MeC,Hj(N0)NH2  is  ob- 
tained like  the  corresponding  ortho-  compound 
(Mehne,  I.e.),  It  forms  beautiful  steel-blue 
needles,  m.p.  178°. 

Nttro  derivatives  of  f-toluidine. 

2-Nitro-4-toluldine'  forms  yellow  glistening 
broad  needles,  m.p.  81-5°  (Haibaoh,  J.  pr.  Chem. 
1902,  ii.  65,  246  ;  Noeltmg  and  Collins,-Ber.  1884, 
17,  263). 

3-Nitro-4-toluidine  forms  red  crystals,  m.p. 
116°-117°  (Jager,  I.e. ;  Noelting  and  Collins,  I.e. ; 
Noyes,  Amer.  Chem.  J.  1888,  10,  475). 

2  :  6-Dinltro-4-toluldine,  yellow  or  red  crys- 
tals, m.p.l71°(Holleman  and  Boeseken,  Ree.trav, 
Chim.  1897, 16,  425;  Beilstein.Ber.  1880,13,242). 

3  !  5-Dlii!tro-4-toluidine,  yellow  needles,  m.p, 


167°-168°  (Bamberger  and  Voss,  Ber.  1897,  30, 
1257  ;  Niementowald,  ibid.  1886,  19.  717). 

Other  dinitro-j-toluidines  are  described  by 
Riggs  (Inauguraldissertation  Gottingen,  1883); 
and  by  Hepp  (Annalen,  1882,  215,  371). 

A  number  of  halogen  nitrotoluidines  are  also 
known  (Morgan  and  Clayton,  Chem.  Soc.  Trans. 
1905,  944;  Beck,  Annalen,  1892,  269,  211; 
Blanksma,  Chem.  Zentr.  1903,  i.  79;  Chem. 
Weekblad.  1909,  6,  717  ;  Wheeler,  Amer.  Chem. 
J.  1910,  44,  126;  Wheeler  and  Liddle,  ibid. 
1909,  42,  441 ;   among  others). 

Svlfiionie  acid  derivatives.  When  o-toluidine 
is  treated  with  fuming  sulphuric  acid,  or  with  an 
acid  sulphate,  it  is  converted  into  the  3-,  4-,  or 
5-monosulphonic  acid,  or  by  further  sulphona- 
tion,  into  the  3:5-  or  4 : 5-disulphonic  acids, 
the  predominating  product  depending  upon  the 
conditions  of  the  experiment  (Pechmann, 
Annalen,  1874,  173,  -215;  Weckwarth»  ibid. 
172,  194;  aaus,  ibid,  1891,  265,  67;  Hasse, 
ibid.  1885,  230,  297 ;  Wynne  and  Bruce,  Chem. 
Soc.  Trans.  1898,"  734,  743 ;  D.  R.  PP.  48583, 
74111  ;  Reverdin  and  Crepieux,  Ber.  1901,  34, 
2993,  2996).  A  number  of  halogen  and  other 
derivatives  of  these  acids  are  known. 

Svlphonic  acid  derivatives  of  m-toluidine. 
When  nt-toluidine  is  sulphonated  with  fuming 
sulphuric  acid,  3-toluidine-2-sulphonio  acid, 
which  is  decomposed  at  275°  without  melting, 
and  the  2  :  4-disulphonic  acid,  colourless  needles 
are  formed  (Lorenz,  Annalen,  1874,  172,  185). 

The  4-sulphonic  acid  is  obtained  by  the 
reduction  and  subsequent  debromination  of  2- 
brom-5-nitrotoluene-4-aulphonic  acid,  the  pro- 
duct then  being  treated  with  carbon  dioxide. 
Like  the  other  sulphonic  acida  it  yields  metallic 
salts  (Hayduck,  Annalen,  1874,  174,  350). 
Halogen,  nitro,  and  other  derivatives  of  these  - 
acids  are  also  known. 

A  sulphonic  acid  of  the  constitution 
SOjH-CjH.-N :  N-C,H5(NH2), 
is  formed  when  sulphur  dioxide  is  passed  into 
the  cooled  liquid  obtained  on  diazotising  m- 
toluidine  in  sulphuric  acid  solution.  The  forma- 
tion of  the  yellow  potassium  or  sodium  salt  of 
this  substance  is  said  to  be  an  extremely  good 
indicator  for  alkalis.-  The  presence  of  alkali  car- 
bonate in  tap  water  may  bo  recognised  by  this 
means.  With  mineral  acids  it  gives  a  red  colour 
(Troger  and  Hille,  J.  pr.  Chem.  1903,  68,  297; 
ibid.  1905,  [ii.]  71,  201,  236). 

Svlphonic  derivatives  of  p-toluidine,  p-Tolui- 
dine  is  sulphonated  with  much  greater  difficulty 
than  the  o-isomeride,  and  requires  a  much 
higher  temperature  and  more  prolonged  action, 
the  actual  products  obtained  depending  on  the 
conditions  of  the  experiment  (Pcchmann, 
Annalen,  1874,  173,  195;  Claus  and  Immel, 
ibtd,  1891,  265,  82;  Janovsky  and  Reimann, 
Ber.  1888.  21,  1216). 

4-Toluidine-2-sulphonio  acid  gives  a  number 
of  salts,  a  diazosulpbonamide  and  many  othe» 
derivatives  (Ascher,  Annalen,  1872,  161,  8; 
Jensen,  ibid.  1874,  172,  233;  Heffter,  ibid. 
1883,  221,  208  ;  D.  R.  P.  103578). 

4-Toluidine-3-sulphonic  acid,  and  the  2:5. 
and  3  :  S-disulphonio  acids  and  their  salts  and 
many  derivatives,  as  well  as  some  sulphonic 
toluidines  of  unknown  constitution,  have  also 
been  prepared  (Sell,  Annalen,  1863,  126,  155  j 
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rfichter,  ibid.  1885,  230,  314,  331,  and  many 
others). 

6-CIiloTo-}>-toIuidine-3-suIphonie  acid  gives  a 
sparingly  soluble  diazo  derivative  which  unites 
with  iS-naphthol,  forming  an  azo  dye  which 
gives  sparingly  soluble  calcium,  barium,  alumi- 
nium, and  lead  salts  of  brilliant  scarlet  hue, 
scarcely  attacked  by  acids  and  allsalis,  and  very 
fast  to  light  (D.  R.  PP.  175378,  175396). 

Other  derivatives  of  the  sulphonated  tolui- 
dines  may  also  be  employed  in  the  preparation 
of  dyestufEs. 

Alkyl  toluidines.  o-,  m-,  and  ]>-Methyl  tolui- 
dines  CjHjNH-CHj  may  be  prepared  by  methyl- 
ating  the  corresponding  toluidine  with  dimethyl 
sulphate  (Ullmann,'  Annalen,  1903,  327,  104; 
Gnehm  and  Blumer,  ibid.  1898,  304,  90). 

Methyl-o-toluidine  and  its  nitroso-  derivatives, 
m.p.  151°,  have  been  employed  in  the  manu- 
facture of  the  safranines  and  of  azine  dyestuffs 
(D.  E.  PP.  90256,  80758;  Frdl.  iv.  406,  376; 
Weinberg,  Ber.  1893,  26,  307 ;  Eemthsen, 
ibid.  992). 

EthyLo-toIuldine  formed  by  the  electrolytic 
reduction  of  aoetyl-o-toluidine  (Baillio  and 
Tafel,  Ber.  1899,  32,  73  ;  Vorlander,  ibid.  1901, 
34,  1462) ;  it  has  b.p.  214°-2167737  mm. 

Phenyl-o-toluidine,  m.p.  41°,  b.p.  3057727 
mm.  is  prepared  by  heating  o-toluidine  with 
aniline  hydrochloride,  ditolylamine,  b.'p'.  312°, 
being  formed  at  the  same  time  (Girard  and  WUlm, 
Bull.  Soc.  chim.  1876,  [ii.]  25,  248 ;  Merz  and 
Paschkowetzky,  J.  pr.  Chem.  1893,  48,  461). 

Dimethyl-o-toluidine  C,H.N(CH,),  b.p.  184-8° 
T>f  sp.gr.  0-9286  at  20°/4°,  is  formed  by  the 
distillation  of  trimethyl  toluidine  hydroxide 
(Monnet,  Eeverdia  and  Nolting,  Ber.  1878,  11, 
2279). 

Phenyl-m-toluidine,  b.p.  300°-305°,  is  ob- 
tained by  heating  strongly  a  mixture  of  phenyl- 
aminocresol  with  zinc  powder  (Zega  and  Buch, 
J.  pr.  Chem.  1886,  33,  542). 

Dimetbyl-m-toluidine  may  be  prepared  by  the 
interaction  of  m-toluidine  and  methyl  iodide, 
b.p.  215°  (Wurster  and  Eiedel,  Ber.  1879,  12, 
1797),  208°  (Reinhardt  and  Stadel,  ibid.  1883, 
16,  31). 

A  number  of  azo  derivatives  of  dimethyl- 
m-toluidine  have  been  obtained  by  dissolving 
it  together  with  a  diazotisable  amine  in  hydro- 
chloric acid,  and  adding  the  solution  to  an 
alkaline  solution  of  sodium  nitrite  (Samelson, 
Ber.  1901,  33,  3479). 

Diphenyl-m-toluidine,  b.p.  69°-70°,  may  be 
prepared  like  the  o-  isomeride  by  the  inter- 
action of  the  corresponding  chlorotcluene  with 
potassium  diphenylamine  (Heussermann,  Ber. 
1901,  34,  38). 

Ethyl-p-toluidine,  b.p.  217°,  is  formed  by  the 
action  of  ethyl  iodide  on  p-toluidine  (Morley  and 
Abel,  Annalen,  1855,  93,  311). 

Phenyl-;)-toluidlne,  m.p.  87°,  b.p.  317°- 
318°/727  mm.,  is  formed  by  heating  bromo- 
benzene  with  p-toluidine  and  caustic  soda  at 
360°-380°  (Merz  and  Paschkowetzky,  J.  pr. 
Ghem.  1893,  48,  455). 

Benzyl-;p-toluidine  is  formed  by  the  action  of 
p-toluidine  on  nitrosobenzylbenzoylaniline  (Sachs 
and  Goldmann,  Ber.  1902,  35,  3319). 

Pl-i)-tolylamin?,  m.p.   79°,   b.j>.   338-6°,   is 


formed  by  heating  jo-cresol  with  ammoniaoal 
zinc  chloride  and  ammonium  chloride  at  330°— 
340°  (Merz  and  Mijller,  Ber.  1887,  20,  546; 
Merz  and  Paschkowetzky,  l.c.). 

Dimethyl-p-toluidine,b.p.  209-5°,  sp.gr.  0-9287 
at  20°/4°.  can  be  formed  by  distilling  trimethyl- 
p-tclyl  ammonium  hydroxide  (Hiibner,  ToUe, 
and  Athenstadt,  Annalen,  1884,  224,  337;  see 
also  Clarke,  Amer.  Chem.  J.  1905,  33,  496). 

Many  other  alkyl  compounds  of  the  three  tolui- 
dines are  known,  and  also  nitro,  halogen,  and 
other  derivatives  of  these  substances  (Pinnow, 
Ber.  1895,  28,  3041 ;  Gomberg,  ibid.  1902,  35, 
1822  ;  Wedekind  and  Oberheide,  ibid.  1904,  37, 
2712,  3894 ;  Simanowsky  and  Menschutkin, 
J.  Russ.  Phys.  Chem.  Soc.  1903,  35,  204  ;  Fried- 
lander  and  Cohn,  Monatsh.  1902,  23,  543  ;  Ber. 
1902,  35,  1265  ;   and  many  others). 

The  toluididea  or  toluides  C,H,NHR  may  be 
prepared  by  treating  the  iodomagnesium 
derivative  of  the  required  toluidine  with  an 
ester  of  the  required  acid  (Bodroux,  Bull.  Soc. 
chim.  1905,  33,  831 ;  see  also  Compt.  rend.  1905, 
141,  195  ;  ibid.  1907, 144, 1437).  The p-toluides 
have  also  been  prepared  by  heating  the  sodium 
salt  of  the  required  acid  with  p-toluidine 
hydrochloride  (Amer.  Chem.  J.  1903,  29, 
611),  or  by  heating  the  acid  and  amine  in  a 
sealed  tube  at  160°-190°  for  8-12  hours  (Robert- 
son, Chem.  Soc.  Trans.  1908,  1036).  A  number 
of  0-,  m-,  and  j>-toluides  of  inorganic  and  organic 
acids  have  been  prepared  by  these  and  other 
methods  (Michaelis,  Annalen,  1893,  274,  226; 
Michaelis  and  Sohulze,  Ber.  1894,  27,  2578; 
ibid.  1895,  28,  1243 ;  ibid.  1896,  29,  726 ;  Rey- 
nolds, Chem.  Soc.  Trans.  1889,  480;  Lander, 
ibid.  1901,  690 ;  Cohen  and  Dakin,  ibid.  1903, 
331 ;  Wheeler,  Amer.  Chem.  J.  1900,  23,  466 ; 
Kuhara  and  Chikashige,  ibid.  1902,  27,  1 ;  Ley, 
Ber.  1898,  31,  241 ;  Niementowski,  ibid.  1892, 
20,  1887 ;  Ullmann  and  Uzbachian,  ibid.  1903, 
36,  1797  ;  Lumiere  and  Barbier,  Bull.  Soc.  chim. 
1905.  33,  784;  Just,  Ber.  1886,  19,  983;  J. 
Soc.  Chem.  Ind.  1891,  1000 ;  Orloff,  J.  Russ. 
Phys.  Chem.  Soc.  1905,  37,  439;  Taussig, 
Monatsh.  1904,  25,  375;  D.  R.  P.  183843, 
166177,  167103  ;  UUmann  and  Gross,  Ber.  1910. 
43,  2694,  amongst  many  others). 

An  isosiuxinic-'p-toluide  having  a  slight 
antipyretic  and  hsemoljrtic  aotion,  has  been  pre- 
pared by  Malerba  (Chem.  Zentr.  1906,  ii.  349). 

For  a  number  of  other  complex  toluidine 
compounds,  see  Guerin,  Bull.  Soc.  chim.  1903, 
[iii;]  29,  1117;  Morgan  and  Clayton,  l.c.  ; 
Schroeter,  Ber.  1905,  38,  3181 ;  Willgerodt  and 
Simonis,  ibid.  1906,  39,  269  ;  Ostromisslensky, 
ibid.,  1907,  40,  4972;  ibid.  1908,  41,  3029; 
Kunckell,-  ibid.  4111 ;  Robyn,  Compt.  rend. 
1905,  140,  1644 ;  Raper,  Thompson  and  Cohen, 
Chem.  Soc.  Trans.  1904,  371 ;  D.  R.  PP.  145189, 
181929. 

TOLUINDAZINE  v.  Azines. 

TOLUNAPHTHAZINES  v.  Azines. 

TOLUPHENAZINE  v.  Azines. 

TOLUQUINOL.  Toluhydroquinonev.  Phekol 
and  its  homoloqubs. 

TOLUSAFRANINES  v.  Azines. 

TOLUSTILBAZINE  v.  Azotes. 

TOLUYLEKE  ORANGE  v.  Azo-  coloukinq 
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TOLYLENE-DIAMINES. 


TOLTLENE  -  DIAMINES.  Diamino  -toluenet 
V,  Amines. 

TOLYLENE  RED  v.  Azinbs. 

TOLYPYRIN,    TOLYSAL,     v.     Synthetic 

DBUQS. 

TOMATO,  Solanum  Lycopersicum  (Linn.)  or 
Lycopersicum  esculentum  wlgare,  A  Peruvian 
plant  now  largely  cultivated  in  many  parts  of 
the  world  for  its  fruit,  which  is  esteemed  as  a 
vegetable.  Several  species  and  many  varieties 
are  known,  differing  greatly  in  size,  shape,  and 
colour  of  fruit. 

Konig  gives  as  the  average  composition — 

Other  N-free  Crude 
Water  Protein  Fat  Sugar      extract         fibre  Ash 

93-4       1-0      0-2    3-5  0-5  0-8    0-6 

About  halt  the  total  nitrogen  is  present  as  true 
proteids. 

Passerini  (Staz.  Sper.  Agrar.  1891,  18,  645) 
found  the  fresh  fruit  to  consist  of  skin  1-3  p.c, 
pulp  and  juice  96-2  p.c,  and  seeds  2-5  p.c., 
and  the  pulp  to  contain  two  colouring  matters 
■ — a  yellow  amorphous  substance  and  a  red  crys- 
talline compound — both  insoluble  in  water,  but 
soluble  in  amyl  alcohol  or  ether,  and  bleached 
■by  chlorine.  He  attributes  the  acidity  to  citric 
acid,  which  he  estimates  as  forming  about  9 
p.c.  of  the  total  dry  matter  of  the  whole  fruit. 
The  ash  he  found  to  contain — 
KjO  NajO  CaO  MgO  re.,05  P2O5  SOj  SiOj  CI 
69-5     6-0     1-3    3-1    0-2     12-9    3-5    0-3    191 

Albahary  (Compt.  rend.  1907,  145,  131) 
found  in  the  fresh  fruit — 

Carbo-    Malic  Citric  Oxalic 
Water  Protein  Fat  hydratea   acid    acid     acid     Ash 
93-5      1-0      0-2      3-6        0-49  0-15   0-001  0-74 

Traces  of  tartaric  and  succinic  acids  were  also 
detected. 

Stiiber  (Zeitsoh.  Nahr.  -  Genussm..  J906,  11, 
578)  obtained  somewhat  similar  results,  but 
states  that  citric  acid  was  the  chief  cause  of  the 
acidity  (amounting  to  about  0-5  p.c.  citric  acid), 
and  that  he  could  not  detect  malic,  tartaric,  or 
succinic  acids. 

The  juice  of  tomatoa  was  found  by  Passerini 
{I.e.)  to  have  a  sp.gr.  1-01833  at  15°,  to  contain 
2-44  p.c.  of  dry  matter,  of  which  rather  more 
than  1  was  protein,  J  ash,  and  a  little  more 
than  half  carbohydrates  and  acids. 

Other  analyses  of  the  juice  were  made  by 
Stiiber  (I.e.),  who  found  water  96-1,  nitrogen 
0-093,  ash  0-56,  total  sugars,  after  inversion, 
2-15,  acidity  (as  citric  acid)  0-65  p.c.  The  red 
colouring  matter  of  the  tomato  was  investi- 
gated by  Amaud  (Compt.  rend.  1886, 102, 1119), 
who  believed  it  to  be  identical  with  carrotene 
C40H58 ;  Montanari  (Chem.  Zentr.  1905,  i. 
544)  concluded  that  it  had  the  composition 
C52H74 ;  Willstatter  and  Escher  (Zeitsch. 
physiol.  Chem.  1910,  64, 47),  who  name  it  lycopene, 
find  that  it  has  the  molecular  composition 
CjoHsj,  the  same  as  that  which  Willstatter 
and  Mieg  (Annalen,  1907,  365,  1)  have  ascribed 
to  carrotene.  It,  however,  differs  in  its  proper- 
ties from  that  substance.  It  crystallises  from 
light  petroleum  or  a  mixture  of  alcohol  and 
carbon  disulphide  in  dark,  carmine-red,  felted 
prisms ;  it  melts  at  168°-169°  (corr.),  but  is  less 
soluble  in  ether,  alcohol,  carbon  disulphide,  or 
light  petroleum  than  carrotene.  It  absorbs 
oxygen  much  mote  readily  than  does  carrotene. 


and  forms  a  di-iodide  G^oHjala,  a  dark  green, 
gelatinous,  insoluble  substance. 

The    leaves  .and   stems   of    tomatos   were 
examined  by  Passerini  (Staz.  Sper.  Agrar.  1893 
20,  471),  who  found  in  the  fresh  substance-- 
Total  dry  matter  Ash 

Stems  .         .    ■  8-8-9-9  1-6-2-0 

Leaves         .         .     11-6-14-6  1-6-3-2 

The  ash  contained — 

M  |z;o3n  gp<cQ  ma 
stems  25-0  11-1  32-8  7-9  0-8  —  2-3  4-7  6-0  14-B 
Leaves  20    1-4  38-1  90  0-1   0-05   1-4  12-8  33-8    1-8 

Lithium,  boron,  and  copper  were  also  present 
in  the  ash  of  the  stems. 

Salicylic  acid  occurs  naturally  in  tomatos, 
although  in  very  small  quantity.  Pellet  (Ann. 
Ghim.  anal.  1907,  12,  10)  considers  that  the 
presence  of  10  mgm.  of  salicylic  acid  in  1  kilog. 
of  tomatos  should  not  be  regarded  as  proof  of 
adulteration. 

Tomatos  are  often  canned.  American 
analyses  (Bull.  28,  U.  S.  Dept.  of  Agric.)  give,  as 
the  mean  of  19  samples — 

Water   Protein   Fat   N-tree  extract   Crude  fibre  Ash 
94-0        1-2      0-2  3-5  0-5        0-6 

In  the  ash  was  included  about  0-1  p.c. 
common  salt.  Tomatos  are  largely  used  in  the 
prepajation  of  sauces  and  chutneys,  in  some  of 
which  the  red  colour  is  enhanced  by  the  addition 
of  eosin  (Konig).  H.  I. 

TONITE  V.  Explosives. 

TONKA  BEAN.  Tonquin  hean  {Five  tonha, 
Ft.  ;  Tonkdbohnen,  Ger.).  The  seed  of  the  fruit 
of  the  leguminous  tree  Dipterix  odoraia  (Willd.) 
which  inhabits  Guiana  and  Venezuela.  Each 
pod  .contains  a  single  seed,  which  is  about  2 
ins.  long  and  J  in.  wide.  It  has  a  dark-brown 
colour,  is  deeply  wrinkled  externally,  and 
characterised  by  an  agreeable  odour  and 
bitter  aromatic  taste.  The  tree  flourishes  in 
the  forests  of  the  Caracas  district  of  Venezuela. 
The  first  crop  of  beans  is  gathered  when  the 
tree  is  three  years  old,  but  a  full  crop  is  not 
obtained  until  two  years  later.  The  fruit  bears 
some  resemblance  to  a  small  mango,  and  con- 
tains the  odorous  bean  in  its  centre.  The  seed 
of  D.  oppositifoUa  (Willd.),  the  so-called  English 
Tonka  bean,  has  similar  properties  to  that  of 
D.  odorata,  but  it  is  smaller  and  darker  in 
colour. 

Besides  sugar,  gum,  malic  acid,  and  woody 
fibre,  tonka  bean  contains  fixed  oil  and  about 
1-5  p.c.  of  coumarin  (Boullay  and  Boutron-Char- 
lard,  J.  Pharm.  Chim.  II,  480).  It  is  to  the 
presence  of  coumarin  that  the  odour  and  taste 
of  the  seed  are  due,  and  crystals  of  this  compound 
often  occur  as  an  eflSoreseenoe  on  commercial 
specimens.  To  extract  the  coumarin,  the  finely- 
chopped  beans,  according  to  Gossmann,  are 
heated  for  some  time  nearly  to  boiling  with  an 
equal  bulk  of  80  p.c.  alcohol ;  the  whole  is  then 
filtered  and  the  residue  again  heated  in  the 
same  manner ;  the  extracts  are  mixed  together, 
and  the  alcohol  removed  by  distillation  until  the 
residue  becomes  turbid,  when  it  is  mixed  With 
four  times  its  volume  of  water,  which  precipitates 
the  coumarin  in  somewhat  impure  crystals. 
Adhering  fat  may  be  removed  by  heating  the 
mixture  to  boiling,  and  filtering  through  a 
moistened  filter.    On  cooling,  the  crystals  wbicb 
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re-diaaolve  in  the  hot  hquid  again  separate,  and 
they  may  be  further  purified,  if  necessary,  by 
treatment  with  animal  charcoal  (Annalen,  98, 
66),  V.  CouMAEisr. 

Tonka  bean  is  csed  to  flavour  tobacco, 
and  especially  snufl,  as  an  ingredient  of  sachet 
powder,  and  in  alcoholic  solution  as  a  flavouring 
essence.  A.  S. 

TOPAZ  (Topas,  Ger.).  A  gem-stone,  com- 
posed of  aluminium  fluo-silicate  (AlFjjSiO, 
crystallised  in  the  orthorhombio  system.  As 
shown  bv  S.  L.  Penfield  and  J.  C.  Minor  (Amer. 
J.  Sci.  1894,  47,  387)  the  fluorine  (15-48-20-37 
p.o.)  is  replaced  isomorphously  by  hydroxyl 
'(0*18-2"50  p.c,  as  shown  by  analyses),  so 
that  the  formula  becomes  [Al(F,OH)]2Si04 ; 
and,  chemically,  a  fluor-topaz  and  a  hydro-fiuor- 
topaz  may  be  distinguished.  Although  these 
two  varieties  show  slight  differences  in  sp.gr. 
(3-574  in  the  former,  and  3-523  in  the  latter). 
and  in  optical  constants,  the  distinction  is  of 
no  practical  importance.  The  mineral  is  very 
resistant  to  acids,  and  water  is  expelled  only  at 
an  intense  heat.  Topaz  usually  occurs  as 
crystals  in  granitic  and  gneissose  rocks,  and  is 
often  associated  with  tin -ore.  An  important 
character  is  the  presence  of  a  perfect  cleavage 
in  one  direction,  perpendicular  to  the  prism. 
The  crystals  may  be  dull  and  opaque,  or  more 
often  clear  and  transparent,  and  colourless, 
bluish,  greenish,  yellow,  or  pink.  The  sherry- 
yeUow  crystals  from  Brazil  become  pink  when 
heated  (  burnt  topaz ').  Most  of  the  gem 
material  comes  from  Brazil  and  Russia,  but  it 
is  also  found  in  many  other  countries.  Colour- 
less topaz,  when  faceted,  is  sometimes  mistaken 
for  diamond,  and  much  yellow  quartz  ('  Spanish 
topaz,'  'Scotch  topaz,'  'occidental  topaz')  is 
passed  off  as  topaz.  The  more  valuable  yellow 
corundum,  on  the  other  hand,  is  known  as 
'  oriental  topaz.'  The  distinguishing  characters 
of  these  are  shown  in  the  following  table  : — 


Comp. 
Cryst. 
Sp.gr. 
H. 
Refr. 
indices 


Topaz 


(AlFJaSiO, 

Orthornombic 

3-55 

8 

1-61-1-63 


Quartz 

*  Occidental 

topaz ' 


SiOa 

Khombohedral 

2-65 

7 

1-54-1-55 


Corundum 

'  Oriental 

topaz ' 


AI2O3 

Khombohedral 

4-0 

9 

1-76-1-77 


L.  J.  S. 

TOPAZ,  ORIENTAL,  v.  CoBUUDrrM. 

TOPAZ,  SCOTCH,  v.  Cairngoem. 

TOPAZ,  SPANISH,  v.  Caibnoobm. 

TORBANITE  or  TORBANEHILL  MINERAL 
V.  Paraffin. 

TORBERNITE  or  CUPRO-URANITE  (Kup- 
feruranit,  Ger. ).  A  mineral  consisting  of  hydratcd 
phosphate  of,  uranium  and  copper 

Cu(U02)2P208,8HjO. 

It  crystallises  in  square  (tetragonal)  plates, 
which  possess  a  j)erfect  micaceous  cleavage, 
with  pearly  lustre,  parallel  to  their  surface. 
The  colour  is  bright  grass-green,  which  dis- 
tinguishes oupro-uranite  at  a  glance  from  the 
elosely-allied  mineral  autunite  {q.v.)  or  caloa- 
orariite.  Sp.gr.  3-6  ;  H.  2}.  It  is  a  mineral  of 
secondary  origin,  occurring  in  the  upper  portions 


of  lodes  containing  pitchblende  and  copper 
ores,  and  sometimes  as  an  incrustation  on  the 
joint  faces  in  granite.  Fine  specimens  have  been 
found  at  Gunuislake,  Grampound  Road,  and 
Redruth  in  Cornwall.  Other  localities  are 
Joachimsthal  in  Bohemia,  Johanngeorgenstadt 
in  Saxony,  Sabugal  in  Portugal,  &c.  To  a 
limited  extent  the  mineral  has  been  mined, 
together  with  autunite,  as  a  source  of  uranium 
and  radium.  L.  J.  S. 

TORMENTILLA.  The  underground  stems 
of  Potentilla  Tormentilla  (Neck.)  have  been 
occasionally  substituted  for  those  of  rhatany  in 
medicine.  They  contain  from  5  to  6  p.c.  of  a 
tannin,  giving  a  dark-green  precipitate  with 
ferrous  sulphate,  bluish-red  with  ferric  acetate  ; 
is  also  precipitated  by  gelatin  and  by  tartar- 
emetic  (Stenhouse)  {v.  Tanhins). 

TOBREFACTION.  Roasting  oresin  order  to 
expel  volatile  substances,  e.g.  sulphur,  arsenic, 
&c. 

TOULOUCOUNA  or  TULUCANA  OIL.  An 
oil  obtained  by  pressin|  the  kernels  of  Carapa 
Guianensis  (Aubl.),  v.  Cabapa  oil. 

TOULOURON  OIL.  A  brown  oil  obtamed 
from  Pagarua  Lairo.  Used  in  Senegal  as  a 
remedy  for  rheumatism. 

TOURMALINE  (Turmalin,  Ger.  ;  from  the 
Cingalese  iuramali).  A  complex  boro-silicate  of 
aluminium,  together  with  variable  and  mutually- 
replaceable  amounts  of  ferrous  oxide,  magnesia, 
and  alkalis.  As  chemical  types  there  may  thus 
bo  distinguished  iron-tourmaline,  magnesium- 
tourmaline,  and  alkali-tourmaline.  Analyses 
show:  SiOa,  35-38;  TiOj,  0-1 ;  BjOj,  9-11  ; 
AljOs,  30^2;  CrjO,,  0-10  (rarely);  FejO,, 
0-6;  FeO,  0-17;  MnO,  0-2;  MgO,  0-14; 
CaO,  0-2  ;  NsijO,  0-3  ;  KjO,  0-2  ;  Li^O,  0-1-7  ; 
H2O,  1-4.;  F,  0-1  p.c..  Many.differentformulse 
have  been  suggested.  Penfield  and  Foote 
(1899)  regard  the  several  varieties  as  salts  of 
the  hypothetical  alumino-boro-silicio  acid 
H,Al3(BOH)2SiiO„. 

With  these  wide  differences  in  chemical 
compositioD,  the  sp.gr.  ranges  from  3-0  to  3-2, 
and  the  refractive  indices  (Na)  e=l-6123-l-6515, 
w=l-6315-l-6854  (E.  A.  Wulfing,  1900),  but 
there  are  only  very  slight  variations  in  the 
crystallographic  constants  (this  being  attributed 
by  Penfield  and  Foote  to  the  mass  effect  of  the 
large  acid  radicle).  The  crystals  are  rhombo- 
hedral-hemimorphjo,  there  being  a  different 
development  of  faces  at  the  two  ends.  The  habit 
is  almost  invariably  prismatic,  with  deeply- 
grooved  prism  faces  ;  the  cross-section  of  the 
prism  is  triangular  with  straight  or  curved 
outlines.  These  pecuUarities  of  form  render 
tourmaline  a  mineral  readily  recognisable.  As 
a  consequence  of  the  hemimorphism  the  crystals 
are  ijyroele'otric.  The  material  ranges  from 
colourless  to  jet-Waok  in  colour,  and  may  be 
any  shade  of  red,  yellow,  green,  or  blue.  In 
one  and  the  same  crystal  there  are  often  striking 
contrasts  in  the  differently  coloured  zones. 
The  more  darkly  coloured  crystals  are  strongly  di- 
chroic,  the  ordinary  ray  vibrating  perpendicular 
to  the  principal  axis  being  almost  completely 
absorbed.  On  this  property  depends  the  use 
in  polarising  apparatus  (e.g,  the  well-known 
tourmaline-tongs)  of  tourmaline  plates  cut 
parallel  to  the  principal  axis  of  a  crystal. 

Common   black   tourmaline    {schorl)  "is   of 
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TOURMALINE. 


abundant  occurrence  in  granitic  and  meta- 
morphic  rocks,  and  is  a  frequent  associate  of  tin 
ores.  Coloured  tourmalines  are  much  used  in 
jewellery,  either  as  clear  fiiceted  stones  or,  when 
cloudy,  as  beads  (H.  7J).  The  red  is  often 
called  riibettite,  and  the  blue  itidicolite,  whilst 
fanciful  names  such  as  '  Brazilian  emerald,' 
'  Siberian  ruby,'  &c.,  are  abo  sometimes  used. 
Within  recent  years  large  quantities  of  gem 
material  have  been  quarried  from  the  pegmatites 
of  California  and  Madagascar,  L.  J.  S. 

TOUS-LES-MOIS  is  a  species  of  arrowroot  pro  - 
cured  from  the  tubers  of  Canna  edvlis  (Ker-GavA.) 
nat.  ord.  Maratiiacece.  The  starch  is  obtained  in 
the  same  manner  as  other  descriptions  of  arrow- 
root. Under  the  microscope  the  granules  show 
themselves  to  be  unusually  large,  measuring  from 
00015  to  00037  inch  in  length  and  from  0-001  to 
0-0027  in'  breadth ;  broad,  flat,  ovate.  The 
hilum  is  situated  at  .the  narrow  extremity,  and 
the  rings  are  very  close,  firm,  and  regular. 

Tous-les-mois  is  i^ed  in  admixture  with 
cocoa  preparations  and  as  a  food  for  infants,  for 
which  latter  purpose  it  is  bleached.    Y.  Stakch. 

TOXINS  and  ANTITOXINS. 

Toxins. 

Infective  diseases  of  man  and  animals,  that 
is  diseases  which  are  contagious,  infectious,  or 
transmissible  by  inoculation,  are  caused  by 
pathogenic  (i.e.  disease-producing)  living  organ- 
isms which  are  parasitic  on  or  in  the  individual 
attacked.  The  parasitic  organisms  may  be 
minute  vegetable  ones,  principally  bacteria, 
minute  animal  protozoa,  or  higher  and  larger 
forms  such  as  moulds,  insects,  and  worms.  The 
bacteria,  and  presumably  also  the  protozoa, 
as  a  rule  produce  their  deleterious  effects 
principally  by  means  of  substances  which  are 
poisonous  to  the  host,  and  which  are  elaborated 
by,  or  are  derived  from,  the  parasitic  organisms. 
Even  the  larger  parasit«B,  such  as  worms,  though 
acting  mechanically  and  in  other  ways,  may  aEo 
elaborate  poisonous  substances. 

In  the  early  days  of  bacteriology,  under  the 
influence  of  the  work  of  Panum,  Selmi,  Nencki, 
and  others  on  the  products  of  putrefaction, 
attempts  were  made  to  isolate  from  the  cultures 
of  the  pathogenic  organisms  and  from  the  tissues 
of  the  disease-stricken  patients  nitrogenous 
bodies  of  a  basic  and  alkaloidal  nature  similar 
to  the  ptomaines  of  putrefaction,  and  Brieger 
in  particular  isolated  such  substances  as 
typhotoxine  from  cultures  of  the  typhoid  bacillus 
and  tetanine  from  the  tissues  of  a  case  of  tetanus 
(see  art.  Ptomaines).  It  was  soon  found,  how- 
ever, that  such  basic  substances  are  not,  as  a 
rule,  the  essential  or  specific  toxic  agents  of  the 
pathogenic  bacteria,  and  some  of  those  described 
by  Brieger  are  quite  likely  artifacts,  due  to  the 
methods  of  extraction  employed. 

The  specific  toxic  agents  of  the  bacteria,  or 
toxins,  as  they  may  conveniently  be  termed, 
are  substances  of  complex  composition,  which, 
so  far  as  they  have  been  investigated,  seem 
occasionally  to  be  protein  in  nature,  or  to  be 
allied  to  the  proteins  or  to  the  enzj'mes.  The 
whole  subject  of  the  nature  of  toxins  is  still  in  a 
very  indeterminate  condition,  so  that  any  views 
expressed  here  must  be  regarded  as  tentative. 
In  some  instances  the  toxin  appears  to  be  a 
eubstance   svi  generis,    in   cjMiej-s   jt   may   be 


proteose  in  .  nature  (tox-albumose),  and  n 
others  it  may  be  albuminous  (tox-albumin). 
The  toxin  may  be  an  excretory  product,  as  it 
were,  of  the  micro-organism,  e.g.  tetanus  toxin 
(S.  Martin),  or  may  be  formed  by  the  action  of 
enzymes,  excreted  by  the  micro-organism,  on 
the  constituents  of  the  culture  medium  or  of 
the  tissues,  e.g.  anthrax  toxin,  or  it  may  be  a 
mixture  of  these  two,  e.g.  diphtheria  toxin  (S. 
Martin),  or  it  may  be  a  protein  or  other  con- 
stituent of  the  bacterial  cells  themselves,  e.g. 
typhoid  toxin.  Toxins  which  are  excretory 
products,  or  are  formed  by  the  action  of  the 
organism  On  the  culture  medium,  are  termed 
exo-toxins  or  simply  toxins,  e.g.  diphtheria, 
tetanps,  and  botulismus  toxins ;  those  which 
are  intimately  associated  with  the  bacterial 
cells  are  termed  endo-toxins  ;  the  toxins  of  the 
majority  of  pathogenic  bacteria  belong  to  the 
latter  class.  The  term  toxin  has  also  been 
extended  so  as  to  include  various  toxic  bacterial 
extracts,  such  as  tuberculin,  the  toxic  proteins, 
&c.,  which  are  found  in  the  higher  plants  and 
animals,  e.g.  abrin  and  ricin  of  the  jequirity  and 
castor-oil  beans  respectively,  substances  like 
eel  serum,  which  is  toxic  on  injection  into  other 
animals,  and  snake  venom. 

The  bacterial  exo-toxins  may  be  prepared  by 
cultivating  the  organisms  in  a  suitable  fluid 
culture  medium  under  appropriate  conditions 
for  1-4  weeks,  and  then  filtering  the  fluid 
culture  through  a  Pasteur-Ghamberland  porce- 
lain, or  a  Berkefeld,  filter.  The  filtrate  is  more 
or  less  toxic,  and  may  be  termed  the  toxin 
broth,  the  actual  toxin  contained  in  it  may  be 
concentrated  in  various  ways,  but  extraction  in 
a  pure  condition  is  at  present  impossible,  owing 
to  the  difficulty  of  separating  it  from  the  con- 
stituents of  the  culture  medium.  Bacterial 
endo-toxins  may  be  obtained  by  growing  the 
organisms  on  a  solid  culture  medium  and 
extracting  the  bacterial  mass  with  weak  alkalis, 
&c.,  or  by  grinding  up  the  bacterial  paste  in  a 
mechanical  disintegrator,  such  as  Macfayden 
and  Rowland's  or  Barnard's,  and  subsequent 
filtration  through  a  porcelain  filter  (Proo.  Roy. 
Soc.  1902  and  1911). 

The  bacterial  toxins  generally  are  unstable 
bodies,  disappearing,  or  neing  converted  into 
non-toxic  modifications,  on  keeping,  and  de- 
stroyed by  light,  warming  to  60°-70  ,  by  acids, 
alkalis,  and  oxidising  agents,  and  by  digestive 
enzymes ;  owing  to  the  last-named  fact,  the 
toxins  usually  are  not  toxic  when  taken  by  the 
mouth, '  but  only  on  inoculation.  They  are 
much  more  stable  in  the  dry  condition  than  when 
in  solution.  They  are  insoluble  in,  and  are  pre- 
cipitated by  strong  alcohol,  and  are  precipitated 
on  saturation  of  their  Solutions  with  ammonium 
sulphate.  Diphtheria  and  tetanus  toxins  dialyse 
very  slightly  through  parchment,  and  they  will 
pass  through  a  gelatin-coated  porcelain  filter, 
which  does  not  permit  of  the  passage  of  serum  al- 
bumin,suggesting  that  their  molecules  aresmaller 
than  those  of  the  latter  (Brodie,  Journ.  Path,  and 
Bacter.  1897).  They  are  probably  laevorotatory. 
The  '  toxin,  m  some  instances  at  least,  may 
contain  more  than  one  toxic  constituent. 

Diphtheria  toxin  was  first  investigated  by 
Loffler.  By  precipitating  broth  cultures  of  the 
diphtheria  bacillus  with  alcohol,  he  obtained  a 
ivhite  to?ic  powder  wjiicb  Ue  classed  among  the 
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iiliymes  (beat.  med.  Wooh.  1890,  Nos.  5  and  6). 
Boux  and  Yersin,  by  the  cautious  addition  of  cal- 
cium chloride,  obtained  the  toxin  entangled  with 
the  precipitate  of  calcium  phosphate  which  comes 
down,  and  similarly  regarded  it  as  an  enzyme 
(Ann.  Inst.  Pasteur,  iii.).  Brieger  and  Rrankel 
concluded  that  the  toxin  is  a  protein  ('tox- 
albumin  ') ;  they  found  that  it  is  precipitated 
by  ammonium  sulphate,  but  not  by  magnesium 
sulphate,  contains  a  relatively  high  percentage 
of  sulphur  and  gives  the  biuret  and  Millon's 
reactions  (Berl.  klin.  Woch.  1890,  241,  1133). 

Brieger  and  Friinkel's  method  of  preparing 
the  diphtheria  toxin  was  to  saturate  broth 
-  cultures  with  magnesium  sulphate  at  30°,  filter 
from  the  precipitated  globulin,  &o.,  saturate 
the  filtrate  with  ammonium  sulphate  at  30°, 
wash  and  dissolve  the  precipitate,  dialyse  to 
remove  as  much  adherent  salts  as  possible,  and 
remove  remaining  traces  of  ammonium  sulphate 
by  the  cautious  addition  of  barium  chloride ; 
evaporate  the  filtrate  to  half  the  volume  in  vacu6 
at  40°,  and  precipitate  with  absolute  alcohol. 
The  precipitate  was  collected,  redissolved,  and 
precipitated  with  alcohol  6-8  times.  Ultimate 
analysis  gave  the  follovring  figures ;  C  45-35, 
H  7-13,  N  16-33,  S  1-39,  O  29-80. 

Brieger  and  Boer  subsequently  prepared  the 
diphtheria  toxin  in  as  pure  a  form  as  it  has 
yet  been  obtained  by  precipitating  broth  cultures 
with  a  1  p.c.  solution  of  zinc  sulphate  or  chloride. 
The  precipitate  of  the  zinc  dou  ble  salt  is  washed 
with  feebly  alkaline  water  and  decomposed  with 
carbon  dioxide.  .  The  purified  product  gave  the 
xanthoproteic,  biuret,  Adamldewicz's,  and 
Millon's  reactions.  A  litre  of  broth  culture 
gave  about  3  grm.  of  the  zinc  double  compouud 
(Zeitsch.  Hygiene,  xxii.  267). 

Sidney  Martin  isolated  from  diphtheritic 
membrane  and  from  the  spleen  and  other  organs 
of  diphtheria  cadavers  proteoses,  chiefly  deutero- 
albumose,  and  from  the  membrane  alone  an 
organic  acid  which  was  not  identified.  The 
latter  is  a  yellowish  amorphous  body,  becoming 
deep  brown  with  alkalis,  and  is  soluble  in  wafer 
and  absolute  alcohol,  but  not  in  ether,  chloro- 
form, or  benzene.  The  proteoses  were  ex- 
tracted by  placing  the  minced  tissues  in  absolute 
alcohol  until  the  ordinary  proteins  were  coagu- 
lated and  rendered  insoluble,  extracting  with 
water,  and  precipitating  this  extract  with 
alcohol  many  times.  Similar  proteoses  were 
obtained  from  cultures  in  alkali-albumin  of  the 
diphtheria  bacillus  (Brit.  Med.  Jour.  1892,  i.). 

Ehrlich  concluded  that  the  diphtheria 
'  toxin  '  contains  two  or  more  toxic  constituents, 
as  well  as  non-toxic  bodies,  '  toxoids,'  deriva- 
tives, or  degradation-products,  of  the  toxin 
(».  infra,  under  Antitoxins). 

Tetanus  tonn  was  obtained  in  a  somewhat 
concentrated  form  by  Kitasato  from  anaerobic 
broth  cultures  of  the  tetanus  bacillus  (which 
produces  lock-jaw),  and  he  gave  a  detailed 
account  of  the  action  of  heat  and  of  a  number  of 
chemical  reagents  on  the  toxin  broth  (Zoitsch. 
Hygiene,  x.  267).  Brieger  and  Cohn  precipi- 
tated veaj-broth  cultures  by  saturation  with 
ammonium  sulphate  {ibid.  xv.  1).  The  toxin 
formed  a  flocculent  precipitate  which  floated ; 
it  was  purified  by  redissolving,  precipitating  the 
protein  with  basic  lead  acetate,  removing  other 
soluble  impurities  by  dialysis,  and  finally  pre- 


cipitating the  dialysfed  solution  with  alcohol. 
Thus  prepared,  the  tetanus  toxin  formed  pale 
yellow,  odourless,  easily  soluble  scales,  having  a 
gummy  taste.  The  solution  was  feebly  lasvoro- 
tatory.  It  contained  only  a  trace  of  ash,  but 
did  not  give  the  Millon  s  and  xanthoproteic 
reactions,  and  gave  no  precipitate  with  potas- 
sium ferrocyanide  and  acetic  acid,  nitric  acid, 
or  mercuric  chloride.  Boiled  with  ferric  chloride 
it  gave  no  red  colour.  With  copper  sulphate 
and  spdium  hydroxide  it  gave  a  slight  violet 
colour.  It  contained  no  phosphorus  and  only 
a  trace  of  sulphur,  and  ultimate  analysis 
gave  the  following  figures:  C  52-08,  H  8-1, 
N  15-71  (Brieger,  Zeitsch.  Hygiene,  xix.  101). 
Subsequently,  Brieger  and  Boer  obtained  the 
toxin  by  the  method  employed  by  them  for 
isolating  the  diphtheria  toxin  {vide  ante).  On 
these  facts  Brieger  considered  that  the  tetanus 
toxin  is  not  a  true  protein. 

Hayashi,  however,  employing  the  Brieger- 
Bocr  method,  or  a  modification  of  it,  came  to 
the  conclusion  that  the  tetanus  toxin  is  a 
protein,  and  is  a  primary  proteose  (Arch.  f. 
exper.  Pathol,  xlvii.  9).  S.  Martin  also  isolated 
proteoses,  chiefly  deutero-albumose,  from  the 
spleen  of  a  cadaver,  but  they  did  not  induce 
tetanic  convulsions  on  inoculation.  Tetanus 
cultures  contain  methyl-meroaptan  and  other 
sulphur  compounds  (Nencki,  Monatsh.  x.) ;  but 
Fermi  and  Pemossi  were  unable  to  extract  any 
basic  substance  from  them  (Zeitsch.  Hygiene,  xvi. 
385).  Besides  the  convulsive  constituent,  '  te- 
tano-spasmin,'  the  toxin  broth  also  contains  a 
substance,  '  tetano-lysin,'  which  is  a  solvent  for 
red-blood  corpuscles.  The  purified  tetanus  toxin 
is  probably  the  most  toxio  substance  knowrj, 
less  than  0-5  mgrm.  being  a  fatal  dose  for  a  man. 

Anthrax  toxin.  Hankin  obtained  proteoses 
from  cultures  of  the  anthrax  bacillus,  and 
Brieger  and  Frankel  a  tox-albumin  from  animals 
dead  of  anthrax.  Marmier,  by  precipitating 
cultures  with  ammonium  sulphate,  isolated  a 
toxic  substance  which  he  considered  to  be  neithen 
protein  nor  basic  (Ann.  In^t.  Pasteur,  ix.  533). 
S.  Martin  {I.e.)  pbtained  both  from  cultures  in 
alkali  albumin,  and  from  animals  dead  of  anthrax, 
proteoses,  chiefly  deutero-albumose,  and  a 
nitrogenous  basic  substance,  both  of  which  were 
toxic.  The  toxins  are  formed  mainly  by  the 
action  on  the  culture  medium  of  enzymes 
excreted  by  the  bacillus.  Endo-toxins  may  also 
be  formed. 

The  toxins  of  the  majority  of  other  patho- 
genic bacteria  are  endo-toxins.  That  is  to  say, 
if  the  organisms  be  grown  in  a  fluid  medium, 
the  filtrate  is  almost  non-toxic,  but  the  dead 
and  disintegrated  bacterial  cells  yield  toxic 
substances.  Toxins  of  protozoan  organisms 
are  not  known  with  certainty. 

Tuberculin.  The  original  or  old  tuberculin 
of  Koch  is  obtained  by  boiling,  concentrating 
over  a  water-bath  and  filtering  glycerin  broth 
cultures  of  the  tubercle  bacillus.  It  is  toxic  to 
healthy  animals  only  in  large  doses,  but  minute 
doses  cause  considerable  disturbance  in  tuber- 
culous patients  and  animals,  and  this  reaction  is 
made  use  of  for  the  detection  of  tuberculous 
infection.  It  contains  small  quantities  of 
proteoses,  extractives,  and  salts,  and  traces  of 
basic  bodies.  Small  quantities  of  an  acid  sub- 
stance,    probably     teraoonio     acid,     possibly 
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derived  from  the  bacillar  cells,  are  also  present 
in  cultures  of  the  tubercle  bacillus.  Other 
tuberculins  and  bacterial  extracts  have  been 
prepared. 

It  must  be  clearly  recognised  that  in  those 
cases  in  which  the  toxin  is  supposed  to  be  a 
proteose  or  other  protein,  the  latter  may  be 
merely  constituents  of  the  culture  medium  by 
which  the  toxin  is  entangled  or  adsorbed. 

[On  toxins,  &c.,  see  Oppenheimer  in  Kolle 
and  Wassermann's  Handbuch  der  Pathogenen 
Mikroorganismen,-  vol.  i.  (Bibliog.);  Vaughiin 
and  Novy,  Cellular  Toxins,  1902  (BibUog.) ;  S. 
Martin,  Man.  of  Gen.  Pathology,  1904,  and 
Reps.  Med.  Oil.  Loc.-  Gov.  Bd.  1889-1900 ;  also 
,  various  papers  in  tlie  Ann.  Inst.  Pasteur ;  Zeitsch. 
Hygiene,  Centr.  Bakteriol.  Abstracts  also  in 
chemical  journak.] 

Snake  venom.  Poisonous  snakes  are  divided 
into  two  groups,  the  oolubrine  and  viperine. 
The  venom,  which  is  secreted  by  glands  in 
connection  with  the  mouth,  may  be  limpid  or 
syrupy,  pale  yellow,  orange  or  greenish  in 
colour,  odourless  and  tasteless,  sp.gr.  1-04 
(rattlesnake),  I'll  (cobra),  1-08  (Russell's  viper). 
"Microscopically,  it  contains  few  elements,  and 
when  dry  resembles  dry  albumin.  The  reaction 
of  the  pure  venom  is  acid  ;  it  contains  C,  H,  0, 
N,  and  S  in  the  proportions  foimd  in  proteins, 
gives  the  protein  reactions,  is  precipitated  with 
alcohol,  ammonium  sulphate,  sodium  chloride, 
and  coagulates  on  heating.  Viperine  venoms  lose 
their  toxicity  on  heating  to  80°-85°,  but  colu brine 
venoms  require  to  be  heated  to  120°  to  destroy 
their  toxicity.  The  active  toxic  substances  of 
venom  are  coagulable  proteins  (globulin),  pro- 
teoses, toxins  allied  to  bacterial  toxins,  and  Faust 
has  separated  a  non-nitrogenous  toxic  substance, 
ophiotoxin.  The  proteoses  are  chiefly  proto- 
and  hetero-proteose.  The  venoms  are  complex 
mixtures  containing  some,  but  not  in  any  venom 
all,  of  the  following  active  substances :  1. 
Neurotoxins  acting  on  (o)  respiration,  (6)  heart, 
(c)  muscle,  particularly  the  diaphragm ;  2. 
Cytolysins,  solvents  for  (o)  blood  corpuscles, 
(6)  vascular  endothebum,  (c)  other  cells ;  3. 
Fibrin  ferment  indtfcing  blood-clotting,  and 
others.  The  venoms  thus  produce  paralysis  of 
voluntary  muscles  and  of  the  heart  and  respira- 
tion, solution  of  the  red-  and  white-blood 
corpuscles  and  heemorrhages,  and  the  blood  may 
be  either  fluid  or  coagulated  in  the  vessels,  and 
the  bodies  of  the  dead  putrefy  rapidly  owing  to 
the  destruction  of  the  anti-bacterial  properties 
of  the  blood.  The  venom  is  most  active  when 
injected  into  a  blood-vessel,  whereas  in  the  sub- 
cutaneous tissues  it  may  take  some  time  to  act : 
it  is  also  readily  absorbed  from  the  eye.  Taken 
by  the  mouth,  provided  there  are  no  cracks  or 
abrasions,  oolubrine  venom  is  harmless,  but 
viperine  venom  may  cause  gastritis,  &o.,  and 
even  death.  The  hsemolysins  which  cause 
solution  of  the  red-corpusclea  are  of  the  nature 
of  '  amboceptors,'  requiring  a  '  complement ' 
(».  infra  under  Bactericidal  sera)  to  activate 
them.  In  some  cases  the  venom  alone  can 
hsemolyse  washed  red-corpuscles  in  vitro,  e.g. 
man,  dog,  &e.,  in  others  it  has  no  action  on 
washed  corpuscles,  but  becomes  active  on  the 
addition  of  serum.  Some  corpuscles,  therefore, 
contain  the  activating  '  complement, '  others  do 
not,  and-,  hence,  are  not  hsemolysed  when  washed. 


Kyes,  Sachs,  Flexner,  and  Noguchi  have  shoWn 
that  lecithin  ind  leoithides  in  tlie  corpuscles  are 
the  complement-hke  activators  of  the  ha^molytio 
amboceptors.  A  venom  which  is  inactive  on 
washed  corpuscles  becomes  active  on  the  addition 
of  lecithm  or  even  of  oleic  acid  or  other  fatty 
acids  and  soaps. 

By  the  cautious  treatment  of  an  animal  with 
increasing  doses  of  venom  an  antitoxin  ('  anti- 
venin ')  is  formed  which  has  the  power  of 
neutralising  the  particular  venom. 

The  venom  of  scorpions  (against  which  an 
antitoxin  can  be  prepared)  and  spiders  is 
probably  protein  in  nature;  of  mosquitos  and 
gnats  it  may  be  the  products  of  certain  bacteria 
or  moulds  present  in  the  oesophageal  sacs ;  of 
bees  a  protein-free  organic  base.  The  formic 
acid  present  in  the  '  venom  '  of  ants,  bees,  &c., 
is  probably  not  the  active  toxin.  Many  fish  are 
also  poisonous  by  their  bites  or  by  spines  con- 
nected with  special  glauds.  Toads  and  sala- 
manders have  acid  and  basic  poisons  in  the  sldn 
glands.  Jelly-fish  and  sea-anemones  have  sting- 
ing glands.  Extracts  of  intestinal  worms  may 
be  toxic. 

[On  snake  venom,  see  Martin  and  Lamb  in 
AUbutt  and  RoUeston's  System  of  Med.  vol.  ii. 
pt.  ii.  (Bibliog.);  Sc.  Memoirs  of  the  Gov.  of 
India,  Nos.  1,  3,  4,  5,  7,  10,  16,  17 ;  Faust,  Die 
Tiereschen  Gifte  (Braunschweig,  1906,  BibUog.) ; 
Noguchi,  Joum.  Exper.  Med.  viii.  and  ix. ;  and 
Snake  Venoms  (Smithsonian  Inst.  PubUcation) ; 
Calmette,  Venoms  '  and  Venomous  Animals 
(Bale).  On  other  animal  toxins,  see  Caetellani 
and  Chalmers,  Manualof  Tropical  Med.  (Bibliog.).] 

Antitoxins. 
It  is  a  remarkable  fact  that  proteins  on 
injection  into  a  suitable  animal  (the  domestic 
mammals  generally)  give  rise  to  the  formation 
of  '  anti-bodies  ' — substances  having  properties 
in  some  way  opposed  to  those  of  the  proteins 
injected — ^which  accumulate  in  the  blood  of  the 
treated  animal.  This  property  of  generating 
anti-bodies,  according  to  Abderhalden,  ischarao- 
teristic  of  the  animal  bod^  and  is  most  active 
against  injected  cells,  proteins,  and  aUied  sub- 
stances. The  substance  which  generates  the 
anti-body  is  termed  the  '  antigen.'  If  a  protein 
such  as  human  serum  is  injected  into  a  rabbit, 
the  serum  of  the  treated  rabbit  gives  a  white 
precipitate  when  mixed  with  human  serum,  and 
to  a  less  extent  with  apes'  serum,  but  with  no 
other  sera — a  specific  precipitin '  for  human 
serum  has  been  formed.  By  this  means  blood- 
stains, flesh,  &c.,  can  be  identified  with  great 
certainty.  By  injecting  an  enzyme,  such  as 
renniii,  anti-enzyme  is  formed  which  inhibits 
the  action  of  the  enzyme ;  by  injecting  red- 
blood  corpuscles  '  hsemolysin,'  soWeht  foy  red- 
blood  corpuscles,  is  formed.  If  a  poisonous 
protein  is  injected  (iji  properly  graduated  doses 
so  as  to  avoid  kiUing  the  animal),  such  as  ricin 
or  snake  venoni,  an  anti-body  is  generaited  which 
completely  neutralises  the  poisonous  action  of 
the  substance  injected.  The  same  is  the  case 
with  toxins  like  diphtheria  and  tetanus  toxins. 
By  repeated  injections  of  a  horse  with  increasing 
doses  of  the  toxin,  the  animal  becomes  less  and 
less  susceptible,  so  that  it  can  finally  tolerate 
huge  doses  of  the  toxin  without  harm,  and 
coincident    with     the     development    of     this 
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tnsusceptlbilily  antidotal  substances  appear  in 
its  blood,  and  may  bo  obtained  in  the  blood- 
serum  by  bleeding  the  animal  and  allowing  the 
blood  to  clot.  The  antidotal  or  neutrausing 
substance  to  toxin  is  termed  antitoxin ;  it  is 
a  fairly  stable  substance,  and  by  obtaining  and 
bottling  the  serum  aseptically  it  may  be  pre- 
served, and  is  employed  to  treat  the  respective 
disease  in  man. 

The  antitoxic  serum  contains  a  variable 
amount  of  the  antitoxic  constituent  and  for 
therapeutic  use  must  be  standardised. 

The  antitoxic  constituent  is  probably  protein 
(globulin)  in  nature,  or  at  least  is  associated  with 
the  globulin  constituent  of  the  serum.  The 
globulin  content  of  the  blood  of  antitoxin - 
yielding  horses  is  frequently  higher  than  normal, 
and  the  antitoxin  may  be  precipitated  by 
saturation  of  the  serum  with  magnesium  sul- 
phate, or  by  partial  saturation  with  ammonium 
sulphate ;  it  comes  down  with  the  eu-globuUn 
fraction  of  the  serum  globulin. 

Brieger  and  Boer  [I.e.)  separated  the  anti- 
toxio  constituent  by  the  following  methods : 
(a)  4  gims.  of  potassium  iodide  or  chloride  are 
added  to  10  c.c.  of  the  antitoxic  s^rum  diluted 
with  an  equal  quantity  of  distilled  water.  After 
solution,  4r-5  grnis.  of  finely-powdered  sodium 
chloride  are  added,  the  mixture  is  kept  at  30°- 
37°  for  18-20  hours,  and  the  precipitate  (04  grm. ) 
is  collected ;  it  is  the  antitoxic  portion  of  the  serum 
with  a  slight  admixture  of  protein  and  salts. 

(6)  The  proteins  of  the  antitoxic  serum  are 
precipitated  with  basic  lead  acetate  containing 
a  trace  of  ammonia,  the  precipitate  is  filtered 
off  and  the  filtrate  is  saturated  with  ammonium 
sulphate.  The  precipitate  is  collected  and  redis- 
Bolved,  the  solution  is  dialysed,  and  evaporated 
to  dryness.  A  light  powder  is  obtained  (0-06  grm. 
from  10  c.c.  serum)  which  contains  the  antitoxic 
constituent. 

(c)  10  0.0.  of  the  serum  are  diluted  vrith 
60  CO.  of  distilled  water,  and  20  c.c.  of  a  1  p.c. 
solution  of  zinc  sulphate  or  chloride  are  added. 
The  precipitate  is  collected,  dissolved  in  feebly 
alkaline  water,  and  the  zinc  compound -is  de- 
composed with  carbon  dioxide.  The  antitoxic 
constituent  is  present  in  solution  when  the 
precipitant  is  zinc  chloride,  but  is  entangled  in 
the  zinc  carbonate  precipitate  when  the  pre- 
cipitant is  zinc  sulphate. 

Dzerzgo  wski  and  Predt^tchensky  have  elabor- 
ated a  very  exact  method  by  partial  saturation 
of  the  serum  with  ammonium  sulphate,  whereby 
practically  the  whole  of  the  antitoxin  may  be 
concentrated  and  recovered  from  a  weak  anti- 
toiio  serum  (Archives  des  Sc.  Biologiques,  St. 
Petersbourg,  xvi.). 

Anti-venin,  the  antidotal  serum  for  snake- 
bites, is  a  truly  antitoxic  serum. 

In  the  case  of  pathogenic  micro-organisms 
which  do  not  form  an  exo-toxin,  an  antidotal 
anti-serum  can  also  be  prepared  by  the  injection 
of  the  bacterial  cells,  first  killed  cultures,  and  sub- 
sequently the  living  organisms,  but  such  serums 
are  not  nearly  so  potent  as  the  antitoxic  serums 
produced  by  exo-toxins,  and  many  are  pra^jti- 
cally  useless  for  treatiiig  the  respective  diseases, 
e.g.  typhoid  and  cholera  serums.  The  principal 
action  of  such  an  anti-serum  is  bacteriolytic,  i.e. 
it  brings  about  solution  of  the  microorganism. 

In  this  bacteriolytic  reaction  (and  similarly 


in  the  solution  of  fed-blood-oorpuscles  by  a 
'  hsemolytio '  serum)  two  protein  substances 
seem  to  be  concerned.  The  fresh  anti-serum  is 
solvent  for  bacteria,  but  not  the  old,  nor  the 
heated  (to  56°C.)  anti-serum.  The  two  latter  may 
be  rendered  active  again  by  the  addition  of 
fresh  normal  serum.  That  is  to  say,  by  injection 
of  the  bacteria  (or  blood  corpuscles),  a  new  and 
relatively  stable  substance  is  formed,  which 
reacts  with  an  unstable  normal  constituent  of 
the  serum,  the  two  together  bringing  about 
bacteriolysis  (or  haemolysis).  To  the  former,  the 
name  of  'immune  body'  or  '  amboceptor,' to  the 
latter,  '  alexin  '  or  '  complement,'  is  given. 

Specificity  is  the  distinguishing  feature  of 
the  anti-bodies  ;  the  anti-body  produced  by  an 
antigen  always  reacts  most  actively  with  this 
particular  antigen. 

The  formation  of  anti-hodiea  is  usually 
explained  by  Ehrlich's  '  side-chain  theory.' 
This  supposes  that  the  protoplasmic  molecules 
of  the  cells  of  the  animal  have  an  affinity  for 
the  substance  injected  (the  '  antigen ')  which 
gives  rise  to  the  anti-body,  so  that  the  antigen 
becomes  incorporated  with  the  protoplasm. 
The  union  of  the  antigen  with  the  protoplasm 
is  assumed  to  be  brought  about  by  the  combina- 
tion of  atomic  groups  comparable  to  the  side- 
chains  of  a  ring  nucleus,  those  of  the  proto- 
plasmic molecule  being  termed  '  receptor  groups,' 
those  of  the  antigen  '  haptophore  (= binding) 
groups.'  The  poisoning  caused  by  a  toxin  is 
thus  due  to  the  union  of  the  toxin  with  the 
protoplasm  by  the  combination  of  the  hapto- 
phore groups  of  the  toxin  with  the  receptor 
groups  of  the  protoplasm.  Should  the  animal's 
protoplasm  not  possess  receptor  groups  having 
an  affinity  for  the  haptophore  groups  of  the 
toxin,  the  toxin  would  not  be  poisonous  to  this 
animal.  This  is  often  the  case — a  toxin  is  never 
poisonous  to  all  animals.  Now  Ehrlieh  assumes 
that  the  protoplasmic  receptor  groups  fulfil 
physiological  functions  in  the  animal,  e.g. 
nutrition,  &c.,  so  that  when  a  toxin  becomes 
united  with  the  protoplasm  a  defect  is  created, 
whereby  the  latter  cannot  properly  fulfil  its 
physiological  functions.  Provided  the  dose  of 
toxin  be  not  too  large,  recovery  ensues,  due  to 
the  regeneration  by  the  protoplasm  of  the 
particular  receptor  groups  involved.  This 
process  is  repeated  again  and  again,  and  as  a 
result  of  the  continued  stimulation  by  the 
numerous  doses  of  toxin,  the  protoplasm 
ultimately  |orms  the  receptor  groups  in  question 
in  large  excess — ^much  more  than  is'  necessary 
simply  to  repair  the  damage  done.  A  con- 
siderable proportion  of  the  now  very  numerous 
receptor  groups  then  becomes  detached  from 
the  protoplasm,  accumulates  in  the  blood,  and 
constitutes  the  anti-body.  The  antidotal  pro- 
perty of  antitoxin  is,  therefore,  due  to  the 
fact  that  it  saturates  the  haptophore  groups  of 
the  toxin  so  that  the  latter  is  then  unable  to 
combine  with  the  protoplasm.  ' 

[On  antitoxins,  &o.,  see  Ehrhch,  Die  Wert- 
bemessung  des  Diphtherieheilserums.  1897; 
Trans.  Jenner  Inst,  of  Prev.  Med.  ii.  ;  Oroonian 
Lect.  Roy.  Soo.  Lond.  1900 ;  and  CoUeoted 
Papers  on  Immunity,  1909 ;  Hewlett,  Serum 
and  Vaccine  Therapy,  Churchill,  1910  (Bibliog.) ; 
Emery,  Immunity  and  Specific  Therapy  (Lewis, 
1909,  BibUog.).] 
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Toxin-antiioxin  reactiorii  The  neutralisation 
of  toxin  by  antitoxin  is  approximately  quantita- 
tive, and  the  toxin  and  antitoxin  unite.  This 
is  shown  by  the  fact  that  if  a  recently-made 
mixture  of  toxin  and  antitoxin  be  filtered  through 
a  gelatin -coated  porcelain  filter,  the  toxin  passes 
through  into  the  filtrate,  but  not  the  antitoxin 
{see  anlt).  If,  however,  the  mixture  be  allowed 
to  stand  so  that  interaction  may  occur,  the 
toxin  can  no  longer  be  separated  from  the  anti- 
toxin by  this  method.  The  interaction  between 
the  two  is  slow,  is  retarded  by  cold,  and  is 
hastened  by  warming  (Brodie,  I.e. ;  Martin  and 
Cherry,  Proo.  Roy.  Soc.  Iiond.  bdii.). 

The  exact  nature  of  the  union  of  toxin  with 
antitoxin,  '  the  toxin-antitoxin  reaction,'  has 
been  the  subject  of  much  controversy,  and  three 
principal  hypotheses  have  been  formulated  to 
explain  it.  Ehrlich  held  that  the  union  is 
•  comparable  to  the  combination  of  a  strong  acid 
with  a  strong  base,t.e.  the  reaction  is  a  complete 
one,  and  there  cannot  be  at  the  same  time  in  a 
mixture  of  toxin  and  antitoxin,  free  toxin  and 
antitoxin,  together  with  neutralised  toxin. 
The  strictly  quantitative  relation  of  toxin  and 
antitoxin  supported  this  view,  viz.  if  10  equiva- 
lents of  antitoxin  exactly  neutralise  10  equiva- 
lents of  toxin,  then  100  equivalents  of  antitoxin 
will  exactly  neutralise  100  equivalents  of  toxin. 
But  it  is  found  that  if  100  fatal  doses  of  toxin 
(for  the  guinea-pig)  are  just  neutralised  by  100 
equivalents  of  antitoxin,  101  fatal  doses  of 
toxin  4-100  equivalents  of  antitoxin  is  not  a 
fatal  mixture,  and  generally  108—116  (some- 
times many  more)  fatal  doses  of  toxin  must  be 
added  to  the  100  equivalents  of  antitoxin  to 
render  the  mixture  a  fatal  one  (the  Ehrlich 
phenomenon).  Ehrlich  explained  this  by  suppos- 
ing that  the  '  toxin  broth '  contains  not  one 
toxic  substance  only,  but  is  a  mixture  of  toxin 
and  toxone,  the  latter  being  much  less  toxic 
than  toxin,  though  requiring  as  much  antitoxin 
to  neutraUse  it  as  toxin  does.  Toxin  has, 
however,  a  greater  affinity  for  antitoxin  than 
toxone  has,  so  that  when  more  toxin  is  added  to 
a  neutral  mixture  of  toxin  and  antitoxin,  the 
toxone-antitoxin  complex  in  the  latter  is 
dissociated,  and  the  antitoxin  so  set  free  then 
combines  with  the  added  toxin,  and  it  is  not 
until  the  added  toxin  is  more  than  can  be 
neutralLsed  by  the  freed  antitoxin  that  the 
mixture  becomes  fatal.  Ehrhch,  in  fact,  was 
forced  to  conclude  that  toxin  broth  contains 
diverse  toxic  bodies.  The  second  hypothesis, 
that  of  Arrhenius  and  Madsen,  whUe  admitting 
that  the  union  of  toxin  with  antitoxin  takes 
place  in  definite  proportions,  regards  it  as  com- 
parable to  the  neutralisation  of  a  weak  base  by 
a  weak  acid,  e.g,  ammonia  and  boric  acid,  the 
reaction  is  incomplete,  though  resulting  in 
equilibrium,  so  that  free  toxin  and  antitoxin 
exist  in  the  mixture,  together  with  the  toxin- 
antitoxin  complex.  The  quantity  of  free  toxin 
would  be  a  function  of  the  relation  existing 
between  the  initial  quantities  of  the  two  sub- 
stances. The  Ehrlich  phenomenon  is  quite 
explicable  on  this  hypothesis,  and  there  is  no 
need  to  postulate  the  existence  of  toxone  or 
other  toxic  constituents  in  toxin  broth.  But 
other  phenomena  concerning  the  neutralisation 
of  toxin  by  antitoxin  do  not  seem  explicable  by 
either  of  these  hypotheses.    One  of  these  is 


what  is  known  as  the  '  t)anysz  effect,'  which  la 
obtained  with  many  different  toxins  and  their 
corresponding  antitoxins.  If  a  mixture  con- 
sisting of  a  parts  of  toxin  and  6  parts  of  antitoxin 
is  exactly  neutral,  when  the  whole  of  the  toxin  o 
is  mixed  with  the  antitoxin  ;  a  similar  mixture 
of  u  parts  of  toxin  and  6  parts  of  antitoxin, 
prepared  by  adding  the  toxin  in  several  fractions 
to  the  antitoxin  is  still  toxic.  This  is  explained 
according  to  Arrhenius  and  Madsen  as  being 
analogous  to  the  neutralisation  of  chloracetic 
acid  by  sodium  hydroxide.  If  equivalent 
quantities  of  the  acid  and  base  are  taken,  and 
only  half  the  acid  is  added  in  the  £rst  instance 
to  the  whole  of  the  hydroxide,  the  acid  is 
whoUy  neutralised,  leaving  half  the  base  free. 
This  then  slowly  reacts  upon  the  sodium  chlor- 
acetate  forming  sodium  chloride  and  glycollate, 
and  the  solution  ultimately  becomes  neutral. 
{Communications  from  the  Nobel  Institute,  1,  iii. 
1906.)  The  Danysz  effect  has  its  counterpart  in 
the  neutralisation  of  arsenious  acid  with  ferric 
hydroxide.  Bordet  maintains  that  the  union  of 
toxin  with  antitoxin  takes  place  in  variable  pro- 
portions, and  resembles  the  phenomenon  of 
adsorption,  similar  to  the  colouring  of  filter- 
paper  with  a  dye.  Thus,  if  pieces  of  filter-paper 
be  placed  in  a  dilute  solution  of  a  dye  at  suffi- 
ciently long  intervals,  the  first  pieces  become 
distinctly  coloured,  but  the  last  pieces  remain 
colourless  through  lack  of  free  dye  in  the  solution. 
On  the  other  hand,  if  all  the  pieces  of  paper  are 
simultaneously  placed  in  the  solution,  they  all 
become  similarly  coloured.  Likewise,  a  mixture 
of  toxin  and  antitoxin,  in  which  the  latter  is  in 
insufficient  quantity  to  render  the  mixture  com- 
pletely innocuous,  does  not  contain,  according 
to  Bordet,  a  certain  quantity  of  free  toxin, 
together  with  neutralised  toxin,  but  contains 
only  molecules  of  toxin  insufficiently  neutralised, 
because  the  antitoxin  is  diffused  over  all  the 
molecules  of  toxin,  each  of  which,  therefore, 
fixes  an  amount  of  antitoxin  too  small  com- 
pletely to  inactivate  it.  In  a  series  of  mixtures 
containing  increasing  quantities  of  antitoxin  for 
a  uniform  amount  of  toxin,  each  molecule  of  the 
latter  will,  therefore,  be  united  to  increasing 
quantities  of  antitoxin.  The  toxicity  of  the 
poison  will  thus  become  weaker  and  weaker,  and 
such  a  series  of  mixtures  wiU  possess  all  degrees 
of  toxicity.  Erom  this  conception,  reversibility 
of  the  toxin-antitoxin  combination  should  exist, 
and  this  reversibiUty  must  be  variable  according 
to  the  condition,  as  is  the  case  with  adsorption 
phenomena  in  geueraL  Reversibility  can  be 
demonstrated  in  the  case  of  some  antigen-anti- 
body systems,  a  reversibility  which  is  variable  and 
generally  incomplete.  On  the  whole,  almont  every 
phenomenon  of  the  toxin-antitoxin  reaction  seems 
to  be  explicable  on  Bordet's  adsorption  hypothesis, 
which  is  not  the  case  with  other  hypothe^esj 
Specificity  is  not  completely  explained  by  it,  nor, 
however,  is  it  explained  by  other  hypotheses. 

[On  the  toxin-antitoxin  reaction,  see  Ehrlich, 
Deutsch.  med.  Woch.  1898 ;  Arrhenius,  Immuno- 
Chemistry  (Macmillan  Co.,  1907),  Ergebnisse  den 
Physiol,  vii.  Jahr.,  1908,  and  Jour,  of  Hygiene, 
viii. ;  Bordet,  Ann.  Inst.  Pasteur.  1899, 1900, 1903; 
Craw,  Jour,  of  Hygiene,  vii.,  ix. ;  McKendrick, 
Proc.  Roy.  Soc.  Lond.  B.  1911 ;  Gengou,  Jour. 
State  Med.  1912,  xx.  (Summary  and  full  Bibliog.)^ 
Many  abstracts  in  J.  Chem.  Soc]       R.  T.  H, 
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TOXICODENDROL.  the  aotive  principle  of 
the  'Poison  Ivy '  (iJAiw  Toxicodendron  [Linn.]  and 
£.  venenata  [DC.]),  is  an  oily  substance  possess- 
ing intensely  irritating  properties,  found  in  all 
parts  of^the  plant,  the  fruits  giving  3'6,  the 
leaves  3-3,  and  the  stem  1-6  p.c.  The  degree 
of  activity  varies  in  the  case  of  different 
persons ;  in  some  cases  1  mgm.  produced 
hundreds  of  vesicles,  and  even  -j^  mgm.  proved 
active  in  one  case.  The  vesicant  action  was 
not  immediate,  a  period  of  24  hours  to  7  or 
9  days  elapsing  before  the  eruption  appeared 
(Pfaff,  J.  Soc.  Chem.  Ind.  1897,  1037). 

The  poisonous  substance  is  probably  a  gluco- 
dde ;  it  is  decomposed  by  acids  yielding  gallic 
acid,  fisetin,  and  rhamnose.  Gases  of  poisoning 
are  said  to  be  best  treated  Tvith  potassium 
permanganate  (Acree  and  Syme,  Amer.  Chem. 
J.  1906,  301). 

TRAGACANTH.     Tragacanthin  v.  Gums. 

TRAUMATOL  v.  Synthetic  drugs. 

TRAVERTINE.  A  limestone  deposited  by 
calcareous  springs,  known  also  as  calc-sinier  and 
ealcareoua  tufa.  The  typical  travertine  occurs 
near  Tivoli,  the  ancient  Tibur,  whence  the  name 
lapia  Tiburtinus.  The  most  important  sources 
at  this  locality  are  the  sulphuro-calcareous 
springs,  known  as  the  Acque  Albule,  surrounded 
by  a  plain- representing  the  floor  of  an  ancient 
lake,  and  consisting  of  thick  beds  of  travertine. 
This  stone,  being  easily  Worked  and  of  great 
durability,  and  presenting  a  pleasing  tone,  has 
for  ages  been  the  favourite  building  material  in 
Borne.  The  quarries  of  Barco,  on  the  Anio, 
furnished  the  stone  for.  the  Coliseum,  and  those 
of  Fosse  the  material  for  St.  Peter's.  To  supply 
modem  Borne  new  quarries  have  been  opened 
at  the  Villa  Adriana,  below  Tivoli  (N.  Pelati, 
I  Travertinl  della  Campagna  Bomana,  Bome, 
1882 ;  F.  Zezi,  in  Jobnston-Lavis's  South 
Italian  Volcanoes,  Naples,  1891). 
'  Springs  issuing  from  limestone  rocks  com- 
monly precipitate  calcium  carbonate  upon  objects 
with  which  they  come  in  contact,  and  are  thus 
improperly  termed  '  petrifying  springs."  Cal- 
careous incrustations  are  formed,  for  instance, 
by  water  issuing  from  the  carboniferous  lime- 
stone at  Matlock,  in  Derbyshire  ;  whilst  exten- 
sive accumulations  of  tufa  are  produced  by  the 
thermal  springs  of  Clermont,  in  Auvergne,  and 
of  Hieropolis,  in  Asia  Minor. 

The  deposition  of  travertine,  or  tufa,  may 
result  from  the  mere  exposure  of  highly  cal- 
careous waters  to  atmospheric  influences,  car- 
bon dioxide  being  removed  and  the  normal 
calcium  carbonate  precipitated.  Agitation  of 
the  water  facilitates  the  loss  of  carbon  dioxide, 
and  hence  calcareous  deposits  often  occur  where 
the  water  falls  in  a  spray  or  cascade.  Deposition 
is  also  favoured  by  the  action  of  heat,  by  diminu- 
tion of  pressure,  and  by  the  agency  of  plants. 
It  was  shown  by  F.  Colm  that  in  the  hot  springs 
of  Carlsbad  microscopic  plants  are  important 
agents  in  determining  the  deposition  of  calcareous 
tufa,  or  Sprudelstein.  F.  W.  R. 

TREACLE  V.  Sugar. 

TREE  WAX  V.  Insect  wax,  art.  Waxes. 

TREHALOSE  v.  Caebohydeates. 

TKEMOLITE-ASBESTOS  v.  Asbestos. 

TRENT  SAND.  A  sand  found  in  the  Trent, 
Severn,  and  in  other  rivers ;  .  used  for  polish- 
ing. 

yoL.   V.—T. 


TRIDECATOIC  or  TRIDECYLIC  ACID 
C,jH,j-COOH  is  obtained  by  the  oxidation  of 
methyl-tridecyl-ketone ;  it  crystallises  in  thin 
plates;  m.p.  40-5°  j  b.p.  236°  (100  mm.) 
(Krafft,  Ber.  1879,  1668). 

TRIDYMITE  v.  Quaetz. 

TRIFOLIN  V.  Glucosides. 

TRIGEMIN,    TRIPHENIN.    v.    Synthetic 

DEUGS. 

TRIGONELLINE  (Methyl  betaXne  of  nicotinic 
acid)  CjHjNOu  is  an  alkaloid  which  occurs  in 
the  seeds  of  Trigonelkt' Foenum-graecum  (Linn.); 
in  ordinary  peas  (Pisum  sativum  [Linn.]);  in 
hemp  seeds  (Cannwis  sativa  [Linn.])  (Jahns,  Bir. 
1885,  18,  2518 ;  Schulze  and  Frankfurt,  ibid. 
1894,  27,' 769;  Schulze  and  Winterstein, 
Landw.  Versuchs.  Stats.  1895,  46,  23) ;  in  com- 
mercial strophanthine  and  in  the  seeds  of 
Strophanihua  Aispidus  (DC.)  and  S.  Kombi 
(Oliver)  (Thorns,  Ber.  1898,  31,  271,  404; 
Karsten,  Chem.  Zentr.  1902,  ii.  1514). 

Preparation.  The  powdered  seeds  are  ex- 
tracted with  albohol;  after  distilling  off  the  lat- 
ter, lead  acetate  and  caustic  soda  are  added,  and 
the  alkaloid  is  separated  by  means  of  potassium 
bismuth  iodide  and  sulphuric  acid.  The  precipi- 
tate is  then  treated  with  caustic  soda  to  separate 
albuminoids,  the  filtered  solution  is  neutralised 
with  sulphuric  acid  and  precipitated  with  mer- 
curic chloride.  The  cholin  so  precipitated  is 
removed  by  Alteration,  the  filtrate  acidified  with 
sulphuric  acid,  and  the  trigonelline  in  the  form 
of  its  mercury  iodide  salt  is  then  -precipitated. 
The  free  base  is  obtained  by  decomposing  the 
double  salt  with  a  sulphide  (see  Schulze, 
Zeitsch.  pbysiol.  Chem.  1909,  60,  155). 

Trigonelline  has  also  been  obtained  by 
treating  nicotinic  acid  with  methyl  iodide,  and 
the  product  of  the  reaction  with  silver  hydroxide 
(Hantzscb,  Ber.  1886, 19, 31) ;  or  by  the  oxidation 
of  nicotine  t«o-metbohydroxide,  with  potassium 
permanganate  (Pictet  and  Genequand,  Ber.  1897, 
30,2117,2122). 

.  Trigonelline  crystallises  with  one  molecule  of 
water,  forming  colourless,  flat  prisms  of  feeble 
saline  taste  and  neutral  reaction.  It  is  hygro- 
scopic, is  readily  soluble  in  water,  sparingly 
soluble  in  alcohol,  insoluble  in  ether,  benzene,  and 
chloroform.  When  heated,  it  loses  its  water  of 
crystallisation  and  dissolves  or  melts  in  the  latter 
at  130°.  The  anhydrous  alkaloid  darkens  when 
heated  at  200°,  and  melts  at  218°  (decomp.). 
When  heated  with  barium  hydroxide  at  120° 
trigonelline  evolves  all  its  nitrogen  as  dimethyl- 
amine,  and  when  heated  with  excess  of  hydro- 
chloric acid,  it  yields  nicotinic  acid  and  a  gas, 
probably  methyl  chloride  (Jahns,  Ber.  1887,  20, 
2840).  It  gives  the  usual  reactions  of  an 
alkaloid  with  reagents. 

A  hydrochloride,  platinochloride,  and  two  auro- 
chlorides  C,H,N0j-HClAuCl3,  m.p.  198°,  and 
4(C,H,N02)3HCl-3AuCl3,  m.p.  186°  (Jahns,  I.e. ; 
Schulze  and  Frankfurt,  I.e.),  are  known.  For  the 
physiological  action  of  trigonelline,  see  Kohl- 
rausoh,  Chem.  Zentr.  1909,  ii.  465 ;  for  its  origin", 
see  Schulze  and  Trier,  Zeitsch.  physiol.  Chem. 
1910,  67;  46)  v.  Vegeto-alkaloids. 

TRIHYDROXYBENZBNE  v.  Phenol  and  its 

HOMOLOQUES. 

TRIKETOHYDRINDENE  v.  Indbne. 
TRIKETONES  v.  Ketones. 
TRIMETHYLACETIC  ACID  v.  Valeric  acids. 
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TRIMETHYLBENZENES. 


TRIMETHYLBENZENES  v.  CvmsNss. 
TRIMETHYLENE  «.  Pkofyi.. 
TRIMETHYLHYDROXTBENZENEv.Phekol 

and  its  homoixjquhs. 

TRINITROPHENOL  v.  Picbic  acid. 

TRIONAL  {diethglsvlphonemethyiethylmethane 
or  methyl  avlphqnal)  CH3(CjH5)C(S02C2H,)2 
is  prepared,  like,  sulphonal  and  tetional,  from 
methylethytotone  and  ethyl  meroaptan 
(Fromm,  Annalen,  1889,  253,  150;  D.  R.  P. 
49073;  Frdl.  1887-1890,  ii.  521).  It  forms 
colourless,  odourless,  lusi^roua  square  tablets, 
m.p.  76°,  soluble  in  320  parts  of  cold  water,  but 
more_  readily  bo  in  boiling  water,  in  ether,  and 
in  alcohol.  It  is  employed  in  medicine  for  the 
same  purposes  as  sulphonal  and ,  tetronal,  v. 
Synthetic  SBtros.  For  its  d'eteotipn,  v. 
Sulphonal  and  Tete.onal. 

TRIPHANE  V.  'Sfodttuene. 

TRIPHENYLMETHANE  COLOURING  HAT- 
TERS. This  is  the  generic  name  of  a  very  large 
and  'Varied  class  of  artificial  dycrstufis  which 
have  been  obtained  by  very  different  methods. 
Some  of  the  oldest  artificial  dye-stufis  belong  to 
this  group.  Their  generic  connection  was,  in 
many, instance^,  not  known  until  their  constitu- 
tion was  fully  ascertained.  When  this  had  been 
done,  a  large  number  of  new  dye-stufis  belonging 
to  the  same  class  was  prepared  by  direct  syn- 
thesis. The  members  of  this  group  vary  more 
than  those  of  any  other  in  their  physical  pro- 
perties ;  they  represent  almost  every  possible 
shade,  and  include  dye-stufis  suitable  for  almost 
every  kind,  of  -dyeing  and  printing  process. 
They  are  applicable  to  siljk,  wool,  and  cotton 
idyeing ;  as  a,  rule,  they,  are  of  very  pyre  and 
brilUant  shades — in  fact,  the. most  bnlliant  of 
all  colouryig  laatters  are  found  amongst  them; 
Many  are  rather  fugitive,,  especially,  the  older 
ones.-r-:J!iagentaTred  and  its  congeners. .  It  is  for 
this  reason  that  aniline  dyes  .generally  have  been 
declared, fugitive  and,  unstable  by.  people  of 
hasty  judgment.  This  want  of  stability  is, 
however,  not  characteristic  of  the  triphenyl- 
methane  group ;  some  of  the  best  and  most 
permanent  dye-stuffs  belong  to  it.  It  may  be 
■well,  to  remark  at  once  that  resistance  :to  light 
and  other  influen6es  seems  not  to  be  directly 
related  to  the  chemical  constitution  of  these  sub-, 
stances,  as  it  is  frequently  observed  that  of  two 
dye-stufis  of  very  similar  constitution  ope  may 
,be  very  fugitive,  whilst  the  other  is  remarkable 
ifor  its.  fastness.  The  fastness,  of  these  and  other 
dye-stufis  also  depends  to  some  extent  on  the 
manner  in  which  they  are  applied  to  the  textile 
,fibre. 

The  members  of  this  family  are  not,  like 
those ,of  the  azo-,group»connected  by  one  generic 
method,  by  which  all  of  them  might  be  produced 
from  various  materials.  Nor  is  it  possible  to 
enumerate  a  number  of  general  synthetic 
methods  which  result  in  their  production.  The 
methods  applicable,  are  so  numerous  that  no 
generalisation  is  possible.  The  only  connecting 
link  between  all.  these  dyes  is  their  chemical 
constitution,  which  is  now  well  established  in 
almost  every  case ;  it  is  also  in  this  constitu- 
tion that  we  find  the  necessary  criteria  for  the 
subdivision  of  the  group.  Some  introductory 
remarks  about  the  constitution  of  these  dyes 
are  therefore  necessary  for  a  complete  revision 
of  the  subject. 


It  we  consider  the  constitution  of  thess 
colouring  matters,  we  observe  that  there  is  but 
one  characteristic  feature  common  to  them  all. 
This  is  the  presence  of  an  atom  of  carbon 
connected  by  three  of  its  valencies  to  three 
aromatic  radicles.  The  compound  of  the  sini, 
plest  constitutional  formula  in  which  this, 
'  central  carbon '  .(as  we.  will  heuceforth  call 
it)  is  observed  is  the  hydrocarbon  triphenyl- 
methane,  the  formula  of  -which  is  CigHn  : 

I 
H — C — C,H, 

I 
C.H3 

Triphenylmethane  thus  becomes  the  prototyp* 
of  all  the  members  of  this  group  ;  it  is  for  this- 
reason  that  the  name  of  triphenylmethane  colour' 
ing  matters  was  chosen.  •  ■ 

Triphenylmethane  was  first  prepared  by 
Kekule  and  Franchimont,  in  1872,  by  heating 
benzyUdene  chloride  with  mercury  diphenide  to  ' 
150°  (Ber.  5,  907).  Itsformation  has  since  been 
observed  in  numerous  reactions.  The  best 
method  for  preparing  it  consists  in  treating  a 
mixture  of  two  parts  of  chloroform  and  seven 
parts  of  benzene  with  aluminium  chloride,  until 
no  more  hydrogen  chloride  is  given  off.  The 
resulting  liquid  is  washed  with  water' and  dried. 
On  distillation  it  yields  benzene,  diphenyl- 
methane,.  and  triphenylmethane.  The  last  may 
be  purified  by  crystallisation.  This  method  was 
indicated  by  Friedel  and  Crafts  (Ann.  Chim. 
Physi  [vi.]  1,  489).  Triphenylmethane  is  ob- 
tained in  colourless  crystals  ;  m.p.  92°  ;  b.p. 
358°-359°.  It  is  capable  of  forming  a  mole-' 
cular  coiuppund  with  benzene.  Of  its  deriva- 
tives the  following  three  are  important  on- 
account  of  their  relations  to- the  colouring  matters 
undef  consideration.  -  

Tripbenyl  caibinol  CssHieO  is  the  tertiary 
alcohol  derivied  from  triphenylmethane: 


HO 


i-^C— C5H, 


C.H, 


It  is  easily  obtained  by  oxidising  the  hydro- 
carbon by  means  of  chromic  acid.  It  forms 
colourless  crystals,  melting  at  159°  and  boilnig, 
at  360°  (E.  and  0.  Fischer,  Annalen,  194,  271). 
Trinitrotrlphenylmethane  CisHnNjO,  is 
obtained  by  treating  the  hydrocarbon  with 
strong  nitric  acid.  Crystals,  melting  at  203°, 
Chromic  acid  transforms  it  into  trinitrotri-, 
phenyloarbinol  (E.  and  0.  Fischer,  ibid.  194, 
256). 

Tri-2)-nitTotriphenylcarbinol  CuHuNjO, : 
NOj 
I 
/\ 


HO- 


\ 


—NO, 


NO^ 
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18~  beat  crystallised  from  glacial  acetic  acid  and 
forms  small  crystals,  melting  at  in''-172°  and 
soluble  in  alcoholic  potash .  solution  with  a 
beautiful  reddish-blue  colour. 

None  of  the  above  substances  is  a  colour- 
ing matter,  nor  are  they  even  coloured.  But  if 
we  reduce  trinitrotriphenylcarbinol  by  adding 
^c-dust  to  its  solution  in  acetic  acid,  we  obtain 
triaminotriphenylcarbinol,  which  is  identical 
with  pararosaniline.  By  showing  this  identity, 
E.  and  ,0.  Fischer 'solved  the  problem  of  the 
constitution  of  this  very  important  colouring 
matter.  Leuoaniline,  the  reduction  product  of 
rosaniline,  was  shown  to  be  identical  with  tri- 
aminotriphenylmethane.  This  discovery  became 
the  starting-point  for  very  important  theoretical 
and  practical  work.  All  the  congeners,  of 
rosaniline  were  shown  to  be  derivatives  of  tri- 
phenylmethane or  analogous  hydrocarbons,,and 
new  synthetical  methods  were  devised  by  which 
such  derivatives  could  be  obtained. 

It  is  quite  obvious  that  not  only  triphenyl- 
methane, but  also  all  its  homologues  and  ana- 
logous hydrocarbons,  are  parent  substances  of 
dye-stufe.  The  number  of  such  hydrocarbons 
.  indicated  by  theory  is  very  large,  since  every 
one  of  the  three  phenyl  radicles  connected 
with  the  central  carbon  may  be  replaced  by 
any  other  aromatic  radicle.  Every  one  of 
the  hydrocarbons  thus  formed  is  capable  of 
yielding,  like  triphenylmethane  itself,  a  very 
large  number  of  colouring  matters,  as  wiE  be 
seen  from  subsequent  considerations.  It  thus 
becomes  evident  that  the  theoretical  number 
of  possible  triphenylmethane  colouring  matters  is 
almost  unlimited.  It  has,  however,  been  shown 
that  the  variation  of  the  aromatic  radicles 
connected  with  the  central  carbon  is  not  the 
only  point  of  importance  as  regards  the.varia- 
tion  of  the  shades  and  properties  of  the  resulting 
dye-stiifEs.  The  triphenylniethane'  colouring 
matters  in  actual  use" are  the  derivatives  of  a 
very  few  hydrocarbons,  of  which  triphenyl- 
methane itself  is  by  far  the  most  important. 
Tolyldiphenylmethane,  ditolylphenylmethane, 
tritolylmethane,  and  naphthyldiphenylmethane 
are  the  principal  parent  substances  of  a  large 
number  of  colouring  matters,  which  at  present 
form  the  object  of  regular  and  extensive  manu- 
facture, and  of  several  hundred  more  which  have 
been  prepared  and  patented  without  coming 
into  general  use.  The  extensive  range  of  shade 
and  general  applicability,  so  characteristic  of 
the  colouring  matters  of  this  class,  and  unequalled 
by  aiiy  other  class  of  dye-stufEs  known,  is  not  so 
much  a  result  of .  the  variation  of  the  hydro- 
carbons forming  their  parent  substances,  as  of 
the  extremely  large  number  of  coloured  deriva- 
tives which  may  be  produced  from  every  one 
of  these  hydrocarbons.  No  other  branch  of  the 
chemistry  of  dye-stufEs  is  so  extremely  fertile 
in  the  synthetical  methods  at  its  disposal  as 
this,  and  every  one  of  these  methods  forms  an 
easy  way  for  the  production  of  a '  considerable 
numbei  of  dye-stuffs,  which  can  generally  be 
produced  by  this  one  method  alone.  Many  of 
these  methods,  both  empirical  and  synthetical, 
lave  been  patented,  and  some  of  these  patents 
are  of  great  value  and  importance.  They  are 
generally  "process"  patents,  claiming  new 
methods  of  manufacture ;  in  this  respect  they 
forjs  the,  exact  counterpart  of  the  stijl  more 


numerous  "substance  "  patents  for  azo-  colour- 
ing matters,  which,  being  all  based  on  the  same 
method  of  work,  only  claim  the  novelty  of  the 
product  obtained  by  varying  the  ingredients  of 
the  process. 

Before  entering  into  the  details  of  the  consti- 
tution of  triphenylmethane  dye-Stuffs,  and  the 
connection  of  this  constitution  with  the  proper- 
ties of  the  dyes,  we  have  to  describe  another 
substance  closely  related  to  triphenylmethane, 
'some  of  the  derivatives  of  which  are  dye-stuffs' 
similar  to  those  derived  from  triphenylmethane 
itself,  whilst  others  play  an  important  part  in 
the  processes  for  the  production  of  triphenyl- 
methane colouring, matters.  This  substance  is 
also  a  hydrocarbon,  derived  from  methane  by 
replacing  only  two  of  its  hydrogen  atoms  by  tke 
aromatic  racfiole  phenyl.  This  hydrocarbon  iS' 
diphenylmetliane,  or  benzyl-benzene  C^jH,,  '• 
CeHs 

H— C— H 

I 

It  was  discovered  by  Zincke  in  1873  (Annalen, 
159,  374),  and  is  best  prepared  by  the  method 
indicated  by  Eriedel  and  Balsohn  (Bull.  Soc.  chim. 
[ii.]  33,  337),  by  adding  aluminium  chloride  to 
a  mixture  of  1  part  benzyl  chloride  with  6  parts 
of  benzene.  It  melts  at  26°-27°,  and  boils  ai» 
261°-262°.  It  forms  white  crystals,  possessing 
an  agreeable  odour  of  oranges.  Of  its  deriya-' 
tives  the  following  are  of  practical  importance : — '" 
Diphenylcaiblnol  oi  benzhydiol  C^jHuO  is 
the  corresponding  alcohol : 
OsHj 

•  r- 

H— C-OH 

I 

C,H5         -   -.       --   - 

It  is  prepared  by  boiling  benzopheiione  with 
alcoholic  potash'  solution  and  zinc-dust.  It 
forms  white  crystals,  melting  at  67*5°-68'',  boil- 
ing at  297°-298°  (Lmnemann,  Annalen,  133,  6 ; 
Zagumenny,  ibid.  184,  174). 

Benzophenone  O13H10O  is  tjie  second  product, 
of  oxidation  of  diphenylmethane,  to  which  it 
stands  in  the  same  relation  as  that  which  exists 
between  propane  and  acetone.  Benzophenone 
is  the  typical  ketone  of  the  aromatic  series 

0=0 

.      I 

It  is  prepared  by  the  process  which  led  to  its 
original  discovery,  by  distilling  calcium  benzo- 
ate,  or,  better  still,  oy  distillmg  a -mixture  of 
calcium  and  zinc  benzoate.  Mother  process 
consists  in  adding  aluminium  chloride  to  a  solu- 
tion of  carbohyl  chloride  COClj  (phosgene)  in 
Euro  benzene,  or  to  a  mixture  of  benzene  with 
enzoyl  chloride.  Benzophenone  forms  beauti-. 
ful  prismatic  crystals,  melting  at  48°-48'5'', 
distillmg  at  305°  (PSligot,  Annalen,  12,  41 ;, 
Chancel,  ibid.  72,  279  ;  Friedel,  Crafts  and  Ador, 
Ber.  10,  1854)  {v.  Quinonbs). 

The  amino  derivatives  of  diphenylmethane,r 
diphenylcarbinol,  and  benzophenone,  which  are 
of  special  importance  in  the  chemistry  of  tlv>: 
triphenylmethane  dye-stuffs,  will  be  describe', 
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Bubaequently  in  connection  with  the  dye-stuffs 
to  which  they  give  rise. 

The  substances  mentioned  so  far,  although 
the  parent  substances  of  so  many  beautiful 
dyes,  are  all  perfectly  colourless.  Even  tri- 
aminotriphehylcarbinol,  which  is  identical  with 
j>-rosani]ine,  is  perfectly  colourless ;  it  only 
becomes  a  dye-stuff  by  being  dissolved  in 
an  acid,  a,  reaction  from  which  one  might  infer 
that  j)-fuohsin,  the  typical  magenta  colour,  is 
merely  a  salt  of  i)-rosaniUne.  This  is,  how- 
ever, not  the  case,  although  colour-makers  are 
apt  to  call,  for  simplicity  s  sake,  the  rosani- 
lines  '  magenta  bases.'  The  dissolution  of  any 
or  either  of  the  aminocarbinols  iu  an  acid  is 
invariably  accompanied  by  a  condensation  in  the 
molecule,  and  a  loss  of  one  molecule  of  water. 
The  basic  triphenylmethane  colouring  matters 
are  tiierefore  free  from  oxygen  (unless  they  con- 
tain it  in  the  shape  of  water  of  crystallisation) ; 
if  we  decompose  the  salts,  by  the  addition  of  an 
alkali,  coloured  bases  are  formed,  which,  how- 
ever, are  very  unstable.  They  take  up,  at  once, 
one  molecule  of  water,  and  re-form  the  original 
colourless  or  faintly-coloured  carbinol  base.  If 
the  precipitation  is  carried  out  by  means  of 
ammonia  instead  of  sodium  hydroxide  or  car- 
bonate, or  if  ammonia  be  present  in  the  Uquid, 
the  carbinol  base  is  partly  or  wholly  trans- 
formed into  the  corresponding  amino  compound, 
as  has  been  shown,  by  Villiger  and  Kopet- 
schni,  Ber.  45,  2910,  and  by  Nolting  and  Saas, 
ibid.  46,  952.  By  this  observation  it  is  clearly 
shown  that  something  mere  than  the  presence  of 
the  '  central  carbon  '  is  necessary  for  the  forma- 
tion of  a  triphenylmethane  colouring  matter. 
We  have,  therefore,  to  consider  the  constitution 
of  the  colouring  matters  themselves  to  obtain  a 
knowledge  of  the  chromophoric  group  of  these 
dye-stuffs.  This  consideration  leads  at  the  same 
time  to  an  &asy  and  useful  classification,  to  a 
subdivision  into  a  series  of  smaller  groups,  the 
members  of  which  show  a  closer  comiection  in 
their  methods  of  formation,  their  physical  pro- 
perties, and  their  manner  of  application. 

The  constitution  of  parafuchsin  is  now 
established  beyond  any  doubt.  It  may  be  repre- 
sented by  the  following  formulae  : 

NH,  NH, 

I  1 

C,H,  C.H, 

I  I 

— C— CeH.— NH,    or    C=CeH.=NH,Cl 


-/jH, 


CaH. 

I 
NH, 


— N-HCl 
H 

I.  11. 

which  are  practically  identical,  II.  corresponding 
to  the  modern  way  of  expressing  '  quinonoid 
structure.  This  formulation  will  therefore  be 
used  exclusively  in  this  article  ^to  explain  the 
constitution  of  the  dyestuffs  to  which  it  refers, 
whilst  formulse  Corresponding  to  I.  have  been 
used  in  the  first  edition  of  this  work.  The 
formulae  chosen  show  also  the  typical  constitu- 
tion of  all  the  congeners  of  magenta,  every  one  of 
which  may  be  represented  by.  similar  formulae, 
in  which  either  one  or  more  of  the  phenyl  radicles 
is  replaced  by  other  aromatic  radicles,  or  one 
of  the  amino  groups  replaced  by  hydrogen,  or 


one  of  the  six  available  hydrogen  atoms  of  the 
amino  groups  replaced  by  radicles  of  the  fatty 
or  aromatic  series,  or  several  of  these  changes 
introduced  at  the  same  time.  It  will  at  once 
be  obvious  that  several  thousand  different  com- 
binations may  thus  be  produced,  all  colouring 
matters  of  different  shades,  but  showing  in  theii 
p;roperties  a  general  resemblance  to  parafuchsin. 
The  constitutional  formulae  of  all  these  colour- 
ing matters  have  but  one  thin^  in  common 
besides  the  *  central  carbon '  (which  is,  as  has 
been  said,  characteristic  not  only  of  these,  but 
also  of  all  the  other  triphenylmethane  colouring 
matters) ;  this  one  essential  feature  is  the  quin- 
onoid nature  of  the  substance,  expressed  in  the 
structural  formula  either  by  the  connection 
between  the  central  carbon  atom  and  the  penta- 
valent  nitrogen  (as  shown  in  formula  I.),  or,  as 
it  has  become  customary  of  late,  by  shifting  the 
double  valencies  in  the  benzene  hexagon  and 
connecting  it  accordingly  with  the  other  parts 
of  the  molecule,  as  shown  in  formula  II.  We 
have,  therefore,  a  perfect  right  to  claim  this 
invariably  present  quinonoid  configuration  as 
the  essential  feature  of  the  whole  molecule, 
and  as  the  cause  of  its  being  a  colouring  matter. 
It  forms  a  part  of  the  chromophoric  group  of  the 
fuchsin  family. 

It  is,. however,  important  to  notice  that,  no 
matter  how  we  write  the  structural  formula  of 
y-fuchsin  or  any  of  its  congeners,  whether  we 
use  the  older  or  the  more  modem  way  of  express- 
ing the  quinonoid  nature  of  the  substance,  one 
of  the  amino  groups  present  is  always  taking 
part  in  the  quinonoid  chromophoric  group  and 
therefore  is  no  longer  available  as  an  auxochromio 
group.  To  supply  this;  at  least  one  more  amino- 
group  must  be  present,  and  this  is  the  reason  why 
only  di-  or  poly-amino  derivatives  of  triphenyl- 
methane can  become  mother-substances  of  dye- 
stuffs  belonging  to  this  group.  On  the  other 
hand,  both  the  amino  groups  of  auxochromio 
nature,  as  well  as  the  one  entering  into  the 
chromophoric  part  of  the  molecule,  may  be 
replaced  by  other  suitable  groups.  The  hy- 
droxyl  group  with  its  tendency  to  form  salts 
by  combining  with  metallic  ions  is  as  important 
an  auxochromic  group  in  the  series  of  triphenyl- 
methane dye-stuffs  as  in  any  other,  .^d  the 
quinonoid  imino  group  contained  in  the  chromo- 
phore,  may,  as  in  other  dye-stuffs,  be  replaced 
by  an  oxygen  atom  acting  in  similar  capacity. 
Thus  we  obtain  two  separate  groups  of  dye- 
stuffs,  the  first  of  which,  generally  called  the 
fvehsin  growp,  is  characterised  by  the  presence  of 
nitrogen  and  the  basic  nature  of  its  members; 
the  second,  called  the  aurin  group,  by  the  absence 
of  nitrogen  and  the  phenolic 'character  of  the 
dyestuffs  it  embraces.  In  addition  to  these  two 
groups,  a  third  one,  the  phthalein  group,  has  been 
established  by  the  common  consent  of  all  authors 
on  the  subject.  This  group  contains  a  large 
number  of  important  dye-stuffs  of  both  basic  and 
acid  nature,  which  have  this  in  common,  that 
they  are  all  derived  from  phthalio  acid  and  take 
their  '  central  carbon  '  from  one  of  the  carboxyl 
groups  of  this  acid,  whilst  the  other,  remaming 
available,  enters  the  molecule  of  the  dye-stuS 
and  thus  renders  the  latter  a  true  organic  acid, 
which  is  not  necessarily  the  case  amongst  the 
members  of  the  fuchsin  and  aurin  group.  More- 
over almost  all  the  phthalein  dye-stuifa  of  any 
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practical  importance  contain,  in  a^ddition  to  the 
typical  chiomophor  of  tlie  tiiplienylmetliane 
colouring  matters,  an  additional  one  in  the  shape 
of  the  '  pyrone '  ring,  formed  by  the  elimination 
of  water  from  certain  suitably  placed  hydroxyl 
groups  of  the  molecule.  This  pyrone  ring  will  be 
easily  recognised  in  the  formiuce  of  the  members 
of  the  phthalein  group  to  be  given  subsequently. 
.The  fact  that  only  those  phthaleina,  which 
contain  this  pyrone  ring,  are  colouring  matters 
of  any  pracl^cal  value,  greatly  diminishes  the 
number  of  possibilities  for  the  synthesis  of  such 
dye-stuffs,  which  might  be  made  to  form  a  class 
of  their  own,  if  it  had  not  become  customary  to 
treat  them  as  a  special  division  of  the  triphenyl- 
methane  group  of  colouring-matters. 

We  now  proceed  to  give  a  detailed  account  of 
these  three  groups  and  their  various  members, 
of  which,  however,  we  shall  enumerate  only  those 
which  are,  either  scientifically  or  practicaUy,  im- 
portant. For  a  complete  list  we  refer  the 
reader  to  the  well-known  tables  of  Schultz 
and  Julius.' 

1.  The  Ftohsin  Geoop. 
(A)  DiaminotripTienylmeOumedenvativea.  The 
simplest  type  of  these  colouring  matters  is 
1.  Benzaldehyde  violet  C„H,,K,C1  or 
NH, 


0 
'to 


\ 


NH.a 

which  may  be  prepared  from  diaminotriphenyl- 
methane  by  oxidation.  The  yields  are,  however, 
very  poor,  and  the  colour  itself  is  of  no  great 
value.  Its  manufacture  has,  therefore,  never 
been  taken  up. 

The  derivatives  of  this  substance,  however, 
in  which  the  hydrogen  of  its  two  amino  groups 
is  replaced  by  various  radicles  of  either  the  fatty 
or  aromatic  series,  are  of  great  value  and  import- 
ance. Of  these,  the  oldest,  best  known,  and 
simplest  in  its  constitution,  is 

2.  Benzaldehyde   green.       (Syn.    Malachite 
green,   New  green,    Victoria  green.   Fast  green, 
Diamond  green.  Benzoyl  green.  Benzol* green.) 
N(CH,), 
I 

0 

Cs,Hj,N,a  or     C^-/~N 

6" 

II 

1  Qustav  Schultz  und  Paui  Jaliui.  Tabellarische 
Uebersicht  der  kUnstlichen  otganischen  Farbstoffe. 
Vierte  Auflage,  Berlin,  1902.  (Fiftb  edition  now  in 
progress.) 


This  product  was  discovered  almost  simul- 
taneously by  Otto  Fischer  (1877  j  Ber.  10,  1625) 
and  O.  Dobner  (1878 ;  ibid.  11,  1236),  who  pre- 
pared it  by  different  methods.  For  some  time 
it  was  believed  that  Dobrier's  product  was 
different  from  Fischer's  until  their  identity  was 
finally  established.  Diibner's  process  was 
patented  (D.  R.  P.  4322).  Fischer's  process 
found,  however,  more  favour  with  the  majority 
of  manufacturers,  and  has  mostly  been  adopted. 

Fischer's  process  gave  bad  yields  and  a  poor 
product  at  first,  until  the  best  method  for  its 
manufacture  was  worked  out.  It  consists  in  the 
foUowing  operations : — 

(a)  Manufacture   of   tetramethyldiaminotri- 
phenylmethane  by  the  action  of  benzaldehyde 
on  dimethylaniline : 
C,H,CHO-l-2C.H5N(OH,), 

/C,H,-N(CH.). 
=H,0-t-H-CfC,H, 

\c,H4-N{aH,), 
The  base  obtained  in  this  reaction  is  generally 
called  '  green  leuco  base '  by  the  manufacturers. 
For  preparing  it  one  molecule  of  benzaldehyde 
is  mixed  with  very  little  more  than  two  molecules 
of  absolutely  pure  dimethylaniline,  a  substance 
capable  of  absorbing  the  water  formed  in  the  re- 
action being  added.  Dry  zinc  chloride  was  origi- 
nally employed,  and  is  still  used  by  many  manu- 
facturers. In  quantity  it  should  be  equal  in  weight 
to  the  aldehyde  employed..  Hydrochloric,  sul- 
phuric, or  anhydrous  oxalic  acid,  or  acid  sodium 
sulphate  may  be  used  instead  of  the  zinc  salt.  The 
mixture  is  heated  in  a  jacketed  still  to  lOO'-llO" 
for  about  forty-five  to  foily-eight  hours.  The 
product  is  then  transferred  to  a  still,  a  sufficient 
quantity  of  caustic  soda  is  added  to  make  the 
mixture  alkaline  to  test-paper,  and  a  current  of 
steam  is  blown  through  the  liquid  in  order  to 
remove  every  trace  of  dimethylaniline  and  benz- 
aldehyde. The  leuco  base  is  not  volatile ; 
it  remains  in  the  still  in  the  shape  of  a  viscid 
mass,  which  solidifies  into  white  crystals  after  a 
wliile.  Tliis  base  is  now  subjecliBd  to  the  second 
operation. 

(6)  Oxidation  into  green.  It  is  here  that  great 
difSoulties  were  encountered  in  the  beginning  of 
the  manufacture.  Special  conditions  are  re- 
quired to  obtain  a  good  crystallisable  dye- 
stuff.  If  these  are  not  strictly  adhered  to,  a 
non-crystalliaable  green  is  the  result.  The 
latter  is  different  from  the  crystallisable  sub- 
stance in  composition,  containing  one  methyl 
group  less,  which  is  lost  in  the  shape  of  form- 
aldehyde by  a  too  powerful  action  of  the  oxidis- 
ing agents.  The  following  conditions  give 
excellent  results  :  33  Idlos  of  leuco  base  are  dis- 
solved in  25  kilos  of  ordinary  hydrochloric  acid, 
and  diluted  with  200  litres  of  water  ;  30  kilos  of 
ordinary  acetic  acid  of  45-50  p.c.  are  then  added. 
It  is  necessary  that  these  two  acids  should  be 
present ;  neither  of  them  can  be  replaced  by 
another  acid  of  equal  strength.  '  The  solution  is 
then  oxidised  in  the  cold  (in  the  summer  it  is 
advisable  to  add  some  ice)  with  a  paste  of 
lead  peroxide  of  known  strength.  The  per- 
oxide should-be  tested  by  the  oxalic  acid  method 
(determination  of  the  COj  evolved  from  an  ex- 
cess of  oxalic  acid  by  the  peroxide  in  question), 
and  not  by  the  iodometrio  method,  as  the 
latter  gives  too  high  results.  Every  kind  of 
lead  peroxide   contains   r.  certain  amount  of 
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crystalline  peroxide,  which  neither  act-s  on  the 
lenco  base,  and  ia  therefore  quite  irrelevant  in 
its  oxidation  into  green,  nor  on  oxalic  acid, 
-whilst  the  iodometric  method  gives  values 
for  both  modifications  indiscriminately.  For 
oxidising  the  leuco  base  the  exact  quantity 
of  peroxide  should  be  taken,  which  is  indicated 
by  the  following  equation  : 

H-CfCeHs  +0=H0CfCeH5 

One  molecule  of  active  peroxide  is,  therefore, 
required  for  every  molecule  of  the  base. 

As  soon  as  the  peroxide  has  been  added 
with  constant  stirring,  the  liquid  turns  a  deep 
green.  From  this  liquid  the  dye-stuff  may  be 
separated  by  various  methods ;  an  addition  of 
zinc  chloride  solution  is  generally  recomiuended. 
This,  however,  precipitates  both  the  crystal- 
line green  and  the  tarry  modification  which  is 
never  quite  absent.  The  following  process  has 
given  excellent  results  in  the  hands  of  the 
writer. 

The  green  liquid  obtained  by  oxidation  is 
saturated  with  common  salt.  On  standing  small 
glittering  scales  of  the  lead  double  chloride  of  the 
orystallisable  green  very  soon  make  their  appear- 
ance, and  are  collected  on  a  filter.  EVom  the 
mother-liquor  an  inferior  quality  of  green  may 
be  obtained  l3y  adding  a  solution  of  sodium  sul- 
phate, filtering,  and  precipitating  with  zinc 
chloride  and  common  salt.  The  crystals  of  the 
lead  double  chloride  are  dissolved  in  hot  water, 
and  sufficient  sodium  sulphate  is  added  to  pre- 
cipitate the  lead.  The  liquid  is  then  filtered  and 
precipitated  with  ammonia.  The '  green  base  '  (a 
mixture  of  tetramethyl-diaminotriphenyl  car- 
binol  with  the  corresponding  amino  derivative 
/C.H.— N(CH3), 
H,N-C^0,H5 

\CeHj— N(CH3), 
discovered  by  Villiger  and  Kopetsohni)  settles 
out  in  the  shape  of  a  pink  precipitate,  which  is 
filtered  off  and  washed.  From  it  the  'green 
crystals '  of  commerce  may  be  prepared,  either 
by  dissolving  it  in  a  hot  solution  of  oxalic  acid 
and  allowing  the  liquid  to  cool  very  slowly,  or 
by  dissolving  it  in  dilute  hydrochloric  acid  and 
adding  a  solution  of  zinc  chloride.  Besides 
these  two  the  iron  double  salt  is  also  occasionally 
met  with  in  commerce.  The  picrate  is  also  sold 
under  the  name  of  '  spirit  green.' 

Dsbner's  process.  This  consists  in  heating 
dimethylaniline  with  benzotriohloride  in  pre- 
sence of  metallic  chlorides.  This  process  has 
certain  advantages  if  benzotrichloride  is  avail- 
able at  a  low  price.  It  may  be  represented  by 
the  following  equation : 
C.H.-CCl,-f2C,H6-N(OH3). 

^C.H4N(CH3)jC!l 
The  following  proportions  are  recommended 
in  the  patent : 

3  parts  dimethylaniline, 

2     „     benzotrichloride, 

1-5  „     zinc  chloride. 

These  are  to  be  heated  for  three  hours  to  110°  in 

an  enamelled  iron  vessel  with  constant  stirring. 

The  resulting  melt  is  transferred  to  a  still,  and 


Bteam  is  blown  through  it  to  remove  all  excess 
of  trichloride.  It  ia  then  thoroughly  extracted 
by  boiling  water.  The  filtrate  is  now  precipitated 
by  salt,  and  the  precipitate  leorystallised  from 
water.  The  dye-stuff  is  always  obtained  in  the 
shape  of  the  zinc  double  chloride. 

The  oxalate  of  benzaldehyde  green  forms 
large  plates  of  an  intense  grass-green  colour, 
which  dissolve  easily  in  hot  water.  It  contains 
three  molecules  of  oxalic  acid  to  every  two  of 
green  base. 

The  zinc  double  chloride,  which  has  the 
composition  3(C2,H25N2C!l),2ZnCl3,2H20,  forma 
green  crystals  with  a  fine  yellow  metallic  lustre. 
It  is  not  quite  so  easily  soluble  as  the  oxalate. 

The  application  of -these  salts  ia  similar  to 
that  of  all  the  basic  dye-stuffs,  and  need  not  here 
be  described. 

3.  Brilliant  green.  (Syn.,  Ethyl  green. 
Emerald  green ;  also  all  the  other  names  given 
for  the  preceding  compound,  with  the  addition 
of  the  letters  G,  J,  oi  Y  (meaning  gdb,  jaune,  or 
yellcAv), 

N(C,H3), 


CjjHjjNjOjS : 


k:> 


( 


N(CsHs)3-S0»H 
is  prepared  from  diethylanUine  by  exactly  the 
same  process  as  described  for  benzaldehyde 
green.  After  precipitating  the  free  green  baae, 
it  is  transformed  into  its  aulphate  by  mixing  it 
with  the  theoretical  quantity  of  sulphuric  acid 
diluted  with  its  own  weight  of  alcohol.  The 
mixture  forms  a  thick  tar  at  first,  but  suddenly 
solidifies  into  a  mass  of  well-defined  crystals. 

The  shade  of  this  green  is  considerably 
yellower  than  that  of  the  ordinary  benzaldehyde 
green. 

4.  Victoria  green  3  B,  C^^^^S^^.  This  is 
a  colouring  matter  prepared  from  diohlorobenz- 
aldehyde  instead  of  the  ordinary  benzalde- 
hyde. It  is  considerably  bluer  in  shade  than  the 
ordinary  benzaldehyde  green.  A  large  number 
of  similarly  constituted  bluish-greens  and 
greenish-blues  is  manufactured  and  sold,  especi- 
ally by  the  Swiss  colour-works. 

Acid  greens.  Considerable'  importance  has 
always  been  attached  by  dyers  to  the  sulpho 
derivatives  of  basic  colouring  matters,  because 
these  are  more  easily  and  evenly  dyed  on  wool 
than  the  hydrochlorides  and  other  salts  of  the 
bases  themselves.  Many  attempts  have,  there- 
fore, been  made  to  obtain  acid  greens.  They 
were  at  first  only  partly  successful ;  at  present 
there  are,  however,  several  acid  greens  in  com- 
merce, ranging  in  shade  from  a  yellowish  green 
to  a  clear  greenish  indigo  blue.  They  are  very 
largely  used  in  wool  dyeing,  espeoiallyfor  mixed 
shades. 

The  oldest  of  these  acid  greens,  which  ap- 
peared in  the  market  in  1878,  was  called 

5.  Helvetia  green  or  Acid  green  C.  It  was 
the  sodium  salt  of  the  mono-sulpho  derivative  of 
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the  ordinary  benzaldehyde  green,  prepared  either 
by  sulphonating  the  green  itself  by  means  of 
chlorosulphonic  acid,  or  by  sulphonating  tetra- 
methyldiaminotriphenylmethane  and  oxidising 
the  resulting  colourless  acid  by  means  of  lead 
peroxide.  Neither  of  these  two  methods  works 
satisfactorily.  For  this  reason  the  product 
has  gradually  been  abandoned,  and  replaced 
by  the  benzyl  derivatives,  which  are  more 
easily  prepared,  and  at  the  same  time  much 
more  brilliant  in  shade. 

6.  Benzyl  acid  greens.  In  the  various  attempts 
to  prepare  acid  greens  it  was  found  that  the 
phenyl  groups,  combined  with  the  central  carbon, 
show  little  tendency  to  permit  of  the  introduc- 
tion of  the  snlpho  group.  This  reluctance  is, 
indeed,  quite  characteristic  of  all  triphenyl- 
methane  derivatives.  It  is  the  cause  of  the 
difficulties  exjperienced  in  preparing  snlphonated 
derivatives  of  these  dye-stuffs.  It  was,  there- 
fore, a  happy  thought  to  introduce  into  the 
molecule  of  the  green  an  independent  radicle, 
capable  of  receiving  the  sulpho  group  without 
influencing  more  than  necessary  the  shade  and 
other  properties  of  the  green.  Such  a  radicle 
was  found  in  the  benzyl  group.  If  we  introduce 
this,  instead  of  methyl  and  ethyl,  into  the  amino 
groups  of  the  green,  it  acts  in  the  manner  of  a 
radicle  of  the  fatty  series,  influencing  the  shade 
of  the  green  very  little.  The  CuHj  group, 
however,  brought  into  the  molecule  as  a  con- 
stituent of  the  benzyl  radicle,  is  capable  of  being 
Bulphonated  with  the  greatest  facility.  Various 
dye-stuffs  have  been  prepared  according  to  this 
principle.  Of  these  Guinea  green  B  is  the  sim- 
plest. It  is  the  disulpho  derivative  of  diethyl 
dibenzyldiaminotriphenyl  carbinol 

CjjHaaNjOjSjNaj  or 

ho/  \c.H,.N<^|j5c,H.-S03Na 
obtained  by  combining  benzaldehyde  with  two 
molecules  of  ethylbenzylaniline  sulphohic  acid, 
and  oxidising  the  leuco  compound  thus  obtained. 
This  product  was  discovered  by  G.  Schultz  and 
Streng,  in  1883,  and  patented  (D.  R.  P.  50782, 
1889 ;  Eng.  Pat.  7550,  1889).  It  is  an  excellent 
and  very  useful  dye-stuff.  Quinea  green  B  V, 
which  dyes  a  more  yellowish  shade,  is  obtained 
in  the  same  manner,  using  m-nitrobenzaldehyde 
instead  of  the  ordinary  benzaldehyde. 

The  various  shades  of  light  green  or  Ofiid 
green  sold  by  the  majority  of  manufacturers  are 
prepared  somewhat  differently.  Benzaldehyde 
is  combined  with  two  molecules  of  benzyl- 
methyl  or  benzyl-ethylaniline.  The  base  thus 
obtained  is  treated  with  sulphuric  acid,  when 
three  sulpho  groups  enter  the  molecule,  one  of 
which  is  linked  to  the  phenyl  radicle  contain- 
ing no  amino  group,  whilst  the  two  others- are 
combined  with  the  benzyl  radicles.  The  result- 
ing trisulpho  derivatives  are  oxidised  in  the 
usual  manner,  yielding  the  dye-stuffs  in  the 
shape  of  a  very  soluble  green  powder. 

7.  A  curious  product,  belonging  to  the  class 
of  acid  greens,  was  described  by  R.  Meldola, 
under  the  name  of  Yiridin  (Ohem.  Soc.  Trans. 
1882,  187  ;  Ber.  14,  1385).  It  was  prepared  by 
oxidising  benzyl  diphenylamine,  and  sulphonat- 
ing the  resulting  green,  dissolved  in  spirit.  This 
green,  or  a  substance  Very  similar  to  it,  had 


already  been  prepared  by  Ch.  Girard  (Wurtz, 
Progrfes  de  I'Ind.  des  Mat.  col. ;  Paris,  1876 ; 
p.  134). 

8.  Patentblau,  Patent  blue,  a  product  of  the 
Farbwerke  vorm.  Mejster,  Lucius  und  Briining, 
in  Hochst-am-Main.  This  is  a  dye-stuff  closely 
allied  to  the  acid  greens.  If  was  discovered  by 
Hermann,  and  patented  by  the  Farbwerke 
(D.  R.  P.  46384,  1888,  and  many  additional 
patents).  It  is  prepared  by  a  somewhat 
complicated  method.  m-Nitrobenzaldehyde  ia 
combined  with  two  molecules  of  dimethylani- 
line.  The  resulting  base  is  reduced,  the  amino 
derivative  diazotised,  and,  by  boiling  with  water, 
transformed  into  m-hydroxytetramethyldiamino- 
triphenylmethane.  This  is  sulphonated  by 
treatment  with  sulphuric  abid.  The  resulting 
sulpho  derivative  is  oxidised  and  transformed 
into  a  calcium  salt,  which  is  delivered  into  the 
market.  The  constitution  of  the  dye-stuff  is 
represented  by  the  following  formula  ; 
NCC.H,), 


\ 


k:5- 


OH 

SOj-iCa 


0 


I- 

so, 

I 

,0 


N(C,H5), 

This  dye-stuff  dyes  wool  and  silk  a  beautiful 
greenish-blue  of  great  brilliancy  and  clearness. 
Several  other  dye-stuffs  of  very  similar  composi- 
tion are  on  the  market. 

(B)  Derivatives  of  triaminotriphenylmetJume, 
This  group  contains  some  of  the  oldest  artificial 
dye-stuffs,  which  were  prepared  by  strictly 
empirical  methods.  When  the  coiistitution  of 
the  triphenylmethane  group  was  established, 
synthetical  methods  for  producing  dye-stuffs  of 
this  group  were  gradually  introduced.  At  the 
present  time  the  old  empirical  processes  hold 
their  own  for  the  production  of  the  old  colouring 
matters,  whilst  the  synthetical  methods,  which 
are  mostly  patented,  are  used  for  preparing  new 
dye-stuffs  of  great  beauty  and  perfection. 

The  prototype  of  this  group  is — 

1.  Paialuchsin,  Paramagenta,  the  anhydro- 
ohloride  of  triaminotriphenylcarbinol  C19H1JN3CI 
the  constitution  of  which  is : 
NH, 


; 

NHj 

It  always  crystallises  with  four  molecules  of 
water  of  prystalUsation,  which  should  be  added 
to  the  above  formula. 

This  is  the  dye-stuff  which  was  used  by  O. 
and  E.  Fischer  for  the  elucidation  of  the  che- 
mistry of  this  class  of  substances  (0.  and  E. 
Fischer,   Annalen,    1878,   194,   242;     Ber,    11, 
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1079;  13,2204).  It  is  one  of  the  oldest  artificial 
dye-stuffa  ;  it  waa  discovered  in  1858  by  A.  W. 
Hofmann  (J.  1858,  351) ;  and  re-discovered 
by  Kosenstiehl  in  1869  (Bull.  Soc.  Ind. 
Mulbouse,  36,  264).  For  a  long  time  it  was 
considered  a  substance  of.  merely  theoretical 
interest,  because  its  shade  is  almost  identical 
with  that  of  ordinary  fuchsin  or  magenta  (see 
under  2),  which  is  much  more  easily  prepared. 
At  present,  however,  it  is  manufactured  on  a 
large  scale,  not  as  a  dye-stufi  for  sale,  but  as  a 
raw  material  for  certain  blues,  which  will  be 
mentioned  later  on. 

A  large  number  of  reactions  have  been  ob- 
served and  described  which  result  in  the  forma- 
tion of  par^rosaniline.  Of  these  the  following 
may  be  mentioned : 

(o)  Pure  aniline  heated  with  carbon  tetra- 
chloride yields  parafuchsin.  This  method  was 
used  on  a  manufacturing  scale  by  Monnet  and 
Dury  in  Lyons. 

(6)  Pure  aniline,  heated  with  iodoform,  givSs 
a  fair  yield  of  parafuchsin  hydriodide. 

(c)  Pure  aniline,  heated  with  j)-nitrobenzyl 
chloride  in  the  presence  of  iron  filings  or  iron 
salts  gives  a  good  yield  of  parafuchsin.  This 
method,  or  modifications  of  it,  form  the  sub- 
stance of  Greiff's  and  Baum's  patents  (D.  R.  PP. 
16120  and  19304  Greiff,  and  14929  Baum). 

(d)  Pure^  aurin  (rosolic  acid),  which  will  be 
described  subsequently,  yields  parafuchsin  if 
strong  ammonia  be  allowed  to  act  on  it  for  a 
long  time  at  a  high  temperature. 

(e)  It  has  been  shown  (v.  introduction)  that 
the  reduction-product  of  parafuchsin  is  para- 
leuco-aniline,  and  that  the  latter  is  identical 
with  triaminotriphenylmethane.  The  latter  may 
easily  be  prepared  from  trlphenylmethane  by 
nitration  and  reduction,  and  by  various  other 
methods.  Attempts  have  not  been  wanting  to 
work  out  a  method  for  the  production  of  para- 
fuchsin from  synthetical  leucaniUne.  No  good 
method,  however,  has  hitherto  been  discovered 
for  this  purpose,  and  all  the  patents  based  on 
this  reaction  have  proved  failures.  It  is  very 
easy  to  produce  a  trace  of  fuchsin  in  a  solution 
of  leuoKifiline ;  but  no  method  is  known  for 
finishing  the  reaction. 

(/)  Mixtures  of  pure  aniline  with  pure  p- 
toluidine  yield  parafuchsin  if  subjected  to  oxi- 
dation. This  is  the  usual  practical  way  for  the 
production  of  parafuchsin.  The  oxidation  may 
be  efiEected  either  by  arsenic  acid  or  by  nitro- 
benzene- Other  oxidising  agents — such  as 
mercuric  chloride,  stannic  chloride,  &c. — pro- 
duce the  same  result,  but  at  a  higher  cost.  The 
arsenic  acid  process  (which  will  be  described 
later  on)  was  for  some  time  almost  exclusively 
used  for  the  production  of  parafuchsin.  The 
chemical  reaction  which  takes  place  is  very 
simple.  Arsenic  acid  is  reduced  to  arsenious 
acid.  The  oxygen  which  is  thus  obtained  com- 
bines with  hydrogen  of  the  aromatic  bases  ; 
2C.H5-NH,-f-C,H,(CH,)NHs-f30 

=2H,0+C„HiaN,0H 
Tiiaminotri- 
pbeqyl  carbinol 

The  methyl  group  of  p-toluidine  is  used  up 
for  yielding  the  central  carbon  around  which 
the  other  radicles  are  grouped. 

(ff)  Diaminodiphenylurethane,  nixed  with 
miline  and  heated  with  oxidising  agents,  yields 


parafuchsin.    This  synthesis  forms  the  basis  of 
a  more  modem  manufacturing  process. 

It  has  already  been  said  that  parafuchsin 
has  no  advantages  over  ordinary  magenta  red 
for  dyeing  purposes.  It  is,  therefore,  rarely  to 
be  met  with  as  a  dye-stuff  in  the  market.  As  a 
rule  the  melts  are  worked  up  in  the  same  mannei 
as  ordinary  magenta  melts,  but  the  resulting 
crystals  of  the  pure  hydrochloride  are  re- 
dissolved  and  precipitated  in  the  shape  of  para- 
rosaniline  base  by  the  addition  of  soda  or  milk 
of  lime.  The  base  is  then  used  for  the  produc- 
tion of  blues. 

Parafuchsin  hydrochloride  forms  small 
glistening  crystals  having  a  metallic  green 
iustre.  As  a  rule,  they  are  very  small,  much 
smaller  than  the  crystals  of  ordinary  magenta. 
Parafuchsin  acetate  is  similar  in  appearance  and 
crystallises  much  more  easily  than  the  ordinary 
magenta  acetate. 

Pararosaniline  is  important  because  it  is  the 
parent  substance  of  all  the  various  violets,  and 
of  some  of  the  blues,  which  will  be  described 
subsequently. 

2.  Ordinary  tnchsin,  magenta  led,  rosein 
{ruhesine,  harmalirM,  aniline  red,  azalein,  sol- 
ferino,  erythrdbenzine)  CjjHjoNjCl,  is  an  article 
of  great  importance  and  of  very  general  applica- 
tion. The  latter  is  due  to  the  fact  that  it  was 
one  of  the  first  artificial  dye-stuffs,  although  not 
one  of  the  best.  A  great  demand  for  it  has 
gradually  been  estabushed,  which  forces  the 
manufacturers  to  carry  on  its  production  on  a 
large  scale,  even  now,  when  much  better  dye- 
stuffs  may  be  prepared  by  other  methods. 

Chemically,  this  colouring  matter  may  be 
defined  as  the  higher  homologue  of  parafuchsin, 
in  which  one  of  the  phenyl  groups  has   been 
replaced  by  a  tolyl  group : 
NHj 

^/^^ 
\/^ 
C=<^'^=NH,a 

0 

I 

NH, 
Ordinary  fuchaln 

The  product  of  commerce,  though  chiefly 
composed  of  this  substance,  invariably  con- 
tains an  admixture  of  parafuchsin  as  well 
as  of  the  higher  homologues  CjjHjsN.Cl  and 
C^sHjjNgCl.  like  parafuchsin,  it  contains  foui 
molecules  of  water  of  crystallisation. 

Fuchsin  is  invariably  prepared  by  oxidising 
a  mixture  of  aniline  with  2> -toluidine  and 
o-toluidine.  This  mixture  is  generally  known 
as  'aniline  for  red,'  and  was  originally  pro- 
duced by  the  nitration  and  subsequent  reduc- 
tion of  a  certain  fraction  of  crude  benzene,  which 
consisted  of  benzene  and  toluene.  Sometimes 
it  even  contained  some  xylene ;  in  this  case 
xylidine  entered  into  the  composition  of  '  aniline 
for  red.'  At  present  most  of  the  'aniline  for 
red  *  is  a  mixture'  of  pure  aniline  with  crude 
toluidine.  By  the  latter  we  mean  the  mixture 
of    o-    and    ji-toluidine    which    is     obtained 
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by  the  nittatioil  and  subsequent  reduction* of  pure 
toluene.  Crude  toluidine  conaists  as  a  rule  of  65 
p.c.  o-toluidine  and  45  p.o.  p-toluidine.  The 
quantity  of  aniline  added  to  crude  toluidine 
in  order  to  produce  the  'aniline  oil  for  red* 
varies  according  to  the  recipes  of  various  manu- 
facturers. As  a  rule,  half  of  the  weight  of  the 
toluidine  is  added.  A  certain  boiling-point 
(for  instance,  188°-200'')  and  a  certain  specific 
gravity  (for  instance  1-010)  are  prescribed,  and 
should  be  strictly  adhered  to  by  the  aniline  oil 
manufacturer.  In  some  cases  an  addition  of 
zylidine  is  necessary  in  order  to  produce  a  pro- 
duct of  the  desired  boiling-point  and  density. 
Theoretically,  an  oil  ooritaming  equal  molecules 
of  the  three  bases  would  be  required ;  but  for 
practical  work  an  excess  of  aniline  and  o- 
toluidine  is  used,  because  a  part  of  these  two 
compounds  escapes  the  reaction,  whilst  the  p- 
toluidine  is  entirely  used  up. 

Of  all  the'  methods  which  in  the  course  of 
time  have  been  proposed  for  oxidising  this 
mixture,  only,  two  have  survived,  one  of  wnich  is 
also  rapidly  disappearing.  They  are  known 
under  the  names  of  the  arsenic  acid  mdt  and  the 
nitrobenzene  process.  From  a  practical  point  of 
view  they  are  of  equal  value,  but  the  arsenic  acid 
melt  is  being  abaiidoned  on  account  of  the 
poisonous  nature  of  the  arsenic  compounds 
required. 

Magenta  was  originally  prepared  by  Natan- 
Bon,  in  1856,  by  heating  aniline  with  ethylene 
chloride.  In  1858  Hofmann  observed  its  forma- 
tion when  allowing  carbon  tetrachloride  to  act 
on  aniline.  In  1859  Verguin  prepared  it  by  the 
action  of  stannic  chloride  on  aniline.  Verguin 's 
employers,  the  dyers  Eenard  Fr^res  and  Franc, 
in  Lyons,  took  up  its  manufacture  on  a  large 
scale,  and  invented  the  name  fuchsin.  Later 
on  a  company  was  formed,  under  the  name  of 
'  La  Fuchsin,'  for  working  Verguin's  patent. 
Gerber-Keller  invented  a  process  for  oxidising 
aniline  by  means  of  mercuric  nitrate.  The  dye- 
stufi  thus  obtiiined  was  believed  to  be  different 
from  fuchsin,  and  received  the  name  azalein. 
In  1860  Medlock  invented  the  arsenic  acid 
process,  which  for  a  long  time  was  considered 
the  only  practical  method  of  manufacturing 
magenta.  His  patent  was  invalidated  owing  to 
a  clerical  error  contained  in  the  description.  In 
1869  Coupler  described  his  process  for  producing 
fuchsin  by  the  nitrobenzene  process.  This 
method,  which  did  not  give  good  results  at  first, 
was  gradually  worked  out  by  various  manu- 
facturers, and  is  now  equivalent,  if  not  superior, 
to  the  b^t  forms  of  the  arsenic  acid  process. 

Various  salts  of  rosaniline  were  formerly  in 
commerce.  The  original  fuchsin  was  the 
hydrochloride,  azaleii^  was  the  nitrate ;  whilst 
magenta  and  rosein  were  the  names  applied  to 
the  acetate,  produced  by  Nicholson,  the  first  to 
manufacture  this  colouring  matter  in  a  prac- 
tical and  rational  manner.  Gradually  the 
nitrate  and  acetate  disappeared  from  the  market. 
At  present  the  hydrochloride  is  the  only  salt 
pro£iced,  to  which,  therefore,  the  original  name 
of  fuchsin  should  be  applied.  £ngush  manu- 
facturers still  use  the  names  magenta  and  rosein 
for  the  hydrochloride.  A  large  quantity  of  the 
fuchsin  manufactured  is  transformed  into 
rosaniline,  which  is  delivered  into  the  market 
either  under  this  name  or  as  '  magenta  base,' 


'  red  base,'  or  '  rosein  base.'    These  names  are 
not  quite  correct,  because  rosaniline  may  not 
strictly  be  considered  as  the  true  base  of  the 
hydrochloride  of  fuchsin. 
The  true  base  of  fuchsin  is 
NH, 


\/ 


CH, 


C= 


V 


Y 

NHj 
which,  in  the  moment  of  Ita  formation,  under- 
goes a  molecular  transformation  into 

HO— C— C,Hj— NH, 

I 

C.HvNH, 
Koaaniline 
(Triaminodiphenyltoiylcarbinol) 

Manufadwre  of  Fuchsin. 
1.  Arsenic  acid  process.  The  properties  of 
the  '  aniline  oil  for  red '  have  already  been  dis- 
cussed. The  mixture  of  bases  known  under  this 
name  is  transformed  into  the  dye-stuff  by  heat- 
ing it  with  arsenic  acid.  The  latter  is  prepared 
by  oxidising  ar^enious  acid  (white  arsenic)  by 
means  of  nitric  acid  in  closed  earthenware  pots. 
The  escaping  nitrous  fumes  are  condensed  in  a 
tower,  in  which  they  meet  an  opposing  current  of 
water  and  air.  The  nitric  acid  is  thus  regenera- 
ted, and  may  be  used  again.  Practically,  there- 
fore, the  formation  of  the  arsenic  acid  is  accom- 
plished by  the  oxygen  of  the  air.  The  arsenic 
acid  solution  obtained  has  a  sp.gr.  of  li85-2-3, 
and  contains  from  60-75  p.c.  of  arsenic  acid 
HjAsO,.  1,600-1,700  kilos  of  this  solution  are 
required  in  order  to  oxidise  1,000  kilos  of 
'  aniline  oil  for  red.'  These  quantities  of  the 
reagents  are  introduced  into  enamelled  cast- 
iron  pots,  closed  by  lids  ;  a  mechanical  stirrer 
and  a  tube  for  the  escape  of  the  vapours  should 
be  provided.  The  mixture  is  then  gradually 
heated  to  180°.  This  temperature  should  lie 
strictly  maintained  during  the  whole  operation. 
If  the  temperature  rise  afove  190°,  the  dye-stufl 
already  formed  is  decomposed.  From  eight  to 
ten  hours  are  required  in  order  to  complete  the 
reaction.  During  the  whole  time  vapours 
escape,  which  should  be  condensed  in  a  leaden 
coil  connected  with  the  escape  tube,  and  cooled 
by  a  current  of  water.  At  first  the  distillate 
consists  chiefly  of  the  water  introduced  with  the 
arsenic  acid.  Later  on,  the  water  formed  in  the 
reaction  distils  ;  at  the  same  time  some'  aniline 
oil  goes  over.  The  total  quantity  of  the  aniline 
escaping  the  reaction  is  one-third,  or  even  one- 
half,  of  the  quantity  originally  used.  The  melt, 
which  is  very  thin  at  first,  gradually  becomes 
viscid ;  at  the  same  time  it  assumes  a  brown, 
metallic  lustre.  Samples  should  be  taken  from 
time  to  time.  When  the  melt  becomes  brittle 
on  cooling,  the  reaction  is  finished,  and  the  fits 
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should  be  drawn.  The  melt  is  then  at  once  re- 
moved from  the  pot.  In  some  factories  an 
.opening,  is  provided  for  this  purpose  in  the 
lowest  part  of  the  pot,  which  is  closed  by  a  lid 
and  screw  whilst  the  heating  lasts.  As  a  rule, 
however,  it  is  preferred  to  I'emove  the  cover  of 
the  pot,  and  to  ladle  out  the  melt.  The  latter  is 
spread  on  trays  made  of  sheet  iron.  On  cool- 
ing, it  solidifies  into  cakes,  which  are  very 
brittle,  and  break  up  into  small  lumps  on  being 
handled. 

The  crude  melt  contains  the  colouring  matter 
in  the  shape  of  arsenite,  together  with  an  excess 
of  arsenious  and  arsenic  acids,  some  coloured 
by-products  {v.  infra),  and  a  large  quantity 
of  tarry  impurities.  In  order  to  obtain  the  pure 
dye-stuff,  the  crude  melt  is  introduced  into 
horizontal  wiought-iron  boUers,  in  which  an 
eccentric  horizontal .  stirrer  is  made,  to  rotate. 
Water  is  added,  the  Ud  of  the  boiler  is  closed, 
and  steam  is  introduced  at  a  pressure  of  from 
tour  to  five  atmospheres.  After  several  hours' 
vigorous  stirring,  the  greater  part  of  the  rosani- 
line  arsenite  has  been  dissolved  by  the  water. 
The  liquid  is  then  forced  through  felt  into  iron 
tanks,  where  it  is  allowed  to  cool  down  to  50°. 
A  sufficient  quantity  of  salt  is  then  added  to 
precipitate  the  whole  of  the  colouring  matter. 
By  the  addition  of  the  salt  a  mutual  decomposi- 
tion takes  place.  Sodium  arsenite  is  formed,  and 
remains  in  the  liquid,  whilst  the  colouring 
matter  is  precipitated  in  the  shape  of  chloride. 
It  settles  out  as  a  thick  green  tar  of  metallic 
lustre,  which  solidifies  into  a  brittle  substance 
on  cooling.  The  supernatant  aqueous  liquid  is 
then  drawn  off,  the  crude  fuchsiji  is  chipped  out, 
and  introduced,  into  another  extractor,  similar 
to  the  one  used  for  treating  the  melt.  A  very 
small  quantity  of  soda  ash  or  chalk  (about  J  p.c. 
of  the  weight  of  the  crude  dye-stuff)  is  added, 
and  a  second  extraction  takes  place.  The  liquid 
is  again  forced  through  felt  into  large  wooden 
vats,  in  which  some  wooden  boards  are  sus- 
pended. When  the  vats  are  filled,  a  smaU 
quantity  of  hydrochloric  acid  and  clean  butter- 
salt  is  added  to  each  vat.  In  these  vats  the 
dye-stuff  separates  out,  in  the  shape  of  fine 
glistening  green  crystals.  The  largest  crystals 
are  generaUy  deposited  near  the  surface  of  the 
liquid.  When  the  crystallisation  is  finished,  the 
mother-liquor  is  dra^vn  off,  and  the  crystals  are 
collected  and  sorted  according  to  their  shape  and 
size.  The  largest  crystals  are  sold  under  the 
name  of  '  diamond  fuchsin.' 

By-products.  The  residues  of  the  first  boiling 
may  be  subjected  to  a  second  extraction  ;  as  a 
rule,  some  hydrochloric  acid  is  added  in  this 
case.  A  dSeply-coloured  solution  is  thus  ob- 
tained, from  which  an  impure  colouring  matter 
may  be  precipitated  by  the  addition  of  salt. 
This  colouring  matter  is  sold  under  various 
names  (magenta  caJie,  cerise,  grenadine,  maroon), 
and  finds  a  ready  market.  It  dyes  a  magenta 
colour,  which  is  less  brilliant  than  the  shade 
obtained  with  the  crystals.  A  third  boiling  is 
sometimes  necessary.  The  colouring  matter  ob- 
tained from  this  is  very  impure.  It  is,  therefoire, 
dissolved  in.  weak  hydrochloric  add,  and  some 
Sinc-dust  is  added,  which  reduces  the  magenta 
contained  in  the  liquid.  On  precipitating  with 
salt,  a  colouring  matter  of  a  hrown  shade  is 
obtained,  which  is  sold  as '  Nangking,'  or '  leather 


brown,'  The  black  insoluble  rteidne  of  the  thiid 
boiling:  still  contains  some  dark-blue  colouring 
matters  of  the  induline  series,  which  are,  how- 
evei;.  not  worth  the  trouble  of  extracting. 
'  The  mother-liquors  from  the  crystals  contain 
a  yellow  colouring  matter  of  great  fastness  and 
purity.  This  substance,  known  under  the  name 
of  phosphine,  belongs  to  another  group  of  dye- 
stuffs,  being  a  salt  of  diaminophenylacridine. 
For  extracting  it  from  these  mother-Kquors,  the 
latter  should  be  acidified  with  hydrochloric 
acid,  and  some  zinc-dust  added  until  all  the 
fucl^in  present  in  the  liquid  is  reduced.  The 
phosphine,  which  is  not  so  easily  reduced  by 
zinc  dust,  may  then  be  precipitated  by  the 
addition  of  sodium  nitrate.  The  amount  of 
phosphine  formed  varies  according  to  the  com- 
position 6f  the  aniline  oil  and  the  teinperature  of 
the  melt.  It  is  never  considerable,  and  very 
often  the  quantity  present  is  so  small  that  it  is 
not  worth  while  to  separate  it  (v.  Ohrysaniline, 
vol.  ii.  63). 

Becovery  of  tJie  arsenious  acid.  Formerly 
the  residues  of  the  manufacture  of  magenta  were 
left  in  the  factory  yards  or  thrown  into  the  sea. 
At  present  this  is  not  allowed,  and  the  manufac- 
turers are  invariably  forded  to  recover  their 
arsenious  acid,  so  as  to  prevent  the  poisoning 
of  wells  and  streams.  The  recovery,  as  it  is 
now  carried  out,  is  so  economical  that  the  value 
of  the  arsenious  acid  obtained  covers  the  cost  of 
working  the  process.  The  process,  which  was 
worked  out  by  A.  Leonhardt,  consists  in  burning 
the  solid  residues  and  using  the  heat  for  evapo- 
rating the  arsenical  liquids.  The  dry  residue  of 
the  evaporation  is  introduced  into  the  furnace, 
and  burned  along  with  the  solid  residues.  Care 
is  taken  to  introduce  no  more  air  than  is  neces- 
sary for  burning  the  organic  matter.  By  this 
precaution  a  complete  volatilisation  of  the 
arsenic  in  the  metallic  state  is  obtained.  The 
vapours  of  arsenic  are  led  into  a  highly-heated 
combustion-chamber.  Here  they  are  mixed 
with  the  necessary  quantity  of  hot  air  to  com- 
pletely bum  the  metaUic  arsenic  into  arsenious 
oxide  AsjOj.  The  vapours  of  the  latter  are  then 
led  through  condensing  chambers  similar  to 
those  used  in  the  manufacture  of  white  arsenic. 
In  these  chambers  the  arsenious  acid  is  deposited 
in  the  shape  of  a  white  powder.  From  time  to 
time  the  chambers  are  opened,  the  arsenic  is 
removed,  and  used  again  for  the  manufacture  of 
syrupy  arsenic  acid  by  the  aid  of  nitric  acid 
A  certain  stock  of  arsenic  is  thus  sufficient  to 
carry  on  the  manufacture  of  fuchsin  for  an 
indefinite  period. 

2.  The  nitrobenzene  process.  This  process 
was  originally  invented  by  Coupler,  of  Paris ; 
but  it  was  for  the  first  time  successfully  worked 
on  a  large  scale  by  the  firm  of  Meister,  Lucius 
und  Briining,  of  Hochst-am-Miiin,  Other  firms 
followed  in  the  course  of  time,  and  at  present 
this  process  has  practically  superseded  the  one 
with  arsenic  acid. 

It  was  originally  supposed  that  the  nitro- 
benzene used  in  this  process  enters  into  the 
rosaniline  formed,  after  having  served  as  an 
ozidiser.  At  present  it  is  generally  recognised 
that  the  nitrobenzene  merely  acts  as  an  oxidising 
agent,  and  that,  in  so  doing,  it  is  transformed  into 
tarry  matters,  which  are  useless  and  remain  in 
the  residues.    The  nature  of  the  nitro  compound 
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.used  is,  therefore,  of  no  influence  on  the  compo- 
sition of  the  dye-stuffs  obtained.  iPurev nitro- 
benzene, or  a  mixture  of  nitrobenzene  with 
nitrotoluene,  may  be  used.  o-Nitrotoluene  acts 
more  easily  than  afly  other  nitro  compound; 
it  has,  therefore,  beeii  used  with  advantage  by 
the  writer.  j>-Nitrotoluene  has  little  tendency 
to  act  as  an  oxidiser.  If,  therefore,  a  mixture  of 
nitrobenzene  with  the, two  nitrotoluenes  (the  so- 
called  ' nitrobenzol  for  red')  be  used,  the  p- 
nitrotoluene  escapes  with  the  distillate. 

The  advantage  of  the  nitrobenzene  process 
consists,  therefore,  not  in  an  economy  of  ingre- 
dients, but  in  the  fact  that  by  its  AppUcation 
magenta  free  from  arsenic  may  more  easily  be 
obtained.  The  yield  in  good  ciystaUised  fuchsiu 
is  slightly  larger  (if  only  the  aniline  used  be 
taken  as  basis  of  the  calculation)  than  in  the 
arsenic  acid  process.  This  increase  of  yield  pays 
for  the  increased  price  of  the  oxidising  agent. 
In  times  when  commercial  benzene  is  cheap  the 
process  compares  favourably  with  the  arsenic 
acid  process,  whilst  it  was  at  a  disadvantage 
when  the  prices  of  benzene  were  high.  At  the 
present  time,  benzene  is  so  cheap  and  plentiful 
that  the  nitric  acid  consumed  in  this  process  is 
perhaps  a  more  important  item  in  the  calcula- 
tion of  its  cost  than  the' benzene;  For  Working 
this  process  it  is  a  condition  that  the  manu- 
facture of,  aniline  be  carried  on  in  the  same 
works ;  the  distillates  are  a  mixture  of  aniline 
and  nitrobenzene,  which  must  be  returned  into 
the  reduction  process  before  they  can  be  used 
again. 

The  process  is  worked  with  different  propor- 
tions and  in  a  different  manner  in  different 
works.  It  is  based  on  the  following  facts : 
aniline  and  nitrobenzene  do  not  react  upon  each 
other ;  nor  does  a  reaction  take  place  if  aniline 
hydrochloride  be  added.  But  if  a  small  quantity 
of  iron  chloride  be  present,  a  reaction  sets  in,  at  a 
temperature  of  160°.  If  the  aniline  and  aniline 
salt  used  are  pure,  a  dye-stuff  of  the  induline 
group  is  obtauied ;  but  if  j)-toluidine  and  o- 
toluidine  be  present  in  the  necessary  proportions 
ordinary  fuchsin  is  the  result  of  the  reaction.  The 
nitro  compound,  however,  attacks  the  fuchsin 
already  formed,  and  part  of  it  is  therefore  de- 
composed again.  For  this  reason,  quantitative 
yields  cannot  be  obtained.  At  190°  the  action 
of  the  nitrobenzene  becomes  so  violent  that  all 
the  colouring  matter  is  destroyed.  The  greatest 
care  is,  therefore,  required  in  this  process,  and 
the  temperature  should  never  be  allowed  to  rise 
over  175°.  Cold-air  flues,  and  even  arrange- 
ments for  cooling  with  water  or  ice,  are  therefore 
invariably  provided  in  coimection  with  the 
melting-pots.  The  size  of  the  latter  has  been 
constantly  increased,  because  it  is  easiei;  to  keep 
large  vessels  at  a  constant  temperature  than 
small  ones.  Enormous  pots,  capable  of  working 
one  or  two  tons  of  melt,  have  been  used.  Excel- 
lent arrangements  for  stirring  should  be  provided. 
It  is  a  good  plan  to  make  the  melting-pots  of 
spherical  shape,  and  to  give  the  stirrer  an 
oblique  position  in  this  spherical  pot.  No  water 
should  be  present  in  the  mixture,  as  in  this  case 
the  nitro  conroound  •  is  simply,  reduced  into 
aniline  by  the  ferrous  chloride,  and  the  reaction 
stops.  The  hydrochloric  acid  used  should, 
therefore,  be  mixed  with  the  necessary  quantity 
of  the  aniline  and  the  mixture  evaporated  until 


it  solidifies  into  '  aniline  salt  cako  en  cooling. 
Sometimes  the  iron  chloride  solution  is  added, 
so  that  the  cake  obtained  is  intimately  mixed 
with  the  iron  salt.  This  cake  is  then  dissolved 
in  the :  rest  of  the  aniline;  the  nitro  compound 
addisd,  and  the  mixture  heated  until  the  re- 
action sets  in.  Other  manufacturers  prefer  to 
add  iron  filings  or  dry  ferrous  chloride  to  the 
mixture  of  aniline  with  aniline  cake  and  nitro- 
benzene. An  ingenious  patent,  taken  out  by 
Herran  and  Chaude',  proposed  the  use. of  certain 
double  salts  of  the  general  formula  'R2Cle,2RCl2, 
such  as  ferric  ferrous-chloride,  ferric  zinc  chloride, 
aluminium  zinc  chloride,  and  others.  The  addi- 
tion of  iron  filings,  originally  proposed  by  Coupler, 
is  not  customary  at  present.  Anhydrous  zinc 
chloride,  which  has  also  been  proposed  as  a 
means  of  starting  the  oxidising  action  of  the 
nitro  compound,  has  not  proved  satisfactory. 

The  following  proportioi^s  have  been  pro- 
posed : 

100  parts  aniline  for  red, 

60  „  tiitroberizene, 
3-5  „  iron  filings, 
and  a  sufficient  quantity  of  hydrochloric  acid  to 
neutralise  two-thirds  of  the  aniline  (Hausser- 
mann).  The  quantity  of  nitrobenzene  is  too 
large  ;  it  may  very  well  be  reduced  to  40  parts, 
or  even  less. 

Wurtz  gives  the  following  proportions : 
33  parts  aniline, 
17-20    „     nitrobenzene, 
18-22    „     hydrochloric  acid, 
2    „     iron  filings. 
The  following  is  Coupler's  mixture  : 
67  parts  toluidine, 
95    „     nitrotoluene, 
65    „     hydrochloric  acid, 
7    „     ferrous  chloride. 
The  large  quantity  of  nitrotoluene  proposed  in 
this  prescription  is  due  to  the  fact  that  only  the 
p-nitrotoluene,  of  which  about  50  parts  are  pre- 
sent in  the  mixture,  acts  as  an  oxidiser.    The 
y-nitro  compound  is  recovered  in  the  distillate. 
The  following  proportions  were  used  by  the 
writer  in  regular  factory  work ; 
400  kilos  aniline  for  red, 
222     „    hydrochloric  acid,  20°Be'., 
247     „■  o-nitrotoluene, 
and  the  ferrous  chloride  prepared  from 
9  kUos  iron  borings,  and 
41      „    hydrochloric  acid. 
Half  of  the  aniline  is  dissolved  in  the  222 
kilos  of  hydrochloric  acid,  the  solution  of  the 
ferrous  chloride  is  added,  and  the  whole  evapo- 
rated in  a  stone  still  before  being  mixed  with 
the   remainder  of  the   aniline  and  the  nitro- 
toluene. 

The  nitrobenzene  melt  cannot  be  pushed  so 
far  as  the  arsenic  acid  melt.  When  finished  it 
should  not  solidify  into  a  brittle  mass  on  cooling. 
It  should.be  still  soft,  owing  to  a  proportion  of 
uncombined  aniline  which  it  BtUl  contains.  This 
aniline  must  be  extracted  by  boiling  with  a  small 
quantity  of  dilute  hydrochloric  acid.  After  its 
removal,  the  jnelt  becomes  brittle  on  cooling. 
It  is  worked  lip  in  the  Leonhardt  extractors,  in 
exactly  the  same  manner  as  described  for  the 
aisenio  acid  melt. 

Later  improvements.  It  has  already  been 
said  that  several  synthetical  methods  have  been 
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propoBed  for  the  manufacture  of  magenta,  which 
met,  however,  with  ■  no  success.  Gradually, 
however,  improvements  have  been  introduced 
into  the  old  melting  processes,  which,  being  based 
on  theoretical  considerations,  have  given  favour- 
able results.  The  most  important  of  these 
improvements  is  the  one  described  in  the  German 
patent  63937  (and  additional  patent)  of  the  Farb- 
werke  vorm.  Meister,  Lucius  und  Briining  in 
Hochst-am-Main,  dated  November  27,  1889.  It 
consists  in  replacing,  in  the  nitrobenzene  process, 
the  'aniline 'for  red'  by  a  mixture  of  diamino- 
diphenylmethane  and  aniline.  The  patents 
refer  only  to  the  production  of  the  diamino- 
diphenylmethane,  which  is  prepared  by  first 
acting  with  formaldehyde  (the  well-known 
'formarn'  of  commerce)  upon  aniline.  The 
methylene  aniline  obtained  is  heated  with  aniline 
and  aniline  hydrochloride,  by  which  means 
diamino-diphenylmethane  is  easily  formed.  If 
instead  of  CgHgN :  CH„  methylene  aniline, 
any  of  its  higher  homologues  be  Seated  with 
the  corresponding  bases,  the .  homologues  of 
diamino-diphenylmethane  are  produced.  By 
introducing  these  bases  instead  of  p-toluidine 
into  the  magenta  melt,  very  large  yields  of  the 
dye-stuff  are  said  to  be  obtained.  The  dye-stufiE 
prepared  by  this  method  is  sold  under  the  name 
of    Neii-Fuchsin  '  (new  magenta). 

Later  on  a  patent  was  obtained  by  Cassella 
&  Co.,  of  Frankfurt-am-Main,  the  essence  of 
which  is  probably  the  same.  It  consists  in 
introducing  methyl  alcohol  into  the  arsenic  acid 
melt.  Formaldehyde  is  probably  thus  pro- 
duced, which  is  at  once  transformed  into  di- 
aminodiphenylmethane.  By  introducing  chlori- 
nated anilines  into  the  pararosaniline  melt  the 
chlorine  substitution  products  of  rosaniline  have 
been  obtained,  which  are  remarkable  by  being 
much  more  bluish  in  shade  than  either  para- 
rosaniline or  ordinary  magenta  (Cassella  &  Co., 
D.  R.  P.  21923,  1913). 

Acid  magenta.  The  ordinary  fuchsin  or 
magenta  has  been  used  for  dyeing  cotton,  wool, 
and  silk.  But  its  properties  make  it  necessary 
to  use  neutral  or  very  slightly  acid  baths.  This 
is  a  considerable  drawback  to  its  use  on  silk  or 
wool,  especially  in  combination  with  other  dye- 
stuffs  which  require'distinctly  acid  dyebaths  for 
their  successful  application.  It  was,  therefore, 
a  decided  advance  to  introduce  a  sulpho  deriva- 
tive of  magenta  into  the  market.  This  step 
was  realised  by  H.  Caro  in  1877(Eng.  Pat.  3731, 
1877  ;  D.  R.  P.  2096,  Badische  Anilin-  &  Soda- 
Fabrik).  Caro  proved  that  magenta,  which  shows 
a  marked  resistance  to  ordinary  sulphuric  acid, 
may  easily  be  converted  into  a  trisulpho  deriva- 
tive by  treatment  with  fuming  sulphuric  acid. 
The  ordinary  crystallised  hydrochloride  of 
magenta  is  used.  It  is  introduced  in  a  finely- 
powdered  condition  into  fuming  sulphuric  acid ; 
the  mixture  is  then  heated  to  a  temperature 
not  below  120°  and  not  above  170°.  Hydro- 
gen chloride  is  given  off,  and  the  sulpho 
derivative  is  formed.  When  the  operation  is 
finished,  it  is  diluted  with  water  and  worked  up 
in  the  usual  manner,  by  first  preparing  the 
lime-salt  and  then  converting  it  into  the 
sodium  salt.  The  para  derivative  has  the 
composition  C„Hi5N,0,oS,Na„  the  higher 
homologue  CjoHijN.OioSjNa, ;  the  ordinary 
acid  magenta  is  a  mixture  of  the  two.    The  con- 


stitution of  the  para  derivative  may  be  teptfl- 
sented  by  the  following  formula  : 
NHj 
f^SO.Na 


C=. 


<. 


.SO,Na 
NHa 

from  which  it  will  be  seen  that  the  sulpho- 
groups  occupy  the  ortho  positions  relative  to 
the  amino  groups.  It  forms  a  metallic  green 
powder,  very  soluble  in  water  with  magenta 
colour,  which  disappears  completely  on  addition 
of  caustic  alkali,  the  sulpho  derivative  of  the 
colourless  triamiuo-triphenyl  carbinol  being 
formed. 

Acid  magenta  may  also  be  obtained  by  act- 
ing with  chlorosulphonic  acid  upon  dry  magenta 
base  (E.  Jacobsen,  D.  R.  P.  8764,  1879 ;  Eng. 
Pat.  2828,  1879). 

By  using  the  various  by-products  of  magenta 
instead  of  the  pure  dye-stufi,  acid  derivatives  of 
these  may  be  obtained  which  prove  particularly 
valuable  for  dyeing  mixed  shades. 

Magenta  base  (red  base,  rosein  base).  A 
large  proportion  of  the  fuchsin  produced  is 
transformed  into  the  corresponding  base,  the 
composition  of  which  has  alresidy  been  discussed. 
For  the  production  of  a  good  base,  crystallised 
fuchsin  only  should  be  used.  This  is  dissolved  in 
a  large  volume  of  boiling  water,  and  made  alkaline 
either  with  milk  of  lime  or  with  ammonia.  In 
the  latter  case,  the  product  obtained  consists 
partly  of  the  amino  derivative  already  men- 
tioned. No  caustic  alkali  should  be  used. 
From  the  filtered  solution  the  base  settles  out 
on  cooling  in  crystals,  which  have  the  shape  of  a 
fem.-Ieaf  of  pale-pink  colour.  Li  the  air  they 
generally  become  darker,  because  a  certain 
amount  of  magenta  carbonate  is  formed  on  their 
surface.  The  base  thus  prepared  is  sold  iov 
conversion  into  violets  and  blues  (j.v.). 

CoLOURmo  Hatters  derivbd  from 
Rosaniline. 

The  brilliant  researches  of  A.  W.  Hofmann 
proved,  at  an  early  period,  that  rosaniline  is 
capable  of  having  the  hydrogen  atoms  of  its 
amino  groups  replaced  by  alkyl  groups,  and 
that  the  substances  so  formed  are  remarkable 
not  only  for  the  brilliancy,  but  also  for  the  great 
variety,  of  their  shades.  Hofmann  himself  in- 
troduced the  alkyl  radicles  of  the  fatty  series 
into  the  molecule  of  rosaniline,  and  thus  ob- 
tained the  colouring  matters  which  for  a  long 
time  played  an  important  part  under  the  name 
of  Hofmann's  violets.  Girard  and  De  Laire 
discovered  a^method  of  introducing  the  phenyl 
and  other  aromatic  groups  into  the  nioleoule  of 
rosaniline,  and  thus  inaugurated  the  manufac- 
ture of  aniline  blues.  It  was  then  attempted, 
first  by  Lauth,  to  produce  alkylated  rosanilines 
by  direct  oxidation  of  alkylated  aniline,  and  this 
method  proved  of  great  practical  importance  in 
the  hands  of  Bardy,  although  the  theory  of  this 
process  was  only  understood  at  a  much  latei 
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period.  Finally,  a  synthetical  method  for  the 
production  of  certain  alkylated  rosaniline  deriva- 
tives which  cannot  be  produced  by  direct  alkyla- 
tion  of  rosaniline  itself,  was  discovered  by  Kern, 
whose  processes  are  based  on  the  theoretical 
researches  of  Hichler. 

AH  these  colouring  matters  will  now  be 
described,  and  the  methods  of  their  formation 
discussed. 

I.  Hofmann's    violet    CjiHgsNjCI,    hydro- 
chloride  of  triethyl  rosaniline 
NH(CjH,) 


/\CH, 


=NH(C,ll5)Cl 

is  obtained  by  heating  magenta  base  with  ethyl 
iodide,  bromide,  or  chloride,  and  a  sufficient 
quantity  of  alcoholic  soda  solution  to  neutralise 
the  acid  formed  in  the  reaction.  The  magenta 
base  is  prepared  by  decomposing  a  very  weak 
fuchsin  solution  with  milk  of  lime  or  ammonia. 
From  the  filtered  solution  the  base  crystallises 
in  small  leaflets  of  a  pink  colour.  The  alkyla- 
tion  is  efiected  in  closed  vessels  of  copper  or 
oast-iron,  which  are  heated  to  80''-100°  by 
steam  or  in  a  water-bath.  The  trimethyl  ros- 
aniline hydrochloride,  which  is  slightly  bluer  in 
shade,  was  formerly  also  prepared.  This  is 
no  longer  employed.  By  using  less  of  the  alkyl 
haloids  than  is  necessary  for  completing  the  re- 
action, redder  shades  were  obtained,  wmoh  were 
mixtures  of  the  mono-  and  di-ethyl-  or  methyl- 
rosanilines.  In  commerce,  the  more  or  less  red- 
dish tinge  of  their  shade  is  marked  by  the  addition 
of  the  letter  R,  thus  :  Violet  B,  RR,  up  to  6  R. 
2.  Methyl  violet  B.  C.  Lauth,  wishing  to 
find  a  new  method  for  the  production  of  Hof- 
mann's violets,  tried  to  oxidise  methylate4  anil- 
ine. He  obtained  a  violet  of  much  bluer  shade. 
Bardy  worked  out  the  method,  which  was 
patented  by  Poirrier  and  Chappat  (Fr.  Pat. 
71970,  dated  June  16,  1866).  The  product  ob- 
tained was  proved  to  be  the  hydrochloride  of 
pentamethyl  para-rosaniline  CjjHjsNjCl : — 
N(CH,), 


rS 


C=^J>=N(CH,),a 

N<CH, 

This  dye-stuff,  which  became  of  great  im- 
portance, was  for  a  long  time  known  under  the 
name  of  Violet  de  Paris.  At  present  it  is  sold 
by  the  various  coloiir  works  under  the  name 
Methyl  Violet  B  to  3  B. 


The  mode  of  formatiOa  of  this  Colouring' 
matter  is  very  interesting.  Many  researches 
have  shown  that  it  is  best  prepared  from  pure 
dimethyl  aniline,  which  should  be  as  free  as 
possible  from  every  trace  of  monomethyl 
aniline.  If  three  molecules  of  dimethylaniline 
be  oxidised  into  one  molecule  of  the  dye-stuff, 
one  of  the  six  methyl  groups  present  serves  to 
form  the  central  carbon  atom,  whilst  the  other 
five  remain  combined  with  the  amino  groups  of 
the  dye-stuff  formed. 

The  process  of  oxidation  employed  is  totally 
different  from  those  resorted  to  in  the  manu-  ^ 
facture  of  magenta  or  fuchsin.  Cuprio  chloride 
is  used  as  an  oxidiser  at  a  temperature  which  is 
little  above  that  of  the  atmosphere.  The  cuprous 
chloride  formed  is  again  transformed  into  cupric 
salt  by  the  oxygen  of  the  air.  The  air  should, 
therefore,  have  ready  access  to  the  mixture.  To 
fulfil  this  condition,  a  porous  condition  is  given 
to  the  melt  by  the  admixture  of  sand  or  other 
indifferent  materials.  Cakes  are  formed  of  the 
mass,  and  these  are  left  on  trays  in  a  hot 
chamber.  The  following  proportions  have  been 
recommended : 

100  parts  sand, 
10      „    dimethylaniline, 
3      „    cuprio  nitrate, 
2      „   sodium  chloride, 
1      „    weak  acetic  acid. 
The  cakes,  which  show  a  dull  greenish  colour 
at  first,  gradually  assume  a  bronze  lustre  and 
become  hard  and  brittle.      They  now  contain 
the  violet  formed  as   an  insoluble   compound 
with  cuprous  chloride.      To  obtain  the  violet, 
the  cakes  should  be  powdered,  and  all  soluble 
substances  extracted  with  water.    The  double 
salt  of  violet  and  cuprous  chloride  should  then 
be  decomposed.       Various   means  have  been 
adppted-for  this  purpose.  , 

-The  original  process  consists  in  treating  the 
material  with  a  weak  solution  of  sodium  sul-  - 
phide.  Insoluble  copper  sulphide  is  formed,  and 
the  free  violet  is  dissolved.  From  the  filtered 
solution  it  may  be  precipitated  by  the  addition 
of  salt.  It  comes  out  in  the  shape  of  a  gold- 
coloured  tar  of  metallic  appearance,  which  is 
collected  and  dried  in  jacketed  pans.  When  dry 
it  forms  a  brittle  mass  of  metallic  aspect,  show- 
ing no  tendency  whatever  to  crystallise.  It  is 
sold  under  the  name  of  '  Methyl  violet  B '  or 
'  direct  violet.' 

The  use  of  sodium  sulphide  has  this  incon- 
venience, .  that  any  excess  of  the  reagent  acts  as 
a  reducing  agent  on  the  violet,  transforming 
it  into  its  leuco  compound,  which  cannot  be 
separated  from  the  violet,  and  impairs  its 
strength,  besides  producing  other  complications. 
To  remedy  this  drawback,  several  factories 
used  gaseous  hydrogen  sulphide  instead  of 
the  sodium  compound.  Hydrogen  sulphide 
has  no  reducing  action  on  the  violet  in  neutral  o» 
slightly  acid  solutions.  The  use  of  this  gas  on 
a  large  scale  is,  however,  extremely  dangerous 
and  accidents,  which  happened  repeatedly,  have 
led  to  the  abandonment  of  its  use. 

The  folloWihg  methods  admit  of  the  extrac- 
tion of  the  violet  without  the  use  of  sulphides. 

The  first  is  based  on  the  fact  that,  although 
the  violet  combines  with  cuprous  chloride  in 
the  shape  of  its  hj^drochloricfe,  this  is  not  the 
case  if  the  two  be  present  as  sulphates.      If, 


542 


TRIPHENYLMETHANE  COLOURING  MATTERS. 


therefore,  the  crude  insoluble  melt  is  boiled  with 
dilute  sulphuric  acid,  the  violet  goes  into  the 
solution  together  with  the  copper.  The  solution 
is  then  filtered  ofE  from  the  sand.  If  now  salt 
were  added  in  order  tb  precipitate  the  violet,  the 
insoluble  compound  would  be  re-formed.  To 
prevent  this,  sodium  sulphate  (free  from  chloride) 
is  used  for  precipitating  the  violet,  which  comes 
out  as  sulplutte,  whilst  the  copper  remains  in  the 
solution.  The  violet  sulphate  is  now  carefully 
washed,  le-dissolved,  and  rcrprecipitated  in  the 
shape  of  chloride  by  the  addition  of  common  salt. 

Another  process,  which  gives  equally  good 
results,  is  based  upon  the  fact  that  the  insoluble 
compound  becomes  soluble  if  the  cuprous  chlor- 
ide contained  in  it  be  oxidised  into  cupric  salt. 
For  this  purpose  the  crude  cake  is  triturated 
with  a  solution  of  ferric  chloride.  It  is  then 
filtered  ofi  and  washed.  The  violet,  which  has 
become  soluble,  may  now  be  extracted  with 
water,  and  precipitated  by  the  addition  of  salt. 

Great,  improvements  have  been  effected  in 
the  melt  itself..  First  of  all,  it  was  lecognised 
that  the  cakes,  if  .left  to  themselves,  were  apt. to 
lose  too  much  dimethylaniline  by  evapoiAtioo^; 
they  also  remained  insufficiently  oxidised  in 
their  interioi^.  To  obviate  this,  the  use  of  bread- 
kneading  machines  was  resorted  .to,  through 
which  a  current  of  air  was  blown,  This  current 
was  made  to  pass  through  a  vesgel  containing  sul- 
phurie  acid,  after  leavipg  the  machine.- :  Gom- 
plete  oxidation  was  thus  obtained,  whilst  the  base  ■ 
which  d^tUled  over  was.  reoovered.in  the  acid. 

Later  on,  the  quantities  of  the  copper  salt 
were  reduced,  and  some  potassium  chlorate  was 
added  to  the  mixture..  This  yielded  the  necessary 
oxygen,  thp.presence  of  a  .current  of  air  became 
superfluous,  "and  the ,  e  vaporattipn  of  the  base 
could;  be,  _stopped  by  _using  closed  vessels  or 
kneading  maolunes.         .  .       ;_    .' 

Anothergreat  inpopvepience  is.the  sani  .  It 
ia  .necessary,  8(3  a  diluting  .agenj:,.  but  in  .the 
after-operations  it  is:  very  trouMesome,  being 
very  heavy  and  producing  great  wear  of  the 
apparatus.  It  was,  therefore,  a  great  improve- 
ment to  use  clean  salt  instead  of  sand.  :  The  salt 
is  quite  as  indifferent  as  the  sand,  but  after 
having,  done  its  duty,  it  may  be  easUy  removed 
by  solution,  leaving  the  insoluble  compound  of  the 
violet  and  cuprous  chloride  in  the  shape  of  a  fine 
dark  powder,  which  is  admirably  fitted  for  being 
worked  up  into  soluble  product.     ' 

.  By  ■  such  improvements  it  was  possible  to 
raise  the  yield  of  oplouring  matter,  which  at 
first  hardly  reached  46  or  50  p.c.  of  the  di- 
methylaniline used,  to  90  p.c.  and  more.  If  we 
remember  that  30  p.c.  of  pure  colouring  matter 
is  a  fail  yield  in  the  manufacture  of  magenta, 
we  may  well  understand  that  methyl  violet,  al- 
though manufactured  from  a  much  more  expen- 
sive raw  material  than  fuchsin,  soon  became 
much  cheaper  than  its  parent  substance. 

The  yields  of  violet  have  been  fiarther  in- 
creased by  a  curious  .procedure.  It  consists  ip 
adding  some  phenol  to  .the  mixture.  The  action 
of  the  phenol,  which  may  be  recovered,  is  that  of 
a  solvent ;  by  its  use  the  yield  of  viglet  becomes 
very  nearly,  theoretical. 

In  the  manufacture  of  violet,  especially  by 
the  older  methods,  there  is  always  some  tri-  and 
tetra-methylrosaniline  formed  along  with  the 
penta-methyl   derivative,    because   the   methyl 


groups  are  attacked,  and  transformed  into  form-  ■ 
aldehyde,  wluch  escapes.    The  violet  is,  there- 
fore, slightly  redder  than  it  ought  to  be.    To 
compensate  for  this  loss,  Bardy  treated  his  direct ' 
violet   with,   benzyl  chloride,  and  thus   intro- 
duced   benzyl   groups    wherever    methyl    was 
wanting.    The  violet  of  very  blue  shade  thus 
obtained  was  brought  into  commerce  under  the  •    ■ 
name  of  Methyl  violet  5  B  or  Benzyl  violet.    It'    • 
has  now  lost  its  importance,  having  been  to  a 
great  extent  replaced  by  the,  very  beautiful,  crys- )    ( 
tallised    violets   obtained    by.  the    synthetical 
method  of  Kern. 

3.  Iodine  gieen  and  Methyl  green.  It  has 
already  been  said  that  Hofmann's  process  of 
direct  alkylation  of  rosaniline  does  not  go 
beyond  the  tri-alkyl  derivatives.  If  the  action 
of  al^l  halides  be  still  continued,  ammonium 
bases  are  formed.  Thus  by  heating  Hofmann's 
violet  with  methyl  idJlide  in  a  methyl  alcohol 
solution,  Keisser  obtained~(1866)  a  green  colour^ 
ing  matter,  which  was  manufactured  and  sold  for 
many  years  under  the  name  of  iodine  green.  A 
very  similar  dye-stuff  was  prepared  from  methyl- 
violet  in  a  like  manner  by  Bardy,  who  used, 
however,  methyl  nitrate  instead  of  the  iodide. 
After  several  explosions,  the  use  of  the  nitrate 
was  abandoned,  and  methyl  chloride  or  bromide, 
also  ethyl  bromide,  were  used  instead.  The 
dye-stuff  thus  obtained  was  sold  under  the  name 
of  methyl  green.  It  did  not  contain  any  iodine, 
and  was  therefore  much  cheaper  than  the  iodine 
green,  which  it  quickly  replaced. 

Chemically,  the  two  may  be  considered  as 
hpmologues  of  similar  constitiition,  viz.  as 
methyl  ammoniurd  derivatives  of  hexamethyl- 
rosaniline  and '  hexaiuethyl-pararosaniline.  Io- 
dine green,  being  a  derivative  of  ordinary  ros- 
aniline, contains  one  tolyl  group  ; 

C=/_^=N(CH,),I 

0" 

N(CH,),I 
_    .         Iodine  green,  CsjHjjNalj 
The  methyl'  groups  in  this  formula  may  also 
partly  be  replaced  by  ethyl  groups  if  ordinary 
Hofmann's  violet  were  used  as  a  raw  material. 

Methyl  green  is  the  corresponding  derivative 
of  pararosaniline : 

N(CH,), 


^\ 


\^/ 


=N(CH,),C1 


I 
\/ 

I 
C= 

I 

N(CH3),I 
Methyl  green  ^jHjjNaCl, 
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Both  these  dye-stuffs  were  brought  into  com- 
merce in  the  shape  of  their  zino  double  chlorides. 
The  iodine  green  formed  a  dark  powder,  whilst 
the  methyl  green  formed  pretty  green  needles 
or  leaflets. 

To  prepare  these  dye-stuffs  the  violets  were 
simply  heated  with  the  alkyl  halides  in  closed 
enamelled  iron  vessels  to  120°.  Some  wood 
spirit,. or  common  alcohol,  was  added  as  a  sol- 
vent. A  pressure  of  10-12  atmospheres  was 
observed,  which  decreased,  when  the-  reaction 
was  finished.  The  crude  product  was  dissolved 
m  water.  This  solution  was  of  dark-blue  colour, 
because  there  was  always  some  violet  which 
remained  unattacked.  To  separate  this,  the 
solution  was  shaken  up  with  amyl  aloohoi,  which 
dissolved  out  the  violet.  The  green  remained 
in  the  aqueous  solution,  from  which  it' could  be 
precipitated  by  the  addition  of  zinc  chloride  and 
common  salt.  To  obtain  crystals,  the  crude 
green  was  re-crystallised  from  spirit. 

These  greens  have  now  almost  entirely  been 
replaced  by  the  diaminotriphenylniethane  deri- 
vatives already  described,  which  are  not  only 
more  brilliant  in  shade,  but  also  much  more 
stable  and  at  the  same  time  very  much  cheaper. 
Iodine  green  and  methyl  green  are  decomposed 
and  turn  a  dirty  violet  even  by  the  action  of  a 
gentle  heat,  as  produced  in  the  process  of 
cylindering  fabrics,  and  ori  many  other  occa- 
sions. 

Pararosaniline  derivatives  prepared  hy  Kern's 
method:  Another  way  of  preparing  alkylated 
pararosanilines ,  was  indicated  Ky  Kern,  who' 
started  from  the.  observations  published  by  W. 
Michler  (Ber.  1876,  9,  716).  This  chemist  had 
shown  that  l)y  acting,  with.;oarbonyi  chloride 
COClj  upon  dimethylaniline,  dimethylamino- 
benzoyl  chloride  is  fofmed,  which  acts  again  on 
dimethylaniliue,  yieldiog.tetramethyldiammo- 
benzophenoue :  

.C,H,-N<gf3 

\C.H,-N<CH3 

At  the  same  time,  as  Michler  observed,  an  in- 
tense blue  colouring  matter  is  formed.  A.  Kern 
(1883)  followed  up  Miohler's  observations,  and 
discovered  not  only  the  nature  of.  the  blue 
colouring  matter,  but  also  the  conditions  under 
which  it  may  be  obtained  as  the  sole  product 
of  the  reaction.  The  colouring  matter  proved 
to  be  pure  hexamethylpararosanijine,  the  forma- 
tion of  which  is-  due  to  the  action  of  another 
molecule  of  dimethylaniline  upon  tetramethyl- 
diaminobenzophenone.  This  action  is,  however, 
not  very  energetic,  and  must  be  intensified  by  the 
addition  of  certain  substances,  or  by  substituting 
for  the  ketone  certain,  of  its  more  active  deriva- 
tives. A  number  of  different  processes  have 
thus  been  worked. out,  the  more  important  of 
which  will  now.  be  described. 
^  A.  Kern's,  original  modification  of  Michler's 
experiment  ia  based  upon  the  fact,  that  tetra- 
methyldiaminobenzhydrol,  the  secondary  alcohol 
derived  from  the  ketone  tetramethyldiamino- 
benzophenone,  acts  readily  upon  aromatic 
bases,  forming  triphenylmethaiie  derivatives. 
This  process  ia  described  in  Kern's  Eng.  Fat. 
6450(1883),  and  the  corresponding!).  B-  P-  27032, 


Bad.  Anilin-  und  Soda-I'abrik.  Tetramethyl- 
diaminobenzhydrol : 

HOOH 

which  had  already  been  obtained  by  Michler  by 
the  action  of  sodium-amalgam  upon  the  ketone- 
may,  according  to  this  patent,  be  prepared  in- 
dustrially by  boiling  a  solution  of  the  ketoiie 
in  amyl  alcohol  with  caustic  soda  and  zinc- 
dust.  When-  the  reduction  is  finished,  the  alco- 
hol is  blown  off  with  steam,  the  residue  dissolved 
in  hydrochloric  acid,  and  purified  by  fractional 
precipitation  with  caustic  soda. 

The  product  thus  obtained  may  be  condensed 
with  primary,  secondary,  and  tertiary  aromatic 
bases,  yielding  in  every  case  alkylated  derivatives 
of  paraleucatiiline ;  thus,  for  instance,  with 
dimethylaniline  the  leuco  base  of  hexamethyl- 
rosaniline  is  formed,  if  the  two  be  brought 
together  in  a  solution  in  weak  sulphuric  aciH     ' 

HCOH 


+C.H.-N<gg». 


HCCeH4-N<^|3 
^C,H,-N<CH3 


+H,0 


This  leuco  base  may  be  oxidised  into  the  corre- 
sponding dye-stuff  by  the  method  indicated  for 
the  production  of  benaa-ldehydegieen-rryiz.  by. 
the  action  .of  lea^peroxid©  upon  the  .hydro- 
chloride of  the  leuco  base.  The  hexamethylros- 
aniline  hydrochloride  thus  obtained  is  a  beauti- 
fully crystallised  substance,  which  forms  green 
crystals  if  anhydrous,  CjjHjjNjOl,  or  bronze- 
coloured,  prisms  if  containing  water  of  crystal-, 
lisation.  In  the  latter  case,  its  composition  is  ■ 
Oj5H3|,N3Cl,8H20.  The  power  of  olystallisa- 
tion  of.  this  substance  is  very  remarkable  if  we . 
compare  it  with  the  ordinary  violet  obtained 
by  direct  oxidation  of  dimethylaniliue ;  this, . 
being  a  mixture  of  the  tetra-,  penta-  and  hexa- 
methyl-rosanilines,  shows  no  tendency  whatever 
to  crystallise. 

If  in  the  process  described  diethyl  aniline  be 
substituted  for  dimethyl  aniUne,  both  for  the 
production  of  the  hydrol  base  and  its  subsequent 
transformation,  .the  result  is,  of  course,  hexa- 
ethylrosaniline,  which  cannot  be  prepared  by, 
any  other  process.  This  product  is  manufac- 
tured and  sold  under  the  name  of  '  Ethyl- 
pwple,  6  B '  (ethyl  violet).  It  is  a  very.  be;auti- 
ful. colouring  matter,  dyeing  fine  bluish-purple. 


Very  soon  a  simpler  method  than  the  one 
described  was   discovered   by   Kern  and   Caro 
(D.  R.  PP.  26016  and  29943  ;  .Eng.  Pat.  4428, 
1883).     It  was  based  upon  the  feet  that  the. 
action  of  tetramethyldiaminobenzophenone  upon  , 
dimethylaniline,  wluch,.in  Miohler's  experiment, . 
already-had  yielded  a  simall  amount  of  colouring- 


6M 


TRIPHENYLMETHANE  COLOURING  MATTERS. 


matter,  may  be  modified  by  the  addition  of 
certain  substances,  such  as  alunAnium  chloride, 
zinc  chloride,  and  others.  If  these  be  present, 
the  reaction  of  phosgene  gas  (carbonyl  chloride 
COCl,)  upon  dimethylaniline  does  not  result  in 
the  formation  of  tetramethyldiaminobenzophen- 
one ;  this  is  only  formed  as  an  intermediate 
product,  which  reacts  at  once  upon  another 
molecule  of  the  base,  forming  hexamethylpara- 
rosaniline : 

CO  +CeH5-N{CH,)jHa 

C.H.-N<^^ 

C.H.-N(CH,), 
I 
C=CeH4=N(CH,),a+HjO 

C,H,-N(CH3), 

Many  modifications  of  the  processes  here  de- 
scribed have  also  been  indicated  and  patented. 
Thus,  instead  of  the  carbonyl  chloride,  thio- 
carbonyl  chloride  CSClj  may  be  used,  which 
yields  with  dimethylaniline  the  thioketone 


^CH, 
-CH, 

\CeHvN<^« 


OS 


-CH, 

The  latter  may  replace  the  oxygen  compound  in 
all  its  appUcations. 
-Again,  trichloromethyl  chloroformate 

cico-ocaj 

and  similar  substances  have  been  proposed  as 
substitutes  for  the  carbonyl  chloride. 

The  following  is  the  method  used  at  present 
for  preparing  Crystal  Violet  and  Ethyl  Purple  6  B: 
100  kilos  of  dimethylaniline  (or  diethylaniline) 
are  acted  upon  in  a  high-pressure  pot  at  a  tem- 
perature of  20°  with  18-20  kilos  of  carbonyl 
chloride ;  after  24  hours'  standing  another  SO 
kilos  of  the  base  and  30  kilos  powdered  zinc 
chloride  are  added.  The  mixture  is  now  heated 
to  40°-50°,  and  20  kilos  more  of  the  carbonyl 
chloride  are  introduced.  After  6  hours'  heating 
to  50°,  the  reaction  is  finished.  The  mixture  is 
now  introduced  into  a  still,  made  alkaline  with 
caustic  soda,  and  the  excess  of  dimethylaniline 
driven  off  with  steam.  The  base  of  the  colour- 
ing mattev  is  then  dissolved  in  weak  sulphuric 
acid,  and  precipitated  in  the  shape  of  its  chloride 
by  the  addition  of  common  salt.  It  is  then  re- 
crystallised  from  water. 

This  process  leads,  of  course,  only  to  para- 
rosaniline  derivatives  in  which  the  three  amino- 
groups  are  substituted  in  the  same  manner. 
Besides  the  hexamethyl-  and  hexa-ethyl  deriva. 
tives,  the  trimethyltriphenyl  derivative  has  been 
obtained  f-rom  methyldiphenylamine  (Amer.  Fat. 
327953,  Kern  and  C.  Miiller).  It  was,  therefore, 
a  great  improvement  when  a  method  was  found 
for  effecting  the  condensation  of  tetramethyl- 
diaminobenzophenone  with  all  kinds  of  primary, 
secondary,  and  tertiary  bases.  This  method, 
which  was  worked  out  by  Kern  and  H.  Caro, 


consists  in  the  intermediate  formation  of  ths 
tetramethyldiaminobenzophenone  chloride : 

C.H,-N<gH. 

CCl, 
\C.H..N<CH» 

which,  being  much  more  active  than  the  ketone 
itself,  reacte  most  easily  upon  bases  of  every 
description.  For  the  manufacture  of  colouring 
matters  it  is  not  necessary  to  isolate  the  chloride, 
an  extremely  unstable  substance.  It  is  su£Scient 
to  react  with  phosphorus  trichloride  upon  a 
mixture  of  the  ketone  with  the  base  which  is  to  ba 
introduced  into  the  triphenylmethane.derivative. 

Thia  process  is  described  in  the  D.  R.  P. 
277891,  the  Eng.  Pats.,4850  and  5038,  1884,  and 
a  large  number  of  corresponding  American 
patente,  which  contain  many  examples  of  its 
application  to  the  production  of  dye-stu&.  Of 
these,  however,  only  few  have  obtained  U^ting 
importance.  These  are  basic  colouring  matters 
of  a  beautiful  blue  shade,  and  interesting  because 
they  are  the  only  members  of  the  triphenylmethane 
group  which  contain  the  naphthyl  radicle. 

Victoria  blue  B  CgjHjgNjCl  has  the  con- 
stitutional formula  : 

C.H._N(CH,), 


C=^^=N(CH3),C1 
Ci„H.-N<^««» 


It  is  prepared  by  mixing  together 

10  kilos  tetramethyldiaminobenzophenone 
and 

9  kilos  a-naphthylphenylamine, 
and  adding 

7  kilos  phosphorus  trichloride  to  the  mixture. 

The  reaction,  which  sets  in  at  once,  is 
finished  by  heating  to  110°.  The  product  is 
dissolved  in  water,  and  the  solution  precipitated 
with  salt. 

A  similar  dye-stuff,  analogous  in  its  con- 
stitution, but  of  a  somewhat  more  reddish  shade, 
is  obtained  if  instead  of  a-naphthylphenylamine, 
monoethyl-a-naphthylamine  be  used.  It  ia 
known  under  the  name  New  Victoria  blue  B. 

If  o-naphthyl-p-tolylamine  be  taken  instead 
of  the  naphthylphenylamine,  and  condensed 
with  tetra-ethyldiaminobenzophenone,  a  blue  of 
a  very  greenish  shade  is  obtained.  It  is  sold 
under  the  name  Night  blue  (Nachiblau)  and  haa 
the  composition  CjsHjjNjCl : 

C.H,-N(C,H6), 


C=<^^=N(C,H,),a 
C,„H,— N<^«^«'^H» 


Another  blue  of  very  red  shade  is  the  one 
sold  under  the  name  Victoria  blue  4  B 

C3«H„N,C1. 
It  is  prepared  from  tetramethyldialminobenzo- 
phenone  and  a-naphthylmetbylphenylamine.  It» 
constitution  is  probably 

C.H,-N(CH3J, 

C=<^=N(CH,)3a 
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In  describing  both  the  green  dye-stufis  derived 
fiom  diaminotriphenylmethane  and  the  old  and 
important  magenta  group,  it  has  been  mentioned 
how  much  the  dyer  values  the  possibility  of 
dyeing  the  useful  shades  which  these  colouring 
matters  supply  from  an  acid  bath  and  of  thus 
being  enabled  to  combine  them  with  all  the  other 
wool  dyes  capable  of  such  application,  especially 
the  azo  colouring  matters.  The  same  necessity 
exists  for  the  various  shades  of  violet  here 
described. 

This  want  was  at  6rst  supplied  by  the 
means  which  had  proved  successful  in  the  case 
of  magenta,  viz.  by  the  direct  sulphonation 
with  fuming  sulphuric  acid  of  the  various 
violets,  especially  the  redder  shades  obtained  by 
the  reaction  of  alkyl  hahdes  upon  magenta  base. 
The  colouring  matters  thus  produced  were  intro- 
duced at  the  end  of  the  seventies  under  the  name 
of  Acid  violela  to  which  letters  denoting  the 
shade  (R  and  B)  were  added.  But  they  did  not 
meet  with  the  same  ready  reception  that  had 
been  offered  to  acid  magenta.  It  is  now  known 
that  the  sulphuric  anhydride  of  the  fuming  acid 
is  very  apt  to  attack  the  alkyl  groups  and  thus  to 
tarnish  the  shade  of  the  violets. 

The  new  synthetical  method  which  had  pro- 
duced Crystal  violet  and  its  many  congeners  and 
which  is  apparently  analogous  to  the  synthesis 
of  Victoria  green  and  its  numerous  homologue's, 
could  not  fail  also  to  indicate  rational  methods 
for  the  production  of  acid  violets  of  every  con- 
ceivable shade. 

Some  of  these  methods  consisted — ^in  strict 
analogy  to  what  had  been  done  in  the  group  of 
the  greeru — ^in  introducing  the  benzyl  group  into 
'  the  molecule  of  the  dye-stufi  and  utilising  the 
capacity  of  this  radicle  for  sulphonation.  All 
the  variations  oi  this  juethod  given  in  the  de- 
scription of  the  acid  greens  are,  admissible  in  th^ 
violet  group.  In  this  way  the  following  dye- 
stuffs  have  been  obtained,  the  structural  formulae 
of  which  need  not  be  given  : — 

Acid  violet  iBN,  GB,  IB  and  N,  prepared  by 
the  sulphonation  of  pentamethylbenzyl-para- 
losaniline  or  by  the  oxidation  of  the  mono- 
sulpho  derivative  of  pentamethylbenzyl-leuc- 
aniline. 

Acid  violet  6B  or  Ouinea  violet  4B.  This  is  a 
disulpho  derivative,  obtained  by  oxidising  the 
acid,  which  may  be  obtained  by  the  condensa- 
tion of  dimethyl-p-aminobenzaldehyde  with 
ethylbenzylaniline-sulphonic  acid.  The  corre- 
sponding derivative  of  diethyl-y-aminobenz- 
aldehyde  is  also  manufactured. 

Another  class  of  acid  violets  is  derived 
from  methyldiphenylamine,  which  may  be  intro- 
duced instead  of  dimethylaniline  by  all  the 
eynthetical  processes  described.  The  additional 
phenyl  group  entering  into  the  molecule  of 
the  leuco  base  or  the  dye-stuff  derived  from 
it  by  oxidation  is  capable  of  carrying  a  sulpho 
group  which  may  be  introduced  into  it  by  the 
usual  means.  Thus  Alkali  violet  6B  and  Acid 
violet  IB  can  be  prepared,  whilst  in  Acid  violet 
IBN  ready  formed  methyldiphenylsulphonio 
acid  is  conden&ed  with  dimethyl-ji-aminobenzoic 
acid. 

The  process  of  introducing  elements  capable 

of  being  sulphonated  into  the  synthesis  of  ros- 

aniline  derivatives  may  be  carried  still  farther. 

Thus  a  useful  dye-stuff,  called   Wool  green,  is 

Vol.  v.— y. 


manufactured  by  several  firms  by  condensing 
tetramethyldiaminobenzophenone  (Michler's 
ketone)  with  ;3-naphthol  and  subsequently 
sulphonating  the  insoluble  dye-stufi  so  ob- 
tained. 

Rosaniline  blues  or  pbenylated  rosanilines. 
These  are  of  great  importance,  forming  by  far 
the  majority  of  blue  aniUne  dyes  in  the  market. 
The  chemistry  of  these  compounds  is,  how- 
ever, extremely  complicated.  The  blues  sent 
into  commerce  are  not  chemically  pure  sub- 
stances, but  mixtures  of  various  isomerides ;  it 
is  very  difiScult  to  classify  them.  Moreover, 
they  are  known  under  a  great  variety  of 
Jancy  names,  piany  of  which  are  applied  to 
products  of  different  composition  by  different 
firms.  The  following  is  an  attempt  to  classify 
the  various  blues. 

It  has  already  been  shown  that  a  consider- 
able difference  exists  between  pararosaniline 
hydrochloride  or  parafuchsin  and  the  ordinary 
fuchsin  of  commerce.  The  former  is  a  uniform 
compound  Oi,'Hi,N,Cl,4HjO,  whilst  the  latter 
is  a  mixture  of  parafuchsin  with  at  least  two 
isomeric  homologues.  Both  these  substances 
may  be  pbenylated ;  their  phenyl  derivatives 
are  blue  colouring  matters  of  great  intensity  and 
beauty.  But  a  greater  difference  is  found  to 
exist  between  the  phenyl  derivatives  of  para- 
rosaniline anH  those  of  ordinary  magenta  than 
even  between  the  two  kinds  of  fuchsin  them- 
selves. 

The  method  of  phenylation  is  very  remark- 
able, and  quite  different  from  the  methods  of 
substituting  fatty  radicles  for  hydrogen  in  the 
amino  groups  of  rosaniline.  The  general  method 
in  this  case  consisted  in  treating  rosaniline  base 
with  the  halogen  derivatives  of  these  radicles. 
Owing  to  the  great  stability  of  chlorobenzena 
OgHgCl,  the  same  process  cannot  be  applied  to 
the  phenylation  of  rosaniline.  This  takes  place, 
however,  with  great  facility  if  we  all6w  aniline 
to  act  upon  rosaniline,  ammonia  being  given 
off  as  a  by-product : 
NH, 


=NHjCl  -H  3C,H„NH, 


N<H*^» 


NHj 
Parafuchsin 


C=<^]^=KH(0,H,)a  -^  3NH, 


N< 


H 


CeHj 

Triphenyl-pararosaniline  hydrochloride 
(Bosanilice  blue) 
This  method  of  phenylation,  which  has  been 
indicated    by  Ch.  Girard   and   G.  de  Lai  re,  is 
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invariably  resorted  to.  It  cannot,  however,  be 
a jgliedoh  a  practical  scale  to  the  hydrochloride, 
as  aasilpied.for,  simplicity's  sake  in  our  equation. 
Experience  has  shown  that  organic  acids  must 
be  used  in  order  to  get  good  results.  The 
majority  of  organic  acids  have  been  tried  fgr  the 
purpose ;  at  present,  however,  only  two  are 
used,  which  give  distinctly  different  results,  viz. 
acetic  and  benzoic  acids.  The  reason  for  this 
difference  has  aot  been  definitely  ascertained, 
but  it  is  a  fact  known  to  every  manufacturer  that 
blues  of  a  greenish  shade  can  only  be  obtained 
with  benzoic  acid,  whereas  acetic  acid  yields 
more  reddish  compounds. 

The   phenylation   of   rosaniline    cannot   be 
pushed  further  than  the  formation  of  triphenyl- 
rosaniiine.       ITie    tetra-,    penta-,    and   hexa- 
phenyl  derivatives  are  not  known.    But  even 
the,  formation  of  triphenylrosaniline,  such,  as  it 
IS  indicated  by  our  equation,  takes*pkoe  in  three 
successive  stages,  the  phenyl  groups   entering 
the  molecule  one  after  another.    It  is,  however, 
jlractically  impossible  to  separate  these  stages. 
If,  in  the  beginning  of  a  blue  melt,  a  certain 
amount  of   morio-phenylrosaniline  be  formed, 
the  reaction  proceeds  simultaneously  on  this 
and  on   rosaniline,   which  has  not   yet    been 
attacked  ;  thus,  in  a  second  phase,  monophenyl 
.and  diphenyl  rbsanUine,  and  rosaniline  (which 
has   not  yet  been   attacked)  will   be   present 
together.     To  these   the  triphenyl   compound 
will  presently  be  added,  a  very  complex  mixture 
being  the  result,     By  a  more  prolonged^  action 
it  is  possible  to  eliminate  rosaniline  itself=  ^nd 
its    monophenyl    deriviatives  completely   from 
the  mixture.    But  sprue  diphenylrosaniline  will 
.  always  remain  present.       Moreover,  all  these 
compounds  seem  to  exist  in  various  isomeric 
J  modifications.    It  is  a  mixture  of  these  which 
,'fdrms  tlie  .ordinary  crittie  or  0^0?  iZjte. 
..if,  instead  of  paraipsanUme,  the  ordinary 
rosaniline  of  (Bommeree  be  used  for  the  produc- 
tion of  the  blue  (as  is  the  case  io  most  instances) 
the  product  becomes  even  more  complicated  by 
the  presence  of  the   homologous   compounds. 
Some  process  of  separation  which  splits  lip  the 
crude  product  into  fractions  of  different  shades 
and  reactions  must  be  resorted  to  ;  and  although 
some  of  these  are  crystallised,  it  cannot  be  said 
with  certainty  that  they  represent  chemically 
pure  individuals. 

Mono-  and  di-  phenylpaTarosanlUne  have 
hitherto  not  been  prepared  in  a  pure  state. 
Nothing  can,  therefore,  be  said  of  their  properties. 
Triphenylpararosaniline  hydrochloride 
C„H^„N,C!1 
is  the  purest  and  brightest  blue  known.  It 
is  now  invariably  prepared  by  the  phenylation 
of  pararosaniline,  but  it  may  also  be  obtained 
by  melting  together  diphenylamine  and  oxahc 
acid.  The  .formic  acid  evolved  in  the  decom- 
.:  position  of  oxaUo  acid  serves  to  link  together 
three  molecules  of  dipheliylamine  into  one  of 
triphenyl  leuco  aniline,  which  is  then  slowly 
oxidised  into  the  rosaniline  compound.  It 
was  this  method  which  was  formerly  used  for 
the  production  of  this  blue,  wluch  therefore  is 
still  frequently  described  as  Diphenylamine  blue ; 
it  is  al80..Bometimea  called  Methyl  Uae,  because 
methyldiphenylamine  was  occasionally  used  for 
its  production.  Other  names  for  the  same 
,  pcpouct  are  1  ^    .. 


Bleu  direct,  blew  lumiere,  bleu,  dt  Lyon,-bkit 
de  Midhduse,  bleu  de  nuit,  bleu  de  Farts,  ligM 
blue,  night  blue,  Paris  blue.  Bavarian  blue. 

This  product  forms  a  microcryatallme  powdet 
of  a  bronzy  appearance,  completely  insoluble  in 
water,  sparingly  soluble,  with  a  brilliant  blue 
colour,  in  spirit.  Its  transformation  into  the 
soluble  diphenylaniine  blues  of  commerce  n^ill 
be  described  hereafter. 

When  the  same  process  of  phenylation  (the 
particulars  of  which  will  be  given  below)  is  applied 
to  the  ordinary  rosaniline  of  commerce — which 
is,  as  wil  be  remei/ihered,  a  mixture — various 
products  are  obtained.  Of  these  the  following 
may  be  ^aid  to  have  been  isolated  ; — 

Monophenyl  rosanilines.  These  are  the  pro- 
duct of  a  very  moderate  phenylation.  They  are 
still  soluble,  in  the  shape  of  their  acetates,  iii 
water,  and  dye  fine  purple  shades.  They  have 
now,  owing  to  the  greater  cheapness  of  methyl 
violets,  almost  completely  disappeared  from 
the  market,  in  which  they  formerly  played  an 
important  part  under  the  name  of  Regina  purples 
or  Regina  violets.  It  was  customary  to  prepare 
them,  not  by  the  action  of  pure  aniline  on  ma- 
genta; acetate,  but  rather  by  that  of  the  recovered 
oils  or  iciuippis  from  the  magenta  process, 
which  contained  a  large  proportion,  of  o- 
toluidine.  The  action  of  the  latter  is  slower 
than  that  of  aniline ;  it  is,  therefore,  easier  to 
stop  the  reaction  before  a  considerable  proportion 
of  the  diphenyl  or  ditolyl  rosaniline  is  formed. 
The  regina  purples  oonsisfed,  therefore,  to  a 
great  extent  of  the  o-tolylrosaniline,  the 
acetate  of  which  is  represented  by  the  following 
formula : 


0 


-0H» 


C=<      >=N^C2H30, 

I    \-/      \h 

I    ' 
NHj 

Begioa  purple 

Diphenylrosanilines.  These  were  invariably 
obtained,  togetlier  with  the  regina  purples,  from 
which  they  are  distinguished  by  their  complete 
insolubility  in  wMer.  They  are,  however,  still 
of  a  purple  shade;  they  are  invariably  present 
to  some  extent  in  cnide  tri-phenylrosaniline 
blue,  it  the  latter  be  prepared  with  acetic  instead 
of  benzoic  acid.  This  is  the  reason  why  such 
blue  is  always  of  a  redder  shade  than  the  blue 
prepared  with  benzoic  acid,  in  which  the 
proportion  of  diphenyl  derivatives  is  reduced 
to  a  minimum.  A  product  which  consists 
chiefly  of  diphenyl  rosanilines,  is  known  undei 
the  name  of  spirit  purple,  spirit  violet,  or  op(d 
violet ;  it  has  also  been  sold  as  regina  spirit 
purple.  Erom  it,  the  solvhle  violets  and  purples, 
and  alkaline  pwples  of  commerce  are  derived 
by  sulphonation. 

Triphenyliosanilines.  The  triphenyl  deriva- 
tives of  ordinary  rosaniline  may  be  sub- 
divide4    into    two    classes  :     crystalline    and 
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Bficrystallisable  blues.  The  formei  may  be  ex- 
tracted from  every  crude  blue  melt  prepared 
with  benzoic  acid.  They  represent  m  a  state  of 
approximate  purity  the  triphenyl  derivative 
01  the  higher  homologue  of  pa'rarosaniline,  and 
may  therefore  be  represented  by  the  foEowing 
formula : 
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It  is  to  this  product,  which  forms  the  base  of 
"the  high-class  alkaline  and  water  blues  of  com- 
merce, that  one  should  reserve  the  name  of  Opal 
blue,  which  has,  however,  been  indiscriminately 
applied  to  a  number  of  various  products.  This 
'opal  blue  forms,  in  the  shape  of  its  pure  hydro- 
chloride, a  mass  of  distinct,  though  very  small, 
glistening  crystals  of  a  greenish  brass-colour. 
It  is.  completely  insoluble  in  water  and  in  spirit. 
If  it  be  treated  with  alcohohc  caustic  soda,  the 
free  base  is  -obtained  in  the  shape  of  a  tarry 
substance,  from  which  the  acetate  may  be  pre- 
pared by  dissolving  it  in- glacial  acetic  acid,  and 
re-precipitating  with  water.  This  acetate  is 
soluble  in-spint,  and,  though  sparingly,  also  in 
water.  It  Was  formerly  sold  and  used  under  the 
name  of  Opal  blue  6  B  forcoUorii  OerUian  blue, 
Uessiftn  blue ;  also  the  -names  of  Bhu,  Iwmiire, 
Bleu  d&  nw't  (originally -used  for  the  para  deriva- 
-tite),  were  occasionally  applied  to  it.  In  Ger- 
many it  was  sold  under  the  name  of  FeirMau, 
Sprit-llau.  The  latter  expression  is  applied, 
however,  to  all  blues  soluble  in  spirit,  not  only 
to  th^  acetate.  Its  use  has  been  much  restricted 
of  late,  owing  to  the  unwillingness  of  the  dyer  to 
use  spirit  in  the  dye-bath. 

The  second  class  of  triphenyl  derivatives 
of  ordinary  rosaniline,  comprises  the  uncrystal- 
lisable  portions  of  crude  blue  melts.  They 
contain  a  mixture  of  triphenyl-  and  diphenyl- 
rosanilines  in  various  proportions,  quite  in- 
separable by  the  means  which  are  at  our  disposal. 
They  are  (in  the  shape  of  hydroohlorides)  in- 
soluble in  water,  soluble  in  spirit,  Ca.ustic  soda 
transforms  them  into  a  mixture  of  the  corre- 
sponding bases,  which  are  tarry  masses.  Their 
shade  varies  from  a  purplish-blue  to  a  distinct 
clear  blue  of  great,  strength  and  purity  which, 
however,  always  shows  a  purplish  hue  if  looked 
at  by  artificial  light.  This  blue  forms  the 
starting-point  for  the  production  of  innumerable 
brands  and  qualities  of  alkaline  and  water  blues, 
■varying  in- their  shade  "and  in  the  purity  and' 
fltrength  of  their  colour.  They  are  designated, 
according  to  the  redness  of  shade,  by  the  letters 
3  B,  2  R,  B,  B,  2  B,  and  3  B,  whilst  4  B,  5  B, 
and  6  B  may  be  said  to  be  reserved  for  the 
derivatives  of -the  true  op^l  blue  of  varying 
purity.  A  large  number  of  fancy  names,  such 
as  Ghina  blue.  Marine  blue.  Serge  blue,  &c.,  have 
t«en  invented  {oi  this  kind  of  blues, 


Besides  these  blues  a  special'  kind  of  low- 
class  blue  should  be  mentioned  which,  undei 
the  name  of  Blachley  blue,  has  enjoyed,  and 
still  enjoys,  much  favour,  especially  for  dyeing 
paper-pulp,  and  also  for  the  production  of  cheap 
woollen  materials.  This  is  the  sulphonation 
product  of  a  peouhar  kind  of  phenyl  ros- 
aniline, preparedT  by  acting  with  aniline  upon 
crude  magenta.  It  is  consequently  very  impure, 
but  also  very  cheap.  It  contains  a  mixture  of 
the  phenylation  products  of  all  the  substances 
contained  in  crude  magenta. 

Tri-2)-toIyIrosanl]lne  has  been  prepared  by 
acting  with  p-toluidine  in  the  presence  of  ben  • 
zoic  acid  upon  ordinary  rosaniUne  base.  It  is 
a  blue  of  remarkable  beauty  and  brilliancy  of 
shade,  wliich  offers,  however,  great  resistance 
to  the  process  of  sulphonation.  H  has,  therefore, 
only  been  manufactured  and  sold  in  the  shajib 
of  its  hydrochloride,  which  is  soluble  in  spirit. 
It  is  sold  for  dyeing  cotton  under  the  name  of 
GriinlicJiblau  (Hochst)  or  6  .iS  extra  opal  blue 
(English  manufacturers).  It  has  largely  gonb 
out  of  use  of  late  years. 

Manufacture  of  blues.  An  immense  ntlmbei 
of  prescriptions  for  blue  melts  has  been  published, 
and  a  larger  number  still  circulates  amongst 
manufacturers.  It  would  be  perfectly  useless 
to  reproduce  any  of  them.  The  principles  upon 
which  they  are  based  may  be  thus  briefly 
stated  : — 

For  the  production  of  good  blues  a  per- 
fectly pure  magenta  base  is  the  first  require- 
ment. For  its  preparation  crystallised  fuchsin 
only  should  be  employed.  If  crude  magenta  6v 
any  of  the  magenta  residues  [cerise,  grenadine, 
&Q.)  be  used,  the  base  obtained  can  only  be  em- 
ployed f&r  the  production  of  -Blachley  blues. 
Pure  -pararosaniBne,  the  base  prepared  from 
parafuchsin  (Neu-fuchtin),  ■  should  be  used  for 
the  production  of  -the-so-called  diphenylamine 
or  methyl-blues  (direct  blues) ;  whilst  crystal- 
lised base  from  ordinary  fuchsin  forms  the 
starting-point  for  all  the  ordinary  bluus  from 
4  R  to  6  B,  as  wtU  as  for  regina  purples. 

The  second  condition  for  the  production  of 
good  blues  is  the  use  of  very  pure  aniline,  per- 
fectly free  from  toluidine.  It  is  in  the  manu- 
facture of  blues  that  the  necessity  of  operating 
with  pure  aniline  was  first  felt.  The  term  aniline 
for  blue  was,  therefore,  and  is  still  occasionally, 
applied  to  perfectly  pure  aniline,  boiling  within 
one  degree,  and  having  a  specific  gravity  of 
1-0268-1 -0270.  Such  aniline  can  only  be  pre- 
pared from  pure  crystalhsable  benzene. 

If  these  two  conditions— pure  magenta  base 
and  pure  aniline — be  fulfilled,  the  shade  of  the 
blue  obtained  is  stiU  dependent  upon :  [ 

i.  The  proportions  of  base  and  of  aniline  in 
t]je  melt.  It  majr  be  said  that  greenish  blues 
wiU  only  be  obtained  if  a  very  large  excess  of 
aniline  be  used,  whilst  reddish  blues  are  pro- 
duced in  melts  rich  in  magenta  base. 

2.  The  time  and  temperature  of  the  melt. 
The  formation  of  blue  begins  below  100°.  It 
proceeds  quickly  at  a  higher  temperature  ;  120°- 
140°  may  be  assumed  to  be  the  moat  favour- 
able temperature.  From  140°-180°  certain  im- 
purities (diphenylamine  ?>  are  formed,  which 
impair  tlje  tendency,  of  crystallisation  of  th6 
blue.  The  temperature  of  high-class  blue  melts 
g^ould  tjierefore  not  J)e  raised  above  140°.     Thb 
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time  "required  by  a  blue  melt  depends  upon  tho 
proportion  of  base  to  aniline,  and,  to  some  extent, 
the  quantities  operated  upon.  The  process  pro- 
ceeds quickly  in  highly-concentrated  melts. 
Melts  for  high-class  blues,  which  contain  a  large 
proportion  of  aniline,  require  prolonged  heating 
— 20  hours,  and  even  more,  before  being  finished. 
As  a  rule,  the  progress  of  the  melt  is  tested  by 
placing  a  drop  of  the  melt  on  filter  paper  moist- 
ened with  spirit.  The  gradual  change  of  polour 
may  thus  be  observed  with  great  accuracy. 
When  the  melt  is  finishedj  there  should  be  no 
reddish  rim  visible  in  the  spot  produced  on  the 
paper. 

3.  The  nature  and  proportion  of  the  acid 
used  in  the  melt.  It  has  already  been  said  that 
organic  acids  only  should  be  used,  the  action  of 
hydrochloric  acid  being  too  slow.  Acetic  and 
benzoic  acids  are  now  used  exclusively.  The 
action  of  acetic  acid  is  quicker  than  that  of 
benzoic  acid,  but  it  seems  impossible  to  trans- 
form all  the  rosaniline  into  its  triphenyl 
derivative  by  the  use  of  acetic  acid.  Benzoio 
acid  acts  more  slowly,  but  it  continues  its  action 
until  all  the  rosaniline  is  transformed  into  the 
triphenyl  derivative..  At  the  same  time,  the 
whole  of  the  melt  is,  even  with  benzoic  acid,  not 
entirely  transformed  irito  crystallisable  opal. 
Moreover,  acetic  acid  produces  (by  its  simulta- 
neous reaction  on  aniline)  some  acetanilide, 
which  remains  in  the  blue  and  is  apt  to  prevent 
its  subsequent  crystallisation,  whilst  no  benzani- 
lide  is  formed  by  heating  anUine  with  benzoio 
acid.  For  these  reasons  acetic  acid  is  em- 
ployed in  the  production  of  low-class  reddish- 
blues  (in  concentrated  melts),  whilst  benzoic 
apid  is  used  only  for  the  production  of  high- 
class  opals.  The  greater  part  of  the  benzoic 
acid  may  be  recovered  from  the  melt,  whilst  the 
recovery  of  the  acetic  acid  does  not  pay. . 

There  is  no  advantage  in  using  other  acids 
instead  of  acetic  and  benzoic  acid.  As  a  rule,  it 
may  be  said  that  the  fatty  acids  (formic,  butyric, 
valeric  acids)  act  similarly  to  acetic  acid,  whilst 
the  aromatic  acids  (toluic,  phthalic,  cinnamic 
acids)  may  take  the  place  of  the  benzoic  acid. 

Upon  these- conditions  all  the  prescriptions 
for  blue  melts  are  based.  Taking  the  quantity 
of  magenta  base  to  be  operated  upon  as  unity, 
the  quantity  of  aniline  added  varies  from  four  to 
twenty-five  times  its  weight,  the  quantity  of  the 
organic  acid  from  ^^j  to  J.  The  conditions  of 
time  and  temperature  have  already  been  stated. 
The  apparatus  necessary  fo*  blue-making  is 
Very  simple  so  far  as  the  melt  is  concerned, 
en^amelled  cast-iron  pots  vrith  a  lid  and  stirrer 
being  always  used.  In  the  early  times  of  the 
manufacture  of  aniline  colours  it  was  believed 
that  blue  melts  could  only  be  made  in  glass, 
and  on  a  very  small  scale.  In  the  'Fuchsin  ' 
factory  at  Lyons  the  blue  was  therefore  manu- 
factured in  large  numbers  of  glass  flasks  heated 
in  a  sand-bath.  At  present  it  is  believed  that 
blue  melts  are  best  under  control  in  large  quan- 
tities ;  large  melting-pots  are  therefore  used  as  a 
rule.  While  the  melt  is  in  progress  ammonia 
is  given  off,  which  carries  a  certain  amount  of 
aniline  away.  It  is  advisable  to  condense  this 
aniline,  and  to  absorb  the  ammonia  by  water  or 
.sulphuric  acid. 

When  the  melt  is  finished  it  must  be  worked 
ui).  This  may  be  done  by  a  variety  of  methods. 


Of  these  the  simplest — ^which  is,  as  a  rule,  M« 
sorted  to  in  the  manufacture  of  low-class  and 
Blackley  blues — consists  in  neutralising  the  melt 
with  a  quantity  of  caustic  soda  just  sufBcient  to 
saturate  the  acid  added  to  the  melt.  The 
excess  of  the  aniline  is  then  driven  o£E  With 
steam  and  recovered.  The  blue  base  remains 
in  the  still,  and  is  run  out  whilst  still  hot,  in 
a  tariy  state^^  together  with  the  water.  On  cool- 
ing, it  solidifies  into  a  very  brittle  mass,  whidi 
may  be  powdered,  dried,  and  subjected  to  the 
process  of  sulphonation  to  be  described  hereafter. 
For  the  production  of  high-class  blues  this 
simple  process  cannot  be  adopted.  A  separation 
of  the  crystallisable  opal  from  the  uncrystallisa' 
ble  blue,  which  invariably  accompanies  it,  must 
take  place,  and  for  this  separation  the  melt  re- 
quires a  special  treatment.  For  this  there  are 
two  distinct  processes,  of  which  one  is  very 
complete,  although  costly,  because  it  requires' 
large  quantities  of  spirit.  We  may  call  it  the 
English  process,  because  it  was  worked  and 
carried  out  chiefly  in  English  factories.  The 
other  process,  which  is  now  used  in  most  of  the 
German  works,  is  very  rapid,  and  requites  but 
little  spirit.  On  the  other  hand,  it  does  not  give 
so  pure  a  product ;  we  may  call  it  the  German 
process. 

The  English  process  is  the  final  outcome  of 
the  original  French  process  for  working  up  the 
blue  melts,  which  consisted  in  boiling  them  out 
with  dilute  hydrochloric  acid.  The  aniline  was 
dissolved  out  together  with  the  organic  acid 
present,  whilst  the  blue  remained  in  the  shape 
of  its  hydrochloride  as  'a  fine  blue  precipitate, 
which  was  filtered  off  and  washed.  It  was  then 
ready  for  sulphonation.  When  it  was  discovered 
that  this  blue  was  a  mixture  of  different  colour- 
ing, matters  it  became  customary  to  sejiarate 
these  by  boiling  the  crude  blue  with  spirit.  This 
dissolved  out  the  lower-class  blues,  leaving  a 
bette^!  product  as  a  residue.  By  repeating  this 
process  frequently,  a  residue  was  obtained  at 
last  which  was  quite  insoluble  in  spirit.  This 
represented  the  purest  opal  blue  obtainable.  It 
was  by  this  tedious  process  that  the  once  famous 
'  Bleu  Mavi,'  or  '  Bleu  MA VI '  was  obtained  in 
France  and  Switzerland.  The  improved  English 
process  much  simplified  things,  and  at  the  same 
time  gave  better  yields  and  a  purer  colour  by 
producing  the  opal  blue  in  a  crystallised  con- 
dition,j  in  which  it  is  totally  insoluble  in  spirit. 
This  process  consisted  in  adding  to  the  melt 
(prepared  with  benzoic  acid  and  a  large  excess  of 
aniline),  while  still  hot,  a  certain  quantity  of 
aniline  hydrochloride  ;  on  cooling,  the  opal  blue, 
bemg  gradually  converted  into  the  hydrochloride, 
settled  out  in  small  glistening  crystals,  whilst  the 
low-class  blue  remained  dissolved  in  the  aniline. 
The  opal  was  then  filtered  off,  and  washed  with 
spirit  until  quite  pure.  If  necessary,  it  could  be 
re-converted  into  base  by  treatment  with  alco- 
holic caustic  soda.  The  base,  re-dissolved  in 
aniline,  could  again  be  converted  into  hydro- 
chloride Ijy  again  adding  aniline  hydrochloride. 
The  opal  then  came  out  in  very  fine  crystals, 
which  represented  the  blue  in  a  state  of  greatest 
purity.  The  aniline  liquors  obtained  from  these 
crystallisations  had  to  be  distilled  in  order  to  re- 
cover the  spirit.  TOey'were  then  made  alkaline 
in  order  to  decompose  the  aniline  hydrochloride 
present,  the  aniline  was  driven  off  by  steam,  and 
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the  remaining  low-class  blue  obtained  in  the 
shape  of  base  aa  desoribedi  Owing  to  the  large 
quantities  of  spirit  use.d  for  washing  the  crystal- 
lised opal,  and  the  consequent  loss  of  spirit  by 
evaporation,  this  process  (which  may  be  recom- 
mended for  laboratory  experiments)  was  costly, 
and  unable  to  compete  with  the  rapid  and  cheap 
German  process. 

The  Oertnan  process  is  based  upon  the  fact 
that  the  ciystallisable  blue  opal  is  inspluble  in  a 
very  hot  solution  of  aniline  hydrochloride,  whilst 
the  common  non-ciystallisable  blues  are  soluble 
in  this  liquid.  The  solution  of  the  aniline  salt 
must,  however,  be  so  concentrated  (in  order  to 
act  properly)  that  it  would  solidify  into  a  mass 
of  crystals  if  cooled  in  the  least  degree.  It  is 
rather  fused  aniline  hydrochloride  that  is  re- 
quired, and  not  an  actual  solution  of  the  salt  in 
water.  In  order  to  operate  properly  with  such 
hquids,  closed  vessels  must  be  used.  The  follow- 
ing is  the  principle  upon  which  the  plant  in  the 
majority  of  German  works  is  constructed. 

Near  the  melting-pot  a  battery  of  closed  iron 
vessels,  lined  with  lead,  is  erected.  The  first  of 
these  is  filled  with  a  quantity  of  hydrochloric 
acid,  just  sufficient  to  neutralise  the  aniline  con- 
tained in  the  blue  melt.  The  melt,  when 
finished,  is  introduced  into  this  vessel  by  means 
of  air  pressure.  The  vessel  is  fitted  with  a 
stirrer,  which  stirs  up  the  mixture  into  a  homo- 
geneous mass.  This  is  then  pressed  into  a 
second  vessel,  which  contains  some  filtering 
arrangement,  upon  which  the  blue  crystals  are 
deposited.  The  liquid  which  issues  from  this 
vessel  is  diluted  with  water,  when  the  common 
blue  hitherto  dissolved  in  it  is  quickly  deposited. 
The  blue  crystals  remaining  on  the  filter  are 
washed  with  water,  and  may  be  purified  by 
boiling  them  with  spirit. 

Bl%tes  Bctvbh  in  water.  Very  little  of  the 
blue  that  is  manufactured 'is  used  in  the  opal 
state,  viz.  soluble  in  spirit.     By  far  the  largest 

Sroportion  of  it  must  be  transformed  into  pro- 
ucts  soluble  in  water  in  order  to  become  a 
marketable  article.  For  this  purpose  sulphona- 
tion  is  resorted  to. 

The  sulphonation  of  triphenylrosaniline 
takes  place  very  easily,  the  phenyl  radicles 
attached  to  the  amino  groups  being  readily  sub- 
stituted by  the  sulpho  group  SO,H.  As  there 
are  three  of  these  phenyl  radicles  present,  three 
sulpho  groups  may  be  intrSduced  into  the  mole- 
cule of  the  blue.  The  pure,  crystallisable,  high- 
class  opal  blue  is  more  easily  sulphonated  than 
the  common  blues.       The  sulphonation  takes 

Elace  in  progressive  stages,  one  sulpho  group 
eing  introduced  after  the  other.  It  is  difficult 
to  introduce  more  than  two  sulpho  groups  by 
the  use  of  ordinary  sulphuric  acid.  Fuming 
sulphuric  acid  must  be  resorted  to  in  order  to 
produce  the  trisulpho  derivative.  As  this, 
however,  is  hardly  ever  required,  being  much 
too  soluble  for  the  "purposes  of  the  dyer,  common 
sulphuric  acid  is  invariably  used,  but  the 
'extra-strong'  quality  of  95-97  p.c.  HjSO,  is, 
as  a  rule,  preferred. 

If  this  acid  be  allowed  to  act  upon  an  aniline 
blue,  the  reaction  begins  at  about  30°  and 
results  at  first  in  the  formation  of  the  mono- 
Bulpho  derivative.  The  following  are  its  pro- 
perties : 

In  the  free  state  triphenylrosaniline  mono- 


sulphonic  acid  forms  blue  flakes,  which  are 
quite  insoluble  in  water,  in  a  solution  of  sodium 
bicarbonate,  or  even  in  weak  ammonia.  Sodium 
carbonate  dissolves  it  on  boiling ;  -  caustic  soda 
in  the  cold.  The  solutions  are  perfectly  colour- 
less. They  contain,  in.fact,  the  sodium  salt  of 
monosulphotrijihenyltriaminotriphenylcarbinol : 


HO— d-C.H.N<|«^«"^^»^* 
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The  dry  sodium  salt  is  jet  black. 

This  compound  has  the  curious  property  of 
combining  with  wool  in  an  alkaline  bath.  The 
wool  remains  colourless,  but  after  being  washed 
with  water  it  becomes  brilHantly  blue  if  im- 
mersed in  weak  sulphuric  acid. 

This  curious  property,  discovered  by  Nichol- 
son, has  been  made  use  of  by  wool  dyers,  who 
prefer  tjhe  '  alkaline  '  or  '  Nicholson  '  blues  to  all 
others  for  the  production  of  bright  and  brilliant 
blues. 

The  alkaline  blues  originally  manufactured 
by  Nicholson  and  other  makers  were  as  nearly 
as  possible  the  pure  sodium  salts  of  the  mono- 
sulpho  derivative.  Owing  to  the  difficulty  of 
dissolving  them  even  in  boiling  water,  anothen 
kind  of  alkaline  blues  was  produced  later 
on ;  these  new  alkaline  blues  contain  a  propor- 
tion of  the  disulpho  derivative.  They  form 
blue  powders,  easily  soluble  in  water,  giving  a 
solution  which  is  distinctly  blue.  The  use  of 
these  new  alkaline  blues  is  exactly  similar  to 
that  of  the  old  quaUty. 

If  the  sulphonation  of  the  opal  blue  be  carried 
farther  by  raising  the  temperature  and  allowing, 
the  reaction  to  continue  for  a  longer  period,  the 
monosulpho  acid  gradually  disappears  and  is 
replaced  by  the  msulpho  derivative.  This  is 
insoluble  in  weak  sulphuric  acid,  but  rather 
soluble  in  pure  water,  with  an  intensely  blue 
colour.  Its  sodium  salt  forms  bright  coppery 
masses  soluble  in  water  with  a  blue  colour. 
This  salt  contains  probably  the  compound  re- 
presented by  the  following  formula  : 

jj^C.H,-SOaNa 

I 

c= 

I 


./■ 


=NH, 


^<C.H4— SO, 

The  disulpho.  derivatives  of  the  various 
classes  of  triphenyl-rosanihnes  are  known  under 
the  names  of  Cotton  blue.  Water  blue,  China  blue. 
Navy  blue,  Ouemsey  blue,  and  many  others,  which 
are  again  sub-divided  by  the  use  of  the  letters 
B  and  iB.  Thus  a  6B  cotton  blue  is  the  disulpho 
acid  of  a  very  high-class,  crystallisable  Opal 
blue,  whilst  a  4R  Guernsey  or  Navy  blue  wouW 
be  a  reddish-tinted  blue,  manufactured  from  ivp 
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opal  prepared   with   acetic  acid  and   a  small 
excees  of  aniline  in  the  melt.  - 

The  process  of  sulphonation,  though  very 
simple  in- theory,  requires  great  care  and  atten- 
tion on  the  part  of  the  manufacturer.  The 
sulphonation  is  carried  on  in  cast-iron  pots  into 
which  the  necessary  quantity  of  sulphuric  acid 
is  introduced.  The  opal  blue,  which  should  be 
finely  powdered  and  perfectly  dry,  is  then 
Etirred  in,  and  the  temperature  raised  gradu- 
ally. Samples  should  be  drawn  from  time 
to  time,  and  the  precipitate  produced  by  the 
addition  of  water  must  be  examined  as  to  its 
Bolubility  in  water,  weak  ammonia,  sodium  car- 
bonate, and '  caustic  soda.  When  the  desired 
degree  of  solubility  is  obtained,  the  liquid  is 
.  poured  into  water,  and  the  blues  filtered  off  and 
carefully  WMhed.  When  quite  free  ifrom  acid, 
they  are  dissolved  in  the  necessary  quantity  of 
caustic  soda ;  the  iolution  is  then  filtered,  and 
evaporated  to  dryaess  in  jacketed- pans.  Cotton 
blues  should  be  freed  from  the  excess  of  sul- 
phuric acid  by  the  addition  of  slaked  lime. 
The  solution  Of  the  calcium  salt  is  filtered  and 
converted  into  the  sodium  salt  by  double  decom- 
position with  sodium  carbonate.  After  another 
filtration,  the  solution  of  the  blue  is  evaporated 
to  dryness.  Certain  artifices  are  required  to 
produce  porous  masses,  such  as  the  brand  known 
as  China  blue,  which  is  manufactured  for  export, 
and  is  required  to  possess  a  given  bulk  for  a 
given  weight. 

Appendix  to  basic  triphtnylmethine  colour- 
ing matters. 

Auramine.  This  dye-stufi,  although  a  deriva- 
tive of  diphenylmethane,  is  so  closely  connected' 
with  the  manufacture  of  crystallisable  violet 
that  it  cannot  be  omitted  fropi  this  article. 

It  has  been  shown  that  crystal  violet,  as  well 
as  Victoria  blue  and  othef  dye-stuffs,  are  manu- 
factured from  dimethyl  and  diethyl  diamino- 
benzophenone.  Now,  if  these  ketones  be  heated 
with  ammonium  ^chloride  in  the  presence  of 
zinc  chloride,  an  interesting  reaction  takes 
place  at  the  temperature  of  150°-160°.  The 
oxygen  of  the  ketone  is  replaced  by  the  imino 
group  NH,  thus  : 


I 


N< 


CH, 
CH, 


C,H, 


CO      +  NHj  =  HjO  +  C=NH 


K< 


1H4 

CH, 


I 
CeH, 


CH, 


-CH,  ""^CH, 

The  imides  thus  obtained  are  yellow  colour- 
ing matters,  and  have  received  the  name  of 
auramines.  The  auramine  of  commerce  is  imino- 
tetramethyl-di-p  -  amino  -  diphenylmethane  hy- 
drochloride, containing  one  molecule  of  water  of 
crystallisation  : 

Ci,Hs,N,-Ha,HjO. 
It  forms  a  yellow  powder  easily  soluble  in  water. 
It  is  exclusively  used  for  dyeing  and  printing  on 
cotton 

Substituted  auramines  may  be  obtained  by 
using  the  hydrochlorides  of  primai;^  bases  in- 


stead of  sal-ammoniac.  Thus  a  phenylated 
auramine  of  orange  colour  may  be  produced  -by 
acting  with  aniline  hydrochloride  upontetra- 
methyldiaminobenzophenone. 

The  auramines  were  discovered  by  Caro  and 
Kern  in  1884.  They  form  the  subject  of  the 
Eng.  Pats.  5512,  1884,  and  6741,  1884,  tod  the 
D.R.PP.  29060  and  31936.  (See  art.  Aukaminb, 
vol.  i.  338.) 

11.  The  Atiein  Group. 

The  members  of  this  group  contain  oxygen 
in  the  place  of  the  pentavalent  nitrogen  of  the 
preceding  one.  If  magenta  and  its  congeners 
may  be  considered  as  quinone-imides,  the 
aurins  are  the  corresponding  quinones. 

The  generic  relation  between  the  fuchsin  and 
the  aurin  groups  will  be  best  seen  by  showing 
how  the  typical  representative  of  the  former, 
pajafuchsin,  may  be  transformed  into  the  first 
representative  of  the  aurin  group,  aurin  itself. 

We  know  that  parafucnsin,  if  treated  with 
an  excess  of  acid,  is  transformed  into  the  triaoid 
salt  of  triaminotriphenylcarbinol ; 
CsH.-NHj 
I 
C=CeH,=NH2a+2Ha+H,0 

C.H.-NH, 

'  /C,Hj-NH,-HCl 

=H0-vCfc,H4'NHs-HCl 

\C,H4-NHj-HCl 

Now  this  salt,  if  treated  with  nitrous  acid,  is' 
transformed  into  the  corresponding  diazonium 
compound. 

.C,H4-NHj-Ha  ^ 

HO— C:^  CsH.-NHj-Ha+SNaNOj+SHa 
^C,H,-NHj-HCl 

/CeH^e^ia 

=3Naa+6H.O+HO— Cf  CeHj-NjOl 
\CeH«-Nja 

This,  on  being  bojled  with  water,  loses 
nitrogen  and  is  transformed,  into  trihydroxy- 
triphenyloarbinol 

/C.H4-N,C1 

HO— C^CjHj-NjCl+3HjO 

XliH.-N.Cl 

=3N2-f3HCl-fHO— C^C,H,-OH 
\C,H4-0H 
The  latteiSloses,  in  statu  nascendi,  one  mole- 
cule of  water,  being  transformed  into  its  inner 
anhydride,  audn : 

C,Hj-OH 
/C.H,-OH  I 

HO— C(-C,H4-OH=HjO+C=C,H4=0. 
\C,H.-OH  I 

C,Hj-OH 

Thus  aurin  is  parafuchsin  in  which  all  nitro- 
gen has  been  replaced  by  oxygen. 

This  mode  of  formation  has  long  been  known, 
not  for  aurin  itself,  but  for  its  nigh^  homo- 
logue,  rosolio  acid,  which  was  prepared  from  the 
ordinary  fuchsin  or  magenta  by  the  process 
described.  The  many  co-ordinate  points  of 
aurin  and  rosolio  acid  were  recognised  at 
an  early  period.  On  the  other  hand,  chemists 
were  aware  of  the  distinct  difference"  between 
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aurin  and  (paoHo  acid,  which  is  just  as  oon- 
Biderable  as  that  existing  between  parafuchsin 
and  its  higher  homologue. 

When  an'  insight  into  the  nature  of  the 
fuchsin  group  had  been  obtained,  the  knowledge 
of  the  constitution  of  the  aurin  group  followed 
as  a  natural  consequence. 

'  But  even  before  this  was  the  case,  another 
oonnection  was  discovered  between  aurin  and 
fuchsin. 

It  had  long  been  known  that  aurin  (the  mode 
of  formation  of  which  will  be  given  later  on)  may 
be  modified  by  heating  it  with  alcoholic  ammonia. 
F.  Persoz  produced  a  red  dye-stuff,  which  he 
called  Pceonine,  by 'this  process.  This  had,  in 
all  probability,  the  following  constitution  : 


C,H.— QH 


CsHi-OH 

I 


C=CeHj=0  or   C=CjH4=NH 


c,Hj— : 


■NH~ 


C,Hi-OH 


In  1878,  Dale  and  Schorlemmer,  whose  re- 
searches' on  aurin  are  of  great  importance, 
showed  that  aurin,  by  very  prolonged  heating 
with  alcohoUc  ammonia,  may  be  transformed 
into  pararosaniline 

C,H,OH 

I  /CsHj-NHj 

C=C.H4=0-|-3NH,  =  Cf  C,H..NH,+2H20 

!  /  \C,H.-NH, 

CsHj-OH  HO 

Thus  theconnection  of  the  two  typical  dye-stuffs 
was  definitely  established.  At  present  we  know 
that  the  aurin  group  contains  the  acid  counter- 
parts of  the  basic  members  of  the  fuchsin  group. 
A  considerable  number  of  them  are  known  and 
described  in  chemical  literature.  As,  however, 
almost  all  of  them  are  of  no  practical  value 
it  would  be  useless  to  enumerate  them  in  this 
article.  We  will  therefore  describe  only  those 
substances  of  the.  aurin  group  which  are  of  some 
practical  interest.  There  are  very  few  of 
them. 

1.  Aurin  CigHj^O,.  The  discovery  of  this 
f^ubstanee,  or  one  very  nearly  related  to  it,  dates 
as  far  back  as  1834,  when  P.  Runge,  the  pioneer 
of  the  chemistry  of  coal-tar,,  observed,  that  crude 
carbolic  acid  (containing  cresol)  was  transformed 
into  an  acid  red  dye-stuff  by  oxidation.  Later 
on  (1859),  Kolbe  and  Schmitt  and  F.  Persoz 
simultaneously  observed  that  pure  phenol,  when 
heated  with  OTcaUc  acid,  or  with  oxalic  acid  and 
sulphuric  acid,  was  transformed  into  a  similar 
rcdT  substance.  The  manufacture  of  the  new 
dye-stuff  was  first  taken  up  in  Lyons  by  the  firm 
of  Guinon  and  Mamas.  Later  on,  it  was  carried 
out  on  a  large  scale  by  C.  Calvert  and  by  C. 
Lowe ;  also  by  Roberts,  Dale,  &  Co.,  in  Man- 
chester. The  crude  aurin  thus  obtained  is  a 
non-crystaUiaable,  brittle,  pitchy  mass*  of  a 
brilUant  green  metalUc  aspect,  insoluble  in 
water,  but  soluble  in  caustic  soda  solution,  with 
a  magnificent  red  coloration.  It  dyes  silk  and 
wool  from  an  acid  bath,  producing  an  orange 
shade  on  these  fibres.  It  was  much  used  on 
silk  in  former  days,  but  its  use  has  been. aban- 
doned since  the  introduction  of  the  azo-  colouring 
matters,  which  produce  brighter  and  faster 
ebadea. 


=  0-|-3HjO 
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The  researches  of  Dale  and  Schorlemmer, 
Zulkowski,  and  others  have  shown  that<!ommon 
aurin  consists  of  a  mixture  of  a  number  of  sub- 
stances which,  in  »  pure  statp,  are  .well  crystal- 
lised. Of  these,  aijrin  itself  CmHuOs,  oxyaurin 
CjsHkOj,  methylaurin  CjoHuOj,  and  pseudo- 
rosolio  acid  CjoHuO,,  may  here  be  mentioned. 
AH  these  substances  are  produced  by  the  action 
of  nascent  formic  acid  (generated  from  the  oxalic 
acid)  upon  phenol.  This  mode  of  formation  of 
aurin  itself  may  be  represented,  by  the  following 
equation : 

CeH.-OH 
/H  I        ,_. 

3G,HjOH-|-C=0-|-0  =  C=<:      \ 
>0H  1     ^ 

OeH.-OH 

A  large  number  of  other  reactions  have  been 
observed  in  which  aurin  is  formed  to  a  greater, 
or  lesser  extent.  Thus,  for  instance,  it  is  ob- 
tained by  acting  with  formaldehyde,  with 
iodoform,  with  chloroform  and  caustic  potash 
on  phenol.  These  reactions  have  never  attracted 
the  attention  of  manufacturers,  aurin  having, 
lost  its  practical  interest. 

The  sodium  salt  of  crude  aurin  is, known  in 
commerce  under  the  name  of  Yellow  Corallin. 

2.  Peeonin,  coraUin  red,  aurin  red  is  the, 
sodium  salt  of  the  reaction  product  of  alcoholic 
ammonia  upon  aurin,  which  has  already  been 
mentioned  and  the  constitution  of  which  is  given 
above. 

3..  Azulin  is  a  similar  product,  of  a  dirty 
violet  shade,  obtained  by  heating  aurin  with 
aniline.     It  is  probably  pbenylated  paeonin  ; 

CjHj— OH 
0=C,Hj=0 

4.  Rosolic  acid  is  the  name  which  was 
originally  given  by  Runge-to  the  oxidation  pro- 
duct of  crude  carbolic  acid.  For  a  long  time  it 
was  considered  to  be  identical  with  aurin.  At 
present  this  name  is  reserved  for  the  product' 
obtained  from  the  ordinary  fuchsin  of  commerce- 
by  the  diazotising  process.  It  forms  magnificent 
blue  needles,  which,  being  homologous  to  true 
aurin,  have  the  composition  CjoHnOj  :  , 


OH 

A/ 


\/ 


CH, 


=0 


It  dyes  silk  and  wool  orange  shades,  simi- 
lar to  those  obtained  with  aurin.  It  is.  of  no 
practical  interest  (w.  Auein  and  Rosolio  Acid, 
vol.  i.  340). 

6.  Chrome  violet  CjsHiaOsNaa  is  the  only 
member    of  .  the    aurin    group    whiph    is    of 
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considerable  practical  value.     It  is  the  sodium 
salt  of  auiin-tricarboxyl  acid  : 
OH 


} 


,  \-COOH' 


X< 


/\         \C00H 
I^^COOH 

iH 

It  woe  discovered  in  1889  by  Sandmeyer,  and 
patented  (D.  R.  P.  49970,  J.  R.  Geigy).  It  is 
prepared  by  acting  with  formaldehydiB,  or  with  a 
mixture  of  methyl  alcohol  and  sodium  nitrite, 
upon  a  solution  of  salicylio  acid  in  sulphuric 
acid.  The  carboxyl  groups  are  in  the  orilu)- 
position  to  the  hydroxyl  groups.  The  result  of 
this  arrangement  is  that  the,  dye-stufi  combides 
readily  with  metallic  mordants  of  the  iron  group, 
and  especially  with  chrome  mordant,  producing 
violet  shades  of  considerable  fastness  on  cotton. 
It  is  chiefly  used  for  printing  on  cotton. 

The  process  patented  for  the  production  of 
chrome  violet  is  interesting,  because  it  forms  a 
general  and  excellent  synthetical  method  for  the 
production  of  the  aurins.  It  is  strictly  analogous 
to  the  synthetical  method  adopted  for  the  pro- 
duction of  '  Neu-fuohsin  '  by  the  '  Farbwerke  ' 
of  Hochst.  Two  stages  may  be  distinguished  in 
the  process : 

(a)  In  the  first  stage,  formaldehyde  (or 
methylal)  acts  upon  two  molecules  of  the 
phenol — ^in  the  case  of  chrome  violet,  salicylio 
acid — ^forming  the  diphenylmethane  derivative 
(methenyl  saUcylio  acid) : 

P«^»*^COOH 

+Hi,0 
f,  „  ^COOH 

This  reaction  may  be  facilitated  by  the  addi- 
tion of  condensing  agents,  such  as  hydrochloric 
acid  and  others. 

(i)  In  the  second  stage,  the  diphenylmethane 
derivative  is  simultaneously  condensed  and  oxl-^ 
dised  with  another  molecvde  of  the  phenol  into 
the  corresponding  aurin  by  ihe  mixture  of  sul- 
phuric acid  and  sodium  nitrite  : 

C.H,<pQQ2 
V  TT  /COOH  "" 

C^»<COOH 

"    h,o-k;=c.h,<Ooojj 

I  „  ^COOH 

Any  phenol,  or  substitution  product  of  a  phenol, 
may  be  substituted  for  the  salicylic  acid  in  this 
process. 

Later  on,  N.  Caro  (Ber.  25,  940)  prepared 
a  large  number  of  carboxylated  aurins  by  this 
process,  substituting  resotoylio,  gallic,  and  ere- 
actinic  acid  for  the  salicylic  acid  in  the  patented 


2C.H.<gJojj+CH,0=CH,( 


process.    The  compounds  obtain'ed  proved  to  b* 
very  similar  to  chrome  violet. 

6.  Of  the  large  number  of  aurins  prepared, 
only  one  more  need  be  mentioned  here : 
pittacal,  a  curious  substance  discovered  in  1835 
by  Reiohenbach  in  certain  portions  of  beech- 
wood  tar.  Liebermann  more  closely  investi- 
gated this  substance,  and  gave  to  it  the  name  of 
eupittonic  acid  (Ber.  1876,  9,  334;  1878,  U, 
1104).  Hofmann  determined  its  constitution 
(ibid.  1878,  11,  1455 ;   1879,  12,  1371,  2261). 

Pittacal  is  hexaraethoxyaurin  : 
OH 

I     I 

\/\OCH, 

dcH,  OCH, 


A-OCH, 

(Ih 


OCH, 


formed  by  the  simultaneous  oxidation  of  di- 
methylpyrogallol : 

/OH        1 
C,H,f-OCH,    2 
\OCH,    3 
and  dimethyl  methylpyrogallol : 
/OH.        1 
„„/0H         4 
t-.tta    OCH,     5 
\OCH,     6 
which  are  both  contamed  in  wood  tar.      The 
methyl  group  of  the  second  compound  yields  the 
central  carbon  atom,  the  same  as  cresol  did  in  the 
formation  of  the  rosolic  acid  observed  by  Runge. 
Pittacal  is  an  orange  substance,  crystallising 
in  beautiful  crystals  when  pure.    Its  solution  in 
caustic  alkalis  is  of  a  beautiful  blue  colour. 

By  heating  pittacal  with  ammonia,  Giatzel 
obtained  a  violet  colouring  matter,  which  proved 
of  no  practical  value  (v.  £^ittonio  Acid,  vol.  ii. 
383). 

III.   The  Phthalein  Gbout. 

The  phthaleins  were  discovered  by  Baeyei 
in  his  memorable  researches  on  the  condensa- 
tion of  phthalic  acid  with  aromatic  hydrocarbons 
and  phenols.  Their  constitution  was,  however, 
at  first  misunderstood.  In  1880,  when  the 
curious  properties  of  phthalic  anhydride  became 
more  definitely  known,  the  error  was  corrected 
and  the  phthaleins  were  recognised  as  congeners 
of  the  triphenylmethane  group. 

It  is  a  well-known  fact  that  every  o-dicar- 
boxylic  acid  is  capable  of  forming,  by  losing  the 
elements  of  water,  an  inner  anhydride.  These 
anhydrides  act  very  easily  on  phenols,  in  some 
cases  without  the  addition  of  condensing  agents. 
Water  is  again  eliminated,  and  a  dye-stuff 
formed  in  every  instance.  Of  the  many  colour- 
ing matters  thus  obtained,  only  those  prepared 
from  phthalic  anhydride  have,  with  one  excep- 
tion, become  of  general  and  practical  interest, 
and  these  will  here  be  described. 

The  central  carbon   in   these   dye-stnffs   i( 
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ftfiorded  by  one  of  the  oarbonyl  groups  of  the 
anhydride  of  an  o-dicarbozylio  acid.  If  we 
restrict  our  consideration  to  phthalic  anhydride, 
the  formula  may  be  thus  modified  : 


>c<    >c=o 


X- 

X— Rp/*^\0/ 

phthalic  aoid  being  benzene-o-dioarboxylic  acid. 
Phthalic  anhydride,  although  perfectly  sym- 
metrical in  its  constitution 

Ce=0 


OA 

\/\, 


\cZo 

acts,  in  condensations,  like  an  asymmetrical  com- 
pound, only  one  of  the  oarbonyl  groups  being 
attacked  and  losing  its  oxygen.  Thus,  by  being 
condensed  with  two  molecules  of  benzene  it 
yields  diphenyl  phthalide  or  phthalophenone  : 

=0 


which  is  the  parent  substance  of  all  the  phtha- 
lelns,  just  as  triphenylmethane  is  the  parent 
substance  of  the  fuchsin  and  aurin  groups. 
Diphenyl  phthalide,  however,  is  but  the  inner 
anhydride  of  triphenylcarbinol  o-carboxyllc 
acid : 


n 


COOH- 


k 


./ 


hence  the  near  relation  between  the  phthaleln, 
fuchsin,  and  aurin  groups. 

Formerly  it  was  considered  as  probable  that 
the  anhydride  structure  of  phthalophenone  was 
preserved  in  the  dye-stuffs  derived  from  it.  At 
present,  almost  all  chemists  are  of  the  opinion 
that  such  is  not  the  case,  that  the  carboxyl 
group  becomes  free  after  the  condensation  has 
taken  place  and  that  it  simply  serves  as  a  salt- 
forming  group  of  minor  importance.  The 
quinonoid  structure  is  shifted  to  the  pyrone  ring 
which  is  always  present  in  aU  the  really  useful 
members  of  this  group,  Fhenolphthalein  and 
diaminophthalophenone,  which  do  not  contain 
the  pyrone  ring,  are  of  no  value  as  dye-stuffs. 
The  constitution  of  the  more  important  members 
of  this  group  will  be  seen  from  the  structural 
formula  given  for  each  of  them, 

1.  Phenolphthalel'n  C2oH,,0,  was  discovered 
by  Ba«yer  in  1871  (Ber.  1871,  4,  658).  Its  con- 
stitution is 

/C.H.OH 

D^CH.-OH 

^CHj-CO 

b 


it  may  be  considered  as  a  substituted  phthalo- 
phenone, but  as  in  the  free  state  it  has  no 
quinonoid  structure,  it  is  also  colourless.  It  is 
easily  prepared  by  heating  phthalic  anhydride 
with  phenol  in  presence  of  sulphuric  acid  or' 
stannic  chloride.  It  forms  pale-yellow  crystals, 
which  dissolve  with  a  fine  red  colour  in  caustic 
alkalis.  In  the  salt  so  formed  the  quinonoid 
structure  is  established  and  the  substance  there- 
by becomes  a  dye-stuff : 


ONa    C.Hj-OH 


I 
C=0  c 


>"» 


u 


The  practical  importance  of  phenolphthalein  is 
very  small.  Its  only  use  is  that  of  an  indicator 
for  alkalimetric  purposes. 

2,  Tetranitrophenolphthalgin  CsgHigNjOi ,  has 
been  proposed  as  an  orange  colouring  matter 
for  wool.  Its  sodium  salt  CggH^NiOiiNa,  is 
sold  as  an  orange  powder  under  the  name  of 
Aurotine.  It  was  discovered  by  C.  Dreyfus,  H. 
Bull,  and  T.  Hall,  and  patented  in  Englfind- 
under  3441  (1889),  in  Germany  under  52211.  In 
a  pure  state  free  tetranitrophenolphthalein  forms 
orange  crystals,  melting  at  344°, 

It  has  long  been  known  that  phenolphthalein 
is  not  a  good  dye.  The  same  appUes  to  all  the 
ordinary  typical  phthaleSns.  Phthalophenone 
(diphenylphthalide)  is  but  a  poor  chromogen, 
but  its  properties  are  at  once  improved  (as-  has 
already  been  shown  above)  if  the  two  pheftyl- 
radicles  in  its  molecule  be  linked  together  by 
another  group,  preferably  oxygen.  We  thus  come 
to  chromogens  containing  the  pyrone  ring  com- 
bined with  the  structure  of  triphenylmethane 
derivatives,  which,  by  the  introduction  of  auxo- 
chromic  groups,  give  rise  to  some  of  the  most 
beautiful  dye-stuffs  yet  discovered.  As  in  all 
cases,  the  auzochromic  groups  introduced 
may  be  either  the  hydroxyl  or  the  amino 
group ;  and  in  the  latter  hydrogen  may  be  re- 
placed by  organic  radicles.  We  thus  get 
phthalem  colouring  matters  of  either  phenolic 
(acid)  or  aminic  (basic)  character.  For  a  long 
time  the  former  alone  were  known ;  we  will, 
therefore,  consider  them  first. 


A.  Acid  phthaleXn  dye-stuffs. 

The  prototype  of  these  is — 

1.  Fliiorescein  CjoHijO^.  This  beautiful  sub- 
stance is  formed  inost  easily  if  phthalic  anhy- 
dride and  lesorcinol  be  mixed  in  molecular  pro- 
portions and  heated  to  190°.  In  the  factories 
this  opei!ation  is  carried  out  in  enamelled  cast- 
iron  pots,  heated  in  an  oil  bath.  The  ingredients 
melt,  and  large  quantities  of  steam  are  given  off. 
When  the  reaction  is  finished  the  mass  solidifies 
into  a  cake  of  dark-brown  colour,  vijhich  con- 
sists of  almost  pure  fluorescein. 

In  this  reaction  two  molecules  of  resorcinol 
combine  with  one  of  phthalic  anhydride.  At  the 
game  time  they  interact  upon  one  another,  los- 
ing one  molecule  of  water,  and  forming  the 
pyrone  ring ; 
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/yoH 

\/ 

^.-0=0 

^OH 
+ 

\/\cZo 

yOK 

1  mol.  Phthalic 

I     >-0H 

anhydride. 

2  niols.  Resorcinol 

OH 


2H.0+   o=c!^/<_> 

'^—  . 
^OH 
FluoTescein 

Fluorescein  in  a  free  state  has  thus  a  con- 
Btitution  quite  analogous  to  that  of  phenol- 
phthalein,  although  the  piesence  of  the  pyrone 
ring  is  indicated  by  the  intense  brick-red  colour 
of  the  substance.  It  is  quite  insoluble  in  water, 
sparingly  so  in  the  majority  of  other  solvents. 
If,  however,  we  dissolve  it  in  alkaline  liquids,  it 
assumes,  hke  phenolphthalein,  its  quinonoid 
nature  and  this  change  is  marked  by  the  inten- 
sity of  its  colour.  In  caustic  alkaUs  and.  in 
ammonia  it  dissolves  with  a  brown  colour.  The 
solutions  have,  especially  when  dilute,  a  rqost 
brilUant  and  beautiful  green  fluorescence, 
Henoe  the  name  of  tl^e  substance. 


/\ 


K 


j-a 


ONa 


,/~"\_, 


o=c 

ONa  ^0 

Sodium  salt  of  Flaorescein,  showing  quinonpid 
structure  combined  with  pyrone  ring 

The  crude  fluorescein  obtained  in  the  manu- 
facture, as  above  described,  seems  to  contain  two 
modifications  of  the  substance  (which  may  be 
isomerides).  .  By  treating  the  crude  cake  with 
boiling  spirit,  a  certain  amount  of  a  soluble,  non- 
crystallisable  fluorescein  is  extracted,  whilst  the 
greater  proportion  of  it  remains  undissolved, 
and  is  obtained  as  a  crystalline  residue  on 
filtering.  This  process  of  purification  is  invari- 
ably used  in  the  manufacture  of  the  dye-stufl. 
Both  the  soluble  and  the  insoluble  part  are 
worked  up  in  the  manner  to  be  described  here- 
after, the  insoluble' fluorescein  giving  the  better 
and  purer  qualities  of  the  dye-stuffs,  whilst  the 
low-class  qualities  are  made  from  the  soluble 
fluorescein  obtained  by  evaporating  the  alcoholic 
extract. 

A  small  quantity  of  the  fluorescein  manu- 
bictured  is  transformed  into  its  sodium  salt 
Cj„HioOjNa„ 

which  is  sold,  under  the  name  Uranin,  in  the 
shape  of  a  yellow  powder,  very  soluble  in  water. 
It  is  need  f-n'tlyeing  pale  yellows  on  silk. 


Jf  benzyl  chloride  and  some  Eulphuric  acid 
be  added  to  the  fluorescein  melt  a. substance  is- 
obtained  which  is  supposed  to  be  benzyl-fluor- 
escein  :  -    .- 

C.H,<gHs-e.H. 


> 


-C,H.CO 


CH2'CgIij 


Its  sodium  salt  is  sold  as  a  yellow  dye-stuff 
under  the  name   Chrysolin.      This  substance,- 
discovered  by  Beverdin  in  1877,  is  not  of  much 
practical  importance. 

By  far  the  greater  part  of  the  fluorescein 
produced  is  transformed  into  very  beautiful  red 
colouring  matters  by  the  introduction  of  halogen 
atoms  into  its  molecule.  The  dye-stuffs  so  pre- 
pared are  known  by  the  generic  name  of  Eosins. 

If  fluorescein  be  treated  by  substituting  re- 
agents, it  is  generaBy  observed  that  four  atoms 
of' ■hydrogen  are  replaced  by  other  groups. 
Further  investigations  have  shown  that  this 
substitution  takes  place  in  the  phenyl  radicles, 
which  entered  the"  fluorescein  in  the  shape  of 
resorcinol,  whilst  the  phenyl  radicle  derived  from 
the  phthalia  anhydride  is  never  attacked  by  these 
reagents. 

The  most  important  of  the  dye-stuffs  so  pre- 
pared is 

2.  Eoain  C2oHgOsBr,K2,'the  potassium  salt 
of  tetrabromofluoresceiu.  The  sodium  salt  is 
alsoocoasiohally  met  with,  but  it  does  not  ctys-. 
tallise  so  well.    The  constitutional  formula  of 


/CHBrjOH 

{    >      ' 
^CjHBrjOH 


l-CsHjCO 

h 


(In  a  free  state) 


NOK 

(As  potassium  salt) 


Eosin  is  prepared  by  acting  with  four  mole- 
cules of  bromine  upon  one  molecule  of  fluor- 
escein. The  crystallisable  modification  of  the 
latter  is  used  for  the  manufacture  of  a  good  pro- 
duct. On  the  small  scale  a  solution  of  the 
fluorescein  in  glacial  acetic  acid  is  prepared,  and 
the  bromine  introduced  gradually. 

For  manufacturing  purposes  glacial  acetic 
acid]  is  too_  expensive;  The  following  process, 
which  admits  of  oj)efating  in  aqueous  solutions, 
may  be  used  instead. 

The  bromine  is  dissolved  in  exactly  the  neces- 
sary quantity  of  caustic  soda,  and  the  solution  is 
evaporated  to  dryness.  The  resulting  salt  con- 
sists of  a  mixture  of  sodium  bromide  and  sodium 
bromate.  It  is  dissolved  in  water  and  mixed 
with  a  solution  of  the  theoretical  quantity  of 
fluorescein  in  caustic  soda.  The  mixture  is  then' 
acidified  with  hydrochloric  acid.  The  bromine 
generated  acts  at  once  upon  the  fluorescein,  and 
the  precipitate  obtained  is  eosin,  which  need 
only  De  dissolved  in  a  solution  of  potassium  car- 
bonate and  evaporated  to  crystallisation. 
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The  quantity  of  bromine  used  may  be  reduced 
to  half  (two  moleoules  or  four  atoms)  by  using 
a  mirture  of  potassium  bromide  and  potassium 
or  sodium  chloraje,  instead  of  the  salt  obtained 
.  by  evaporating  the  solution  of  bromine  in  caustic 
soda. 

This  process,  although  cheap  and  simple,  is 
not  generally  used,  because  the  bromine  is  found 
to  act  too  energetically.  A  certain  amount  of 
the  eosin  is  destroyed,  and  the  remainder  is  not 
so  brilliant  in  colour  as  it  might  be. 

The  bromination  proceeds  much  better  in  an 
alcoholic  solution ;  alcohol  is,  therefore,  fre- 
quently used  for  the  purpose  in  the  manufacture 
of  e6sin.  The  fluorescein  is  finely  ground,  and 
suspended  in  strong  spirit.  .The  necessary 
quantity  of  bromine  is  added.  The  bromination 
takes  place  slowly  and  gradually,  and  an  excel- 
lent product  is  obtained.  The  spirit  is  recovered 
by  distillation. 

In  order  to  reduce  the  bromine  in  this  as 
in  the  aqueous  process  to  two  instead  of  four 
molecules,  the  addition  of  a  chlorate  is  necessary. 
But  a  chlorate  must  be  used  which  is  soluble  in 
spirit.  Cupric  chlorate  is  preferred  to  any  other. 
It  is  prepared  by  mixing  concentrated  aqueous 
solutions  of  sodium  chlorate  and  cupric  chloride 
or  sulphate.  The  solution  obtained  is  added  to 
the  operation  in  progress. 

Eosin  forms  either  a  dark-brown  powder,  or 
dark-brown  crystals  with  a  green  metallic  lustre. 
The  _  potassium  salt  may  also  be  obtained  in 
flesh-coloured  crystals  by  re-crystallisation  from 
spirit.  These  crystals  contain  alcohol  of  crys- 
laUisation.  According  to  strength  and  purity  of 
shade,  the  commercial  eosins  are  distinguished 
by  certain  letters  and  additions,  such  as  '  eosin 
B,'  'A,'  'GGF,'  'DH,'  'extra,'  'extra-fine,' 
'  soluble,'  and  others.  Alt  these  brands  dissolve 
easily  in  water,  with  a  scarlet  coloration. 
Dilute  solutions  show  a  marked  greenish 
fluoiesceiico. 

Eosin  is  used  for  dyeing  silk  and  other 
fibres,  also  for  staining  paper,  and  for  preparing 
rod  inks  of  a  very  fine  scarlet  colour.  Large 
quantities  are  used  for  the  last-named  purpose, 
Eosin  is  not  a  fast  colour,  but  its  briUiancy  of 
shade  secures  a  ready  sale  for  the  large  quantities 
produced. 

3.  Eosin  soluble  in  spirit  {Primrose,  methyl- 
eqsin).  ■  These  names  are  appUed  to  certain  pro- 
ducts, which  are  produced  by  boiling  eosin,  dis- 
solved in  spirit,  with  caustic  soda  and  methyl 
iodide,  or  ethyl  bromide.  The  oarboxyl  group  is 
thus  alkylated,  whilst  the  hydroxyl  group,  re- 
mains combined  with  alkali.  The  sodium  salts 
thus  obtained  form  glistening  crystals,  insoluble 
in  water  but  soluble  in  spirit.  They  have  the 
constitution : 


Br^        O 


i=o< 


Br 


\— Br 


ONa 


in  which  R  stands  for  either  methyl,  or  ethyl. 
Small  quantities  of  these  substances  are  prepared 


and  employed'  as  an  addition. to  the  vermilion 
used  in  cotton  printing,  in  order  to  iiicrease  the 
briUiancy  of  its  shade.  Spirit  eosin  was  formerly 
also  used  for  silk  dyeing,,  but  for  this  purpose  it 
has  been  replaced  by  the  bluish  eosins  soluble  in 
water,  to  be  described  later  on. 

If  the  hydroxyl  group  of  eosin  is  also  to  be 
alkylated,  this  can  only  be  effected  by  acting 
with  alkyl  iodide  or  bromide  iipon  the  silver  salt 
of  eosin.  The  dialkyl-ethers  thus  obtained  are 
colourless. 

4.  Eosin  scarlet  {Eosin  B,  BN,  BW,  scarlet, 
J,  J  J,  V,  cfcc). ,  Sodium  salt  of  dinitrodibromo- 
fluoresoein  CsoHjNjOsBraNaj. 

If  fluorescein  be  treated  with  nitric  acid, 
dinitrofluorescein  is  obtained,  which  has  found 
no  appUoation  as  a  colouring  matter.  But  by 
subsequent  bromination  it  yields  a  biilhant 
scarlet.  The  same  product  (or  an  isomeride 
very  similar  to  it)  may  be  prepared  by  first 
brominating  the  fluorescein  and  then  treating  it 
with  nitric  acid. 

This  dye-stuff  was  hailed  with  enthusiasm 
when  it  made  its  appearance  in  1875,  but  its 
use  was  soon  much  restricted  by  the  introduc- 
tion of  the  scarlet  azo  dyes  which  are  quite 
as  brilliant,  and  at  the  same  time  faster,  cheaper, 
and  more  easy  in  their  appUcation. 

5.  Erythrosin  {Bluish  Eosin,  Dianthin,  Prim- 
rose soluble,  Pyrosin  B,  and  other  names). 

This  is  the  sodium  salt  of  tetraiodofluorescein 
C2oHiOgI(Na2.  The  potassium  salt  is  also  met 
with  occasionally.  It  is  prepared  by  iodinating 
fluorescein  with  iodine  and  oxidising  agents,  such 
as  mercuric  oxide,  iodic  acid,  cupric  chlorate, 
&c.  It  may  also  be  prepared  by  introducing 
iodine  monoohloride  into  an  alcoholic  suspension 
of  fluorescein. 

Erythrosin  dissolves  in  water,  with  a  fine 
red  colour,  and  very  sUght  fluorescence.  It  dyes 
sUk  in  shades  which  are  much  more  bluish  than 
those  obtained  with  eosin. 

Erythrosin  was  introduced  into  the  market 
in  1876  by  Bindschodler  and  Busch.  It  was 
well  received  by  the  silk  dyers.  Giving  to  the 
high  price  of  iodine,  a  mixture  of  eosin  and 
Bengal  red  is  now  used  for  producing  the  same 
shades. 

There  is  one  application,  however,  for  which 
pure  erythrosin  is  still  required — ^for  producing 
orthochromatic  dry  plates  for  photographic  pur- 
poses. As  a  sensitiser  of  silver  bromide,  ery- 
throsin holds  a  prominent  place  amongst  all  the 
colouring  matters  hitherto  tried. 

Di-iodofluOresceiri  was  sold  and  used  for  a 
very  short  time  as  an  orange  dye-stuff,  vmder  the  . 
name  '  Pyrosine  J.' 

6.  Phioxin  {Potassium  salt  of  dichloro-  or 
tetrachloro-  telrahromofiuorescein). 

This  colouring  matter,  discovered  in  1876  by 
Nolting,  together  with  the  following  ones,  formed 
a  new  departure  in  the  manufacture  of  the  eosin 
dyes.  The  characteristic  feature  of  these  sub- 
stances is  the  fact  that  they  contain  halogen 
atoms  substituted  for  hydrogen,  not  only  in  the 
resorcinol  groups,  but  also  in  the  phenyl  group 
derived  from  the  phthaUc  anhydride.  Now,  it 
has  already  been  said  that  a  substitution  of  this 
kind  cannot  be  effected  in  ready-made  fluore- 
scein. To  prepare  phioxin,  therefore,  or  any  of 
its  congeners,  a  specialfluorescein  must  be  used^ 
prepared  not  with  ordinary  phthalic  anhydride, 
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but  with  the  anhydrides  of  dichloTO-  or  tetra- 
chloio-  phtkalic  acid.  Dichloiophthalic  acid  is 
best  piepaied  by  oxidising  dichloronaphthalene, 
whilst  tetrachloiophthalic  acid  may  be  obtained 
by  chlorinating  phthalic  anhydride  in  the 
presence  of  finely  divided  iron.  Both  acids  give 
colouring  matters  of  very  similar  shades,  the 
tetrachloio  derivatives  being  but  very  little 
bluer  than  the  dichloro  derivatives.  The  pro- 
cess of  manufacture  of  the  dye-stuffs  is  identical 
with  that  described  for  eosin.  The  constitu- 
tional formula  of  phlozin  is 


0=C     Br/    \0K 
KO 


if  derived  from  tetrachlorophthalic  acid.  The 
phloxin  derived  from  dichlorophthalic  acid  con- 
tains, of  course,  two  atoms  of  chlorine  less. 

Commercial  phloxin  is  a  red  powder,  soluble 
in  water,  with  a  red  colour  and  no  fluorescence. 
It  dyes  beautiful  bluish-red  shades  on  silk,  which 
resemble  those  obtained  with  erythrosin. 

7.  Cyanosin  is  the  monomethyl  ether  of 
phloxin.  It  is  soluble  in  spirit,  and  dyes  shades 
still  bluer  than  phloxin. 

8.  Bengal  red  {Base  Bengale  N) 
Cj„H,Clj40.K,  or  CmH^CI.I.OsK, 

is  the  iodo  derivative  of  this  series.  It  is  the 
bluest  eosin  dye-stufi  obtained.  It  is  very  ex- 
pensive, and  was  formerly  used  in  large  quan- 
tities to  produce  the  most  brilliant  bluish-reds 
on  silk.  It  has  now,  to  a  great  extent,  been 
replaced  by  the  rhodamines.  Its  methyl 
ether,  soluble  in  spirit,  received  the  name  of 
Cyanosin  B.  Its  application  never  became  im- 
portant. 

The  phthalein  derivatives  of  resorcinol  are 
all  very  brilliant  dyes.  There  are,  however, 
some  other  acid  phthaleins  which,  although  im- 
portant as  colouring  matters,  are  of  much  more 
sober  hues.    They  are  derivatives  of  pytogallol. 

9.  Gallein  CsoHi^O,.  If  phthalic  anhydride 
be  condensed  with  pyrogallol,  the  reaction  takes 
place  quite  as  easUy  as  with  resorcinol.  The 
product  obtained  is,  as  might  be  expected,  a 
dihydroxyfluorescein.  The  constitutional  formula 
now  adopted  for  gallein  is 


o< 


I 

0=C 

I 

HO 


—OH 


:— OH 
OH 


For  the  manufacture  of  gallein  it  is  not 
necessary  to  prepare  pure  pyrogallol.  Gallic 
acid  may  be  used  instead,  which,  losing  carbon 
dioxide,  is  at  once  transformed  into  gallein  by 
the  action  of  the  phthalic  anhydride. 

Gallein  is  generally  sold  in  the  shape  of  a 


violet  paste.  It  is  sparingly  soluble  in  water, 
easily  soluble  in  caustic  alkalis,  with  a  bright- 
blue  coloration.  It  dyes  mordanted  wool  and 
cotton.  Chrome  mordants  are  used  preferably, 
and  dark-violet  shades  are  obtained. 

On  account  of  the  similarity  of  the  applica- 
tion of  gallein  to  that  of  alizarin,  gallein  is 
also  soldfunder  the  name  of  Alizarin  violet  or 
Anthracene  purple. 

10.  Caerulein  {Alizarin  green.  Anthracene 
green)  CgoHgOg.  This  is  one  of  the  most  impor- 
tant dye-stufEs  for  wool  and  cotton,  dyeing  a 
beautiful  and  very  fast  olive  green  oh  ohsome 
mordants.  The  cotton  printer  uses  it  constantly, 
both  pure  and  mixed,  with  other  dye-stufis  of  the 
alizarin  family. . 

It  was  discovered  in  1871  by  A.  Baeyer,  who 
obtained  it  by  heating  gallein  with  concentrated 
sulphuric  acid  to  200  .  By  the  same  process  it 
is  now  prepared  in  immense  quantities  on  the 
large  scale. 

In  this  process  the  substance  loses  one  mole- 
cule of  water  and  the  oarbozyl  group  forms  a 
new  hexagon  ring  by  condensing  with  the 
neighbouring  benzene  ring,  thus  : 


OH 


\0H 


Coerulein  forms  a  black  paste,  insoluble  in 
water.  It  is  soluble  in  caustic  alkalis,  with  a 
greenish-blue  coloration. 

11.  Coerulein  S  {aohible  ccendein) 

This  is  the  product  ot  the  reaction  of  sodium 
bisulphite  upon  ccerulein ;  its  manufacture  is 
carried  on  by  the  Badische  Aniline  and  Soda 
works  at  Ludwigshafen.  It  forms  a  black 
powder,  soluble  in  water,  with  a  brown  colora- 
tion. It  is  easily  decomposed  by  the  addition 
of  acids  or  by  heat.  It  is  used  for  the  same 
purposes  as  cosrulein,  and  is  very  convenient,  on 
account"  of  its  easy  solubility.  In  dyeing  with 
it,  it  is,  of  course,  decomposed,  the  ordinary 
coerulein  being  deposited  on  the  fibre. 

B.  Basic  phthahin  dye-stuffs. 

For  a  long  time  these  were  not  known.  The 
manner  in  which  they  might  be  obtained  had,  of 
course,  suggested  itself  to  the  consideration  of 
chemists,  but  the  substances  required  for  their 
synthesis  seemed  to  be  quite  out  of  the  reach  of 
the  manufacturer.  In  1887,  however,  M.  Cere- 
sole,  of  the  Badische  Anilin-  und  Soda-Fabrik, 
successfully  effected  the  synthesfs  of  the  first 
basic  phthalein,  which  proved  to  be  of  such 
value  that  a  thorough  search  for  a  good  means 
of  preparing  the  necessary  ingredients  was  mad« 
wmch  led  to  complete  success. 

To  obtain  the  basic  substance  analogous  to 
fluorescein,  it  is  merely  necessary  to  replace  one 
of  the  hydroxyl  groups  of  resoreinol  by  an 
amino-  group ;  or,  in  other  words,  to  employ 
m-aminophenol  instead  of  resorcinol : 
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+    2 


OH 


0- 


NH, 


2H,o  +  <f~y-c/ 


0=0 

I 

HO 

Experience  has  shown  that  the  compound 
thus  obtained  has  no  practical  value.  If,  how- 
'  ever,  diethyl  m-aminophenol  is  used  instead 
of  the  m-aminophenol,  a  most  beautiful  colour- 
ing matter  is  obtained,  known  under  the  name 
of 

I.  Rhodamln  B  C^HjiNjOja.      The  com- 
mercial product  is  the  monobydrochloride  : 

N(C,H,),C1 


0=0  ._ 

g^  \N(C,H.), 

It  forms  beautiful  needles  of  a  metallic 
green  appearance,  easily  soluble  in  both  water 
and  spirit.  Weak  solutions  show  a  most  mag- 
nificent orange  fluorescence,  which  disappears 
on  heating,  and  reappears  in  the  cold.  This  is 
the  most  beautiful  red  colouring  matter  ever 
prepared,  dyeing  silk,  wool,  and  cotton  a  most 
brilliant  pink  of  a  bluish  shade. 

The  process  described  for  the  production  of 
rhodamin  is  patented  by  the  Badische  Anilin- 
und  Soda-Fabrik,  Eng.  Pat.  15374, 1887 ;  D.  R.  P. 
440Q2.  The  diethyl  m-aminophenol  is  prepared 
from  diethylanilina  by  heating  it  with  fuming  sul- 
phuric acii  to  60°,  "diethylaniline  m-sulpnonic 
acid  is  formed,  which  yields  the  phenol  by  fusion 
with  caustic  soda. 

There  is,  however,  another  process  for  the 
manufacture  of  rhodamin,  discovered  by  the 
Farbwerke  of  Hochst  (D.  R.  P.  48367, 1888).  It 
consists  in  treating  free  fluorescein  with  phos- 
phorus pentachloride,  when  the  fluorescein 
kihloride 


is  formed.    This  is  transformed  into  rhodamin 
if  boated  with  diethylamine  under  pressure. 
2.  Rhodamin  S  CjoH^NjOaa  and 
C^HjiNjOja 
These  two  colouring  matters, 'which  are  identical 
in  their  practical  properties  and  applications, 
are   not,   strictly   speaking,   triphenylmethane 


derivatives  ;  nor  are  they  derived  from  phthalio 
acid.  They  must,  however,  be  mentioned  here, 
because  they  are  near  congeners  of  rhodamiiv  B. 
They  are  obtained  by  treating  dimethyl-  or 
diethyl-  m-aminophenol,  not  with  ph{halic,  but 
with  succinic,  anhydride.  Succinic  acid  is  the 
typical  o-dicarboxylio  acid  of  the  fatty  series. 
Like  phthalic  acid,  it  forms  an  anhydride,  which 
condenses  with  resorcinol  mto  fluorescein-like 
dye-stuffs ;  these,  however,  offer  no  practical 
interest.  The  succineines  of  dimethyl-  and 
diethyl-  m-aminophenol,  however,  show  a  suffi- 
cient difference  from  rhodamin  to  be  manufac- 
tured and  sold  as  a  special  brand.  The  consti- 
tution of  the  dimethyl  compound  may  be  repre- 
sented by  the  following  formula  :  , 


,N(CH3),a 


^N(CH,), 

It  is,  therefore,  not  a  triphenylmethane  deri- 
vative. It  is  sold  in  the  shape  of  its  zinc  double 
chloride. 

Rhodamin  S  shows  great  affinity  to  unmor- 
danted  cotton.  It  is  one  of  the  few  members  of 
this  group  which  may  be  considered  to  be  what 
is  now  called  a  substantive  colouring  matter. 

The  properties  of  rhodamin  S  are  very 
similar  to  those  of  rhodamin  B.  It  forms  crys- 
tals with  a  green  metallic  lustre,  easily  soluble 
in  water,  with  a  red  coloration,  and  a  marked 
yellow  fluorescence.  The  shades  obtained  with 
it  are  yellower  than  those  produced  with  rhod- 
amin B. 

Rhodamin  ^  and  S  remained  for  so]ue  time 
the  only  important  members  of  this  magnificent 
group  of  dye-stuffs.  After  a  while,  however, 
some  new  representatives  of  it  made  their 
appearance,  of  which  the  more  important  may 
be  here  shortly  described. 

Rhodamin  6  Cj.HjjNjOjCl  is  obtained  by 
heating  rhodamin  B  with  aniline  hydrochloride. 
One  of  the  ethyl  groups  is  split  off  in  the  shape 
of  ethyl  chloride  and  the  recovered  dye-stuff  is 
a  tri-ethyl-rhodamin  which  dyes  wool  and  silk 
in  red  shades  of  a  much  more  yellowish  tinge 
than  the  original  rhodamin  B. 

The  process  of  alkylation,  which  produced 
such  remarkable  results  in  tb"  eosin  group, 
proved  equ(.liy  applicable  to  the  rhodamins. 
It  was  carried  out  at  first  by  using  alkyl  chlorides, 
but  later  on  it  was  discovered  that  a  much 
cheaper  and  simpler  way  to  the  same  end  con- 
sists in  saturating  alcoholic  solutions  of  rhod- 
amins with  hydrogen  chloride.  As  this  is  a 
method  which  is  exclusively  applicable  to  the 
alkylation  of  organic  acids,  the  possibility  of 
using  it  for  the  rhodamins  formed  a  proof  of  the 
presence  of  a  free  carboxyl  group  in  the  dye-, 
stuffs  and  went  a  long  way  in  establishing  the 
modem  views  about  their  constitution. 

Rhodamin  3B,  Anisoline,  was  the  first  of  the 
alkylated  rhodamins.  It  dyes  a  more  bluish 
shad,e  of  red  than  rhodamin  B,  and  is,  if  possible, 
even  more  brilUant  and  pure  in  its  tinge,  whicli 
strongly  resembles  that  of  certain  flowers  such 
as  the    Crimson  Rambler  '  rose. 
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Rhodamin  66  was  obtained  by  the  same 
process  from  f^-diethylrhodamin  (produced 
by  the  coudensation  of  phthalic  acid  lyith 
two  molecules  of  mono-ethyl-m-aminophenol), 
and  has  oonsequentily  the  following  constitution  : 

\C1 


0 


-/ 


o=c 

When  once  the  constitution  of.  the  rhodamins 
*waa  recognised,  it  was  clearly  seen  that  they 
may  also  be  considered  as  derivatives  of  o- 
benzoyl-benzoio  acid ; 

O 


Suitable  substitution  products  of  this  acid 
may  therefore  be  used  for  the  synthesis  of 
rhodamins.  This  is  important  because  it  enables 
us  to  produce  asymmetrical  rhodamins,  whilst 
the  original  process  was  applicable  only  to  .th€ 
production  of  symmetrical  members  of  this 
important  class  of  dye-stufis.  As. an. example 
of  this  method,  Bliodamin  12  QM  may  be  quoted, 
which  is  prepared  by  .acting  with  dimethyj- 
hydroxybenzoylbenzoio  acid ;  .  . 

.0     ..  ...  :...-.  : 


WN(CH,), 


C=0  OH 

--OH 

upon  monomethylresorcinol  and  subsequent 
esterification  of  the  product  obtained.  This 
dye-stuff  is  consequently  quite  asymmetrical 
and  has  the  constitution  : 

/N(CH,),C1 


<: 


o 


0 


I 


<:> 

^OCH, 


0=0 

OCjH, 

It  dyes  silk,  wool,and  cotton  a  beautiful  yellowish 
red. 

If  in  the  process  given  for  the  production  of 
rhodamin  12  GM  the  monomethylresorcinol  be 
replaced  by  m-amino-p-cresol.: 
NH,.  ^^..^OH 

1        I    • 
CH,/^./ 
a  new  and  exceedingly  beautiful  dye-stuff  is  ob- 
tained, which  is  sold  under  the  name  Irisdmin  G 
or  Rhodin  3G.     It  dyes  silk,  wool,  and  mordanted 
cotton  a  flaming,  beautiful  red. 

Several  otheE  meriibers  of  this  group  have 


been  prepared  by  various  methods,  amongst 
which  the  reaction  of  formaldehyde  upon 
ready  formed  Vhodamins  may  be  mentioned. 
All  the  rhodamins  .have  also  been  found  ap-  ^ 
piicable  not  only  to  the  regular  dyeing  of  textile^ 
fabrics,  but  also  to  the  staining  processes  so  largely 
used  for  paper,  wood  and  confectionery.  Very 
large  quantities  of  these  dyes  are  used  for  such 
purposes. 

Few  groups  of  synthetical  dye-stuffs  have 
proved  so  prolific  as  that  of  which  a  short 
description  has  here  been  given.  The  triphenyl- 
methane  group  contains  some  of  the  oldest  arti- 
ficial colouring  matters  known,  but  for  more 
than  half  a  century  it  has  continued  to  yield 
new  additions  to  the  vast  number  of  such  com- 
pounds which  chemical  science  has  placed  at  the. 
disposal  of  our  textile  industries.       0.  N.  W. 

TRIPHYLITE.  A  manganese  lithium  phos- 
phate LiMuPO'4,  occurring  naturally  as  large, 
rough  (prthorhombio)  crystals  and  coarsely 
cleavable  masses.  By  the  isomorphoua  re- 
placement of  manganous  oxide  by  ferrous  oxidfe 
it  passes  into  the  closely  allied  mineral  lithio- 
philite  (LiPePO),.  The  colour  is  grey  or  bluish, 
but,  the  mineral  being  readily  weathered,  the 
masses  are  usually  dark  brown  on  the  surface. 
Triphylite  occurs  in  pegmatite-veins,  often  in 
association  with  spodumene  and  other  lithium- 
bearing  minerals,  and  sometimes  with  tin-ore. 
It  is  found  at  Bodeninais  in  Bavaria,  Hur6aux 
and  Chanteloube  in  Haute- Vienne,  Branchville 
in  Connecticut,  Pala  in  California,  the  Black 
HiUa  in  South  Dakota,  and  King'siMoittitajn  in 
North  Carolina.  Containing  8'l.-79-4  p.p.  .of 
lithia  it  has  occasionally  been  collected!,  when 
mining  for  other  minerals,  and  used  as  a  source 
of  lithium  salts.  .  ......     L^.J-.-S, 

THIPdEriB  or  TRJPQLI  «..  Ki usEMtJajt. 

TSp'GERITEJ!.  tJB^i¥M..    ._.   .,   .-.  .. 

1^0ILIT£.  A-name  applieij  fey  Haidinger 
to  ferrous  sulphide  FeS,  occurring  in  meteorites. 

TRONA,  URAO,  or  NATURAL  SODA.  The 
sodium  carbonates  occurring  as  minerals  are : 
thermonatrite  NajCO^HjO  (orthoihojnblo) ; 
natron  (?.».)  NajCOg.lOHjO  (monoclinio) ;  trona 
NajC03-NaHCO„2H20  (monoclinio) ;  and  pos- 
sibly the  anhydrous  salt.  Of  these,  trona  is 
by  far  the  most  important  and  constitutes 
the  larger  part  of  the  deposits  of  natural  soda. 
It  forms  beds  of  white,  cavernous  material  wjth 
acicular  or  bladed  crystals  lining  tb?.  cavities.; 
and  is  usually  intermixed  with  more  or  less 
earthy  matter  and  sodium  chloride  and  sulphate. 
It  is  deposited  from  the  water  of  soda-lakes  and 
forms  an  efflorescence  on  the  surface  in  desert 
regions.  The  Natron  Lakes  of  Lower  Egypt 
are  well  kno^vn,  and  similar  lakes  and  surface 
efflorescences  of  soda  are  met  with  in  many 
parts  of  the  Sahara  and  Sudan.  Extensive 
deposits  are  found  in  the  neighbourhood  oi 
Lake  Chad,  and  a  large  deposit  has  been 
opened  up  at  Lake  Magadi  iii  British  East 
Africa.  Soda-lakes  also  occur  in  the  western 
states  of. North  .America,  viz.  in  Arizona,  Cali- 
fornia, and  Nevada. 

The  name  '  trona '  is  said  to  be  of  Arabic 
origin;  anB  '  urao '  is  a  native  name  for  the 
soda  deposited  'at  the  bottom  of  a  lake  at 
Lagunilla'ih  Venezuela. 

Beferences.^-F.  W.  Clarke,  Data,  of  Geo- 
chemistry, Bull.  U.S.  Geol.  Survey,  No.  491i 
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1911 ;  A.  Lacroix,  Minlraiogie  de  la  France  et 
de  sea  Colonies,  1909,  vol.  iii.  R.  Wegscheider 
in  C.  Doielter'B  Handbuoh  der  Mineralchemie, 
■iSll,  vol.  i.  Ul-193.  L.  J.  S. 

TROOSTITE.  A -constituent  of  steel  inter- 
mediate in  characteristics  between  sorbite  and 
martensite  {q.v.).  It  is  obtained  by  quenching 
highly  heated  steel  in  oil  or  by  quenching  from 
the  transformation  temperature  in  cold  water, 
and  is  plentiful  in  tempered  steels. 

It  acquires  a  deep  brown'  or  black  tint  when 
etched  with  picric  acid,  and  can  thus  be  dis- 
tinguished under  the  microscope.  Benedicks 
regards  it  as  a  colloidal  solution  of  carbon  in 
iron  (J.  Iron  and  Steel  Inst.  1905,  ii.  352  ;  1908, 
ii.  217).  The  name  troostite  is  also  given  to  a 
variety  of  Wittemite  (q.v.). 

TROFACOCAINE  v.  Synthetic  drugs. 

TROPAEOIiINE  v.  Azo-  colouring  matters. 

IROPILLENE  V.  Ketones. 
^     TRUFFLES,     subterranean     fungi,     highly 
prized'   as    food.     Many    species    are    known. 
Konig  divides  the  edible  truffles  into  two  chief 
classes — 

(1)  White  truffles,  the  best  of  which  is  the 
African  truffle,  Tvher  niveum  (Desf.)  or  Terfezia 
Lconis  (Xul.),  but  also  including  the  Italian 
truffle,'  Tvber  magnatum  (Pico.)  or  Titber  album 
(Balb.),  with  a  garlic-like  odour,  and  the  German 
white  truffle;  Tvi>er  album  (Bull.)  or  Ghmromyces 
meandriformis  (Vitt.),  of  much  less  value. 

(2)  Black  truffles,  which  include  the  highly 
prized  French  truffle  Tiiber  melanospermum 
(Vitt.),  which  is  usually  in  size  between  a  walnut 
and  an  apple,  of  dark  brown  or  black  colour, 
and-covered  with  polygonal  warts.  It  possesses 
a  sti;ong  aromatic  odour,  resembling  thattif  the 
■stmvberry;  the  winter  truffle,  I".  Jr-amoJe 
(Vitt.)  occurs  in  France  and  Italy,  respmbles  tiie 
-French  -truffle,  hut  has  Jiot.  such  an  aromatic 
smell  and  taste.  The  summer  truffle,  T. 
ceslivum  (Vitt.)  is  the  one  mo%t  usually  found  in 
England,  generally  in  beech,  oak,  or  birch  woods, 
and  in  marly  soils.  It  is  gathered  from  July  to 
September. 

Konig  gives,  as  the  mean  composition  of 
■truffles — 

Water  Protein  Tat  N-free  extract  Crude  fibre  Ash 
77-1        7-6      0-5  6-6  6-4  1-9 

Chatin  (Compt.  rend.  -1S90,  110,  376,  and 
,435)  found  the  dry  matter  in  FVench  truffles  to 
•vary  from  20-8  to  25-0  p.c.  of  the  original  fresh 
material,  and  to  contain  from  4  to  9  p.d.  of  its 
weight  of  nitrogen,  and  from  5-6-ll'2  p.c.  of  ash. 
The  ash,  in  different  samples,  contained  :  silica 
10-35  p.c,  potash  17-28,  soda  0-6-2-1,  lime 
fiO-9'4,  magnesia  0'2-3-l,  ferric  oxide  and 
traces  of  alumina  3'2-8'4,  manganous  oxide, 
traces  to  0-05,  phosphorus  pentoxide  18'4-30-2, 
sulphur  trioxide  2-1-4-6,  chlorine  with  traces  of 
iodine  O-2-0-4  p.c.  Much  larger  proportions  of 
potash  and  phosphorus  pentoxide  were  found  in 
the  ash  of  truffles  by  Kohlrausch  and  Loesecke, 
quoted  by  Konig.  The  amount  of  alumina  is 
"also  apparently  very  variable^  since  Pizzi 
(quoted  by  Konig)  found,  in  the  ash  of  black 
'iruffles,  5-77  p.c.  of  alumina,  in  that  of  white 
'truffles,  7-17  p.c. 

As  to  the  nature  of  the  nitrogenous  con- 
stituents of  truffles,  little  appeals  ,tp  be  ^9wn  ; 


probably  .'a  considerable  proportion  of  it  is  in 
the  non-proteid  form. 

In  the  non-nitrogenous  exti^iot, .  mannitol, 
trehalose  and  malic,  and  citric  acids  have  been 
found. 

For  an  examination  of  the  tubulane  or 
Caucasian  truffles,  and  of  various  species  of 
Terfezia,  known  as  '  terfas  '  and  '  kames  '  in 
the  north  of  Africa  and  in  Western  Asia  v. 
Chatin  (Compt.  rend.  1893,  114,  46 ;  and'Revue 
intern,  des  falsifio.  1893,  14). 

Truffles  are  sold,  either  in  the  fresh  condition, 
imbedded  in  lard,  dried,  or  cooked  and  pre- 
served in  olive  oil,  or  in  hermetically  sealed 
cases. 

Konig  gives,  as  the  mean  of  9  analyses  of 
the  air-dried  product — 

Water    Protein   Fat    N-free  extract    Crude  fibre    Aah 
4-4       33-9     2-0         24-9  27-1         7-7 

H.  I. 
TRYGASE  V.  Synthetic  drugs. 
TRYPSIN  V.  Fermentation. 
TRYPTOPHAN,    ;8  -  indole  -  a  -  aminopropionic 
acid 

/^ CCH2CH(NH,)C02H 

■  II 

I       CH 

NH 

It  has  lieen  known  since  the  researches  of 
Gmelin.  Barnard,  and  others  of  the  earlier 
physiologists  that  on  tryptio  digestion  a  sub- 
stance is  formed  from  proteids  that  gives  a 
reddish-violet  coloration  with  chlorine  or 
bromine.  Other  methods  of  decomposing  pro- 
teids, such  as  putrefaction  or  alkali  or  acid 
hydrolysis,  give  rise  to  the  same  substance,  for 
which  the  name  tryptophan  was  suggested  by 
Sreijmeis.ter  (Zeitsch.  Biol.  1890,  26„  234),  and 
proteitiehromogen  by  ~  Stadelmann  (ibid.  491). 
The  compound  itseU  was  not  known  until  1901 
when  Hopkins  and  Cole  (J.  Physiol.  1901,  27, 
418)  isolated  it  from  the  products  formed  by  the 
tryptio  digestion  of  casein  ;  they  showed  that 
it  possessed  the  formula  CnHi^OjNj,  yielded 
scatole  aild  indole  when  heated,  and  adopting 
Neumeister's  suggestion  named  it  tryptophan. 

Trjrptophan'  occurs  among  the  products  of 
hydrolysis  of  a  large  number  of  proteins,  both  of 
animal  and  vegetable  origin  (v.  Proteins),  and 
is-  separated  by  means  of  the  sparingly  soluble 
double  salt  it  forms  with  mercuric  sulphate. 
It  is  most  conveniently  prepared  from  casein  or 
fibrin,  the  forifler  yielding  7-8  grms.  and  the 
Iatterl3-14grms.  per  kilo  (Neuberg,  Chem.  Zentr. 
1906,  ii.  892  ;  Neuberg  and  Popowski,  Biochem. 
Zeitsoli.  1906,  2,  357). 

Constitution  and  synthesis.  The  formation 
of  indole  (Kiihne,  Ber.  1875,  8,  206;  Nenoki. 
ibid.  336),  of. scatole  (Brieger,  ibid.  1877,  10, 
1027),  of  scatolecarboxylic  acid  (E.  and  H. 
Salkowski,  ibid.  1880,  13,  2217)  and  of  scatole- 
acetio  acid  (Nencki,  Monatsh.  1889,  10,  506)  on 
putrefaction  of  proteins  was  attributed  by  Nencki 
to  the  presence  of  a  scatoleaminoacetic  acid  in 
the  protein  molecule;  and  when  Hopkins  and 
Cole  found  tryptophan  to. have,  the  empirical 
formula  OiiHi^OjNj  and  to- yield  indole,  scatole, 
scatolecarboxylic  acid  and  scatoleacetic:acid  o.n 
putrefactive  decomposition,  they  regarded  theii 
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substance  as  Neqoki's  hypothetical  scatole- 
aminoacetic  acid 

CCH,  CCHj 

C,H4<^\cCH(NH,)C0jH  ->  C.Hj/So-CHj-COjH 

NH  NH 

Scatoleaminoacetic  acid.  Scatoleacetic  acid. 

CGHj  CCHj  CH 

NH'  NH  NH 

Bcatolecaiboxylic  acid.      Scatole.  Indole. 

Ellinger  (Ber.  1904,  37,  1801),  however,  showed 
that  Nencki's  so-called  scatolccaiboxylic  acid 
was  not  identical  with  the  synthetic  product 
obtained  by  Wislicenus  and  Arnold  {ibid.  1887, 
20,  3394)  from  the  phenylhydrazine  derivative  of 
propionylformic  acid 

CCH, 

but  was  in  reality  the  isomeric  indoh  acetic  acid 
CCHj-COOH 


,  obtained  synthetically  by 


o.h/^ch 

NH         ' 
condensing  jS-aldehydopropionio  acid  (obtained 
from  aconic   acid)   with   phenylhydrazine   and 
subsequent  treatment  of  the  ester  of  the  hydra- 
zone  with  alcohol  and  sulphuric  acid 
C(COjH)  CHj     C(COjH)CH,      CH CH, 

II  '  I      ^11  I        ->ll  I 

CH— 0— CO       CHCOHjCOjH    CH(OH)  COjH 


CHj— UHg 


-->  \  I  -^  C.H,  CH 

I  CO."         ■     ■ 


CH,CH,-COjMe 


CHO( 


,H 


NoH 


CCHj-CO^H 
-»■  C.H./^CH 
NH 
Ellinger  (Ber.  1905,  38,  2884)  further  showed 
that  Nencki's  scatoleacetic  acid  was  identical 
with  indole  propionic  acid  obtained  by  a  similar 
synthetic  process  from  ethyl  propionacetal- 
malonate 

(COjEt),CH-CH,-CHj-CH(OEt), 
->  CH,(C0.,H)CHj-CH5-CH0 
-?■  C,H.-N,H :  CHCHjCHjCHj-CO,H 

CCHjCH,-CO,H 

-^  C,H,<^CH 
NH 
From  these  considerations  it  follows  that 
tryptophan  must  be  indolo-3-a-aminopropionic 
acid  or  indole-3-i3-aminopropionic  acid,  and  that 
it  possesses  the  constitution  of  the  former  com- 
pound was  shown  by  Ellinger  and  Flamand  (Ber. 
1907,  40,  3029),  who  prepared  it  synthetically 
from  indole-3-aldehyde  and  hippuric  acid, 
CCHO 
lndole-3-aldehyde  C,H,<^^H   is  obtained 
NH 
by  oxidising  tryptophan   with   ferric   chloride 
(Hopkins  and  0>le,  J.  Physiol.  1903,  29,  451 ; 
Ellinger,  Ber.  1906,  39,  2515),  and  c»n  also  be 
prepared    by    the    action   of    chloroform    and 
potassium  hydroxide  on  hidole ;    it  condenses 


with  hippuric  acidjto  form  an  adactone,  which 
on  hydrolysis  yields  a-iin^oylaminoindolyl- 
acrylic  acid.  This  compound  on  reduction  and 
subsequent  hydrolysis  yields  a-amino-;3-indoIe- 
propionic  acid,  identical  with  dj-tryptophan 

CjCHO    cH,-NHBx 
C,H  ,<>CH  +  I 
^  ^  CO,H 


NH 


yN,, 


C— CH=C/   '^CPh 
-»C.H.^CH      1.0^—0 
NH 
6— CH :  C-NHBz 

"^  C.H,</\,CH     pQ^jj 

NH 

CCH,-CH(NHj)CO,H 

-»  c.h.<^Vh 

NH 

Properties.  The  tryptophan  obtained  from 
proteida  is  Isevorotatory  in  aqueous  solution. 
Hopkins  and  Cole  (J.  Physiol.  1901,  27,  418) 
found  [o]„— 33°,  H.  Kscher  (Zeitsch.  physio]. 
Chem.  1908,  55,  74)  found  [o]p-34-5»  for  one 
specimen,  whilst  others  gave  values  varying 
from  — 29-75°  to  —40-3°;  Abderhalden  and 
Baumann  (ibid.  412)  found  Io]|?— 30-33°.  In 
alkaline  or  acid  solution,  2-tryptophan  is  dextro- 
rotatory, having  [o]|°-f  5-7°  to  +6-3°  in  a2-3  p.c. 
solution  in  N/2NaOH  solution,  or  +6-06°  to 
+6-12°  in  10-12  p.c.  N/1  NaOH  solution  (Abder- 
halden and  Kempe,  ibid.  1907,  62,  207 ;  Abder- 
halden and  Baumann,  l.e.);  lower  values  were 
found  by.Ksoher  {I.e.),  [o]„+5-56°  to  6-69°  in  a 
2-r3  p.c.  solution  of  a  N/i  NaOH  solution.  This  is 
probably  due  to  partial  racetoisaiion  as  Abder- 
halden and  Baumann  {I.e.)  found  [o]J°+S-27°  foi 
a  specimen  that  had  been  repeatedly  recrystal- 
lised ;  a  6  p.c.  solution  in  N/1  hydrochloric  acid 
gave  [oll^-f  1-31°  (Abderhalden'and  Kempe,  J.C.). 
/-Tryptophan  crystallises  in  six-sided  and 
rhombic  plates,  is  sparingly  soluble  in  cold, 
readily  so  in  hot  water  ana  has  a  slightly  bitter 
taste  ;  it  darkens  when  heated  at  240°  and  melta 
at  252°  (Hopkins  and  Cole,  i.e.),  at  273°  (Neuberg 
and  Popowsky,  I.e.),  at  289°  (corr.)  (Abderhalden 
and  Kempe,  l.e.). 

d2-Tryptophan  is  prepared  synthetically  and 
also  readily  formed  from  {-tryptophan  which 
racemises  on  crystallisation  from  pyridine,  or 
by  the  action  of  ammonia  or  by  heating  at  170° 
with  hydrochloric  acid  (Abderhalden  and  Bau-  ' 
mann.  I.e. ;  :.Allers,  Biochem.  Zeitsch.  1907,  6, 
272 ;  Neuberg,  ibid.  276) ;  the  racemic  com- 
pound differs  from  the  natural  compound  only 
in  being  optically  inactive  and  in  having  a 
sweet  taste.  For  the  dissociation  constants  see 
Aristides  Kanitz  (Biochem.  Zeitsch.  1910,  29, 
126). 

Beacliona.  The  Adamkiewicz  or  Liebermann 
reaction  given  by  certain  proteins — ^namely,  the 
formation  of  a  blue  violet  ring  at  the  junction  of 
the  two  liquids  when  concentrated  sulphurio 
acid  is  added  to  a  mixture  of  the  proteii^  with 
acetic  acid  or  ether — ^is  due  to  the  presence  of 
tryptophan  in  the  protein  and  of  glyozylic  acid 
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ih  the  acetic  acid  ot  ether  (Adamkiewioz,  Ber. 
1876,  8,  161 ;  v.  Liebeimann,  Zentr.  Med. 
VTisaensoh.  1887,  321,  450 ;  Hopkins  and  Cole, 
Proo.  Roy.  Soo.  1901,  68,  21 ;  J.  Physiol.  1901, 
27,  418;  Cole,  J.  Physiol.  1903,  30,  311; 
Osborne  and  Harris,  J.  Amer.  Chem.  Soc.  1903, 
25, 853 ;  Bardachzi,  Zeitsch.  physiol.  Chem.  1906, 
48,  145;  Dakin,  J.  Biol.  Chem.  1907,  2,  289). 
According  to  Homer  (Froc.  Camb.  Phil.  Soc. 
1912,  16,  405),  who  has  studied  the  behaviour  of 
tryptophan  towards  certain  aldehydes,  it  is 
formaldehyde  rather  than  glyoxylip  acid  that  is 
the  substance  essential  to  the  formation  of  the 
characteristic  violet  colour  in  the  Adamkiewicz 
reaction.  -— 

For  other  colour  reactions  of  proteins  due  to 
the  presence  of  tryptophan,  see  Cole  {I.e.); 
Dakin  {l.c.) ;  Fleig  (Proc.  Soc.  Biol.  med.  1908, 
65,  192);  Rosenheim  (Biochem.  J.  1,  233); 
Granstrom  (Beitr.  Chem.  Physiol.  Path.  1908, 
11,  132) ;  Heimrod  and  Levene  (Biochem. 
Zeitsch.  1910,  25,  18). 

The  red-violet  colour  produced  by  chlorine 
or  bromine  water  on  tryptophan  is  only  given 
by  free  tryptophan,  not  by  its  polypeptides. 
The  coloration  attains  a  maximum  when  the 
amount  of  halogen  is  equivalent  to  four  atoms 
per  gram  molecule  of  tryptophan,  and  when 
concentrated  solutions  are  used  red  amorphous 
precipitates  of  the  monohalogen  derivatives  are 
obtained  CiiH„OjNja  and  CiiHuOaNjBr. 
These  compounds  are  soluble  in  amyl  alcohol, 
ether,  or  ethyl  acetate,  and  the  use  of  these 
solvents  has  'been  suggested  to  render  the  re- 
action more  intense.  The  addition  of  excess  of 
halogen  converts  the  red  compounds  into  yellow 
perhaloids  CiiHuOjNja,  and  CiiHuOjNjBr, 
(Neuberg  and  Popowsid,  Biochem.  Zeitsch.  1907, 
2,  357 ;  Neuberg,  ibid.  1910,  24,  423 ;  Abder- 
Ualden  and  Kempe,  I.e.). 

Tryptophan  is  decomposed  on  heating  into 
carbon  dioxide,  indole  and  scatole  ;  when  fused 
with  potassium  hydroxide,  scatole,  to  the  extent 
of  65  p.c.  of  the  calculated  amount,  is  the  chief 
product  (Hopkins  and  Cole,  I.e.). 

In  the  animal  economy,  tryptophan  chiefly 
undergoes  bacterial  decomposition  with  the 
formation  of  indole ; ,  in  the  case  of  dogs  it  is 
partially  converted  into  kynurenic  acid  (4- 
hydroxyquinoUne-Z-carhoxylie  acid) 

C(OH) 


•^C-COjH 

'N 

{v.  QunroiilNE)  and  excreted  as  such.  The 
administration  of  tryptophan  causes  an  increased 
excretion  of  kynurenic  acid.  The  mechanism 
of  the  reaction  whereby  tryptophan  undergoes 
conversion  into  kynurenic  acid  has  not  been  ex- 
plained (Kretschy,  Ber.  1879,  12  1673 ;  Wein. 
Akad.  Ber.  1881,  83,  [ii.]  171 ;  Monatsh.  1883,  4, 
156 ;  6,  16 ;  Solomin,  Zeitsch.  physiol.  Chem. 
1897.  23,  497 ;  Capaldi.  ibid.  1897,  23,  92 ; 
Mendel  and  Jackson,  Amer.  J.  Physiol.  1898,  2, 
1 ;  Camps,  Ber.  1901,  34,  2703 ;  Mendel  and 
Schneider,  <Proc.  Amer.  Physiol.  Soc.  1900, 
ix-x;  Amer.  J.  Physiol.  1901,  6,  427;  Gies, 
ibid.  1901,  6,  191 ;  Olaessnei  and  Langstein, 
Beitr.  chem.  Physiol.  Path.  1901, 1, 28 ;  EUinger, 
Ber.  1904,  37,  1801 ;  Abderhalden,  London  and 
Vol.  V.—T. 


PinouBsohn,  Zeitsch.  physiol.  Chem.  1609,  62, 
139). 

Salts  of  \-tryptophan.  Z-Tryptophan  has  ad 
acid  reaction  towpds  litmus,  and  forms  salts 
both  with  acids  and  bases ;  the  copper  soli 
{,Cx^iiO^^,fi[x,  sparingly  soluble  grey-blue 
precipitate  (Abderhalden  and  Kempe,  Zeitsch. 
physiol.  Chem.  1907,  52,  207);  the  sihier  sail 
CiiH„OjN,Ag;  the  sodium  salt  has  [o]p-[-2'*0° 
in  2  p.c.  solution  (H.  Fischer,  I.e.).  The  hydro' 
chloride  CnHuOaNa-HCl  has  m.p.  251°  and 
[o]j,— 13-44°  in  2  p.c.  aqueous  solution  (H. 
Kscher);  the  picrate  C,iH,jOjN,-C,H,0,N, 
forms  bright  red  lustrous  needles  or  plates,  m.p. 
195°-196°  (decomp.) ;   the  picroloTiatc 

C„H,j,OsN.-C,„H,0,N, 
forms    orange    red    needles,    m.p.    203°-204'' 
(Mayeda,  Zeitsch.  physiol.  Chem.  1907,  51,  261).. 

Esters  and  acyl  derivatives.  The  methyl  ester 
CioHjjNo-COOMe  forms  crystalline  plates,  m.p. 
89-5°  (corr.) ;  the  hydrochloride 

C,oH,iNjCOjMe-Ha 
crystallises  in  microscopic  needles,  melts  with 
decomposition  at  214°  (corr.) ;  the  hydrochloride 
of  l-tryptophanehhride  CioH„Hj-COCl-HCl 
melts  >nd  decomposes  at  228°  (corr.)  (Abder- 
halden and  Kempe,  I.e.).  The  phenylcarbimide 
derivative  CiiHi,OjNj'CONHPh  crystallises  in 
needles,  m.p.  166° ;  the  naphthylcarbimide 
Ci,HiiOjNs-CONH-C,„H„  m.p.  169°-160° ;  the 
benzeriesvlphonic  derivative  G,  iH„0 jNj-SOsPh 
melts  and  decomposes  at  185°  and  forms  a 
sparingly  soluble  sodium  salt ;  the  P-naphthalene- 
sulphonic  derivative  CnHjjOjN.'SOj-CmH, 
melts  at  180°,  the  sodium  so,lt,a,t  304°  (corr.) 
(Abderhalden  and  Kempe,  l.c.j  Fllingei  and 
Flamand,  Ber.  1907,  40,  3029). 

Other  derivatives  of  tryptophan  are  mono- 
chlorotryptophan  CuHhOjNjCI,  an  amorphous 
red  precipitate,  m.p.  280°,  converted  by  excess 
of  chlorine  into  the  perchloride  CnHjiOjNjCl-Clj, 
a  yellow  precipitate  decomposing  at  about  100°  ; 
mondbromotryptophan  CjiHuOjNjBr,  an  amor- 
phous red  precipitate  with  a  black  reflex,  m.p. 
270°-280° ;  the  perbromide  C,iH,,0aN.Br-Br2  is 
yellow  and  decomposes  at  75°  (Neuberg  and 
Popowsky,  Biochem.  Zeitsch.  1906,  2,  357). 

The  betaine  of  tryptophan  is  identical  with 
the  alkaloid  hypaphorine,  discovered  by  GreshofE 
(Mededeelingen  nit's  Lands  Plantentuin,  1890, 
7,  29)  in  the  seeds  of  Erylhrina  hypaphorus 
(Boerl.),  and  is  of  considerable  biochemical 
interest  as  it  is  the  only  naturally  occurring 
simple  derivative  of  tryptophan.  The  alkaloid 
can  be  synthesised  from  tryptophan  by  the 
action  of  methyl  iodide,  sodium  hydroxide  and 
methyl  alcohol,  which  yields  the  iodide  of  methyU 
a-trimethylamino-P-indolepropionate 

/\_CCHj-CHCO,Me 

\/^M    Amc.! 
NH 

m.p.  197°,  and  this  on  hydrolysis  gives  hypo- 
phorine  or  a-lrimethylamino-^-irdolepropidbetaint 


0 


j— CCHjOH— CO 


^^H    ^Me.-I) 


of  which  the  nitrate  has  m.p.  215°-220°  and 

2  0 
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[a]j,+94-7°.  Greshofi  found  [a%  Ol'-QS"  for  the 
natural  base  (van  Bomburgb  and  Barger,  Chem. 
Soo.  Tt-ns.  1911,  2068).  M.  A.  W. 

TSCHEN.  Chinese  coins  of  a  brass  or  bronze- 
yellow  colour,  containing  66-64  p.c.  copper, 
26-35  p.c.  zinc,  and  from  1-2  p.c.  tin,  2-4  p.c. 
iron,  and  1-6  p.c.  lead ;  and  occasionally  small 
quantities  of  antimony,  arsenic,  and  nickel 
(Popplein,  Chem.  Zentr.  1859,  484). 

TSCHERMIGITE.  Native  ammonium-alum, 
first  found  at  Tschermig  in  Bohemia. 

TSCHEWKINITE  M'SiOaM'-'TiO,.  A 
silicotitanate  of  iron,  cerium,  lanthanum,  and 
didymium,  of  a  velvet  black  colour,  found  in  the 
Ilmen  mountains. 

TSE-HONG.  A  mixture  of  white  lead,  alu- 
mina, ferric  oxide,  and  silica,  used  by  the  Chinese 
for  painting  on  porcelain. 

TSING-LIEN.  A  red  pigment,  used  in  porce- 
lain painting.  Consists  of  a  mixture  of  stannic 
and  lead  silicates  with  copper  oxide  or  cobalt 
and  gold. 

TULA  METAL.  An  alloy  of  silver,  copper, 
and  lead  made  at  Tula  in  Bussia. 

TUNG  OIL  is  obtained  from  the  seeds  of 
Aleuritea  cordata  (Muell.  Arg.)  [Eleeococca  cor- 
date [Bl.]  ;  Eleeococca  vernicea  [  Juss.]  ;  E. 
sinensis  (Dryandra  vernicea  [Corr.]),  trees 
indigenous  to  China  and  Jjipan.  Trees  belonging 
to  the  same  species  also  grow  abundantly  in 
Indo-China,  Tonkin,  Annam,  and  Cambodja. 

The  fruits  form  a  nut,  in  which  three  seeds, 
having  a  hard  shell  and  an  oleaginous  kernel,  are 
enclosed ;  hence  ia  China  the  oil  is  frequently 
termed  '  nut  oil.' 

The  composition  of  tung  oils  varies  somewhat 
according  to  their  source,  and  the  treatment  of 
the  seeds  in  different  localities.  Three  kinds 
of  seeds  are  distinguished — ^yellow,  drab,  and 
white.  In  China  the  seeds  are  roasted  in  a 
flat  dish  over  a  naked  fire  and  then  broken  to 
powder  between  stones ;  finally  the  mass  is 
expressed  in  crudely  made  wooden  presses. 
The  kernels  contain  about  53  p.c.  of  oil,  but  the 
yield  of  oil  amounts  to  only  40-41  p.c.  The 
cold-drawn  oil  is  pale  yellow,  and  termed  white 
tung  oil.  This  is  the  variety  chiefly  imported 
into  Europe.  The  oil  obtained  by  hot  pressing 
is,  dark  brown,  and  termed  black  tung  oil.  This 
oil  is  consumed  at  home  ;  it  has  an  unpleasant 
taste,  and  its  odour  is  more  pronounced  than 
that  of  the  white  tung  oil,  wluoh  is  also  some- 
what unpleasant.  This  odour  precludes  its  use 
for  many  purposes.  The  objectionable  smeU  is 
stated  to  be  absent  from  oils  obtained  from  seeds 
freed  from  all  damaged  kernels.  Tung  oil  is 
also  expressed  in  Madagascar,  where  the  oil  is 
known  under  the  name  '  Bakoly  oil.'  This 
name  is  most  likely  a  corruption  of  '  bancoulier ' 
(Aleurites  moluccana).  The  Chinese  and  Japan- 
ese oils  are  not  identical.  They  differ  chiefly 
in  their  specific  gravity  [see  Characteristics  under 
OiT^,  Fixed,  and  Fats).  Tte  chief  shipments  of 
oil  are  made  from  Hankow  and  Wuchow  in 
China ;  comparatively  smaller  quantities  are 
exported  from  Japan  (Hokkaido). 

Tung  oil  is  stated  to  consist  chiefly  of  the 
glycerides  of  oleic  and  elaeomargario  acids. 
Hence,  although  tiing  oil  gives  with  the  bromide 
test  0-38  p.c.  of  a  precipitate,  its  fatty  acids  do 
not  yield  any  ether-insolUble  bromide.  In  the 
'  elaidin  test '  an  oily  layer  is  obtained  resting 


on  .  the   lower,   nearly    solid    product ;     wkeft 
stirred  up,  the  whole  mass  flows. 

The  oil  is  most  readily  identified  by  its 
strong  characteristic  smell,  which  it  has  hitherto 
not  been  possible  to  remove  entirely. 

The  oil  is  further  readily  recognised  by  the 
manner  in  which  it  dries.  It  is  frequently 
stated  that  tung  oil  is  a  better  drying  oil  than 
linseed  oil,  inasmuch  as  it  forms  a  skin  more 
rapidly  than  does  linseed  oil ;  but  the  skin  it 
yields,  e.g.  on  a  glass  plate,  although  dry,  is 
opaque,  wax-like,  and  has  no  elasticity.  There- 
fore, tung  oil  cannot  replace  linseed  oU.  Never- 
theless,  tung  oil  is  now  largely  used  as  a  sub- 
stitute for  linseed  oil  when  the  price  of  the  latter 
is  high.  A  number  of  patents  have  been  taken 
out  for  the  manufacture  of  boiled  oils,  varnishes, 
rubber  substitutes,  and  linoleum,  in  which 
larger  or  smaller  quantities  of  tung  oil  are  used 
in  place  of  linseed  oil.     V.  VaEnish. 

A  characteristic  property  of  tung  oil  is  to 
form  a  jelly  on  being  heated  to  250°  for  a  short 
time,  or  even  when  kept  at  180°  for  an  hour  or 
two.  On  exposure  to  the  light  the  oil  also 
becomes  solid.  The  jelly-like  mass  so  obtained 
possesses  some  elasticity,  is  insoluble  in  the 
ordinary  solvents  for  oils,  and  shows  no  tendency 
to  melt  on  again  being  heated  to  250°.  The 
■  gelatinisation  is  not  due  to  oxygen  absorption, 
since  the  conversion  into  a  semi-solid  mass  takes 
place  when  air  is  carefully  excluded.  When 
heated  with  lead  oxide  or  red  lead,  the  oil 
gelatinises  within  15  mins.  to  a  light  brown  mass. 

If  a  saturated  solution  of  iodine  in  chloroform 
or  any  other  solvent  be  dropped  on  tung  oil, 
the  oil  is  immediately  solidified ;  and  if  the  oil 
has  been  previously  dissolved  in  chloroform,  a 
jelly  is  obtained.  Bromine  has  no  such  action 
on  the  oil. 

Concentrated  sulphuric  acid  gives  a  black 
clot  with  the  oil.  When  1  grm.  of  the  oil  is 
dissolved  in  6  c.c.  of  chloroform,  and  6  c.c.  of 
a  saturated  solution  of  iodine  in  chloroform  is 
added,  and  the  mixture  stirred,  the  whole  is 
converted  into  a  stiff  jelly  after  about  2  mins. 
If  2  grms.  of  the  oil  be  employed  under  the  same 
conditions  the  jelly  is  so  stiff  that  it  can  be 
granulated. 

In  China  and  Japan  tung  oil  is  used  chiefly 
as  a  natiiral  varnish  for  wood,  for  caulking 
junks  and  boats,  as  a  common  adulterant  of 
lacquer,  and  also  for  lighting.  Large  quantities 
are  also  consumed  for  water-proofing  paper  and 
all  kinds  of  tissues.  The  oil  is  further  employed 
in  admixture  with  powdered  lime  as  a  mortar. 
The  best  kinds  of  Chinese  ink  are  obtained  by 
burning  the  oil  with  a  regulated  amount  of  air. 
The  .cold-drawn  oil  is  stated  to  be  used  in 
medicine  as  an  emetic  and  also  £is  a  purgative. 
It  should  be  noted  that  the  raw  oil  is  poisonous. 

J.  L. 

TUNGSTEN,  Sym.  W.  At.w.  1840.  Al- 
though found  in  most  of  the  tin  deposits  through- 
out the  world,  the  mineral  wolfram  which 
furnishes  the  bulk  of  the  tungsten  of  commerce 
and  its  products,  appears  to  have  beeii  regarded, 
until  the  middle  of  the  eighteenth  century,  rather 
as  a  constituent  of  cassdterite  than  as  an  associ- 
ated mineral.  The  term  '  wolfram '  van,  in  fact, 
apparently  applied  to  it  on  account  of  its 
causing  loss  of  tin  in  smelting,  in  the  same 
sense  that  antimony  was  called  *  the  wolf '  by 
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the  ftlohemiat  hecanse  it  .devoured  the  base 
metals  when  employed  ui  the  refining  of  gold. 

In  1781,  Soheele  obtained  a  yellow  powder 
(which  he  termed  tiingstio  acid)  by  acid  treat- 
ment of  the  aqueoua  extract  from  the  fusion  of 
a  certain  heavy  lime  mineral  with  potassium 
carbonate.  The  production  of  a  yellow  colouring 
matter  by  direct  acid  treatment  of  this  mineral 
(afterwards  termed  scAecKie),  had  been  previously 
noted  by  Woulfe,  who  did  not,  however,  explain 
its  nature.  Scheele's  work  was  confirmed  and 
amplified  by  Bergman  in  1782,  and  the  following 
year,  his  former  pupils,  the  brothers  D'Elhuyart, 
are  stated  to  have  shown  the  presence  of  tung- 
stio  acid  in  wolfram  and  to  have  produced 
metallic  tungsten  from  it. 

Although  but  little  definite  work  was  pub- 
lished on  tungsten  and  its  compounds  prior  to 
the  nineteenth  century,  it  is  evident  that  a  con- 
siderable amount  of  knowledge  existed,  and  an 
interesting  short  note  in  Nicholson's  journal  for 
1801,  states  that  Guyton  had  melted  tungsten, 
but  that  it  was  brittle  and  probably  useless 
except  in  alloys  or  for  making  fixed  colours  or 
'  fixing*  vegetable  colours — ^three  of  its  present 
uses.  The  earUest  recognised  commercial  uses 
of  tungsten  ores  were,  in  fact,  for  the  production 
of  sodium  tungstate  for  fireproofing  purposes  or 
as  a  mordant,  &o.,  for  the  preparation  of 
tungstio  acid  and  other  coloured  compounds 
suitable  for  use  as  pigments,  &c.,  and  for  the 
manufacture  of  alloys. 

As  regards  the  use  of  tungsten  for  hardening 
steel,  it  is  curious  that  the  old  Damascus  steel, 
always  celebrated  for  its  retention  of  temper, 
has  been  found  to  contain  both  tungsten  and 
chromium,  although  probably  not  intentionally 
added.  The  patents  of  Mushet  (1889)  for  the 
manufacture  of  steel,  &c.,  containing  tungsten, 
follpwing  a  patent  hy  Oxland  (1857)  for  the 
production  of  certain  alloys  of  tungsten  with 
iron  and  steel,  nickel,  &o.,  and  the  earlier  and 
more  important  patent  of  Oxland  (1847)  for 
the  manufacture  of  sodium  tungstate,  tungstic 
acid  and  metallic  tungsten  from  tin-woUram 
ores,  may  be  considered  to  form  the  basis  of  all 
present  commerpial  methods  of  treating  tungsten 
ores  and  of  practically  all  the  technical  uses  of 
the  metal  and  its  compounds. 

Like  many  other  rare  heavy  metals,  tungsten 
occurs  mainly  in  minerals  found  in,  the  oldest 
plutonic  rocks  and  in  the  alluvium  produced  by 
their  denudation,  a  large  proportion  being  ob- 
tained in  the  form  of  a  wolfram'  concentrate 
during  the  dressing  of  tin  ores. , 

Tungsten  is.  an  essential  constituent  of  a 
considerable  number  of  minerals  but,  com- 
mercially speaking,  may, be  said  to  be  only  pro- 
duced from  wolfram  and  scheelite,.  The  term 
'  wolfram  'or '  wolframite '  should,  mineralpgioally, 
be  confined  to  the  tungstate  of  iron  and  man- 
ganese PeW04-MnW0j,  theoretically  containing 
7?-4:7  p.c.  of  tungstio  acid  or  60-7  p.c.  of  tungsten, 
but  the  minerals  ferherite  reW04,  and  huhnerite 
MnWOj,  which  contain  almost  the  same  pro- 
portion- of  tungstic  acid  as  true  wolfram,  are 
commonly  included  uAder  the  generic  name 
'  wolfram '.  for  market  purposes,  The  iron  and 
manganese  contents  oj-  bOjth  are,  in  fact,  so 
variable  'that  it  is  often  difficult  to  say  under 
which  class  a  so-oSlled  'Wolfram'!  should  be 
placed.     No  specimen  of  hubnerite  free  from 


iron,  or  of  ferberite  free  from  manganese,  has 
yet  been  found. 

Scheelite  CaWOj  (theprptically  containing 
80'55  p.c.  of  WOj)  is  also  an  important  tungsten 
mineral,  but  its  common  association  with  rare 
metals  (molybdenum,  &c.)  and  base  metals 
(antimony,  &c.),  from  which  it  is  difficult  to 
effect  a  separation,  has  resulted  in  a  smaller 
output  and  a  lower  price  as  compared  With 
wolfram.  Among  other  minerals  may  be  men- 
tioned reinite,  a  variety  of  ferberite,  FeWOj, 
cupro-scheelite  CaWOj-CuWOi,  stolzite  or  raspite 
PbWOj,  and  wolfram  ochre,  WO3.  The  last- 
named  mineral  is  commonly  found  as  an  in- 
crustation produced  by  the  weathering  o£ 
tungsten  minerals,  but  occasionally  occurs 
massive,  and  the  author  has  an  interesting  piece 
which  was  sent  to  England  as  scheeUte,  but  is 
almost  pure  tungstic  acid,  apparently  of  colloidal 
origin. 

The  principal  localities  where  tungsten 
minerals  are  found  are  England  (Cornwall), 
Spain,  Portugal,  Bohemia,  Saxony,  BoUvia, 
Peru  and  Argentina,  the  United  States,  Canada, 
the  Malay  States,  Australasia,,.  Nigeria,  and 
South  and  East  Africa.  The  largest  producers 
are  the  United  States  (mainly  Colorado)  and  the 
Commonwealth  of  AustraUa,  which  respectively 
produced  1821  and  1789  short  tons  (2000  lbs.)  in 
1910,  the  world's  production  in  that  year  being 
estimated  at  6950  short  tons.  These  figures 
have  been  calculated  from  the  tungstio  acid 
contents  reported,  on  the  assumption  that  the 
ore,  as  sold,  averaged  60  p.c.  of  WO3. 

Although  their  value  mainly  depends  on  the 
amount  of  tungsten  which  they  contain,  at  least 
90  p.c.  of  the  output  being  absorbed  in  the 
manufacture  of  the  metal  and  its  alloys,  ,the 
minerals  of  tungsten  are  invariably  sold  on  the 
basis  of  their  tungstic  acid  content.  The  best 
concentrated  or  hand-picked  material  contains 
from  70  to  74  p.c.  WO,,  but  the  ,usual  value  of 
that  sold  in  bulk  varies  between  60  and  70  p.c., 
the  latter  being  considered  of  exceptionally  good 
quality.  Material  even  lower  than  60  p.c.  is 
saleable,  but  is  penalised  for  the  impurities. 
Although  the  sale  of  wf)lfram  is  commonly  a 
matter  of  private  treaty,  schedules  covering 
ores  of  various  percentages  and  showing  the 
limits  allowed  for  phosphorus,  sulphur  and  other 
impurities,  are  published  by  several  firms  in  the 
United  States,  and  the  demand  is  increasing  more 
rapidly  than  the  supply. 

The  composition  of  selected  specimens  of 
the  principal  tungsten  minerals  of  the  nature  of 
wolfram,  is  shown  in  the  following  table  com- 
piled from  various  sources,  including  Dr.  W. 
F.  HiUebrand  of  the  United  States  Geological  1 
Survey  and  H.  E.  Wopd  of  the  Colorado  Scientific 
Society : 

Hiibner- 
Wolfram                  Ferberite    ,  .    ..    ite 
. ^ — — -.- — .  Colo- 
Colorado  Zinnwald  Harz  Spokane  Colorado  lado 
t.c.        p.c.        P.O.       p.c.       piC.       p.c.   s 
•10    75,-99    76-25    75-0.  75^9    7§-68 , 
EeQ"  .  11-07      9-62    20-20  ,18-0    2a-0    .0-24 
MnQ  .lf-35  :i3;96    ;  3-96      3-0    1 0-6.    23-40, 

The  analyses  aie  all  those  bf  picked  1  specif 
inens,    any  ,silicaj;  Ji«i^ :  ;ajumuia.    and   othe^ ' 
gangue.   material,  hehag  'ignored/    Traeesi  iof' 
columbium,  tantalum,  and;  other  rare  metals, 
as  well  as  of  tin  and  copper,  are  commonly 


66i 


fUNGSTEN. 


present  in  actual  cdinblnation,  even  in  selected' 
crystals. 

Wolfram  ore  is  commonly  separated  from 
the  gAngae  by  wet  dressings  but,  as  any  other 
heavy  minerals  which  may  be  present  in 
the  original  material  also  accumulate  in  the 
concentrate,  it  is  usually  necessary  to  carry  out 
a  further  dressingt  Owing  to  the  high  price  of 
wolfram,  the  cost  of  such  treatment  is  usually 
justified,  especially  when  tin  ore  is  associated 
with  the  wolfram,  which  is  penalised  for  the 
presence  of  tin  if  more  than  2  or  3  p.c.  of  that 
metal  is  present.  The  usual  method  of 
separating  wolfram  from  other  minerals  in  the 
concentrate,  depends  on  the  fact  that  it  is 
slightly  magnetic, -and  consists  in  the  use  of  an 
electro-magnetic  separator.  Such  treatment 
has  proved  the  salvation  of  many  tin  mines,  by 
dividing  a  concentrate  previously  almost  un- 
saleable, into  two  products,  tin  ore  and  wolfram, 
each  of  which  commands  a  good  price  in  the 
market.  The  treatment  usually  produces  four 
products,  one  which  is  valueless  (magnetic  iron 
ore,  &c.)  but  the  removal  of  which  increases 
the  value  of  the  remainder,  a  fairly  clean  wolfram 
product,  an  intermediate  product  known  as 
middlings'  or  'tinny  wolfram,'  and  a  fairly 
clean  tin  concentrate  ready  for  sale  to  the  tin 
smelters.  The  losses,  both  in  wet  dressing  to 
produce  the  original  rough  concentrate,  and  in 
the  magnetic  separation,  are  heavy,  es})ecially 
in  the  case  of  reef  ore,  which  constitutes  the 
bulk  of  the  supply  and  which  frequently  con- 
tains less  than  1  p.c.  of  wolfram  and  seldom 
exceeds  6  or  6  p.c. 

The  treatment  of  tungsten  ores  for  the 
manufacture  of  metaUio  tungsten  or  of  its 
oxides  or  salts,  comprises  a  series  of  operations 
which,  although  chemically  and  metAllurgically 
simple,  require  extreme  care  and  experience  and, 
even  under  the  best  conditions,  result  in  heavy 
losses.  It  is  true  that  ferro-tungsten  is  now 
being  increasingly  made  by  direct  reduction  of 
the  ore  in  the  electric  furnace,  and  that  the  old 
difficulty,  due  to  the  large  proportion  of  carbon 
formerly  always  present  in  directly  made  ferro- 
tungsten,  has  been  largely  overcome,  but 
mefellic  tungsten  and  its  alloys  are  still  mainly 
prepared  by  the  reduction  of  tungstic  acid 
prepared  from  sodium  tungstate  which  has  been 
obtained  by  fusion' of  wolfram  with  sodium 
•arbonate. 

The  '  Oxland'  process,  patented  in  1847  and 
still  used  with  practically  no  modification,  for 
the  manufacture  of  sodium  tungstate  from 
wolfram  ores  or  from  mixtures  of  wolfram  and 
'  black  tin'  or  cassiterite,  consists  in  heating  a 
mixture  of  the  powdered  ore  with  about  10  p.c. 
more  than  the  theoretical*  amount  of  sodium 
carbonate  (often  with  the  addition  of  about 
10  p.c,  of  sodium  nitrate),  in  a  reverberatory 
furnace  at  a  red  heat.  The  charge  is  occa- 
sionally stirred'and  the  temperature  is  regulated 
BO  that  the  mass  does  not  fuse  but  can  be  drawn 
out  in  a  pasty  condition  when  (after  about  four 
hours)  the  reaction  is  completed.  The  use  of 
sodium  sulphate  instead  of  carbonate  yas  pro- 
posed by  Oxland  but  results  in  irregularity  in 
the  fuiuacing  and  in  the  nature  of  the  product, 
and  has  met  with  no  general  application.  The 
charge  is  leached  with  water  in  superimposed 
vats  in  which  the  weak  liquors  from  the  final 


washing  of  one  chargS  can  be  used  for  the  first 
extraction  of  another.  The  solution  is  crystal- 
lised and  re-erystallised  for  the  preparation  of 
the  pure  tungstate,  or  is  evaporated  to  dryness 
for  the  crude  salt.  The  principal  impurities  in 
the  tungstate  thus  prepared  are  sodium  sulphate, 
silicate  and  arsenate,  together  with  traces  of 
iron  and  manganese,  apparently  present  as 
ferrate  and  manganate.  The  iron,  manganese 
and  arsenic  may  be  precipitated  by  the  addition 
of  a  small  quantity  of  caustic  soda,  whilst  the 
bulk  of  the  sodium  sulphate  crystallises  out 
prior  to  the  crystallisation  of  the  tungstate  and 
most  of  the  silicate  remains  in  the  mother  liquor 
from  the  tungstate  crystals.  Hence,  almost 
chemically  pure  tungstate  can  be  obtained  by 
re-crystallisation,  even  from  the  crudest  tung- 
state. Some  difficulty  is  introduced  when  this 
wolfram  is  highly  silicious,  i.e.  when  it  has  not 
been  carefully  dressed,  on  account  of  the  ten- 
dency towards  the  formation  of  silico-tung- 
states,  but  their  presence  merely  means  the 
retention  of  a  large  proportion  of  tungstate  in 
the  mother  liquor,  and  there  is  a  considerable 
demand  (for  fire-proofing  purposes,  &c.)  for  the 
crude  salt  obtained  by  evaporation  of  the  liquor 
to  dryness.  The  tungsten  is,  hoivever,  often 
precipitated  as  the  calcium  salt  by  addition  of 
milk  of  lime  or  calcium  chloride,  the  calcium 
tungstate  thus  obtained  being  afterwards  con- 
verted into  tungstic  acid  by'  treatment  with 
hydrochloric  acid.  The  residue  from  the  leach- 
ing consists  essentially  of  the  oxides  of  iron  and 
manganese,  and  is  useful  as  flux  in  smelting 
operations.  When  the  wolfram  employed  was 
admixed  with  '  black-tin,'  as  is  commonly  the 
case,  the  residue  is  dressed  on  shaking  or  other 
tables  and  the  black-tin  separated  for  sale  to 
the  tin  smelters. 

For  the  manufacture  of  tungstic  acid,  the 
second  step  in  the  production  of  metallic  tung- 
sten, a  boiling  solution  of  sodium  tungstate  is 
poured  into  boiling  hydrochloric  acid  diluted 
with  its  own  bulk  of  water,  the  granular  tungstic 
acid  thus  obtained  being  filtered  and  washed  in 
presses.  The  strength  of  the  solution  of  both 
tungstate  and  acid  and  the  method  of  admixture, 
stirring,  filtering  and  washing,  require  the  most 
careful  supervision,  and  under  the  best  conditions 
both  temporary  and  permanent  losses  are  heavy, 
partly  from  the  production  of  a  soluble  acid 
tungstate  and  partly  from  the  formation  of 
colloidal  tungstic.  acid,  both  of  which  pass 
through  the  filter  or  dissolve  during  the  waslung. 
The  production  of  both  is  minimised  by  the 
use  of  excess  of  acid,  by  adding  the  tungstate 
to  the  acid  slowly,  with  constant  agitation  and 
at  the  highest  possible  temperature  and  by  wash- 
ing rapidly  with  dilute  acid.  The  necessity  for 
thorough  washing  is  accentuated  by  the  fact 
that  the  retention  of  a  very  small  proportion  of 
sodium  tungstate  results  in  the  production  of  a 
greenish  tinge  in  the  dried  tungstic  acid,  which 
is  supposed  to  be  then  less  suitable  for  the  pre- 
paration of  metallic  tungsten  powder. 

The  third  and  last  step  in  the  manufacture 
of  tungsten  consists  in  the  reduction  of  timgstic 
acid  by  heating  in  crucibles  with  carbon,  or  by 
reduction  at  a  red  heat  in  producer  gas,  hydro- 
gen or  other  reducing  gas.  The  reduction  in 
gas  results  in  the  production  of  the  purest  metal, 
but  is  difficult  to  control  or  complete,  so  that 
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the  simpler  crucible  process  is  mainly  em- 
ployed. Slightly  less  than  the  proportion  of 
oarbon  theoretically  required  for  the  reduction 
of  the  metal  with  production  of  carbon  monoxide 
is  employed,  and  it  is  usual  to  wash  the  metal 
and  thus  remove  the  free  carbon  together  with 
the  finer  particles  of  tungsten  metal  and  im- 
decomposed  oxide.  The  fine-grained  but  dis- 
tinctly granular  residual  metal  is  sold,  while 
the  amorphous  and  extremely  fine  particles 
which  have  been  washed  off  are  mixed  with  the 
next  charge  for  reduction. 

Notwithstanding  the  readiness  with  which 
tungsten  powder  oxidises,  it  is  still  mainly  used 
in  preference  to  the  fused  metal  obtained  by  the 
alumino-thermic  method  or  in  the  electric 
furnace,  or  to  ferro-tungsten  obtained  by  direct 
reduction  from  the  ore.  On  account  of  its 
high  melting-point,  it  dissolves  more  readily  in 
steel  when  added  in  the  form  of  powder,  and  its 
heavier  cost  in  that  form  is  more  than  counter- 
balanced by  its  greater  purity,  although  it  is 
probable  that  fused  tungsten  or  ferro-tungsten 
of  the  necessary  purity  will  shortly  be  com- 
mercially available  and  will  be  employed  on  an 
increasing  scale. 

Metamc  tungsten  may  also  be  prepared  by 
the  direct  reduction  of  sodium  tungstate  with 
carbon  at  a  heat  sufficient  to  volatilise  the 
sodium  which  is  simultaneously  produced,  or  by 
similarly  reducing  calcium  tungstate  and  dis- 
solving out  the  Ume  which  remains  with  the 
resultant  powdered  metal.  The  metal  obtained 
by  this  and  many  other  apparently  simple 
processes  is,  however,  always  impure,  and  the 
only  commercial  methods  known  consist  in  the 
reduction  of  tungstic  acid  by  the  processes 
already  referred  to.  Tungsten  powder,  as  sold 
to  the  steel  makers,  usually  contains  over 
98  p.c.  of  tungsten  together  with  about  0-5  p.o. 
each  of  iron  and  silicon,  under  0'5  p.c.  of  calrbon 
(commonly  0"1  or  0-2  p.c.)  and  practically  no 
sulphur  or  phosphorus.  The  manufacturing 
costs,  and  the  losses  in  each  stage  of  the  treat- 
aient,  are  so  heavy  that,  apart  from  the  cost  of 
the  ore,  the  value  of  the  metal  ultimately  ob- 
tained is  higher  than  might  be  expected.  It  is 
found  that,  although  100  parts  of  tungsten  is 
theoretically  obtained  from  about  127  parts  of 
tungstic  acid,  an  amount  of  wolfram  containing 
over  140  parts  is  required  to  yield  that  amount 
of  metal.  The  costs  or  '  returning  charges  '  per 
ton  of  metal  are  commonly  taken  at  £80,  so 
that  when  wolfram  ore,  containing  60  to  65 
p.c.  of  tungstic  acid,  sells  at  about  £100  per 
ton,  tungsten  powder  will  command  about 
£300. 

Although  readily  obtained  in  the  massive 
state  in  the  electric  furnace,  Moissan  found  that 
it  could  only  be  produced  free  from  carbon  if 
the  heat  was  not  allowed  to  actually  melt  it,  and 
although  the  objection  to  the  presence  of  carbon 
is  less  in  the  case  of  steel-malong — the  principal 
use  of  the  metal — ^tungsten  or  ferro-tungsten 
containing  as  much  as  1  or  2  p.c,  of  carbon  finds 
only  a  limited  outlet.  High-speed,  self-harden- 
ing tools,  for  the  manufacture  of  which  the  bulk 
of  the  tungsten  is  employed,  sometimes  contain 
as  much  as  10  or  even  20  p.c.  of  tungsten  and 
must  be  free  from  more  than  a  small,  definite 
amount  of  carbon,  so  that  the  use  of  high  carbon 
tungsten  or  allo^  woujd  be  ioipossible,    The 


method  now  employed  for  the  manufacture,  of 
pure  tungsten  for  sheet  or  wire  is  not  fully 
known,  but  is  stated  to  depend  upon  a  final 
refining  in  vacuS  of  the  purest  metal  obtainable 
by  reduction  of  the  oxide  with  carbon.  Carbon 
and  occluded  gases  are  removed  and,  as  in  the 
case  of  tantalum,  a  metal  is  obtained  wMch  has 
properties  entirely  difierent  from  those  of 
ordinary  so-called  pure  tungsten. 

Tungsten  is  ordinarily  obtained  as  a  powdered 
or  semi-fused,  crystalline,  brittle  metal,  harder 
than  glass  and  having  a  sp.gr.  of  between  16  and 
17.  That  obtained  oy  Moissan  in  the  electric 
furnace  had  a  sp.gr.  of  ,18-7  and  was  softer  than 
glass.  The  properties  of  pure  wrought  tungsten 
are  entirely  different  from  those  of  the  powdered 
or  ordinary  cast  metal.  It  is  white,  lustrous, 
tough  and  non-magnetic,  and  can  be  rolled,  Uke 
steel,  into  thin  sheet,  welded  at  a  yellow  heat 
and  drawn  into  wire  considerably  thinner  than 
one-thousandth  of  an  inch.  It  melts  at  about 
3000°  (3002°  according  to  recent  determinations 
piade  with  the  optical  pyrometer  at  the  Wis- 
consin University).  Its  tensile  strength  in- 
creases as  the  drawing  proceeds.  Wire  of  6 
mm.  diameter  (i.e.  y^  inch)  has  a  tensile 
strength  in  pounds  per  square  inch,  of  460,000, 
while  that  of  1-2  mm.  rises  to  580,000,  hard 
drawn  piano  wire  of  3  mm.  having  a  tensile 
strength  of  507,000  lbs.  The  sp.gr.  of  the 
pure  wrought  metal  is  18'81,  and  slightly  more 
when  the  metal  is  drawn  into  wire.  It  is  stated 
to  be  as  high  as  18-92  when  heated  to  1000° 
and  compressed  at  200  atmospheres.  Hard 
drawn  tungsten  wire  has  an  electrical  resistivity 
of  6-2  microhms  per  centimetre  cube  at  25°, 
the  temperature  co-efficient  for  0°  to  170°  being 
0-0051.  The  corresponding  figure  for  annealed 
wire  is  5-0. 

Tungsten  is  unaffected  by  water  or  air  at 
ordinary  temperatures,  but  both  air  and  steam 
oxidise  it  at  a  red  heat.  Molten  sulphur  or 
phosphorus  attack  it  slowly,  while  at  a  red  heat 
their  vapours  rapidly  convert  it  into  the  sul- 
phide or  phosphide.  It  does  not  combine 
directly  with  nitrogen.  It  is  readily  attacked 
by  fused  oxidising  salts,  such  as  alkaline  nitrates 
and  peroxides.  Fused  bi-sulphates  and  alkalis 
or  alkaline  carbonates  also  attack  it,  but  their 
solutions  have  no  action.  At  ordinary  tempera- 
tures, bromine,  iodine  and  sulphuretted  hydro- 
gen do  not  affect  it,  but  chlorine  has  a  slight 
and  sodium  hypochlorite  a  considerable  solvent 
action.  Strong  or  weak  hydrochloric  acid  has 
no  action  upon  it  at  ordinary  temperatures,  but 
the  strong  acid  slowly  attacks  it  at  the  boiling- 
point  and  produces  a  coating  of  black  oxide. 
Boiling  dilute  sulphuric  acid  has  no  action,  but 
the  hot  strong  acid  attacks  it  slowly.  Concen- 
trated nitric  acid  has  but  little  action,  but  the 
dilute  acid  produces  a  yellow  coating  of  tungstio 
acid  which,  as  is  also  the  case  with  aqua  regia, 
appears  to  practically  prevent  further  action. 
Hydrofluoric  acid  does  not  affect  the  metal, 
even  when  hot,  but  attacks  it  rapidly  when  mixed 
with  nitric  acid. 

There  is  reason  to  think  that  a  considerable 
future  use  for  this  metal  lies  in  the  manufacture 
of  laboratory  and  other  utensils,  as,  although 
not  so  resistant  to  certain  reagents  as  platinum 
or  tantalum,  there  are  many  purposes  ror  which 
its  special  resistance  to  such  reagents,  coujilej 
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with  its  greater  cheapness,  will  render  it  of  special 
value. 

Although  the  production  of  tungsten  minerals 
may  not  appear  at  first  sight  to  justify  the 
statement  that  tungsten  is  one  of  the  most 
important  metals  other  than  those  commonly 
spoken  of  as  commercial  metals,  the  saving  which 
has  heen  introduced  hy  its  employment  in  steel 
manufacture  and  in  the  electric-hght  industry, 
shows  very  remarkable  figures.  In  the  case  of 
the  electric-light  industry,  in  which  the  use  of 
tungsten  has  only  come  into  prominence  within 
the  last  six  years  (the  use  of  drawn  tungsten 
wire  only  within  about  three  years),  the  figures 
are  particularly  interesting.  Although'  the 
actual  amount  of  metallic  tungsten  used  for 
filament  lamps  at  the  present  time  is  measured 
only  in  pounds  or  hundredweights,  it  is  estimated 
in  the  Mineral  Resources  of  the  United  States  for 
1910  that,  assuming  the  present  lamp  consump- 
tion to  require  80  .million  25  watt  tungsten 
lamps  per  annum,  the  saving  in  current  effected 
by  employing  tungsten  lamps  in  place  of  thi 
pld  carbon  filament  lamps  would  result  in  an 
annual  saving  of  between  £40,000,000  and 
£50,000,000  per  annum.  '  Economies  far  greater 
than  the  present  or  any  possible  saving  in  electric 
lighting  are  effected  in  engineering  work  through 
the  use  of  tungsten  for  the  manufacture  of  what 
are  commonly  called  self-hardening  lathe  tools, 
drills,  &c.,  which  retain  their  temper  even  at  a 
red  heat,  and  are  practically  the  only  ones  now 
employed  in  the  larger  works.  Although  the 
Value  of  Mushet  steel  has  been  known  for  over 
fifty  years,  it  is  only  within  the  last  twenty 
years  that  tungsten  steel  can  be  said  to  have 
been  largely  used,  but  it  is  stated  that  Sheffield 
alone  now  uses  between  1000  and  1500  tons  of 
tungsten  powder  annually  in  its  manufacture. 

Tungsten  combines  directly  with  carbon, 
siUcon  and  boron  at  or  near  the  melting-point, 
and  may  be  alloyed  with  many  metals  although 
but  few  alloys  are  at  present  in  use.  The  alloys 
may  cominonly  be  prepared  at  a  considerably 
lower  temperature  than '  the  melting-point  of 
tungsten,  as  it  dissolves  in  other  molten  metal, 
the  main  precaution  necessary  being  the  use  of 
a  suitable  flux  to  prevent  access  of  air  which 
rapidly  oxidises  powdered  tungsten  at  the 
temperatures  employed. 

Although  powdered  metal  is  mainly  em- 
ployed direct  in  the  manufacture  of  alloys, 
ferro-tungsten,  and  tungsten  alloys  with  nickel, 
chromium  and  manganese  as  well  as  silico- 
tungsten,  are  also  prepared  for  use  in  steel- 
maBng  or  for  the  production  of  special  tungsten 
alloys. 

Apart  from  steel-making,  which  accounts  for 
"over  90  p.c.  of  the  metal,  tungsten  alloys  of 
extremely  varied  composition  are  in  use  or 
have  been  suggested  for  many  purposes,  in- 
cluding wires  for  electrical  resistances,  bronzes, 
&c.,  but,  although  tungsten  can  be  alloyed 
with  most  metals,  the  cost  of  the  alloy  is 
commonly  altogether  out  of  proportion  to  its 
ralue. 

The  following  table  shows  the  composition  of 
a  number  of  typical  varieties  of  tungsten  powder 
and  ferro-tungsten  as  employed  on  the  large 
Bcale^  tt^  former  as  prepared  bj'  reduction  of 
'tungstio  acid  with  carbon,  and  the  latter  as 
obtained  in  the  electric  furnace  : 


Tungsten  powder 


W 

Ee 

0 

Si 

Mn 

P 

S 

Al 

Cu 


1 
97-02 
0-61 
0-32 
0-72 
0-16 
nil 
nil 
0-47 


2 

98-63 

0-59 

012 

0-32 


0-21 


1 

85-15 
14-12 
0-45 
0-13 
0-085 
0018 
0021 


Ferro-tungatoB 
2 

79-48 

18-60 
1-49 
0-16 
0-21 
0-017 
0-016 
0001 


3 
71-80 
24-35 
2-58 
0-36 
0-78 
0-008 
0-02 
0-07 
0-008 


0-32        —         — 


The  principal  salts  and  other  compounds  of 
tungsten  are  described  under  a  separate  heading. 
Although  of  great  theoretical  interest,  there  are 
few  to  which  any  commercial  use  can  be  applied, 
only  the  yellow  oxide  WOa>  ^^^  ^^^  tungstates 
of  the  alkalis  or  alkaline  earths  being  employed 
as  such  or  as  steps  in  the  production  of  the 
metal.  G.  T.  H. 

Compounds  op  Tungsten. 

Oxides.  Tungsten  is  said  to  form  a  number 
of  oxides  the  separate  existence  of  which  is  not 
definitely  settled.  Thus,  when  sulphuric  acid 
acts  on  metallic  tungsten  under  varying  con- 
ditions, the  blue  oxides,  WO,  WaO,,  W^Oa,  WjO„ 
are  formed ;  sulphurous  acid  acts  on  tungsten 
forming  the  oxide  WjOn,  and  a  beautiful  purple 
oxide  with  a  yellow  metalHo  lustre,  WjOj,  is 
obtained  by  heating  ammonium  metatungstate 
to  a  bright  red  heat  or  by  fusing  tungstic  acid 
with  potassium  iodide  (Desi,  J.  Amer.  Chem. 
Soc.  1897,  19,  213). 

The  hydroxide  WjOi4,H20,  a  dark  blue 
powder  with  a  purple  lustre,  is  formed  when 
tungstic  acid  is  reduced  with  stannous  chloride 
and  hydrochloric  acid,  or  by  heating  the  acid 
with  hydrogen  iodide  in  a  sealed  tube  at  200°. 
With  ammonia  it  yields  ammonium  tungstate 
and  the  hydroxide  WjOj.HjO  (Allen  and 
Gottschalk,  Amer.  Chem.  .J.  1902,  27,  328). 

The  only  oxides  which  are  definitely  known 
are  WO^,  W^Oj,  WO,. 

Tungsten  dioxide  WOj  may  be  prepared  by 
the  reduction  of  the  trioxide  or  an  alkaline 
metatungstate  with  zinc  and  hydrochloric  acid 
(Pfordten,  Ber.  1883,  16,  608)  or  by  heating  the 
trioxide  to  a  dull  redness  in  hydrogen  (Riche, 
Ann.  Ghim.  Phys.  1857,  [iii.]  50,  29  ;  Greenwood, 
Chem.  Soc.  Trans.  1908,  1493).  It  may  be  ob- 
tained crystalline  by  reducing  UtMum  para- 
tungstate  with  hydrogen  (Hallopeau,  Compt. 
rend.  1898,  127,  512). 

Tungsten  dioxide  may  be  formed  by  heating 
an  intimate  mixture  of  tungsten  trioxide  and 
l-^  its  weight  of  glycerol,  ethylene  glycol  or 
similar  hydroxyl  compound,  to  a  bright  red 
heat  for  some  hours  (Eng.  Pat.  18922,  1907; 
J.  Soc.  Chem.  Ind..  1908,  22). 

Tungsten  dioxide,  prepared  in  the  wet  way 
is  of  a  copper  red  colour,  prepared  in  the  dry 
way  it  is  a  browii  powder.  It  is  readily  oxidised 
to  the  trioxide ;  heated  in  chlorine  it  yields  a 
yellow  oxychloride  WOaClj.  When  amorphous 
it  is  soluble  in  hydrochloric  and  in  sulphuric 
acid,  but  is  quite  unacted  on  when  crystalline. 

Blue  tungstic  oxide  WaO,,  formed  when 
tungsten  trioxide  is  reduced  with  hydrpeen  at 
260^-300''  (Malaguti,  Compt.  rend.  1835,  1,  292) 
01    by  electrolysuig    fused    spdium  tungatate 
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(Smith,  Ber.  1880,  13,  753),  is  readily  oxidised 
to  the  trioxide. 

Tungsten  trioxide  {tungstie  oxide  or  anhydride) 
WOj  ooouis  naturally  as  wolframine  and  aa 
tungstite  or  meymacite  (Walker,  Aiuer.  J.  Soi. 
1908,  [iv.]  25,  305),  also  in  the  form  of  tungstates 
in  wolfram  and  acheeUte.  It  may  be  prepared 
by  oaloining  in  contact  with  air,  the  lower  oxides, 
the  metal,  a  sulphide  or  its  hydrate  (tungstie 
acid),  V,  below. 

Tungsten  trioxide  forma  a  yellow  powder 
wMoh  may  be  obtained  crystalline  by  heating 
the  amorphoua  metal  to  a  very  high  temperature 
in  air  or  by  fusion  of  tungstie  acid  with  borax  in 
a  porcelain  vessel  (Nordcnskjold,  Pogg.  Ann. 
1861,  U4-,  612)  ;  or  by  passing  hydrogen 
chloride  over  tungstie  acid  or  a  mixture  of 
sodium  tungstate  and  sodium  carbonate  at  a 
white  heat  (Debray,  Compt.  rend.  1862,  55, 
287).  Its  Bp.gr.,  when  amorphous,  varies 
between  5-27-7'13,  when  crystalline  between 
6-30-6-38.  It  is  fusible  with  difficulty  and  is 
insoluble  in  water.  When  heated  in  hydrogen 
it  gives  the  blue  oxide  at  250°,  the  dioxide  at  a 
red  heat,  and  the  metal  if  the  latter  action  is 
prolonged.  It  is  also  reduced  when  heated  with 
zino  and  certain  other  metals  (Dele'pine,  BuU, 
Soo.  chim.  1900,  [iii.]  23, 675).  When  heated  with 
chlorine  or  sulphur  monochloride,  it  is  converted 
into  a  volatile  oxychloride  and  in  the  former 
case  also  into  the  hexachloride  (Smith  and 
Fleck,  J.  Amer.  Chem.  Soo.  1899,  21,  1008; 
Bourion,  Compt.  rend.  1908,  146,  1102;  De- 
facqz,  ibid.  1319). 

The  oxide  is  soluble  in  hydrofluoric  acid,  but 
not  in  hydrochloric  or  nitric  acids  or  in  aqua 
regia.  See  also  Ehrenfeld,  J.  Amer.  Chem.  Soc. 
1895,  17,  381). 

Plastic  masses  of.  tungsten  oxide  for  incan- 
descent lamp  filaments  may  be  prepared  by 
treating  the  oxide  or  hydrated  tungstie  acid 
with  ammonia  at  —20°  or  below,  or  when  in 
alcoholio  suspension  with  gaseous  ammonia 
(Eng.  Pat.  14850;  J.  Soo.  Chem.  Ind.  1908, 
1198,  1104). 

Tungstie  acidn.  Tungsten  trioxide  forms 
two  well  characterised  aoids,W03,H20  or  HjW04 
and  (WO,)4HjO  or  HjWiO,a.  In  addition  the 
salts  of  a  number  of  polytungstic  acids  are 
known  (Schaefer,  Zeitsch.  anorg.  Chem.  1903, 
38,  142). 

Tungstie  acid  H^WO,  may  be  obtained  by 
precipitating  a  solution  of  a  tungstate  with 
excess  of  hot  acid.  If  cold  acid  is  used,  the 
white  hydrate  HjWOi,!!^©  is  formed,  from 
which  the  acid  may  be  obtained  by  boiling. 
It  is  prepared  by  digesting  a  tungsten  mineral 
vrith  hydrbchlorio  acid,  then  with  aqua  regia 
until  the  brown  powder  has  become  yellow, 
when  the  iron  and  manganese  have  been  dis- 
solved out.  The  residue  is  well  washed  and 
then  shaken  with  ammonia  which  dissolves  the 
free  tungstie  acid.  On  filtration  and  evapora- 
tion the  tungstie  acid  crystallises  out.  The 
finely  powdered  mineral  may  be  fused  with 
calcium  chloride  or  with  alkali  carbonates  or 
sodium  chloride.  The  melt  is  lixiviated  and 
the  calcium, or  other  metallic  tungstate  residue 
is  then  decomposed  with  nitric  or  hydrochloric 
acid. 

•Tungstie  acid  may  be  prepared  from  wolfram 
■Or  other  roinepaj  containing  tungsten,  by  heating 


the  mineral  under  pressure  with  a  concentrated 
solution  of  potasaium  hydroxide,  lime  or  baryta 
being  added  to  form  insoluble  compounds  with 
some  of  the  impurities. 

The  tungstie  acid  is  then  separated  from  the 
solution  either  by  fractional  precipitation  with 
acid,  the  impurities  separating  first,  or  the  whole 
of  the  precipitate  formed  by  adding  sufficient 
acid  is  fractionally  rediasolved  by  alkali.  The 
process  is  said  to  be  economical,  convenient,  and 
to  give  very  pure  acid  (Fr.  Pat.  389040,  1908  j 
J.  Soo.  Chem.  Ind.  1908,  939). 

Tungstie  acid  may  be  purified  by  treating 
tungsten  trioxide  with  carbon  tetrachloride 
vapour  at  a  red  heat.  The  resulting  volatile 
chlorine  compound  is  sublimed,  condensed  and 
treated  with  aqua  regia ;  the  tungstie  acid 
formed  is  then  further  purified  by  solution  in 
ammonia  and  reprecipitation  with  dilute  nitria 
acid  (U.  S.  Pat.  926084;  J.  Soo.  Chem.  Ind. 
1909,  794). 

Tungstie  acid  is  a  yellow  powder  insoluble 
in  water  and  almost  so  in  all  acids  except  hydro- 
fiuoric  acid,  in  which  it  dissolves  to  the  extent 
of  44-7  p.c.  at  25°,  55-3  at  50°,  using  50  p.o. 
hydrofluoric  acid  (Rosenheim  and  Bemhardi- 
Grisson,  7th  Inter.  Congr.  Appl.  Chem.  1911, 
Sect.  X.  120).     It  is  readily  soluble  in  alkalis. 

Freshly  prepared  tungstie  acid  dissolves  in 
aqueous  solutions  of  most  aliphatic  amines 
forming  substituted  ammonium  tungstates 
such  as  (NMeH3)|,W,02i,6HjO,  which  crystallise 
on  evaporation.  When  heated  they .  are  de- 
composed forming  the  amine,  tungstie  acid  and 
the  blue  oxide  of  tungsten  (Ekeley,  J.  Amer. 
Chem.  Soo.  1909,  31,  664).  It  also  gives  crystal- 
line precipitates  with  pyridine  and  qu  incline 
(Rosenheim  and  Bemhardi-Grisson,  I.e.). 

Colloidal  tungstie  acid  may  be  prepared  by 
adding  hydrochloric  acid  to  concentrated  sodium 
tungstate  Solution  until  it  has  an  acid  reaction. 
The  white  gelatinous  precipitate  formed,  .pro- 
tected from  currents  of  air,  is  washed  by  decanta- 
tion  several  times  at  0°  to  5° :  15  parts  of  the 
acid  are  then  dissolved  in  1  part  of  concentrated 
oxalic  acid  by  gently  warming,  and  the  liquid  is 
subjected  to  dialysis.  If  the  outer  water  ia 
changed  frequently,  the  oxalic  acid  may  be  com- 
pletely removed  (Pappada,  Gazz.  chim.  ital. 
1902,  32,  ii.  22 ;  see  Sabane'efi,  Zeitsch.  anorg. 
Chem.  1897,  14,  354). 

Colloidal  tungstie  acid  may  be  obtained  by 
dissolving  5  grms.  of  tungsten  tetrachloride  in 
about  50  c.c.  of  a  mixture  containing  equal 
volumes  of  ethyl  alcohol  and  ether  ;  the  filtered 
solution  is  diluted  to  250  c.c.  with  alcohol  and 
then  mixed  with  an  equal  volume  of  water. 
The  colloidal  solution  thus  obtained  behaves  aa 
a  positive  colloid  ;  it  may  be  kept  for  some  days 
without  appreciable  opalescence  being  observed, 
but  coagulation  occurs  more  quickly  by  adding 
a  larger  quantity  of  water,  and  immediately 
when  smaU  quantities  of  neutral  salts,  hydrox- 
ides, or  strong  acids  are  added.  Weak  organic 
acids  or  rise  in  temperature  exert  no  effect.  If 
an  electric  current  is  passed  through,  a  deep 
blue  precipitate  separates  at  the  cathode  (Miiller, 
Zeitsch.  Chem.  Sid.  KoUoide,  1911,  8,  93: 
Lottermoser,  Verb.  Gea.  deut.  Naturforsch, 
Aerzte,  1910,  IL  70  ;  Wohler  and  Enjgels,  KoU 
Chemi  Beihe{te,'Tl910,  1,  454  ;  Zeitsch.  Blektro 
chem.  1910,  16,  693). 
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The  ooUoidal  acid  ia  also  prepared  by  dialya- 
ing  a  6  p.o.  solution  of  sodium  tungatate  to 
which  sufficient  hydrochloric  acid  has  been 
added  to  combine  with  the  sodium.  Colloidal 
tungstic  acid  forms  a  gum-like  mass  which  may 
be  heated  at  200°  without  becoming  insoluble 
and  which  at  a  red  heat  is  converted  into  the 
trioxide.  The  colloidal  acid  has,  probably,  the 
constitution  of  the  meta  acid. 

Tungstic  acid  and  sodium  tungstate  are  used 
in  the  production  of  colour  resists  for  aniline 
black.  200  grms.  sodium  tmigstate  dissolved 
in  1  litre  of  gum  tragacanth  paste  constitutes  a 
white  resist  which  may  be  rendered  more 
lustrous  and  opaque  by  passing  the  printed 
tissue,  after  steaming,  through  a  solution  of 
barium  chloride.  The  compound-thus  formed 
may  be  coloured  by  pigments,  such  as  vermilion, 
ultramarine  blue  and  chrome  green,  a  series  of 
pale  resist  colours  being  formed,  along  with 
which  the  usual  albumin  and  tannic  acid  colour 
mixtures  may  be  printed  (Scheurer,  Bull.  Soc. 
Ind.  Mulhouse,  1900,  138 ;  ibid.  1898,  122). 

Tungstic  acid  may  also  be  employed  in  the 
production  of  resist  effects  upon  p-nitraniline 
red  and  of  discharge  effects  upon  indigo-dyed 
tissues.  In  the  latter  case,  the  tissue  dyed 
with  the  indigo  is  padded  in  a  solution  of  sodium 
tungstate,  dried  and  printed  with  a  steam  dis- 
charge* mixture  containing  barium  chlorate, 
potassium  ferrocyanide  and  a  basic  dyestufi  able 
to  withstand  the  oxidising  action,  such  as 
rhodamine  6  G,  ultramarine,  or  chrome  yellow. 
The  colours  are  rendered  faster  by  the  addition 
of  albumin  together  with  an  alkali  citrate  or 
tartrate. 

Metatungstic  acid  HjWiOu.THjO,  first  iso- 
lated by  Soheibler  (J.  pr.  Chem.  1861,  [i.]  83,  310), 
may  be  prepared  by  decomposing  the  lead  salt 
with  hywogen  sulphide  or  the  barium  salt  with 
dilute  sulphuric  acid.  It  crystallises  in  small 
yellow  octahedra,  very  soluble  in  water,  giving 
a  bitter  solution,  and  loses  its  water  of  crystallisa- 
tion at  100°.  ~  For  its  behaviour  on  electrolysis 
see  Leiser  (Zeitsoh.  Elektrochem.  1907,  13,  690). 

Paratungstic  acid,,  the  acid,  corresponding  to 
the  salts  of  the  formula  12WO„5M20,Aq,  has 
been  prepared  in  dilute  solution  by  mixing 
barium  paratungstate  with  a  quantity  of  dilute 
sulphuric  acid  not  quite  sufficient  for  complete 
decomposition.  The  solution  cannot  be  con- 
centrated even  in  vacuo  without  decomposition, 
and  when  boiled  it  yields  tungstic  acid  (Hallo- 
peau,  Compt.  rend.  1895,  121,  61). 

Tungstates.    The  alkaline  tungstates 

MjWO.Aq 

are  prepared  by  fusing  a  naturally  occurring 
tungstate  with  sodium  or  potassium  hydroxide 
or  carbonate,  preferably  with  the  addition  of  a 
sUicIous  or  other  flux.  The  alkali  tungstate 
falls  to  the  bottom  and  may  be  tapped  off,  or, 
after  cooling,  the  slag  may  be  removed  (J.  Soo. 
Chem.  Ind.  1885,  116;  ibid.  1900,  542;  »&id. 
I8S9,  171 ;  Eng.  Pats.  30053,  1897  ;  6045,  1900). 

'.'he  sodium  salt  crystallises  in  thin  prisms, 
solbole  in  i  parts  of  cold,  in  2  parts  of  hot  water, 
the  solution  having  a  bitter  taste  and  an  alkaline 
reaction.  It  has  m.p.  698°  (Parravano,  Gazz. 
ohim.  ital.  1909,  39,  ii.  55). 

The  potassium  salt  formif  large  prismatic 
eiystajs,    The  ajninonjuni  salt  is  vej-y  unstable. 


Calcium  tungstate  CaWOi  occurs  native  ai 
ichedite  and  may  be  prepared  artificially  by  th» 
interaction  of  calcium  chloride  and  a  normal 
tungstate.  If  the  amorphous  widte  precipitate 
so  olbtained  is  mixed  with  lime  and  heated  in  a 
current  of  hydrogen  chloride,  it  is  obtained 
crystalline.  The  corresponding  barium  tungstate 
was  prepared  by  Eousseau  for  use  instead  of 
white  lead  (Schoen,  J.  Soc.  Chem.  Ind.  1900, 740). 

Lead  tungstate  occurs  native  as  stolzite  and 
crystallises  in  red  tetragonal  pyramids. 

Ferrous  tungstate  occurs  as  wolfram 
(FeMn)W04 
forming  dark  grey  or  brownish-black  prisms. 

Manganese  timgstate  is  found  as  Mherniit. 
Granger  (Compt.  rend.  1898,  127,  106;  ibid. 
1905,  140,  935)  has  proposed  the  employment  of 
the  tungstates  in  the  ceramic  industry. 

Ammonio  copper  tungstate  CuW04,4NH„ 
deep  blue  crystals,  are  readily  decomposed.  A 
similar  zdno  salt  is  also  known  (Briggs,  Chei>> 
Soc.  Trans.  1904,  675). 

The  copper  compound 

CuO,4WO„6NH„8H,0, 
has   been  obtained   by   the  interaction  of  an 
ammoniacal  solution  of  copper  sulphate  and  am- 
monium tungstate.     It  forms  small  blue  needles 
(Briggs,  loc.  cit.). 

Sodium  paratungstate  NaioWi20<j,Aq  is 
known  commercially  as  tungstate  of  soda  and 
may  be  prepared  on  a  large  scale  by  roasting 
wolfram  with  soda  ash  and  lixiviating  the  fused 
mass.  The  boiling  solution  is  then  nearly 
neutralised  with  hydrochloric  acid  and  allowed 
to  crystallise  when  large  triclinic  crystals  of 
the  salt  separat«.  It  is  sometimes  used  as  » 
mordant  instead  of  sodium  stannate  in  dyeing 
and  calico  printing.  It  also  renders  cotton, 
linen,  &c.,  non-inflammable.  The  corresponding 
potassium  salt  is  formed  in  glistening  scales 
when  normal  potassium  tungstate  is  boiled  with 
a  little  water. 

For  various  paratungstates  see  Hallopeau, 
Ann.  Chim.  Phys.  1900,  vii.  19,  92;  Taylor, 
J.  Amer.  Chem.  Soo.  1902,  24,  629. 

Metatungstates  MjW40|„Aq  were  dis- 
covered by  Margueritte  (Ann.  Chim.  Phys. 
1846,  [iii.]  17, 475).  The  alkali  salts  are  readily 
formed  when  the  normal  tungstates  are  boiled 
with  tungstic  acid  until  the  filtrate  no  longer 
gives  a  precipitate  on  addition  of  hydrochloric 
acid.  The  other  metatungstates  are  best  pre- 
pared by  double  decomposition  of  the  barium 
salt  with  the  required  sulphate  or  carbonate. 
The  metatungstates  have  a  bitter  taste,  are 
generally  reamly  soluble  in  water  and  deposit 
tungstic  acid  on  prolonged  boiling.  A  large 
number  of  them  are  known  but  there  is  con- 
siderable difference  of  opinion  as  to  their  con- 
stitution (Copauz,  Compt.  rend.  1909,  148,  633  ; 
Zeitsch.  anorg.  Chem.  1911,  70,  297;  Rosen- 
heim, ibid.  418 ;  ihid.  1911,  69,  247  ;  Just,  Ber. 
1903,  36,  3619). 

Pertungstates  M'W04,Aq  are  formed  by 
boiling  a  paratungstate  with  hydrogen  peroxide 
(P&hard,  Compt.  rend.  1891,  112,  1060) ;  or  by 
electrolysing  a  slightly  acid  solution  of  sodium 
tungstate  (Thomas,  J.  Amer.  Chem.  Soc.  1899, 
21,  373).  More  highly  oxidised  compounds  are 
formed  by  treating  the  pertungstates  With 
{lydrogen  pero^de  (MeUkoff  «k?id  PisBaTJeweky, 


TUNGSTEN. 


669 


Ber.  1898,  31,  632;  Piflsarjewiaky,  J.  Rubb. 
Phys.  Chem.  Soo.  1902,  34,  472). 

Tungsten  bromea  are  compounds  of  the  alkali 
metals  with  tungsten  and  oxygen,  which,  owing 
to  their  colour  and  insolubility  in  acids  and 
alkalis  have  been  employed  as  substitutes  for 
bronze  powders.  Their  exact  constitution  is 
not  known,  although  they  are  generally  regarded 
as  compounds  of  the  tungstates  with  tungsten 
dioxide.  They  may  be  obtained  by  the  reduc- 
tion of  the  tungstates  heated  to  redness  with 
hydrogen,  coal  gas,  zinc,  iron  or  tin. 

Tungsten  bronzes  may  be  prepared  electro- 
lytically  by  fusing  tungstic  acid  with  the  calcu- 
lated amount  of  metaluc  carbonate  and  electro- 
lysing the  mass.  A  series  of  brightly  coloured 
mixed  alkali  and  alkaline  earth  tungsten  bronzes 
of  various  compositions  are  described  by  Engels 
(Zeitsch.  anorg.  CSiem.  1903, 37, 126]  and  Schafier 
{ibid.  1904,  38,  148). 

Four  tungsten  sodium  bronzes  are  known, 
NajW.Oiii  of  a  golden  yellow  colour,  NajWsOu 
of  a  blue  colour,  NajWjO,  of  a  purple  red  colour, 
and  NajW^O,,  which  forms  red-yellow  cubes 
and  yields  a  brown-yellow  powder  (Philipp,  Ber. 
1882,  15,  499). 

Potassium  forms  one  bronze,  KjWjOu 
(Knorre  and  Sohaffer,  ibid.  1902,  35,  3407). 

Blue  lithium  bronzes  are  described  by  Hallo- 
peau  (Compt.  rend.  1898,  127,  512). 

Tungstates  of  the  rare  earths  are  described 
by  Hitchcock  (J.  Amer.  Chem.  Soo.  1895,  17, 
483). 

Tungsten  and  the  Halogens. 

Tungsten  hexachloride  WCl,  is  prepared  by 
heating  metallic  tungsten  in  excess  of  pure  dry 
chlorine,  particular  care  being  taken  to  exclude 
all  traces  of  air  and  moisture  in  order  to  avoid 
the  formation  of  the  oxychloride  (Boscoe, 
Annalen,  1872,  162,- 349).  A  small  quantity  of 
the  latter  is  formed  at  the  beginning  of  the  re- 
action, however,  in  spite  of  all  precautions.  It 
should  be  driven  off  beyond  the  portion  of  the 
tube  where  the  chloride  is  to  be  collected. 
Tungsten  hexachloride  forms  dark  violet  opaque 
crystals,  which  are  very  stable  when  pure  but 
are  readily  decomposed  by  moist  air  or  water,  if 
the  slightest  trace  of  the  oxychloride  is  present. 
It  has  m.p.  275°,  b.p.  346-77759-6  mm. 

Tungsten  pentacbloride  .WCI5  is  formed  by 
the  incomplete  reduction  of  the  hexachloride  in 
a  current  of  hydrogen.  It  is  volatile  and  when 
redistilled  forms  long,  pure  black  shining 
crystals,  m.p.  248°,  b.p.  275-6°.  It  is  hygro- 
scopic and  dissolves  in  water  forming  an  oUvc- 
green  solution,  but  most  of  it  decomposes  into 
the  blue  oxide  and  hydrochloric  acid  (Boscoe, 

I.C.). 

Tungsten  tetrachloride  WCI4  forms  the  non- 
volatile residue  in  the  production  of  the  penta- 
cbloride. It  may  also  be  prepared  by  the  dis- 
tillation of  the  latter  or  of  the  hexachloride,  or 
better,  a  mixture  of  the  two  chlorides  in  a  current 
of  hydrogen.  It  forms  a  greyish-brown  crystal- 
line powder  (Boscoe,  {.c).  It  is  hygroscopic, 
infusible,  is  partially  decomposed  by  water  and 
is  reduced  by  hydrogen  to  the  metal. 

Tungsten  dichloride  WCl,  is  best  prepared  by 
heating  the  tetrachloride  in  a  current  of  carbon 
dioxide  at  the  temperature  of  a  moderately  hot 
BUO  batfe.    It  ia  a  grey  non-VQjatilp  powder 


partly  decomposed  and  partly  dissolved  by  water 
forming  a  brown  solution  (Boscoe,  I.e.). 

Tungsten  dioxydlchlorlde  WO^Cl,,  obtained 
by  passing  chlorine  over  the  dioxide,  forms  light 
lemon-yeUow  scales.  Heated  with  ammonia  it 
forms  the  compound  WiOjNjHj  (Smith  and 
Shinn,  Zeitsch.  anorg.  Chem.  1893,  4,  381). 

Tungsten  oxytetrachloride,  beautiful  red 
needle-shapd  crystals,  m.p.  210-4°,  b.p.  227-5° 
is  formed  by  the  interaction  of  the  trioxide  and 
phosphorus  pentachloride  (Schiff,  Annalen, 
1879,  197,  185) ;  or  by  passing  the  vapour  of  the 
hexachloride  over  the  heated  trioxide. 

Tungsten  hexabromlde  WBr,  obtained  by 
heating  tungsten  with  dry  bromine  vapour  in 
an  atmosphere  of  nitrogen,  forms  blue-black 
needles  which  decompose  when  heated  to  a  high 
temperature,  give  a  colourless  solution  in 
aqueous  ammonia,  fume  in  air  and  give  a  royal 
blue  oxide  when  treated  with  water  (Sohaeffer 
and  Smith,  .J.  Amer.  Chem.  Soc.  1897,  18,  1098). 

Tungsten  pentabromlde,  prepared  by  passing 
dry  hydrogen  bromide  over  tungsten  hexa- 
chloride at  300°,  or  bettei:  by  the  action  of  excess 
of  bromine  on  tungsten,  forms  fern -like  aggre- 
gates of  dark  needles  with  green  reflex,  m.p. 
276°,  b.p.  333°.  It  is  very  hygroscopic,  yields 
the  blue  oxide  when  treated  with  water  and 
dilute  acids  and  is  decomposed  by  alkalis,  alkali 
nitrates,  carbonates  and  bisulphates  (Defacijz, 
Ann.  Chim.  Phys.  1901,  [vii.]  22,  247). 

Tungsten  oxybromides  WOjBrj.WOBr,  and 
the  compounds  WCljBr,,  WCl,,  3WBr,  are  aUo 
known  (Defacqz,  Compt.  rend.  1899,  129,  515). 

Tungsten  tetriodide  WI„  obtained  by  the 
action  of  an  excess  of  liquid  hydrogen  iodide  on 
tungsten  hexachloride  at  1 10°,  is  a  black  crystal- 
line substance  of  sp.gr.  5-2  at  18°,  decomposed 
by  water,  alkali-hydroxides  and  carbonates. 
Soluble  in  absolute  alcohol  (Defacqz,  Compt. 
rend.  1898,  127,  610). 

Tungsten  diiodide  WIj,  obtained  by  the 
action  of  hydrogen  iodide  on  tungsten  hexa- 
chloride at  400°,  is  an  amorphous,  insoluble, 
infusible,  non-volatile  brown  powder  of  sp.gr. 
6-9  at  18°  (Defacqz,  ibid.  1898,  126,  962). 

Tungsten  hexafluorlde  WF,  may  be  obtained 
by  the  interaction  of  tungsten  hexachloride  with 
anhydrous  hydrofluoric  acid  or  with  arsenic 
trifluoride,  or,  best  of  all,  antimony  pentafluoride. 
It  has  m.p.  2-5°  and  b.p.  19-6°.  Is  readily 
soluble  in  alkalis,  attacks  glass  and  most  metals 
and  forms  double  salts  with  alkali  fluorides. 
When  acted  on  by  water  it  yields  tungstic  acid 
(Buff,  Zeitsch.  anorg.  Chem.  1907,  52,  256). 

Tungsten  oxyte&afluoride  WOF„  obtained 
by  the  interaction  of  the  oxytetrachloride  and 
anhydrous  hydrogen  fluoride,  forms  small 
colourless  hygroscopic  plates,  m.p.  110°,  b.p. 
185°-190°,  is  decomposed  by  water  forming 
tungstic  acid  and  absorbs  large  quantities  of 
ammonia  in  the  cold  (Bufi,  I.e.). 

Tungsten  dioxydifluoride  is  known  in  an 
impure  state.  For  various  double  fluorides  see 
Marignao  (Ann.  Chim.  Phys.  1863,  [iii.]  69,  63) ; 
Marchetti  (Zeitsch.  anorg.  Chem.  1896,  10,  66) ; 
Miolati  and  Bossi  (Real.  Accad.  Lincei.  1896,  [v.] 
6,  ii.  223) ;  Ephraim  and  Heymann  (Ber.  1909, 42, 
4456). 

Tungsten  and  Suuhub. 

Tungsten  disulphide  WSj  may  be  prepared 
by  passing  hydrogen  sulphide  gypr  tungsteo 
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hexacUoride  at  3t5°-550°,  or  by  fusing  an 
intimate  mixture  of  pure  dry  potassium  cat- 
bonate,  flowers  of  sulphur  and  tungsten  trioxide. 
It  is  a  grey-black  crystalline  powder,  insoluble 
in  water,  fairly  stable,  and  has  sp.gr.  7-5  at  10° 
(Defacqz,  Compt.  rend.  1899,  128,  609). 

Tungsten  trisulphide  WS„  best  obtained  by 
treating  a  sulphotungstate  with  excess  of  acid, 
is  a  brown  powder  which  becomes  black  when 
dried,  is  slightly  soluble  in  cold  water,  more  so 
in  hot  water,  and  readily  in  alkali  hydroxides  and 
carbonates  (CorleSs,  Annalen,  1885,  232,  244). 
It  has  been  obtained  in  the  coUoidal  state  by 
Winssinger  (Bull.  Assoc.  Sci.  Belg.  1888,  15, 
390).  - 

The  compounds,  Wae,3WS3  (Ann.  Chim. 
Phys.  1901,  [vii.]  22, 238)  and  WO 38  (Winssinger, 
I.e.)  and  a  number  of  metallic  sulpho-  or  thio- 
turigstates,  M2WS4  (Corleis,  I.e.),  have  been 
described.  A  di-  and  tri-selenide  (Uebmann,  J. 
1860,  92)  and  a  tritelluride  are  also  known.^ 

Tungsten  nitrides  W3N2,  W2N3,  a  number  of 
oxynitrides,  nitretamido  and  oxynitretamido, 
compounds,  and  also  a  hydroxylamme  tungstate 
have  been  obtained  (Wohler,  Annalen,  1850,  73, 
190 ;  ibid.  1858,  105,  258 ;  Rideal,  Chem.  Soo. 
Trans.  1889,  41 ;  Wohler,  ibid.  1851,  3,  171  ; 
Desi,  I.e. ;  Allen  and  Gottsohalk,  l.c^). 

Tungsten;  AND  Phosphoetis. 

Tungsten  combines  direetly  with  phosphorus 
when  heated  to  redness,  forming  a  dark  green 
phosphide  W3P4.  ■  .  ji  ■ 

Tungsten  diphosphide  WP^  produced  by 
heating  tungsten  hexachloride  at  450°  in  a 
current  of  hydrogen  phosphide  forms  a  black 
crystalline  mass  insoluble  in  water,  sp.gr.  5-8. 
The  phosphorus  is  readily  displaced  by  the 
halogens  and  by  sulphur  and  nitrogen  at  high 
temperatiires.  It  may  be  reduced  by  heating 
with  hydrogen,  zinc  or  copper  (Defacqz,  Compt. 
rend.  1900,  130,  915). 

If  tungsten  diphosphide  is  heated  with  a  large 
excess  of  copper  phosphide  in  a  graphite  crucible 
in  a  wind  furnace  and  the  product  treated  with 
dilute  nitric  acid,  it  yields  the  monophosphMe 
WP,  grey  lustrous  prismatic  crystals,  sp.gr.  8-5 
(Defacqz,  ibid.  1901,  132,  32). 

Another  phosphide  W^P  is  formed  by  re- 
ducing a  mixture  of  phosphorus  pentoxide 
(2  mols.)  and  tungsten  trioxide  (1  mol.)  in  a 
charcoal  crucible  at  a  high  temperature  (Wohler, 
Chem.  Soo.  Trans.  1853,  5,  94). 

Phosphotungstic  acid.  Tungstic  acid  com- 
bines wiWi  phosphoric  and  also  with  arsenic, 
antimonic  and  vanadio  acids  to  form  complex 
compounds  of  varying  composition,  MjOj :  WO3 
=  1 : 7  to  1 :  24  analogous  to  the  molybdates. 
Phosphotungstic  -acid  is  used  as  a  reagent  for 
the  precipitation  of  alkaloids,  proteins  and 
some  of  their  products  -of  hydrolysis,  also  for 
the  detection  of  potassium  and  ammonium  salts 
with  which  it  gives  insoluble  precipitates.  It 
may  be  prepared  by  acidifying  a  solution  of 
4  parts  of  sodium  tungstate  and  1  part  of  sodium 
phosphate  with  sulphuric  acid  and  extracting 
the  phosphotungstic  acid  with  ether  (Winter- 
stein,  Chem.  Zeit.  1898,  22,  539). 

Literature  on  phosphotungstic  acids  and  the 
phosphotungstates  (Kehrmann,  Zeitsoh.  anorg. 
Chem.  1891,  I,  428  ;  Soboleff,.  ifesrf.  1896,  12,  IG  ; 
Bogere.J.  Amer,  Chem,  Soc.  1903,  ?5,.g98). 


Tungsten  arsenide  WAs^,  prepared  by  heating 
tungsten  hexachloride  in  a  current  of  hydrogen 
arsenide  at  150°-360°,  is  a  black  crystalline  in- 
soluble powder  of  sp.gr.  6'9  at  18°. 

Tungsten  chloroarsenide  WaAsOI,,,, obtained 
by  heating  the  above  substances  in  a  sealed,  tube 
at  60°-70°,  forms  hygroscopic  bluish-black 
crystals,  decomposed  by  water  and  acids  (De- 
facqz, Compt.  rend.  1901,  132,  138). 

For  arseniotungstic  aeids  and  tungstates  see 
Kehrmann  and  Riittimann  (Zeitsch.  anorg. 
Chem.  1899,  22,  285).  Vunadotungstatee 
(Friedheim,  ibid.  1894,  6,  11 ;  Rogers,  I.e.; 
Friedheim  and  Henderson,  Ber.  1902,  35,  3242). 
Antimoniotungstates   (Hallopeau,   Compt.  rend. 

1896,  123,  1065).  Zireonotungstates  {ibid.  1896, 
122,  1419).  Ahimino-  and  alumino-phosphd- 
and  arsenotungstates  (Daniels,  J.  Amer.  Chem. 
Soc.  1908,  30,  1846). 

Tungsten  boride  WBj,  prepared  by  fusing 
the  two  elements  together  in  an  electric  furnace, 
crystallises  in  hard  octahedra,  sp.gr.  9-6  (Tucker 
and  Moody,  Chem.  Soc.  Trans.  1002,  16). 

Tungsten  AND  Caebon. 
When  tungsten  trioxide  is  fused  with 
calcium  carbide  in  an  electric  furnace,  it  forms 
an  iron-grey  carbide,  CWj,  which  is;  harder  than 
corundum  and  has  sp.gi'.  16-06  at  18°.  In  the 
presence  of  a  large  excess  of  iron,  the  carbide 
CW,  an  iron-grey  crystalline  powder  of  sp.gr. 
15-7  at  18°,  is  -formed-  (Moissan,  Compt.  rend. 

1897,  125,  839  ;  Williams,  ibid.  1898,  126,  1-722). 
Chromium  tungsten    carbide  OWajSCjCr,  is 

formed  by  heating  a  mixture  of  chromic  oxide, 
tungstic  acid  and  carbon  in  a  carbon  crucible  in 
an  electric  furnace  for  five  minutes  with  a  current 
of  400  amperes  at  75  volts  and  treating  the 
product  with  warm  hydrochloric  acid,  then 
with  concentrated  ammonia  solution.  It  forms 
small  hard  stable  crystalline  grains  of  sp.gr. 
8-41  at  22°.  By  the  addition  of  tungsten  to 
chromium  steels,  the  formation  of  this  stable 
hard  carbide  might  give  rise  to  the  production 
of  new  steels  with  special  qualities  (Moissan  and 
Kouznetzow,  Compt.  rend.  1903,  137,  292). 

Iron  tungsten  carbide  3W2C,2Fe3C,  a  mag- 
netic substance,  sp.gr.  13-4  at  18°,  has  also  been 
prepared  (Williams,  ibid.  1898,  127,  410; 
Carnot  and  Goutal,  ibid.  1899,  128;  207). 

TUNQSTEN  AND   SILICON. 

Tungsten  silicide  WSij  has  been  prepared  by 
heating  copper  sUipide  with  amorphous  tungsten 
in  an  electric  furnace,  using  a  current  of  800- 
900  amperes  and  50  volts,  the  resulting  product 
is  then  washed  successively  with  nitric  acid, 
caustic  potash,  warm  ^lydrofluorio  acid  and 
water.  It  may  also  be  prepared  by  reducing  a 
mixture  of  silica  and  timgstio  anhydride  with 
sulphur  and  alumina.  It  forms  brilliant,  grey 
crystals,  of  sp.gr.  9-4,  which  are  not  magnetic  and 
are  veiy  stable  (Defacqz,  Compt.  rend,  1907, 144, 
848 ;   Honigschmidt,  Monatsh.  1907,  28,  1017). 

The  silicide  WjSij  is  obtained  by  heating  the 
trioxide  with  silicon  in  the  electric  furnace,  after 
which  the  mass  is  suspended  in  dilute  hydro- 
chloric acid  (1  in  10)  and  electrolysed.  The  ex- 
cess of  metal  dissolves  and  the  silicide  is  removed, 
washed  with  aqua  regia,  then  with  ammonia,  and 
is  finally  separated  from  carbon  silicide  gravi- 
metrically    by    suspension  >  jn    njetbyj   iodide 
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(Vigouroux,  Oompt.  rend.  1898,  127,  393).  It 
forms  beautiful  steel  grey  crystals  with  a  metallic 
lustra,  sp.gr.  10-9.  See  also  Frilley,  Pev.  de 
Metallurgie,  1911,  8,  457 ;  J.  Soc.  Chem.  Lid. 
1911,  1018. 

tungsten  aluminium  silicide  forms  black 
hexagonal  crystals  (Manchot  and  Eieser, 
Annalen,  1904,  337,  360). 

SUlcotungstic  acids  of  the  formulae, 
HsW,oSiOss,3H,0, 
H,Wi2SiO4j,20HjO,  H8Wi2Si042,29HaO,  &c., 
were  discovered  by  Marignao  (Ann.  Chim.  Phys. 
1864,  [iv.]  3,  5).  The  acid  corresponding  to  the 
last  formula  is  formed  by  precipitating  its  salts 
with  merourous  nitrate  and  decomposing  the 
mercury  salt  with  hot  hydrochloric  acid.  It 
crystallises  in  large  tetragonal  prisms,  is  readily 
soluble  in  water,  alcohol,  and  ether,  and  forms  a 
valuable  reagent  for  alkaloids.  The  salts,  most 
of  which  are  soluble  in  water,  are  prepared  by 
boiling  gelatinous  silicic  acid  with  metallic 
polytungstates  (Wyroubofi,  Bull.  Soc.  franc. 
Min.  1896,  19,  219 ;   Friedheim  and  Henderson, 

I.C.). 

Okoanic  Salts  oi'  Tungsten. 

Esters  of  tungstic  acid  are  described  by 
Smith  and  Dugan  (J.  Amer.  Chem.  Soc.  1899, 
21,  1016) ;  alkali  tungsten  tartrates  by  Henderson 
and  Barr  (Chem.  Soc.  Trans.  1896,  1456); 
citrates  by  Henderson,  Orr  and  Whitehead  {ibid. 
1899,  547) ;  tungsten  oxalates  by  Rosenheim 
(Ber.  1893,  26,  1191). 

Tungsten  forms  ozosalts  which  are  readily 
soluble  and  difficult  to  obtain  free  from  the 
normal  salts  used  in  their  preparation.  The 
following  have  been  described  : — 

Sodium  ozotungsten  oxalate 

NaC2P4W04,5HjiO 
and   also   the   corresponding   ammonium    and 
calcium  salts  which  have  only  1  mol.  of  water  of 
crystallisation  (Mazzucchelli  and  InghiUeri,  Atti. 
R.  Accad.  Lincei,  1908,  [v.]  17,  ii.  30). 

Complex  compounds  of  the  tungstic  acids 
with  organic  acids  have  been  obtained  by 
Grosamann  and  Kramer  (Zeitsch.  anorg.  Chem. 
1904,  41,  43) ;  and  by  Mazzucchelli  and  Borghi 
(Gazz.  chim.  ital.  1910,  40,  ii.  241) ;  and  additive 
compounds  of  the  tetra-,  penta-,  and  hsxa- 
chloride  with  organic  esters  by  Rosenheim  and 
Loewenstamm  (Ber.  1902,  35,  1U5). 

TURANITE  V.  Vanauium. 

TURANOSE.  A  sugar  CijHjjOi,  obtained 
by  heating  melezitose  with  acetic  acid.  Is  not 
hydrolysed  by  any  of  the  ordinary  enzymes  and 
is  consumed  very  slowly  by  yeast.  Rotatory 
power  [a]jj=4-71'8  shows  no  birotation  (Tanret, 
•Compt.  rend.  1906,  1424)  {v.  Cakbohydbates). 

TORF  V.  Fuel. 

TURGITE  V.  Iron  oxides,a,Tt.  Iron. 

TURKEY-RED  OILS  v.  Oils,  Fixed,  and  Fats. 

TURMERIC  {Indian  saffron  ;  Terra  merita). 
The  so-called  turmeric  root  of  commerce  is  the 
underground  stem  or  rhizome  of  Curcuma  longa 
(Linn.),  or  of  various  species  of  Curcuma — e.g.  C, 
tinctoria,  C.  viridifiora  (Roxb.),  &o.  These  plants, 
belonging  to  the  Scitamineee,  are  indigenous  to 
Southern  Asia,  and  are  there  largely  cultivated, 
being  exported  from  China,  Itfedras,  Bengal, 
Java,  Malabar,  Batavia,  and  Barbados.  Those 
Taiieties  which- are' derived  from  the  cegttial 


rhizomes  are  more  or  less  round  (Curcuma 
rotunda  [L.]),  while  the  lateral  rhizomes  are  long 
and  finger-shaped  {C.  longa).  When  of  good 
quality  these  commercial  varieties  are  hard,  and 
of  a  duU,  waxy,  resinous  fracture,  the  external 
colour  being  yellowish-grey,  and  internally 
orange-brown,  but  producing,  when  ground,  a 
somewhat  bright  yellow  powder,  having  a  strong 
characteristic  odour  and  a  peppery  bitter  taste. 

The  rhizome  of  Canna  speciosa,  a  West 
African  plant,  is  said  to  be  exactly  similar  to 
East  Indian  turmeric  in  taste,  smell,  and 
chemical  reactions  (Daniell,  Pharm.  J.  19,  258). 
It  is  cultivated  in  Sierra  Leone,  and  furnishes 
the  so-called  '  African  turmeric' 

According  to  Pelletier  and  Vogel  (Annalen, 
44,  297),  turmeric  contains  ceflulose,  gum, 
starch,  mineral  matter,  a  Btrong-smeUing  vola- 
tile oil,  a  brown  colouring  matter,  and  a  cha- 
racteristic yeUow  colouring  matter  named  by 
them  Curcumin.  Pectin  and  pectic  acid  are 
also  present  (Schutzenberger).  Kachler  (Ber. 
3,  713)  found  a- notable  quantity  of  potassium 
binoxalate. 

Pelletier  and  Vogel's  method  of  isolating  the 
curcumin  consisted  in  first  removing  the  fatty, 
resinous,  and  other  impurities  by  extracting 
pulverised  turmeric  with  water  and  carbon  disul- 
phide,  then  dissolving  out  the  colouring  matter 
with  boiling  alcohol,  and  purifying  it  by  succes- 
sive solution  in  ether  and  alcohol,  precipitation 
with  lead  acetate,  and  subsequent  treatment 
with  hydrogen  sulphide  and  extraction  with 
ether.  It  was  thus  obtained  as  an  amorphous 
yellow  powder. 

Lepage  adopted  a  similar  method,  but  after 
extraction  with  carbon  disulphide  the  colouring 
matted  was  dissolved  in  alkali,  precipitated  with 
acid,  and  finally  purified  by  means  of  ether. 

Daube  was  the- first  to  obtain  curcumin  in 
the  crystalline  state.  He  removed  essential 
oil  by  passing  a  strong  current  of  steam  over 
the  coarsely-ground  turmeric,  then  thoroughly 
extracted  it  with  hot  water,  and  finally  treated  ' 
the  dried  residue  with  boiling  benzene.  On  cool- 
ing the  solution  thus  obtained,  crude  curcumin 
separated  as  bright  orange-red  crystalline  crusts, 
which  were  pressed  between  blotting-paper, 
and  dissolved  in  cold  alcohol.  After  filtering 
off  some  yellow  flocculent  substance,  the  solu- 
tion was  precipitated  with  an  alcoholic  solution 
of  neutral  lead  acetate,  adding  finally  a  little 
basic  lead  acetate  in  order  to  neutralise  almost 
entirely -the  liberated  acetic  acid  and  prevent 
thereby  any  solution  of  the  colour-lake.  The 
brick-red  precipitate  was  washed  with  alcohol, 
suspended  in  water,  and  decomposed  with  hy- 
drogen sulphide.  The  liberated  curcumin  was 
extracted  from  the  precipitate  with  boiling 
alcohol,  from  which  it  crystallised  on  slow 
evaporation. 

Benzene  Is  very  suitable  for  obtaining  pure 
curcumin,  for  although  it  is  very  tittle  soluble 
in  this  liquid,  the  resinous  impurities  are  not 
dissolved  thereby. 

Gajewsky  (Ber.  3,  265)  obtained  crystalline 
curcumin  by  first  extracting  turmeric  root  with 
carbon  disulphide,  then  dissolving  out  the 
colouring  matter  with  ether,  and  purifying  it  by 
fractional  crystallisation  from  ether  or  benzene. 
He  detected  the  presence  of  another  colouring 
matter  and  also  traces  of  an  alkaloid.    This 
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ohemist  obtained  an  increased  yield  of  coloaring 
matter  by  washing  the  dry  ethereal  extract  with 
dilute  ammonia  to  remove  resin,  then  dissolving 
the  brittle  residue  in  boiling  concentrated  am- 
monia solution  and  precipitating  with  carbon  di- 
oxide ;  250  grms.  ethereal  extract  gave  100  grms. 
flocculent  curcumin,  m.p.  140°.  Jackson  (Ber. 
14,  485)  also  obtained  ciystallised  curcumin  by 
first  removing  the  oil  by  long  extraction  with 
carbon  disulphide^  (60  houis),  then  thoroughly 
extracting  (60  hours)  with  ether,  and  after 
washing  the  orange-coloured  extract  thus 
obtained  with  cold  alcohol  or  ether,  crystallising 
from  hot  alcohol. 

Perkin  (Chem.  Soc.  Trans.  1904,  85,  63)  pre- 
cipitates an  alcoholic  turmeric  extract  with  lead 
acetate,  washes  the  lead  compound  first  with 
alcohol  then  with  water,  and  decomposes  it 
with  dilute  sulphuric  acid.  From  the  mixture 
of  lead  sulphate  and  curcumin,  the  latter  is 
removed  with  boiling  alcohol  and  the  extract 
evaporated  and  poured  into  ether,  which  causes 
the  separation  of  tarry  impurities.  The  ethereal 
solution,  after  evaporation  to  a  small  bulk,  is 
treated  with  carbon  disulphide  and  allowed  to 
stand,  the  crystals  which  separate  from  time  to 
time  being  removed.  0-66  p.c.  of  curcumin  weis 
thus  obtained  from  turmeric. 

Curcumin  crystallises  from  alcohol  in  orange- 
coloured  prisms,  m.p.  165°  (Daube),  172° 
(Giajewsky),  178°  (Jac&on),  and  183°  (CSamician 
and  Silber,  Ber.  30,  192),  and  is  soluble  in  ether, 
forming  a  green  fluorescent  liquid.  Alkaline 
solutions  dissolve  it  with  a  reddish-brown  colour, 
which  when  neutralised  passes  to  yellow,  and 
on  this  account  it  is  useful  in  the  form  of  '  tur- 
meric paper  *  as  a  reagent  for  alkalis.  Whereas 
Daube  assigned  to  curcumin  the  formula 
C,oH.o03,Gajewsky(C4H,0)„probablyC„H„0„ 
Jackson  considered  that  CnHuOj  or  C2gH2gO, 
were  more  reasonable  expressions,  and  of  these 
Jackson  and  Menke  (Amer.  Chem.  J.  6,  78) 
preferred  the  former,  and  prepared  the  following 
derivatives  harmonising  with  this  view. 

Dihydrocwrcumin  C|(H,,04,  brownish-white 
powder,  m.p.  100°  ca.,  dihyarocunumin  anhydride 
CggHggO,,  diity  whlto  powder,  m.p.  120°  ca., 
diethylcurcumin  C,,H2204,  brownish  tar,  p- 
hrombenzyl  curcumin  CjiH,9BrOi,  pale  yellow 
crystals,  m.p.  76°-78°,  acetylcurcumin  Ci.Hi.O,, 
brownish  mass,  diacetykurcumin  CisHi,0,, 
yellow  rhombic  crystals,  m.p.  164°,  curcumin- 
tetrdbromide  CijHijOjBr,,  powder,  m.p.  185°  ca., 
tetrdbromcurcumin-  C,jHiQBrj04,  red  powder, 
pentabromcurcumindibromide  Ci«H,Br,0,-Br2, 
red  powder,  m.p.  120  ca.,  potaaaium  curcumin 
KCi(H,,04,  red  powder,  and  dipotaasium 
curcumin  iLjCu'H.iiOi,  red  needles.  By.  fusion 
with  alkali  curcumin  gives  protocatechnic  acid, 
when  oxidised  with  permanganate  vanillin,  and 
the  diethyl  ether  by  similar  treatment  yields 
vanillic  acid  ethyl  ether.  Jackson  and  Menke 
represented  curcumin  by  the  following  formula 
C,H,(0H)(0CH,)CH(C5H,)C0,H 

(CH:pCH, :  0H=1  :  3  :  4). 

Ciamician  and  Silber  (Ber.  30,  192),  as  the 
result  of  methoxy  determihations,  assigned  the 
formula  C21HJ0O,  or  C,8H,404(OCH,)j  to 
curcumin,  and  prepared  diacetykurcumin 
C2iH,80,(C2HsO)2,  needles,  m.p.  170°-171° ;  and 
caieimin  dimethyl  ether  Cj,Hi202(OCH,)4, 
yellow    needles,    m,p.    135°.     Digested    with 


hydroxylamine  hydrochloride  in  alcoholic  solu* 
tion  curcumin  gave  the  compoumd 

C,lH„NO^(t■.e.  C,iH„0,NOH-H,0), 
needles,    m.p.    178°,    whereas   phenylhydrazine 
gave    a    substance    crystallising   in    colourless 

Perkin  (Chem.  Soc.  Trans.  1903,  83,  140,  and 
1905,  85,  63)  by  means  of  alcoholic  potassium 
acetate,  obtained  from  curcumin  the  mono- 
potassium  salt  C,,H,,0,K,  fine  orange-red 
needles.  A  benzoyl  curcumin,  pale-yellow 
needles,  m.p.  176°-178°,  was  also  prepared  and 
gave  by  the  cryoscopic  method  numbers,  harmon- 
ising with  Ciamician  and  Silber's  formula. 

Molecular  weight  determinations,  however, 
according  to  Jackson  and  Clarke  (Ber.  1905, 
38, 2712),indicated  the  correctness  of  the  formula 
C,4H,404,  and  again  (ibid.  1906,  39,  2269)  these 
authors  pointed  out  that  unless  special  care  is 
employed  Zeisel's  method  gives  erroneous 
figures  with  cureumin.  When  heated  with 
hydriodic  acid  at  120°  a  correct  result  is  given, 
but  above  this  temperature  curcumin  gives  a 
colourless  oil  rich  in  iodine  (75-75  p.c),  which 
reacts  with  the  alcoholic  silver  nitrate  solution. 

Von  Kostanecki  and  Lampe  (ibid,  1910,  43, 
2163)  consider  that  Ciamician  and  Silber's 
formula  C21H20O,  correctly  represents  cureumin, 
and  describe  dicarbometJuxcy-curcumin 

C.,H„D2{0C00CH,),(0CH,)„ 
yellow    prisms,    m.p.    150°,    and    dicarbethoxy 
curcumin,  yellow  leaflets,  m.p.  149°-150°. 

When  curcumin  is   boiled  with  potassium 
hydroxide  solution,  vanillic  acid  and  ferulic  acid 
CH5O 
HO<^~S— CH :  CH-COOH 

are  produced.  As  a  result  these  authors  con- 
sider that  the  constitution  of  this  colouring  matter 
is  as  follows — 

(1)  (3)      (4) 

f^  ^CO-CH :  CH-C,H,(OCH,)OH 
^^»^COCH :  CHC,H,(OCH,)OH 
(1)  (3)      (4) 

Further  support  for  this  formula  is  given  by 
the  fact  that  cureumin,  like  ^-diketones,  gives 
when  treated  with  hydroxylamine  an  tVo-oxazole 
derivative,  and  the  compound  prepared  by 
Ciamician  and  Silber  is  probably  i-i'-dihydroxy- 
3-S' -dimethoxy-a :  y-diatyrylisoxazcHe 

CH :  CH-C,H,(OCH,)0H 

#  VtlU 
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CH :  CHC,H,(OCH,)OH 
It  is  well 'known  that  a  mixture  of  boric  and 
hydrochloric  acids  imparts  to  turmeric  paper  a 
brown  colour  which  is  turned  blue  by  alkahs. 
This  reaction  was  investigated  by  Schlum- 
berger  (Bull.  Soc.  Chem.  [ii.]  6,  194),  who 
found  that  when  an  alcoholic  extract  of 
turmeric  is  heated  in  a  sealed  tube  with  boric 
acid,  a  red  crystalline  boric  acid  derivative  is 
produced,  soluble  in  alkaline  solutions  with  a 
purple-violet  colour.  Boiling  water  decomposes 
this  compound  with  elimination  of  boric  acid, 
and  formation  of  psevdo-curewnin,  a  yellow 
powder.  If  the  alcoholic  solution  of  theborio 
acid  compound  is  digested  with  strong  hydro- 
chloric acid,  a  black  substance  separates,  whereas 
boric  acid  remains  in  the  liquid.    On  extracting 
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the  black  tiowdef  with  a  mixttire  of  alcohol  and 
acetic  acid,  the  filtrate  deposits  green  iridescent 
crystals  of  rosooyanine. 

Sasoe  anine  is  readily  soluble  in  alcohol  con- 
taining a  trace  of  mineral  acid  and  dissolves  in 
ammonia  solution  with  a  blue  colour.  It  is 
according  to  Sohlnmberger,  an  unstable  sub- 
stance, and  if  boiled  for  a  long  time  with  alcohol, 
is  converted  into  pseudo-curcumin. 

Jackson  and  (aarke  {I.e.)  prepared  rosooya- 
nine by  heating  a  solution  of  curcumin  in  dilute 
alcohol  with  boric  and  sulphuric  acids,  and 
describe  it  as  a  purphsh-red  powder,  closely 
resembling  powdered  rosaniUne.  These  authors 
consider  it  to  be  isomeric  with  curcumin 
CjfHjiOj,  and  describe  an  ammonium  lalt 
C,4H,,0«NH4,  and  a  potassium  salt  CitHj,04K, 
both  of  which  possess  an  intense  blue  colour. 
The  tinctorial  properties  of  curcumin  are-  of 
special  interest,  for  not  only  is  it  a  strong 
colouring  matter  tovrards  mordants,  but  with 
cotton,  wool  and  silk  behaves  also  as  a  substan- 
tive dyestuS,  In  the  latter  case  it  is  only 
necessary  to  add  the  material  to  a  boiling 
decoction  of  the  colouring  matter.  Though 
considerably  employed  up  to  within  recent  years 
by  the  wool  and  silk  dyer  in  the  formation  of 
oUves,  browns,  and  other  compound  colours 
turmeric  is  now  but  rarely  employed  for  dyeing 
purposes  in  England.  In  India,  however,  it 
appears  to  be  stui  in  vogue. 

Cotton  is  usually  dyed  in  a  decoction  of 
turmeric  rendered  slightly  acid  by  the  addition 
of  a  little  acetic  acid,  or  alum  may  be  employed. 
The  colour  does  not  resist  either  the  action  of 
light  or  of  alkalis,  and  readily  acquires  a  brown- 
ish-red tint.  Wool  may  be  dyed  without  any 
addition,  keeping  the  temperature  about  60°. 
By  previously  mordanting  with  alum  a  brighter 
effect  is  produced,  whereas  tin  mordant  gives  a 
more  orange  colour.  Potassium  dichromate  and 
ferrous  sulphate  employed  in  d,  similar  manner 
yield  respectively  oEve  and  brown  coloured 
shades. 

Silk  is  preferably  dyed  in  an  acid  bath,  and 
is  sometimes  previously  mordanted. 

Turmeric  oil  is  the  thick  orange-coloured  aro- 
matic oil  present  to  the  extent  of  3-23  p.c.  in  tur- 
meric from  which  it  can  be  extracted  by  means  of 
carbon  disulphide.  Bolley  examined  the  portion 
distilling  over  at  230°-250'',  and  considered  it  to 
be  identical  with  carvol,  whereas  Grajewsky  (I.e.) 
found  the  portion  distilling  overat  220°-228°  con- 
tains less  carbon  and  more  hydrogen  than  that 
which  passes  over  at  a  higher  temperature.  On 
oxidising  the  latter  portion  with  chromic  acid,  an 
acid  oil  is  obtained  which  contains  valeric,  cap- 
loio,  and  terephthalic  acids.  -Jackson  and  Menke 
{l.e.)  analysed  that  portion  which  distils  over  at 
28S°-290°,  and  gave  it  the  formula  C,,H2,0, 
and  the  name  turmerol,  and  obtained  turmeryl 
eMoride  C,,H2,C1,  sodium  turmerol  Ci|H„ONa, 
and  turmerol  isobutyl  ether  C,,H2,0-C,H,.  With 
permanganate  turmerol  gave  terephthalic  acid, 
turmeric  acid  C„Hi40„  and  apoturmeric  acid 
C,,H,,0«  or  C,,H,,04.  According  to  Rupe 
(Ber.  1907,  40,  4909)  when  turmeric  oil  is 
boiled  with  dilute  sodium  hydroxide  solution  a 
substance,  b.p.  166°/12  mm.,  apparently  not 
identical  with  Jackson  and  Menke's  turmerol, 
is  produced.  Stronger  alkali  yields  an  optically 
Mtive  ketone  Cj,^,0,  curcumone,  b.p.  119°- 


I2Q°/8  mm.,  which  givis  a  seinicarbazone,  m.p. 
119-6°-120-5°,  an  oxime,  b.p.  159711  mm.,  and 
condensation  products  with  aromatic  aldehydes. 
With  permanganate  the  ketone  gives  -p-meihyU 
acetophenone  and  terephthalic  acid,  and  with  alka- 
line hypobromite  the  acids  C,,Hi,0,,  m.p.  150°, 
and  C,sH„Oi,  m.p.  33°-34*.  By  the  further 
action  of  permanganate  the  latter  yields  a  dicar- 
boxylic  acid  CijHuOj,  m.p.  228°.  Rupe) 
Luksch,  and  Steinbach  (Ner.  1909,  42,  1616, 
were  unable  to  isolate  from  turmeric  oil  the 
turmerol  of  Jackson  and  Menke  having  sp.gr. 
0-9388at20'and[o]»-27-46.  By  digestion  with 
alcohol  and  30  p.c.  potassium  hydroxide  solution 
the  ketone  Gi,HijO,  curcumone  was  obtained, 
which  has  b.p.l21°/10mm.,  sp.gr.0-9566at20°,n„ 
1-60526,  [aj^SO-Sd,  and  yields  the  •g-iromophenyU 
hydrazone,  m.p.  71°.  It  condenses  with  benzalde- 
hyde  to  form  the  compound  C,,Hj,0  :  CH-C,H„ 
m.p.  106°,  and  with  piperonal  and  anisic  aldehyde 
similar  compounds  melting  respectively  at  86° 
.and  77°-78°  are  produced. 

"  The  acid  Oi,Hi,0,  (l.t.),  m.p.  33°-34°,  is 
called  curcumic  acid,  and  appears  to  be  identical 
with  Jackson  and  Menke's  turmeric  acid  (Rupe 
and  Steinbach,  Ber.  1910,  43,  3466).  By  oxida- 
tion with  permanganate  it  gives  terephthalic 
acid,  j)-toIymethylketone,  and  the  acid  Ci^Hj^O,, 
m.p.  226°-228°  \l.c.),  and  this  possibly  consists 
of  apoturmeric  acid  (J.  and  M.),  Although  it 
was  considered  that  curcumic  acid  might  be 
Y-ji-tolylvaleric  acid,  the  synthesis  of  this  latter 
compound  showed  that  the  two  substances  are 
not  identical  but  similar  (ibid.  191 1,  44,  684). 
Again  curcumic  acid  is  not  p-tolyl-a-methyl- 
butyric  acid  (Rupe  and  Biirgin,  ibid.  1218). 
Rupe  and  Steinbach  (I.e.)  consider  that  curcu- 
mone is  to  be  regarded  as  a  benzene  derivative 
containing  two  parasubstituents,  one  being 
methyl,  and  the  second,  one  or  other  of  the 
groups  -CHMe-CHj-CHj-COMe, 

•CHMe-CHMe-COMe,  or  .CMcEt-COMe, 
whereas  in  curcumic  acid  the  group  COMe  is 
replaced  by  COOH.    See  also  Sohimmel   &  Co. 
(Bericht,  April,  1911).  A.  G.  P. 

TURMERIC  ACID  v.  Tuemebic. 

TURMERINE   v.  Pbimuline  and  its  de- 

BIVATIVES. 

TURMERYL  CHLORIDE  v.  Turmekic. 

TURNBULL'S  BLUE.  A  variety  of  Prussian 
blue,  V.  CTAiriDES. 

TURNER'S  YELLOW.  Paierd  yettow.  Lead 
oxyohloride  3PbO-Pba, 

TURNIP.  A  biennial,  cruciferous  plant,  pro- 
ducing in  the  first  year  a  large  root  stock  con- 
taining a  store  of  carbonaceous  and  nitrogenous 
matter  intended  for  the  formation  of  flower- 
stem  and  seeds  in  the  second  year.  This 
'  root '  is  the  chief  valuable  product  for  which 
the  crop  is  grown.  Many  varieties,  differing  in 
the  shape,  size,  and  colour  of  the  root,  are  known, 
but  they  may  all  be  classed  as  belonging  to  two 
species — the  '  white  turnip,'  or  simply  Uurnip' 
Brassica  rapa  (Linn.),  or  B.  rapa  rapifera 
(Metzger),  and  the  '  Swedish  turnip,'  or  '  Swede,' 
known  often  as  '  ruta-baga  *  in  America,  Brassica 
campestfis  rutabaga  (Linn.),  or  B.  napus  estvlenta 
(DC.).  There  are  many  varieties  of  each,  but 
as  a  rule  '  turnips '  have  rougher  leaves,  of 
greener  colour,  and  the  root  has  white,  or,  in 
gome  cases,  yellow  flesh ;  whilst '  swedes '  possesj 


67-t 


TDRNIP. 


Bmoothet  leaves  of  a.  bluish-green  cojour,  ancl 
the  roots  have  yellow  flesh.  The  leaves  of  the 
turnip  spring  directly  from  the  root,  whiUt  those 
of  the  swede  arise  from  a  distinctly  marked 
'  neck.' 

Both  types  grow  best  in  cool,  damp  climates ; 
in  hot,  dry  countries  the  roots  tend  to  become 
very  woody  and  fibrous.  Swedish  turnips  resist 
frost  better,  and  can  be  grown  in  stifler  soils 
than  the  white  varieties ;  they  also  keep  better 
after  gathering. 

According  to  Konig,  the  following  figures 
represent  the  average  composition  of  the  two 
types- 
Other 
Pro-  N-free 

Water  tein  Fat  Sugar  ext.  Fibre  Ash 
White  turnips  90-67  1-12  0-24  2-55  3-55  1-11  0-76 
Swedes  .  88-88  1-39  0-18  3-02  4-35  1-44  0-74 

Great  variations  in  composition,  however, 
have  been  observed,  the  most  important  factors, 
in  order  of  importance,  being  apparently,  season, 
variety,  size  of  root,  district,  and  soil.  Even 
with  the  same  vari6ty,  grown  under  the  same 
conditions,  and  with  roots  of  approximately  the 
same  size,  considerable  variations  in  the  com- 
position oJE  individual  roots  are  found,  e.speoially 
in  the  amount  of  suga*.  Thus,  Collins  (Jj  Soc. 
Chera.  Ind.  1901,  20,  536)  found  in  25  individual 
roots  of  XL  All  swedes,  the  proportion  of  sugar 
varied  from  4-5  to  7-8  p.c,  with  an  average  of 
6-27  p.c. 

The  variation  with  season  is  considerable ; 
Collins,  as  the  average  of  12  varieties  of  swedes 
grown  in  1900,  found  a  sugar  content  of  6-26  p.c, 
wliile  the  same  varieties,  in  1901,  gave  an 
average  of  only  4-05  p.c.  of  sugar.  Analogous 
to  the  effect  of  season  is  that  of  local  climate ; 
even  in  Britain  this  effect  is  seen.  In  1904 
several  varieties  of  swedes  were  gro^vn  simul- 
taneously in  Cambridgeshire,  Norfolk  (2  centres), 
and  Ross-shire  (4  centres),  and  the  resulting 
crops  were  examined  for  dry  matter  and  sugar 
content.  ^    . 

The  following  figures  show  the  sugar  contents 
of  5  varieties,  as  grown  at  the  various  centres — 

Cam-  K'oifolk  Hoss-shire 
Variety  hridge  1  2  Mean  12  3  4  Mean 
Fell's  Bronzetop  6-5  6-1  8-0  T'O  7-2  7-3  7-1  8-0  7-4 
Kew  Arctic  .  frl  6-0  8-1  70  6-9  7-2  7-1  7-9  7'3 
Magnum  Bonum  6-3  5-7  7-6- 6-6  6'8  7-2  6-6  8-1  7-2 
XL  AH  .  .  6-0  60  7-4  6-7  6-8  6-8  6-7  75  7-0 
Carter's  Elephiint  63  5-6  7-0  6-3  6-7  6-9  6-37-4  7-0 

Average  .         .  6-2  59  7-6  6-7  6-9  7-1  6-0  7-8  7-2 

These  results  ■  clearly  show  that  the  roots 
grown  in  the  moist,  cool  climate  of  Ross-shire 
were,  on  the  average,  richest  in  sugar,  while 
those  grown  in  the  hot,  dry  climate  of  Cam- 
bridgeshire were  the  poorest  (Guide  to  Expts, 
1906,  Dept.  of  Agric.  Univ.  of  Cambridge); 

So,  too,  Hendrick  (Bull.  1,  Coll.  Agric.  Univ. 
of  Aberdeen,  1904)  found,  as  the  average  of 
analyses  of  21  varieties  of  swedes,  grown  in 
Aberdeenshire,  11-7  p.c.  of  dry  matter,  and 
5-15  p.c.  of  sugar,  while  ,9  varieties  of  turnips 
yielded  an  average  of  9-48  p.o.  of  dry  matter, 
and  4-55  p.o.  of  sugar ;  and  Wood  (Guide  to 
Expts.  Dept.  of  Agric.  Univ.  of  Camb.  1906) 
found  as  the  mean  of  the  analyses  of  5  varieties 
of  swedes,  grown  in  Cambridgeshire-  (1  centre) 
and  Norfolk  (2  centres),  10-8  p.o.  of.  dry  matter 
and  6-6  p.c.  of  sugar,  and  for  7  varieties  of  white 


turnips  7-81  p.c.  of. total  dry-  matter,  and  4-24 
p.c.  of  sugar.  ■   • 

The  effect  of  soil  upon  the  composition  of 
the  roots,  although  perceptible,  is  not  great. 
That  of  manuring  is  very  great  upon  the  yield, 
but  is  comparatively  small  upon  the  composition, 
except  in  so  far  as  it  affects  the  size  of  the  roots. 

The  effect  of  size  of  root,  in  any  variety,  is 
considerable,  small  roots  being  invariably  richer 
in  solid  matter,  especially  sugar,  than  large 
ones.  This  is  well  seen  from  the  following 
analyses  by  Hendrick  (J.  Soo.  Chem.  Ind. 
1897,  16,  213)  of  two  samples  of  'Achilles' 
turnips — 

Average  wt.  Pry 

of  1  root  Water  matter  Sugar  Total  N  Alb.  N  Ash 
51b.  loz.  92-8  7-2  3-93  0-192  0-108  0-56 
21b.  I4oz.   91-3     8-7      4-62    0148   0076  0-64 

In  view  of  these  many  circumstances  affecting 
the' composition  of  the  roots,  it  is  obviously  of 
little  value  to  attempt  to  give  any  representative 
composition  of  turnips. 

It  may,  however,  be  of  interest  to  quote  the 
figures  given  by  KeUner  and  by  Warington  as 
representing  the  average  composition  of  turnips 
and  swedes. 

KeUner  gives — 

N-free    Crude 
Water    Protein    Fat    extract    fibre    Ash 
Swedes      87  8        1-5      0-2      8-2        1-3     0-9 
Turnips     91-5        0-9      0-1       6-0        0-8     0-7 

Warington's  figures  are — 

Amides,  N-free  Crude 
Water  Prbteids  etc.  Fat  extract  flbre-Ash 
Swedes  89-3  0-7  0-7  0-2  7-2  1-1  0-8 
Turnips  91-5  0-5  0-5  . 0-2  5-7  0-9  0-7 
The  protein,  i.e.  total  N  X  6-25,  in  the  above 
analyses,  contains  a  considerable  and  variable 
quantity  of  non-proteid  substance.  Konig 
states  that  from  35  to  55  p.c.  of  the  total  nitrogen 
is  present,  partly  as  amides  or  amino  acids, 
partly  as  nitrates.  Warington  estimates  the 
non -albuminoid  nitrogen  in  turnips  at  49  p.c. 
of  the  total  nitrogen,  but  gives  as  the  average 
digestibh  albuminoids  0-2  p.c.  in  swedes,  and 
0-1  p.c.  in  turnips.  CoUius  (Z.c.)  found,  in 
'  Monarch  '  swedes,  the  real  albuminoids  varied 
from  0-47  to  0-63  p.c,  while  the  amides,  &c., 
ranged  from  0-34  to  0-61  p.c  Hendrick  (i.e.) 
found  the  proportion  of  non -albuminoid  nitrogen 
to  total  nitrogen  varied  from  27  to  42  p.c.  in 
yellow  turnips,  and  from  23  to  59  p.c.  in  '  Best 
of  AH  '  swedes.  In  the  days  when  the  '  nitro- 
genous substances  '  or  ,'  albuminoids  '  in  food- 
stuffs, were  estimated  by  multiplying  the  total 
nitrogen  by  6-25,  turnips,  in  common  with  other 
roots,  gave  results  on  analysis  which  indicated 
that  they  possessed  greater  feeding  value  than 
actual  experience  showed  them  to  have.  If, 
however,  distinction  is  .  made  between  tnie 
proteids  and  amino  compounds,  amides,  and 
nitrates,  the  nutritive  value  of  turnips,  as 
assessed  by  analysis,  seems,  in  most  cases,  to 
be  much  less  than  their,  actual  efficiency  as  foods 
(t>;  Ingle,  Trans.  High.  &  Agric  Soc  Scotland, 
1910,  22,.  178;  also  Hendriet,  ihid.  150).  It, 
would, seem,  in  fact,  that  either  the.  true  albumi- 
noids in  turnips  are  much  more  digestible  ihan 
has  hitherto  been  admitted,  or,  more  probably, 
that  the  amino  oompourids  may,  under  certain 
conditions,  behave  like  albuniinoids,  in  building 
up  animal  tissue. 
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Tke  gugara  present  in  turnips  are  dextrose, 
Isevuloso,  and  sucrose,  the  invert  sugars  largely 
predoijiinating.  The  other  N-free  extractives 
include  pectins,  pentosans,  and  cellulose. 

The  ash  of  turnips  varies  greatly  in  composi- 
tion and  amount.  According  to  figures  compiled 
by  Konig,  the  whole  ash  varies  from  4-9  to  14-ft 
p.c.  of  the  dry  matter,  while  the  potash  in  the 
ash  may  range  from  26  to  62  p.c.,  the  lime  from 
6-5  to  15-9  p.c,  and  the  phosphorus  pentoxide 
from  5-5  to  18-9  p.c.  The  mean  of  32  analyses 
of  the  ash  gave — 

KjO    NajO  CaO   MgO    TeoO,    P2O5    SO,    SiO,    CI 
45-4    9-8  10  6    3-7       0-8      12  7    11-2    1-9    6-0 

The  upper  halt  of  a  root  is  richer  in  solid 
matter  than  the  lower,  and  due  allowance  must 
be  made  for  this  fact  in  sampling  turnips  for 
analysis. 

Turnip  leaves  are  sometimes  used  for  feeding 
purposes ;  according  to  Kellner  they  contain,  on 
the  average — 

Water  Protein  Fat  N-free  extract   Crude  fibre  Ash 
88-4      2-2      0-5  5-3  1-5  21 

Turnips,  like  other  plants  of  the  genus 
Brasaica,  contain,  thio  compounds,  and  when 
they  decay  or  even  suffer  slight  decomposition 
by  boiling,  they  evolve  unpleasant-smelling  sul- 
phur compounds,  among  which  mercaptans  are 
probably  included.  , 

Turnips  require  liberal  supplies  of  phosphates, 
and  phosphatic  manures,  generally  superphos- 
phates, are  almost  invariably  used  for  this 
crop.  For  a  study  of  the  destination  of  phos- 
phates and  nitrogen  when  applied  as  a  manure 
to  turnips,  v.  Somerville  and  Smith  (J.  Soo.  Chem. 
Ind.  1897,  16,  19).  H.  I. 

TURPENTINE  v.  Oils,  bssbntiai,  ;  also 
Terpen"  T'S 

TURPENTINE  VARNISH  «.  Vabnish. 

TURPETH  or  TURBITH  MINERAL.  An  old 
name  for  basic  mercuric  sulphate  HgS04-2HgO, 
sometimes  called  Queen's  yellow,  v.  MBRcnRy. 

TURPETH  or  TURBITH  ROOT.  The  root 
of  the  convolvulaceous  plant  Ipomaea  Tur- 
pethum  (R.Br.)  [Operculina  Turpethum  (Peter)], 
found  in  India  and  Australia.  It  contains 
a  volatile  oil  and  a  drastic  resin,  turpethin 
G3,H5,Oig,isomeric  with  jalapin  and  scammonin. 
When  treated  with  dilute  mineral  acids  this  sub- 
stance is  hydrolysed  into  glucose  and  turpeiholic 
acid  CjjHjjOi  (v.  Boutron-Charlard,  J.  Pharm. 
Chim.  8,  131 ;  Spirgratis,  J.  pr.  Chem.  [i.]  92,  97). 

TURPETHIN  V.  Gutoosides. 

TURQUOISE  or  CALAITE  {T-urkU,  Ger.). 
A  gem-stone  which  has  often  been  regarded  as 
a  hydrated  aluminium  phosphate 
2Al203-P205,5HjO, 
accidentally  coloured  by  copper  and  iron  phos- 
phates. It  has  been  shown,  however,  by  S.  L. 
Penfield  (Amer.  J.  Sci.  1900,  10,  346)  that  the 
latter  enter  into  the  constitution  of  the  mineral, 
and  he  writes  the  formula  as — 

[Al(0H)j,Fe(0H)j,Cu(0H),H]3P0i 
representing  a  derivative  of  orthpphosphoric 
acid  with  uie  hydrogen  atoms  largely  replaced 
■  by  the  univalent  radicles  A1(0H)2,  &o.  In 
some  analyses  approximately  two-thirds  of  the 
hydrogen  atoms  are  so  replaced,  and  the  formula 
becornes  Rj'HPO,.  The  amount  of  copper 
ranges  from  2*0  to  8-5  p.c.  OuO,  and  the  iron 


from  01:  to  4'0  .p.c.  'fejO,.  .  The.fflinera,!  is 
soluble  in  hydrochloric  acid  without  disoqlora- 
tion  ;  when  heated  it  loses  water  and  blackens. 
It  is  opaque  (or  translucent  in  thin  chips)  with 
a  sky-blue  to  gxeen  colour,  and  on  the  polished 
surface  shows  a  soft,  waxy  lustre;  sp.gr.  2-6- 
2-8;  H.  6.  Turquoise  occurs  as  oryptocrystal- 
line  masses,  sometimes  with  nodular  or  stalactitic 
surfaces,  in  crevices  in  rocks,  more  especially 
in  those  of  volcanic  origin.  The  best  quality 
of  material  has  for  centuries  been  mined  near 
Nishapur  in  Persia,  and  being  exported  to  the 
west  through  Turkey  it  came  to  be  known  as 
turquoise.  Deposits  in  the  Sinai  Peninsula 
were  worked  .by  the  ancient  Egyptians.  Ancient 
mines,  worked  in  prehistprio  times,  are  also 
known  in  Mexico  and  in  the  state  of  New  Mexico. 
Considerable  quantities  (17  tons  in  1909,  and 
8J  tons  in  1910)  are  now  obtained  from  Nevada, 
New  Mexico,  Arizona,  California,  and  Colorado 
(D.  B.  Sterrett,  Min.  Res.  U.S.,  Annual  Reports 
for  1910  and  earlier).  Recently,  minute  crystals 
of  turquoise  have  been  described  from  Campbell 
Co.,  Virginia  ;  these  are  triclinic  and  isomorphous 
with  chalcosiderite  (W.  T.  Schaller,  Amer.  J. 
Sci.  1912,  33,  35). 

Turquoise  has  been  imitated  by  subjecting 
to  pressure  a  mixture  of  aluminium  and  copper 
phosphates.  Very  clever  imitations  are  also 
made  of  glass ;  these  may  be  detected  by  the. 
bright,  glassy,  conchoidal  fracture  when  chipped 
at  the  edges — the  fracture  of  turquoise  being  dull 
and  finely  granular. 

Bone-turqvmse  or  odoniolite  is  fossil  bone  or 
ivory  coloured  by  the  iron  phosphate  vivianite, 
or  perhaps  sometimes' artificially  stained  by  a 
copper  solution.  It  can  be  recognised  under 
the  microscope  by  its  organic  structure.  It 
efEervesces  with  acid,  and  gives  a  smell  of  burning 
when  heated.  L.  J.  S. 

TUTENAG  or  TUTENAGUE.  Chinese  silver. 
Packfong.     An  alloy  resembling  German  silver. 

TYPE  METAL  v.  Tin. 

TYRIAN  PURPLE  v.  Purple  of  the 
Ancients. 

TYROSINE,  Tp-hydroxyphenylalanine,  p- 
hydroxy-P-pheriyl-a-aminopropionic  acid 
H0-0,H.CHj-CH(NHj)CO2H, 
was  so  ^amed  by  Liebig,  who  first  obtained  it  by  . 
fusing  freshly  prepared-  cheese  (rw/xfr)  with 
caustic  potash  ( Annalen,  1846, 57, 127).  It  occurs 
widely  spread  both  in  the  animal  and  vegetable 
kingdoms,  forming  one  of  the  most  common 
products  of  proteid  hydrolysis,  and  occurring  in 
the  free  state  in  the  seedlings  and  young  shoots 
of  the  vetch  (Vicia  saliva)  (GoruprBesanez,  Ber. 
1877,  10,  781),  the  gourd  ,(CucurUta  pepo) 
(Schuize  and  Barbieri,  ibid.  1878,  11,  710, 1233) ; 
the  lupins  (Lupinus  liUeus,  L.  albus)  (Sohulze, 
tM.  1878,  12,.  1924;  Wassilieff,. Landw.  Ver- 
suohs  Stat.  1901,  55,  45) ;  in  the  tubers  of 
potatoes  (ScHanum  tuberosum)  (Sohulze,  Ber. 
1879,  12,  1924),  the  swede  (Brassica  rapa),  the 
dahlia  {Dahlia  variabilis)  (Borodin,  Botan.  Zeit. 
1882,  590 ;  Leitgeb,  Chem.  Zentr.  1888,  1397 ; 
Bertrand,  Compt.  rend.  1896,  122,  1215) ;  m  the 
tuberculesof  iStaciys  tuhifera  (PlantaandScnulze,, 
Ber.  1890,  23, 1698) ;  in  the  juice  pf  sugar  beet 
{Beta  vulgaris)  (v.  Lippmann,  ibid.  1884,  17, 
2836),  in  celery  (Apium,  graveolens)  (Bamberger 
and  Landsiedl,  Monatsh.  1904,  25,   1030);    in 
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the  unripe  seeds  of  the  French  bean  {Phaseolus 
Vulgaris]  (Pfenninger,  Ber.  Deut.  bot.  Ges. 
1909,  27,  227),  the  pea  (Pisum  saiivum)  (Schulze 
and  Winterstein,  Zeitsch.  physiol.  Chem.  1910, 
65,  431) ;  in  the  green  pods  of  the  broad  bean 
(Bourquelot  and  Herissey  (J.  Pharm.  Chim. 
1898  [vi.]  8,  385j ;  in  the  juice  of  elderberries 
{Sambueus  nigra)  (Sack  and  Tollens,  Ber.  1904, 
37,  4116) ;  in  fungi  (Winterstein,  Zeitsch. 
physiol.  Chem.  1899,  26,  438).  In  the  animal 
kingdoio,  tyrosine  is  found  in  caterpillars,  crabs, 
spiders,  and  beetles  (t.  Lippmann,  I.e.)  and  in 
cochiueal  (Warren  de  la  Rue,  Annalen,  1848,  64, 
1) ;  in  the  larva  of  I/ucilia  Caeaar  (Gessard, 
Compt.  rend.  1904.  139,  644);  it  occurs  in 
Emmenthaler  and  in  Roquefort  cheeses  (Bcnecke 
and  Schulze,  Landw.  JahrbUcher,  1887,  16,  317 ; 
Winterstein  and  Thony,  Zeitsch.  physiol.  Chem. 
1902,  36,  28 ;  Doz,  J.  Amer.  Chem.  Soc.  1911, 
33,  423).  Under  normal  conditions,  tyrosine  is 
not  found  in  the  liver  or  blood  of  men  and  animals, 
but  occurs  under  certain  pathological  conditions 
(Frerichs  and  Staedeler,  J.  1856,  702 ;  Hoppe- 
Seyler,  Zeitsch.  physiol.  Chem.  1881,  6,  348; 
Neuberg  and  Richter,  Deut.  med.  Wochensoh. 
30,  499;  Huber,  Archiv.  Heilkunde,  18,  485; 
Wyss,  Sohweiz.  Zeitsch.  Heilkimde,  1864). 

Preparation.  Tyrosine  is  most  conveniently 
prepared  from  silk  by  hydrolysing  with  fuming, 
hydrochloric  acid,  and  evaporating  the  product 
under  reduced  pressure  to  dryness  ;  the  residue 
is  dissolved  in  water  and  a  stream  of  ammonia 
passed  through  the  solution ;  it  is  then  again 
evaporated  to  dryness,  and  the  residue  treated 
with  cold  water,  when  the  tyrosine  is  left  un- 
dissolved :  or  the  whole  residue  may  be  boiled 
with  water  and  animal  charcoal,  and  from  the 
filtrate  pure  tyrosine  crystallises  out  quanti- 
tatively :  one  lalo  of  silk  yielding  50-65  grms.  of 
tyrosine  (Abderhalden,  Zeitsch.  physiol.  Chem. 
1912,  77,  75 ;  Abderhalden  and  Teruuchi,  ibid. 
1906,  48,  528). 

Synthesis,    Staedeler   (Annalen,    1860,    116, 
57)  was  the  first  to  show  that  tyrosine  was  an 
aromatic  compound,  since  it  yielded   chloranil 
(tetrachloroquinone)  on  treatment  with  chlorine  ; 
but  its   constitution   as  ji-hydroxy-fl-phenyl-o- 
aminopropionio  acid  was  not  established  until 
1882  when  Erlenmeyer  and  Lipp  (Ber.  1882,  15, 
1544;     Annalen,    1883,    219,    161)    preparefl 
racemic  tyrosine  from "  phenylacetaldehyde  by 
the  following  series  of  reactions  :  pTienylacetalde- 
Jiyde  on  treatment  with  hydrogen  cyanide  gave 
phenyUactonitrile ;      this     was     converted     by 
ammonia  into  the  nitrile  of  phenylalanine  which, 
on    hydrolysis,    gave   phenylalanine ;     p-m'fro- 
phenylalanine   on    reduction    gave   the    corre- 
sponding   amino    compound    from    which    p- 
hydroxyphenylalanine  (r-tyrosine)  was   produced 
by  the  action  of  nitrous  acid. 
C.HjCHj-CHO  ->  C.H5-CHj-CH(0H)CN 
->  C,H.-CHj-CH(NHj)CN 
■->  C,H5-CH,-CH(NHs)C0jH 
->  NOj-C,H,-CHj-CH(NHj)COjH 
->  NH2-C,H4-CHs-CH(NH,)CO,H 
->  H0C.H,CHjCH{NH8)C0,H 
A  more  convenient  method  of  synthesis  is 
that    due    to    Erlenmeyer    jun.,    and    Halsey 
(Annalen,  1899,  307,  138),  in  which  p-hydroxy- 
benzaldehyde  and  hippurio  acid  condense  in  the 
presence   of   acetic   anhydride   and   anhydrous 
Dodium  acetate  to  form  the  acetyl  derivative  of 


the     laclimide     of     n.hydroxy-a-tenSoytam%ne^ 

/NBz 
cinnamic  acid,  OAcC-H.-CH :  0<  I      .   This,  on 

^CO 
hydrolysis  With  alkali,  gives  Tp-hyiroxy-a-lenzoyU 
aminocinnamic  acid 

HO'CeHjCH :  C(NHBz)CO  jH 
from  which  by  reduction  benzoyltyrosine 

H0-C^4CHj-CH(NHBz)C0jH 
is  obtained  and  converted  by  hydrolysis  with 
acids  into  t-tyrosine.  Another  method  of 
synthesis  which  can  also  be  extended  to  the 
preparation  of  halogenated  derivatives  of 
tyrosine  is  described  by  Wheeler  and  HoSmann 
(Amer.  Chem.  J.  1911,  45,  368;  cf.  Wheeler, 
HoSmann  and  Johnson,  Bio-Chem.  J.  1911,  10, 
147  ;  Johnson  and  Bengis,  J.  Amer.  Chem.  Soc. 
1912,  34,  1061).  This  method  consists  in  con- 
densing a  suitable  aldehyde  with  hydantoin, 
reducing  and  hydrolysing  the  product ;  thus 
hydantoin  and  anisaldehyde  yield  anisylidene- 

/CONH 
hydantoinMeO  ■CMi-CH.-.CC  I    which,  when 

^NH-00 
boiled  with  hydrogen  iodide  is  converted  into 
tyrosine  together  with  a  small  quantity  of  4-p- 
hydroxybenzoylhydarUoin  {tyrosir^ehydardoin) 
/CO-NH 
0HC,H4-CH,-CH<         I 

from  which  tyrosine  can  be  obtained  by  boiling 
with  baryta  water. 

Properties.  J-Tyrosine,  the  natural  product, 
is  also  obtained  by  the  resolution  of  fi-a2-benzoyl- 
tyrosrne  through  its  brucine  salt  and  subsequent 
hydrolysis  of  the  Z-benzoyltyrosine.  It  crystal- 
lises in  long  flexible  silky  needles,  soluble  in 
2491  parts  of  water  at  17'  (Erlenmeyer  and  Lipp, 
I.e.),  more  readily  soluble  m  hot  water ;  dissolves 
in  13,600  parts  of  cold  90  p.c.  alcohol  (Staedeler, 
l.e.),  insoluble  in  acetone,  ether  oi  absolute 
alcohol.  It  melts  and  decomposes  at  314°- 
318°  (corr.)  when  rapidly  heated  (Fischer,  Ber. 
1899,  32,  3638) ;  at  295"  (Cohn,  Zeitsch.  physiol. 
Chem.  1896,  22,  166) ;  at  272°  (Habermann  and 
Ehrenfeld,  ibid.  1902,  37,-  18);  287°  (Trans. 
Guinness  Lab.  1903,  i.  57).  I-Tyrosine  is 
Isevorotatory  both  in  acid  and  in  alkali  solution ; 
the  specific  rotation  varies  with  the  concen- 
tration. For  a  4  p.c.  solution  in  21  p.c.  hydro- 
chloric acid,  the'  natural  product  has 
[o]^*=— 7-98°  (Mauthner,  Monatsh.  1882,  3, 
345),  [o]|''=-8-07°  (Landolt,  Ber.  1884,  17, 
2838);  [o]p=— 8-48°  (Schulze,  Zeitsch.  physiol. 
Chem.  1884,  9,  98) ;  the  synthetic  product  has 
[«]!"= -8-64°  (Fischer,  Ber.  1899,  32,  3638). 
In  a  4-6  p.c.  solution  in  4  p.c.  hydrochlorio  acid, 
the  synthelao  compound  has  [a]|,''=— 13-2° 
(Fischer),  and  the  natural  product  [o]J,'=— 14-6° 
to  —16-1°  (Schulze  and  ■V^^te^Btein,  Zeitsch. 
physiol.  Chem.  1902,  35,  299);  in  a  6-8  p.c. 
solution  of  11-6  p.c.  potassium  hydroxide,  the 
natural  product  has  [o]j,— 9-01°  (Mauthner,  I.e.). 
The  molecular  heat  of  combustion  is  1071-2  Cal., 
heat  of  formation  156-4  Cal.  (Berthelot  and 
Andre,  Compt.  rend.  1890,  110,  884).  The 
affinity  constants  of  tyrosine  are :  first  acid 
dissociation  constant  Ks=ix.lO~*,  second  acid 
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-dissociation  constant  ^»=4xlO->»,  basic  dis- 
sociation constant  Z6=;2-6xl0-"  (Kanitz, 
Pfliigers  Archiv.  1907,  118,  539).  The  single 
band  ultra  violet  absorption  spectrum  exhibited 
by  solutions  of  tyrosine,  is  practically  identical 
with    that    of    ptoteids   containing    tyrosine ; 

-gelatin,  and  other  proteids  that  contain  no 
tyrosine  show  continuous  spectra  (Blyth,  Chem. 
See.  Trans.  1899,  1164). 

d-Tyrosine,  obtained  by  the  resolution  of 
dJ-benzoyltyrosine  through  its  oinohonine  salt 
and  subsequent  hydrolyMS,  has  [a]|''+8-64°  in 
4-6  p.c.  solution  of  21  p.o.  hydrochloric  acid 
(Fischer) ;  the  dextrorotatory  tyrosine  obtained 
by  V.  Lippmann  from  the  white  shoots  of  sugar 
beet  gave  [oJp+e-SS"  in  25  p.c.  hydrochloric 
acid ;  a  feebly  dextrorotatory  tyrosine  was 
found    by    Wiaterstein    and    Thony    (Zeitsch. 

-  physiol.  Chem.  1902  36,  28)  in  a  very  old 
Emmenthaler  cheese. 

(8-Tyrosine  prepared  by  hydrolysis  of  the 
synthetic  benzoyl  derivative  crystallises  in  stout 
needles,  melting  and  decomposing  at  316°  (corr.). 
when  rapidly  heated  (Fischer,  I.e.);  its  hydro- 
chloride is  much  less  soluble  in  concentrated 
hydrochloric  acid  than  are  the  salts  of  the 
optically,  active  forms,  and  the  racemic  com- 
pound can  thus  be  separated  from  admixture 
with  d-  and  i-tyrosine.  By  fermentation  with 
large  amounts  of  yeast  in  the  presence  of  sugar 
and  nutritive  salts,  tyrosine  is  converted  to  the 
extent  of  60-80  p.c.  into  •p-hydroxyphenyleiharwl 
[tyrosol)  HO'C^H.-CHa-CHjOH,  m.p.  93°,  b.p. 
310°.  The  dibenzoyl  derivative  melts  at  111*; 
tyrosol  is  also  obtained  by  the  action  of  yeast 
on  jj-hydroxyphenylethylamine    (Ehrlich,   Ber. 

1911,  44,  139  ;  EhrUeh  and  Pishtschimuka,  t6jd. 

1912,  46,  1006). 

By  putrefactive  decomposition,  tyrosine  is 
successively  broken  down  into  hydro-^-coumaric 
acidHO-CeH^-CHj-CHa-COjH.p-hydroxypheuyl- 
acetic  acid  HO-CjH^-CHj-COuH,  jj-oresol  and 
phenol  (Baumann,  Ber.  1880,  13,  279 ;  Zeitsch. 
physiol.  Chem.  1880,  4,  304).  The  administra- 
tion of  tyrosine  to  normal  animals  causes  the 
production  of  phenol  in  the  urine,  but  no  excess 
of  hydroxy  acids  (Blendermann,  ibid.  1882,  6, 
234;  Bied.  Zentr.  1883,  209;  Cohn,  Zeitsch. 
physiol.  Chem.  1894,  14,  189),  except  in  one 
case  when  a  man  took  50  grms.  of  tyrosine  in 
24  hours,  and  this  produced  alcaptonuria,  homo- 
gentisic  acid  being  found  in  the  urine  (Abder- 
halden,  ibid.  1912,  77,  454).  Inactive  tyrosine 
administered  to  oats  undergoes  selective  de- 
composition, so  that  the  urine  contains  more  of 
the  dextro-  than  of  the  naturally  occurring 
Isevo-  variety,  and  on  evaporating  the  neutrsJ 
or  alkaline  urine  containing  the  tyrosine,'  it  is 
converted  into  the  corresponding  uramino  acid 
which,  on  Subsequent  treatment  with  acid, 
readily  loses  water,  yielding  tyrosine  hydantoin 
(Dakin,  J.  Biol.  Chem.  1910,  8,  25).  In  the 
case  of  alcaptonurics,  the  administration  of 
tyrosine  or  certain  derivatives  of  tyrosine,  such 
as  mono-palmylrJ-tyrosine,  distearyl-i-tyrosine, 
p-aminotyrosine,  causes  an  increase  in  the 
amount  of  homogentisic  acid  excreted  (Abder- 
halden  and  Massini,  Zeitsch.  physiol.  Chem. 
1910,  66,  140;  Wolkow  and  Baumann,  ibid. 
1891,  16,  228). 

Detection  and  estimation.    Tyrosine  develops 
Vot.  v.— T. 


a  red  colour  when  warmed  with  Millon*s  reagent. 
When  tyrosine  is  dissolved  in  a  few  drops  of 
warm  concentrated  sulphuric  acid,  and  the 
diluted  solution  neutralised  with  barium  car- 
bonate the  filtrate  gives  a  beautiful  violet 
colour  with  ferric  chloride  (Pirea,  Annalen, 
1852,  82,  252).  If  a  few  drops  of  a  solution  of 
tyrosine  are  added  to  2  c.c.  of  sulphuric  acid 
containing  3  to  6  drops  of  a  solution  of  aldehyde 
in  twice  its  volume  of  alcohol  of  90°,  the  liquid 
acquires  a  gooseberry  red  colour,  the  intensity 
of  which  is  proportionate,  between  certain 
limits,  to  the  quantity  of  tyrosine  present 
(Denig^s,  Compt.  rend.  1900,  130,  583).  When 
tyrosine  is  added  to  a  reagent  consisting  of  1  part 
of  formalin,  45  parts  of  water  and  55  parts  of 
concentrated  sulphuric  acid,  a  green  coloration 
is  developed  on  boiling  the  mixture  (Mijmer, 
Zeitsch.  physiol.  Chem.  1902,  37,  86). 

Tyrosine  develops  a  rose-red  colour  under 
the  influence  of  tyrosinase,  the  colour  changing 
to  a  dirtjr  violet,  and  finally  a  black  precipitate 
of  melanin  is  deposited  (v.  Tyrosinase,  art. 
Feementation). 

Tyrosine  is  readily  estimated  by  titration 
with  N/5  sodium  bromate  in  the  presence  of 
hydrochloric  acid  and  sodium  bromide,  the 
liberated  bromine  being  absorbed  by  the 
tyrosine  with  formation  of  dibromotyrosine 
(Millar,  Trans.  Guinness  Lab.  1903,  I.  Part  1  ; 
Brown  and  Millar,  Chem.  Soo.  Trans.  1906, 
145). 

Salts  and  derivatives.  Z-Tyrosine  forms  crys- 
talline salts  with  mineral  acids  which  dissociate 
in  water,  the  hydrochloride  CjHuOsN -1161,211,0, 
hydrohromide  CBHuOaN-HBr,  hydriodide 

C,H„0,N.HI, 
nitrate  CjHuOjN-HNO,  and  sulphate 

C^H.iOaN-HjSOj 
are  described  (Haushofer,  J.  1883,  1177 ;  Aloy 
and  Rabaut,  Bull.  Soc.  chim.  1908,  [iv.]  3,  391 ; 
Staedeler,  Annalen,  1860,  116,  64) ;  the  platini- 
chloride  (CaHnOsN-HClJaPtCl^  forms  yellowish- 
brown  readily  soluble  crystals  (Gintl,  Zeitsch. 
Chem.  1869,  704) ;  the  picrolonate  blackens  and 
sinters  at  260°  (Levene  and  van  Slyke,  J.  Biol. 
Chem.  1912,  12,  127).  The  following  metallic 
salts  have  been  prepared,  those  of  the  heavy 
metals  and  the  alkaline  earth  metals  are  sparingly 
soluble  :  thecopper  salt(Gs'RiaOii!i)2Ga  dissolves 
in  1230  parts  of  cold  or  240  parts  of  boiling 
water  (Hofmeister,  Annalen,  1877,  189,  24) ; 
the  silver  salts  OsHjOjNAgj.HjO, 

C,Hi„03NAg,iH,0  and  C.H.oOaNAg ; 
the  nUKury  salts,  CjHiiOaN-2HgO,2HjO, 
CoH„0,N-2HgO,HaOandC,H,i03N,3HgO,HjO, 
the  barium  salt  (C9HigO]K)2Ba ;    calcium  salt 
C,H,0,NCa,  the  mercury-calcium  salt 

(C,H,0,N),CaHg, 
and  the  sodium  salt  CjHjOjNNaj  (Vintschgau, 
J.  1869,  985  ;  Baumann,  Zeitsch.  physiol.  Chem. 
1880,  4,  320;   Causse,  Compt.  rend.  1900,  130, 
1196). 

l-Tyrosine  methyl  ester  CjHioOaN-CHs  forms 
colourless  prisms,  m.p.  135°-136°  (corr.) ; 
[o]^''+25'75°  in  methyl  alcohol  solution ;  the 
hydrochloride  C9Hi„03N-CH3,HCl  forms  colour- 
less needles  ;  l-tyrosine  ethyl  ester 
CHijOjN-CjHj, 

2  P 
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has    m.p.    108°-109°,    [aJ^^+tO-i"    in    5    p.o. 
alcoholic  solution  ;   the  hydrochloride 

C,Hi„03N-CiH5,Ha 
has  m.p.  166°  (Ksoher  and  Schrauth,  Annalen, 
1907,  364,  21;  Fischer,  Ber.  1908,  41,  850, 
Lilienfeld,  Aichiv.  Physiol.  1894,  383,  555; 
Eohmann,  Ber.  1897,  30,  1978;  Fischer,  ibid. 
1901, 34, 433).  1-  Tyrosineanhydride.  CisHigO^Na, 
has  m.p.  277°-280°  (corr.),  [o]|°-223-8°  in  N/1 
sodium  hydroxide  (Fischer  and  Schrauth).  1- 
Tyrosineamide  OsHijON-CCJNHjj  has  m.p.  153°- 
154°  and  [a]|04-19-47°,  condenses  readily  with 
ethyl  chloTOoarhonate  to  form  the  monocarh- 
ethoxyl  HO-C5Hj-CH2-CH(NH-COsEt)GONH2, 
m.p.  155"'-157°,  and  the  diearbethoxyl 

EtOjC-0-CjH4-CHj-CH(NH-C02Et)-CO-NHu 
m.p.  185°  (corr.),  derivatives  ;  the  dinapTithaikne- 
sidphonyl  derivative  CjtHjiOaNjSj  has  m.p.  204° 
(corr.)  (Koenigs  and  Mylo,  Ber.  1908,  41,  4427). 
The  following  acyl  derivatives  of  Z-tyrosine 
are  described  :   the  benzoyl 

HO-CeH4.-CH2-CH(COjH)NH-C00sH5, 
m.p.   165°-166°  (corr.)  [o]^^+19-25°  in  8  p.c. 
alkali  solution,  the  brucine  salt  is  crystalline ; 
the  dibenzoyl 

C,H5CO-0-C,Hi-CH2 -03(00  2H)NH-COC.H5 
has  m.p.  211°— 212°  and  forms  a  potassium  and  a 
cadmium  salt   (Fischer,   Ber.   1899,   32,   3638, 
2454) ;  the  formyl 

H0-C,H,-0H2-CH(0O2H)NH-0HO,H2O, 
m.p.   171°-174''  (corr.)   [a]|''+84-8°  in   6   p.c. 
alcoholic  sohition  (Fischer,  ibid.  1907,  40,  3704) ; 
the  pcdmityl 

HO-0,Hj-OHj-CH(002H)NH-CO[OH2]iiOH3 
m.p.  133°  [a]|0+24-35  in  1-8  p.c.  alcoholic  solu- 
tion-, pciimityl-l-tyrosirie-palmityletherCiiK,fi^> 
m.p.  95°-96°  [ci]|0+ 15-28°  m  1-7  p.o.  alcohoUc 
solution ;    stearyl-l-iyrosine-stearylether 

O^H^O^N, 
m.p.  98°-108°  (Abderhalden  and  Funk,  Zeitsoh. 
physiol.  Chem.  1910,  65,  61) ;  the  fi-naphthalene- 
sulphonyl    derivative    forms    a     hydrochloride 
OisHijOjNSOl,  m.p.  170°,  a  sodium  salt 

C^HieO^NSNa 
that  decomposes  at  175°,  an  elhyl  estej 

O^HjiO^NS, 
m.p.  140''-143°  (Abderhalden  and  Funk,  ibid. 
1910,  64,  436) ;    the  di-P-naphthalenesvlphonyl 
derivative 

Ci„H,SO,-O-C,Hj-0H2 -03(00  2H)NH-S020i„H, 
m.p.  about  120°,  forms  a  sodium 
OaaH^jOjNSjNa. 
m.p.  252°-254°,  an  ammonium  and  a  barium  salt 
(Fischer  and  Bergel,  Ber.  1903,  36,  2592) ;  the 
phenylisocyanate  derivative 

H0-C.H4,0H2 -03(00  2H)NH-OONH-C,H5, 
has  m.p.  104°,  and  forms  a  hariilm 
(0„H,,OiN,)jBa,6H2O 
and  a  silver  salt  CijHiB0iNjAg,H20  (Paal  and 
Zitelmann,  ibid.  1903,  36,  3337) ;  the  a-napUhyl- 
isocyanate  derivative  melts  at  205°-206°  (Neu- 
berg  and  Manasse,  ibid.  1905,  38,  2359). 
dl-  Tryosinylcarbamide 

CO[NH-0H(0O2H)-0Hj-05Hj-OH]j 


is  left;   it  forma 


decomposes  at  240*  (Sugounenq  and  Morel, 
Compt.  rend.  1906,  142,  48);  l-tyrosinhydantoit 
acid  HO-C,Hi-OH2-OH(COjH)NH-OONH2,  m.p. 
218°,  forms  a  crystalline  silver  salt  (Jaffe', 
Zeitsch.  physiol.  Chem.  1882,  7,  306). 

^  /NH-00 

l-Tyrosinehydantoin  HO-0.Hi-0Hj-CH<  I 

'x:io-NH 

melts  and  decomposes  at  242°-245°  (Blender^- 
mann,  {.c). 

The  alkaloid  SMnTMwniTie  or  geoffroyine  from 
geoffroya  bark  is  a  methyltyrosirie,  in  which  the 
methyl  has  replaced  one  of  the  hydrogens  of 
the  amino  group  (Hiller-Bombien,  Arch. 
Pharm.  230,  513  ;  Blau,  Zeitsoh.  phvsiol.  Ohem. 
1908.  58.  153 ;  Walpole,  Chem.  Soc.  Trans. 
1910,  97,  94). 

Derivatives  of  Z-tyrosine  containing  substi- 
tuents  in  the  aromatic  neucleus  are :  nitro- 
tyrosine  OjHioOsN-NOj,  obtained  by  nitration 
of  Z-tyrosine,  forms  yellow  needles,  m.p.  220° ; 
it  is  optically  inactive  and  is  a  mixture  of  the 
0-  and  m-  compounds.  The  barium  and  sUver 
salts  have  been  prepared,  also  the  hydrochloride, 
nitrate  and  siiZphate  (Strecker,  Annalen,  1850, 
73,  70  ;  Casimir  Funk,  Chem.  Soc.  Trans.  1912, 
1004).  Aminotyrosine  CsHioO^N-NHa,  prepared 
by  reducing  nitrotyrosine,  forms  grey  crystals, 
m.p.  265°,  and  is  a  mixture  of  the  o-  and  m- 
isomerides ;  by  the  action  of  nitrous  acid  the 
0-  compound  is  destroyed  and  2-aminotyrosine 

Ho/~\0H2-0H(NHj)0O2H 

NHj 

yellow  needles,  m.p.  273°,  and  yields  a  tribenzoyl 
derivative,  m.p.  192°-195°  (Casimir  Funk,  I.e.). 
Dinitrotyrosine  09H903N(NOa)a,  golden  yellow 
crystaUme  plates,  the  calcium,  barium,  potassium, 
sodium,  ammonium,  magnesium,  lead,  and  silver 
salts  have  been  prepared  (Staedeler,  Annalen, 
1860,  116,  64). 

Tyrosinesviphonie  acid 

C„Hi„(S03H)3N0,2H,0 

is  strongly  acidic  and  gives  a  beautiful  violet 
colour  with  ferric  chloride.  The  ommonium, 
calcium  and  barium  salts  are  described  (Staedeler, 

I.C.). 

3-  Bromotyrosine 

H0-CeH3Br-0Hj-CH(NH2)C0s,H,H36 

has  a  sweet  taste,  decomposes  at  247°-248"'; 
the  hydrobromide  decomposes  at  190°— 191°,  the 
picrate  and  platinichlonde  are  very  soluble  in 
water  (Johnson  and  Bengis,  J.  Amer.  Chem.  Soc. 
1912,  34,  1061) ;  dibromotyrosine  (probably  the 
3  :  5  compound)  C,H,OjNBr2,2H30  obtained  by 
direct  bromination  of  tyrosine,  forms  fine 
needles  or  rhombic  plates,  dissolves  in  218  parts 
of  water  at  16°  or  26  parts  of  boiling  water ;' 
the  silver  salt,  the  hydrochloride,  hydrobromide 
and  sulphate  are  crystalline,  and  it  forms  an 
unstable  perbromide  (Gorup-Beaanez,  Annalen, 
1863,  125,  281 ;  Millar,  Trans.  Guinness  Lab. 
1903,  I.  Part  1). 

3  :  5-DicMorolyroeine,  m.p.  252°  (decom^.), 
prepared  by  chlorinating  tyrosinehydantoin 
and  decomposing  with  barium  hydroxide  the 
resulting  3  :  5-dichlorotyrosinehydantoin ;  the 
hydrochloride  has  m.p.  260°-2i55°  (Wheeler, 
Hoffmann  'and  Johnson,  J,  Biol.  Ohem.  1911, 
10.  147). 


3  ;  S-bi-iodotyrosine,  iodogorgonic  acid 
HO-C,HJ,-CHj-CH(NHj)COjH 
is  not  found  free  in-  nature  but  is  one  of  the 
constituent  amino  acids  of  certain  ptoteids  ;  it 
was  flfst  obtained  by  Dresohel  (Zeitsch.  Biol. 
1896,  33,  85)  from  gorgonin,  deriyed  from  the 
homy  skeleton  of  Oorgonia  cavotinii.  This,  on 
hydrolysis  with  barium  hydroxide,  yielded  an 
iodo  amino  acid,  hence  name  iodogorgonic  acid. 
It  was  shown  by  Wheeler  and  Jamieson 
(Amor.  Chem.  J,  1905,  33,  365)  that  iodogorgonic 
acid  is  a  di-iodotyrosine  and  can  be  prepared  by 
the  direct  action  of  iodine  on  tyrosine.  That  it 
is  the  3 : 5-di-iodotyrosine  was  shown  later  by 
Wheeler  and  Johns  {ibid.  1910,  43,  11),  for  on 
treatment  with  methyl  iodide  and  potassium 
hydroxide  it  yields  the  methylether  of  a  di- 
iodotyrosinetrimethylammonium  iodide 

MeO^C,HjIj-CHj-CH(CO,H)NMejI, 
which  on  boiling  with  sodium  hydroxide  yields 
3 : 5-diiodo-p-methoxyloinnamate.  Iodogorgonic 
acid  occurs  in  a  large  number  of  proteids,  and 
has  been  isolated  from  iodo-albacid,  iodoglidin, 
iodocaaein,  gorgonin  and  spongin  (Oswald,  Zeitsch. 
physiol.  Chem.  1911,  70,  310;  71,  200;  74, 
290 ;  75,  353). 

3  :  5-Di-iodo-d,l-ti/rosine,  prepared  by  hydro- 
lysis of  the  above-mentioned  proteids,  crystal- 
lises from  hot  water  in  glassy  right-angled  plates, 
from  alcohol  in  hexagonal  plates,  dissolves  in 
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2164  parts  of  water  at  15°,  melts  and  decom- 
poses at  200°. 

3 : 5- Di-iodo-l-tyrosine,  prepared  by  the 
action  of  iodine  on  i-tyrosine,  melts  at  204° 
(Oswald),  196°-205°  with  decomposition 
(Wheeler  and  Jamieson) ;  it  has  [a]~^°+2-2T  in 
4-5  p.e,  solution  of  26  p.o,  ammonia  (Abder- 
halden  and  Guggenheim,  Zeitsch.  physiol.  Chem. 
1907,  54,  331).    The  hydrochloride 

C3Hs03NIj,HCl 
forms  colourless  needles,  decomposed  by  water  ; 
the  sidphate  CsHgOaNIj.HjSOj  is  readily 
soluble;  the  silver  salt  C9H,03Nl2Ag2  and 
copper  salt  (0sHbO3NI2)2Cu,HjO  form  amor- 
phous precipitates.     The  acetyl  derivative 

C„H„0,NI, 
decomposes  at  225°  (Wheeler  and  Jamieson, 
Amer.  Chem.  J.  1905,  33,  365).  The  methyl  ester 
C.H,OIj-CH2-CH(NH2)C02Me  decomposes  ^  at 
192°  ;  its  hydrochloride  forma  colourless  needles 
that  decompose  at  211°  (corr.),  and  yields  the 
nitrate  on  treatment  with  dilute  nitric  acid 
(Abderhalden  and  Guggenheim,  Ber.  1908,  41, 
1237).  Palmityl-3 : 5-di-iodo-tyrosinepalmityl  ether 
Ci4H,|,05NIj  melts  at  55°-62''  (Abderhalden  and 
Slavu,  Zeitsch.  physiol.  Chem.  1909,  61,  405). 

A  full  account  of  the  chemistry  and  physio- 
logy of  tyrosine  wiU  be  found  in  Bioohemischea 
Handlexikon,  von  Abderhalden,  vol.  iv.  part  2, 
681-702,  M.  A.  W. 
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UARANA  V.  GuABANA. 
ULEXITE  (Boronatrocalcil  of  G.  L.  Ulex, 
1849  ;  Natroborocalcile).  A  hydrated  borate  of 
sodium  and  calcium  NaCaBjOj,8H20,  con- 
taining 43-0  p.c.  B2O3.  It  forms  rounded,  white 
masses,  2-3  ina.  in  diameter,  consisting  of  a  loose 
aggregate  of  fine,  silky  fibres ;  hence  the 
popular  name  '  cotton-ball.'  It  occurs  abund- 
antly in  the  borate  deposits  of  Nevada  and 
California,  and  forms  the  main  masa  of  those 
near  Iquique  in  Chile,  and  in  Jujuy  province  in 
Argentina.  L.  J.  S. 

ULTRAMARINE.  Ultramarine  was  first 
artificially  made  on  a  commercial  scale  in  1828, 
by  Guimet,  who  earned  the  prize  of  6000  francs 
offered  by  the  '  Societe  d'Enoouragement '  of 
France  for  its  production  at  a  cost  not  exceeding 
90s.  per  lb.  About  the  same  time,  Gmelin 
(Ann.  Chim.  Phys.  1828,  [ii.]  37,  409)  inde- 
pendently discovered  how  to  prepare  ultramarine 
on  a  laboratory  scale.  According  to  Hcintze 
(J.  pr.  Chem.  1891,  [ii.]  43,  98),  ultramarine  was 
being  made  by  Kottig,  director  of  the  laboratory 
of  the  Konigl.  PorzeUan-manufaktur  in  Meissen, 
at  the  time  when  Guimet  and  Gmelin  were 
claiming  the  priority  of  the  discovery. 

Until  1828  ultramarine  was  obtained  by 
powdering  and  washing  lapia-lazuli  {q.v.) ;  its 
composition  was  first  determined  by  Clement  and 
Desormes  (Ann.  Chim.  Phys.  1806,  [i.]  57,  317). 

Properties. — Artificial  vUramarine  blue  occurs 
in  commerce  as  a  bright,  azure  blue,  impalpable 
powder,  insoluble  in  water.  Its  constituent 
elements     are     sodium,     aluminium,     silicon, 


sulphur,  and  oxygen.  Heated  to  200°-300° 
with  water  in  a  sealed  tube,  it  leaves  a  colourleaa 
reaidue  free  from  sulphur,  while  sodium  sulphide 
passes  into  solution.  It  also  loses  its  sulphur 
when  heated  with  mercuric  oxide  (Chabri^  and 
Levallois,  Compt.  rend.  1906,  143,  222).  Ultra- 
marine is  quite  stable  towards  alkalis,  but  ia 
readily  decomposed  by  dilute  acids,  some 
sulphur  being  precipitated  and  hydrogen  sulphide 
evolved.  The  preceding  reactions  seem  to 
indicate  the  presence  of  some  kind  of  polysul- 
phide  in  ultramarine;  but  it  is  unaltered  by 
concentrated  and  fuming  sulphuric  acid,  and 
also  by  a  mixture  of  glacial  acetic  acid  and 
acetic  anhydride  (Hofmann  and  Metzener,  Ber. 
1905,  38,  2482),  reagents  which  instantly  decom- 
pose polysulphides  and  tliiosulphates.  Ultra- 
marine withstands  a  red  heat  fairly  well,  although 
it  loses  its  brilUancy,  and  becomes  greenish  ; 
hence  it  is  difficult  to  imagine  that  the  blue 
colour  is  due  to  free  sulphur,  as  has  been  sug- 
gested (Patemo  and  Mazzucchelli,  Atti.  R. 
Accad.  Lincei,  1907,  [v.]  16,  i.  465).  Ultra- 
marine blue  becomes  brownish-yellow  when 
strongly  heated  in  hydrogen,  and  violet  when, 
heated  to  dull  redness  in  chlorine.  It  possesses' 
hydraulic  properties  and  increases  the  binding 
power  of  cement  (Rohland,  Zeitsch.  angew. 
Chem.  1904,  17,  609). 

When  heated  vfith  aqueous  silver  nitrate  at 
120°-I40°  in  a  sealed  tube  for  15  hours,  no 
silver  sulphide  is  produced,  but  a  dark  yellow 
silver  ultrumarine  is  obtained,  together  with 
silver  nitrite  and  other  products  (Unger,  Dixgl, 
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poly.  J.  1874»  Hi,  232  ;  HeUfnann,  Bcr.  1877, 
10,  991,  1345,  1888  ;  1879,  12,  60,  784  ;  BuU. 
Soo.  ohim.  1877,  [ii.]  28,  570  ;  187S,  30,  326,  327  ; 
1880,  33,  60,  302;  Annalen,  1879,  199,  253; 
1880,  201,  262;  PhUipp,  Ber.  1877,  10,  1227; 
Pororand  and  Ballin,  Bull.  Soo.  cMm.  1878,  [ii.] 
30,  1 12  J  Chabrie  and  Le vallois,  t.c:).  Silver 
ultramarine  is  produced  by  replacement  of  the 
sodium  in  ordinary  ultramarine  by  silver ;  when 
fused  with  various  metallic  chlorides  or  iodides, 
the  silver  is  replaced  by  other  metals,  and  in 
this  way  have  been  obtained  potassium  (blue), 
lithium  (blue),  harium  (yellowish4jrown),  zinc 
(violet),  manganese  (grey),  ultramarines,  &o. 
Heated  with  the  requisite  organic  iodide,  silver 
ultramarine  is  decomposed,  yielding  ethyl, 
rnnyl,  henzyl,  and  phenyl  ultramarines,  and  silver 
iodide  (Fororand,  C!ompt.  "rend.  1879,  88,  30; 
Bull.  Soc.  ohim.  1879,  [ii.]  31,  161).  These  sub- 
stances regenerate  ultramarine  when  heated 
with  sodium  chloride.  They  do  not  evolve 
hydrogen  sulphide  when  treated  with  cold 
hydrochloric  acid  (Chabrie  and  Levallois,  I.e.). 
Selenium  and  tellurium  ultramarines  have  ialso 
been  produced,  in  which  sulphur  is  substituted 
by  either  selenium  or  tellurium  (Guimet,  Ann. 
Chim.  Phys.  1878,  [v.]  13,  102 ;  Plioque,  Bull. 
Soc.  chim.  1877,  [ii.]  28,  618 ;  1878,  29,  522 ; 
1878,  30,  51  ;  Morel,  ibid.  28,  522).  Light  blue 
horon  ultramarine  has  been  prepared  by  fusing 
together  anhydrous  borax,  boric  oxide,  and 
either  sodium  or  potassium  sulphide,  sulphite,  or 
thiosulphate  (Hofmann,  Zeitsoh.  angew.  Chem. 
1906,  19,  1089;  1907,  20,  568;  Chem.  Ind. 
1911,  34,  699). 

Ultramarine  blue  crystallises  in  the  regular 
system,  isomorphous  with  the  minerals  hat^yn, 
eodalite,  and  nosean. 

Green  ultramarine  is  formed  as  an  inter- 
mediate product  in  the  manufacture  of  ultra- 
marine blue,  and  is  converted  into  the  latter  by 
roasting  with  sulphur.  According  to  Philipp 
(Ber.  1876,  9,  1109),  sulphur  is  not  taken  up  in 
the  change  from  green  to  blue.  Which  can  be 
effected  by  heating  with  water  in  a  sealed  tube 
at  100° ;  a  small  amount  of  sodium  compound 
is  removed  by  the  water.  Heated  in  chlorine, 
green  ultramarine  turns  bluish-violet ;  sodium 
sulphide  solution  turns  it  grey. 

White  ultramarine  is  obtained  by  completely 
excluding  air  during  the  roasting  of  the  materials 
in  the  manufacture  of  ultramarine,  and  is  con- 
verted into  blue  ultramarine  when  heated  in 
either  chlorine,  oxygen,  or  sulphur  dioxide 
(Philipp,  Ber.  1876,"  9,  1109;  1877,  10,  1227; 
Bottinger,  Annalen,  1876,  182,  311 ;  Hofmann, 
ibid.  1878,  194,  1). 

Red  ultramarine  was  first  obtained  by 
SchefEer  in  the  course  of  preparing  the  ordinary 
substance,  by  heating  the  materials  very 
strongly  in  a  muffle  freely  exposed  to  air;  it 
contains  less  sodium  and  more  aluminium  than 
the  blue  variety  (Soheffer,  Bei.  1873,  6,  1450 ; 
Buchner,  Dingl.  poly.  J.  1879,  231,  446 ;  Zettner, 
Ber.  1875,  8,  259,  353). 

Bed  ultramarine  has  been  prepared  by  pass- 
ing chlorine  and  steam  oyer  heated  ultramarine 
blue. 

Yellow  ultramarine  is  obtained  by  heating 
the  red  variety  in  air  for  a  short  time  at  SeO"*, 
or  at  a  little  higher  temperature  (Hofmann, 
Aonalen,  1 878,  194,  1).    According  to  Buchner  { 


(Ber.  1874,  7,  90O),  both  the  yetloW  and  red 
forms  are  produced  by  heating  blue  ultramarine 
to  300°-400°  in  oxygen  or  sulphur  dioxide ;  the 
Colour  changes  to  red  and  then  to  yellow.  If 
chlprine  is  passed  over  ultramarine  before  the 
formation  of  the  blue  variety  is- completed,  at 
410°,  the  colour  goes  green  anithen  reddiah- 
yeUoW  (Zettner,  Ber.  1875,  8,  259,  353). 

Violet  ultramarine  is  obtained  when  the 
reddish-yellow  product  previously  mentioned  ii 
heated  with  sodium  hydroxide  (Zettner,  l.c.\ 
It  becomes  blue  when  heated  to  dull  redness  or 
when  further  heated  with  an  alkali  hydroxide, 
and  nitric  acid  vapours  turn  it  red. 

The  violet  variety  was  first  prepared  by 
Leykauf  in  1859  by  allowing  moist  calcium 
chloride  to  react  with  warm  ultramarine  blue. 
In  1872  Wunder  prepared  it  by  heating  the  blue' 
form  in  chlorine  at  300°  and  treating  the  product 
with  water.  It  has  been  manufactured  from 
ultramarine  blue  by  heating  the  latter,  in  thin 
layers,  on  earthenware  trays  at  280°,  and  passing 
steam  over  it  to  remove  sulphur.  The  tempera- 
ture was  then  lowered  to  160°,  and  a  mixture 
of  chlorine  and  steam  led  over  it  for  3  hours. 
For  further  detaUs,  and  other  methods,  v. 
Wunder,  Chem.  Zeit.  1890,  14,  1119. 

Composition.—  -The  various  varieties  of  ultra- 
marine have  not  yet  been  satisfactorily  shown 
to  possess  uniform  compositions.  In  fact, 
commercial  blue  ultramarines  are  manufactured 
in  three  different  grades,  containing  different 
proportions  of  silica  and  sulphur.  Moreover,  it  is 
not  possible  to  obtain  products  of  identical 
composition  even  when,  in  repeated  operations, 
the  relative  amounts  of  the  different  raw  materials 
are  maintained  constant  and  the  working  con- 
ditions duplicated  as  exactly  as  possible.  The 
following  analyses  of  different  samples  of 
ultramarine  blue  rich  in  silica  indicate  its 
variable  compositioii : — 

Eawlins  Parry  and  Coste 


H,0  .  _____  0'7 
SiOa  ,  38-9  39-6  42-7  42-3  41-7  42-4 
AljO,  .  29-5  24-0  24-5  26-8  25-2  24-0 
Na^O  .  21-0  19-2  20-0  19-5  18-8  18-7 
S  .  .  10-8  13-1  13-0  12-0  14-2  15-4 
The  differences  in  composition  between 
ultramarines  of  different  culours  are  shown  by 
the  following  numbers,  taken  from  Jordan 
(Zeitsch.  angew.  Chem.  1893,  684) : — 
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_  The  two  analyses  of  ultramarine  blue  (Philipp) 
in  the  table  refer  to  the  varieties  poor  and  rich 
in  silica  respectively. 

The  constitution  of  ultramarine  is  naturally 
a  matter  of  great  uncertainty,  in  view  of  what  has 
been  said  concerning  its  composition.  It  is 
commonly  regarded  as  a  combined  silicate  and 
polysulphide  of  sodium   and   aluminium,   but 
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objections  to  this  idea  have  already  been 
mentioned.  For  the  numerous  formulse  that 
have  been  proposed  for  ultramarines,  v.  Rawlins, 
J.  Soc.  Chem.  Ind.  1887,  6,  791 ;  Szilasi,  Anna- 
len,  1889,  251,  97;  Guckelberger,  ibid.  1882, 
213, 182  ;  Dingl.  poly.  J.  1883,  247,  343  ;  Qarke, 
Amer.  Chem.  J.  1888,  10,  126;  Brogger  and 
Baokstrom,  Jahresber.  Tech.  1891,  464 ;  Roh- 
land,  Zeitsoh.  angew.  Chem.  1904,  17,  609; 
Abegg's  Handbuch  der  Anorganischen  Chemie, 
vol.  ill.  pt.  i. 

The  similarity  in  composition  exhibited  by 
ultramarines  of  quite  different  colours  suggests 
that  the  actual  colouring  material  may  represent 
only  a  small  fraction  of  the  total  mass  ;  it  has 
been  supposed  that  such  a  small  amount  of  a 
coloured  substance  is  present,  disseminated 
throughout  a  colourless  body  in  a  state  of  solid 
solution  (Rohland,  I.e.).  Hofmann  (Chem.  Zeit. 
1910,  34,  823)  has  suggested  that  this  coloured 
substance  is  sulphur ;  the  comparative  stabiUty 
of  ultramarine  at  a  red  heat  does  not  lend 
support  to  this  assumption.  It  is  noteworthy, 
however,  that  were  it  not  for  the  presence  of 
sulphur,  ultramarine  would  be  expected  to  be 
colourless. 

Uses. — Ultramarine  is  extensively  used  in  a 
variety  of  manufactures.  Its  large  consumption 
is  due  to  two  characteristics  :  brilliancy  as  a 
body  colour,  and  high  colouring  power  As  a 
body  colour  it  is  used  in  calico-printing,  and 
wall-paper  printing,  for  colouring  writing 
paper  and  printing-ink,  j^reparing  blue  pigments, 
and  blueing  mottled  soap.  As  a  '  whitening  ' 
agent  it  is  very  valuable,  its  great  strength  and 
purity  of  tone  correcting  the  yellow  tinge  in 
writing  and  printing  papers,  cotton  and  linen 
goods,  paper  pulp,  whitewash,  soap,  starch,  and 
even  sugar.  It  is  extensively  used  in  the  manu- 
facture of  square  and  ball  blue  for  laundry 
use.  ' 

Tests  and  analysis,  (i.)  Dilute  0  1  grm.  of  a 
standard  sample  of  ultramarine  with  0-6  grm. 
of  pure  powdered  chalk,  and  determine 
the  amount  of  chalk  that  must  be  added  to 
0-1  grm.  of  the  sample  under  examination  in 
order  to  match  the  colour  of  the  diluted  standard ; 
this  gives  an  indication  of  the  value  of  the  sample, 
(ii.)  Heat  a  sample  in  hydrogen  to  400°.  A 
good  ultramarine  becomes  grey  and  then  green, 
the  change  taking  about  half  an  hour ;  a  bad 
specimen  changes  in  »  few  minutes,  (iii.)  Stir 
a  little  of  the  powder  under  examination  in  a 
cold  saturated  solution  of  alum,  and  note  the 
length  of  time  required  for  decolorisation ; 
compare  with  a  standard  sample  ground  equally 
fine,  (iv.)  Shake  up  with  water  and  alcohol  to 
^etect  adulteration  with  coal-tar  dyes. 

For  the  quantitative  analysis,  the  substance 
may  be  treated  as  a  silicate  readily  attacked  by 
dilute  hydrochloric  acid  (».  Analysis)  ;  in 
the  filtrate  from  the  aluminium  the  sodium  may 
be  determined  as  the  sulphate.  The  determina- 
tion of  sulphur  should  be  effected  on  a  separate 
portion,  by  oxidation  to  sulphuric  acid  with 
aqua  regia  or  fuming  nitric  acid,  and  subsequent 
estimation  as  barium  sulphate.  See  also 
Andrews,  Analyst,  19105-35,  157. 

Manufactuee  of  Ulteamakihi!. 
The  only  ultramarines  prepared  on  a  large 
spaje  aje  the  bine  and  greep  spdiuw-sulfhur- 


ultramarines.    Three   chief   varieties  of  ultra- 
marine blue  are  found  in  commerce  : — 

Glauber  salt  or  sulphate  ultramarine,  the 
palest  variety.  It  has  a  slight  greenish, tinge, 
small  covering  power,  and  is  the  form  most 
readily  attacked  by  alum. 

Soda  uilramarine  low  in  sulphur,  a  pure  blue 
variety,  darker  than  the  preceding,  and  having 
more  covering  power. 

Soda  ultramarine  rich  in  sulphur  and  silica, 
the  darkest  variety,  with  a  reddish  tinge.  It 
has  high  covering  power,  and  is  the  form  most 
resistant  towards  alum ;  consequently  it  finds 
extensive  use  in  paper  blueing. 

Ultramarine  is  produced  when  aluminium 
silicate  is  calcined  with  sodium  sulphide ;  the 
silicate  is  employed  in  the  form  of  china  clay, 
or  a  similar  material,  with  the  addition  of  silica 
if  necessary  ;  sodium  sulphide  is  produced  during 
the  manufacture,  either  from  sodium  carbonate, 
carbon,  and  sulphur,  or  from  sodium  sulphate, 
carbon,  and  sulphur.  The  relative  proportions 
of  the  ingredients  is  an  important  factor  in  the 
manufacture  of  ultramarine,  but  different 
authorities  recommend  different  mixtures.  With 
materials  of  the  best  quality,  the  following 
mixtures  are  said  to  be  the  Tjest  for  producing 
the  three  varieties  mentioned  above  : — • 

Ultramarine  blue  Palo      Medium      Dark 

China  clay  .  .   100         100         100 

Soda  .         .         .       9         100         103 

Glauber  salt        .         .120  0  0 

Carbon        ...     25  12  4 

Silica  (ICicselguhr)        .0  '0  16 

Sulphur      ...     16  60         117 

If  the  clay  employed  differs  in  composition 

from  china  clay,  the  relative  proportions  of  clay 

and  silica  must,  of  course,  be  suitably  adjusted. 

The    manufacture    of    ultramarine    blue     is 

carried  out  either  by  (i.)  the  direct  or  (ii.)  the 

indirect  process.     All  ultramarines  rich  in  silica 

and   a ,  certain   amount   of  the  other   varieties 

poorer  in  silica  are  made  by  the  former  method  ;  ' 

but  the  majority  of  the  ultramarines  poor  in 

silica  are  prepared  by  the  latter  method,  in  which 

ultramarine  green  is  formed  as  an  intermediate 

product.     Both  these  are  dry  processes ;    wet 

methods  have  been  described  and  patented,  but 

do  not  seem  to  have  been  adopted  on  a  large  scale 

(Knapp,  J.  pr.  Chem.  1885,  [ii.]  32,  375  ;  .1888, 

38,  48  ;   Mclvor,  Eng.  Pat.  9200,-1890  ;   Mclvor 

and  Cruickshank,  Eng.  Pat.  19411,  1892). 

For  general  accounts  of  the  manufacture  of 
ultramarine,  v.  Rawlins,  J.  Soc.  Chem.  Ind. 
1887,  6,  791 ;  Pichot  and  Grangier,  ibid.  1888, 
7,  573  ;  Rohrig,  Chem.  Zeit.  1883,  567  ;  Wunder, 
ibid.  1890,  14,  1119 ;  Jordan,  Zeitsoh.  angew. 
Chem.  1893,  684. 

Baio  materials. — China  clay,  and  French, 
German,  and  Bohemian  pottery  clays  are  used, 
and  always  require  levigation.  The  clay  must 
be  very  finely  divided,  and  free  from  excessive 
amounts  of  iron  and  manganese  oxides.  For 
soda,  the  best  soda  ash,  kno\vn  as  carbonated 
ash,  is  employed  ;  it  must  be  stored  in  a  dry 
place.  The  Olauber  salt  must  be  free  from  acid 
and  iron,  and  well  calcined  ;  it  should  be  ground 
in  stone  edge-runner  mills  before  use.  Rod  or 
stick  sulphur,  containing  very  little  non-volatilo 
matter,  is  usually  employed,  since  poorer  forma 
of  sulphur  produce  dirty  shades  of  colour ;  like 
the  Glaijbe):  salt,  it  is  reduced  (g  a  fine  powd^y. 
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before  use.  Carbon' ahmiM  not  contain  moie 
than  4  p.o.  of  moisture ;  that  made  from  pine 
trunks  is  preferred,  and  is  ground  in  ball  mills 
and  stored  in  a  dry  place.  CSiarcoal  is  sometimes 
replaced  by  pitch,  tar,  colophony,  &c.  If  coal 
is  used,  it  must  be  of  good  quality,  and  free  from 
sand,  stones,  and  pyrites.  Silica  is  usually 
employed  in  the  form  of  kieselguhr,  but  some- 
times quartz  is  used ;  the  latter  is  ignited  and 
then  quenched  in  water  to  cause  it  to  break  up, 
being  finally  dried  and  ground  to  powder. 
Silioious  carbon,  such  as  charred  rice  husks, 
may  partly  or  wholly  replace  the  carbon  and 
BiUca  fCroBS,  Eng.  Pat.  3174,  1903). 

Direct  process.  The  formation  of  ultramarine 
blue  by  this  process  is  effected  by  roasting  the 
well-mixed  raw  materials,  allowing  access  of 
air  during  the  operation.  The  successive  opera- 
tions involved  are  mixing,  roastfiing,  lixiviating, 
wet-grinding,  levigating,  pressing,  drying,  and 
gifting. 

The  most  intimate  and  cheapest  mixture  is 
obtained  when  the  various  raw  materials  have 
been. ground  first  in  edge-runner  mills,  and  then 
in  balance  mills.  With  mixtures  containing 
much  sulphur,  the  other  ingredients  should  first 
be  well  mixed,  the  sulphur  then  added,  and 
further  mixing  effected.  The  mixtures  should, 
in  any  case,  De  calcined  as  soon  as  they  are 
prepared. 

The  '  mass  '  oven,  so  called  from  the  mixture 
oeing  treated  in  a  mass,  produces  directly  very 
good  ultramarine  if  carefully  managed.  Kg.  1 
gives  an  idea  of  the  arrangement.  The  raw 
materiah,  well  mixed  and  ground,  are  shovelled 
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without  actually  burning,  and  on  bemg  spread 
upon  a  clean  tile  quickly  loses  its  heat,  and 
appears  a  blue  colour  with  a  tmge  of  green. 
The  changes  experienced  by  the  mixture  are 
interesting  and  remarkable..  As mtroduoed  it  u 
a  yellowish-grey,  and  becomes  suocessivd^y-brown, 
green,  and  blue.  The  brown,  a  dark  rich  colour, 
is  very  imstable,  and  bums  on  exposure  to  au' 
to  a  greenish  half-formed  ultramarine,  and,  even 
if  not  exposed,  slow  combustion  goes  on  until 
oxidation  has  taken  place.  The  green  is  almost 
equally  unstable. 

When  the  drawn  sample  is  found  to  be 
sufficiently  burnt,  the  operation  is  concluded  by 
closing  the  oven,  plastering  up  cracks,  and 
exclufing  the  air  as  far  as  possible.  It  is  then 
left  to  cool  down,  which  takes  a  week  or  10  days. 
On  opening,  the  mass  should  appear  dark  blue, 
the  bottom  portion  not  being  quite  equal  in 
brilliauoy  to  the  top  owing  to  the  greater  degree 
of  heat  to  which  it  has  been  subjected.  A  loss 
of  about  one-third  of  the  original  weight  occurs, 
and  the  mass  shrinks  considerably. 

Charges  amounting  to  5  tons  are  treated  in 
stone  troughs,  17-20  ft.  long  and  10-13  ft.  wide. 


Fig.  1. 


on  to  the  floor  of  the  oven,  pushed  up  to  the  end 
with  a  broad  rake,  and,  after  being  piled  up  to 
nearly  the  level  of  the  bridge,  are  nearly  flat- 
tened, and  covered  with  thin  tUes,  the  joints 
being  filled  in  with  a  very  thin  mortar  made 
with  china  clay  and  sand.  The  oven  having 
been  thus  filled  with  about  1  ton  of  raw  material, 
the  front  is  built  up,  leaving  a,  hole  just  above 
the  level  of  the  tiles  for  observation,  fitted  with 
a  loose  brick.  A  small  hole  below  this  and 
about  opposite  the  centre  of  the  mass,  fitted 
with  a  clay  stopper,  affords  a  means  of  taking 
samples  as  the  burning  proceeds.  The  heat  is 
slowly  raised  to  a  bright  red,  and  as  it  rises 
small  jets  of  sulphur  dioxide  are  seen  to  come 
from  the  cracks  between  the  covering  tiles 
and  bum  with  feathery  flames,  increasing  in 
length  as  the  heat  becomes  greater,  and  gradu- 
ally dying  away  as  the  reaction  is  completed. 
The  heat  is  maintained  at  its  highest  point  for 
from  12  to  18  hours,  or  until  the  process  appears 
to  bo  finished,  when  a  sample  is  taken  through 
the  small  hole  by  means  of  a  long  auger  inserted 
right  into  the  niiddle  of  the  mass.  The  sample 
presents,  if  sufSciently  burnt,  a  greenish-blue 
appearance,   gives   oB   sulphur   dioxide   freely 
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placed  in  a  furnace  in  such  a  way  that  tlioy  can 
be  reached  on  all  sides  by  the  flame.  The 
troughs  are  filled  to  a  depth  of  12-16  ins. 
covered  with  firebricks,  and  calcined  for  about 
3  weeks. 

Ultramarine  blue  is  also  prepared  directly  in 
shaft  furnaces  (Fig.  2),  described  later  on 
(p.  683).  Various  special  furnaces  have  been 
patented  (Fr.  Pats.  410055.  1909:  407089, 
403247,  3092U,  40010.S,  1908;  403077,  1909; 
425585,  1910). 

A  rapid  process  for  the  direct  preparation  of 
the  blue  has  been  patented  (Fr.  Pats.  391779, 
391780,  1908).  A  mixture  of  china  clay  (35 
parts),  carbon  ( 10  parts),  sodium  alum  (40  parts), 
rosin  (8  parts),  and  sulphur  (7  parts)  is  heated 
rapidly  to  600°-70O°,  and  maintained  at  that 
temperature  for  about  3  hours  ;  the  temperature 
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is  then  raised  to  900°,  and  the  mass  stined  well 
for  an  hour  to  oxidise  it.  Powdered  sodium 
chlorate  is  then  added  and  the  mass  stirred  for 
15  mins. ;  a  further  30  mins.  heating  then 
follows.  tUtramarine  of  very  superior  quality 
is  said  to  be  thus  obtained. 

Curtius  has  patented  a  continuous  process. 
Cast-iron  retorts,  similar  to  gas  retorts,  are 
employed,  lined  inside  with  fire-proof  cement. 
They  are  set  in  brickwork,  and  connected  with 
flues  for  removing  the  gases  and  receivers  for 
condensing  sulphur  vapour.  The  charged  re- 
torts are  closed  back  and  front,  but  arrangement 
is  made  for  the  admission  of  air  from  behind, 
in  order  to  quickly  convert  the  green  ultra- 
marine initially  formed  into  blue.  In  a  modified 
form  of  the  process,  green  ultramarine  is  first 
produced,  discharged  into  brickwork  receptacles 
beneath  the  retorts,  and  directly  oxidised  to 
blue  (Eng.  Pat.  18527,  1890). 

The  lixiviating,  &c.  is  described  later  (p.  684). 

Indirect  process. — The  successive  stages  in 
this  process  are  mixing,  calcining  for  ultra- 
marine green,  crushing,  roasting  to  ultramarine 
blue,  and  lixiviating,  &c.,  as  in  the  direct 
process. 

The  preparation  of  the  ultramarine  green  is 
carried  out  in  either  a  crvcible  furnace  or  a 
sliajt  furnace.  The  former  is  a  kind  of  muffle 
furnace,  similar  to  those  used  in  porcelain  works, 
of  square  (seldom  round)  section  and  lined  wth 
firebrick.  The  ground  mixture  is  fiUed  into 
tapered  crucibles  of  12-16  ins.  high,  the  lids  are 
fixed  on  with  a  mortar  of  clay,  and  the  crucibles 
piled  in  regular  rows  in  the  furnace.  A  furnace 
wiU  hold  several  hundred  crucibles,  the  aggregate, 
charge  being  6-8  cwt.  of  mixture.  The  tempera- 
ture is  slowly  raised  until  the  crucibles  are  at  a 
bright-red  heat,  and  this  temperature  is  then 
mamtained  until  the  formation  of  ultramarine 
green  ia  completed ;  from  7  to  10  hours  are 
required.  It  is  essential  to  maintain  a  uniform 
temperature  throughout  the  furnace. 

When  the  reaction  is  finished  aU  openings 
into  the  furnace  are  shut  tightly  and  the  furnace 
allowed  to  oool  down,  a  process  that  takes 
several  days. 

Shaft  furnaces  are  used  for  calcining  larger 
quantities,  up  to  2  tons,  of  material.  These  are 
large,  cylindrical,  vertical  furnaces,  lined  with 
firebrick.  The  furnace  is  situated  at  the  bottom 
of  the  shaft ;  it  is  covered  in  by  a  firebrick 
vault,  the  flat  top  of  which  forms  the  floor  upon 
which  the  bottom  layer  of  crucibles  rests. 
Numerous  openings  in  the  vault  allow  the 
heating  gases  from  the  furnace  to  pass  up  into 
the  shaft.  The  shaft  is  filled  with  crucibles- 
charged  with  the  ground  mixture,  and  arranged 
layer  upon  layer.  Another  vault  forms  the  roof 
of  the  shaft  proper,  and  through  openings  in 
this  the  gases  pass  into  a  dome  and  thence  into 
the  chimney.  Fig.  2  shows  such  a  furnace. 
These  furnaces  possess  many  advantages  ;  they 
require  no  special  fuel,  accommodate  large  charges 
and  permit  the  heat  to  be  equally  distributed 
in  a  very  satisfactory  manner.  Soda  mixtures 
low  in  sulphur  must  be  heated  slowly  at  first  in 
these  furnaces,  a  bright-red  heat  being  only 
attained  in  4  hours. 

The  green  ultramarine  thus  produced  exhibits 
a  blue  tinge  on  the  surface,  and  if  required  to 
be  sojd  as  such,  the  blue  outer  portions  must  be 


removed.  This  is  unnecessary  if  the  product 
is  to  be  directly  converted  into  blue ;  it  must, 
however,  be  crushed  and  ground  to  powder. 

The  material  is  crushed  in  roller  mills  to 
pieces  about  the  size  of  peas.  Glauber  salt  greens 
are  then  ground  in  dry  mills  to  a  degree  of 
fineness  that  must  be  determined  by  preliminary 
trials,  since  if  ground  beyond  a  certain  degree, 
the  brightness  of  the  final  ultramarine  blue 
suffers.  Soda  greens  are  much  softer  than 
Glauber  salt  greens,  and  the  application  of 
further  pressure  during  the  final  grinding  must 
be  avoided  as  much  as  possible.  They  are 
usually  ground  in  ball  mills,  which  may  be  so 
constructed  as  to  render  the  preliminary 
crushing  of  the  raw  green  superfiuous. 

The  crushed  ultramarine  green  is  converted 
into  blue  by  roasting  it  with  sulphur ;  the 
change  is  completed  in  a  shorter  time  by  this 
process  than  if  ammonium  chloride,  hydrochloric 
acid,  chlorine,  &c.,  are  used  in  the  place  of 
sulphur.  During*the  process  part  of  the  sodium 
contained  in  the  green  becomes  converted  into 
sodium  sulphate.  Two  types  of  furnace  are 
in  extensive  use  (i.)  cylindrical  or  retort  fwrnaces, 
and  (ii.)  m«J/ic  furnaces. 

The  former  type  consists  of  an  arrangement 
of  strong  cast-iron  tubes,  not  exceeding  80  in. 
long  by  16  in.  diameter,  generally  arranged  in 
sets  of  three,  so  that  the  flame  entirely  sur- 
rounds them.  They  project  about  2  in.  from 
the  furnace,  both  at  the  back  and  front,  and 
the  ends  are  closed  by  tight-fitting  sheet-iron 
caps.  The  arrangement  adopted  in  large  works 
is  indicated  in  Fig.  3  ;  the  furnaces  are  mounted 
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in  pairs,  back  to  back.  All  the  gaseous  products 
pass  into  the  narrow  corridor  A,  closed  at  both 
ends  by  doors ;  through  openings  in  the  roof 
they  pass  into  the  flue  B,  and  thence  to  the 
chimney. 

In  the  other  type  of  furnace,  the  muffle  is 
buUt  into  the  furnace.  The  hearth  is  made  of 
strong  fireclay  plates  with  lap  joints,  luted 
together,  the  whole  surface  being  then  smoothed. 
The  hearth  of  the  muffle  forms  the  cover  of  the 
heating  chamber ;  the  products  of  combustion 
pass  from  the  grate  upwards  through  flues 
arranged  on  the  sides  of  the  muffle-walls,  thence 
over  the  arched  roof  to  the  chimney.  If  the 
muffle  is  constructed  entirely  of  fiareclay,  it  is 
built  in  completely  at  the  back,  and  a  semi- 
circular hole  left  in  the  front,  the  base  of  which 
is  on  a  level  with  the  hearth.  This  opening, 
through  which  the  muffle  is  charged  and  dis- 
charged, can  be  closed  when  necessary  by  a 
counterpoised  iron  slide  ;  and  since  sulphurous 
gases  escape  from  this  opening,  it  is  arched  over 
with  a  hood  for  leading  these  gases  to  the 
chimney,  an  arrangement  that  is  far  less  con- 
venient and  safe  than  that  employed  in  the 
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cylindrical  furnaces.  Sometimes  the  muffle  is 
built  with  an  iron  top,  and  the  front  of  the 
muffle  closed  with  an  iron  cap. 

The  actual  roasting  process  is  carried  out 
either  (i.)  by  adding  sulphur  to  the  ultramarine 
green  before  heating,  or  (ii.)  by  heating  the  green 
and  gradually  addmg  the  sulphur  during  the 
process.  The  requisite  amoiint  of  sulphur  is 
7  p.c.  with  soda  green,  and  9-10  p.c.  with  Glauber 
salt  green,  of  the  weight  of  the  crude  green 
taken.  In  carrying  out  process  (i.),  the  empty 
retorts  or  muffles  are  heated  to  a  medium  red 
heat  for  soda  green,  or  to  bright  redness  for 
Glauber  salt  green.  The  mixture  of  green  and 
sulphur  is  then  quickly  introduced,  and  the 
containing  vessels  closed.  After  half  an  hour, 
the  product  is  thoroughly  mixed  and  levelled 
down,  a  process  that  is  repeated  at  halt-hourly 
intervals,  until  all  the  sulphur  has  been  burnt 
off.  This  is,  indicated  by  the  manner  in  which 
the  green  colour  changes  to  blue.  A  further 
45  mins.  heating  is  given,  tfhd  then  the  fire 
slowly  reduced.  The  retorts  and  muffles  are 
then  tightly  closed  and  allowed  to  cool.  When 
method  (ii.)  is  employed,  the  retorts  or  muffles 
are  charged  with  ultramarine  green,  which  is 
raked  over  and  levelled.  The  successive  por- 
tions of  sulphur  added  amount  to  about  IJ  lbs. 
each  with  retorts  (J  cwt.  charge),-  and  4J  lbs. 
each  with  muffles  (IJ  cwt.  charge).  The  first 
addition  of  sulphur  may  bo  made  when  a  lump 
of  that  substance  ignites  as  soon  as  it  is  thrown 
on  the  ultramarine ;  the  charge  is  then  raked 
over,  and  the  sulphur  allowed  to  bum  away. 
This  operation  is  repeated  until  a  bright  blue 
product  is  obtained  ;  samples  are  withdrawn  at 
intervals  and  spread  out  with  a  steel  spatula  to 
examine  the  colour.  The  product  is  then  cooled 
as  described  under  (i.).. 

The  filtering  boaes  employed  in  the  lixiviating 
process  are  made  of  pine,  6-7  ft.  long,  and 
40-60  in.  wide.  About  6  or  8  in.  above  the  soUd 
bottom  a  false  bottom  is  mounted,  perforated 
with  many  f-in.  holes,  and  covered  with  strong 
cotton  filtering  cloth.  The  cold,  calcined  ultra- 
marine blue  is  mixed  with  a  small  quantity  of 
hot  water  (75°-80°)  in  a  vat,  thoroughly  mixed, 
and  transferred  to  a  filtering  box.  In  this 
manner  all  the  numerous  filtering  boxes  are 
charged.  The  clear  filtrates  are  united,  and  if 
sufficiently  concentrated  (15°B.  or  more)  the 
liquid  is  run  into  crystallising  tanks  for  the 
recovery  of  sodium  sulphate.  Weaker  solutions, 
and  the  first  two  or  three  washings,  are  con- 
centrated by  utiUsing  waste  heat  from  the 
furnaces.  The  ultramarine  is  washed  with  hot 
water  until  quite  free  from  soluble  sulphate,  of 
which  the  crude  blue  contains  about  16  p.c. 
It  is  then  ground  wet  in  upright  mUls  between 
hard  stones  until  the  requisite  fineness  is  ob- 
tained. During  this  operation  sodium  silicate 
passes  into  solution,  and  it  is  therefore  necessary 
to  use  soft  water  for  the  grinding.  The  whole  is 
then  run  into  a  large  wooden  vat  and  allowed 
to  settle  for  36-48  hours. 

The  levigating  process  follows  next.  The 
top  blue  liquor  is  baled  out  into  another  vat  and 
left  until  the  extremely  finely  divided  particles 
of  colour  have  settled  ;  the  product  is  after- 
wards added  to  other  preparations.  The  paste 
remaining  in  the  large  vat  is  distributed  in 
quantjtiss  of  about  Z  owt,  into  levigating  tanlis, 


three-fourths  filled  with  soft  water,  and  the 
colour  equally  distributed  throughout  the  water. 
The  larger  particles  settle  rapidly,  and  after  2 
hours  standmg  the  liquids  are  run  into  other 
tanks.  The  next  deposition  of  ultramarine 
takes  5  or  6  hours  ;  the  liquid  Is  then  baled  into 
other  tanks,  and  a  further  settling  of  colour  for 
12  hours  is  allowed.  The  liquid  now  baled  off 
contains  extremely  finely  divided  particles ; 
they  are  precipitated  in  a  fourth  series  of  tanks 
by  the  addition  of  alum,  dilute  mineral  acid, 
milk  of  Ume  or  other  saline  solutions,  and  the 
resulting  blue  paste  is  pressed.  Passing  from 
the  first  to  the  fourth  series  of  tanks,  the  ultra- 
marine becomes  successively  lighter,  finer,  bluer, 
and  stronger.  The  different  grades  of  product 
are  then  dried  in  sheds  exposed  to  air,  or  on 
drying  hearths  heated  by  waste  furnace  heat, 
or  in  special  drying  rooms,  &c. 

The  product  dries  in  hard  lumps,  which  must 
be  powdered  and  sifted  ;  for  this  purpose  ball 
mills  fitted  with  a  continuous  sifting  device  are 
employed.  Very  fine  brands  of  ultramarine  are 
sifted  in  centrifugal  sifters  or  else  in  a  Jasse 
sifter.  It  then  remains  to  mix  together  the 
various  shades  and  sorts  in  order  to  produce 
the  standards  of  sale ;  this  part  of  the  Work  is 
of  great  importance,  as  the  tinctorial  power, 
fineness  of  division,  depth  and  purity  of  colour 
in  each  standard,  have  to  be  exactly  reproduced 
in  bulk. 

In  making  the  cheaper  brands  of  ultramarine 
blue,  the  pure  material  is  mixed  with  from  10  to 
50  p.c.  of  gypsum.  The  latter  has  an  extremely 
bad  effect  upon  the  brightness  of  certain  kinds 
of  ultramarine,  which  is  minimised  by  incorporat- 
ing a  httle  glycerol  or  vaseline  into  the  mixture. 
The  development  of  the  manufacture  of  ultra- 
marine has  been  remarkable.  The'  price  in  the 
year  of  its  discovery  was  about  16«.  per  lb.,  but 
competition  soon  brought  this  down,  and  created 
a  demand.  Guimet  commenced  the  manufacture 
in  1828.  Between  1830  and  1840  manufactories 
were  established  at  Cologne  and  Nuremberg ; 
between  1840  and  1850  nine  more  were  started  ; 
1850-1860  saw  nine  more ;  1860-1870  at  least 
a  dozen,  and  from  1870-1888  four  or  five,  while 
an  equal  number  of  the  others  had  closed  down. 
At  the  present  day  (1913)  there  are  about  a 
hundred  factories,  mainly  in  Germany  and  Prance, 
although  a  few  are  in  England,  Austria,  and  the 
United  States,  and  the  annual  production  of 
ultramarine  is  between  ten  and  fifteen  thousand 
tons.    The  average  price  is  under  30«.  per  cwt. 

For  futher  information  on  ultramarine,  v, 
Zerr  and  Riibencamp's  Treatise  on  Colour 
Slanufacture,  translated  by  Mayer  (Griffin  & 
Co.) ;  Bersch's  Mineral  and  Lake  Pigments, 
translated  by  Wright  (Scott,  Greenwood  &  Son) ; 
and  Hoffmann's  Ultramarine  (Vieweg  u.  Sohn, 
Braunshweig). 

ULTRAMARINE,  GREEN,  v.  Ultkamaeine; 
also  Chkomiijm. 

ULTRAMARINE,  YELLOW.  Barium  Chrom- 
ate  V.  Baeitim  ;  also  Chbomium, 

UMBELLIFERONE  v.  Gum  kesitts. 
UMBELLULARIACALIFORNICA(iV^««).  An 
evergreen  tree  indigenous  to  California,  known 
locally  as  '  California  Laurel,'  '  Mountain 
Laurel,'  '  California  Bay-tree,'  '  Spice-tree,' 
'  Pepper,-wood,'  &c.  The  essential  oil  is  an 
E^rpmatjp  liquid  possessing  a  peculiar  pungency 
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due  to  the  presence  of  a  ketone  umhellulone 
C,|,H,40 

CHj CH — CO 

I     CHj-inMe  I 

C^- CMe  :  CH 

which  forms  60  p.c.  of  the  essential  oil ;  the 
other  constituents  are  eugenol,  1-7  eugenol 
methyl  ether,  10 ;  J-pinene,  6-0 ;  cineol 
20'0  p.c. ;  safrole  and  fatty  acids,  traces 
(Power  and  Lees,  Chem.  Soc.  Trans.  1904,  85, 
629;  Tutin,  ibid.  1906,  89.  1104;  1908,  93, 
252). 

UMBELLULIC  ACID  v.  Hendeoatoic  acids. 

UMBER.  A  brown  pigment,  consisting  of  a 
mixture  of  the  hydrated  oxides  of  iron  and  man- 
ganese, mechanically  associated  with  a  large 
proportion  of  earthy  matter  of  variable  charac- 
ter. The  material  is  prepared  for  the  market  by 
grinding  and  levigation.  Raw  umber  is  exported 
from  (^rus,  Turkey,  and  Italy  ;  while  it  is 
also  worked  to  a  limited  extent  in  the  United 
States. 

Church  (The  Chemistry  of  Paints  and 
Painting,  1890)  gives  the  following  analysis  of 
a  choice  sample  of  raw  umber  from  Cyprus : 
water,  given  off  at  100°C.,  4'8  p.c. ;  water 
expelled  at  a  red  heat,  including  organic  matter, 
8-8  ;  FcjOa,  48-6  ;  MnO^,  19  ;  CaO,  1-4  ;  MgO, 
0-5 ;  AljO,,  2-1 ;  PjOj,  0-9  ;  SiOj,  13-7  ;  CO^, 
&o.,  0"3.  Part  of  the  manganese  probably 
exists  as  MujO^. 

For  other  analyses  of  umbers,  siennas,  and 
ochres,  v.  G.  H.  Hurst  in  Chem.  News.  1889,  59, 
172.  He  found  crude  Derbyshire  umber  to 
yield  the  following  results  :  hygroscopic  water, 
13-47  p.e. ;  combined  water,  6-17 ;  BaSOj, 
30-10 ;  SiOj,  4-43  ;  CaSOj,  2-15  ;  CaCO,,  2-61  ; 
AljOj,  8-08;  FejO,,  22-50;  MnOj,  11-53. 
Hurst  regards  most  ochres  as  alteration  products, 
formed  mainly  by  the  oxidation  and  hydration 
of  pyrites  in  situ,  and  mechanically  mixed  with 
silica,  clay,  and  other  earthy  matter.  Umbers 
may  have  been  washed  as  a  fine  sediment  from 
deposits  of  iron  and  manganese  ores.  The  pig- 
ment termed  burnt  umber  is  merely  umber 
which  has  been  exposed  to  heat,  whereby  its 
colour  becomes  somewhat  reddened. 

iJe/.—G.P.Merrill.The  Non-Metallic  Minerals, 
2nd  ed..  New  York,  1910,  104 ;  ».  Ochbb. 

F.  W.  R. 

UNDECATOIC  ACIDS  and  DNDECYLIC  ACID 
«;.  Hendeoatoic  acids. 

UPAS  ANTIAR  v.  Antiab  eesin. 

UPAS  TIEUTE  V.  Nux  vouiCA. 

URACIL  V.  Pyeimidinbs. 

URALITE.  A  name  proposed  by  G.  Rose 
in  1831  for  pseudomorphs  of  hornblende  after 
augite  from  the  Ural  Mountains.  (For  a 
rlsumS  of  the  literature,  v.  A.  Wilmore,  Geol. 
Mag.  1910,  [v.]  7,  357.)  Also  used  as  a  trade- 
name for  a  preparation  of  serpentine-asbestos', 
made  into  the  form  of  boards  for  fire-proof 
partitions  {v.  Asbestos).  L.  J.  S. 

URAMIL  V.  Pybimidines. 

URANINITE  »,.  Pitchblende. 

URANITE.  An  early  name  for  the  '  uranium 
micas '  in  use  before  these  had  been  separated 
into  the  species  autunite  (calco-uranite)  and 
torbemite  (cupro-uranite)  (qq.v.). 

URANIUM.  Sym.  U.  At.wt.  238-5.  In 
t789  Klaprotji  prepared  froin  pitcKbhn4e  some 


compounds  of  a  new  element,  which  he  called 
uranium  (Crell's  Ann.  1789,  [ii.]  400).  The 
compounds  of  uranium  were  studied  by  Riohter, 
Arfvedson,  Berzelius,  and  others.  In  1840 
Peligot  showed  that  what  had  previously  beipn 
thought  to  be  uranium  was  really  one  of  its 
oxides ;  he  prepared  the  metal  by  reducing 
uranous  chloride  with  potassium  (Ann.  Chim. 
Phys.  1842,  [iii.]  6,  5).  The  work  of  P^igot  was 
confirmed  and  extended  by  Ebelmen  {ibid.  1842, 
[iii.]  5,  189),  Wertheim  {ibid.  1844,  [iii.]  11,  49), 
Rammelsberg  (Pogg.  Ann.  1842,  55,  318  ;  56, 
125),  and  Hermann  (Ueber  einige  Uranverbind. 
Gottingen,  1861). 

Occurrence. — Uranium  is  not  very  abundant ; 
its  chief  ore  is  pitchblende  or  uraninite,  which 
consists  of  impure  UjOj,  and  is  found  in  Corn- 
wall, at  Joachimsthal  (Bohemia),  and  other 
localities.  It  contains  from  40  to  90  p.c.  of 
UjOs  (Hermann,  J.  pr.  Chem.  1869,  [i.]  76,  326  ; 
Ebelmen,  Ann.  Chim.  Phys.  1843,  [iii.]  8,  498 ; 
Whitney,  Amer.  J.  Soi.  1849,  [ii.]  7,  434 ;  Genth, 
ibid.  1857, 23, 421 ;  Zimmermann,  Annalen,  1886, 
232,  300).  Clevite  and  brSggerite  are  varieties 
of  pitchblende  rich  in  rare  earths.  Garnotite  is 
a  vanadate  of  potassium  and  uranium,  found 
in  Utah  and  Colorado  (Friedel  and  Cumenge; 
Bull.  Soc.  chim.  1899,  [ii.]  21,  328).  Samarskite 
is  a  uranotantalite  of  iron  and  yttrium,  found  in 
Siberia  (Miask)  and  North  Carolina  (Rammels- 
berg, Pogg.  Ann.  1877,  160,  658) ;  fergusonite  is 
a  complex  columbate  of  yttrium,  cerium, 
uranium,  calcium,  and  iron  (Rammelsberg, 
ibid.  1873,  150,  200). 

Nearly  aU  the  phosphates,  silicates,  and 
zirconates  of  the  rare  earths  contain  small 
quantities  of  uranium,  notably  xenotime,  mache- 
nite,  columbite,  cetite,  and  monazite.  Thorianite 
{v.  Thorittm)  contains  from  10  to  20  p.c.  of 
uranosouranio  oxide.  See  also  Szilard,  Le 
Radium,  1909,  6,  233. 

Naturally  occurring  uranium  minerals  are 
radioactive ;  it  was  from  the  pitchblende  of 
Joachimsthal  that  radium  was  first  prepared, 
whilst  helium  was  originally  obtained  from 
clevite. 

Treatment  of  uranium  minerals  ;  preparation 
of  uranium.  The  chief  source  of  uranium  com- 
pounds is  pitchblende,  which,  after  a  pre- 
liminary roasting,  is  heated  in  a  reverberatory 
furnace  with  sodium  carbonate.  The  product 
is  extracted  with  warm  dilute  sulphuric  acid 
and  filtered,  the  residue  being  used  in  the  pre- 
paration of  radium  salts.  The  filtrate  is  worked 
up  commercially  for  uranium  compounds  as 
described  under  sodium  diuranate  (p.  588). 
The  foUowing  method  is  due  to  Wohler ;  the 
liquid  is  treated  with  hydrogen  sulphide  to 
remove  arsenic,  antimony,  copper,  lead,  and 
bismuth,  and  after  oxidising  the  filtrate  with 
nitric  acid,  excess  of  ammonia  is  added.  The 
washed  precipitated  iron  hydroxide  and 
ammonium  uranate  are  digested  at  100°  with 
concentrated  ammonium  carbonate,  containing 
ammonia  in  excess,  to  dissolve  the  ammonium 
uranate.  The  double  salt,  ammonium  uranyl 
carbonate,  crystallises  out  on  cooling  the 
filtered  liquid.  From  the  mother  liquor  a 
quantity  of  ammonium  uranate  can  be  obtained 
by  precipitating  any  zinc,  nickel,  and  cobalt 
with  ammonium  sulphide,  and  evaporating 
the    filtrate.      Both    ainpionjufn    uranate    f,ni 
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ammonium  uranyl  carbonate  leave  the  green 
Glide  UjOj  when  ignited  in  the  air. 

Camotite  is  fused  with  potassium  hydrogen 
sulphate  and  the  mass  extracted  with  water ; 
from  the  solution  the  double  sulphates  of  uranium 
and  vanadium  with  potassium  sulphate  are 
crystallised  out.  The  crystalline  product  is 
reduced  with  zinc  and  sulphuric  acid,  and  the 
vanadium  then  precipitated  with  ammonia  and 
ammonium  carbonate.  From  the  filtrate  the 
uranium  is  thrown  down  as  ammonium  uranate 
by  boiling  (Gin,  Chem.  Zentr.  1906,  ii.  1172; 
c/.  Haynes,  Mines  and  Minerals,  1909,  30,  No.  3, 
139). 

Metallic  uranium  was  first  prepared  by 
P^ligot  (Z.c.)  by  reducing  the  tetrachloride  with 
potassium.  Zimmermann  (Annalen,  1883,  216, 
1)  replaced  the  potassium  by  sodium.  It  is 
better  to  employ  the  double  ohlojjde  of  uranium 
and  sodium,  and  magnesium  may  be  used  in 
place  of  potassium  (Moissan,  Compt.  rend.  1896, 
122,  1088).  These  methods  are  unsatisfactory, 
since  uranium  tetrachloride  is  extremely  hygro- 
scopic. Uranium  is  best  prepared  by  heating 
500  parts  of  the  oxide  U,Os  with  40  parts  of 
sugar  carbon  in  the  electric  furnace  in  a  carbon 
tube.  The  product,  which  contains  a  little 
carbon,  is  purified  by  heating  it  in  a  crucible 
brasqued  with  uranium  oxide,  and  embedded 
in  another  crucible  brasqued  with  titanium,  to 
prevent  access  of  nitrogen  to  the  uranium 
(Moissan,  Compt.  rend.  1893, 116,  349).  Reduc- 
tion of  uranium  dioxide  by  carbon  begins  at 
1600°  (Greenwood,  Chem.  Soc.  Trans.  1908,  93, 
1492).  The  oxides  of  uranium  may  also  be 
reduced  by  heating  with  aluminium  powder 
(Aloy,  Bull.  Soc.  chim.  1901,  [iii.]  25,  153; 
Stavenhagen,  Ber.  1899,  32,  3065  ;  Stavenhagen 
and  Schuchard,  ibid.  1902,  35,  909;  Giolitti 
and  Tavanti,  Gazz.  chim.  ital.  1908,  38,  ii. 
239).  Uranium  may  also  be  prepared  by  the 
electrolysis  of  the  fused  double  chloride  of 
uranium  and  sodium,  in  an  inert  atmosphere, 
using  carbon  electrodes  (Moissan,  Compt.  rend. 
1896,  122,  1088) ;  and  is  obtained  in  the  pyro- 
phoric  state  by  heating  its  amalgam  in  a  vacuum 
(Feres,  Bull.  Soo.  chim.  1901,  [iii.]  25,  622). 

Properties. — Pure  uranium  is  a  white  metal, 
which  takes  a  high  polish ;  its  density  is  18-7, 
and  its  specific  heat  0'02765  (Zimmermann, 
Annalen,  1886,. 232,  310;  Ber.  1882,  15,  851). 
It  melts  at  a  white  heat,  and  can  be  dis- 
tilled in  the  electric  furnace  (Moissan,  Compt. 
rend.  1906,  142,  425  ;  cf.  ibid.  1893,  116,  1429 ; 
1896,  122,  1088).  The  most  prominent  lines  in 
the  emission  spectrum  are  in  the  yellow  (Thal6n, 
Ann.  Chim.  Phys.  1869,  [iv.]  18,  239 ;  Hassel- 
berg,  K.  Svenska.  Vet-Aiad.  Handl.  1910,  45, 
3  ;  Pollok,  Soi.  Proo.  Roy.  Dubl.  Soc.  1909,  11, 
331).  Most  uranium  compounds  possess  marked 
absorption  spectra  (Morton  and  Bolton,  Chem. 
News.  1873,  28,  47,  113,  164  ;  Jones  and  Strong, 
Phil.  Mag.  1910,  [vi.]  19,  666 ;  Strong,  Zeitsoh. 
physikal.  Chem.  1910,  11,  668)  and  are  fluores- 
cent, the  fluorescence  spectra  having  been 
studied  by  E.  Becquerel  (Ann.  Chim.  Phys. 
1872,  [iv.]  27,  539)  and  H.  Becquerel  (Compt. 
rend.  1885,  101,  1252 ;  1907,  144,  459) ;  v.  also 
Becquerel  and  Kamerlingh-Onnes  {ibid,  1910, 
150,  647)  for  phosphorescence  at  low  tempera- 
tures. 

Uranium  in  the  form  of  powder  is  unaltered 


in  dry  air  at  ordinary  temperatures ;  it  bums 
in  oxygen  at  170°.  It  imites  directly  with 
fluorine  in  the  cold,  and  with  chlorine,  bromine, 
and  iodine  when  gently  heated.  At  500°  it 
combines  with  sulphur  and  selenium,  and  at 
1000°  unites  readily  with  nitrogen.  It  forms 
a  crystalline  carbide  (Moissan,  Compt.  rend. 
1896,  122,  1088). 

Uranium  powder  decomposes  water  slowly 
at  ordinary  temperatures,  more  rapidly  at  100°. 
It  dissolves  readily  in  hydrochloric,  sulphuric, 
and  nitric  acids. 

Uranium  is  closely  allied  to  the  elements 
chromium,  ■  molybdenum,  and  tungsten  ;  they 
all  exhibit  a  maximum  valency  of  six,  yield 
acidic  triozides,  and  form  numerous  halogen 
derivatives  in  which  their  valencies  vary  from 
two  to  six.  These  halogen  derivatives  in 
general  bear  little  resemblance  to  well-defined 
salts,  as  is  indicated  by  their  volatility,  solubility 
in  numerous  organic  media,  and  the  ease  with 
which  they  are  hydrolysed  by  water.  There 
are  two  principal  series  of  uranium  salts  :  (i.) 
the  uranous  compounds,  corresponding  to  the 
basic  oxide  UO j  ;  and  (ii.)  the  uranyl  compounds, 
in  which  the  group  UO^  functions  as  a  bivalent 
metallic  radicle.  Besides  these,  there  exist 
uranates,  diuranates,  and  peruranates,  analogous 
to  the  corresponding  .chromium  derivatives  {v. 
0.  de  Coninck,  Bull.  Acad.  roy.  Belg.  1909,  175). 
The  uranous  salts  are  usually  green  or  blue,  and 
in  solution  are  readily  oxidised  to  uranyl  com- 
pounds, even  by  air,  the  rate  of  oxidation  being 
proportional  to  the  concentration  of  the  solution 
and  inversely  proportional  to  the  square  of  the 
concentration  of  the  hydrogen  ions  present 
(McCoy  and  Bunzel,  J.  Amer.  Chem.  Soo.  1909, 
31,  367).  They  are  obtained  by  the  reduction 
of  uranyl  compounds  («.  Aloy  and  Auber,  Bull. 
Soc.  chim.  1907,  [iv.]  1,  569;  Colani,  Ann. 
Chim.  Phys.  1907,  12,  69).  The  uranyl  salts  are 
generally  yellow,  with  a  greenish  fluorescence. 
They  are  highly  sensitive  to  light,  and  are 
employed  in  photography  (Niepce  de  Saints 
Victor,  Compt.  rend.  1858,  46,  448,  489 ;  Title- 
stad,  Zeitsoh.  physikal.  Chem.  1910,  72,  257; 
Bacon,  Philippine  J.  Soi.  1910,  5,  281).  They 
are  somewhat  analogous  to  basic  salts,  but  they 
are  stable  in  solution,  being  only  hydrolysed  to 
a  slight  extent.  On  electrolysis  the  uranyl  ion 
UOj  migrates  ,to  the  cathode.  Uranyl  salts 
form  numerous  complex  derivatives,  especially 
with  salts  of  organic  acids  (Dittrich,  Zeitsch. 
physikal.  Chem.  1899,  29,  449  ;  Ley,  ibid.  1900, 
30,  193;  Ber.  1900,  33,  2658;  Kohlschiitter, 
Annalen,  1900,  311,  1). 

Uranium  salts  are  radioactive,  emitting  o- 
rays,  and  producing  a  new  radioactive  element 
called  Vranium-X  {v.  infra,  Ubanitim-X  and 
Radioactivity). 

Atomic  weight.  This  was  taken  as  circa  120 
until  Mendeleeft  pointed  out  the  similarity  of 
uranium  to  chromium,  molybdenum,  and 
tungsten,  and  proposed  the  value  240  (Annalen, 
Suppl.  1872,  8,  178;  Chem.  News.  1880,  41, 
39),  which  assigned  to  uranium  a  position  in  the 
Periodic  Classification  in  the  same  Group  as  the 
elements  just  mentioned.  The  determination  of 
the  speoifio  heat  of  the  metal  and  the  vapour 
densities  of  uranous  chloride  and  bromide 
(Zimmermann,  Annalen,  1882,  216,  1)  confirmed 
the  views  of  Mendelfeff,    The  actual  value  at 
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present  aflopted'  (238-6)  rests  mainly  on  the 
work  of  Zimmermann  (Annalon,  1886,  232, 
299),  Aloy  (Ann.  Chim.Phys.,  1901,  [vii.]  24, 
4J8),  and  of  Richards  and  Merigold  (Eroo. 
Amer.  Aead.  1902,  37,  365 ;  Zeitsoh.  anorg. 
Chem.  1902,  31,  235). 

Oxides  and  Oxyacids. 

Uranium  dioxide  or  Uranous  oxide  UOj  is 
obtained  by  heating  the  green  oxide  or  uranyl 
oxalate  in  a  stream  of  hydrogen  (Berzelius, 
P61igot,  Ebelmen) ;  or  by  electrolysing  uranyl 
nitrate  solution  (0.  de  Coninok  and  Camo,  Bull. 
Acad.  Roy.  Belg.  1901,  321);  these  methods 
yield  a  brown  pyrophorio  powder.  Tl^e  reduc- 
tion of  uranyl  chloride  solution  witt  magnesium 
or  aluminium  yields  uranous  oxide  as  a  black 
powder  (de  Coninck,  ibid.  1909,  744).  It  is 
obtained  as  black,  microscopic  crystals  by 
reducing  crystalline  uranichydroxide  in  hydrogen 
(Aloy,  Bull.  Soc.  chim.1900,  [iii.]  23,  368) ;  and 
as  jet  black  octahedra  by  fusing  the  amorphous 
form  with  borax,  and  washing  the  product  with 
dilute  hydrochloric  acid  (Hillobrand,  Zeitsch. 
anorg.  Chem.  1893,  3,  249).  It  is  a  basic  oxide, 
and  dissolves  in  concentrated  acids  to  form  green 
uranous  salts.  It  combines  directly  with  chlorine 
and  bromine,  forming  uranyl  chloride  and 
bromine,  and  burns  when  heated  in  air,  the 
green  oxide  UjOg  being  produced. 

Uranous  hydroxide  U02,2HjO  is  precipitated 
by  adding  an  alkali  to  a  solution  of  a  uranous 
salt  and  boiling ;  it  forms  black  flakes,  and 
readily  dissolves  in  dilute  acids  (Aloy,  Bull. 
Soc.  chim.  1899,  [iii.]  21,  613). 

Uranium  trioxide,  uranic  oxide,  urdnic 
anhydride,  or  uranyl  oxide  UOj  is  a  chamois 
yellow  powder,  obtained  by  heating  uranyl 
nitrate  to  250° ;  also  by  heating  the  hydroxide 
or  double  uranyl  ammonium  carbonate  to  250° 
(Ebelmen  Ann.  Chim.  Phys.  1842,  [iii.]  5,  199  ; 
de  Coninck,  Compt.  rend.  1901,  132,  204 ;  Bull. 
Acad.  Roy.  Belg.  1904,  363,  448).  It  oxidises 
to  the  green  oxide  when  heated  in  air,  and  is 
reduced  by  hydrogen  to  uranous  oxide. 

This  oxide  is  slightly  basic,  but  only  one- 
third  of  its  oxygen  can  be  replaced  by  acidic 
■  radicles ;  the  salts  thus  produced  are  of  the 
type  UOjRj,  and  are  called  uranyl  compounds. 
Towards  strong  bases,  uranic  oxide  behaves  as 
an  acid  anhydride,  similar  to  chromic  anhydride. 

Uranic  hydroxide  or  uranic  acid  U03,H20  is 
best  prepared  by  heating  a  solution  of  uranyl 
nitrate  in  alcohol  until  no  more  brown  fumes  are 
evolved,  and  washing  the  yellow  precipitate 
with  boiling  water  (Malaguti,  Ann.  Chim.  Phys. 
1843,  [iii.]  9,  463).  It  may  also  be  obtained, 
mixed  with  the  dihydrate,  by  evaporating  a 
solution  of  uranyl  nitrate  to  complete  dryness 
(de  Coninck,  Compt.  rend.  1909,  148,  1462). 
The  dihydrate  U03,2H20,  which  is  obtained  as 
a  yellow  precipitate  by  boiling  the  double 
uranyl  ammonium  carbonate  with  water,  loses 
water  at  100°,  and  yields  the  hydroxide  UOj.HjO 
(Ebelmen,  I.e. ;  for  other  methods,  v.  Jacquelin, 
Ann.  Chim.  Phya.  1842,  [iii.]  5,  199;  Riban, 
Compt.  rend.  1881,  93,  1140 ;  Aloy,  Bull.  Soc. 
chim.  1900,  [iii.]  23,  368).  Uranic  hydroxide 
has  a  sp.gr.  of  5-9  ;  it  does  not  alter  in  air,  and 
when  heated  to  300°  it  is  dehydrated.  For  the 
preparation  of  the  colloidal  hydroxide,  v. 
Smrd,  J,  Phys.  Chem,  1907,  5,  488,  636, 


Uranosouranlc  oxide  or  Green  oxide  oj 
uranium  UaO|,(=U02'2UOa)  occurs  more  or  less 
pure  as  pitchhlende.  It  can  be  obtained  by 
heating  any  of  the  other  oxides  to  a  red  heat 
in  air,  also  by  igniting  ammonium  uranate  or 
any  uranium  salt  of  a  volatile  acid.  It  forms  a 
dark-green,  lustrous  powder  of  BP.gr.  7  •2, 
insoluble  in  water ;  in  concentrated  acids  it 
dissolves,  forming  a  mixture  of  uranous  and 
uranyl  salts.  This  oxide  is  employed  for  pro- 
ducing a  black  glaze  on  porcelain.  It  is  radio- 
active, and  has  been  suggested  as  a  suitable 
standard  of  o-ray  radioactivity  (McCoy  and 
Ashman,  Amer.  J.  Soi.  1908,  26,  521). 

A  violet  hydroxide  can  be  obtained  by  the 
action  of  light  on  aqueous  uranyl  oxalate  or 
alcoholic  uranyl  acetate  (v.  Aloy,  Bull.  Soc. 
chim.  1900,  [iii.]  23,  368). 

Uranium  pentoxide  U205(=UOj-U03)  is 
formed  by  the  strong  ignition  of  uranium  nitrate 
in  air,  and  is  a  black  powder,  used  for  producing 
a  black  glaze  on  porcelain.  According  to 
Zimmermann  (Annalen,  1886,  232.  273)  it  is 
a  mixture  of  UjOj  and  UOj. 

Uranium  peroxide  UOj  is  only  known  in  the 
hydrated  form  as  peruranic  acid  U04,2H20.  It 
is  obtained  by  adding  hydrogen  peroxide  to  a 
mixture  of  uranyl  and  uranous  sulphate  in 
aqueous  solution,  and  drying  the  precipitate 
over  concentrated  sulphuric  acid  (de  Coninck, 
Bull.  Acad.  Roy.  Belg.  1909,  692;  c/.  Fairley, 
Chem.  Soc.  Trans.  1877,  31,  133  ;  Zimmermann, 
Annalen,  1886,  232,  273 ;  Alibegoff,  ibid.  1886, 
233,  123).  It  forms  a  yellow  powder,  which 
loses  oxygen  when  heated ;  when  treated  with 
alkali  hydroxides  it  yields  a  mixture  of  alkali 
uranate  and  peruranate. 

Ueanates. 

The  alkali  uranates  are  formed  by  precipi- 
tating uranyl  salts  vrith  alkali  hydroxides ; 
those  of  the  other  metals  by  adding  ammonia  . 
to  a  mixture  of  a  uranyl  and  a  metallic  salt. 
They  are  yellow,  insoluble  in  water,  but  soluble 
in  acids.  The  majority  are  of  the  type 
MjO'2U03,  analogous  to  the  diohromates  (v. 
Drenkmann,  J.  1861,  255 ;  Patera,  J.  pr. 
Chem.  1850,  51,  125 ;  Debray,  Ann.  Chim.  Phys. 
1861,  [iii.]  61,  451 ;  Grandeau,  ibid.  1886,  [vi.] 
8,  224 ;  Zimmermann,  Annalen,  1882,  213, 
290;  Ditto,  Compt.  rend.  1882,  95,  988;  de 
Coninck,  Bull.  Acad.  s^y.  Belg.  1909,  173,  835). 

Ammonium  uranat^.  This  is  obtained  as  a 
yellow,  voluminous  precipitate  by  adding 
ammonia  to  a  solution  of  a  uranyl  salt.  It  is 
prepared  by  boiling  a  solution  of  uranyl  sodium 
carbonate  with  ammonium  sulphate ;  or  by 
boiling  sodium  diuranate  (q.v.)  with  concentrated 
ammonium  diiloride  solution,  and  forms  a  fine, 
deep  yellow-coloured  powder,  that  is  sometimes 
used  commercially,  under  the  name  uranium 
yellow,  in  the  preparation  of  uranium  glass  (v. 
Stolba,  Zeitseh.  anal.  Chem.  1864,  3,  74,  and 
sodium  diuranate). 

Potassium  uranate  K2UO,,  obtained  by 
furing  uranyl  chloride  with  a  mixture  of  potas- 
sium and  ammonium  chlorides  (Zimmermann, 
I.e.),  forms  yellow,  rhombic  crystals. 

Potassium  diuranate  K2U2O,  is  obtained  in 
the  form  of  a  trihydrate  by  precipitating  a  uranyl 
salt  with  potassium  hydroxide  and  drying  the 
product  at  ,100°  (Patera,  I.Q.). 
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Sodium  uranate  Na^UOt  may  be  obtained  by 
fusing  tile  green  oxide  with  sodium  cliloride  and 
sodium  carbonate   (Ditte,  I.e. ;    Zimmennann, 

I.C.). 

Sodium  diuranate  NajUjO,  is  prepared 
commercially  from  pitchblende,  which  is 
powdered  and  roasted  to  remove  the  mreater 
part  of  the  sulphur,  arsenic,  and  molybdenum. 
The  ore  is  then  heated  in  a  reverberatory 
{amace  with  sodium  carbonate  and  a  little 
sodium  nitrate.  The  product  is  washed  with 
water,  when  soluble  arsenate,  molybdate, 
tungstate,  and  vanadate  of  sodiumtire  removed  ; 
sodium  uranate  is  insoluble  in  water.  The 
insoluble  residue  is  dissolved  in  dilute  sulphuric 
acid,  the  solution  evaporated  to  remove  excess 
of  acid,  diluted  and  filtered  from  silica,  lead 
sulphate,  acid  basic  sulphate  and  arsenate  of 
bismuth,  and  an  excess  of  sodium  carbonate 
solution  added.  A  solution  of  uranyl  sodium 
carbonate  is  thus  obtained,  wliile  the  basic 
carbonates  of  iron,  aluminium,  nickel,  and 
cobalt  are  precipitated  and  removed.  The 
uranium  is  then  precipitated  as  sodium  diuranate 
by  adding  sodium  hydroxide,  or  by  neutralising 
with  sulphuric  acid  and  boiling.  The  yeUow 
precipitate  is  thoroughly  washed,  dried,  and  pul- 
verised (Patera,  J.  pr.  C!hem.  1849,  [i.]  46,  182 ; 
1850,  51,  122;  Giselie,  J.  1852,  779;  Anthon, 
J.  1860,  698  ;  Kessler,  J.  1857,  199  ;  Hofmann 
and  Strauss,  Ber.  1900,  33,  3126 ;  cf.  Metzger 
and  Heidelberger,  J.  Amer.  Chem.  Soc.  1909,  31, 
1040). 

Sodium  diuranate  is  found  in  commerce  as 
the  hexahydrate  NajUjOj.eHjO.  It  is  a  fine 
yellow  powder,  known  as  uranium  yellow,  and 
is  used  in  painting  and  staining  glass  and 
porcelain,  and  for  making  the  fluorescent 
uranium  glass.' 

Perubanates. 

These  salts  are  formed  by  the  action  of 
hydrogen  peroxide  and  alkali  hydroxides  on 
uranyl  salts,  and  are  usually  precipitated  by 
means  of  alcohol  as  orange-yellow  crystals.  The 
sodium  salt  has  the  formula  NajUOg.SHjO. 
These  compounds  have  been  studied  by  JFairley 
(Chem.  Soc.  Trans.  1877,  31,  134)  and  Melikoff 
und  Pissarjewsky  (Ber.  1897,  30,  2092  ;  Zeitsch. 
ftnorg.  Uhem.  1898,  18,  59;  J.  Russ.  Phys. 
Chem.  Soc.  1902,  34,  472). 

A  red  potassium  peruranate  KjUOjjSHjO 
is  obtained  when  peruranie  acid  is  added  to 
hydrogen  peroxide  containing  alcohol,  and  the 
solution  treated  with  potassium  hydroxide 
(Aloy,  BuU.  Soc.  chim.  1903,  [iii.]  29,  292). 
The  formation  of  this  substance  may  be  employed 
as  a  delicate  colorimetric  test  for  the  presence  of 
uranium  (Aloy,  ibid.  1902,  [ui.]  27,  734). 

Ubanium  compounds. 

Uranium  tetrafluoride  or  Uranous  fluoride 
UFj  is  the  main  product  of  the  action  of  fluorine 
on  uranium.  It  is  prepared  by  adding  hydrogpn 
fluoride  to  a  solution  of  nranous  chloride,  and 
forms  a  green  powder,  insoluble  in  water  and 
dilute  acids  (Smithells,  Chem.  Soc.  Trans.  1883, 
43;  125;  Bolton,  J.  1886,  209).  It  leaves  a 
residue  of  oxide  when  heated  in  air ;  and  forms 
double  fluorides  with  the  alkali  fluorides. 

Uranium  bexaflaoride  UF,  is  best  obtaiped 


by  the  action  of  fluorine  on  the  cooled  pentA> 
chloride — 

2UaB+5Fj=UF.+UF4+5a,. 

It  forms  colourless,  monoclinio  prisms,  which 
sublime  at  ordinary  temperatures  under  di- 
minished pressure.  It  melts  at  69-2°  under  a 
pressure  of  two  atmospheres,  and  boils  at  56-2°. 
The  solid  has  a  density  of  4-68  ;  the  vapour 
gives  a  value  11-7  (air=l).  It  is  very  hygro- 
scopic, and  highly  reactive  (Ruff  and  Heinzel- 
mann,  Zeitsch.  anorg.  Chem.  1911,  72,  63 ;  cf. 
Ber.  1909,  42,  492). 

Uranium  trichloride  UCI3  is  obtained  by 
heating  the  tetrachloride  in  hydrogen  (P61igot, 
Ann.  Chim.  Phys.  1842,  5,  20),  and  is  a  reddish- 
brown  substance,  whicii  easily  dissolves  in 
water,  forming  a  red  solution  that  slowly  evolves 
hydrogen  and  becomes  green. 

Uranium  tetrachloride  or  Uranous  chloride 
UClj  is  produced  when  uranium  is  heated  in 
chlorine,  and  is  prepared  by  passing  chlorine 
over  heated  uranium  carbide  or  a  mixture  of  any 
oxide  of  uranium  with  carbon  (Pfligot,  Annalen, 
1842,  43,  258;  Zimmermann,  ibid.  1882,  213, 
320  ;  1883,  216,  8  ;  Roscoe,  Chem.  Soc.  Trans. 
1874,  [ii.]  12,  933  ;  Aloy,  Bull.  Soc.  chim.  1899, 
[iii.]  21,  264).  It  forms  dark-green  octahedra, 
is  volatile  at  a  red  heat,  and  the  vapour  has  a 
density  (air=l^  of  13-33  (Zimmermann).  In 
molten  bismuth  chloride  as  solvent  the  molecular 
weight  is  373  (theory=380-3)  (Riigheimer  and 
Gonder,  Annalen,  1908,  364,  45).  It  is  ex- 
tremely deliquescent,  fumes  in  the  air,  and 
readily  dissolves  in  water  with  evolution  of 
heat ;  the  solution  is  a.  powerful  reducing 
agent.  The  solution  reacts  acid,  and  on 
evaporation,  leaves  an  oxychloride.  Boiling 
water  completely  hydrolyses  the  chloride. 

It  forms  double  chlorides  with  the  chlorides 
of  the  alkali  and  alkaline  earth  metals  (Moissan, 
Compt.  rend.  1896,  122,  1088 ;  Aloy,  Bull.  Soc. 
chim.  1899,  [ii-]  21,  264). 

Uranium  pentachloride  UCI5  is  obtained  by 
the  direct  union  of  the  tetrachloride  and  chlorine; 
It  exists  in  two  forms  :  (i.)  long,  dark  needles 
which  are  green  by  reflected,  and  ruby-red  by 
transmitted,  light,  and  (ii.)  a  light-brown,  . 
mobile  powder.  It  is  very  hygroscopic,  and  is 
decomposed  by  water.  It  cannot  be  volatilised 
without  deoomporition  ;  in  an  atmosphere  of 
carbon  dioxide,  dissociation  into  the  tetrachloride 
and  chlorine  is  complete  at  235°  (Roscoe,  Chem. 
Soc.  Trans.  1874,  12,- 933). 

Uranium  tetrabromide  or  Uranous  bromide 
UBtj  is  obtained  by  heating  the  green  oxide  of 
uranium  with  excess  of  sugar  charcoal,  and 
passing  bromine  vapour  over  the  heated  mixture 
of  uranous  oxide  and  carbon  thus  produced 
(Zimmermann,  Annalen,  1883,  216,  2  ;  Alibegoff, 
ibid.  1886,  232,  132;  Richards  and  Merigold, 
Zeitsch.  anorg.  Chem.  1902,  31,  250).  It  forms 
lustrous,  dark-brown  tablets  of  sp.gr.  4-838  at 
21°/4°-  At  a  red  heat  it  is  volatile  ;  the  vapour  • 
density  (air=l)  is  19-46  (Zimmermann).  It 
closely  resembles  the  tetrachloride  in  properties. 

Uranium  tetraiodide  or  Uranous  iodide  UI,  is 
prepared  by  passing  the  vapour  of  iodine  ever 
powdered  uranium  heated  to  500°  in  the  absence 
of  air  (Guiohard,  Compt.  rend.  1907,  145,  921). 
It  forms  black,  crystalline  needles,  which  melt 
at  about  500°,  and  Ijave  a  sp.gr.  of  6'6,    The 


ORANltM. 


aquedlia   solntioh    is   dark   gt-feen    atid   closely 
resembles  the  chloride  m  properties. 

Uranous  oxyfluoride  UOF^  is  obtained  by  the 
action  of  hydrofluoric  acid  on  uranosouranio 
oxide — 

U,O8+0HF=UOFj+2UO2Fj+3H2O. 
It  is  a  fine  green  powder,  insoluble  in  water 
(Giohtti    and    Agamennone,    Atti.    R.    Acad. 
Lincei,  1905,  14,  i.  lU). 

Uranyl  fluoride  UOjFj  is  formed 'in  the  pre- 
ceding reaction,  and  is  a  yellow  soluble  mass. 
It  also  exists,  according  to  Smithells  (Chem. 
Soc.  Trans.  1883,  43,  125)  in  a  white  crystalline 
form,  which  can  be  sublimed  ;  this  modification 
is  prepared  by  carefully  heating  the  tetrafluoride 
in  air.  It  is  hygroscopic  and  forms  a  yellow 
solution  in  water.  Both  forms  unite  with 
potassium  fluoride  forming  a  lemon-yellow 
crystalline  double  salt  UOjlTj-SKF,  which  can 
also  be  obtained  from  uranyl  acetate  and  an 
excess  of  potassium  fluoride.  This  salt  is  tri- 
morphous  (Baker,  ibid.  1879,  35,  763).  The 
corresponding  double  salts  of  other  metals  are 
also  known,  and  are  converted  into  deep  yellow- 
coloured  peroxyfluorides  by  hydrogen  peroxide 
Lordkipanidzfi,  J.  Russ.  Phys.  Chem.  Soc. 
1900,  32,  283). 

Uranyl  chloride  UO jClj  is  obtained  by  heating 
uranous  oxide  to  redness  in  a  stream  of  chlorine. 
It  is  a  yellow  crystalline  mass,  stable  in  dry 
air ;  it  is  reduced  by  hydrogen  at  a  red 
heat  to  the  dioxide.  Uranous  chloride  is 
soluble  in  water,  alcohol,  and  ether,  and  its 
aqueous  solution  yields  the  monohydrate 
UOjClj.HjO  on  evaporation.  A  solution  of 
uranyl  chloride  may  be  prepared  by  oxidising 
uranous  chloride  with  nitric  acid  or  by  dissolving 
uranium  trioxide  in  concentrated  hydrochloric 
acid  (Mylius  and  Dietz,  Ber.  1901,  34,  2774; 
de  Coninck,  Compt.  rend.  1909,  148,  1769; 
.Bull.  Acad.  roy.  Belg.  1909,  836).  For  a  table 
of  specific  gravities  of  its  aqueous  solutions,  v. 
de  Coninck,  Ann.  Chim.  Phys.  1904,  [viii.]  3,  500. 

Uranyl  bromide  UOjBrj  may  be  obtained  in 
an  impure  state  by  heating  uranous  oxide  in 
bromine  vapour.  It  is  obtained  in  aqueous 
solution  by  acting  on  uranous  oxide  with 
bromine  water,  or  by  dissolving  nranio  oxide  in 
hydrobromic  acid.  YeUow  needles  of  the 
hydrated  compound  separate  on  concentrating 
the  solution  ;  they  decompose  when  heated  (de 
Coninck,  Bull.  Acad.  roy.  Belg.  1902,  12,  1025). 

Uranyl  iodide  UOjIj  is  obtained  by  adding 
barium  iodide  in  slight  excess  to  an  ethereal 
solution  of  uranyl  nitrate.  It  separates  from 
ether  in  red  deliquescent  crystals,  and  is  not 
very  stable  (Aloy,  Ann.  Chim.  Phys.  1901,  [vii.] 
24,  412). 

Uranium  monosulphide  US  is  a  black, 
amorphous  powder  formed  by  heating  the 
sesquisulphide  in  hydrogen  (AlibegofE,  Annalen, 
1886,  233,  131,  135). 

Uranium  sesquisulphide  U2S3  is  a  greyish- 
black  substance  formed  by  heating  the  tribromide 
of  uranium  in  hydrogen  sulphide  (Alibegoff,  I.e.). 

Uranium  disulphide  US  2  is  formed  by  the 
direct  union  of  its  elements  at  500°  (Moissan) ; 
at  a  higher  temperature  uranium  bums  vividly 
in  sulphur  vapour.  The  sulphide  is  best  pre- 
pared by  heating  the  double  chloride  of  uranium 
and  sodium  in  a  current  of  hydrogen  laden  with 
the  vapour  of  sulphur ;  or  the  double  chloride 


may  be  fused  With  sulpliide  of  sodiUto,  aluminium, 
magnesium,  antimony  or  tin  (Colani,  Compt. 
rend.  1903,  137,  382 ;  Ann.  Chim.  Phys.  1907, 
[viii.]  12,  59).  It  forms  large,  slender,  pearly 
crystals  ;  the  amorphous  powder,  obtained  by 
heating  uranous  chloride  in  hydrogen  sulphide, 
is  greyish-black  in  colour.  It  oxidises  in  the  air 
to  uranyl  sulphide,  and  with  nitric  acid  is  rapidly 
converted  into  uranyl  sulphate. 

A  black,  hydrated  disulphide  is  obtained  by 
precipitating  a  uranous  salt  with  ammonium 
sulphide ;  it  rapidly  oxidises  in  the  air  to 
uranyl  sulphide. 

Uranyl  sulphide  UO^S  is  obtained  by  adding 
ammonium  sulphide  to  an  alcoholic  solution 
of  uranyl  nitrate,  washing  the  precipitate  with 
alcohol  and  drying  in  vacuS.  By  precipitating 
in  aqueous  solution  0,  broim  hydrated  form  is 
obtained  (RemeM,  Compt.  rend.  1864,  58,  716). 
It  rapidly  decomposes  by  heating  to  180° ;  warm 
water  converts  it  into  hydrated  uranous  oxide 
and  sulphur.  It  dissolves  in  dilute  acids  and 
in  ammonium  carbonate.  When  digested  for 
48  hours  with  cold  ammonium  sulphide  exposed 
to  air,  a  deep-red  solid  is  obtained,  soluble  in 
acids  with  the  evolution  of  hydrogen  sulphide 
and  deposition  of  sulphur.  This  substance  is 
called  uranium-red  (Patera,  J.  pr.  Chem.  J 850, 
[i.]  51,  122  ;  Remel6,  Pogg.  Ann.  1865, 124, 158  ; 
Hermann,  j.  1861,  14 ;  Zimmermann,  Annalen, 
1880,  204,  204).  A  complicated  substance  of 
the  formula  5U03-2K20-KHSj.a;HjO  is  ob- 
tained by  precipitating  uranyl  nitrate  with 
potassiuin  sulphide  and  treating  the  precipitate 
wth  potassium  carbonate  (Kohlschutter,  Anna- 
len, 1900,  314,  311).  This  is  also  called  uranium- 
red  ;  acids  decompose  it,  liberating  sulphur  and 
hydrogen  sulphide. 

Uranyl  sulphide  is  formed  in  black,  tetragonal 
needles  by  heating  uranosouranio  oxide  with 
sulphur  and  potassium  thiocyanate  (Milbauer, 
Zeitsch.  anorg.  Chem.  1904,  42,  448). 

The  oxysulphide  2US2-U02  has  been  de- 
scribed by  Hermann  (J.  1861,  260). 

Uranium  selenides  USej  and  UjSej  are 
obtained  in  the  crystalline  state  by  heating  the 
double  chloride  of  uranium  and  sodium  in  a 
current  of  hydrogen  containing  the  vapour  of 
selenium  (Colani,  Compt.  rend.  1903,  137,  382 ; 
Ann.  Chim.  Phys.  1907,  [viii.]  12,  69). 

Uranyl  selenide  is  produced  by  heating 
uranosouranio  oxide  with  selenium  and  potas- 
sium cyanide  (Milbauer,  Zeitsch.  anorg.  Chem. 
1904,  42,  450). 

Uranium  telluride  UjTe,  is  prepared  by 
fusing  the  double  chloride  of  sodium  and 
uranium  with  sodium  telluride  in  an  atmosphere 
of  hydrogen  (Colani,  I.e.). 

Uranium  nitride  U3N1  is  a  stable,  greyish- 
tlack  powder,  prepared  by  heating  uranous 
chloride  in  ammonia,  and  igniting  the  product 
mixed  with  ammonium  chloride,  once  more  in 
a  stream  of  ammonia  (Kohlschutter,  Annalen, 
1901,  317,  158).  Uranium  unites  directly  -ivith 
nitrogen  at  lOOOf,  a  yellow  nitride  being  pro- 
duced, the  composition  of  which  is  not  known 
(Moissan,  Compt.  rend.  1896,  122,  274). 

Uranium  phosphide  U^jPi  is  obtained  by 
fusing  sodium  uranous  chloride  with  aluminium 
phosphide  in  a  stream  of  hydrogen  (Colani,  I.e.) 
The  arsenide  UjAs,  and  aniimonide  UjSb,  are 
similarly  prepared.    All  three  compounds  ars 
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obtained  as  black  crystalline  powders  ;  they  are 
easily  oxidised  by  nitric  acid. 

Uranium  carbide  UjO,  is  prepared  by  strongly 
heating  a  mixture  of  500  parts  of  uranosoliranio 
oxide  and  60  parts  of  carbon  in  the  electric 
fumacei  It  is  a  lustrous,  crystalline  solid  of 
sp.gr.  11 '28  at  18°,  and  is  harder  than  quartz, 
although  not  so  hard  as  corundum.  It  is  decom- 
posed by  fluorine  when  gently  warmed  ;  chlorine 
readily  attacks  it  at  350°,  whilst  it  reacts  with 
oxygen  at  370°.  Uranium  carbide  is  decomposed 
by  water,  a  very  complex  change  occurring. 
About  one-third  of  the  carbon  is  evolved  in 
combination  with  hydrogen,  mainly  as  methane, 
but  mixed  with  a  little  ethylene  and  traces  of 
acetylene ;  the  gaseous  mixture  contains  about 
15  p.c.  of  free  hydrogen.  The  remainder  of  the 
carbon  is  converted  into  a  mixture  of  solid  and 
liquid  hydrocarbons  (Moissan,  Compt.  rend. 
1896,  122,  274).  A  shower  of  brilliant  sparks  is 
produced  when  two  pieces  of  the  carbide  are 
rubbed  together. 

Uranium  sllicide  USi,  is  obtained  from  u 
mixture  of  silica  and  u'ranosouranic  oxide  by  the 
aluminotherinic  process  («.  Thermit  process). 
It  crystallisea  in  the  cubic  system,  and  has  a 
density  of  8-0.  At  500°  it  reacts  with  chlorine 
giving  a  mixture  of  uranous  and  silicon  chlorides 
(Defacqz,  ibid.  1908,  147,  1050). 

Salts  of  Ukanium. 

Uranyl  acetate  UO2(02H3O2)a,2HjiO  is  pre- 
pared by  dissolving  in  warm  acetic  acid  the 
yellowish-red  mass  produced  by  heating  uranyl 
nitrate  until  evolution  of  oxygen  commences. 
It  crystalliBCB  in  yellow,  monoclinic  needles, 
and  is  used  in  photography  and  also  for  the 
volumetric  estimation  of  phosphates. 

Uranous  arsenate  UHj(As04)2,2HjO  (Aloy, 
Bull.  Soc.  chim.  1899,  [iii.]  21,  613  •  Rammels- 
berg,  Pogg.  Ann.  1842,  55,  318  ;  56,  125). 

Uranyl  arsenate  U02-H(A30j)j„4HjO,  a 
yellow  powder,  insoluble  in  water  and  acetic 
acid,  is  obtained  by  double  decomposition 
(Werther,  Annalen,  1848,  68,  313).  Several 
arsenates  occur  aa  minerals,  e.g.  trSgerite 
(U02)3{As04)2,12HjO  ;  walpurgite,  a  basic  bis- 
muth uranyl  arsenate;  and  uranospinite,  a 
calcium  uranium  arsenate. 

Uranyl  bromate  U02(Br03)2.='^H20,  v.  Ram- 
melsberg,  Pogg.  Ann.  1842,  55,  77. 

Uranous  carbonate  and  uranyl  carbonate  are 
not  known  (Parkman,  Amer.  J.  Sci.  1862,  [ii.l  34, 
326).  Numerous  double  carbonates  exist.  Potas- 
sium uranyl  carbonate  U02(C03),2K2COj  is  ob- 
tained by>dissolving  potassium  uranate  in  potas- 
sium bicarbonate  and  evaporating  the  solution  at 
a  moderate  temperature  ;  the  corresponding  am- 
monium and  sodium  salts  are  prepared  in  asimilar 
manner  (Ebelmen,  Ann.  Chim.  Phys.  1842,  [iii.] 
5,  189  ;  Anthon,  J.  1860,  698  ;  de  Coninck,  Bull. 
Acad.  roy.  Belg.  1904, 363, 448).  They  form  yel- 
low, rhombic  prisms,  which  are  not  very  soluble 
in  water,  but  much  more  soluble  in  alkali  carbon- 
ate solutions.  The  ammonium  salt  loses  am- 
monia on  keeping.  Another  ammonium  com- 
pound 2UOj-COj-3(NH4)2C03,4H20  has  been 
obtained  by  mixing  uranyl  nitrate  and  ammo- 
nium carbonate  (Giolitti  and  Ve~cchiarelli,  Gazz. 
chim.  ital.  1905,  36,  ii.  170).  Uranyl  calcium 
carbonate  UO2CO,-CaCO,,10H,O  occurs  as  the 
mineral  liebigite  in  apple-green  warty  masses. 


Uranyl  chlorate  tOi{ClO,)2,xit^O  is  ft  vefy 
soluble  substance,  which  readdy  decomposes 
when  heated  (Rammelsberg,  I.e.). 

Uranyl  chromate  UOa-CrO,  is  obtained  by 
adding  uranio  oxide  to  boiling  chromic  acid 
solution  ;  it  crystallises,  on  ooolmg  the  solution, 
in  yellow  needles,  containing  SjHjO  (FormAnek, 
Annalen,  1890,  257, 108),  or  SHjO  (Orloff,  Chem. 
Zeit.  1907,  31,  375).  The  "double  salt 
K2CrOi-2U02-Cr04,6H20 
is  obtained  as  yellow  monoclinic  crystals  by 
treating  potassium  uranate  with  chromic  acid. 
The  ammonium  salt  is  isomorphous  with  the 
preceding  salt ;  the  sodium  salt  contains 
lOHjO  (FormAnek,  I.e.). 

Uranyl  iodate  1702(103)2  is  precipitated  on 
mixing  boiling  solutions  of  uranyl  nitirate  and 
sodium  iodate  in  dilute  nitric  acid ;  it  forms 
yellow  prisms,  slightly  soluble  in  water.  A 
hydrate  U02(I03)2,5H20  is  also  known  (Ditte, 
ThS-se  de  doctorat  fes  Sc.  Paris,  1870). 

Uranous  nitrate  has  not  yet  been  prepared 
in  the  solid  form  (Isambert,  Compt.  rend.  1875, 
80,  1087). 

Uranyl  nitrate  U02(N03)2.  The  anhydroiis 
salt  is  not  kno\vn,  but  numerous  hydrates  have 
been  prepared.  The  trihydrateUO 2(^03)2,31120 
crystallises  in  yellow,  monoclinic  forms,  and 
melts  at  121 -5°  ;  the  dihydrate  is  rhombic  and 
melts  at  179-3°  (Vasilieff,  J.  Russ.  Phys,  Chem. 
Soc.  1910,  42,  570).  The  commercial  salt  is  the 
hexahydrate  U02(N03)2,6H20.  It  is  formed 
when  any  of  the  oxides  of  uranium  are  dissolved 
in  nitric  acid,  and  is  prepared  commercially  by 
heating  ammonium  uranate  and  dissolving  the 
residue  in  nitric  acid  ( Janda,  Oester.  Zeit. 
Berg-Hutt,  1901,  49,  325).  For  methods  of 
preparation  from  pitchblende,  v.  Peligot,  Aon- 
Chim.  Phys.  1844,  [iii.]  12,  557  ;  Ebelmen,  ibid. 
1842,  [iii.]  5,  186.  The  hexahydrate  fprms 
lemon-yellow,  fluorescent,  rhombic  prisms,  which 
melt  at  60-2°  and  deliquesce  in  the  air  (Vasilieff, 
l.c.  ;  de  Coninck,  Compt.  rend.  1900,  131,  1219, 
1303;  1901,  133,  90,  204;  Bull.  Acad.  roy. 
Belg.  1901,  222;  1909,  743).  Water  at  18° 
dissolves  twice  its  weight  of  the  salt.  It  is  very 
soluble  in  alcohol  and  ether,  and  is  best  purified 
by  crystallisation  from  the  latter  solvent.  The 
aqueous  solution  is  slightly  hydrolysed,  and  has 
an  acid  reaction  (Ley,  Zeitsch.  physikal.  Chem. 
1899,  30,  193 ;  Ber.  1900,  33,  2658 ;  Dittrich, 
Zeitsch.  physikal.  Chem.  1899,  29,  449). 

Double  nitrates  of  the  type  RU02(N03)3, 
where  R  may  be  potassium,  ammonium-,  thal- 
lium, rubidium,  or  caesium,  but  not  sodium  or 
lithium,  are  obtained  by  crystallising  solutions 
of  the  mixed  salts  in  nitric  acid.  Water  decom- 
poses them  into  their  components  (Meyer  and 
Wendel,  Ber.  1903,  36,  4055;  Rimbaoh,  ibid. 
1904,  37,  461). 

Uranyl  nitrate  is  used  in  photography,  and 
also  ior  the  volumetric  estimation  of  phosphates 
and  arsenates. 

Uranous  phosphate  UH2(P04)2,5Ha0  (Aloy, 
Bull.  Soc.  chim.  1899,  [iii.]  21,  613). 

Uranyl  phosphate  UOj-HPOj.  This  is  pre- 
cipitated in  an  amorphous  form  by  adding  a 
soluble  phosphate  to  uranyl  nitrate  solution. 
When  this  precipitate  is  continuously  boiled 
with  dilute  hydrochloric  acid  for  a  long  time, 
it  is  converted  into  U02-HP04,4H20,  which 
crystallises  in  tetragonal  plates  (Bourgeois,  ibid. 
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189?,  [iii.]  19,  733).  The  dihydrogen  phosphaU 
UOj(H,POi)3,3H20  is  obtained  by  heating 
uranio  oxide  Tiith  dilute  phosphoiic  acid,  and 
concentrating  the  solution.  It  sepaiates  in 
small  yellow  crystals  (Werther,  J.  pr.  Chem. 
1848,  p.]  43,  321).  Uranyl  ammonium  pJiosphate 
VOJJ^KtyPO^.xR^^  is  *  greenish-yellow  pre- 
cipitate formed  by  the  addition  of  a  soluble 
phosphate  to  a  mixture  of  a  uranyl  and  an 
ammonium  salt.  It  is  obtained  in  the  volu- 
metric estimation  of  phosphates.  The  precipi- 
tate is  insoluble  in  acetic  acid.  Upon  ignition  it 
leaves  a  yellow  residue  of  uranyl  pyrophosphate 

Various  phosphates  occur  in  nature,  e.g. 
ehdkoliie  or  torberiie  (Cu(UO2)2(PO4)2,10H2O) 
and  autonite  or  uranite  (Ca(U02)s(POi)j,8H20). . 

Uianous  sulphate  U(S04)2,8HjO  is  pre- 
pared by  dissolving  the  ^een  oxide  in  dilute 
sulphuric  acid,  adding  alcohol  and  allowing 
the  solution  to  crystallise.  The  mother  liquor 
contains  uranyl  sulphate ;  on  exposure  to 
light  it  is  reduced  to  uranous  sulphate,  and 
another  crop  of  crystals  is  obtained.  A  large 
number  of  other  hydrates  are  known,  e.g.  di-, 
tri-,  tetra-,  penta-,  hexa-,  hepta-,  and  nono- 
hydrates  (Orloff,  J.  Buss.  Phys.  Chem.  Soc. 
1902,  34,  381;  de  Coninok,  Bull.  Acad.  roy. 
Belg.  1901,  483 ;  Kohlschutter,  Ber.  1901,  34, 
3628 ;  GioUtti  and  Buoci,  Gazz.  chim.  ital.  1905, 
35,  ii.  151,  162 ;  GioUtti  and  liberi,  ibid.  1906, 
36,ii.  443).  The  tetrahydrate  is  a  stable  substance, 
and  the  nonohydrate  U(S04)2,9H20  crystallises 
from  aqueous  solution  in  green  monoclinic 
prisms  that  frequently  exhibit  twinning  and  are 
isomorphous  with  thorium  sulphate 

Th(S04)2,9H20 
(Rammelsberg,  Zeitsch.  Krystall.  1889,  15,  640). 
Uranous    sulphate    forms    double    salts    with 
sulphates  of  the  alkali  metals,  e.g. 
U(SOi)2-K2SOi,2H20 
(Kohlschutter,  Ber.  1901,  34,  3619).     Aqueous 
solutions    of     uranous    sulphate     are    readily 
hydrolysed,  basic  sulphates  being  precipitated. 

A  sulphate  of  the  composition  UH(S0i)2, 
which  is  supposed  to  contain  trivalent  uranium, 
has  been  described  (Rosenheim  and  Loebel, 
Zeitsch.  anorg.  Chem.  1908,  57,  234). 

Uranyl  sulphate  UOa'SOj  is  obtained  by 
dissolving  the  hydroxide  of  uranium  trioxide  in 
concentrated  sulphuric  acid  and  crystallising 
the  solution  (Schultz-Sellack,  Ber.  1871,  4,  13) ; 
or  by  drying  either  of  its  hydrates  at  300°.  It 
forms  yellow  fluorescent  crystals.  The  hydrate 
U02-S04,3iH20  is  obtained  by  concentrating  a 
solution  of  uranio  hydroxide  in  dilute  sulphuric 
acid ;  the  solution  does  not  crystallise  readily. 
Another  method  is  to  dissolve  uranosouranio 
oxide  in  concentrated  sulphuric  acid,  dilute,  and 
boil  with  nitric  acid  to  oxidise  the  uranous 
sulphate  present.  The  hydrate  forms  citron 
yellow  prisms,  which  effloresce  in  air,  losing 
water  and  leaving  the  trihydrate  U02*S04,3H20. 
This  dissolves  in  twenty  times  its  weight  of  water 
at  ordinary  temperatures  (de  Coninck,  BuU. 
Acad.  roy.  Belg.  1901,  222,  349  ;  1902,  94,  161). 
Dried  in  vaou6  or  at  100°  it  retains  1  molecule 
of  water.  When  dissolved  in  moderately  con- 
centrated sulphuric  acid,  a  beautiful  yellow, 
fluorescent,  crystalline  acid  sulphate 
UO.-SOj-HjSO, 


crystallises  out.  The  pyrosulphato  (U02)2S20, 
crystallises  from  a  solution  of  the  anhydrous 
sulphate  in  pyrosulphurio  acid  (Schultz-Sellack, 
Ber.  1871,^,  13). 

Uranyl  sulphate  forms  a  double  sulphate  with 
hydroxvlamine  sulphate  (Rimbach,  Ber.  1904, 
37,  461);  a  salt  TlaS04-U02SO.,3H20  with 
thallous  sulphate  (Kohn,  Zeitsch.  anorg.  Chem. 
1908,  59,  ill) ;  and  combines  with  equimolecular 
quantities  of  the  sulphates  of  ammonium, 
potassium,  lithium,  ciesium,  and  magnesium, 
forming  double  salts  which  crystallise  with 
from  2  to  5  molecules  of  water  (de  Coninck, 
BuU.  Acad.  roy.  Belg.  1904,  1171 ;  1905,  50, 
94,  151,  182  ;  de  Coninck  and  Chauvenet,  ibid. 
1908,  60). 

A  number  of  basic  sulphates  occur  naturally, 
e.g.  zippHte  (UOj-SOj-UOj)  and  uraconite 
(U02-S04-2U03,14H20),  which  are  alteration- 
products  of  pitchblende. 

Uranyl  sulphite.  The  crystalline  precipitate 
obtained  by  evaporating  a  solution  of  uranio 
oxide  in  aqueous  sulphurous  acid,  or  by  passing 
sulphur  dioxide  into  an  aqueous  solution  of 
uranyl  acetate,  has  the  empirical  composition 
UO,-S05,4H20  (Girard,  Compt.  rend.  1852,  34, 
22).  According  to  Kohlschiitter  (Annalen,  1901, 
314,  311)  it  is  really  uranyl  sulphurous  acid 
S03H-U02-0H,3H20  (c/.  Ley,  Ber.  1900,  33, 
2659). 

Tungstates,  v.  Rammelsberg,  Pogg.  Ann. 
1843,  59,  31 ;  Lefort,  Compt.  rend.  1878,  87, 
748. 

Detection  and  estimation.  In  qualitative 
analysis  uranium  is  obtained  together  with  iron. 
All  the  uranyl  salts  of  weak  acids,  e.g.  carbonate, 
sulphide,  phosphate,  &c.,  are  soluble  in  ammo- 
nium carbonate  and  the  other  alkali  carbonates. 
The  ferrocyanide,  a  brown  precipitate,  insoluble 
in  dilute  acids,  is  characteristic  ;  alkalis  turn  it 
yellow.  Uranium  is  usually  weighed  as  uranoso- 
uranio oxide,  or  else  as  uranyl  pyrophosphate ; 
uranous  salts  maybe  titrated  with  permanganate. 
V.  Analysis,  and  Finn,  J.  Amer.  Chem.  Soc. 
1906,  28,  1443 ;  McCoy  and  Bunzel,  ibid.  1909, 
31,  367;  GioUtti,  Gazz.  chim.  ital.  1904,  34, 
ii.  166 ;  MazzucoheUi,  Atti.  R.  Accad.  Lincei. 
1906,  [v.]  15,  ii.  429,  494  ;  Campbell  and  GrifBn, 
J.  Ind.  Engm.  Chem.  1909,  1,  661 ;  Ibbotson 
and  aark,  Chem.  News.  1911,  103,  146. 

URANIUM  MICA  «.  AuTtraiTB;  Tobbebnite; 
Ukanitb. 

URANIUM  X.  Estimated  at.wt.  230-5. 
A  radioactive  element  produced  by  the  disinte- 
gration of-  uranium.  It  emits  two  kinds  of 
j3-  rays,  and  also  y-  rays,  and  its  presence  in 
ordinary  uranium  salts  is  responsible  for  the 
penetrative  rays  they  emit.  Uranium  salts, 
when  freed  from  uranium  X,  only  emit  o-rays. 

Uranium  X  may  be  separated  in  a  number  of 
ways.  When  a  concentrated  solution  of  uranyl 
nitrate  (sp.gr.  of  solution  205)  is  aUowed  to 
cool,  the  mother  liquor  left  after  removing  the 
crystals  formed  contains  about  85  p.o.  of  the 
uranium  X  present  (Soddy  and  Russell,  Phil. 
Mag.  1909,  [vi.]  18,  620).  If  crystals  of  hydrated 
uranyl  nitrate  are  shaken  with  ether,  two  layers 
are  formed ;  the  aqueous  (lower)  layer  retains 
the  uranium  X.  In  the  purification  of  a  uranyl 
solution  from  iron,  aluminium,  &c.,  by  pouring 
into  excess  of  ammonium  carbonate,  the  pre- 
cipitated impurities  contain  aU  the  uranium  X, 
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If  this  ptecipitate  is  dissolved  in  Concentrated 
hydrochiorio  acid,  and  the  solution  extracted 
with  ether,  saturated  with  hydrogen  chloride, 
the  ferric  chloride  is  removed,  but  not  the 
uranium  X,  which  remains  in  the  aqueous 
layer  (Lloyd,  J.  Phys.  Chem.  1910, 14,  509;  Soddy, 
Phil.  Mag.  1909,  [vi.]  18,  861).  It  has  been 
recommended  to  add  a  thorium  salt  to  a  uranyl 
salt,  and  then  precipitate  the  thorium  in  acid 
solutipn  as  fluoride ;  the  precipitate  contains 
the  uranium  X  (Keetman,  Jahr.  Radioaktivitat, 
1909,  6,  269 ;  Ritzel,  Zeitsch.  physikal.  Chem. 
1909,  67,  725).  By  using  a  lanthanum  salt 
containing  a  very  little  thorium,  converting  the 
precipitated  fluorides  into  sulphates  and  then 
precipitating  by  boiling  with  sodium  thiosul- 
phate,  a,  precipitate  is  obtained,  consisting 
mainly  of  sulphur,  which  on  ignition  leaves  a 
very  slight  residue  containing  all  the  uranium  X 
originally  present  (c/.  Antonoff,  Phil.  Mag.  1911, 
[vi.]  22,  431). 

Chemically,  uranium  X  seems  to  resemble 
thorium  very  closely ;  for  its  radiooative 
properties,  v.  RADiOAOTiviry. 

URANIUM  YELLOW  v.  Uranium. 

URAO.  A  native  form  of  sodium  sesqui- 
carbonate  NajH,(C03)2,2H20,  found  in  South 
America,  Africa  and  other  places. 

URARI  V.  CUBABA. 

v-URAZINE  V.  Hydeazines. 

■RTTT 

UREAjCoriomtdc,  CO<C-Kjg-'  occurs  in  human 

urine  to  the  extent  of  1-5  p.c.  to  2  p.o. ;  in  the 
urine  of  other  mammalia,  especially  the  cami- 
vora ;  in  small  quantities  in  the  blood,  bUe, 
milk,  perspiration,  the  aqueous  humour  of  the 
eye,  and  other  animal  fluids  (Wiirtz,  Compt. 
rend.  1859,  49,  52 ;  Popp,  Annalen,  1869,  151, 
88 ;  Argutinsky,  Pfiuger's  Arohiv.  1891,  46, 
S94;  North,  Proc.  Roy.  Soc.  1886,  39,  443; 
Pautz,  Zeitsch.  biol.  1894,  31;  212) ;  in  the  liver, 
muscle'  and  blood  of  the  dog-fish,  the  blood  con- 
taining 2"78  p.o.  (v.  Shroeder,  Zeitsch.  physiol. 
Chem.  1890,  14,  576;  Baglioni,  Beitr.  chem. 
Physiol.  Path.  1906,  9,  50);  in  the  bile  and 
blood  of  other  fish  (Hammarston,  Zeitsch. 
physiol.  Chem.  1898,  24,  322;  Baglioni,  I.e.). 
In  the  vegetable  kingdom  urea  has  been  found 
in  Lycoperdon  bovista,  Paolliota  campestris  and 
other  higher  fungi  to  the  extent  of  4-3  p.o.  of 
the  dry  weight,  and  is  present  in  minute  quanti- 
ties in  the  juife  from  the  washed  leaves  of  a 
number  of  plants  and  also  in  seedlings  of  wheat, 
barley,  maize,  peas,  clover,  and  beans  (Bamberger 
and  Landseidl,  Monatsh.  1903,  24,  218 ;  Gaze, 
Arch.  Pharm.  1905,  243,  78 ;  Goris  and  Mascre', 
Compt.  rend.  1908, 147,  1488  ;  Fosse,  ibid.  1912, 
155,  851 ;  1913,  156,  567). 

Urea  was  first  obtained  synthetically  by 
Wohler  in  1828  from  ammonium  cyanate,  which 
undergoes  a  spontaneous  transformation  into  its 
isomeride  urea  when  an  aqueous  solution  is 
evaporated  at  the  temperature  of  boiling  water. 
The  mechanism  of  the  reaction  has  been  exhaus- 
tively studied  by  Walker  and  others  (Chem. 
Soc.  Trans.  1895,  67,  746  ;  1896,  79,  193  ;  1897, 
71,  489;  1900,  77,  30),  who  have  shown;  (1) 
that  the  reaction  is  a  reversible  one,  equilibrium 
being  reached  in  a  decinormal  solution  when 
there  is  about  95  p.c.  of  urea  and  5  p.c.  of  am- 
monium cyanate  present ;  (2)  that  the  reaction 
i&  a  bimolecular  one ;   (3)  that  the  velocity  of 


the  reaction  is  thirty  times  as  great  in  90  p.o. 
ethyl  alcoholic  as  in  aqueous  solutions  ;  and 
(4)  that  pure  dry  ammonium  cyanate  passes 
rapidly  into  ureS.  when  heated  at  about  80°. 
These  authors  suggest  that  the  active  molecules 
in  the  reaction  are  ammonium  ions  and  cyanic 
acid  ions,  NHi-fCNO'=C0(NH2)j ;  and  that 
the  increased  velocity  of  the  reaction  in  alcoholic 
solution  is  due  to  the  effect  of  the  alcohol  in 
increasing  the  rate  at  which  tbe  dissociated  ions 
interact,  and  this  more  than  counterbalances 
the  diminution  in  the  velocity  due  to  the  dimin- 
ished degree  of  electrolytic  dissociation  of  the 
cyanate.  Another  explanation  of  the  reaction 
offered  by  Chattaway  (Chem.  Soc.  Trans.  1912, 
101,  170)  is  that  ammonium  cyanate  dissociates 
into  ammonia  and  cyanic  acid,  that  these  inter- 
act to  form  »>ourea,  which  rapidly  undergoes 
molecular  rearrangement 

NH.N :  C :  O  ^  HN :  C :  0+NH, 

^  HN :  C<gg^  -^  H,N-CO-NH, 

Wheeler  and  others  (J.  Amer.  Chem.  Soc. 
1912,  34,  1269)  offer  a  somewhat  simpler  ex- 
planation of  the  interaction  between  the 
cyanic  acid  and  ammonia  by  introducing  the 
idea  of  partial  valency 

HN:C:0        HNC:0 

i    i     -»     1  I 

H  •  NH,  H  NHj 

Urea  can  be  obtained  from  lead  cyanate  by 
direct  hydrolysis  with  boiling  water  (Cumming, 
Chem.  Soc.  Trans.  1903,  83,  1391) ;  by  heating 
ammonium  sesquicarbonate  or  ammonium  car- 
bamate at  130°-135°  under  pressure  (Bourgeois, 
Bull.  Soc.  chim.  1897,  [iii.l  17,  474;  Mchterand 
Becker,  Ber.  1911,  44,  3473) ;  by  passing  a 
mixture  of  ammonia  and  carbon  dioxide  through 
a  red  hot  tube  (Mixter,  Amer.  Chem.  J.  1882,  4, 
35) ;  by  the  action  of  carbonyl  chloride  on 
ammonia  (Hofmann,  Quart.  J.  Chem.  Soc.  1850, 2, 
^)  >  l>y  passing  a  stream  of  air  charged  with 
ammonia  and  benzene  vapour  or  acetylene 
over  a  heated  platinum  spiral  (Herroun,  Chem. 
Soc.  Trans.  1881,  39,  471) ;  by  heating  a  solu- 
tion of  carbon  monoxide  in  ammonium  cuprous 
chloride  at  105°  under  pressure  (Jouve,  Compt. 
rend.  1899,  128,  114) ;  by  the  decomposition  of 
copper  or  ammonium  fulminate  with  sul- 
phuretted hydrogen  (Gladstone,  Quart.  J.  Chem. 
Soc.  1849,  1,  228) ;  by  the  decomposition  of  an 
aqueous  solution  of  prussic  acid  (Campani,  Gazz. 
clum.  ital.  1871,  I,  472),  or  by  the  oxidation  of 
potassium  cyanide  with  potassium  perman- 
ganate or  sodium  hypochlorite  (Volhard,  Anna- 
len, 1890,  259,  377 ;  Reychler,  BuU.  Soc.  chim. 
1893,  [iii.]  9,  427).  Urea  is  also  obtained  by  the 
hydrolysis  of  guanidine  (Flemming,  Chem.  Zeit. 
1900,  24,  56),  arginine  (Sohulze  and  Likiemik, 
Ber.  1891,  24,  2701)  or  lysatine  (Drechsel,  ibid. 
1890,  23,  3096)  with  barium  hydroxide  solution  ; 
and  is  a  constant  product  of  oxidation  with  acid 
potassium  permanganate  of  a  large  number  of 
organic  compoimds  containing  nitrogen :  foi 
example,  acid  amides  and  amino  acids  (Hof- 
meister,  Chem.  Zentr.  1896,  ii.  389  ;  JoUes,  Ber. 
1900,  33,2834 ;  J.  pr.  Chem.  1901,  [u.]  63,  616), 
and  proteins  (Ritter,  Compt.  rend.  1872,  73, 
1219 ;  Hofmeister,  l.c.  ;  Hugounenq,  Compt. 
rend.  1901,  132,  1240;    Jolles,  Ber.  1901,  34, 
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1447;  Fosse,  Oompt.  rend.  1912,  164,  1187, 
1819). 

Urea  is  usually  obtained  from  urine  by 
treating  the  concentrated  filtered  liquid  with  a 
hot  saturated  solution  of  oxalic  acid  and  de- 
composing the  sparingly  soluble  urea  oxalate 
thus  obtained  with  powdered  chalk ;  the  filtrate 
is  decolorised  with  animal  charcoal  and 
evaporated  until  the  urea  crystallises  out  on 
cooling.  Another  method  consists  in  extract- 
ing the  uroa  with  alcohol  from  the  syrup  ob- 
tained by  evaporating  the  urine,  precipitating 
the  urea  as  the  sparingly  soluble  nitrate  by  the 
addition  of  concentrated  nitric  acid,  and  decom- 
posing the  salt  by  boiling  with  barium  carbonate 
and  alcohol ;  the  urea  is  obtained  by  crystallisa- 
tion from  the  filtrate. 

Carbamide  can  be  prepared  on  a  large  scale 
by  passing  dry  ainmonia  into  fused  phenyl 
car])onate  until  the  odour  of  ammonia  is  per- 
sistent. The  product  is  poured  into  hot  water, 
when  it  separates  into  two  layers  consisting 
respectively  of  phenol  and  a  solution  of  carb- 
amide ;  6  kilos,  of  phenyl  carbonate  yield  1  kilo, 
of  carbamide  and  the  whole  of  the  phenol  is 
recovered.  The  phenyl  carbonate  is  obtained 
in  an  almost  theoretical  yield  by  passing  dry 
carbonyl  chloride  into  a  solution  of  phenol  in 
its  equivalent  quantity  of  dilute  caustic  soda 
(Hentschel,  Ber.  1884,  17,  1286).  By  a  similar 
reaction,  guaiacol  carbonate  is  rapidly  converted 
into  carbamide  and  guaiacol  when  an  alcoholic 
solution  is  saturated  with  ammonia  (Cazeneuve, 
Compt.  rend.  1896,  122,  999). 

Urea  crystallises  in  needles,  or  in  four-sided 
rhombic  anhydrous  prisms  ^  it  is  readily  soluble 
in  water,  1  grm.  of  water  dissolving  0-779  grm. 
of  urea  at  5-5°,  1-00  grm.  at  17- 1°  and  1-094  grm. 
at  20-92°  (Krummacher,  Zeitsch.  biol.  1905, 
46,  302).  It  dissolves  in  five  parts  of  cold 
alcohol,  is  soluble  in  methyl  and  in  amyl  alcohol, 
and  is  insoluble  in  ether,  ethyl  acetate  or  chloro- 
form. The  heat  of  combustion  is  2-532  cal., 
and  the  heat  of  solution  3-57  cal,  (Krummacher, 

I.C.). 

Urea  melts  at  130°-132°,  and  sublimes 
readily  when  heated  under  reduced  pressure  at 
120°-130°  (Bourgeois,  Bull.  Soc.  chim.  1892,  [iu.] 
7,  46).  Urea  decomposes  when  heated  above 
its  melting-point ;  at  150°-160°  it  loses  ammonia 
forming  biuret  NHa-CO-NH-CO-NHj,  which  on 
further  heating  decomposes  into  ammonia, 
ammonium  cyanate,  melanuric  acid. 

.C,N,(OH),NH, 
and  cyanurio  acid  C3N3(OH)j  (Dreohsel,  J.  pr. 
Chem.  1874,  [ii.]  9,  284).  When  urea  is  sub- 
limed in  a  vacuum  at  160°-190°,  the  subUmate 
consists  of  ammonium  cyanate  (Escales,  Chem. 
Zeit.  1911,  35,  595).  When  an  aqueous  solution 
of  urea  is  boiled,  it  is  partially  converted  into 
ammonium  cyanate.  The  reaction  is  a  re- 
versible one,  equiUbrium  being  reached  in  a 
N/10  solution,  when  there  is  about  5  p.c.  am- 
monium cyanate  present  (Walker  and  Hambly, 
Chem.  Soo.  Trans.  1895,  67,  746;  Fawsitt, 
Zeitsch.  physikal.  Chem.  1902,  41,  602).  When 
heated  with  water  in  a  sealed  tube  at  180°,  urea 
undergoes  complete  hydrolysis,  forming  am- 
monium carbonate.  Urea  is  decomposed  by 
the  action  of  nitrous  acid,  yielding  nitrogen  and 
carbon  dioxide  (Glaus,  Ber.  1871,  4,  140).  It  is 
oxidised  by  a  hot  acid  solution  of  potassium 
Vol.  \.—T. 


permangtuiate,  yielding  two  vols.  CO^  and  1  vol. 
K  (Wanklyn  and  Gamgee,  Chem.  Soo.  Trans. 
1868,  21,  26).  By  the  action  of  s&dium 
hypochlorite  or  hypobromite,  urea  is  con- 
verted into  carbon  dioxide,  nitrogen  and 
water.  For  an  explanation  of  the  course  of  this 
reaction,  compare  Schestakow  (J.  Russ.  Fhys. 
Chem.  Soc.  1905,  37,  1),  Dehn  (J.  Amer.  Chem. 
Soo.  1910,  31,  1220).  Urea  is  decomposed  by 
bromine,  yielding  cyanurio  acid,  ammonium 
bromide  and  nitrogen :  chlorine  has  a  similar 
reaction  on  fused  urea  (Smolka,  Monatsh.  1887, 
8,  64).  Urea  is  converted  into  oyanamide 
NC-NHj  by  the  action  of  sodium  (Fenton,  Chem. 
Soc.  Trans.  1882,  41,  262)  or  of  sulphuryl 
chloride  (Moureu,  BuU.  Soc.  chim.  1894,  [iii.l 
11,  1068). 

Urea  readily  undergoes  bacterial  fermenta- 
tion with  production  of  ammonium  carbonate 
(Miguel,  Compt.  rend.  1890,  111,  397;  Frank- 
land,  Chem.  Soo.  Trans.  1885,  47,  175  ;  Hatton, 
ibid.  1881,  39,  256) ;  a  ferment  present  in  urine 
is  particularly  active  in  causing  this  decomposi- 
tion, and  if  this  ferment  is  collected  on  paper  by 
filtration,  washed  and  dried  at  35''-40°,  its 
activity  revives  when  brought  into  contact  with 
water;  and  such  papers,  when  previously 
coloured  with  turmeric,  form  a  convenient  test 
for  urea,  becoming  deep  brown  when  dipped  into 
a  solution  containing  even  ^^Jjj  part  of  urea 
(Musculus,  Compt.  rend.  1874,  78,  132). 

Detection,  Urea  can  be  detected  by  the 
formation  of  its  sparingly  soluble  nitrate  or 
oxalate.  In  the  case  of  the  latter  salt,  the 
precipitation  is  facilitated  by  using  an  amyl 
alcoholic  solution  of  the  urea  and  of  the  oxalio 
acid  (Brucke,  Honatsh.  1881,  3,  195).  The 
biuret  test  is  the  commonest  test  for  urea.  It 
consists  in  heating  gently  the  urea  until  it  ceases 
to  evolve  ammonia  freely,  dissolving  the  residue 
in  a  Uttle  water  and  adding  a  few  drops  of  very 
dilute  copper  sulphate  solution,  on  the  subse- 
quent addition  of  a  drop  of  concentrated  potas- 
sium hydroxide,  a  beautiful  violet  colour  is 
developed.  If  the  urea  is  in  solution,  it  may  bo 
detected  by  evaporating  to  dryness  with  hydro- 
chloric acid,  heating  the  residue  imtil  it  ceases 
to  evolve  thick  white  fumes  and  then  dissolving 
in  ammonia  ;  on  adding  barium  chloride  solu- 
tion and  stirring,  crystals  of  barium  cyanurate 
separate  on  the  lines  of  friction  made  by  the 
rod ;  or  copper  sulphate  may  be  added  to  the 
ammoniacal  solution  of  the  residue,  when  violet 
crystals  of  cuprammonium  cyanurate  separate 
out  (Bloxam,  Chem.  News,  1883,  47,  285). 
Other  colour  reactions  that  can  be  used  for  the 
detection  of  urea  are  (1)  the  formation  of  a  fine 
purple  violet  colour,  when  a  solution  of  urea  is 
treated  with  a  concentrated  solution  of  furfurol 
and  a  few  drops  of  concentrated  hydrochloric 
acid  (Schiff,  Ber.  1877,  10,  773)-;  (2)  the  develop- 
ment of  an  intense  blue  colour  when  minute 
quantities  of  urea  (or  other  compounds  con- 
taining the  -NH-CO-NHj  group)  and  metbylfuril 
(CjHjO-CO-CO-OjHjO-CH,)  are  mixed  on  a 
filter  paper  and  treated  with  a  drop  of  fuming 
hydrochloric  acid  (Fenton,  Chem.  Soc-  Trans. 
1903,  83,  187 ;  Proc.  Camb.  Phil.  Soc.  1911,  16, 
64) ;  (3)  the  development  of  the  characteristio 
.  red  colour  of  the  sodium  violurate  when  the  urea 
(or  its  mono-  or  sym.  di-substituted  derivatives) 
is  condensed  with  malonic  acid  by  cautiously 
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heating  the  mixture  moistened  with  ^hosphoiyl 
chloride,  the  resulting  barbituric  acid  dissolved 
in  water,  neutralised  with  solid  sodium  carbon^ 
ate,  and  then  treated  with  a  crystal  of  sodium 
nitrite  and  a  drop  of  acetic  acid  (Whiteley, 
private  communication) ;  (4)  urea  condenses  with 
o-nitrobenzaldehyde  when  heated  in  alcoholic 
solution.    The  o-nitrobenzodiureide 

N0,-C,H4-CH(NHC0-NH,), 
thus  obtained  melts  at  200°,  and  if  present  in 
very  small  amount  may  be  readily  detected  by 
decomposing  it  with  dilute  hydiochlorio  acid 
and  testing  for  o-nitrobenzaldehyde  by  the  red 
colour  it  gives  with  pheuylhydrazine  (Liidy, 
Monatsh.  1889,  10,  295). 

Estimation.  The  determination  of  the 
amount  of  urea  present  in  urine,  blood  serum 
or  other  animal  liquids,  is  a  problem  of  great 
physiological  importance.  Of  the  large  number 
of  methods  that  have  been  described  for  the 
estimation  of  urea,  only  those  are  now  in  use 
that  involve  the  conversion  of  urea  into  am- 
monia, under  such  conditions  that  other  nitro- 
genous substances  that  may  be  present  in  the 
speciinen  are  not  simultaneously  hydrolysed. 
The  most  important  methods  are  those  of 
Folin  and  of  Benedict,  Momer  and  Sjoquist  and 
of  Pfiuger  and  Bleibtreu. 

I.  Folin's  method  is  based  on  the  fact  that 
urea  is  quantitatively  converted  into  ammonia 
and  carbon  dioxide  when  heated  with  fused 
magnesium  chloride  MgClj.eHjO.  In  using  this 
method  for  the  estimation  of  urea  in  urine,  3'c.o. 
of  the  sample  are  boiled  for  half  an  hour  with 
20  grms.  of  hydrated  magnesium  chloride  and 
2  c.c.  concentrated  hydrocmlorio  acid  in  a  small 
reflux  apparatus  supplied  with  a  special  3-buIb 
safety  tube.  After  careful  dilution,  7  c.c.  of 
20  p.c.  sodium  hydroxide  are  added  to  liberate 
magnesium  hydroxide  and  the  ammonia  dis- 
tilled over  into  a  known  volume  of  N/lO  acid, 
the  distillation  being  prolonged  until  the  con- 
tents of  the  flask  are  almost  dry.  Allowance 
must  be  made  for  the  ammonia  present  in  the 
magnesium  chloride  (Folin,  Zeitsch.  physiol. 
Chem.  1901,  32,  504;  1902,  36,  333).  In  this 
method,  creatinine  yields  traces  of  ammonia  and 
allantoin  yidlds  all  its  nitrogen  as  ammonia. 
Benedict  (J.  Biol.  Chem.  1910,  8,  406)  modifies 
the  method  by  adding  to  the  urine  potassium 
hydrogen  sulpha.te,  zino  sulphate,  a  little 
powdered  pumice,  and  a  piece  of  paraffin  to 
prevent  frothing ;  the  mixture  is  boiled  to 
dryness,  the  residue  heated  at  162°-165°  for  an 
hour,  then  mixed  with  sodium  hydroxide  and 
the  liberated  ammonia  distilled  into  standard 
acid. 

II.  In  the  Momer-Sjoquist  method  of  esti- 
mating urea  in  urine,  uric  acid,  purine  bases, 
tyrosine,  allantoin,  &o.,  are  removed  by  pre- 
cipitation with  barium  chloride  and  hydroxide 
in  a  mixture  of  alcohol  and  ether.  The  filtrate 
and  washings  are  evaporated  at  55°  to  about 
25  c.c,  a  little  water  and  magnesia  added  and 
the  distillation  continued  until  the  steam  has 
no  longer  an  alkaline  reaction.  The  volume  is 
then  concentrated  to  10-15  c.c.  and  the  nitrogen 
present  estimated  by  the  Kjeldahl  method 
(Chem.  Soc.  Abstr.  1891,  758 ;  compare  Braun- 
stein,  Zeitsch.  ^ysiol.  Chem.  1900,  31,  381). 

III.  In  the  Pfliiger-BIeibtreu  method  for  the 
estimation  of  urea  in  urine,  the  nitrogenous  com- 


pounds othei  than  urea  are  precipitated  by 
means  of  a  mixture  of  hydrochloric  and  phospho- 
tungstic  acids ;  the  urea  decomposed  in  the 
neutralised  filtrate  by  heating  it  with  phosphoric 
acid,  and  the  ammonia  estimated.  For  working 
details  of  this  and  the  other  methods,  see 
Abderhalden's  Handbuch  der  Biochemisches 
Arbeitsmethoden,  vol.  iii.  part  2,  776-782. 

Derivatives.  Saltg.  Urea  forms  salts  with 
metals;  silver  urea  CO(NHAg)s  (Mulder,  Ber. 
1873,  6,  1019) ;  moiu^olassium  urea  CONjHjK, 
colourless  needles  ;  dipotassiumurea  CONjHjKu, 
gelatinous  mass  (Franklin  and  Stafford,-  Amer. 
Chem.  J.  1902,  28,  83).  It  also  forms  salts  with 
acids,  some  of  which  combine  with  metallic  salts 
to  form  stable  crystalline  double  salts.  The 
nitrate  CO(NH2)2-HN03  forms  sparingly  soluble 
monoclinic  crystals  that  decompose  at  140° 
(Gaubert,  Compt.  rend.  1907,  145,  378);  the 
hydrochloride  C0(NHj)2-HCl  dissociates  in 
aqueous  solution  (Datta,  Chem.  Soc.  Trans.  1912, 
101,  166);  the  :pA<MrytoeC0(NHj)j-HsP04,  largo 
rhombic  crystals,  readily  soluble  in  alcohol  or 
water;  acetate  CO(NHs)2,CjHjOj,2HjO  large - 
deliquescent  crystals  (Matignon,  Compt.  rend. 
1891, 112,  1367)  ;  glycine  urea 

CO(NHj)2-NHj-CHj-C02H, 
large  crystals  (Matignon,  Bull.  Soc.  chim.  1894, 
[iii.]  11,  575);  the  salicylate  {ursal) 

CO(NH2),-C,H,05 
has  m.p.  122°  ;  the  acid  salt  CO(NH2)j-2G,HeOa 
has  m.p.  115° ;  the  quinate  {urol,  urocol] 

[C0(NH2)]2C,H„0. 
m.p.  107°;  the  picrate  CO(NK^)^-G^K,0,^, 
decomposes  at  142°  (Smolka,  Moiiatsh.  1885,  6, 
915);  the  oxalate  [00{NB.,)^fi2'afit  forms 
rhombic  plates  or  prisms,  sparingly  soluble  in 
water  (1 :  23),  less  so  in  alcohol  (1 :  62),  amyl 
alcohol,  and  insoluble  in  ether.  With  hydrogen 
peroxide  urea  forms  the  compound 

C0(NHj)j-Hj02 
crystallising  in  large  transparent  crystals 
(Tanatar,  J.  Russ.  Phys.  Chem.  Soc.  1908,  40, 
376).  Urea  forms  crystalline  compounds  with 
sodium  chloride  CO(NH2)j-NaCl,H20  rhombic 
plates  or  prisms,  m.p.  60°-70°  ;  with  ammonium 
chloride  eO(NH,)2-NH4Cl  quadratic  plates  or 
needles  that  rea^Uy  dissociate ;  with  calcium 
bromide  [ureabromin]  4CO(NH2)2-CaBr2,  m.p. 
186°,  which  has  therapeutic  properties  resembling 
those  of  the  alkali  bromides  (Biltz,  Pharm.  Zentr. 
1912,  53,  245) ;  with  mercuric  chloride 

CO(NH2)2-Hga2 ; 
with  zinc  chloride  CO(NH2)2"ZnCl, ;  with  cad- 
mium chloride  CO(NH2)2,GdCl2 ;  with  silver 
nitrate  CO(NH2)2,AgNOs ;  with  palladium  chlor- 
ide PdCl2'2CO(NH,)2 ;  and  with  magnesium 
bromide  MgBr2;6CO(NH2)a,  m.p.  167°-170°,  with 
decomposition,'  and  MgBr2'4CO(NH2)2  decom- 
poses at  165°-170°  (Menschutkin,  Petersberger 
polytechn.  Inst.  1906,  6,  101).  Among  the 
double  salts  formed  by  urea  are  the  platini- 
chlorides  [CO(NH2)2-Ha|j-Pta4,2H20,  hygro- 
scopic yellow  prisms  (Heintz,  Annalen,  1879, 
198,  91)  and  [CO(Nir2)2]4-H2PtCl„  m.p.  119°- 
120°,  red  prismatic  crystals  (Fickard  and 
Konyon,  Chem.  Soc.  Trans.  1907,  91,  902); 
the  aurichlorides  2CO(NH2)j-Ha-AuCl,  and 
CO(NH2)2-Ha-AiiCl„HjO  ;  the  quinine  hydro- 
chloride   C,oH2,N,0,'HCl,CO(NHj),-HCl,5H,0, 
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ftnd  similac  compounds  contaming  qiiinidine 
«uid  oinchonidine  (Drygin,  Chem.  Zentr.  1881, 
245).  The  compounds  with  mercuric  nitrate 
2CO(NH,),-Hg(lfo,),-3HgO, 

2CO(NH,),-Hg(NO,),-2HgO 
and  2CO(NH2),-Hg(N03)a-HgO  are  obtained  by 
precipitation  between  urea  and  mercuric  nitrate 
under  different  conditions  of  concentration. 
Urea  also  combines  with  mercuric  salts  to  form 
salts  of  the  divalent  radicle  C0(NHHg)2, 
'  mercurooarbamide  ' ;  the  hydroxide 

CO(NH-HgOH)j ; 
the  cJiloride  C0(NH-HgCl)2,  and 

CO(NH-Hga)a-CO(NH2)2-2Ha ; 
the  nitrate  C0(NH-HgN0,)2,  sulphate 

C0(NHHg)2S0., 
and  the  acetate  CO(NH-HgOAc)  (Ruspaggiari, 
Gazz.  ohim.  ital.  1897,  27,  I,  1).  Salts  contain- 
ing chromium  complexes  and  urea  have  been 
described  by  Sell  (Proo.  Roy.  Soo.  1883,  33, 
267  ;   1889,  45,  321). 

Acyl  derivatives  of  urea,  v.  Ubeidbs. 
Chloro  and  nitro  derivatives,  Chlorocarbamide 
NHj-CO-NHCI 
decomposes  at  71°,  dissolves  in  five  parts  of 
water  at  ordinary  temperature,  giving  a  neutral 
solution  that  loses  nitrogen  and  forms  biuret. 
It  reacts  slowly  in  aqueous  solution  on  aliphatic 
ketones,  yielding  the  monochloroketone  (Behal 
and  Detoeuf,  Cbmpt.  rend.  1911,  133,  681,  1229). 
Dichlorocarbamide  C0(NHC!1)„  prepared  by  pass- 
ing a  rapid  stream  of  chlorine  into  a  well-cooled 
solution  of  urea  in  water,  forms  colourless 
plates  that  melt  with  decomposition  at  82°  when 
Cautiously  heated  and  detonate  when  rapidly 
heated,  forming  nitrogen  chloride ;  on  decom- 
position with  ammonia  in  strong  aqueous  solu- 

tion    -p-urazine    CO<CjTTT.jTn;>CO    is    formed 

(Chattaway,  Proc.  Roy.  Soc.  1908,  A.  81,  381 ; 
Chem.  Soc.  Trans.  1909,  95,  236;  compare 
Datta,  ibid.  1912,  101,  166). 

Nitrocarbamide  NOj-NJE-CO-NH^,  prepared 
by  the  action  of  concentrated  sulphuric  acid 
on  urea  nitrate;  it  forms  sparingly  soluble 
crystals  that  decompose  on  melting ;  it  is  a 
strong  acid,  liberating  acetic  acid  from  its  salts. 
The  potassium,  sodium  and  mercury  salts  have 
been  prepared.  On  reduction  with  zinc  dust 
and  sodium  hydroxide,  it  forms  nitrosocarhamide 
NHa'CO-NH-NO,.  and  this  develops  a  purple 
colour  wiyi  ferrous  sulphate  (Thiele  and  Laoh- 
mann,  Annalen,  1895,  288,  281).  On  further 
reduction  it  yields  semicarbazide 
NHj-CO-NH-NHj. 
Carbaminoazoimide  NH^-CO-N,  from  sodium 
nitrite  and  semicarbazide  has  m.p.  92°-93° 
(Tbiele  and  Stange,  Annalen,  1894,  283,  1). 

The  alhyl  and  aryl  derivatives  of  urea  are 
prepared  by  Wohler's  method  from  the  corre- 
Bponding  mono-  or  di-  substituted  ammonium 
cyanate :  by  the  action  of  ammonia  on  the 
(sooyanio  ester,  and  by  the  action  of  carbonyl 
chloride  on  the  amine.  For  a  description  of 
these  derivatives,  see  Michler,  Ber.  1876,  8, 
1664  ;  Sohiff,  Annalen.  1877,  189,  157  ;  Michler 
and  Escherioh,  Ber.  1879,  12,  1162 ;  Hemmel- 
mayr,  Monatsh.  1891,  12,  89 ;  Chancel,  Compt. 
rend.  1892,  115,  242  ;  Schneegans,  Arch.  Pharm. 
1894,  231,  675  ;  A.  E.  Di?on,  Chem.  Soc.  Trans. 


1895,  47,  559 ;  Diels  and  Golimann,  Ber.  1911, 
44,  3158 ;  Cannizzaro,  Gazz.  chim.  ital.  1871,  1, 
41;  Letts,  Chem.  Soc.  Trans.  1872,  25,  448; 
Patemd  and  Spioa,  Gazz.  chim.  ital.  1875,  5, 
388 ;  Michler,  Ber.  1876,  9,  396,  710 ;  Glaus,  ' 
ibid.  693 ;  Weith,  ibid.  821 ;  Pagliani,  Gazz. 
ohim.  ital.  1879,  9,  28 ;  Cosack,  Ber.  1879,  12, 
1449 ;  1880,  13,  1088  ;  Michler  and  Zimmey- 
mann,  ibid.  1881,  14,  2177  ;  Michler  and  Keller, 
ibid.  2181 ;  Traube,  ibid.  1882,  15,  2122  ;  Kym, 
ibid.  1890,  23,  424;  Kuhn  and  Landau,  ibid. 
811 ;  Manuelli  and  Conanducci,  Gazz.  chim. 
ital.  1S99,  29,  ii.  136.  Tor  a  summary  of  the 
alkyl  substituted  ureas,  see  Abderhalden's 
Bioohemisohes  Handlexikon,  1911,  vol.  i. 
part  2,  pp.  772,  773. 

Urea  forms  condensation  derivatives  with 
formaldehyde  (Goldschmidt,  Ber.  1896,  29,  2438 ; 
Chem.  Zeit.  1897,  21,  460  ;  Di  Palma,  Boll. 
Chim.  Farm.  1912,  51,  78 ;  Einhom  and  Ham- 
burgher,  Ber.  1908,  41,  24) ;  with  0-diketonea 
(Evans,  J.  pr.  Chem.  1892,  [ii.]  45,  489) ;  with 
maleic  anhydride  (Dunlap  and  Phelps,  Amer. 
Chem.  J.  1897,  19,  492) ;  with  acetone  (Wem- 
sohenk,  Ber.  1901,  34,  2185) ;  with  ethyl  oxal- 
acetate  (Miiller,  J.  pr.  Chem.  1897,  [ii.]  55,  505) ; 
with  hydrazine  (Curtius  and  Heidenreioh,  Ber. 
1894, 27, 55)  and  with,  phenylhydrazine  (Edeleanu, 
Chem.  Zentr.  1892,  i.  628). 

isoMnas,  <l/-carbamides.  The  tautomeric 
form  of  urea  HN:C(OH)NHj  is  not  known  in 
the  free  state,  but  certain  of  its  ethers  have 
been  prepared  by  the  action  of  hydrogen  chloride 
on  cyanamide  and  the  corresponding  alcohol  at 
60°-70°.  Methyl  isocarbamide  HN :  C(OMe)NH, 
has  m.p.  44°-45°,  b.p.  8279  mm. ;  the  hydro- 
chlbride  melts  at  130° ;  ethylisocarbamide 
HN :  C(OEt)NHj  has  m.p.  42°,  b.p.  95°-96°/15 
mm.  ;  asym.  phenylmelhylethyliBocarbamide 
HN:C{OEt)NMePh  has  b.p.  137°/21  mm.,  the 
isomeric  asym.  phenylemyhnethylisocarbamide 
HN:C(OMe)NEtPh  has  b.p.  126°/15  mm. 
(StiegUtz  and  McKee,  Ber.  1900,  33, 807) ;  propyl- 
isocarbamidehydrochloride  melts  at  64°  and  de- 
composes at  121°  (StiegUtz  and  Noble,  ibid, 
1905,  38,  2243) ;  sym.  va-nitrobenzoylphenyliso- 
carbamide  methyl  ether 

NOj-CeH^-CO-N :  C(OMe)NHPh 
has  m.p.  124°  (Bruce,  J.  Amer.  Chem.  Soo.  1904, 
26,  419). 

Thiourea.  Isomerism  amongst  the  deriva- 
tives of  the  sulphur  analogue  of  urea  is  much 
more  general  than  is  the  case  with  the  deriva- 
tives of  urea,  and  the  convention  has  been 
adopted  of  limitiag  the  term  thiocarbamides  to 
derivatives  of  the  true  thiocarbamide 

HjN-CS-NHj ; 
derivatives  of  the  isomeric  form  HN:C(SH)NH, 
being  called  thioureas  i  (Reynolds,  Chem.  Soc. 
Trans.  1891,  59,  395). 

Thiourea  is  prepared  by  heating  ammonium 
thiocyanate  at  160°-170°,  the  reaction  is  a 
balanced  one ;   equilibrium  is  reached  in  about 

1  To  distinguish  between  the  three  isomeric  forms 
of  substituted  derivatives  of  thiourea,  Dix'on  -  (Chem, 
Soc.  Trans.  1895,  67,  564)  proposes  to  designate  the 
KH  and  KH^  attachments  as  n  and  f,  whilst  if  the 
sulphur  attachment  is  occupied  hy  the  substituent 
the  compound  is  designated  a  pseudothiourea.  Thus, 
for  example,  the  systematic  names  of  Etlir:C(SH)NMc,, 
NH :  C(SMe)NH,  And  EtN :  C(SMe)-lirHEt  would  bl, 
respectively,  n-ethyl-»-dimethylthiourea, "  methyl-*- 
tbiourea,  and  methyl- *-ni'-die(hylurea. 
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an  hour,  when- the  mixture  contains  about  25  p.c. 
of  thiourea  (Reynolds,  Annalen,  1869,  15(H  224 ; 
Reynolds  and  Werner,  Chem.  Soo.  Trans.  1903, 
83,  1 ;  Findlay,  ibid.  1904,  85,  403).  Thiourea 
can  also  be  obtained  by  the  action  of  hydrogen 
sulphide  on  cyanamide 

H,N-C  ;  N+H2S=HjN-CS-NH,      ' 

(Baumann,  Ber.  1875,  8,  26). 

Thiourea  crystallises  in  needles  that  melt  at 
about  172°  if  rapidly  heated ;  the  true  melting- 
point  cannot  be  determined,  owing  to  tautomeric 
change  ;  it  is  probably  above  177°  (Findlay,  I.e.). 

Derivatives.  The  nitrate  CSNjH.-HNO,, 
the  hydwchloride  CSNjHj-HCl,  and  the  silver 
nitrate  derivative  CSN^Hj-AgNO,  are  crystalline 
(Stevens,  Chem.  Soc.  Proo.  1902,  17,  210; 
Kumakow,  Ber.  1891,  24,  3956).  Dithiocarb- 
amide  dichloride  (CSN2H4)jClj  can  be  crystal- 
lised from  concentrated  hydrochloric'acid,  and 
forms  the  dinitrate  (CSN2Hi)2(N08)2  by  the 
action  of  dilute  nitric  acid ;    the  dibromide 

(CSNjHiJjBr, 
and  di-iodide  {CSNjH4)2l2  are  colourless  and 
decompose  on   warming  or  by  the  action  of 
solvents    (Cilaus,     Annalen,     1875,    179,     135; 
MoGowan,  Chem.  Soo.  Trans.  1886,  49,  190). 

For  the  alkyl  and  aryl  substituted  derivatives 
of  thiourea  and  thiooarbamide,  see  Arzruni,  Ber. 
1871,  4,  406  ;  JMiguel,  Bull.  Soo.  chim.  1877,  [ii.] 
28,  104  ;  de  Clermont,  Compt.  rend.  1876,  82, 
612;  Blankenhom,  J.  pr.  Chem.  1877,  [ii.]  16, 
358 ;  A.  E.  Dixon,  Chem.  Soo.  Trans.  1891,  59, 
662  ;  1892,  61,  536  ;  1893,  63,  318,  538  ;  1895, 
67,  656 ;  1899,  75,  373  ;  1906,  89,  892  ;  1907, 
91,  912  ;  1908,  93,  18.  M.  A.  W. 

UREASE  I).  Febmbntation. 

UREIDES  OP  aoyl  derivatives  of  urea  are 
formed  by  condensation  between  urea  and  the 
acid  with  the  elimination  of  water ;  in  the  case 
of  a  monocarboxylio  acid  the  product  may  be  a 
monoureide  RCONH-CO-NH^  or  a  diureide 
C0(NH-C0R)2,  according  as  one  or  two  mole- 
cules of  the  acid  condense  with  one  molecule  of 
urea.  Similar  products  may  be  obtained  in  the 
cases  of  the  hydroxy  acids  and  the  di-carboxyhc 
acids,  but  usually  condensation  occurs  between 
one  molecule  of  the  acid  and  one  of  urea  with  the 
ehmination  of  two  molecules  of  a  water  and  the 
formation  of  a  cyclic  ureide.  The  more  im- 
portant cycUo  ureides  have  already  been  de- 

/NH-CHj 
scribed  :  they  include  glycolylurea  C0<  | 

\nhco 

V.    Hydantoin.     $-Lactylurea,     hydracrylurea, 

hydxouracU  CO<.^^,qq^GR^  v.  Pybimidines. 

,NH-CO 
Oxalulurea  COC         I     v.Pakabanicacid.  Jlfa- 

\nh-co 

io)iyi«rcaCO<[jTTT.riQ^CHjV.Boriiter»ca«t(J,art. 
PyKiMiDiNES.  Hydroxymalonylurea,  tartronylvrea 
CO<^g;QQ>CHOHv.DiALUEiCACiD.Jfasoa;aZ- 

S/2««oCO<^^;^3>COHjO  v.Alloxan.  Nitro- 

malonylurea  C0<jtjt.qq>CH'N02  v.  Dixiturio 

ACID.  iaoNHrosom^lonylureaCO  ^-ksji-CO^  C:N0H 


V.  Vi6lurieacid,a,it.  PyEmiDiNBS.  Aminomalonyl- 
urea,  aminobarbituric  acid  CO<[jjg-.QQ^CH'NH, 

V.  Vramil,  art.  PyBlMiriNES. 

Of  the  open  chain  mono-  and  di-  ureides,  the 
following  have  been  described:  formylurea 
NHj-CO-NH-CHO,  m.p.  168°-169°  (Geuther, 
Marsh  and  Scheitz,  Zeitsch.  Chem.  1868,  300 ; 
Gorski,  Ber.  1896,  29,  2046),  forms  a  mercury 
salt  (Matignon,  Bull.  Soo.  chim.  1880,  [ii..]  34, 
207) ;  acc«yi«rea  HjN-CO-NH-COCH„  m.p.  218° 
(Behrend,  Annalen,  1885,  229,  30;  Ber.  1896, 
28,  Ref.  63),  forms  mercury,  silver  and  cuprous 
salts  (Matignon,  I.e.) ;  ah-diacetylurea 

C0(NH-C0CH,)2, 
m.p.  152°-153°  (Schmidt,  J.  pr.  Chem.  1872,  [ii.] 
5,   63);    chloracetylurea   NHj-CO-NH-COCHjCl 
decomposes  at  160°  (Tommasi,  Bull.  Soo.  chim. 
1873  [ii.]  19) ;  tricUoracetylurea 

NHj-CO-NHCOCa„ 
m.p.  150°  with  decomp.  (Meldola  and  Tommasi, 
Chem.  Soc.  Trans.  1874,  404);    broma^ayhirea 
NHj-CO'NH-CO-CHjBr ;   tribromacetylurea 

HjNCO-NHCO-GBr, 
m.p.  158°  (Baeyer,  Annalen,  1864,  130.  149) ; 
cyaruKetylurea  HjN-CO-NH-CO-CHjCN,  m.p. 
200°-210°;  hovalerylurea  NHj-CO-NH-CsH,0, 
m.p.  191° ;  mondbromoiBOvaZerylcarbamide 
CHMej-CHBr-CO-NH-CO-NHj  {bromoural). 
m.p.  149°,  is  a  narcotic  (van  der  Eeokhout, 
Arch.  exp.  Path.  Pharm.  1907,  57, 338) ;  butyryl- 
urea  HjN-CO-NH-CjHjO,  m.p.  176°;  succinyl- 
urea  CiH402(NH<!0-NH2)2  ;  benzoylurea 
NHa-CO-NHCOPh,  m.p.  200  ;  a,b-dibenzoylurea 
C0(NH-C0Ph)2,  m.p.  210° ;  aa-dibemoylured 
NH2-CO-N(COPh)2,  m.p.  197°. 

Carbcmyldiurea  CO(NH-CO-NH2)2  decom- 
poses on  heating  (Schmidt,  J.  pr.  Chem.  1872, 
[ii.]  5,  39) ;  carbonylurea,  •  allophanic  acid 
HjTSr-CO-NH-COOH  does  not  exist  in  the  free 
state  ;  the  methyl  ester  has  m.p.  208°  (Ephraim, 
Ber.  1893,  26,  2172),  the  ethyl  ester,  m.p.  191° 
(Liebig  and  Wohler,  Annalen,  20,  396  ;  59,  291) ; 
the  amide  NH2-CO-NH-CONH2,H20  is  buiret, 
m.p.  190° ;  it  gives  a  purplish-violet  colour 
with  copper  sulphate  and  potassium  hydroxide, 
due  to  the  formation  of  the  double  salt  ^ 

OH  OH 

CONHa— Cu— NHj-CO 

Nff  HN 

doNH^K    KH,NCO 


OH 


OH 


A  similar  reaction  is  given  by  proteids  which 
contain  two  amino  groups  in  the  molecule, 
these  groups  being  joined  directly  together  or 
through  a  single  atom  of  nitrogen  or  carbon. 
The  amino  groups  must.be  either  two  •CONHj 
groups  or  one  -CONHj  group  and  one  •CSNHj, 
C(NH)NH2,  or  -CHaNHj  group.  Substances 
that  are  non-proteid  in  character  but  which 
contain  the  necessary  groups  will  also  give  the 
buiret  reaction,  for  example,  oxamide  and 
malonamide. 

Ureides  ol  Sugars.  The  term  ureide  is  also 
apphed  to  certain  condensation  products  of 
urea  with  aldehydes ;  these  are  of  the  type 
RCH ;  N-CO'NHj  and  the  most  important  ar« 
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fchdse  derived  from  the  aldoses.  Olucoaeureide 
CHaOH[GH-OH],CH:  NCO-NHj,  thick  rhombic 
crystals,  m.p.  207°  (decomp.),  [a]J^-23-5°  in 
10  p.o,  aqueous  solution ;  the  penta-acetyl 
derivative  CjHjOjNjCCHaCOJs  has  m.p.  200°, 
and  the  tetrabenzoyl  m.p.  117°.  Oalactoseureide 
is    a    white    amorphous     powder    [a]jj+15° ; 

mannoseureide,  m.p.  188°,  [a]^— 45-8° ;  lactose- 
weide  (Ci2H220i„)N-CO-NH2decomposegat  240°, 
[a]|0+2-l°  (Sohoorl,  Reo.  trav.  chim.  1903,  22, 
31 ;  Mayer,  Bioohem.  Zeitsch.  1909,  17,  145). 

M.  A.  W. 

URETHANE  v.  Synthetic  dbuqs. 

URETHANES  are  the  esters  of  carbamic  acid 
{aminoformic  acid)  HjN.COOH ;  the  free  acid 
is  not  known.  It  is  said  to  occur  in  blood 
serum  (Drechsel,  J,  pr.  Chem.  1875,  [ii.l  12,. 
417 ;  cp.  Hofmeister,  Areliiv.  Physiol.  1876, 
12,  337),  and  in  urine  (Abel  and  Drechsel, 
Chem.  Zentr.  1891,  ii.  713 ;  Hahn  and  Nencki, 
Arch.  Sc.  biol.  Petersb.  1892,  1,  467;  Abel 
and  Muirhead,  Arch.  exp.  Path.  Pharm.  1893, 
31,  15  ;  32,  467).    The  ammonium  salt 

NH,-COONH, 
is  produced  by  the  direct  action  of  carbon 
dioxide  on  ammonia  in  cooled  absolute  alcohol. 
It  is  a  white  crystalline  powder.  The  sodium 
NaCHjNOj.HjO  and  potassium  KCHjNOj  salts 
are  also  crystalline  ;  the  calcium  salt 

Ca(CH2N02)2,H20 
is  insoluble  in  alcohol  and  crystallises  from  con- 
centrated    ammonia     solution     in     four-sided 
prisms. 

Carbamyl  chloride,  chloroformamide 
a-CONHj 
prepared  by  passing  hydrogen  chloride  over 
heated  metallic  cyanates,  or  carbonyl  chloride 
over  heated  ammonium  chloride,  forms  long, 
broad  needles,  m.p.  60°,  b.p.  61°-62°  (Gatter- 
mann  and  Schmidt,  Ber.  1887,  20,  858). 

Urethans.  ethyl  carbamate  NHj-COOEt,  pre- 
pared by  the  action  of  ammonia  on  ethyl 
carbonate  or  ethyl  chlorocarbonate  ;  by  heating 
urea  nitrate  with  alcohol ;  or  by  the  action  of 
alcohol  on  carbonyl  chloride,  crystalhses  in 
large  pliable  plates  or  prisms  that  break  with  a 
fibrous  fracture,  subUme  readily,  melt  at  50" 
and  boil  at  184°. 

Urethane  has  therapeutic  properties,  being 
employed  as  a  hypnotic.  Certain  of  its  substi- 
tuted derivatives  have  similar  properties ;  for 
example,  phenyluretJMne  or  euphorine 

PhHNCOOEt 

and  metkylpropylcarbinol  urethane  or  hedonal 

H2N-CO-OCHMe(||H2-CH2-CH3. 

Nitrourethane  NOj-NH-COOEt  melts  at  64°, 
is  readily  soluble  in  water  and  alcohol  and  forms 
metallic  salts,,the  potassium,  mercury  and  silver 
having  been  prepared  (Thiele  and  Lachmann, 
Annalen.  1895,  288,  304) ;  from  spectrochemical 
considerations.     Briihl     assigns     the     formula 

tj:^^  jN<'?^  ^t,,  to  nitrourethane  (Zeitsch. 
•^^^^O^       CO-OEt 

physikal.  Chem.  1898,  26,  47 ;  25,  577).     Nitroso- 

urethane  NO-NH-COOEt  melts  and  decomposes 

at  61"'-52°  and  does  not  develop  a  purple  colour 

with  ferrous  sulphate  and  potassium  hydroxide- ; 

the  silver,  potassium  and  ammonium  derivatives 


are  yellow  (Thiele  and  Laohmalin,  I.e.).  From 
index  of  refraction  values,  Briihl  regards  nitro- 

sourethane    as    diazourethane      |   jiNH-COOEt 

o/ 

(Ber.  1902,  35, 1148),  whilst  Hantzsch  formulates 
it  as  an  antidiazohydrate  HO-N :  N-COOEt  {ibid. 
1899,  32,  575).  Dibromourethane  NBrj-COOEt 
has  b.p.  100°-104°/lO-ll  mm.  (Diels  and 
Ochs,  Ber.  1907,  40,  4571). 

Urethane  forms  condensation  products  with 
aldehydes  and  keto  acids.  Chloralurethane 
Ca3-CH(0H)NH-C00Et  has  m.p.  103°;  bro- 
malurethane  CBrj-CH(OH)NH-COOEt  has  m.p. 
132°  (Bischoft,  .Ber.  1874,  7,  628,  1078 ;  Conrad 
and  Hoek,  ibid.  1903,  36,  2206 ;  Simon,  Compt. 
Tend,  1901,  133,  535 ;  Simon  and  Chavanne, 
ibid.  1906,  143,  51). 

Thiourethane,  a  mixture  of  the  isomeric 
thiourethanes,  is  obtained  by  acting  on  an 
alcoholic  solution  of  potassium  thiooyanate 
with  concentrated  hydrochloric  acid ;  these 
correspond  with  two  of  the  isomeric  forms  of  - 
the  hypothetical  thiocarbamic  acid,  ethyl 
xanthamide  NH^-CS-OEt,  has  m.p.  38°,  and 
carbonylthioethylmfiine  NHj-GS-OMe  (Blanken- 
hom,  J.  pr.  Chem.  1877,  [ii.]  16,  358). 

M.  A.  W. 

URIC  ACID,  2:6:  S-trioxypurine 
HN— CO 

OC    C— NH. 

1    II        >co 

HN— C— NH/ 

wa,s  discovered  in  human  urine  by  Scheele  in 
1776  (Opuscula,  1776,  2,  73),  independently  by 
Bergmann  in  urinary  calcuh  {ibid,  1776,  4,  232), 
and  in  '  chalk-stones '  by  Pearson  in  1798 
(Trans.  Roy.  Soc.  1798,  15). 

Uric  acid  occurs  in  the  urine  of  all  animals, 
though  only  to  a  small  extent  in  the  case  of 
herbivorous  animals ;  the  average  daily  excre- 
tion in  normal  man  being  0-597  grm.  (Hanzhk 
and  Hawk,  J.  Biol.  Chem.  1908,  5,  355).  It 
occurs  in  the  excrement  of  birds,  reptiles",  scaly 
amphibians,  snails  and  insects  ;  the  wing  scales 
of  the  group  of  butterflies  known  as  the  white 
Pieridae  contain  uric  acid,  those  of  the  yellow 
Pieridae  contain,  as  their  pigment,  a  yellow 
derivative  of  uric  acid,  which  can  be  obtained 
synthetically  by  heating  uric  acid  with  water  in 
sealed  tubes  at  a  high  temperature  (Hopkins, 
Proc.  Roy.  Soc.  1894,  57,  5).  Uric  acid  is  a 
normal  constituent  of  the  organs  and  blood  of 
birds,  but  only  occurs  in  human  blood  under 
certain  pathological  conditions. 

Preparation.  Uric  acid  can  be  isolated  from 
serpent's  excrement,  bird's  excrement  or  guano 
by  boiling  the  material  with  dilute  alkaU 
hydroxide  or  milk  of  lime,  filtering  the  hot  liquid 
and  precipitating  the  uric  acid  by  adding  excess 
of  hydrochloric  acid  to  the  filtrate.  Uric  acid 
can  also  be  obtained  from  the  yellow  acid  urates 
deposited  from  urine ;  this  is  boiled  with 
sodium  hydroxide  until  it  ceases  Uy  evolve 
ammonia,  the  Uquid  is  filtered  and  the  acid 
sodium  urate  precipitated  from  the  filtrate  by 
means  of  carbon  -dioxide  ;  this  is  redissolved  in 
sodium  hydroxide  and  the  solution  decomposed 
by  acetic  acid,  or  the  hot  solution  of  the  alkali 
salt  may  be  purified  by  boiling  with  a  little 
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potassium  peimanganeite  or  dichromate  and  the 
filtrate  decomposed  by  hydrochloric  acid. 

Synlhtsis.  Uric  acid  was  first  synthesised 
by  Horbadzewski  by  carefully  fusing  glycine 
with  10  to  16  times  its  weight  of  urea  in  small 
quantities  at  a  time,  until  a  considerable  quantity 
of  precipitate  had  formed  in  the  molten  mass ; 
the  uric  acid  was  precipitated  in. the  form  of  its 
sparingly  soluble  silver  magnesium  salt,  which 
on  treatment  firstly  with  potassium  sulphide 
and  subsequently  with  hydrochloric  acid, 
yielded  pure  uric  acid  (Monatsh.  1882,  3,  796 ; 
188S,  6,  366).  Further  syntheses  were  efieoted 
by  Horbaczewski  (ibid.  1887,  8,  201)  by  fusing 
(richlorlactamide  with  10  parts  of  carbamide 
..^NHj    H.N-CO  „  „ 

do  +         >CH'0H+S2^,>C0 

NH-CO-C-NHv 
=  1  II  >CO+HjO+NHja+2Ha 

co-nh-c-nh/ 

and  by  fusing  trichlorlaotic  acid  or  amino-  acetic 
acid  with  carbamide  (ibid.  1887,  8,  584). 

In  1863,  Baeyer  (Armalen,  1863,  127,  3,  234) 
synthesised  jjseitdoMric  acid,  st9.rting  with  malonic 
acid  and  carbamide ;  but  it  was  not  until  1895 
that  Fischer  and  Ach  (Ber.  1895,  28,  2473) 
showed  that  uric  acid  could  be  readily  obta;ined 


^NHj     EtOOC 
do         +  >CH2 


from  pseudouric  acid  by  fusion  with  oxalic  acid; 
or  by  boiling  with  hot  dilute  mineral  acids 
(Fischer,  tiid.  1897, 30, 559);  a  complete  synthesis 
of  uric  acid  from  malonic  acid  and  carbamide  is 
therefore  represented  by  the  following  equations : 

Barbituric  acid 

CO  <gi:g8>C:NOH-lcO  <gg:gg>CH-NHf  "^-^^ 

5-i£oNitrosobarbituTic     5-Aiiunobarbituric  acid 
acid  (violuric  acid)  (uramil) 

CO<NH-c8>CH-NH-CO-5rH2  "•»* 

6-Carbarainobarbituric  acid 
{^seudo-xmc  acid) 

NHCOCNH\ 
I  II  >C0 

T7iic  acid 
This  is  the  most  important  synthetic  method 
of  preparing  uric  acid,  and  by  replacing 
carbamide  by  its  alkyl  or  aryl  substituted 
derivatives,  it  is  possible  to  prepare  the  corre- 
sponding alkyl  or  aryl  substituted  uric  acids. 

The  synthesis  of  uric  acid  effected  by  Behrend 
and  Boosen  (Annalen,  1888,  251,  235),  starting 
with  ethyl  aoetoacetate  and  carbamide,  is 
represented  in  the  following  series  of  equations  : 


HNO, 


do 


,  COjEt  ^^NHCO 

CO        '  >CH     ->     do  >CH 

^--NH-OMe    hydrolysis  ■^■^H-CMe 
4-Methyluracil 
--NHCO  .,^NHC0  6H 

>CN02    ->    CO  >CN02     ~> 

^■--NHOCOOH  -^NHCH 

5-NitrouraoiI-4-carbonic  acid  5-lfitrouraoil 

,^NHCO  H^O    /^NH-CO  O       ,^NHCO 

CO  >CNH2      -^    do  >COH    ->    CO  >COH 

"\NHCH  ■"---NHCT  "-^NHGOH 

5-AminouraciI  5-Hydroxyuracil  4 : 5-Dihydroxyuracil 

C0(NH2)j    NHCO-C-NH. 
-»  I  II        >C0 

CO-NHC-N^H/ 
Uric  acid 


Traube's  synthesis  of  uric  acid,  starting  with 
cyanacetic  acid  and  carbamide,  is  also  im- 
portant, and  by  substituting  alkyl  carba- 
mides  for  carbamide,  the  method  can  be  ex- 
tended to  the  preparation  of  substituted  uric 
acids.  Cyanacetylcarbamide,  prepaJred  by  the 
condensation  of  carbamide  with  cyanacetic  acid, 
in  converted  by  the  action  of  alkali  into  4-amino- 


2 : 6-dioxypyrimidine,  from  which  4 : 6-diamino- 
2 : 6-dioXypyrimidine  is  obtained  by  reducing  its. 
Monitroso  derivative ;  this  diamine  condenses 
with  ethyl  chloroformate  to  form  a  urethane 
derivative  from  the  sodium  derivative  of  which 
uric  acid  is  produced  by  heating  at  180°-190'' 
(Ber.  1900,  33,  1375,  3035). 


CO<TvrTT!+HOOC^*^^" 


•  C0>^"» 


.-NHCO- 


oi    HOC 


^°<NHC(NH) 
■N:C(OH) 


;>C:NOH  ->  co<^|:go-5:>cHNH, 


*^^<NHC(NH)>'^» 


>CNH, 
*N-CNH, 


->    CO 


"NH-CO 


-NHC(NH)' 


-NH 


■C-NH-COjEt    ->     I 


>CN 
•C-NHj 


NHCO-CNH. 


CONHCNH 


>C0 


Properties.  Pure  uric  acid  forms  a  colour- 
less mierocrystalline  powder  consisting  of 
rhombic  transparent  plates  or  prisms;  as  pre- 
cipitated from  urine  or  guano  extracts,  the 
crystals  are  yellowish  red  or  brown.  These 
exhibit,  under  the  microscope,  characteristic 
irregularities  in  form,  due  to  the  rounding  of 
the  obtuse  angles  of  the  rhombic  prisms,  and 


the  interpenetration  of  the  crystals,  and  present 
the  form  of  dumb-bells,  whetstones,  rosettes  of 
prismatic  crystals,  six-sided  irregular  plates  or 
rectangular  plates  with  partly  jagged  sides. 

Uric  acid  is  odourless  and  tasteless ;  it  is 
sparingly  soluble  in  water,  one  part  dissolving 
in  39,480  parts  at  18°  (His  and  Paul,  Zeitsch. 
physiol.  Chem.  1900,  31,  41),  or  15,505  parts  at 
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37*  (Gudzont,  ibid.  1909,  60,  27).  When  shaken 
with  water,  uric  acid  decomposes  so  that  the 
solubility  tends  to  increase  with  the  time ;  the 
increase  is  only  noticeable  at  the  end  of  24  hours 
and  then  rises  rapidly  until  at  the  end  of  10  days 
the  solubility  is  11  times  as  great  as  at  the  end 
of  a  few  hours,  and  in  the  same  time  the  electrical 
conductivity  has  increased  55  times  (Gudzent, 
I.e.).  The  molecular  electrical  conductivity  of 
a  saturated  solution  of  uric  acid'is  32'24  at  18° 
(His  and  Paul,  I.e.)  or  33-92  at  37°  (Gudzent, 
I.e.);  the  dissociation  constant  4=0-000151  at 
18°  or  0000233  at  37°-  Uric  acid  is  fairly 
readily  soluble  in  lactic  acid,  acetic  acid  or 
warm  concentrated  sulphuric  acid.  It  dissolves 
in  glycerol,  but  is  insoluble  in  alcohol  or  ether ; 
it  dissolves  readily  in  aqueous  solutions  of  alkali 
hydroxides,  of  Uthium  carbonate,  and  of  certain 
organic  bases  such  as  ethylamine,  prppylamine, 
piperazine,  but  is  only  sparingly  soluble  in  solu- 
tions of  urotropine  (hexamethylenetetramine), 
lycetol  (piperazine  tartrate)  or  ammonia  (Stevens 
and  May,  J.  Amer.  Chem.  Sop.  1911,  33,  434). 

Uric  acid  is  not  volatile  :  on  being  strongly 
heated  it  breaks  up  into  urea,  hydrocyanic  acid, 
cyanuric  acid  and  ammonia  (Wohler,  Pogg.  Ann. 
1839,  15,  529,  619).  When  oxidised  by  strong 
nitric  acid  or  potassium  chlorate  and  hydrochloric 
acid,  or  by  chlorine  or  bromine  water  in  the  cold, 
uric  acid  is  broken  down  into  alloxan  (mesoxalyl- 
carbamide)  {q.v.)  and  urea  ;  warm  dilute  nitric 
acid  produces  parabanic  acid  (oxalylcarbamide) 
[q.v.).  By  the  action  of  such  oxidising  agents  as 
potassium  permanganate,  or  ferricyanide,  lead 
peroxide,  mercuric  oxide  or  ozone  in  neutral  or 
alkaline  media,  uric  acid  yields  carbon  dioxide 
andallantoiu  (glyoxyldiureide)  (?.«.).  According 
to  Behrend  (Annalen,  1904,  333,  141)  and  Be'h- 
rend  and  Schultz  {ibid.  1909,  365,  21),  the  first 
product  of  oxidation  of  uric  acid  in  alkaline 
media  is  hydroxyglyeolurilcarboxylie  acid 

/NH-C(COs,H)NH, 
C0<  I  >C0 

\nh-c(oh)— nh/ 

This  is  next  converte4  into  the  compound 
NH-CH(0H>. 

J  >C(0H)NH-C0-NH2 

CO nh/ 

which,  on  acidifying  with  acetic  acid,  yields 
carbon  dioxide  aiid  allantoin.  On  heating 
with  an  excess  of  alkali  hydroxide,  hydroxy 
glyoolurUcarboxylic  acid  takes  up  the  elements 
of  water,  forming  uroxamic  acid  {dicarbamino- 
malonic  acid) 

(C00H)2C(NH-C0-NHj)j 

{q.v.).  When  oxidised  by  hydrogen  peroxide  in 
alkaline  solution,  uric  acid  yields  tetraearbonimide 

^°'^NH-CO-NH'^^°  (Scholtz,  Ber.  1901,  34, 
4130),  earbonylcarbamide  C0(NH-C0-NH2)j  and 
carbamide  (Schittenhelm  and  Wiener,  Zeitsch. 
physiol.  Chem.  1909,  62,  100). 

Uric  acid  is  decomposed  when  fused  with 
potassium  hydroxide,  yielding  the  potassium 
salts  of  prussio,  cyanic,  carbonic  and  oxalic 
acids.  When  heated  under  pressure  at  160°- 
170°  with  concentrated  hydrochloric  or  hydriodic 
acids,  it  yields  carbon  dioxide,  ammonia  and 
glycocoU  ;  it  is  oxidised  by  a  solution  of  copper 
gxide  in  ammonia  (Schweizer's  reagent)  in  the 


presence  of  potassium  hydroxide  to  urea  and 
oxalic  acid,  and  a  similar  oxidation. is  effected 
by^boiling  with  ferric  chloride. 

For  the  physiological  properties  of  uric  acid, 
its  origin,  and  the  r61e  it  plays  in  the  animal 
economy,  see  Article  Umne  ;  also  Biochemisohes 
Handlexikon  von  Abderhalden,  vol.  iv.  1095- 
1 106 ;  and  Oxidations  and  Reductions  in  the 
Animal  Body,  by  H.  D.  Dakin,  92. 

Detection.  Uric  acid  is  readily  identified  by 
the  appearance  of  the  crystals  under  the  micro- 
scope. The  most  characteristic  and'  delicate 
test  for  uric  acid  is  the  'murexide  test,'  which  is 
applied  as  follows  :  a  few  drops  of  sbrong  nitric 
acid  is  added  to  the  uric  acid  or  urate  and  the 
solution  evaporated  to  dryness  on  the  water 
bath,  preferably  in  a  porcelain  basin,  a  yellowisti 
red  Residue  of  afloxantin  is  obtained  which 
acquires  the  rich  purple  colour  of  ammonium 
purpurate  (mwrexide,  q.v.)  on  moistening  with 
ammonia,  the  colour  changing  to  blue  on 
the  addition  of  Sodium  hydroxide.  The  nitric 
acid  employed  in  the  test  may  be  repla,ced  by 
chlorine  or  broniine  water,  or  by  a  few  d^ops  of 
concentrated  hydrochloric  acid  and  a  small 
crystal  of  potassium  chlorate.  Other  colour 
reactions  of  uric  acid  are  described  by  (1) 
Denigfes  (J.  Pharm.  Chim.  1888,  [v.]  18,  161), 
the  uric  acid  is  oxidised  to  alloxan  by  evaporat- 
ing a  solution  in  dilute  nitric  acid ;  on  adding 
successively  to  the  residue  a  few  drops  of  con- 
centrated sulphuric  acid  and  of  benzene  con- 
taining thiophen,  a  bluish  coloration  is  obtained ; 
(2)  Ganassini(Boll.  ohim.  farm.  1908,  47,  715), 
the  uric  acid  or  urate  is  suspended  in  water  and 
dissolved  in  10  p.c.  sodium  hydroxide ;  subse- 
quent saturation  of  the  solution  with  potassium 
persulphate  and  the  gradual  addition  of  10  p.c, 
zinc  sulphate  solution,  until  the  precipitate 
formed  no  longer  redissolves,  causes  the  precipi- 
tate to  assume  a  bluish-green  colour.  This  test 
is  not  disturbed  by  the  presence  of  proteins, 
other  purines  or  pyrimidines,  and  may  be  ap- 
phed  for  the  detection  of  uric  acid  in  urine  or 
in  blood.  According  to  Vitali  {ibid.  1911,  50, 
799),  sodium  peroxide  is  the  only  oxidising  agent 
that  can  replace  the  potassium  persulphate  in 
the  above  test,  and  no  other  metallic  salt  can 
be  used  instead  of  the  zinc  salt.  (3)  Folin  and 
Denis  (J.  Biol.  Chem.  1912,  12,  239),  a  blue 
coloration  is  developed  when  a  solution  con- 
taining 1  mg.  of  uric  acid  is  mixed  with  2  c.c. 
of  a  solution  prepared  by  boiling  for  two  hours  a 
mixture  of  100  grms.  sodium  tungstate,  80  c.c. 
of  85  p.c.  phosphoric,  acid,  and  750  grms.  of 
water,  cooling  and  diluting  to  a  litre  (compare 
Leturc,  Ann.  Chim.  anal.  1907,  12,  194).  Tests 
based  upon  the  reducing  properties  of  uric  acid 
are  the  formation  of  a  yellow,  brown,  or  black 
stain  of  silver,  when  filter  paper  previously 
moistened  with  silver  carbonate  is  treated  with 
a  drop  of  a  solution  of  urio  acid  in  sodium 
carbonate ;  and  the  reduction  of  Fehling  solu- 
tion on  boiling  an  alkaUne  solution  of  uric  acid 
with  excess  of  the  reagent.  For  the  detection 
of  urio  acid  in  blood,  Weber  (Pharm.  Zeit.  1912, 
57,  252)  recommends  the  following  method ;  the 
blood  is  treated  with  sodium  chloride  and  potas- 
sium phosphate  to  remove  the  proteins,  the 
filtrate  evaporated  to  a  small  bulk  and  saturated 
with  ammonium  chloride,  the  uric  acid  is  thus 
precipitated    as    ammonium    urate,    which    ia 
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collected  tod  treated  with  a  few  drops  of  hydro- 
chloric acid  and  the  crystals  of  uric  acid  identified 
under  the  microscope  or  by  the  muiexide  test. 

Estimation.  The  methods  of  estimating  uric 
acid  in  urine  are  based  upon  the  precipitation 
of  the  uric  acid  in  the  form  of  the  sparingly 
soluble  ammonium  or  the  double  silver  mag- 
nesium salt,  and  the  subsequent  determination 
of  the  uric  acid  in  the  carefully  washed  precipi- 
tate. Hopkins'  method  (Proe.  Roy.  Sec.  1892, 
62,  93  ;  J.  Path,  and  Bacteriology,  1893,  1,  451), 
30  grms.  of  ammonium  chloride  are  tidded  to 
150  c.c.  of  the  filtered  urine  previously  warmed 
to  40°  to  45°,  after  about  an  hour  the  precipitate 
of  ammonium  urate  is  collected  on  a  small  filter, 
washed  with  a  10  p.o.  solution  of  ammonium 
sulphate  until  free  from  chlorine,  and  trans- 
ferred to  a  beaker  by  means  of  a  jet  of  hot 
water,  the  solution  cooled  and  diluted  with 
water  to  100  c.c,  20  c.c.  of  pure  concentrated 
sulphuric  acid  are  added,  and  N/20  potassium 
permanganate  run  into  the  acid  liquid  at  60° 
until  it  acquires  a  pink  tint  permanent  for  some 
seconds  and  not  changed  by  stirring.  Each  c.c. 
of  N/20  permanganate  solution  decolorised 
represents  0-00375  grm.  of  uric  acid. 

Womer  (Zeitsch.  physiol.  Chem.  1900,  29, 
70)  recommends  decomposing  the  washed  am- 
monium urate  with  1-2  p.o.  sodium  hydroxide 
solution,  heating  the  solution  on  the  water-bath 
until  it  ceases  to  evolve  ammonia  and  then 
determining  the  nitrogen  in  the  residue  by  the 
Kjeldahl  method ;  1  c.c.  N/10  sulphuric  acid 
corresponds  with  0-0042  grm.  uric  acid. 

Fohn  and  Shaffer's  modification  of  Hopkins' 
method  (Zeitsch.  physiol.  Chem.  1901,  32,  552) 
is  as  follows :  A  solution  containing  500  grms.  of 
ammonium  sulphate,  6  grms.  uranium  acetate, 
_and  10  p.o.  acetic  acid,  60  c.c.  per  litre  is  pre- 
pared, and  75  o.o.  of  this  solution  are  mixed  with 
300  c.c.  of  the  urine,  kept  for  five  minutes, 
pissed  through  a  double  filter  and  two  quantities 
of  125  c.c.  each  collected.  Five  c.c.  of  concen- 
trated ammonia  are  added  to  each  and  after 
about  12  hours  the  precipitates  of  ammonium 
urate  are  collected  and  washed  and  the  uric  acid 
in  each  estimated  by  the  permanganate  method. 
The  addition  of  uranium  acetate  is  made  in 
order  to  precipitate  a  small  quantity  of  protein 
material  which  is  otherwise  thrown  down  on  the 
addition  of  the  ammonia,  and  which  reduces 
permanganate. 

Salkowski's  method  modified  by  Ludwig 
(Chem.  Zentr.  1891,  390)  consists  in  precipi- 
tating the  uric  acid  in  the  urine  (100  to  200  c.c.) 
with  a  mixture  of  ammoniacal  silver  solution 
and  magnesia  mixture;  the  precipitate  con- 
taining all  the  uric  and  phosphoric  acids  is 
filtered  and  washed  with  very  dilute  ammonia. 
It  is  then  decomposed  by  a  warm  dilute  solution 
of  potassium  sulphide  forming  potassium  urate 
which  passes  into  solution,  the  filtrate  is  acidified 
with  hydrochloric  acid,  evaporated  to  a  small 
bulk,  and  the  uric  acid  that  separates  on  cooling 
is  collected  on  a  tared  filter,  washed  with  water, 
alcohol,  ether,  carbon  disulphide,  and  again 
with  ether,  dried  at  1 10°  and  weighed. 

Folin  and  Shaffer  (Zeitsch.  physiol.  Chem. 
1901,  32,  552)  recommend  the  following  modifi- 
cation of  the  method  in  order  to  facilitate  the 
removal  of  the  silver  from  the  silver  magnesium 
urate;   the  double  salt  is  decomposed  by  sul- 


phuretted hydrogen  in  an  aoid  solution  COn* 
taining  5  to  10  c.c.  of  1  p.o.  copper  sulphate 
solution  and  the  liquid  boiled  for  a  few  minutes 
before  filtering. 

Derivatives.  Salts.  Uric  acid  behaves  as  a 
feeble  dibasic  acid  and  forms  three  series  of 
salts,  the  normal  urates  of  the  type 

Na,CsH,0,N, 
are  readily  soluble  in  water  and  are  never  found 
in  the  animal  system ;  the  acid  or  diurates 
NaCsHjOjN^  are  sparingly  soluble  and  occur 
pathologically  in  gouty  concretions ;  and  the 
quadri-  or  hemi-utatea 

are  more  readily  soluble  than  the  diurates  and 
are  the  common  forin  in  which  uric  acid  occurs 
physiologically. 

Normal  urates  may  be  obtained  by  dissolving 
uric  acid  in  the  theoretical  quantity  of  alkah. 
They  are  alkaline  in  reaction  and  are  decom- 
posed by  carbon  dioxide,  forming  the  acid  salt. 
The  potassium  salt  KjCjHjOjNi  is  crystalline ; 
it  dissolves  with  partial  decomposition  into  the 
acid  salt  in  about  36  parts  of  cold  water ;  the 
sodium  salt  Na2C5H20,N4,H20  is  less  soluble 
than  the  potassium  salt ;  the  calcium 

CaCsHjOjN,, 
strontium  SrC5HjO,N4,2HjO,  harium 

BaCjH.OjN^HaO, 
and  lead  PbC^HgOjNt  salts  are  sparingly  soluble. 
The  mercury  salt  CjHjOsNjHg  is  a  white 
amorphous  precipitate ;  it  does  not  give  mercuric 
oxide  with  sodium  hydroxide  solution  and  is 
therefore  probably  a  lactam  salt  (Auld,  Chem. 
Soc.  Trans.  1907,  1046). 

Acid  or  di-urates.  According  to  Gudzent 
(Zeitsch.  physiol.  Chem.  1909,  60,  38),  uric  acid 
forms  two  series  of  primary  metaUio  salts 
(mono-sodium,  potassium  and  ammonium 
urates),  which  differ  as  regards  solubiUty.  The 
salts  of  the  a-series  cannot  be  obtained  pure, 
as  at  the  moment  of  formation  in  water  they 
tend  to  pass  into  the  salts  of  the  b-series.  The 
probable  cause  of  the  change  is  an  intramole- 
cular rearrangement,  so  that  the  two  series 
correspond  with  th^  two  tautomeric  forms  of 
uric  acid 

NHCOC-NH.  N  :  C(OH)  •  C  •  NHv 

I  II        >C0       I  II       _>!(0H) 

CO-NH-C-NH/  C(OH) :  N— C  •  W 

Lactam  Lactim 

The  unstable  a-salts  are  probably  the  lactam 
urates,  and  the  stable  &-salts  the  lactim  urates. 
The  a-salts  have  solubiUties  and  specific  con- 
ductivities that  at  18°  are  some  33-4  p.c,  or  at 
37°  some  33-9  p.c.  greater  than  the  corre- 
sponding values  for  the  more  stable  6-salts. 

The  sodium  salt  NaCsHjOjN^.lJHjO  forms 
a  crystalline  powder  soluble  in  1200  parts  of 
cold  or  120  parts  of  boiling  water,  forming  a 
neutral  solution  ;  the  potassium  salt 

KCsH.CN. 
is  amorphous  and  dissolves  in  800  parts  of  cold 
or  70-80  parts  of  boiling  water ;  lithium  salt 
LiCgHgOgNt  foruis  crystalline  grains  and  is 
soluble  in  370  parts  of  cold  or  39  parts  of  boiling 
water ;  the  ammonium  salt  NH,C,HjO,N4  is 
soluble  in  1500  parts  of  cold  water  and  quite 
insoluble  in  saturated  solutions  of  ammonium 
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chloride    at    sulphate;     and    the    magneaium 
(C5H,0,N4),2Mg,6HjO,  calcium 

(C.H,0,N.)aCa,2Hi,0, 
atrontium  (CjHjO,N4)2Sr,2HaO,  barium 

(C,H,0,N.),Ba,3H,0, 
and  lead  (CsHjO.NjjjPb  salts  are  described. 

The  qtiadri-urates  aie  difficult  to  obtain 
pure  as  they  readily  break  down  into  diurates 
and  uric  acid ;  according  to  Bosenheim  (Zeitsch. 
physiol.  Chem.  1911,  71,  272)  and  Kohler  {ibid. 
70,  360)  the  quadriurates  are  only  mixtures,  in 
molecular  proportions,  of  primary  urates  and 
uric  acid ;  they  are  stated  to  exist  normally  in 
the  urine  and  constitute  the  whole  of  the  urinary 
excretion  of  birds  and  reptiles  (ti.  Ubike). 

Adrenaline  urate  CjHjjOjN-CbHjOjN,  forms 
small  pointed  plates  (Pauly,  Ber.  1904,  37, 
1388).  Piperazine  urate  C4Hi„N2,CtH40,N4  is 
eoluble  in  50  parts  of  water  at  17°. 

Uric  acid  forms  the  following  condensation 
products  with  formaldehyde : — 

Diforvialdehyde-uric  acid  C5H4N40j,2CHjO 
is  a  crystalline,  sparingly  soluble  compound, 
monobasic  towards  N/3  sodium  hydroxide  and 
forms  a  bariufa  and  a  calcium  salt .  (Weber, 
Pott  and  Pollens,  Ber.  1897,  30,  2514 ;  Annalen, 
1898,  299,  340).     Formaldehyde  uric  acid 

CjH403N4,CHjO 
crystallises  in  needles  or  prisms,  decomposes  at 
37°,  and   forms   crystalline  alkali  salts ;   and 
anliydroformaldehyde-uric  acid 


NH-CO-C-Ni 
I 
CONH 
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formed  by  dissolving  diformaldehyde-uric  acid 
in  concentrated  sulphuric  acid  and  pouring  the 
solution  into  ice  water  (Nicolaier,  Chem.  Zentr. 
1907,  i.  949).  M.  A.  W. 

i|<-URIC  ACID  ».  Pybimidines. 

URIDINE  V.  Fybiuidines. 

URINE.  The  kidneys  are  compound  tubular 
glands,  and  possess  the  power  of  excreting  from 
the  blood  certain  waste  products  which  in 
aqueous  solution  constitute  the  urine.  Its  most 
important  constituents  are  the  result  of  the 
breakdown  of  nitrogenous  materials  in  the  body, 
but  these  substances,  urea,  uric  acid,  &c.,  are 
not  actually  formed  in  the  kidneys  themselves. 
The  liver  is  the  most  important  organ  for  their 
actual  formation ;  the  kidney  is  merely  the 
situation  where  they  find  an  exit  from  the  body. 

The  characters  of  the  urine  differ  greatly  in 
different  parts  of  the  animal  kingdom,  according 
to  the  character  of  the  food  ingested,  and  the 
different  metabolic  habits  of  animals.  The  mpst 
striking  difference  is  seen  when  one  compares 
the  liquid  urine  of  mammals  (in  which  urea 
is  the  main  substance  in  solution)  and  the 
semi-solid  urine  of  birds  and  snakes,  in  which 
urates  form  the  preponderant  constituents. 
In  the  following  account  attention  will  be  in  the 
main  directed  to  the  urine  which  is  most  familiar, 
namely  that  of  man  and  othei:  mammals. 

A  man  of  average  weight  and  height,  taking 
a  normal  mixed  diet,  passes  from  1400  to  1600 
CO.  (about  60  oz.)  daily,  and  this  contains  about 
60  grms.  (li  oz.)  of  solids.  Its  yellow  colour 
variee  considerably  with  the  concentration  of 
the  "urine,  and  is  due  to  the  presence  of  a  number 
of  pigments,  of  which  urochrome  (an  amorphous 


nitrogenous  substance  of  doubtful  composition, 
originally  so  named  by  Thudichum)  is  the  inost 
abundant.  Another  named  urobilin,  a  deriva- 
tive of  the  bile  pigment,  is  present  in  health  in 
small  quantities,  but  may  be  considerably 
increased  in  certain  diseases. 

The  reaction  of  urine  is  acid ;  this  is  partly  due 
to  free  acid,  but  mainly  to  acid  salts,  of  which  acid 
sodium  phosphate  is  the  most  abundant.  During 
digestion,  however,  there  is  a  formation  of  free 
hydrochloric  acid  in  the  stomach,  and  a  corre- 
sponding liberation  of  bases  in  the  blood  causes 
the  urine  to  be  less  acid,  or  evert  alkaline. 
Alkaline  urine  is  also  seen  in  herbivorous 
animals  and  vegetarians  ;  here  the  food  contains 
excess  of  alkaline  salts  of  acids  such  as  tartaric, 
citric,  malic,  &c.  These  acids  in  the  body  are 
oxidised  into  carbonates  which,  passing  into  the 
urine,  give  it  an  alkaline  reaction. 

The  specific  gravity  varies  inversely  as  the 
quantity  of  urine  passed  ;  the  quantity  depends 
on  the  amount  of  water  ingested,  and  also  on 
the  amount  of  water  that  leaves  the  body  by 
other  channels,  such  as  the  skin.  It  varies 
normally  from  1-015  to  1-025.  A  sp.gr.  below 
1-010  should  excite  suspicion  of  hydruria ;  one 
over  1-030  of  a  febrile  condition,  or  of  diabetes, 
in  which  disease  it  may  rise  to  1-050.  The 
sp.gr.  has,  however,  been  known  to  sink  as  low 
as  1-002  (after  large  potations,  urina  potus), 
or  to  rise  as  high  as  1-035  (after  gfeat  sweating) 
in  perfectly  healthy  people. 

The  following  table  gives  the  average 
amounts  of  the  urinary  constituents  passed  by 
a  man  taking  an  ordinary  diet  containing  about 
100  grams,  of  protein  in  the  24  hours — 


Total  quantity  of  urine 

.    1500     grm 

Water 

.   1400 

Solids 

.       60 

Urea  .... 

.       35 

Creatinine    . 

0-9      „ 

Uric  acid     . 

0-75    „ 

Hippurio  acid 

10      „ 

Ammonia    . 

0-65    „ 

Sodium  chloride   . 

.       16-5      „ 

Phosphoric  acid    .         .' 

3-5      „ 

Sulphuric  acid 

2-0      „ 

Chlorine 

.       110      „ 

Potassium  , 

2-5      „ 

Sodium 

5-5      „ 

Calcium 

0-26    „ 

Magnesium 

0-21    „ 

The  most  abundant  constituents  are,  there- 
fore, water,  urea,  and  sodium  chloride.  We 
will  take  the  most  important  individual  con- 
stituents one  by  one. 

Urea  or  carbamide  CO(NH2)2  is  isomeric  with 
ammonium  cyanate,  from  which  it  was  first 
prepared  synthetically  in  1828  by  Wohler. 
Wohler's  observation  derives  interest  from  the 
fact  that  this  was  one  of  the  first  organic  sub< 
stances  prepared  synthetically  by  chemists. 

It  crystallises  in  the  dimetric  system,  and  is 
readily  soluble  in  water  and  in  alcohol ;  it  has  a 
faint  saltish  taste,  and  is  neutral  to  litmus. 
When  treated  with  nitric  acid,  octahedra,  or 
lozenge-shaped  tablets  are  formed  of  urea  nitrate 
(CONjHj-HNOa) ;  when  treated  with  oxalic  acid 
prismatic  crystals  of  urea  oxalate 

[CO(NH2)j]2-C,H,04 
are  formed. 
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Dnder  the  influence  of  Certain  mibro-OTganisms 
which  grow  readily  in  stale  urine,  it  is  converted 
into  ammonium  carbonate 

[GON8H,+2HsO=(NH4),C03]. 

Hence  the  ammoniacal  odour  of  putrid  urine. 
In  the  soil  the  urinary  ammonia  is  cdnverted 
into  nitrates  by  nitrifying  organisms  [see 
Soils). 

By  means  of  nitrous  acid,  urea  is  broken  up, 
as  shown  in  the  following  equation 

CONjH4+2HNOj=C02+3H20+2N2. 

Sodium  hypobromite  decomposes  urea  as 
follows 

CONjHj+3NaBrO=C02+N2+2H20+3NaBr. 

This  reaction  is  important,  for  on  it  one  of  the 
readiest  methods  for  estimating  urea  depends. 
If  the  hypobromite  is  mixed  with  excess  of 
sodium  hydroxide,  the  carbon  dioxide  is  ab- 
sorbed, and  nitrogen  is  the  only  gas  evolved ; 
this  is  collected  in  a  suitable  measuring  tube,  and 
from  its  amount,  the  quantity  of  urea  is  easily 
calculated. 

More  accurate  determinations  may,  however, 
be  made  by  the  methods  of  Momer  and  Sjoquist, 
or  of  Folin  (f.UREA).  The  former  consists  in  treat- 
ing the  urine  with  a  mixture  of  barium  chloride, 
barium  hydroxide,  ether,  and  alcohol ;  all 
nitrogenous  substances,  except  urea,  are  thus 
precipitated,  and  the  nitrogen  in  the  filtrate 
and  washings  is  estimated  by  Kjeldahl's  method. 
The  latter  method  (Folin's)  depends  on  the 
fact  that  urea  is  decomposed  into  ammonia 
and  carbon  dioxide  by  boiling  with  magnesium 
chloride  in  the  presence  of  tydroohloric  acid. 
The  ammonia  is  estimated  by  distilling  it  into 
standard  acid  and  subsequent  titration.  From 
the  total  ammonia  so  found,  that  preformed  has 
to  be  deducted,  and.  this  amount  is  ascertained 
in  another  specimen  of  the  same  urine. 

The  quantity  of  urea  is  practically  unin- 
fluenced by  muscular  work,  but  depends  mainly 
on  the  amount  of  protein  ingested.  The  amino 
acid  fragments  formed  by  the  digestion  of 
protein  are  utilised  in  two  ways.  A  small 
portion  is  used  by  the  tissue  cells  to  repair  their 
waste.  In  time  this  will  be  catabolised  and  the 
waste  products  discharged  as  urea,  ammonia, 
creatinine,  &o.  The  amount  of  such  endogenous 
metabolism  is  constant.  The  other  and  larger  part 
of  the  cleavage  products  of  the  food  protein  are 
deamidised  and  converted  into  urea  by  the  liver, 
the  non-nitrogenous  fatty  residue  being  burnt, 
and  so  utilised  as  a  source  of  heat  and  other 
forms  of  energy.  This  part  of  metabolism  is 
termed  exogenous.  Urea  excretion  is  usually  at 
a  maximum  about  3  hours  after  a  meal.  The 
conversion  of  amino  acids  into  urea  is,  in  part 
at  any  rate,  due  to  enzymic  action  ;  e.g.  arginase 
is  an  enzyme  which  converts  arginine  (one  of  the 
more  complex  amino  acids  resulting  from 
protein  disintegration)  quantitatively  into  urea 
and  ornithine  (di-amino-valeric  acid).  There  is 
also  no  doubt  that  ammonia  is  an  important 
intermediate  between  such  amino  acids  as 
glycine  (amino-acetic  acid),  leucine  (amino- 
caproio  acid),  &o.,  and  the  final  product  urea. 
Ammonia  so  liberated,  unites  with  the  carbon 
dioxide  of  the  blood,  and  ammonium  carbonate 
and   carbamate   are   thus   formed.     The   close 


relationship  of  these  two  salts  to  urea  is  apparent 
from  their  formulae — 

0='^<0NH4    0=^^OOS[H,     0-^^NH, 

Ammonium  Ammonium  Urea  or 

carbonate.  carbamate.  carbamide. 

A  small  quantity  of  ammonia  always  slips 
through  into  the  urine,  because  a  small  quantity 
of  the  ammonia-containing  blood  passes  through 
the  kidney  before  reaching  the  organ  (the  liver), 
which  is  capable'  of  converting  it  into  urea. 
Acids  are  very  toxio  to  the  body,  and  the 
defence  of  the  body  against  acids  (administered 
as  such,  or  produced  in  pathological  metabolism, 
e.g.  fatty  acids  in  diabetes)  is  an  increase  of 
ammonia  formation,  or  to  put  it  more  correctly, 
less  of  the  ammonia  formed  is  converted  into 
urea. 

Creatine  and  creatinine.  Creatine  is  an 
abundant  constituent  of  muscular  ,  tissue  ;  in 
vitro  by  boiling  it  with  baryta  it  takes  up  water 
and  splits  up  into  urea  and  methyl-glycine,  as 
shown  in  the  following  equation — 
CjHjN,O2+HjO=CONjHi+CH(CH3)NH2CQ0H. 
Creatine,  however,  is  absent  from  normal  urine, 
and  only  occurs  in  starvation  and  in  other 
conditions,  in  which  there  is  a  rapid  loss  of 
muscular  tissue.  Its  normal  fate  in  the  body  is 
unknown,  since  creatine  injected  into  the  circula-  _ 
tion  leaves  the  body  in  the  urine  unchanged, 
and.  leads  to  no  increase  of  urea. 

It  also  is  not  converted  into  creatinine, 
which  was  formerly  held  to  be  its  fate.  Here, 
again,  we  have  an  instance  of  reactions,  which 
occur  in  vitro,  but  not  in  vivo.  Creatinine  is  a 
crystalline, ,  strongly  basic  substance,  which 
chemically  is  creatine  minus  a  molecule  of 
water.  It  is  always  present  in  the  urine,  and 
next  to  urea,  is  its  most  abundant  nitrogenous 
constituent.  Mellanby  believes  that  certain 
products  of  protein  catabolism,  the  nature  of 
which  is  uncertain,  are  carried  to  the  liver,  and 
from  these  the  liver  forms  creatinine ;  this  ia 
transported  to  the  muscles,  and  there  stored  as 
creatine,  excess  being  then  eliminated  in  the 
urine.  The  small  amount  of  creatinine  excreted 
in  liver  disease^  favours  the  view  that  the 
liver  is  the  great  agent  in  its  production,  as  it  is 
in  that  of  urea  and  uric  acid.  In  health  the 
amount  of  creatinine  is  very  constant,  and  is 
not  influenced  by  diet  or  muscular  exercise. 

Uric  acid  (CiH^N^O,)  is  excreted  as  urates  in 
mammals  in  small  quantities  only,  but  in  birds 
and  serpents  is  the  principal  nitrogenous  con- 
stituent of  their  urine.  It  can  be  readily  pre- 
pared from  the  latter  urine,  in  which  it  is  mainly 
present  as  the  acid  ammonium  urate,  by  dis- 
solving it  in  sodium  hydroxide  and  precipitating 
with  hydrochloric  acid.  It  crystallises  in 
rectangular  plates  and  prisms.  It  requires  for 
its  solution  1900  parts  of  hot,  and  15,000  parts  of 
cold,  water.  On  oxidation  it  yields  urea  and 
oxalic  acid,  alloxan  (CjHjNjOj)  or  allantoin 
(CjHjNjOj),  being  intermediate  products, accord- 
ing to  the  oxidising  agent  employed.  It  can  be 
best  identified  by  the  murexide  reaction,  which 
consists  in  evaporating  to  dryness  with  nitric 
acid ;  the  yellowish-red  residue  gives,  on  the 
addition  of  ammonia,  the  violet  ammonium 
purpurate. 

Uric  acid  is  dibasic,  and  forms  two  classes 
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of  salts,  which  may  be  exemplified  by  the  acid 
sodium  urate  (CjHjNaNjOj)  and  the  normal 
sodium  urate  (CsH^NajN^Oj).  The  first-named 
of  these  salts  is  the  chief  constituent  of  the 
urate  deposit  which  often  occurs  in  concentrated 
urine. 

If  uric  acid  is  represented  by  HjU,  the 
normal  urates  may  be  written  M^U,  and  the  acid 
urates  MHU.  Bence-Jones,  and  later  Sir  W. 
Roberts,  considered  that  the  urates  actually 
occurring  in  the  urine  are  quadriurates 

MHD-HjU. 

There  is  no  doubt  that  such  compounds  do  not 
actually  exist.  It  has  been  suggested  that  the 
mixture  of  urate  and  uric  acid  is  of  the  nature  of 
"solid  solution."  Uric  acid  is  best  estimated 
by  Hopkins'  method,  which  briefly  consists  in 
saturating  the  urine  with  an  ammonium  salt ; 
ammonium  urate  thus  precipitated  is  dissolved 
in  alkali  and  titrated  with  standard  potassium 
permanganate  until  a  diffused  pink-blush  appears 
throughout  the  solution. 

In  birds  uric  acid  originates  from  the  com- 
bination of  ammonia  and  lactic  acid.  In 
mammals  it  mainly  arises  from  the  purine  bases 
of  the  food,  0*  which  are  cleavage  products  of 
nucleic  acid,  the  main  constituent  of  the  nuclei  of 
the  body  cells.  In  this  process  several  tissue 
enzymes  come  into  play  ;  first  nuclease  liberates 
adenine  (amino-purine  CjHjNi'NHj)  and  gua- 
nine (amino -oxypurine  CjHjNjO-NHj)  from 
nucleic  acid ;  then  '  deamidising '  enzymes 
convert  adenine  into  hypoxanthine  (monoxy- 
purine  C5H4N4O)  and  guanine  into  xanthine 
(dioxypurine  CjHjNiOa)  poxidases  step  in  next 
and  convert  hjrpoxantKine  into  xanthine,  and 
xanthine  into  uric  acid  (trioxypurine  C5H4N4O3). 
The  liver  is  the  principal  seat  of  these  transfor- 
mations, and  in  some  animals  some  of  the  uric 
acid  so  formed  is  destroyed  in  the  same  organ, 
and  appears  as  allantoin  and  urea.  So  far 
as  tissue  extracts  can  give  a  true  picture  of 
metabolism  in  vivo  the  human  tissues  are  des- 
titute of  the  uricoljrtic  (uric  acid  destroying) 
enzyme." 

Small  quantities  of  purine  bases  are  found  in 
the  urine  in  addition  to  uric  acid. 

Hippuric  acid  (CjHjNOs)  in  the  form  of 
hippurates  is  present  in  small  quantities  in  the 
urine  of  man,  but  is  specially  characteristic  of 
herbivorous  urine.  This  is  due  to  the  food  of 
herbivora  containing  substances  of  the  benzoic 
acid  group.  The  oondensation  of  benzoic  acid 
with  glycine  to  form  hippuric  acid  appears  to 
occur  in  the  kidney  itseU,  and  may  be  repre- 
sented by  the  following  equation — 

C,Hj-COOH-fCHa(NHj)COOH 
Benzoic  acid.         Glycine.  - 

=CHj(NH-CO-CeHj)COOH+HjO. 
Hippuric  acid. 

Kynurenic  and  urocanic  acids  are  present  in 
small  quantities  in  dog's  urine.  Kynurenic  acid 
C,oH7NO,  is  hydioxyquinoline-oarboxylio  acid 
(HO'CgHjN-COOH)  and  originates  from  one  of 
the  decomposition  products  of  protein  called 
tryptophan  (indole-amino-propionio  acid).  Uro- 
canic acid  (Ci2Hi2N404)  is  a  rarer  constituent, 
and  its  origin  in  the  body  is  not  clear. 

Inorganic  constituents  of  urine.  The  principal 
salt  is  sodium  chloride, -and  its  amount  varies 


with  that  in  the  food.  The  aulphates  present 
are  principally  those- of  sodium  and  potassium. 
They  are  derived  from  the  metabolism  of 
protein,  and  their  excretion,  although  it  occurs 
earlier  than  that  of  urea,  runs  parallel  with  it. 
About  one-tenth  of  the  total  sulphates  are 
ethereal  sulphates,  such  as  potassium  phenyl 
sulphate  and  potassium  indoxyl  sulphate 
(urinary  indican) ;  the  organic  radicles  originate 
from-  protein  putrefaction  in  the  alimentary 
canal,  and  abnormally  great  putrefactive  pro- 
cesses there  lead  to  an  increase  in  the  excretion 
of  such  sulphates.  Sulphur  is  also  present  in 
the  form  of  less  highly  oxidised  organic  com- 
pounds, usually  spoken  of  as  '  neutral  sulphur,'  a 
term  which  includes  thiooyanic  acid  and  its 
salts,  taurine,  cystine,  methyl  mercaptan.  A 
number  of  other  substances  also  are  present  in 
minute  quantities. 

Carbonates  are  only  present  in  alkaline  urine. 
Alkaline  and  earthy  phosphates  are  also  present 
and  small  quantities  of  organic  phosphates,  for 
instance,  glycero-phosphates.  They  arise  partly 
from  the  food,  but  chiefly  from  the  metabolism 
of  organic  phosphorised  constituents  of  the  body, 
such  as  nucleic  acid,  lecithin,  and  other  phos- 
phorised fats  (phosphatides). 

Abnormal  constituents  of  urine.  The  most 
commonly  occurring  of  these  are  albumin  (in 
Bright's  disease)  and  other  proteins,  dextrose, 
acetone,  aceto-acetic  acid,  and  ;8-hydroxybutyrio 
acid  in  diabetes,  lactose  in  nursing  mothers,  bile 
in  jaundice,  blood  when  haemorrhage  occurs  in 
any  part  of  the  urinary  tract,  hseiQoglobin,  and 
certain  derivatives  of  hsemoglobiivin  black  water 
fever  -ind  other  pathological  states,  and  pus  as  the 
result  of  suppuration  in  any  part  of  the  urinary 
tract. 

Urinary  deposits.  Normal  urine  .  is  clear 
except  for  a  faint  cloud  of  mucus.  Formed  or 
anatomical  elements  such  as  blood  corpuscles, 
pus  corpuscles,  bacteria,  entozoa,  &c.,  may  be 
present  in  various  pathological  conditions,  and 
are  identified  by  microscopic  examination.  A 
special  chemical  interest  attaches,  however,  to 
crystalline  deposits,  and  without  entering  into 
any  discussion  of  the  medical  reasons  that  lead 
to  their  appearance,  these  may  be  briefly 
enumerated  as  follows  :-7- 

A.  In  acid  urine,  may  be  fo\md — 

1.  Uric  acid,  as  whetstone,  dumb-bell,  or 
sheaf-like  aggregations  of  crystals  deeply  tinged 
with  urinary  pigment,  looking  like  cayenne 
pepper. 

2.  Urates.  These  are  generally  amorphous. 
The  acid  urate  of  sodium  and  ammonium  may 
sometimes  occur  in  star-shaped  clusters  of 
needles  or  spheroidal  clumpd  with  projecting 
spines.  The  deposit  has  the  appearance  of 
brick-dust,  as  it  is  coloured  by  one  of  the  urinary 
pigments  (uroerythrin).  This  deposit  dissolves 
on  warming  the  urine. 

3.  Calcium  oxalate  in  the  form  of  octahedral 
crystals  insoluble  in  acid. 

4.  Cystine  (diamino-dithio-lactic  acid 

CeHijNjSjOj) 
in  colourless  hexagons ;  a  rare  condition  often 
hereditary. 

5.  Calcium  phosphate  CaHP04,2HjO,  rare. 

6.  Leucine  {amino-caproic  acid)  and  tyrosine 
0]^-hydroxyphenyl-tt-aminopropionic  acid),  rare. 
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B.  In  alkaline  urine  we  may  find— 

1.  Phosphates;  calcium  phosphate 

Ca,(P04)„ 
which  is  amorphous,  tiiple  phosphate 

MgNH,P04,6HjO 
in  *  coffin  lid  '  crystals  or  feathery  stars,  calcium 
hydrogen  phosphate  CaHPOj  in  rosettes, 
spherules,  or  dumb-hells ;  magnesium  phosphate 
Mg,(P04)2  in  long  plates.  All  are  soluble  in 
acetic  acid  without  effervescence. 

2.  Calcium  carbonate  CaCO,,  biscuit-shaped 
crystals,  common  in  herbivorous  urine,  soluble  in 
acetic  acid  with  effervescence. 

3.  Ammonium  urate  CsH2(NH4)2NtO, 
'  thorn  apple  '  spherules. 

4.  Leucine  and  tyrosine,  very  rare. 

Of  these  deposits,  urates  in  acid  urine,  and 
phosphates  in  alkaline  urine  are  the  com- 
monest ;  these  are  not  necessarily  pathological ; 
thus  urates  may  form  in  the  urine  when  it 
cools,  especially  if  that  secretion  is  concentrated, 
e.g.  after  sweating  profusely.  Urine,  when  it 
becomes  alkaline,  always  deposits  phosphates, 
and  the  alkaline  urine  of  herbivora  is  always 
thick  for  that  reason. 

Urinary  calculi.  Concretions  called  sand, 
gravel,  and  stones,  according  to  their  size, 
may  form  in  the  kidney,  the  ureter,  or  in 
the  bladder.  They  result  from  the  con- 
glomeration of  urinary  deposits,  the  deposition 
occurring  in  concentric  layers.  The  substances 
deposited  in  acid  urine  are  most  frequently  uric 
acid,  urates  or  calcium  oxalate,  or  a  mixture  of 
these  materials  ;  in  alkaline  urine,  phosphates. 
If  the  reaction  of  the  urine  changes  during  the 
formation  of  the  calculus  alternate  layers  of 
these  two  sets  of  materials  will  be  found.  The 
uric  acid  calculus  is  generally  regarded  as  the 
commonest  form  of  stone  in  the  bladder,  but  in 
renal  calculi,  as  B.  Moore  has  shown,  the 
most  abundant  constituent  is  calcium  oxalate, 
frequently  mixed  with  calcium  phosphate,  the 
second  constituent  in  frequency  and  abund- 
ance. Calcium  is  practically  the  only  base 
associated  with  oxalic  acid,  phosphoric  acid,  and 
in  less  amount  with  uric  acid.  All  these  acids 
form  highly  insoluble  salts  with  calcium. 
Oxalic  and  uric  acids  are  associated  products  in 
metabolism,  and  occur  in  oases  of  incomplete 
oxidation. 

The  physical  properties  of  a  calculus — colour, 
hardness,  smoothness,  or  roughness,  &c. — give 
little  or  no  clue  to  its  chemical  nature.  A 
chemical  analysis  is  always  necessary,  and  this 
gives  valuable  indications  for  after  treatment; 
for  instance,  in  renal  calculi,  consisting  of 
calcium  oxalate,  the  treatment  should  be  designed 
to  diminish  alkalinity,  to  avoid  calcium-rich 
foods,  and  to  induce  the  taking  of  exercise  to 
promote  oxidation  in  the  body. . 

There  are,  in  addition  to  these  common 
forms  of  stone,  others  of  a  rarer  kind,  and  a  list 
of  the  different  varieties  of  calculus  is  as  follows — 

1.  Those  composed  of  uric  acid  or  urates  with 
little  or  no  admixture  with  phosphates. 

2.  Mixed  calculi,  like  the  preceding,  but 
containing  often  in  alternate  layers  a  large 
quantity  of  phosphate. 

3.  Qilcium  oxalate  calculi,  often  containing 
email  quantities  of  phosphates  and  urates. 

4.  Fhosphatic  calculi :  a  stone  composed  of 


pure  calcium  phosphate  is  rare ;  ft  nucleus  of 
uric  a.cid  is  generally  present. 

6.  Calcium  carbonate  calculi  are  those 
generally  found  in  the  prostate. 

6.  Cystine  calculi  are  mostly  small,  smooth, 
and  have  a  yellow  tinge,  turning  to  green  on 
exposure  to  air.    These  are  rare. 

7.  Xanthine  calculi  are  still  rarer. 

8.  Fibrinous  calculi  composed  of  fibrin  or 
inspissated  albumin,  have  8^  glassy  appearance 
on  fracture ;  blood  calculi  have  been  described 
in  cases  of  renal  hematuria  ;  '  urostealith  ' 
calculi  have  been  described,  and  consist  of  fatty 
acid  with  more  or  less  cholesterol.  One  case  of 
'  indigo  '  calculus  has  been  described. 

No  attempt  has  been  made  in  the  foregoing 
outline  sketch  of  the  chemical  properties  of  the 
urine  in  health  and  disease  to  give  any  biblio- 
graphical references.  The  literature  of  urine  is 
enormous,  and  .those  interested  in  it  should 
consult  standard  works  on  physiology,  physio- 
logical chemistry,  pathology,  and  medicine. 
One  of  the  most  trustworthy  handbooks  on  the 
urine  only,  and  containing  abundant  references 
to  literature,  is  Neubauer  and  Vogel's  Analyse 
des  Hams,  edited  by  Huppert,  Wiesbaden,  C.  W. 
Kreidel.  W.  D.  H. 

UROCITRAL,  UROPHENIN.  v.  Synthbtio 
DBuas. 

UROPHERIN  ».  Samcylic  acid. 

UROTROPIN.  Hexamethiflenetetramine,  v. 
Synthetic  sbitgs. 

UROXAMIC  ACID,  diearbaminomalonic  acid 
(COjH)jC(NH-CO-NHj)j  is  prepared  by  the 
gradual  oxidation  of  uric  acid  in  alkaline  solu- 
tion by  the  oxygen  of  the  air  (Stadeler,  Annalen, 
1851^  78,  286 ;  Strecker,  ibid.  1870,  155,  177) ; 
by  oxidising  an  alkaline  solution  of  uric  acid 
with  6  p.c.  potassium  permanganate  solution 
(1  atom  of  oxygen  to  1  moL  of  uric  acid)  (Beh- 
rend,  ibid.  1904,  333, 152  ;  Behrend  and  Schultz, 
ibid.  1909,  365,  21). 

Uioxamic  acid  crystallises  in  stout  prisms 
or  in  tetrahedra  ;  it  is  sparingly  soluble  in  cold 
water  and  insoluble  in  alcohol ;  it  is  a  strong 
dibasic  acid  and  its  normal  alkali  salts  are 
neutral  towards  litmus  and  phenolphthalein. 
It  readily  loses  COj  and  yields  allantoic  acid 
when  shaken  for  several  days  with  cold  methyl 
alcohol.     When  heated  with  water  it  breaks 

,NH-CH(OH) 
down   into    allanturio   aeid   COc  I 

\nh-co 

mesoxalic  acid  and  carbamide.  The  aniline 
and  hydroxylamine  salts  are  sparingly  soluble ; 
the  latter  melts  at  155° ;  the  normal  phenyl-, 
hydrazine  salt  C5HgO,Nj-2C,H8N2  crystallises 
in  colourless  plates,  m.p.  130°-132°  (decomp.), 
when  boiled  with  water  it  is  decomposed, 
yielding  the  phenylhydrazine  salt  of  mesoxalic 
acid  phenylhydrazone  Ci5Hi,OiN4,JH20,  this 
forms  yellow  needles  that  melt  at  154°-158°, 
solidify  at  160°  and  then  decompose  at  183°. 
The  normal  silver,  sodium,  potassium,  barium, 
calcium  and  ammonium  salts  of  uroxamic  acid 
are  crystalline.  M.  A.  W. 

URUSHIOL  V.  Lacqueb. 

USNIC  ACID  C^gHi.O,  (Stenhouse,  Proc.  Roy. 
Soc.  18,  222),  CisHisOg  (Patemo,  Ber.  9,  345). 
An  acid  found  in  certain  lichens  {v.  Lichens), 

UVAROVITE  V.  Gabnet. 

UVITONIC  ACID  V.  Bone  oil. 


VALINE, 
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VALD'ARNOSUPERIORE  RESIN  v.  Resins. 

VALENTINITE.  Native  antimonious  oxide 
8b,0|„  V.  Antimony. 

VALERIAN.  The  root  of  Valeriana  offici- 
nalis (Linn.)  yields  on  distillation  with  water  an 
essential  oil  of  a  pale  yellow  oi  greenish  colour, 
having  a  strong  smell  of  valerian,  an  aromatic 
taste,  and  acid  reaction ;  sp.gr.  0-90-0-93. 
Thickens  at  —15°,  and  begins  to  boil  at  about 
200°.  Consists  of  a  mixture  of  valeric  acid,  a 
camphene,  a  stearoptene,  and  a  resin  (Pierlot, 
Ann.  C3iim.  Phys.  [iii.]  66,  291 ;  Gerhardt,  ibid. 
tiii.]  7,  275). 

VALERIC  or  PENTOIC  ACIDS  CiH.COOH. 
Four  isomerides  are  known. 

1.  Valeric  acid  CHjLCHjIjCOOH,  is  found 
in  pyroligneous  acid,  and  occurs  free  and  as  esters 
in  the  animal  and  vegetable  kingdoms,  chiefly 
in  the  roots  of  Taleriana  officinalis  (Linn.)  and  of 
Archangelica  officinalis  (HofEm.),  from  which  it 
may  be  isolated  by  boiling  with  water  or  sodium 
hydroxide.  It  may  be  obtained  by  boiling  m-butyl 
cyanide  with  potash  (Lieben  and  Rossi,  Annalen, 
159,  58) ;  by  oxidation  of  o-hydroxycaproic 
acid  (Erlenmeyer,  Ber.  1876, 1840) ;  by  reduction 
of  IsBvulic  acid  (j8-acetylpropionio  acid)  with 
phosphorus  iodide  or  sodium  amalgam  (Kehrer 
and  ToUens,  Annalgn,  206,  233 ;  Fittig  and 
Wolff,  ibid.  208,  109) ;  by  heating  propylmalonio 
acid  ( Juslin,  Ber.  1885,  2504) ;  or  by  the  fer- 
mentation of  calcium' lactate  (I^tz,  ibid.  1880, 
1309).  A  colourless  oil  having  a  disagreeable 
smeU,b.p.  186°-186-4°  (Fiirth,  Monatsh.  9,  310); 
Bp.gr.  0-9415  at  20°/4°  (Lieben  and  Rossi) ;  1  vol. 
of  acid  dissolves  in  27  vols,  of  water  at  16°. 

Methyl  valerate  boils  at  127-3°,  and  ethyl 
vakraie  at  144-6°  (736-5  mm.). 

2.  iso  Valeric  acid,  p-methylhvtyrie  acid 

CH(CH,)2CHjC00H. 
Discovered  in  1817  by  Chevreul  in  dolphin  oil 
from  DeVphinua  gldbicepa  and  D.  phocaena,  and 
termed  by  him  phocenic  acid.  Found  in  other 
fish  oils  and  in  perspiration.  In  the  roots  of 
Valeriana  afficincdis  (Linn.),  Archangelica  offici- 
nalis (Hoffm.),  and  in  the  berries  of  Viburnum 
Opulus  (Linn.).  Formed  in  the  putrefaction  of 
albuminoids ;  by  the  oxidation  of  glue,  oleic  acid, 
fats,  and  fusel  oil  (Lawkrow  and  Jazukowitscb. 
J.  1S64,  337  ;  Pierre  and  Pouchet,  Ann.  Chim. 
Phys.  [iv.]  29,  229).  Prepared  by  the  actioa 
of  alcoholic  potash  on  tsopropyl  cyanide;  and 
by  long  boiling  of  amyl  alcohol  with  sodium 
methoxide  (Guerbet,  Compt.  rend.  128,  612). 
Colourless  oily  liquid,  smelling  like  valerian  root 
and  putrid  cheese ;  b.p.  173-7°  (Kahlbaum, 
Ber.  1883,  2480),  sp.gr.  0-931  at  20°.  Soluble 
in  23-6  parts  of  water  at  20°.  The  valeric 
acid  of  pharmacy  is  prepared  from  valerian 
root  or  from  amyl  alcohol.  The  ammonium 
and  zinc  valerates  are  also  used  in  medicijie. 

For  quantitative  estimation  of  t«ovaleric  acid 
in  the  presence  oi  acetic  acid,  v.  Chapman, 
Annalen,  1899,  114. 

Methyl  isovaleraie  boils  at  116-7°,  and 
Ethyl  JBOvalerate  at  134-3°. 

•agAmyl  isoval^rate   C5Hi,0(CjH,0) ;     b.p, 


194° ;    dissolved  in  spirits  of  wine  is  used  in 
confectionery  as  essence  of  apples. 

3.  a-Methylbutyric  acid  CH,-CH(C,Hj)COOH 
is  found  in  the  oil  of  Archangelica  officinalis 
(Hoffm.)  (Qamician  and  Silber,  Ber.  1896, 1815), 
and  may  be  obtained  by  heating  methyl  crotonio 
acid  (tiglic  acid)  with  hydriomc  acid  (Schmidt 
and  Berendes,  Annalen,  191,  117) ;  by  the 
action  of  sodium  amalgam  on  bromomethyl  ethyl 
acetic  acid  in  a  sulphuric  acid  solution  (Pagen- 
stecher,  ibid.  195,  109) ;  and  by  heating  methyl 
ethyl  malonic  acid  (Conrad  and  Bischofi,  ibid, 
204,  151).  On  oxidising  optically  active  amyl 
alcohol,  a  mixture  of  Movaleric  and  a-methyl- 
butyric  acids  is  obtained  which  can  be 
separated  by  converting  them- into  their  silver 
salts,  silver  isovalerate  being  six  times  less 
soluble  in  water  than  silver  o-methylbutyrate 
(Erlenmeyer  and  Hell,  Annalen,  160,  301 ; 
Conrad  and  Bischoff,  ibid.  204,  157).  A  colour- 
less somewhat  mobile  liquid ;  b.p.  173°-174°, 
sp.gr.  0-938  at  20°/20°  (Schutz  and  Marokwald, 
Ber.  1896,  26). 

4.  aa-Dimethylpropionic  acid  (CH,)3C-C00H. 
Obtained  by  heating  tiimethyl  acetonitrile  with 
strong  hydrochloric  acid  (Butlerow,  Annalen, 
170,  151 ;  173,  355)  ;  or  by  the  oxidation  of 
pinacolin  (Butlerow,  I.e. ;  Friedel  and  Silva, 
Ber.  6, 146,  and  816).  Crystallises  in  the  regular 
system;  m.p.  34°-35°,  b.p.  163°  (Sudborough 
and  Lloyd,  Chem.  Soc.  Trans.  1899,  475),  sp.sr. 
0-905  at  50°  ;  soluble  in  45  parts  of  water  at  20  . 

VALERYDIN,  VALIDOL,  VALISAN,  VALYL, 

V.  SyNTHBTIO  DB0QS. 

VALINE  was  the  name  given  by  Fischer 
(Ber.  1906,  29,  2320)  to  a-aminoisovaleric  acid 
CHMe,-CH(NHj)COOH.  It  was  isolated'  first 
by  Gorup-Besanez  (Annalen,  1856,  98,  1)  from 
the  pancreas  of  the  ox,  and  occurs  in  the  young 
seedlings  of  Lupinus  luleus  (L.),  Lupinus  albus 
(L.),  Lupinus  angustifolius  (L.),  Vicia  sativa  (L.), 
the  etiolated  seedlings  containing  more  than 
the  green  plants  (Schulze  and  Barbieri,  J.  pr. 
Chem.  1883,  [i.]  27,  337 ;  Schulze  and  Winter- 
stein,  Zeitsch.  physiol.  Chem.  1902,  35,  308; 
Schulze,  ibid,  1894,  20,  306;  1896,  22,  423; 
Schulze  and  Castoro,  ibid,  1903,  38,  199; 
Wassilieff,  Landw.  Versuchsstat.  1901,  55,  45 ; 
Schulze,  Zeitsch.  physiol.  Chem.  1893,  17,  193 ; 
Henozzi,  Ber.  1888,  21,  619) ;  it  has  been  found 
also  in  Emmenthaler  cheese  (Winterstein, 
Zeitsch.  physiol.  Chem.  1904,  41,  500).  Valine 
is  one  of  the  products  of  hydrolysis  of  a  large 
number  of  proteins,  such  as  horn,  keratin, 
edestin,  etc.,  and  occurs  together  with  leucine 
and  proline  in  the  fraction  of  esters,  b.p.  60°- 
90°/10  mm. ;  it  is  formed  during  the  process  of 
autolysis  of  the  pancreas  and  liver,  and  in  peptic 
and  tryptic  digestion  (Fischer  and  Dorpinghaus, 
ibid,  1902,  36,  462 ;  Abderhalden  and  Voitino- 
vici,  ibid.  1907,  62,  348 ;  Levene  and  van  Slyke, 
J.  Biol.  Chem.  1909,  6,  419 ;  Levene,  Zeitsch. 
physiol.  Chem.  1904,  41,  393 ;  Lawrow,  ibid. 
1901,  33r  312).  The  valine  occurring  naturally 
is  the  dextrorotatory  form ;  the  racemic  form 
was  prepared  first  synthetically  by  Kttig  and 
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Clark  (Annalen,  1866,  139,  200)  by  the  action  of 
concentrated  ammonia  on  a-bromoisovaleric 
acid  at  100°;  and' later  by  lipp  {ibid.  1H60, 
205,  1)  by  hydrolysing  the  aminoisovaleionltiile 
obtained  by  the  condensation  of  Mobutaldehyde 
\nth  ammonia  and  hydrocyanic  acid.  It  is 
prepared  most  conveniently,  and  the  yield  is 
70  p.c.  of  the  theoretical,  by  SUmmer's  modifica- 
tion of  Kttig  and  Oark's  method  (Ber.  1902,  35, 
400) ;  500  grms.  of  o-bromoi«ovaleric  acid  with 
1500  gims.  of  aqueous  ammonia  saturated  at 
15°  and  500  grms.  of  powdered  ammonium 
carbonate  are  heated  in  an  autoclave  at  100° 
for  eight  hours ;  the  resulting  brownish  liquid 
is  filtered  and  evaporated  to  one-third  its  bulk, 
when  most  of  the  amino  acid'  orystaUises  out. 
The  rest  is  obtained  in  the  form  of  its  hydro- 
chloride by  acidifying  the  mother  Uquor  with 
hydrochloric  acid,  evaporating  to  dryness  and 
extracting  the  residue  with  80  p.cjalcohol. 

Racemic  valine  can  be  resolved  into  its 
optically  active  isomerides  by  the  fractional 
crystallisation  of  the  bruoine  salt  of  the  formyl 
derivative ;  the  brucine  salt  of  formyl-J-valine 
being  less  readily  soluble  in  methyl  alcohol  than 
is  the  corresponding  salt  of  formyl-d-valine : 
i- valine  and  Z- valine  are  obtained  by  hydrolysing 
with  hydrobromic  acid  the  corresponding  formyl 
derivatives  (Fischer,  Matsubara  and  Hilpert, 
Ber.  1906,  39,  2320). 

d,{-Vallne.  In  addition  to  the  synthetic 
methods  already  described  for  the  preparation 
of  ii,i-valine,  it  can  be  obtained  by  racemising 
the  active  acids  by  heating  them  with  barjfta 
water  at  180°  (Fischer,  Zeitsoh.  physiol.  Chem. 
1911,  33,  162). 

<i,Z- Valine  crystallises  in  colourless  plates 
from  alcohol,  has  a  sweet  taste,  and  melts  in  a 
closed  tube  at  298°  (oorr.)  with  decomposition  ; 
it  is  readily  soluble  in  water,  1  part  dissolving  in' 
11-7  parts  of  water  at  15°,  is  almost  insoluble  in 
cold  alcohol  or  ether,  sparingly  so  in  boiling 
alcohol  (Shmmer,  I.e.);  when  oxidised  by 
hydrogen  peroxide  it  yields  isobutaldehyde,  iso- 
butyric  acid  (part  of  which  is  further  oxidised  to 
acetone  and  carbon  dioxide),  ammonia  and 
carton  dioxide  ;  with  lead  peroxide  or  sodium 
hypochlorite  as  the  oxidising  agent,  tsobutalde- 
hyde  is  the  product  (Dakm,  J.  Biol.  Chem. 
1908,  4,  63;  Langheld,  Ber.  1909,  42,  2360). 
When  dZ-valine  undergoes  putrefactive  de- 
composition it  yields  isovaleric  acid  and  a  small 
quantity  of  butylamine ;  the  residual  amino- 
valeric  acid  is  laevorotatory  indicating  an 
asymmetric  attack  by  the  bacteria  fNeuberg  and 
Karozag,  Biochem.  Zeitsch.  1908,  18,  435). 

Salts  and  derivatives  of  d,l-VaIine.  The 
copper  salt  (CsHioQzNjjCu,  blue  crystals  soluble 
in  3644  parts  of  methyl  alcohol  at  20°,  or  in 
9230  parts  "of  96  p.c.  ethyl  alcohol  at  21°,  and 
sparingly  soluble  in  cold  water  (Ehrlioh  and 
Wendel,  Bioohem.  Zeitsch.  1908,  8,  399) ;  the 
silver  sal  CsHjoNOjAg  is  crystalline  and  in- 
soluble in  cpld  water ;  the  hydttcMoride 

C.H.iO.N.Ha, 
crystalline  plates,  readily  soluble  in  water  or  in 
alcohol,  insoluble  in  ether ;  the  nitrate 

C5H„0,N,HN0, 
is    a    readily    soluble    crystalline"    mass.     The 
ethyl    ester    CHMe2-CH(NHj)C0jEt     has     b.p. 
63-5°/8  mm.  or  174°  with  decomposition  undef 


atmospheric  pressure,  sp.gr.  0-9617  at  IS"/*  ; 
it  forms  a  sparingly  soluble  crystalline  picrate, 
m.p.  139-5°  (corr.),  and  a  soluble  hydrogen 
tartrate  which  on  crystallisation  sufEers  partial 
resolution  into  its  optically  active  isomerides 
(Shmmer,  I.e.).  Of  the  acyl  derivatives  of 
d,!- valine,  the  formyl  derivative 

CHMej-CH(COOH)NH-CHO 
obtained  by  heating  d,Z- valine  with  IJ  times  its 
weight  of  formic  acid  crystallises  in  large 
rhombic  plates  from  water,  sinters  at  137°  and 
melts  at  140°-145°  (corr.),  is  readily  soluble  in 
hot  water,  alcohol  or  acetone  (Fischer,  Ber.  1906, 
39,  2322} ;  the  benzoyl  derivative 

CHMe2-CH(C02H)NH-CO-C,H, 
crystallises  in  plates,  m.p.  132-5°  (corr.),  is 
readily  soluble  in  alcohol  or  ether,  sparingly  so 
in  water  (Slimmer,  I.e.);  the  phenylisocyanate 
derivative  CHMeg-CH(COsH)NH-CO-NHPh 
forms  colourless  plates,  soluble  in  130  parts  of 
hot  water,  m.p.  163-5°  (corr.)  with  decomposi- 
tion, is  readily  soluble  in  hot  alcohol,  sparingly 
so  in  ether,  and  is  converted  into  phenyliso- 

NH-CHPi^. 


propylhydantoin  CO: 


/' 


I 


by  boiling  with 


^NPh-CO 

hydrochloric  acid ;  this  compound  crystallises 
in  long  needles  from  ether,  m.p.  124°-125° 
(corr.),  and  is  sparingly  soluble  in  hot  water, 
readily  so  in  alcohol  or  ether  (Slimmer,  Z.c); 
the  carbamino  derivative 

CHMe,-CH(COjH)NH-CO-NH„ 
crystallises  in  needles,  m.p.  176°,  is  soluble  in 
213  parts  of  water  at  20°,  and  forms  crystalline 
barium,  mercury  and  silver  salts  (Lippich,  Bet. 
1908,  41,  2962) ;  the  picryl  derivative 

CHMej-CH(COjH)NH-C,Hj(NO,), 
forms  bright  yellow  needles,  sparingly  soluble  in 
cold  water,  and  has  m.p-  171"  (BBrayama, 
Zeitsoh.  physiol.  Chem.  1909,  69,  290).  d,l- 
Valinamide  CHMej-CH(NHj)CONH„  obtained 
by  the  action  of  liquid  ammonia  on  the  ester 
prolonged  over  a  period  of  three  mouths, 
crystallises  from  benzene  in  colourless  prisms, 
m.p.  78°-80°  (corr.),  and  yields  a  p-naphtfialene- 
svlphonic  derivative  CijHisOaNjS,  m.p.  256°- 
257°  (corr.),  a  earbethoxy  okrivative  CgHuOgNj, 
m.p.  143°-144°  (corr.)  (Konigs  and  Mylo,  Ber, 
1908,  41,  4427) ;  and  a  hydrochloride 

CHMej-CH(CO-NHj)NH,-Ha 
crystallising    in    the    monoclinic   system,   and 
forming  a  crystalline  platinochloride 
(C5H„ONj),2Pta„HjO 
(Lipp,  Annalen,  1880,  205,  1).    d,l-  Valine  anhy- 
dride CioHijOaNa,  obtained  by  heating  d,l--va,Une, 
or  by  heating  the  ethyl  ester  under  pressure  at 
180°-190°,  forms  long  colourless  needles, '  m.p. 
303°  (corr.)  (Fischer  and    Sohenkel,   Annalen, 
1907,  354,  1). 

(2-VaIine  is  most  conveniently  obtained  from 
the  two  to  three  weeks  old  etiolated  seedlings 
oiLupirius  liUeus and Lupinus  attus,  contamina- 
tion with  leucine,  which  is  very  difficult  to 
separate  from  valine,  can  be  obviated  by  re-  - 
moving  the  cotyledons  from  the  young  plants 
before  they  are  dried  (Schulze  and  Wiuterstein, 
Zeitsch.  physiol.  Chem.  1902,  35,  312).  d- 
Valine  is  prepared  from  the  syntietio  .com- 
pound by  the  fractional  crystallisation  ol.tha 
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braoine  jsalts  of  the  iormyl  derivative  (Fischer, 
Matsubara  and  Hilpert,  Ber.  1906,  29,  2320). 

d- Valine  crystalUses  in  colourlees,  shining  six- 
sided  plates.  It  melts  in  a  closed  capillary  tube 
at  315*  (oorr.) ;  when  heated  in  an  open  tube  it 
sublimes  and  decomposes  partially  with  forma- 
tion of  the  anhydride.  It  dissolves  in  11  parts 
of  water  at  16-6°.  The  taste  is  first  slightly 
sweet,  then  bitter  (Fischer,  Matsubara  and  Hil- 
pert,  I.e.).  The  natural  compound  obtained 
from  Lupinus  lutens  has  [tt]^+28-2°  in  20  p.c. 
hydrochloric  acid  (0'5  grm.  in  10  c.c.) ;  from 
Lupinus  alhus  [ot]^®+27-9  in  20  p.c.  hydrochloric 
acid  (0-5012  grm.  in  10  c.c.)  (Sohulze  and 
Winterstein,  Zeitsch.  physiol.  Chem.  1902,  35, 
299).  The  synthetic  compound  prepared  by 
hydrolysing  the  formyl  derivative  has  [a]!" 
-f-28-75  in  20  p.c.  hydrochloric  acid,  or  [a]^ 
-f6-i2  ia  aqueous  solution  (Fischer,  Matsu- 
bara and  Hilpert,  /.c.).' 

Salts  and  derivatives  of  d-valine.  The  copper 
salt  (CjHioOjNjjCu,  blue  orystaUine  plates, 
soluble  in  52  parts  of  methyl  alcohol  at  18°. 
The  hydrochloride  CsHjiOjN-HCil,  small  pris- 
matic crystals  readily  soluble  in  water  or  alcohol, 
the  platinichloride  is  also  readily  soluble  (Schulze 
and  Barbieri,  J.  pr.  Chem.  1883,  27,  337) ;  the 
picrolonate  has  m.p.  170°-180°,  and  [o]|°+23-4° 
(Leveneand  van  Slyke,  J.  Biol.  Chem.  1912,' 12, 
127). 

Formyl  d-valine 

CHMe2-CH(C02H)-NH-CHO 
obtained  by  the  resolution  of  dl-toimjl  valine 
through  the  brucine  salt,  forms  small  prisms, 
sinters  at  150°  and  melts  at  156°  (oorr.),  and  has 
[a]|0+12-8°  to  13-27°  in  alcoholic  solution; 
A-valine  phenylcarbimide 

CHMe2-GH(C0aH)NH-C0-NHPh, 
forms  small  microscopic  prisms,  m.p.  147°  (corr.) 
with  decomposition  (Fischer,  Matsubara  and 
Hilpert,  I.e.),  m.p.  154°  (Schulze  and  Winter- 
stein, Zeitsch.  physiol.  Chem.  1902,  35,  303), 
and  yields  the  A-phenylisopropylhydanioin 

Ci,H„0,N, 
on  treatment  with  Concentrated  hydrochloric 
acid.  This  forms  colourless  thin  prisms,  m.p. 
131°-133°  (corr.),  and  has  [o]^°— 97-5°  in  alco- 
holic solution  (Fischer,  Matsubara  and  Hilpert, 
l.c.) ;  m.p.  124°  (Sohulze  and  Winterstein,  I.e.) ; 
cJiloroacetyl-d-valine 

CH^a-CO-NH-CHPr^-COjH 
has  m.p.  113°-115°  (oorr.)  [a]20+15-8;  glycyl-A- 

vaUne  NHj-CH.-CO'NH-CHPr^-COjH  has  m.p. 
254°  (corr.),  [a]!"- 19-7°  in  aqueous,  —10-6°  in 
hydrochloric  acid  or  —6-9°  in  sodium  hydroxide 
solution ;  it  forms  a  crystalline  hydrochloride 
and  a  copper  salt.  The  hydrochloride  of  the 
methyl  ester  CgHnOsNj-HCl  is  converted  by 
methyl  alcohofio  ammonia  into  glyeyl-d-valin- 

anhydride    CHj<^^^^>CHPr^ ,    m.p.    266° 

(corr.),  [o]|'*+20-8°  in  glacial  acetic,  +32-7°  in 
aqueous  or  -f  41°  in  alcoholic  solution  ;  l-valyl-d- 
valine  CioHjoOaNa.liHjO  becomes  anhydrous 
at  96°/J2-15  mm.  over  phosphoric  oxide ;  has 


m.p.  308°  (corr.),  and  [o]!"- 70-6"  to  -74-  ;  the 
hydrochloride  of  the  methyl  ester  yields  on  treat- 
nient    with    methyl   aloohoho    ammonia     the 

trans-vidine-anhydride  CHPr^<C/-iQ.jTTT>CHPr^ 

prisms,  mj).  316°-318°  (oorr.),  which  is  optically 
inactive  (Fischer  and  Scheibler,  Annalen,  1908, 
363,  136). 

2-VaIine  is  obtained  by  the  resolution  of  the 
racemio  formyl  derivative  through  the  brucine 
salt  (Fischer,  Matsubara  and  Hilpert,  I.e.);  by 
the  action  of  ammonia  on  d-o-broniotsovalerid 
aoid  (Fischer  and  Scheibler,  Ber.  1908,  41,  2891) ; 
and  by  the  selective  action  of  yeast  on  dJ- valine 
(EhrUch,  Biochem.  Zeitsch.  1906,  1,  8;  1908, 
8,  438). 

i- Valine  is  soluble  in  17-1  parts  of  water  at 
25°,  possesses  a  markedly  sweet  taste,  and  has 
[o]!"— 606°  in  6-24  p.c.  aqueous  solution; 
—29-04°  in  20  p.c.  hydrochloric  acid  solution 
(Fischer,  Matsubara  and  Hilpert,  I.e.).  A 
specimen  obtained  from  yeast  had  [a]^— 27-62° 
in  a  4-61  p.c.  solution  of  20  p.c.  hydrochloric  acid. 

l-Formylvaline  CHMej-CH(C02H)-NH-CH0 
crystallises  in  small  prisms,  sinters  at  150°  and 
melts  at  156°  (corr.);  it  has  [o]!"- 12-93°  to 
13-07°  in  altSoholic  solution,  or  +16-9°  in 
aqueous  solution ;  l-valine  phenylisocyanate 
CijHijOjNa  has  m.p.  147°  (corr.)  decomp.,  and 
[a]|°— 19-02°  in  absolute  aloohoUc  solution,  and 
yields  \-phenyl\sopropylhydantoin  CjjHuOjNj  on 
treatment  with  hydrochloric  acid.  It  has  m.p. 
131°-133°  (corr.)  and  [o]|<'+97-22°  in  absolute 
alcoholic  solution.  M.  A.  W. 

VALONIA  {Valonie,  'Ft.;  Valonea,  Acker- 
doppen,  Orientalische  Knoppeni,  Ger.).  Atl  im- 
portant tanning  material.  Is  the  acorn  cJup  of 
certain  species  of  oak,  usuaEy  Qwercus  Aegilops 
(Idnn.),  and  probably  Q.  macrolepsis,  Q.  graeca, 
Q.  Ungeri,  and  Q.  eoccifera  (Linn.).  The  former 
is  most  prolific  in  the  highlands  of  Morea, 
Roumelia,  Greek  Archipelago,  Asia  Minor,  and 
Palestine,  whereas  the  Q.  macrolepsis  forms 
great  forests  in  Greece.  These  acorn  cups  have 
a  diameter  up  to  about  IJ  ins.,  and  in  good 
condition  possess  a  bright  colour. 

The  fruit  ripens  in  Asia  Minor  about  July  or 
August,  and  the  trees  are  then  shaken,  and  the 
material  left  on  the  ground  to  dry  ;  this  is  subsei 
quently  collected  into  heaps,  and  allowed  to 
ferment  for  some  weeks,  until  the  acorn  con- 
tracts and  falls  from  the  cup.  The  acorn, 
which  contains  but  little  tannin,  is  employed  for 
feeding  purposes. 

In  Greece  distinct  qualities  of  valonia  are 
known,  the  best  {ehamada)  collected  about 
April  before  the  fruit  is  ripe,  a  second  (rhdbdistb) 
in  September  or  October,  and  a  third  little  used- 
inferior  variety  (eharcala). 

Smyrna  valonia  may  contain  40  p.c,  Greek 
19-30,  and  Candia  valonia  41  p.d.  Of  tannin 
matter,  which  consists  of  a  mixture  of  a  gallo- 
tannin  and  an  ellagitannin.  Valonia  is,  indeed, 
an  excellent  source  for  the  preparation  of  ellagio 
acid,  because  it  so  readily  yields  a  product 
easy  to  purify.  Extract  of  valonia  frequently 
undergoes  fermentation  with  deposition  of-  ellagie 
acid,  and  to  avoid  thia  the  employment  of 
antiseptics  is  to  be  recommended. 
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Valonia  is  especially  Buited  for  the  manu- 
facture of  Bole  leather,  and  together  with 
gambier  and  other  materials  for  dressing 
leather,  but  is  little  employed  for  dyeing 
purposes  (c/.  Procter,  Principles  of  Leather 
Manufacture,  259).  A.  6.  P. 

VANADINITE.  A  mineral  consisting  of  lead 
chloro-vanadate  (PbCl)Pb4(V0j),  crystEillised  in 
the  hexagonal  system  and  isomorphous  with 
apatite  and  pyromorphite  (qg.v.).  'the  formula 
requires  19-4  p.c.  VjOj,  but  this  is  often  partly 
replaced  by  phosphoric  and  arsenic  oxides ; 
and  the  variety  endXichite  forms  a  passage  to  the 
species  mimetite  (lead  chloro-arsenate).  The 
mineral  forms  small  hexagonal  prisms  usually 
terminated  simply  by  the  basal  plane ;  at 
times  the  crystals  are  curved  and  barrel-shaped. 
Globular,  warty,  and  cauliflower-like  masses  also 
occur.  The  colour  is  usually  yellowish  or 
brownish,  but  crystals  from  Arizona  are  bright 
scarlet.  Sp.gr.  6-6-7"2.  When  touched  with  a 
drop  of  nitric  acid  a  yellow  coating  of  vanadic 
oxide  is  formed  on  the  crystals ;  this  affords 
an  easy  test  for  recognising  the  mineral. 

Vanadinite  is  a  mineral  of  secondary  origin 
in  the  upper  portions  of  lodes  of  lead  ore,  and  it 
sometimes  occurs  in  association  with  gold.  It 
was  formerly  found  in  some  quantity  at  Wan- 
lockhead  in  Dumfriesshire  and  near  Klagenfurt 
in  Carinthia  ;  and  now  abundantly  in  several  of 
the  mining  districts  of  Arizona  and  New  Mexico. 
Recently,  it  has  been  met  with  at  Broken  Hill 
in  North- Western  Rhodesia.  Important  locali- 
ties in  Arizona  are  the  Red  Cloud  mine  in 
Yuma  Co.,  the  Mammoth  gold  mine  in  Pinal 
Co.,  the  Globe  district  in  Gila  Co.,  and  in  Pima 
Co.  and  Yavapai  Co.,  &c.  In  New  Mexico  at 
the  Sierra  de  los  Caballos  near  Lake  Valley  in 
Sierra  Co.,  Magdalena  in  Socorro  Co.,  George- 
town in  Grant  Co.,  &c. 

In  New  Mexico  and  Arizona  the  mineral  is 
mined  as  a  source  of  vanadium.  The  concen- 
trate containing  the  vanadinite,  together  with 
descloizite,  is-  treated  in  lead-hned  vats  with 
dilute  sulphuric  acid  heated  by  steam,  and  the 
vanadium  so  obtained  in  solution  as  sulphate, 
the  lead  remaining  in  the  insoluble  residue.  The 
solution  is  decanted  and  evaporated,  and  the 


vanadium  salt  ignited  to  give  vanadic  oxide. 

The  bulk  of  this  product  appears  to  be  used  in  J  (PbCu)3(VO4)„2PbCu(H0r)2, 

the    manufacture   of    vanadium-steel,    and   to    "  .       .        — 

a   limited  extent   abo   as  a  pigment.     Other 

minerals  that  have  been  worked  for  vanadium 

are  camotite,  descloizite,  patronite,  and  roscoe- 

lite  (qq.v.).  L.  J.  S. 

VANADIUM.  Sym.  V.  At.wt.  61-0.  This 
element  was  discovered  by  Del  Rio  (Gilbert's 
Ann.  1801,  71,  7)  in  a  lead  ore,  vanadinite,  from 
Zimapan  in  Mexico ;  the  discovery  was  con- 
firmed by  Sefstrom  (Pogg.  Ann.  1830,  21,  48), 
and  by  Wohler  and  Berzelius  (ibid.  1831,  22, 
1 ;  c/.  CoUet-Desootils,  Ann.  Chim.  Phys.  1806, 
[i.]  53,  260).  Upon  the  work  of  Berzelius  was 
based  the  view  that  vanadium  was  allied  to 
chromium  and  molybdenum  and,  like  them, 
yielded  an  acidic  trioxide,  and  this  idea  was 
current  till  Roscoe,  in  1867,  showed  that  the 
substance  believed  to  be  the  metal  in  earlier 
investigations  had  been  either  an  oxide  or  a 
nitride,  and  that  the  compounds  of  vanadium 
in  general  showed  that  the  elements  belonged  to 
the  phosphorus  group. 


Ueeumnu.  Minerals  containing  »  largo 
proportion  of  vanadium  are  rare,  but  the  metal 
is  very  widely  distributed  in  small^  quantities. 
Vanadium  occurs  as  vanadio  acid  in  vanadine 
with  the  native  copper  of  Lake  Superior,  and  in 
(daite.  (Nenadkevitsch,  BuU.  Acad.  Soi.  St.  Petcrs- 
bourg,  1909,  185) ;  as  lead  vanadate,  with  lead 
chloride,  in  vanadinite  ;  as  lead  pyrovanadate  as 
descloizite;  as  hydrated  vanadate  of  lead  and 
copper  in  mottramite  and  psittacinite ;  as  vanadate 
of  copper  in  iuranite  (Nenadkevitsch,  I.e.) ;  as- 
lead  vanadate  containing  zinc  and  manganese 
in  dechenite,  aroxene,  and  euaynchite  ;  as  vanadate 
of  lead  and  arsenic  in  enMichite ;  as  bismuth 
vanadate  in  pvcherite ;  as  the  basic  oxide  V,0) 
in  the  vanadium  muscovite  roscoelite  (Hille- 
brand.  Turner  and  Clarke,  Amer.  J.  Sci.  1899, 
[iv.]  7, 451) ;  as  vanadate  of  copper,  barium,  and 
calcium  in  volborthite ;  and  as  vanadium  sulphide 
VjSj  with  sulphur,  in  patronite  (Hillebrand, 
ibid.  1907,  [iv.]  24,  141 ;  Hewett,  Eng.  &  Min. 
J.  1906,  82,  385;  Trans.  Amer.  Inst.  Min. 
Eng.  1910,  40). 

Vanadium  is  present  in  magnetites  and  in 
most  other  iron  ores  (Pope,  Chem.  Soc.  Abstr. 
1900,  ii.  409),  and  becomes  concentrated  in  the 
residues  from  their  treatment,  especially  by  the 
Thomas-Gilchrist  process.  It  is  said  to  be 
difiused,  with  titanium,  through  all  primitive 
granite  rocks  (Dieulafait ;  Hillebrand,  Amer.  J, 
Sci.  1898,  6,  209  ;  7, 294),  and  has  been  found  by 
Deville  in  bauxite,  rvtHe,  and  many  other 
minerak,  and  by  Bechi  and  others  in  the  ashes 
of  plants  and  in  argillaceous  limestones,  schists, 
and  sands.  Jorissen  has  found  vanadium  in 
the  coal  of  Liege  (Bull.  Accad.  Roy.  Belg.  1905, 
178).  Scacchi  has  observed  its  presence  in 
incrustations  on  the  Vesuvian  lava  of  1631,  and 
Donath  has  found  as  much  as  0-16  p.c.  of 
vanadio  acid  in  a  sample  of  commercial  caustic 
soda  (Dingl.  poly.  J.  240,  318).  It  occurs  inthe 
sun  and  has  been  found  in  stony  meteorites 
(Hasselberg,  Vetensk.  Akad.  Svenska.  1899,  56, 
131). 

Extraction. — Ammonium  metavanadate  was 
formerly  prepared  on  a  commercial  scale  by  the 
Magnesium  Metal  Co.  at  Fatricroft  near  Man- 
chester. 

The  mineral  employed  was  mottramite 
3"(HO)2,  which  occurs  in 
the  copper-bearing  Keuper  beds  at  Alderley 
Edge  and  Mottram  St.  Andrew's,  in  Cheshire, 
as  a  film  on  the  grains  of  standstone.  The 
sand  is  digested  in  concentrated  hydrochloric 
acid,  and  the  acid  liquid  is  withdjra.wn.  The 
solution,  with  the  washings  of  the  residue,  is 
concentrated  and  evaporated  with  an  excess 
of  ammonium  chloride,  forming  ammonium 
metavanadate,  which,  being  insoluble  in  a  con- 
centrated solution  of  ammonium  chloride,  is 
precipitated.  After  being  freed  from  copper  and 
iron  by  repeated  crystallisation,  it  is  gently 
roasted  in  a  porcelain  vessel,  with  production  of  ' 
vanadium  pentoxide.  This  is  suspended  in 
water  and  subjected  to  a  current  of  ammonia 
gas,  with  formation  of  ammonium  metavanadate, 
the  solution  being  separated  from  the  silica, 
phosphates,  &c.,  which  are  not  affected  by  am- 
monia, crystallised  imtil  free  from  phosphates, 
and  gently  ignited  to  produce  pure  variadium 
pentoxide  {v.  Roscoe,  Phil.  Trans.  1867,  158,  1). 
The  greater  part  of  the  vanadium  of  commerce 


VANADIUM. 


6on 


Is  now  extracted  from  the  vanadinite  of  Spain, 
Chile,  and  the  Argentine.  The  mineral  is  fused 
with  potassium  nitrate,  alone  or  mixed  with 
eodium  carbonate,  the  mass  ia  lixiviated,  and 
the  solution  acidified,  or,  better,  evaporated 
with  ammonium  chloride  in  order  to  precipitate 
alumina  and  silica.  From  the  clear  solution 
barium  chloride  and  ammonia  precipitate  the 
barium  salts  of  vanadic,  chromic,  and  molybdic 
acids,  &c.,  and  on  treating  the  product  with 
sulphuric  acid,  followed  by  ammonia  and 
water,  the  vanadium  goes  into  solution  as 
ammonium  metavanadate,  which  is  finally 
precipitated  by  the  addition  of  ammonium 
chloride.  Vanadic  acid  may  also  be  separated 
from  mixtures  of  sodium  vanadate  and  silicate  by 
the  addition  of  more  vanadic  acid.  This  precipi- 
tates the  silica  and  leaves  only  fairly  pure  sodium 
vanadate  in  solution  (Herrenschmidt,  Compt. 
rend.  1904,  139,  862). 

According  to  Witz  and  Osmond  (Bull.  Soc. 
chim.  1882,  [ii.l  38, 49  ;  Compt.  rend.  95,  42),  the 
slags  produced  while  working  the  Thomas-Gil- 
christ process  at  the  Creuaot  ironworks  contain 
nearly  l'5p.o.  of  vanadium,  the  quantity  of  that 
metal  thus  concentrated  amounting  to  60,000 
kilos  (nearly  59  tons)  annually.  They  recom- 
mend the  following  process  for  the  separation  : 

1  kilo  of  the  roughly  broken  slag  is  treated  with 
a  quantity  of  hydrochloric  acid  insufficient  to 
attack  the  whole  (about  1  litre  of  acid  of  21°- 
22°Be.)  without  stirring,  3  litres  of  water  being 
added,  and  the  whole  remaining  at  rest  for 

2  days.  The' solution,  having  a  sp.gr.  of  about 
27°B6.  at  36°,  is  decanted  and  diluted  to  15°B6., 
and  the  silica  is  removed.  The  solution  contains 
the  vanadium  in  the  hypovanadic  condition,  and 
may  be  used  at  once  for  the  production  of  aniline 
black.  K  it  is  desired  to  produce  hypovana- 
dic phosphate,  the  solution  is  nearly  neutralised 
and  about  250  c.c.  of  saturated  ammonium 
acetate  solution  is  added.  The  bluish-grey 
precipitate  produced,  containing  phosphates  of 
iron,  aluminium,  and  vanadium,  is  re-dissolved 
and  again  treated  with  ammonium  acetate,  the 
precipitate  containing  about  20  p.o.  of  vanadium. 

If  the  slag  contains  less  than  1-5  p.o.  of  vana- 
dium, the  hydrochloric  acid  solution  is  neutral- 
ised by  the  addition  of  a  further  quantity  of 
finely-powdered  slag.  The  solution  becomes 
colourless,  and  a  greyish  granular  precipitate 
separates,  containing  the  whole  of  the  vanadium 
and  smaller  proportions  of  the  other  less  soluble 
phosphates.  The  precipitate  is  re-dissolved  and 
re-precipitated  as  before.  For  the  preparation  of 
ammonium  metavanadate,  the  phosphatic  pre- 
cipitate is  roasted  at  incipient  redness,  and  the 
oohreous-yellow  mass  of  impure  pentoxide  is 
dissolved  Tiath  the  aid  of  ammonia,  boiled  until 
colourless  and  filtered,  the  ammonium  metavana- 
date being  precipitated  by  the  addition  of  excess 
of  ammonium  chloride.  From  4  kilos,  of  slag  con- 
taining 1'5  p.c.  of  vanadium,  about  250  grms. 
of  ammonium  metavanadate  may  be  produced. 
It  is  a  colourless  transparent  salt,  or  white 
powder,  difficultly  soluble  in  water,  insoluble  in 
a  concentrated  solution  of  ammonium  chloride 
and  in  ether.  It  was  formerly  used,  in  conjunc- 
tion with  sodium  chlorate,  as  an  oxygen-carrier 
in  the  formation  of  the  finest  aniline  black,  only 
an  extremely  small  quantity  of  the  salt  being 
required  for  a  large  amount  of  aniline. 
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Spater  attempted  (1896)  to  employ  the  ash 
of  an  anthracite  from  Yauli  (Psi'u)  Qpntaining 
28  p.o.  of  vanadium,  but  was  unsuccessful. 

From  minerals  in  which  it  occurs  with 
uranium,  vanadium  may  be  extracted  by  fusing 
with  potassium  hydrogen  sulphate,  lixiviating  the 
mass  and  concentrating  the  solution  thus  ob- 
tained. The  solution  is  reduced  with  *inc  and 
the  vanadium  precipitated  with  ammonia  and 
ammonium  carbonate  (Gin,  Elektrochem.  Zeit. 
1906,  13,  119). 

Haynes  states  (Mines  and  Minerals,  1909,  30, 
139)  that  vanadium  is  extracted  from  camotite, 
in  West  Colorado,  by  dissolving  out  the  uranium 
and  vanadium  with  hot  sodium  carbonate 
solution,  precipitating  the  uranium  with  caustio 
soda,  and  throwing  down  the  vanadium  from 
the  mother  liquor  as  calcium  vanadate. 

Fleck  and  Haldane  recommend  that  the 
crushed  ore  be  treated  with  15-20  p.o.  sulphuric 
acid,  the  acid  liquid  neutralised  by  the  addition 
of  fresh  ore,  and  the  clear  solution  fractionally 
precipitated  with  limestone,  whereby  a  complex 
mixture,  rich  in  vanadium,  is  obtained,  from 
which  the  element  may  be  extracted  by  any 
ordinary  method  (U.  S.  Pat.  880752). 

Preparation  of  metallic  vanadium,  Boscoe 
has  given  two  methods  for  the  preparation  of 
the  metal :  (a)  the  reduction  of  vanadium 
nitride  in  hydrogen,  which  never  gives  a  pure 
product ;  and  (6)  the  reduction  of  anhydrous, 
oxygen-free  vanadium  dichloride  in  dry  hydro- 
gen. For  a  long  time  the  latter  method  was  the 
only  one  known  by  which  the  pure  metal  could 
be  obtained  (v.  Boscoe  and  Schorlemmer, 
Treatise  on  Chemistry),  but  it  can  also  be  pre- 
pared by  the  reduction  of  vanadium  pentoxide 
with  '  mischtnetall,'  a  mixture  of  alkaline  earth 
metals  extracted  from  the  residues  from  the 
manufacture  of  thoria  (Weiss  and  Aichel, 
Annalen,  1904,  337,  380).  The  mixture  of 
mischmetall  and  pentoxide  is  placed  in  a  mag- 
nesia crucible  and  fired  ;  the  heat  of  reaction  is 
sufficient  to  melt  the  reduced  metal,  which  is 
afterwards  found  as  a  compact  mass  in  the 
crucible  (Muthmann,  Weiss  and  Riedelbauch, 
ibid.  1907,  355,  58).    , 

It  was  formerly  supposed  that  Goldschmidt's 
aluminium  reduction  method  would  not  give 
pure  vanadium  from  the  pentoxide  (Koppel  and 
Kaufmann,  Zeitsch.  anorg.  Chem.  1905,  45, 
352),  but  under  certain  conditions  Vogel  and 
Tammann .  have,  by  this  method,  obtained  a 
regulus  containing  99  p.c.  vanadium,  with  a 
little  silicon  and  aluminium  {ibid.  1909,  64, 
225). 

Reduction  of  the  oxide  with  metallic  calcium, 
according  to  Muthmann's  method,  gives  a 
product  containing  only  91-93  p.c.  of  vanadium. 
A  purer  regulus  is  obtained  by  reducing  with  a 
mixture  of  calcium  and  aluminium  (Prandtl  and 
Bleyer,  ibid.  1909,  64,  217). 

Vanadium  produced  by  the  reduction  of  the 
pentoxide  in  the  electric  furnace  contains 
10-25  p.c.  of  carbon  and  consists  chiefly  of 
vanadium  carbide.  A  product  containing- less 
carbon  can  be  obtained  by  conducting  the  opera- 
tion in  an  atmosphere  of  hydrogen  (Moissan, 
Compt.  rend.  116,  1225 ;  122,  1297  ;  Zeitsch. 
anorg.  Chem.  14,  174). 

The  pure  metal  can  also  be  obtained  by  *.ha 
electrolysis  of  a  solution  of  sodium  vanadate  in 
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hydroojilorio  acid,  using  carton  electrodes  and 
a  current  density  of  0-018-0-020  amp.  per"  sq. 
cm.,  and  maintaining  the  temperature  about 
80°  (Cowper-Coles,  Eng.  and  Min.  J.  67,  744; 
von  Bolton,  Zeitsoh.  Elekfcroohem.  1905,  11,  45). 

Properties. — Pure  vanadium  is  a  silver-white 
metal,  similar  in  appearance  to  cast  iron,  and 
crystallises  in  hexagonal  rhombohedra,  like  the 
other  elements  of  its  group.  Its  hardness  is 
7-5  on  Mohr's  scale,  and  it  is  as  brittle  as  glass. 
It  has  sp.gr.  6-025  at  15715°  (sp.gr.  5-5  at 
15°/15°,  Eoscoe),  and  its  specific  heat  is  0-124 
(Matignon  and  Monnet,  Compt.  rend.  134,  542  ; 
Muthmann,  Weiss  and  Riedelbauch,  I.e.),  which, 
assuming  the  atomic  heat  to  be  6-4*  confirms  the 
atomic  weight  of  51. 

The  melting-point  is  ve|ry  high,  but  the  data 
given  by  various  investigators  are  not  in 
agreement.  Wemei:  von  Bolton,  using  the 
photometric  method  of  Lummer,  found  it  to  be 
1680°.  Vogel  and  Tammann  give  it  as  1750°, 
±30°  (Zeitsch.  anorg.  Chem.  1908,  68,  73). 

It  is  stable  in  moist  or  dry  air  at  ordinary 
temperatures,  and  a  polished  surface  retains  its 
lustre  for  weeks.  It  is  unacted  upon  by  bromine 
water,  aqueous  alkali  solutions,  hydrochloric 
acid,  or  cold  sulphuric  acid.  It  is  dissolved  by 
hydrofluoric  acid  or  hot  sulphuric  acid  forming 
green  solutions,  and  is  attacked  by  nitric  acid  or 
aqua-regia.  Molten  potash  or  saltpetre  rapidly 
dissolve  the  metal  with  formation  of  an  alkali 
vanadate.  Metallic  vanadium  reduces  solutiona 
of  mercuric  chloride  and  bromide,  cupric 
chloride  and  bromide,  and  ferric  chloride  to  the 
lower  haloid  salts,  and  it  precipitates  the  metal 
from  solutions  of  auric  chloride,  silver  nitrate, 
platinic  chloride,  iridium  tetrachloride,  &c. 

Alloys  of  vanadium  can  be  prepared  in  the 
electric  furnace  by  the  reduction  of  the  pentoxido 
in  presence  of  a  second  metal  or  its  oxide 
(Moissan,  Compt.  rend.  1896,  122,  1297).  The 
chief  industrial  use  of  vanadium  is  in  the  pre- 
paration of  special  steels,  which  are  largely 
used  for  motor-car  work ;  it  is  introduced  into 
the  molten  steel  as  ferro-vanadium,  an  alloy 
prepared  by  electric-furnace  methods.  The 
adcfition  of  0-I-0-25  p.c.  of  vanadium  to 
chromium,  manganese,  or  other  open-hearth  or 
crucible  steels  greatly  increases  the  elastic  limit 
and  the  ultimate  tensile  stress  without  reducing 
the  ductility  (J.  Kent  Smith,  J.  Soc.  CJhem.  Ind. 
1906,  291  ^  c/,  Auchy,  J.  Ind.  and  Eng.  Chem. 
1909,  1,  455). 

Ck>lloidal  solutions  of  vanadium  have  been 
prepared  by  Svedberg  (Ber.  1906,  39,  1712). 

Oxides  of  Vanabitjm. 
There  are  five  oxides  of  vanadium,  analogous 
to  the  oxides  of  nitrogen — 
Vanadium  suboxide,  VjO ; 

„         monoxide,  hypovanadious  oxide, 

V,0, ; 
n         sesquioxide  or  trioxide,  V2O3  ; 
M         dioxide,  hypovanadio  oxide, 

V,0,(VO,) ; 

„         pentoxide,  vanadic.  anhydride,  V2O5 

The  first  three  of  these  act  as  basic  oxides, 

forming  salts  with  acids ;   the  last  two  behave 

both   as   weak   basic   oxides   and   acid-forming 

oxides. 

-    Vanadium  suboxide  Vfi  is  obtained  as  a 
brown  powder  by  the  exposure  of  finely  divided 


metallic  vanadium  to  the  air.     No  salts  of  thiis 
oxide  have  been  prepared. 

Vanadium  monoxide  VjOj  or  VO  (vanadyl)  is 
obtained  as  a  lustrous  grey  solid  by  reducing  the 
higher  oxides  with  metallic  potassium,  or  by 
passing  the  vapour  of  vanadyl  trichloride  with 
hydrogen  over  red-hot  carbon.  It  has  sp.gr. 
3-64,  is  brittle  and  conducts  electricity.  At  a 
red  heat  it  bums  in  air  to  form  the  trioxide,  and 
it  combines  directly  with  chlorine  to  form  the 
oxytrichloride.  This  oxide  was  supposed  by 
Berzelius  to  be  the  metal. 

Vanadium  monoxide  dissolves  in  acids  to 
form  the  corresponding  salts,  which  have  a 
violet  colour  and  act  as  powerful  reducing 
agents.  The  solution  in  hydrochloric  acid  has 
been  suggested  as  a  reagent  for  the  removal  of 
arsenic  60m  hydrochloric  acid  gas  in  the  process 
of  manufacture,  the  arsenic  being  reduced  to 
the  free  state  and  remaining  suspended  in  the 
liquid  (D.  R.  P.  164355). 

Vanadium  trioxide  VjOj,  obtained  by  reduc- 
ing the  pentoxide  with  hydrogen  or  carbon  at  a 
red  heat,  is  a  black  powder  of  sp.gr.  4-7.  In 
air  it  oxidises,  slowly  at  the  ordinary  tempera- 
ture, quickly  when  heated,  forming  the  dioxide 
VjO,.     It  is  insoluble  in  most  acids. 

Vanadium  dioxide  VjOj  or  VOj  is  prepared 
by  the  oxidation  of  the  trioxide  or  by  the 
partial  reduction  of  the  pentoxide.  It  is  a  steel- 
coloured  powder  composed  of  dark  indigo- 
coloured  crystals.  It  .dissolves  in  acids  to 
form  solutions  of  vanadyl  salts  of  a  bright  blue 
colour,  and  in  alkalis  to  form  vanadites  {v.i.). 
A  hydrate,  Yfi^,TE20,  or  V202(OH)4,5H20,  is 
obtained  as  a  greyish- white  precipitate  by  adding 
sodium  carbonate  to  a  solution  of  a  vanadyl 
salt.  At  ,100°  it  loses  4  molecules  of  water, 
forming  VjO^.SHjO. 

Hypovanadio  acid  {vanadioiis  acid)  HjVjO, 
has  been  prepared  by  boiling  a  solution  of  the 
dioxide  VOj,  in  aqueous  sulphurous  acid.  It  is 
a  pink  crystalline  powder  (Gain,  Compt.  rend. 
1906,  143,  823;  see  also  ibid.  1154>,  and  can 
exist  in  a  green  isomeric  form  (Gain,  ibid.  1907, 
146,  403;  Ann.  Chim.  Phys.  1908,  [viii.]  14, 
224). 

The  salts  in  which  VO^  is  the  acidic  oxide  arc 
derived  from  the  partial  anhydrides  HjVjOj  and 
HjVjOo. 

Potassium  and  sodium  vanadites 

K2V40g,4HjO  and  NajVjOj,4HjO 
are  prepared  by  adding  excess  of  caustic  alkali 
to  a  solution  of  vanadyl  sulphate  or  chloride 
(t).  Koppel  and  Goldmann,  Zeitsoh.  anorg.  Chem. 
1903,  36,  281).  They  form  reddish-brown 
crystalline  scales  and  dissolve  in  water  to  dark- 
brown  solutions. 

Vanadium  pentoxide  VjOj  is  the  final  product 
of  most  commercial  processes  for  the  extraction 
of  vanadium  from  its  ores.  The  pure  oxide  is, 
best  prepared  by  decomposing  vanadyl  trichloride 
with  water  and  fusing  the  product,  or  by  the 
decomposition  of  ammonium  metavanadate  by 
heat  (Matignon,  Chem.  Zeit.  1905,  29,  986; 
see  also  Beard,  Ann.  Chim.  anal.  1905,  10,  41). 

Vanadium  pentoxide  forms  large  ^hombic 
prisms,  of  a  fine  ruby-red  colour  by  transmitted 
light,  of  sp.gr.  3-35,  soluble  in  about  1000  parts 
of  water  with  formation  of  a  yellowish,  tasteless 
solution  which  reddens  litmus.  At  658°  (Car- 
nelley)   it  fuses,   forming  a   red   liquid,   which 
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reorystallisea  in  needles,  with  incandescence,  on 
cuoling. 

When  piepaied  by  igniting  ammonium 
metavanadate,  treating  the  residue  with  nitric 
acid  and  drying  at  a  gentle  heat,  it  is  a  yellow, 
hygroscopic  powder  which  forms  hydrates  with 
1,  2,  and  8  molecules  of  water,/and  is  solubte  in 
water  to  the  extent  of  8  parts  in  1000.  When 
the  oxide  is  heated  at  440°,  or  fused,  two  different 
sparingly  soluble  modifications  are  formed 
(Ditte,  Compt.  rend.  1885,  101,  698). 

Vanadium  pentoxide  is  reduced  to  VjOj  by 
the  action  of  SOj,  or  by  evaporation  with  hydro- 
chloric acid ;  to  VjO,  by  hydriodic  acid,  by 
magnesium  and  hydrochloric  acid,  or  by  hydro- 
gen in  the  dry  way ;  to  V^Oj  by  zinc  and  hydro- 
chloric acid  (Glasmann,  Ber.  1906,  38,  600; 
Chapman,  Analyst,  1907,  32,  250). 

The  pentoxide  was  formerly  used  in  the 
preparation  of  aniline  black,  and  it  acts  as  a 
carrier  of  oxygen  in  many  reactions,  e.g.  the 
electrolytic  oxidation  of  organic  compounds  in 
acid  solution  (Meister,  Lucius  and  Bruning, 
D.  R.  P.  172654),  and  the  oxidation  of  sugar 
to  oxalic  acid  or  of  stannous  to  stannic  chloride 
(Ludwig,  Moeser  and  Lindenbaum,  J.  pr.  Chem. 
1907,  [ii.]  75,  146 ;  X>.  R.  P.  183022). 

TM  Vanadic  Acids  and  their  Salts. 

Orlhovanadic  acid  H3VO4  has  not  been  pre- 
pared. 

Metavanadic  acid  HVOj  may  be  obtained 
by  boiling  copper  metavanadate  with  aqueous 
sulphurous  acid.  A  mixture  of  bro  wn  and  y  ello  w 
crystals  is  first  produced,  the  former  being  re- 
dissolved  on  continued  boiling  with  excess  of 
sulphurous  acid.  The  remaining  yellow  crystals 
consist  of  metavanadic  acid.  The  acid  may 
also  be  prepared  by  addition  of  a  solution  of 
ammonium  metavanadate  to  one  of  copper 
sulphate  containing  excess  of  ammonium 
chloride,  until  a  permanent  precipitate  is  pro- 
duced, and  heating  for  a  few  hours  at  75°.  The 
whole  of  the  vanadium  is  slowly  precipitated, 
the  colour  being  finer  when  precipitation  is  slow 
(Gerland,  Ber.  1876,  9,  874).  Metavanadic  acid 
forms  brilliant  golden  or  orange-coloured  scales, 
which  are  used  as  a  pigment  in  place  of  gold 
bronze  under  the  name  '  vanadium  bronze.' 

Pyrovanadic  acid  HjVjO,,  prepared  by  the 
action  of  nitric  acid  on  an  acid  vanadate,  is  a 
brown  precipitate  which  when  air-dried  has  the 
above  composition  (von  Hauer,  v.i.). 

Hexavanadic  acid  HjVjOi,,  formed  when  a 
solution  of  pervanadic  acid  is  aUowed  to  stand, 
is  known  only  in  solution  (Diillberg,  Zeitsch. 
physikal.  C!hem.  1903,  45,  170). 

The  following  sodium  vanadates  are  known, 
and  may  be  taken  as  typical  of  the  vanadates 


Sodium  metavanadate,  NaVO, ; 

„      orthovanadate,  NajVOj ; 

„      pyro vanadate,  NajVjO,; 
»  „      tetra vanadate,  NajHVjOi,; 

„  hexavanadate,  Na^HjVaOi, 
(v.  also  von  Hauer,  J.  pr.  Chem.  1856,  [i.j  69, 385  ; 
1859, 76,  156  and  929  ;  1860, 80,  324;  Camelley, 
Chem.  Soo.  Trans.  1873,  323).  In  solution  the 
metavanadates  are  most  stable,  and  the  ortho- 
vanadates  least  stable,  the  pijTovanadates  being 
intermediate.    This  is  the  reverse  of  the  order 


of  stability  of  the  phosphates.  At  high  tempera- 
tures orthovanadates  are  the  most  stable  salts, 
being  produced,  e.g.,  by  fusing  alkali  carbonates 
with  vanadium  pentoxide.  The  alkali  pyro- 
vanadates,  prepared  by  fusing  the  pentoxide 
with  excess  of  alkali  carbonate  and  crystallising 
from  water,  are  soluble,  whilst  the  pyrovanadatea 
of  heavy  metals  are  mostly  insoluble. 

The  alkali  metavanadates  are  obtained  by 
boiling  a  solution  of  alkali  carbonate  with  the 
pentoxide,  and  are  colourless  salts  which  give 
yellowish-red  anhydro-salts  on  treatment  with 
acid.  The  metavanadates  of  heavier  metals  are 
usually  yellow.  Pure  silver  metavanadate  is 
precipitated  on  addition  of  silver  nitrate  to  a 
neutral  solution  of  an  alkali  vanadate  (Browning 
and  Palmer,  Amer.  J.  Sci.  1910,  30,  220). 

A  test  which  distinguishes  between  ortho- 
and  meta-  vanadates  depends  on  the  colour  of 
the  copper  salts  of  the  acids  which  are  blue-green 
and  light  yellow  respectively. 

A  series  of  double  stannates  and  vanadates 
of  sodium  has  been  described  by  Prandtl  and 
Rosenthal  (Ber.  1907,  40,  2125). 

Ammonium  metavanadate  NHiVOs  is  the 
most  important  salt  of  vanadic  acid.  It  may 
be  prepared  by  dissolving  vanadium  pentoxide 
in  excess  of  aqueous  ammonia  and  then,  by 
evaporation  or  by  adding  alcohol  or  excess  of 
ammonium  chloride,  it  is  thrown  out  of  solution 
as  a  white  crystalline  powder. 

A  '  vanadium  ink '  is  produced  by  the 
addition  of  gallic  acid  to  a  mixture  of  neutral 
ammonium  metavanadate  and  gum  water.  This 
ink  is  not  destroyed  by  acids,  alkalis,  or  chlorine, 
but  does  not  appear  to  be  permanent.  Soerensen 
(J.  Soc.  Chem.  Ind.  1, 185)  recommends  the  use  of 
a  solution  of  1  lb.  neutral  ammonium  metavana- 
date in  10  gals,  of  water  for  producing  a  peVma- 
nent  black  dye  on  leather  which  baa  been 
tanned  with  nut  galls. 

Pervanadic  acid  HVOj,  prepared  by  adding 
finely  powdered  vanadium  pentoxide  to  a  solution 
of  hydrogen  peroxide  acidified  with  sulphuric  acid, 
forms  yellow  crystals  soluble  in  water,  giving  a 
deep-red  solution  (Werther,  J.  pr.  Chem.  1861, 
83,  196 ;  Pissarjewsky,  Zeitsch.  physikal. 
Chem.  1903,  43,  173).  The  potassium  salt 
KVO4  forms  a  yellow  microcrystaUine  precipitate 
{see  also  Melikoff  and  Pissarjewsky,  Zeitsch. 
anorg,  Chem.  1899,  19,  405 ;  Pissarjewsky,  ibid. 
1903,  32,  341 ;  Melikoff  and  Kasanezky,  ibid. 
1901,  28,  242 ;  Melikoff  and  Jelhchaninoff,  Ber. 
1909,  42,  2291). 

Vanadieelenious  acid  3V205'4SeOj,4H20  and 
its  salts  have  been  described  by  Prandtl  (Ber. 
1905,  38,  1305). 

Salts  ov  Vanadium. 

Vanadium  trifluoiide  .VF3,3H20  crystaEisea 
in  dark-green  octahedra  from  a  solution  of  the 
trioxide  in  hydrofluoric  acid.  Addition  of 
potassium  fluoride  precipitates  the  double 
potassium  salt  2KP-VF3,H20  as  a  bright  green 
crystalline  powder. 

Vanadium  oxydifluoride  VOF^,  from  the 
dioxide  arid  hydrofluoric  acid,  forms  blue 
prismatic  crystals  (hydrated). 

The  pentoxide  also  dissolves  in  hydrofluoric 
acid,  but  no  other  fluoride  has  been  isolated. 
Numerous  double  fluorides  have  been  described 
{see  Petersen,  J.  pr.  Chem   1889,  [ii.]  40,  193, 
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871 ;  Picoini  and  Giorgis,  Guzz.  chim.  ital.  1888, 
18,  186 ;  Baker,  ibid.  1878,  388 ;  Costachesou, 
Ann.  Soi.  Univ.  Jassy,  1910,  6,  117). 

Vanadium  tetrachloride  YCl,  is  formed  by  the 
action  of  excess  of  chlorine  on  the  metal  or 
the  mononitride.  It  is  prepared  by  passing 
the  vapour  of  vanadyl  trichloride  with  chlorine 
over  red-hot  sugar  charcoal,  or  by  the  action  of 
chlorine  on  the  impure  metal  obtained  by  Gold- 
schmidt's  method  (Koppel;  Goldmann  and 
Kaufmann,  Zeitsch.  anorg.  Chem.  1905,  45,  345). 
■  and  is  separated  from  admixed  oxychloride  by 
fractional  distillation. 

It  is  a  deep  brown-red,  viscous  liquid  which 
fumes  in  air.  It  boils  at  154°,  and  when  heated 
or  exposed  to  light  loses  chlorine,  forming  the 
trichloride  («.»'.).  It  has  sp.gr.  1-8584  at  0°, 
and  V.D.  6-69  at  205°.  Water  decomposes  it 
with  formation  of  a  blue  solution  of  vanadyl 
chloride. 

The  peviacMoride  does  not  appear  to  exist. 

Vanadium  trichloride  VClj  is  obtained  by  the 
decomposition  of  the  tetrachloride,  by  passing 
the  vapour  of  the  tetrachloride  with  hydrogen 
through  a  red-hot  tube,  or  by  heating  the 
trisulphide  in  chlorine  (Halberstadt,  Ber.  1882, 
15,  1619).  It  is  most  easily  prepared  by  passing 
first  the  vapour  of  carbon  disulphide  and  then 
dry  chlorine  over  heated  vanadium  pentbxide. 

The  trichloride  thus  obtained  forms  beautiful 
purple  tabular  crystals,  resembling  chromium 
trichloride.  Heated  in  air,  it  decomposes 
yielding  the  pentoxide.  When  ignited  in 
hydrogen  it  does  not  volatilise,  but  is  reduced 
to  the  di  chloride.  It  has  sp.gr.  3-0,  and  is 
extremely  hygroscopic. 

The  hydrated  salt  VCIg.BHjO  is  obtained  by 
evaporating  in  vacud  a  solution  of  the  trioxide 
in  hydrochloric  acid  (Locke  and  Edwards, 
Amer.  Chem.  J.  1898,  20,  594),  or  by  reducing 
eleotrolytioally  a  solution  of  the  pentoxide  in 
hydrochloric  acid  and  saturating  the  resulting 
solution  with  hydrogen  chloride  (Picoini  and 
Brizzi,  Zeitsch.  anorg.  Chem.  1899,  19,  394).  It 
is  a  green  crystalline  powder,  and  when  heated 
begins  to  decompose  before  all  the  water  has 
been  driven  off. 

Vanadium  dichloride  VClj  is  prepared  by 
reducing  the  trichloride,  by  heating  to  redness 
a  mixture  of  the  tetrachloride  and  hydrdgen,  or 
by  heating  the  silicide  VSij  in  chlorine  (Moissan 
and  Holt,  Compt.  rend.  1902,  135,  78). 

It  forms  deliquescent,  apple-green  hexagonal 
plates  having  a  micaceous  lustre  ;  it  dissolves 
in  water  to  form  a  solution  which  bleaches 
strongly,  and  is  a  more  powerful  reducing  agent 
even  than  chromous  chloride  (Piccini  and 
Marino,  Zeitsch.  anorg.  Chem.  1902,  32,  68). 

When  the  solid  is  heated  in  hydrogen  the 
pure  metal  is  obtained  (Roscoe). 

Vanadyl  trichloride  VOClj  {vanadium  oxy- 
irichloride)  is  prepared  (1)  by  the  action  of 
chlorine  on  the  trioxide,  some  pentoxide  being 
formed  according  to  the  equation 

3V,03+6Cl,=4VOCl3+V20, ; 
(2)  by  heating  a  mixture  of  the  pentoxide  and 
carbon  in  a  current  of  chlorine  ;  (3)  by  pass- 
ing dry  hydrogen  chloride  over  a  mixture  of 
vanadium  and  phosphorus  pentoxides  at  06° 
(Ephraim,  Zeitsch.  anorg.  Chem.  1903,  35,  66). 

The  product  is  usually  dark-coloured  from 
the  presence  of  the  tetrachloride,  and  is  test 


purified  by  distillation  over  metallic  sodium  li. 
an  atmosphere  of  carbon  dioxide. 

A  solution  in  acetic  acid  may  be  obtained  by 
the  action  of  dry  hydtogen  chloride  on  a  solution 
of  the  pentoxide  in  glacial  acetic  acid  (Koppel 
and  Kaufmann,  ibid.  1905,  45,  352). 

Pure  vanadyl  trichloride  is  a  lemon-yellow 
mobile  liquid;  b.p.  127-°2,  sp.gr.  1-86534  at 
(}°/4:°  (Thorpe).  In  contact  with  moist  air 
it  evolves  dense  red  fumes.  Water  decom- 
poses it  vrith  formation  of  vanadic  and  hydro- 
chloric acids,  and  with  a  large  quantity  of 
water  it  yields  a  yellow  solution  {see  Agafonoff, 
J.  Russ.  Phys.  Chem.  Soc.  1903,  35,  649). 
Heated  in  a  current  of  ammonia  it  yields  tho 
mononitride.  At  70°  it  combines  with  ether 
yielding  the  compound  VCl3(OC2H5)5,  crystal- 
lising in  red  needles  (Bedson,  Chem.  Soc.  Trans., 
1876,  i.  309),  and  it  forms  a  compound  with 
pyridine. 

Vanadium  may  be  quantitatively  volatilised 
as  the  trichloride  by  heating  its  compounds  in  a 
current  of  carbon  tetrachloride  vapour  ( Jannasch 
and  Harwood,  J.  pr.  Chem.  1909,  [ii.]  80,  127). 

Vanadyl  dichloride  VOCla,  crystallising  in 
deliquescent  green  tablets,  is  formed  when  the 
oxytrichloride  is  heated  vrith  zinc  at  400°, 
or  with  hydrogen  at  a  red  heat.  The 
latter  method  of  reduction  yields  vanadyl 
monochloride  VOCl,  a  flocoulent  brown  powder, 
insoluble  in  water,  and  divanadyl  monoMoride 
V2O2CI,  a  yellow  crystalline  powder.  Double 
compounds  of  VOCI2,  vrith  the  hydrochlorides 
of  pyridine  and  quinoline,  have  been  described 
(Koppel,  Goldmann  and  Kaufmann,  Zeitsch. 
anorg.  Chem.  1906,  45,  345). 

Divanadyl  tetrachloride  VjOjCIijSHjO  is 
obtained  as  a  brown,  amorphous  deliquescent 
mass  by  the  evaporation  of  a  solution  of  the 
pentoxide  in  hot  concentrated  hydrochloric  acid. 
It  dissolves  in  water  to  a  blue  solution  which 
is  turned  brown  by  hydrochloric  acid  or  alcohol, 
possibly  owing  to  the  formation  of  different 
hydrates  (Crow,  Chem.  Soc.  Trans.  1876,  ii. 
453). 

Another  oxychloride  Vj03Cl2,4H20  is  ob- 
tained by  similar  methods  as  a  dark-green 
deliquescent  solid  (Ditte,  Compt.  rend.  1886, 
102,  1310). 

Vanadium  tribromide  VBr,  is  prepared 
by  the  action  of  dry  bromine  on  the  metal 
or  on  the  mononitride,  or  a  mixture  of  the 
trioxide  and  carbon  at  a  red  heat.  It  is  a 
deliquescent  solid  which  is  very  unstable  and 
loses  bromine  even  at  the  ordinary  temperature. 

The  hydrated  bromide  VBr3,6H20  is  pre- 
pared in  a  similar  manner  to  the  corresponding 
chloride  {(/.v.). 

Vanadyl  tribromide  VOBra,  prepared  by 
passing  bromine  vapour  over  the  heated  tri- 
oxide, is  a  dark-red  liquid,  sp.gr.  2-967  at  0°, 
b.p.  130°  under  100  mm.  Heated  to  180°  it 
suddenly  decomposes  into  free  bromine  and 
vanadyl  dibromide  VOBrj,  a  brownish-yellow 
powder. 

Vanadium  triiodide  (hydrated)  VIj.SHjO  is 
preparedinthe  same  manner  as  the  corresponding 
bromide  and  iodide. 

Divanadyl  tetriodide  V202lj,8HjO  is  obtained 
as  a  dark-coloured  deliquescent  solid  by  the 
action  of  hydriodio  acid  on  vanadium  pentoside^ 
(Ditte.  Compt.  rend.  1886,  102,  1310). 
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Vanadium  monosulphlde  VS,  obtained  by 
heating  the  sesquiaulphide  in  hydrogen,  is  a 
brown  powder  soluble  in  nitric  acid. 

Vanadium  sesqulsulphide  (vanadium  trisul- 
phide)  VjS,  is  prepared  by  heating  the  trioxide 
in  a  current  of  hydrogen  sulphide  or  the  pefttoxide 
in  the  vapour  of  carbon  disulphide.  It  is  a 
greenish-black,  powder  (see  Kay,  Chem.  Soo. 
Trans.  1880,  728). 

Vanadium  pentasulphide  VoSg  is  obtained  as 
a  black  powder  by  heating  the  trisulphide  with 
sulphur.  This  sulphide  is  acidic  and  gives  rise 
to  a  series  of  ihiovanadates,  which  are  best  pre- 
pared by  passing  hydrogen  sulphide  into  cooled 
solutions  of  the  corresponding  vanadates. 

Vanadyl  sulphite  eVOa-lSOj.gHjO  is  ob- 
tained as  a  dark  blue  crystalline  powder  by 
reducing  barium  vanadate  with  sulphur  dioxide. 
Gain  has  described  a  sulphite  iVOj-SSOj.lOHjO, 
crystallising  in  silky  blue  needles  (Compt.  rend. 
1906.  143,  823  ;  see  also  ibid.  1907,  lU,  1157). 

Vanadious  sulphate  VS04,7H20  is  best  pre- 
pared by  acting  with  sulphur  dioxide  on  a  sus- 
pension of  vanadium  pentoxide  in  sulphuric 
acid  and  then  reducing  the  solution  electrolyti- 
cally.  On  evaporation  in  vaciid  the  salt  is 
obtained  in  reddish- violet  monoclinio  crystals 
which  appear  to  be  isomorphous  with  ferrous 
sulphate.  The  solution  of  the  salt  is  a  powerful 
reducing  agent  and  bleaches  strongly. 

Vanadious  sulphate  forms  a  series  of  double 
salts  with  the  alkali  sulphates  {see  Piooini, 
Zeitsch.  anorg.  Chem.  1899,  19,  204;  Piccini 
and  Marino,  ibid.  1902,  32,  65 ;  Marino,  ibid. 
1906,  50,  49  ;  Kutter,  ibid.  1907,  52,  368  ;  and 
Zeitsch.  Elektrochem.  1906,  12,  230). 

Vanadium  sesquisulphate  V2(SOt)3,  prepared 
by  reducing  a  solution  of  vanadium  pentoxide 
in  sulphuric  acid  with  magnesium,  or  by  the 
electrolytic  reduction  of  vanadyl  sulphate,  forms 
a  green  solution  from  which  green  crystals  of 
the  acid  salt  V2(SOi)s,HjS04,12H20  separate 
out.  By  dissolving  this  salt  in  water,  adding 
sulphuric  acid  and  heating  at  180°  in  a  current 
ot  carbon  dioxide,  the  sesquisulphate  separates 
out  as  a  yellow  crystalline  powder,  insoluble 
in  water  (Stabler  and  Wirthwein,  Ber.  1905,  38, 
3978). 

Several  vanadium  alums  have  been  pre- 
pared. 

Vanadyl  sulphate  V202(SO,)2  is  prepared  [a) 
in  the  insoluble  form  by  dissolving  the  dioxide 
VOj  in  sulphuric  acid  and  heating  the  solution 
at  260°  (Gerland,  Ber.  1877,  10,  2109 ;  Koppel 
and  Behrendt,  Zeitsch.  anorg.  Chem.  1903,  35, 
154) ;  (6)  in  the  soluble  form  by  heating  the 
insoluble  form  with  water  at  130°,  or  by  dis- 
solving the  dioxide  in  sulphuric  acid,  evaporat- 
ing, and  treating  the  residue  with  alcohol. 
Both  forms  are  blue,  and  by  crystallisation  of 
the  soluble  form  under  difEerent  conditions 
hydrates  with  13,  10,  7,  4,  3,  and  2  molecules 
of  water  are  obtained. 

Strongly  acid  solutions  deposit  the  acid 
sulphate  (V202)H2(S04)3,  or3'stallising  with  5 
molecules  of  water.  When  heated  it  gradually 
loses  water,  yielding  various  lower  hydrates, 
and,  finally,  at  190°,  the  anhydrous  sali 

2VOj-3SO„ 

which    forms     microscopic     green     tetragonal 
crystals,,  sparingly  soluble  in  water  (Koppel  and 


Behrendt,  I.e. ; .  Gain,  Compt.  rend.  1906,  143, 
1154). 

Divanadyl  tibulpbate  (VO)2(S04)3  is  obtained 
in  ruby-red  ootahedra  by  boiling  the  pentoxide 
with  excess  of  sulphuric  acid  (see  Ditto,  ibid. 
1886,  102,  757).  Other  basic  salts,  e.g. 
(V02)0(SO,)2  and  VO(OH)SOi  have  been 
described  (see  Gerland,  Ber.  1878,  11,  98). 

Vanadium  mononitride  VN  may  be  obtained 
by  the  direct  union  of  its  elements  or  by  heating 
ammonium  metavanadate  or  the  pentoxide  to 
whiteness  in  a  current  of  ammonia.  It  is  a 
brown  powder,  oxidised  to  the  blue  oxide  when 
heated  in  air. 

Vanadium  dinitride  VN,  is  a  black  powder 
obtained  by  the  action  of  ammonia  on  vanadyl 
trichloride. 

Many  phosphovanadic  and  arsenovariadic 
acids  are  known,  giving  rise  to  numerous  deriva- 
tives (see  Ditte,  Compt.  rend.  1886,  102,  757  ; 
Gibbs,\Amer.  Chem.  J.  1886,  7,  118,  209  ;  Fried- 
heim,  Ber.  1890,  23,  1530,  2600  ;  Gain,  Compt. 
rend.  1907,  144,  1271 ;  Mawrow,  Zeitsch.  anorg. 
Chem.  1907,  55,  147).  Blum  has  described  a 
series  of  phosphovanadic  molybdates  (J.  Amer. 
Chem.  Soc.  1908,  30,  1858). 

Vanadium  carbide  VC,  obtained  by  heating 
the  pentoxide  with  carbon  in  the  electric 
furnace,  forms  hard  crystals  of  sp.gr.  5'36. 

Vanadium  sillcides.  Two  silioides  are  known  : 
VjSi,  sp.gr.  6-48 ;  and  VSij,  sp.gr.  4-42.  Both 
are  obtained  in  the  electric  furnace  from  the 
oxide  and  silicon.  They  are  hard,  crystalline 
substances,  having  a  metallic  lustre  (Moissan 
and  Holt,  Compt.  rend.  1902,  135,  78,  493). 

A  vanadium  aluminium  silicide  VjAl2Sii3 
has  been  described  by  Manchot  and  Fischer 
(Annalen,  1907,  357,  129). 

Detection  and  estimation  of  vanadium. 
Vanadium  may  be  detected  qualitatively  by  the 
behaviour  of  its  compounds  on  oxidation  and 
reduction,  yellow  or  red  solutions  of  vanadates 
yielding  blue  solutions  of  vanadyl  salts  on 
reduction  with  zinc  and  acid.  Addition  of 
ammonium  chloride  to  a  solution  of  a  vanadate 
precipitates  white  ammonium  metavanadate. 
The  most  delicate  test  known  for  vanadium 
consists  in  adding  hydrogen  peroxide  and  ether 
to  a  solution  of  a  vanadate  acidified  with  sul- 
phuric acid  ;  a  yellow  or  red  colour  is  produced 
in  the  aqueous  layer  (G.  Werther,  J.  pr.  Chem. 
1863,  p.]  88,  195;  Campagne,  Chem.  Zentr. 
1904,  [ii.]  1167).  Vanadium  may  also  be  detected 
spectroscopioally  (see  Purvis,  Trans.  Camb. 
Phil.  Soc.  1906,  20,  193  ;  Pollok,  Sci.  Proc.  Boy. 
Dubl.  Soc.  1909,  11,  331). 

Vanadium  is  usually  estimated  volumetrioally 
by  oxidation  methods  after  other  reducible 
metals  have  been  eliminated.    See  art.  Analysis, 

VANADIUM  INK  v.  Vanadium. 

VANADIUM  MICA  v.  Uosooelitk. 

VANILLA  is  the  dried  fermented  pod  of 
certain  orchids,  indigenous  to  Mexico,  but  also 
found  in  Java,  Reunion,  the  Seychelles,  Brazil, 
Peru,  on  the  banlss  of  the  Orinico,  Parahyba 
and  other  rivers  of  South  America. 

The  chief  cultivated  variety  is  V.  planifolia 
(Andr.),  which  is  grown  on  a  considerable  scale  in 
Mexico,  E6union,  Mauritius,  the  Seychelles,  and 
in  Java.  The  long  fleshy  stem  of  the  plant  clings 
by  its  aerial  rootlets  to  trees,  and  bears  a 
greenish- white  flower.    The  fruit  is  a  pulpy  pod. 


614 


VANILLA. 


about  6-12  ins.  long  and  half  an  inch  .thick. 
In  Mexico  the  plant  is  cultivated  by  planting 
cuttings  at  the  feet  of  tiees  left  in  a  clearing  of 
the  forest ;  these  root  in  a  few  weeks  and  bear 
in  the  third  year.  In  Reunion  and  in  the 
Seychelles  the  plant's  are  trained  on  trellis- work 
supported  by  trees,  and  are  fertilised  by  hand. 
Care  has  to  be  taken  to  gather  the  pods  at  the 
proper  time  of  maturity,  as  if  over-ripe  they  split 
in  drying,  and  if  under-ripe  they  are  deficient  in 
flavour. 

The  fruit  is  usually  gathered  in  the  late 
autumn  when  full  grown,  but  just  before  it 
ripens. 

The  curing  of  the  fruits  consists  essentially 
of  a  slow  process  of  drying  in  warm  air,  using 
either  artificial  or  solar  heat,  but  the  details 
vary  in  different  countries ;  thus  in  Mexico  the 
gathered  pods  are  allowed  to  lie  in  heaps  until 
they  begin  to  shrivel,  after  which  they  are 
heated,  either  by  exposure  to  the  sun  or  in 
ovens,  when  they  gradually  acquire  a  dark- 
brown  colour.  In  Reunion  the  pods  are  im- 
mersed in  boiling  water  for  a  few  seconds,  and 
then  exposed  to  the  sun  for  a  few  weeks  in 
woollen  cloths  until  they  acquire  the  proper 
brown  colour.  As  they  become  dry,  they  dis- 
charge a  viscid  liquid  from  the  upper  end,  and 
are  pressed  from  time  to  time  to  promote  its 
flow.  They  are  usually  packed  for  the  market 
in  small  bundles  of  fifty  or  one  hundred  in 
each. 

It  has  also  been  suggested  to  use  calcium 
chloride  in  the  drying  of  the  beans  (J.  Soc.  Chem. 
Ind.  1898,  180). 

For  literature  on  the  culture  and  curing  of 
the  vanilla  beans,  v.  ibid.  1893,  707 ;  ibid. 
1896,  670 ;  ibid.  1900,  847 ;  ibid.  1901,  1048 ; 
ibid.  1906,  1117;  ibid.  1909,  1002;  Fr.  Pat. 
367285,  1906. 

Those  who  habitually  handle  vanilla  beans 
are  often  subjected  to  a  cutaneous  affection  in 
the  form  of  an  eruption  on  the  hands,  face,  or 
nock,  which  causes  intense  irritation  ;  this  is 
probably  due  to  the  oily  juice  which  exudes 
from  the  beans.  To  avoid  the  affection,  good 
ventilation  of  the  factories  and  thorough  wash- 
ing of  the  han,ds  are  recommended  (Claverie, 
J.  Soc.  Chem.  Ind.  1908,  1082). 

Commercial  vanilla  beans  are  almost  black, 
15—20  cm.  long  and  6-9  mm.  thick.  They  are  of 
a  flattened  cylindrical  shape,  tapering  towards 
each  end,  wrinkled  and  flexible.  The  best 
varieties,  chiefly  the  Mexican,  are  the  largest; 
they  are  very  dark,  glossy,  and  frost  or  giijTR 
(i.e.  become  covered  with  white  crystals)  very 
quickly.  The  inferior  varieties  are  shorter, 
lighter  in  colour,  and  do  not  frost  much. 

Vanillons  are  the  cured  fruits  of  uncultivated 
vanilla  plants ;  they  are  usually  of  poor  quality. 
The  unripe  beans  are  said  to  contain  coniferin 
and  two  enzymes,  one  of  which  converts  coniferin 
into  coniferyl  alcohol  and  glucose,  and  the  other 
oxidises  the  former  to  vanillin  (Lecomte,  Compt. 
rend.  1901,  133,  746)., 

Best  Mexican  vanilla  beans  contain  1-69- 
1-86  p.c.  vanillin,  Bourbon  1-91-2-90,  Java  2-75, 
German  East  African  2-16,  Ceylon  1-48,  Tahiti 
1-55-2 -02,  but  the  flavour  of  vanilla  does  not 
depend  merely  on  the  quantity  of  vanillin  it 
contains  (Busse,  Zeitsch  Nahr  Genuesm.  1899, 
2,  519). 


In  addition  to  yaniUin,  the  beans  also  con- 
tam  vanillic  acid,  C,H3(0H){0CHs)C0jH,  reams, 
fat,  sugar,  and  4-5  p.c.  ash  (Winton  and  Silver- 
man, J.  Soc.  Chem.  Ind.  1902,  1300 ;  U.S.  Pat. 
931805  ;  ibid.  1909,  1062  ;  Gautier  and  Kling, 
Ann.  Falsif.  1910,  3,  200).  Anisyl  alcohol  and 
anisaldehyde  have  also  been  detected  (Walbaum, 
Chem.  Zentr.  1909,  u.  2181). 

When  the  green  vanilla  pods  are  exposed  to 
ultra  violet  rays,  they  emit  a  smell  of  vanillin, 
the  process  being  accelerated  by  a  rise  in  tem- 
perature and  by  previous  immersion  in  dilute 
manganous  chloride  (Pougnet,  Compt.  rend. 
1911,  152,  1184). 

Tincture  or  essence  of  vanilla  is  formed  by 
extracting  the  ground  or  cut  up  vanilla  (10  parts) 
with  a  mixture  of  alcohol  and  water,  and  mixing 
the  extract  with  20  parts  of  refined  sugar,  the 
whole -being  made  up  to  100  parts. 

The  chief  adulterant  in  vanilla  extracts  is 
coumarin,  either  artificial  or  from  tor^ka  beans  : 
good  imitation  extracts  may  be  obtained  from  3 
parts  of  vanilla,  and  1  part  of  tonka  beans,  but 
most  commercial  imitations  contain  no  vanilla, 
and  are  made  up  of  artificial  vanilla  and  coumarin 
and  extract  of  tonka  beans,  the  whole  being 
coloured  with  caramel  (Winton  and  Silverman, 
I.e.).  In  the  preparation  of  inferior  extracts 
weak  alcohol  and  alkali  are  employed;  these 
can  be  distinguished  from  good  extracts  by 
shaking  a  few  c.c.  with  3  volumes  of  water, 
when,  u  no  alkali  has  been  employed,  a  flocculent 
red  precipitate  will  be  formed.  With  hydro- 
chloric acid  a  good  extract  should  give  only  a 
slight  turbidity  (Hess,  J.  Amer.  Chem.  Soc. 
1899,  21,  719). 

Vanilla  in  the  form  of  its  tincture,  is  em- 
ployed for  flavouring  chocolate  and  confectionery. 
It  is  also  largely  used  in  the  manufacture  of 
liqueurs  and  perfumes. 

VANILLIN  (Methoxyprotooatechuio  aldehyde 
C,Hs(0H)(CH0)(00H3)[l  :  3  :  4])  is  contained 
in  vanilla  beans  (t>.  Vanilla)  ;  in  Habenaria  nigra 
(R.  Br.)  (Lippmann,  Ber.  1894, 27, 3409) ;  in  dahha 
tubers  (ibid.  1906,  39,  4147) ;  in  the  woody  parts 
of  plants  (ibid.  1904,  37,  4521)  j  in  the  fruit  and 
roots  of  Avena  sativa  [L.]  (Rawton,  Compt.  rend. 
1897,  125,  797).  It  also  occurs  in  many  other 
plants,  in  resins,  balsams,  and  other  substances 
(Campani  and  Grimaldi,  Bull.  Soc.  chim.  1890, 
[iii.]  3,  458;  Weld,  Tollens  and  Lindsey,  Ber. 
1890,  23,  2990;  Thomas,  Arch.  Pharm".  1899, 
237,  271  ;  Knitl,  ibid.  256 ;  ItalUe,  ibid.  1901, 
239,  506).  Vanillin  may  be  obtained  from 
vanilla  pods  by  disintegrating  the  latter  with 
sand  and  extracting  with  ether  or  a  mixture  of 
ether  and  alcohol  (Tiemann  and  Haarmann, 
Ber.  1876,  9,  1287). 

Vanillin  may  be  obtained  artificially  by 
oxidising  coniferin  or  coniferyl  alcohol  with 
chronlic  acid  ;  by  oxidising  eugenol  or,  better, 
woeugenol  with  air  (Fr.  Pat.  316526,  1902; 
Eng.  Pat.  4909,  1902 ;  J.  Soc.  Chem.  Ind.  1902, 
722  ;  ibid.  1903,  439) ;  with  ozone  or  ozonised 
air  (Trillat,  Compt.  rend.  1901,  133,  822 ;  BuU. 
Soc.  chim.  1903,  29,  45;  Fr.  Pats.  326775, 
421784,  1909;  U.S.  Pat.  829300,  1906;  J. 
Soc.  Chem.  Ind.  1903,  819) ;  with-  peroxideg 
(Eng.  Pats.  11952,  1894;  14928,  1896;  J.  Soc. 
Chem.  Ind.  1895,  506;  ibid.  1897,  633);  or 
eleotrolytieally  (Eng.  Pats.  1624,  1895;  ibid, 
1896,  49,  292). 
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A  95  p.c.  yield  and  a  much  purer  product  is 
said  to  be  obtained  by  oxidising  eugenol,  iso- 
eugeuol,  coniferin,  or  ooniferyl  alcohol,  simul- 
taneously with  air  and  ultra  violet  rays  at  50°- 
00°  (D.  R.  P.  224071 ;  J.  Soo.  Chem.  Ind.  1910, 
1036). 

Vanillin  may  also  be  prepared  by  dissolving 
li'2  kilos,  protocatechuio  aldehyde  in  concen- 
trated sodium  carbonate  solution,  and  mixing 
it  with  12-6  kilos,  of  dimethyl  sulphate.  The 
whole  is  heated  on  the  water-bath,  acidified, 
and  extracted  with  ether.  The  latter  is  evapo- 
rated, and  the  vanillin  extracted  from  the  residue 
with  chloroform  (J.  Soc.  Chem.  Ind.  1902,  274 ; 
see  also  ibid.  1897,  633  ;   ibid.  1894,  1218  ;   ibid. 

1895,  1061). 

Pure  vanillin  may  be  synthesised  by  the 
following  method,  the  yield  being  70-80  p.c.  of 
the  theoretical :  1  grm.  molecule  of  a  methyl  or 
ethyl  ester  of  mesoxaUo  acid  or  of  any  ayS- 
diketonic  acid  (or  of  the  free  acid),  is  added  to 
a  solution  of  250  grms.  of  zinc  chloride  in 
500  grms.  of  glacial  acetic  acid.  The  whole  is 
kept  at  the  ordinary  temperature  for  15  hours, 
after  which  it  is  heated  at  50°  for  some  hours, 
and  then  diluted  with  water  and  shaken  with 
ether.  The  ethereal  extract  is  washed  with 
dilute  aqueous  sodium  carbonate,  distilled 
with  steam  to  remove  guaiacol  (if  ■  present) 
and  oxidised  with  copper  chloride  or  acetate, 
vanilloyloarboxylio  acid  being  formed.  The 
'latter,  when  heated  with  an  equal  weight 
of  dimethyl-p-toluidine  at  170°,  yields  vanillin, 
which  is  extracted  from  the  acidified  mixture 
bv  means  of  ether  (Guyot  and  Gry,  Compt. 
rend.  1909,  149,  928).  Vanillin  may  also  be 
synthesised  by  treating  guaiacol  with  hydro- 
cyanic acid,  hydrochloric  acid,  and  zinc  chloride 
in  the  presence  of  infusorial  earth  (D.  R.  P. 
189037  ;  Chem.  Zentr.  1908,  i.  73). 

Vanillin  has  also  been  prepared  by  other 
methods. 

Literature.— TiemnTin,  Ber.  1891,  24,  2877 ; 
Augier  and  Boissicn,  Bull.  Soc.  chim.  1895,  13, 
519;  Bouveault,  ibid.  1898,  [iii.]  19,  75;  Verley, 
ibid.   1901,   [iii.]   25,   48;    J.   Soc.   Chem.   Ind. 

1896,  556,  740  ;  ibid.  1902,  68  ;  ibid.  1908,  644  ; 
Stolz,  Ber.  1904,  37,  4149;  Frdl.  1877-87,  i. 
683-590;  1890-94,  iii.  894-900;  1894-97,  iv. 
1273-1291;  1897-1900,  v.  101,  110;  1902-04, 
vii.  755 ;  1905-07,  viii.  1280,  1281 ;  1907-10, 
ix.  162,  1130,  1166. 

Vanillin  forms  white  needles  having  a  strong 
characteristic  taste  and  smell,  m.p.  80°-81°, 
b.p.  285°  (without  decomposition  in  a  stream  of 
carbon  dioxide)  or  170°/15  mm.  It  is  soluble  in 
90-100  parts  of  water  at  14°,  and  in  20  parts  at 
75°-80° ;  it  is  readily  soluble  in  ether,  alcohol, 
and  chloroform.  The  aqueous  solution  is  acid, 
and  gives  a  blue-violet  colour  with  ferric  chloride. 
When  treated  with  ferrous  sulphate  and  bromine 
water,  vanillin  is  coloured  bluish-green,  then 
yellow  (Pharm.  J.  1897,  58,  167).  Vanilhn  in 
hydrochloric  acid  gives  characteristic  colour 
reactions  with  phenols,  ketones,  and  other 
substances ;  thus  with  acetone  and  its  homologues 
a  rose  colour  is  formed,  which  becomes  green  on 
warming  (Rosenthaler,  Zeitsch.  anal.  Chem. 
1905,  44,  292).  A  nitric  acid  solution  of  vanillin 
on  standing  yields  a  small  quantity  of  hydrogen 
cyanide  (Jorissen,  J.  Soc.  Chem.  Ind.  1910, 1036). 

When  oxidised  with  ferric  chloride,  nitric 


acid,  or  with  f ungiis  extract,  or  with  gum  arabio 
solution,  vanillin  forms  dehydrodivanUlin 

[C,Ha(CH0)(0CH3)(0H)]„ 
white  needles,  m.p.  303°-304°  (Tiemann,  Ber. 
1885,  18,  3493 ;  v.  Lerat,  BuU.  Soo.  chim.  1904, 
[iii.]  31,  270  ;   Bourquelot  and  Marchadier,  ibid. 
1248 ;   Bentley,  ibid.  1900,  [iii.]  24,  942). 

Vanillin  may  be  estimated  by  converting  it 
into  its  hydrazone  by  treatment  with  a  hydrazide 
(Hanus,  Zeitsch.  Nahr.  Genussm.  1900,  3,  531, 
057 ;  ibid.  1905,  10,  585) ;  or  by  converting  it 
into  its  bisulphite  derivative,  decomposing  the 
latter  with  sulphuric  acid,  removing  the  sulphur 
dioxide  with  a  stream  of  carbon  dioxide,  then 
extracting  the  vaniUin  with  ether ;  the  ether  is 
evaporated  and  the  residue  weighed  .(Busse, 
ibid.  1899,  2,  S19).  For  other  methods,  see  J. 
Soc.  Chem.  Ind.  1893,  718  ;   ibid.  1903,  514. 

Vanillin  is  frequently  adulterated  with 
coumarin,  acetanihde,  and  with  acetyl  »«oeugenol 
(Hess  and  Priescott,  J.  Ainer.  Chem.  Soc.  1899, 
21,  256 ;  see  also  J.  Soo.  Chem.  Ind.  1898,  1076  ; 
ibid.  1899,  604). 

According  to  Winton  and  Lett  {ibid.  1910, 
1268)  genuine  vanillin  may  be  distinguished  from 
imitations  by  determining  the  lead  number 
which,  for  the  former,  should  lie  between 
0-29  and  0-34. 

Derivatives  of  Vanillin. 

Vanillin  forms  salts  with  zinc,  lead,  sodium, 
and  magnesiumot  the  type  (C8H,03)M'  (Tiemann 
and  Haarmann,  Ber.  1874,  7,  614). 

Bromovanillln  C,H.,Br(MeO)(CHO)(OH),  m.p. 
160°-161°,  odourless,  yellow  leaflets  (Tiemann 
and  Haarmann,  I.e.) ;  the  corresponding  iodo 
compound  has  m.p.  174°  (Bentley,  Amer.  Chem.. 
J.  1900,  24,  172). 

2-Nitrovanillin  has  m.p.  137°,  5-'nltrovanilIin 
m.p.  176°  (Bentley,  I.e. ;  Pschorr  and  Sumuleanu 
Ber.  1899,  32,  3405). 

Vanillin  forms  an  aldoxime,  m.p.  121°-122° 
(Decker  and  lOauser,  ibid.  1904,  37,  520) ;  a 
phenylhydrazone,  m.p.  105°  (Tiemann  and 
Kees,  ibid.  1886,  18,_1662);  an  azine,  m.p. 
174°-176°  (Knopfer,  Monatsh.  1909,  30,  29) ;  an 
acetyl  derivative,  m.p.  77°  (Pschorr  and  Sumu- 
leanu, I.e.) ;  a  benzoyl  derivative,  m.p.  75° 
(Worner,  Ber.  1896,  29,  143);  also  a  ii-  and 
triihio  derivative,  in  which  the  oxygen  of  the 
aldehyde  group  is  replaced  by  sulphur,  m.p. 
129°-130°,  235°-237°,  respectively  (Manchot  and 
Zahn,  Annalen,  1905,  346,  320;  Worner,  I.e.). 
FamaZj'Kace«icaci"(i!CHO-C,H3(OMe)OCHj-C02H 
has  m.p.  188°  (Gassmann  and  Krafit,  Ber.  1895, 
28,  1871). 

Vanillin-^-phenetldine  {eupyrin) 

OH-C,H3(OCH3)CH :  N-C.Hj-OC^H, 
is  formed  by  the  interaction  of  vanillin  and  p- 
phenetidine  at  140° ;  m.p.  97°.  It  is  said  to 
have  hypnotic  and  antineuralgic  properties 
(D.  R.  P.  91171,  96342;  Frdl.  1894-97,  iv. 
1183,  1186). 

Benzaldivanillin  forms  microscopic  needles, 
m.p.  221-5°-222-5°  (Rogoff,  Ber.  1901,  34, 
3881;  ibid.  1902,36,  1961). 

Methyl  ether  of  vanillin  (veratraldehyde) 
(CHsO)2C,H,-CHO  inay  be  obtamed  by  the 
methylation  of  vanillin,  and  by  other  methods. 
It  is  best  to  dissolve  1  mol.  of  vanillin  in  lesa 
than  the  equivalent  quantity  of  10  p.c,  methy- 
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sulphate  on  the  water-bath,  1  nlol.  of  potash 
in  solution  is  then  added  in  drops.  When  the 
reaction  is  over  the  solution  is  made  slightly 
alkaline  when  it  separates  into  two  layers.  The 
upper  layer  is  extracted  with  ether,  and  on 
distilling  off  the  latter,  the  pure  aldehyde  is  ob- 
tained (Decker  and  Koch,  Ber.  1907,  40,  4794). 
It  has  m.p.  47°  (Juliusberg,  ibid.  119),  and 
possesses  hypnotic  properties.  The  correspond- 
ing ethyl  derivative  CH30-C,H3{OCaH5)CHO 
has  m.p.  64°-65°  (Tiemann,  Ber.  1875,  8,  1120). 
Homologues  of  vanillin  have  also  been  prepared 
(Eng.  Pat.  10112,  1895;  J.  Soc.  (Dhem.  Ind. 
1895,  595). 

o-Vanillin  (m-methoxysalicylio  aldehyde) 
(CHO:OH:OMe=l:2:3)  is,  in  the  pure 
state,  a  solid  which  crystallises  from  water  in 
pale  yellow  needles,  m.p.  45-5°,  b.p.  265°-266°. 
It  dyes  wool  and  silk  from  an  acid  bath  a  golden 
or  lighter  yellow,  but  the  shades  are  not  fast  to 
Boap  (Noelting,  Bull.  Soc.  Ind.  Mulhouse,  1909, 
79,  401 ;  J.  Pbarm.  ohim.  1908,  28,  173).. 

It  gives  a  phenyl  hydrazone,  m.p.  130°- 
131°,  and  a  large  number  of  other  derivatives. 

The  root  of  a  species  of  Chlorocodon  of  Uganda, 
where  it  is  termed  Murando,  contains  an  odorous 
constituent  CjHjOj-OMe,  m.p.  41°-42°,  b.p. 
257°-258°,  which  forms  thin,  colourless  plate,  is 
isomeric  with  vanUlin,  and  yields  an  oxime,  m.p. 
138°,  and  a  phenyl  hydrazone,  m.p.  137°-138° 
(Goulding  and  Pelly,  Chem.  Soc.  Proc.  1908,  62). 

VAPOUR  DENSITY  v.  Specific  gkavity. 

VAREC.    Kelp  v.  loDmE. 

VARIOLARIN  v.  Lichens. 

VARISCITE.  One  of  the  many  minerals 
consisting  of  hydrated  aluminium  phosphate, 
here  with  the  formula  A1P04,2H20.  It  forms 
concretionary  and  compact  nodular  masses, 
sometimes  with  a  minutely  crystallised  (ortho- 
rhombic)  surface.  The  colour  is  bright  apple- 
green  (due  to  chromium);  sp.gr.  2  •5-2 -6 ;  H. 
4-5.  It  was  first  found  in  1837  in  Saxon 
Voigtland  (the  ancient  Variscia),  and  within 
recent  years  has  been  mined  in  considerable 
quantities  (3i  tons  in  1909,  and  2J  tons  in  1910) 
at  several  places  in  Utah  and  Nevada.  It  is 
used  as  a  gem-stone,  taking  the  place  of  green 
turquoise  (D.  B.  Sterrett,  Min.  Ees.  U.S.,  Annual 
Reports  for  1910  and  earlier).  L.  J.  S. 

VARNISH  {Syn.  Vernis,  Fr. ;  Lac.  Firniss, 
Ger.).  A  varnish  may  be  described  as  a  homo- 
geneous fluid,  which,  when  applied  by  any 
suitable  means  in  a  thin  layer  over  the  surface 
of  any  object,  dries  either  by  the  evaporation  of 
the  volatile  solvent,  or  by  the  combined  evapora- 
tion of  the  volatile  solvent,  and  the  oxidation 
of  the  oil  and  resins  to  a  more  or  less  impervious 
elastic  film  unaffected  by  wear  and  tear,  and  by 
weather.  Varnishes,  in  the  drying  of  which 
heat  is  applied  in  a  closed  compartment  so  as 
to  expel  the  solvent  and  then  fuse  the  residual 
layer  so  that  it  is  uniform  like  glass,  are 
termed  '  Japans.'  A  process  has  been  patented 
for  obtaining  the  necessary  heat  by  generating 
it  in  the  metal  itself  by  the  passage  through  it 
of  an  electric  current.  The  simplest  form  of 
varnish  "is  the  spirit  varnish,  which  is  merely  a 
solution  of  a  more  or  less  elastic  solid  in  a 
volatile  solvent.  Spirit  varnishes  dry  the  most 
rapidly,  but  are  liable  to  be  brittle,  and 
eventually  to  crack  and  peel  off.  Oil  varnishes 
are,  to  a  large  extent,  free  from  this  defect,  the 


drying  oil  which  they  contain  bindlilg  and 
softening  the  resin,  and  although  they  take  longe* 
to  dry,  they  are  generally  more  lustrous  and 
durable.  When  varnish  is  used  as  a  vehicle  or 
medium  for  the  application  of  a  pigment  to  an 
object,  an  enamel  is  produced.  Such  enamels 
dry  with  a  gloss,  and  save  labour  by  combining 
painting  and  varnishing  in  one  operation. 
The  solvents  employed  in  making  the  various 
varnishes  are  chiefly  methylated  spirit,  turpen- 
tine, ,  naphtha,  and  petroleum  spirit.  Linseed 
oil  is  the  oil  in  most  general  use,  but  tung  oil 
(Cihinese  or  Japanese  wood  oil)  is  now  being 
employed,  although  its  properties  prevent  its 
replsLcing  linseed  oil  altogether.  Walnut  and 
poppy  oils  are  also  used,  but  only  for  certain 
special  purposes.  The  solids,  i.e.  resins,  &c., 
mostly  employed  in  oil  varnish  making  are : 
1.  Amber ;  2.  Copal,  including  Kauri  and 
Manilla ;  3.  Bosin ;  4.  Asphaltum,  including 
the  various  pitches.  Pure  resins  are  solid  bodies, 
generally  more  or  less  coloured,  amorphous  or 
crystalline,  which  melt,  as  a  rule,  at  a  com- 
paratively low  temperature.  They  are  insoluble 
in  water,  but  partially  or  wholly  soluble  in  a 
number  of  fluids  such  as  alcohol,  ether,  chloro- 
form, toluene,  light  petroleum,  acetone,  spirits 
of  turpentine,  &c. 
Scale  OFHARDNESS  OF  VAKNISH  EESINS  (AndSis). 

On.  Varnish  Rbsins. 


(B.)  Copal: — 

Hard 
1.  Zanzibar' 


(A.)  Amber. 


Medium  Soft 

4.  Sierra  Leone  17.  Manilla 
fossil 
2.  Mozambique  5.  Angola  red    18.  Borneo 
3  Madagascar     6.  Benguela       19.  Singapore 

7.  Bastard         20.  S.  American. 

Angola 

8.  Copal  pebble  21.  Brazil 

9.  Akra  22.  Cochin 

China 
10  Benin 

11.  Loango 

12.  Gaboon 

13.  Congo 

14.  Sierra  Leone 

ordinary 

15.  Angola  white 

16.  Kauri 

Other  (chiefly  spirit)  varnish  resins. 

1.  Dammar  ' 

2.  Shellac 

3.  Mastic 

4.  Sandarao 
6.  Bosin 

6.  Elemi 

7.  Oleo-resin  turpentine 

8.  Burgundy  pitch 

9.  Asphaltum. 

The  solubility  of  a  resin  may  be  said  to  be  in 
inverse  proportion  to  its  hardness.  The  hard 
resins  and  semi-hard  resins  are  but  very  slightly 
soluble  in  their  original  condition,  working  in 
the  cold,  but  they  are  eaaily  dissolved  by  spirits 
of  turpentine,  linseed  oil,  and  other  solvents, 
by  previously  heating  them  in  such  a  manner  a« 
to  cause  them  to  lose  by  destructive  fractional 
distillation  10-25  p.c.  or  more  of  their  weight 
of  a  resinous  oil  according  to  the  resin  dealt 
with.    The  partial  destructive  distillation  of  the 
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harder  resins  is  necessary  before  they  dissolve 
:n  oil  or  other  solvents.  A  great  deal  more  oil 
must  be  distilled  from  hard  resins  before  they 
become  soluble  than  from  soft  resins. 

The  first  process  in  preparing  an  oil  varnish 
is  the  selection  of  the  gum  ' ;  the  pieces  are 
sorted  out  by  hand  and  graded  according  to 
their  colour  and  general  soundness,  and  as  the 
gum  gives  the  hardening  properties  to  the  varnish 
and  is  the  most  expensive  constituent,  great 
care  is  exercised  in  its  selection.  The  selected 
gum  is  melted  or  '  run,'  as  it  is  called,  and 
then  caused  to  unite  with  the  oil.  To  this  end 
the  gum  is  heated  in  a  copper  vessel  over  a  rapid 
fire  until  it  is  perfectly  liquid  ;  a  hood  is  placed 
over  the  pot  and  connected  to  large  flues  in 
which  the  varnish  '  fumes '  are  condensed. 
The  oil,  specially  chosen  for  varnish  making,  and 
clarified,  is  heated  and  cautiously  added  to  the 
melted  gum,  the  whole  being  kept  well  stirreti, 
and  the  heating  continued  until  the  mixture  is 
perfectly  clear.  If  a  drying  oil  has  not  been 
employed,  the  driers — lead  and  manganese 
compounds — are  now  carefully  sprinkled  in  and 
the  mixture  further  boiled  with  continual 
stirring  until  the  drier  has  all  dissolved.  The 
pot  is  then  removed  from  the  fire,  and  when 
sufficiently  cooled,  turpentine  is  added  gradu- 
ally, stirring  all  the  while  until  the  whole  is 
thoroughly  mixed.  A  good  deal  of  inflammable 
vapour  is  given  off  during  these  operations,  and 
it  is  tlierefore  necessary  that  the  varnish  house 
be  so  constructed  as  to  carry  away  the  vapours 
from  contact  with  fire. 

After  thinning  with  turpentine,  the  varnish 
is  strained  into  a  tank,  and  allowed  to  stand 
until  clear  enough  for  use.  The  time  required 
for  this  varies,  and  as  all  varnishes  improve  by 
age,  the  longer  they  are  tanked  the  better. 
Old  varnishes  produce  surfaces  of  much  greater 
lustre  than  new  ones,  which  are  usually  poor  and 
dull.  The  good  qualities  of  a  varnish  largely 
depend  upon  the  efficient  mixing  of  the  gum 
and  oil ;  if  these  are  thoroughly  incorporated, 
the  varnish  will  be  free  from  spots  and  blemishes 
on  its  surface,  while  if  well  boiled,  a  varnish  is 
said  to  flow  more  freely  and  to  dry  more  rapidly. 
Excessive  boiling,  however,  causes  the  varnish 
to  stouten  and  thus  to  require  more  turpentine 
to  bring  to  working  consistency,  and  the  resulting 
fluid  being  poorer  in  its  non-volatile  constituents, 
yields  a  tliinner  and  less  lustrous  coat.  No 
strict  rule  on  this  point  can  be  given,  as  some 
oils  and  gums  stouten  more  rapidly  than  others, 
and  the  final  result  has  to  be  manipulated 
according  to  circumstances. 

The  drying  of  oil  varnishes  varies  considerably 
according  to  their  composition,  and  the  objects 
to  which  they  have  to  be  applied  ;  thus  a  gold 
size  may  dry  in  a  few  minutes,  while  body  or 
coach  varnishes  require  12-24  hours,  and  even 
then  should  be  allowed  2  or  3  days  to  harden. 

Of  recent  years  many  attempts  have  been 
made  to  prepare  oil  varnishes  without  previous 
fusion  of  the  gum. 

According^  to  Coffignier,  only  one  has  led  to 
successful  results,  viz.  that  in  which  naphthalene 
under  pressure  ia  employed.  By  this  process, 
which  was  patented  by  Terisse,  gums  and 
resins  such  as  copab  are  dissolved  in  naphthalene 
without  melting  the  resin  l^  heating  under 
pressure  to  250''-290° ;  linseed  oil  or  other  drying 


oil  is  added  to  the  solution  and  the  naphthalene 
distilled  off.  For  example,  1  kilo,  of  Zanzibar 
resin  is  heated  with  3  kilos,  of  naphthalene 
under  a  pressure  of  4J  atmospheres  at  290°  for 
2  hours ;  "250  grms.  of  linseed  oil  are  added,  and 
the  mixture  again  heated  under  pressure  at 
290°  for  45  rains.,  when  it  is  filtered  if  necessary. 
750  grms.  of  linseed  oil  heated  to  220°  are 
next  added,  and  the  mixture  is  distilled,  exhaus- 
tion to  a  partial  vacuum  being  resorted  to  as  the 
temperature  approaches  280°,  at  which  point 
distillation  will  bo  finished.  The  varnish  is 
completed  by  diluting  the  product  with  2  J 
kilos,  of  thickened  linseed  oil  and  adding  the  re- 
quisite amounts  of  spirit  of  turpentine  and  drier. 
CofiSgnier  has  compared  the  properties  of  a 
copal  from  Madagascar  with  those  of  the  same 
rendered  soluble  ty  fusion  and  by  heating  with 
naphthalene  under  pressure.  The  advantages  of 
this  latter  method — he  states — are  :  (1)  there 
is  no  loss  of  weight ;  (2)  the  resulting  product 
is  pale  in  colour  ;  (3)  its  hardness  is  almost 
unimpaired.  The  effects  of  each  process  in  the 
properties  of  the  copal  are  shown  in  the  following 
table — 

Original        Fusion  Naphthalene 
Copal         Process        Process 
Sp.gr.  at  16°C.       .     1-058  1-062  1-061 

Melting-point        .  above  300°    205°  165° 

Acid  value    .         .  93-0  68-2  68-0 

Saponification  value70-l  44-9  65-9 

Percentage  insoluble  in — 
Ethyl  alcohol        .  73-8  91-8  74-4 

Methyl    „  .  79-6  93-3  86-8 

Amyl       „  .  22-4  66-7  12-8 

Ether  ,         .  650  51-8  19-7 

Chloroform  .         .  69-0  1-7  soluble 

Carbon  tetrachlor- 
ide .         .  850  4-0  25-8 
Spirit  of  turpentine  60-3              3-6            52-1 
Acetone        .          .   64-3             84-8  65-0 
Benzine        .         .  78-4              1-5            400 
Aniline          .          .   17-8      gelatinous      soluble 
Benzaldehyde        .  21-8               2-0 
Amyl  acetate         .  24-6            51-2  „ 

The  manufacture  of  spirit  varnishes  is  much 
less  complicated  than  that  of  the  oil  prepara- 
tions, the  former  being  simply  solutions  of  one 
or  more  resins  in  various  solvents.  On  evapora- 
tion of  the  solvent  a  coating  of  varnish  is 
obtained,  consisting  practically  of  the  unchanged 
resins.  The  resins  employed  for  this  purpose 
are  shellac,  sandarac,  soluble  manilla,  copal, 
dammar,  benzoin,  accroides,  elemi,  colophony, 
&c.  The  solution  of  the  resins  is  effected  either 
cold  or  hot  as  circumstances  require,  heat 
presenting  the  advantages  of  rapid  solution  and 
clearing,  while  the  palest  varnishes  are  obtained 
by  the  cold  process. 

To  facilitate  solution  the  gum  should  be 
kept  continually  agitated,  thus  preventing  the 
particles  of  gum  from  forming  a  mass.  It  will 
be  readily  seen  that  the  larger  the  surface  of  the 
gum  exposed  to  the  solvent  the  quicker  will  be 
the  solution.  For  this  purpoa$  a  revolving  chum 
is  used  and  the  rotation  keeps  the  particles  in 
motion  and  prevents  them  from  caking  together. 
When  the  gum  is  all  dissolved  the  varnishes  are 
set  aside  to  settle,  and  are  ready  for  use  almost 
immediately.  They  dry  very  rapidly,  and  are, 
generally  speaking,  harder  and  more  brittle  than 
oil  varnishes,   and  as  their  drying  is  merely 


618 


VARNISH. 


dependent  on  the  evaporation  of  the  solvent, 
the  addition  of  '  driers  '  is  not  required. 

Owing  to  the  high  price  of  shellac  it  is  not 
surprising  that  inventors  have  directed  their 
attentions  to  making  artificial  shellac,  and  a 
number  of  patents  have  been  taken  out,  of 
which  a  few  will  now  be  mentioned. 

1.  Fabr.  de  Prod,  de  Chim.  organ  de  Laire, 
1905.  Transparent  synthetic  resins  which  can 
be  used  in  place  of  copal,  amber,  shellac,  &c., 
are  prepared  by  condensing  commercial  phenol 
or  its  homologues  with  formaldehyde  or  its 
homologues,  and  heating  the  condensation 
product  in  air,  under  pressure  or  in  vacu6.  For 
example,  10  parts  of  phenol  are  treated  with 
5-10  parts  (7j  gave  best  results,  L.  M.  N.)  of  a 
40  p.c.  solution  of  formaldehyde,  and  about 
10  parts  of  15  p.c.  hydrochloric  acid.  The 
product  is  washed  free  from  acid  and  excess  of 
phenol,  and  the  resulting  plastic  mass  is  heated 
for  about  half  an  hour  at  140°. 

2.  Birchoff,  1906.  An  alcoholic  extract  of 
copal  resin  is  mixed  with  olein,  and  the  alcohol 
is  distilled  ofi  from  the  product. 

In  an  additional  patent  the  use  of  other 
fatty  acids,  animal  or  vegetable  oils,  fata  or 
waxes  or  mineral  oils,  soluble  in  alcohol,  is  put 
forward  instead  of  olein. 

3.  EngWhardt  and  Beyersmann,  1907.  The 
process  consists  in  heating  resins  at  ordinary  or 
increased  pressure  with  a  small  quantity  of 
aldehydes,  simple  or  polymerised.  For  example, 
6  kilos,  of  colophony,  3  kilos  of  gum  sandarac, 
and  1  kilo  of  gum  elemi,  are  melted,  and  50 
grms.  of  paraformaldehyde  are  added.  The 
mass  is  heated  until  it  becomes  clear.  The 
product  is  soluble  in  aU  the  usual  solvents. 

4.  FarbenfabriJeen  vorm.  F.  Bayer  &  Co., 
1907.  o-Cresol  is  heated  for  several  hours  at 
100°  with  formaldehyde  or  substances  capable 
of  producing  it,  in  the  presence  of  acids  and  the 
cooled  maas  washed  with  water  and  purified  by 
treatment  with  steam.  The  resulting  product 
is  a  hard  resin  varjdng  in  colour  from 
yellow  to  light  brown,  and  melting  at  about 
110°-128°.  Used  as  a  substitute  for  shellac,  it 
gives  varnishes  which  dry  well  on  wood  or  metal. 
The  hardness  of  the  product  depends  upon  the 
proportion  of  formaldehyde  used. 

5.  Meyer,  1908.  400  parts  of  a  resin  or 
mixture  of  resins  soluble  in  alcohol  are  treated 
with  a  solution  of  60  parts  of  anhydrous  sodium 
carbonate  in  1000  parts  of  water,  the  mixture 
is  boiled,  then  allowed  to  cool,  filtered,  and  the 
filtrate  added  to  a  hot  liquid  prepared  by 
dissolving  8  parts  of  stearin  in  8  parts  of  a 
33  p.c.  solution  of  potassium  hydroxide,  and 
adding  80  parts  of  water.  The  mixture  is 
neutralised  with  a  mineral  acid  at  a  low  tempera- 
ture, the  whole  is  stirred  for  some  time,  then 
heated  to  about  70°,  filtered,  and  the  precipitate 
washed  and  dried. 

6.  Blunter,  1908.  The  resinous  products 
soluble  in  alkali,  obtained  by  the  condensation 
of  phenols  and  formaldehyde,  are  treated  in  acid 
or  alkaline  solution  with  oxidising  agents  such 
as  persulphates  or  perborates.  The  resulting 
products  are  odourless  aoA  differ  from  the 
original  condensation  products  in  that  they 
are  not  affected  by  exposure  to  light  and  air. 
In  their  behaviour  towards  solvents  the  products 
resemble  shellac. 


7.  Loescliiglc,  1909.  The  '  foots  '  obtained  in 
refining  cotton-seed  oil  and  similar  products  are 
oxidised  in  alkaline  solution  {e.g.  by  hydrogen 
peroxide)  and  then  treated  with  acid,  when 
the  fatty  matter  separates  from  the  remainder 
and  may  be  recovered  by  means  of  a  solvent ; 
the  residue  is  an  amorphous  resinous  mass 
resembling  shellac. 

'  Natural  varnishes  or  lacquers,  Japanese 
lacquer  (Urushi)  is  the  milky  juice  that  exudes 
from  the  trunk  of  the  lacquer  tree  Rhus  vemicifera 
(DC).  It  seems  that  Chinese  lacquer  is  obtained 
from  the  same  tree,  which  is  indigenous  to,  and 
growing  wild  in,  central  China  at  altitudes  of 
7000-7500  ft.,  and  from  which  country  it  was 
transplanted  to  Japan  in  the  remote  ages. 
(C/.  Lacquee,  vol.  iii.  219.) 

Burmese  lacquer  is  obtained  from  a  closely 
allied  tree,  Melanorrhcea  Usitata. 

On  exposure  to  sunlight,  or  *hen  warmed, 
the  juice  loses  its  moisture  and  becomes  a 
brown,  oily  liquid  to  which  oils,  pigments,  &c., 
are  added  to  form  the  finished  lacquer.  Its 
chief  constituent  is  urushiol.  Miyama  gives  the 
following  analysis  for  the  Japanese  lacquer : 
moisture  17-S1-27-62,  urushiol  64-14-77-03, 
gum  2"62— 7"57,  and  nitrogenous  matter  1-78- 
2-47.  The  lacquer  collected  during  the  summer 
is  the  best,  and  in  the  dried  state  contains 
94-5  p.c,  of  urushiol.  Chinese  and  Indian 
lacquer  contain  more  moisture,  more  gum 
(23-5  and  37-78  p.c.  in  the  Chinese  and  Japanese 
samples  respectively),  less  turushiol  (36-88  p.c. 
in  inferior  Chinese,  and  26-39  p.c.  in  medium 
Indian).  P.  Sing,  however,  states  that  the 
principal  constituent  of  Burmese  lacquer,  which 
he  calls  urushio  acid,  is  identical  with  and  equal 
in  amount  to  the  principal  constituent  of  Japa- 
nese lacquer.  The  greater  the  proportion  of 
urushiol,  the  better  the  quality  of  the  lacquer, 
while  the  more  gum  there  is  the  poorer  the 
quality.  The  lacquer  is  obtained  by  tapping 
the  trees,  when  a  greyish-white  juice  exudes, 
which  is  collected  in  shells  or  other  receptacles. 
These  are  covered  with  oil  paper  to  protect  the 
varnish  from  oxidation.  Subsequently  it  is 
strained  and  exposed  to  the  sun  or  heated 
slowly  over  a  fire.  The  varnish  then  becomes 
brown  and  separates  into  two  layers  on  standing. 
The  upper  or  more  fluid  layer  is  used  as  a 
finishing  coating  over  the  ground  layers.  The 
nitrogenous  matter  contains  an  oxidising 
enzyme  essential  to  the  drying  of  the  lacquer  at 
low  temperature.  The  drying  process  is  retarded 
by  raising  the  temperature  above  50°,  and  it  is 
suspended  at  70°-80°,  but  at  temperatures 
above  100°  drjdng  takes  place  without  enzymio 
action  in  4-5  hours,  at  150°  within  30  mins., 
and  at  180°  within  10  mins.  In  practice  the 
best  results  are  obtained  by  thinning  the  lacquer 
with  turpentine  oil  or  other  solvent.  As  the 
layer  turns  brown  at  a  high  temperature, 
lacquers  of  light  colour  should  be  dried  at  120°-; 
150°,  and  even  in  the  case  of  dark  lacquers,  the 
temperatures  ought  not  to  exceecj  180°,  The 
lacquered  ware  is  prepared  by  applying  several 
coats  of  an  inferior  quality  of  varnish  mixed  with 
pottery  dust  or  dry  powdered  clay  and  rice  paste. 
After  each  coat  the  ware  is  dried  in  a  moist 
chamber  and  is  then  rubbed  smooth  with 
sandstone.  The  decorations  are  then  applied  in 
coloured  lacquers.     Since  the  laiquer  blackens 
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most  pigments,  only  a  limited  number  of 
coloured  preparations  is  available.  0£  wbite 
pigments  Barium  sulphate  and  bismuth  oxy- 
ohloride  are  used ;  red  lacquers  are  prepared 
with  vermilion  and  red  oxide  of  iron  ;  blue  with 

f)ruBsian  blue ;  yellow  with  cadmium  sulphide, 
ead  chromate  and  orpiment ;  green  with  chro- 
mium oxide ;  and  black  with  lamp  black  or  (to 
obtain  a  more  brilliant  layer)  with  iron  powder 
or  some  compound  of  iron.  A  golden  coating  is 
obtained  by  lacquering  the  article  with  a 
mixture  of  10  parts  of  finished  lacquer,  1-3  parts 
of  gamboge,  and  5  parts  of  solvent  and  drying 
for  about  2  hours  in  an  oven  at  120°. 

Tung  oil  varnishes.  Tung  oil  in  combination 
with  pigs'  blood, .  constitutes  what  is  loiown  as 
Ningpo  varnish,  in  colour  a  rich  reddish- brown, 
and  extensively  used  as  a  coating  for  woodwork 
in  the  Far  East.  It  is  stated  to  be  very  poisonous 
when  moist  to  those  who  touch  or  even  smell 
it.  When  dry,  however,  it  is  susceptible  of  a 
high  polish,  is  very  durable,  and  ornamental. 
V.  TuNQ  Ott,  p.  562. 

In  order  to  prepare  tung  oil  for  use  in 
varnish  making,  it  is  necessary  to  heat  it  for 
some  time  at  a  high  temperature,^  as  the  raw 
oil  dries  with  an  opaque  film  wanting  in  strength 
and  elasticity.  Great  care  must  be  exercised 
in  heating  the  oil,  as  the  whole  charge  may  be 
wasted  owing  to  sudden  polymerisation  which 
causes  the  mass  to  be  changed  into  a  more  or 
less  hard  jelly  which  cannot  be  afterwards 
liquefied.  The  principal  use  for  tung  oil  in  varnish 
making  is  in  combination  with  fused  rosin  ' 
(calcium  resinate),  with  wliich  some  very  good 
varnishes  for  internal  work  can  be  produced. 

According  to  a  German  patent  (Sept.  8, 
1908)  tung  oil  -may  be  converted  into  a 
product  which  gives  a  smooth,  hard,  lac-like 
coating.  The  oil  is  heated  above  its  tempera- 
ture of  polymerisation,  while  keeping  it  in  con- 
stant motion  to  prevent  its  solidifying.  The 
product,  which  is  of  the  same  colour  as  the 
original  oil,  may  be  thickened  in  the  same  way 
as  linseed  oil,  and  when  diluted  with  turpentine 
oil  is  said  to  yield  varnishes  possessing  properties 
similar  to  those  of  the  best  copal  varnishes. 

Asphaltum.  The  chief  asphaltums  used  for 
varnish  making  are  manjak,  gilsonite,  Trinidad, 
Syrian,  Egyptian,  American,  and  West  Indian. 
They  are  employed  for  preparing  black  japans, 
insulating  varnishes,  coach  varnishes,  &c. 

In  giving  recipes  -tor  the  preparation  of 
varnishes,  it  is  only  intended  to  indicate  the 
lines  on  which  the  varnish  maker  works,  as  each 
manufacturer  has  his  own  methods,  which  he 
guards  jealously,  and  regards  as  secret  processes. 

Best  body  varnish  lor  coachmakers.  Fuse 
8  lbs.  of  fine  African  gum  copal,  add  2  gals,  of 
clarified  oil  previously  heated,  boil  very  slowly 
for  4  or  5  hours  until  quite  stringy ;  thin  with 
SJ  gals,  turpentine,  strain  and  tank.  This  gives 
a  good  elastic  varnish ;  if  required  harder, 
substitute  anim6  for  part  of  the  copal. 

Best  pale  carriage  varnish.     ~ 


8  lbs.  African  copal 
2J  gals,  clarified  oil   , 

boiled  until 
stringy. 

J  lb.  dried  copperas  1 
J  lb.  litharge               > 
hi  gals,  turpentine     | 

strained,  Ac 

8  lbs.  animfi  -  \ 

2i  gals,  clarified  oil  I  mix     this    to 

i  lb.  dried  lead  acetate     }       above  while 

}  lb.  litharge  I       hot. 

5i  gals,  turpentine  ) 

Pale  oak  varnish.  Fuse  20  lbs.  copal,  and 
mix  with  2  gals,  hot  drying  oil,  boil  until  it 
strings  weU,  and  thin  with  5  gals,  turpentine. 

Leather  varnish.  Shellac  100  parts,  sandarao 
25,  Venice  turpentine  25,  pale  rosin  25,  castor 
oil  20,  nigrosin  (spirit  soluble)  15,  spirit  790. 
The  resins  and  colouring  matters  are  placed  in 
a  shaking  cask,  and  shaken  with  the  spirit  until 
dissolved,  the  varnish  being  then  strained  and 
bottled. 

Varnish  for  tinfoil.  200  parts  by  weight 
of  shellac  are  dissolved  in  about  700  parts  of 
spirit,  and  filtered,  the  scum  on  the  filter  being 
allowed  to  drain,  and  a  glass  plate  being  used  to 
cover  the  filter  to  prevent  waste  of  the  spirit 
by  evaporation.  This  shellac  varnish  is  incor- 
porated, by  stirring,  with  100  parts  of  best 
white  elemi  resin  and  25  parts  of  warm 
Venice  turpenine.  After  filtration,  the  elemi 
resin  left  on  the  filter  is  pressed  and  returned 
to  the  filtrate.  The  resulting  varnish  can  be 
stained,  in  the  same  way  as  the  brilliant  lacquers. 

Coloured  varnish  tor  straw  hats.  A  stock 
varnish  is  prepared  from  sandarac  35,  elemi 
resin  54,  pine  resin  45,  castor  oil  11,  and  methy- 
lated spirit  850  parts.  The  crushed  resins  are 
suffused  with  the  spirit  in  a  suitable  vessel,  and 
left  to  dissolve,  being  shaken  at  intervals, ,  the 
castor  oil  being  added  last  of  all.  From  this 
stock  varnish,  different  coloured  varnishes  can 
be  prepared  by  the  addition  of  about  1  p.c.  of 
aniline  dye — aniline  yellow,  Bismarck  brown,  and 
ivory-black  being  the  most  suitable. 

Inside  oak  varnish.  Melt  together  40  lbs. 
rosinate  of  lime,  and  20  lbs.  thickened  oil,  thin 
with  8  gals,  turpentine,  and  add  a  little  terebine. 

Miller's  india-rubber  varnish.  Caoutchouc 
5  lbs.,  carbon  disulphide  2J  lbs.,  spirit  of  turpen- 
tine 5  lbs.  The  rubber  is  cut  into  very  small 
pieces  and  digested  with  the  carbon  (iisulphide 
in  a  glass  retort  in  a  sand-bath  until  complete 
solution  is  effected.  Linseed  oil  is  then  heated, 
and  while  still  hot,  added  to  the  above  solution 
which,  after  cooling,  is  thinned  down  with  the 
spirit  of  turpentine. 

Dammar  oil  varnish.  Dammar  varnishes  are 
soft,  very  flexibleAnd  transparent,  but  dry  rather 
slowly.  They  are  employed  for  inside  work  or 
upon  metals,  or  on  tissue  paper,  which  they 
render  transparent. 

The  proportion  of  the  different  ingredients 
varies  as  follows — 

Dammar     .  .  .  100  parts 

Boiled  linseed  oil  .       50-120      „ 

Spirit  of  turpentine      .     200-500      „ 

The  dammar  is  pulverised  and  dissolved  hot 
in  spirit  of  turpentine,  and  boiled  linseed  oil  is 
run  into  the  solution. 

Wall  paper  varnish.  8  gals,  linseed  oil  are 
heated  to  340°F.  until  it  ceases  to  froth  ;  there 
are  then  added  32  Ibs.rosin,  16  lbs.  paraffin  wax, 
4  lbs.  beeswax,  and  1  pint  copal  varnish. 

Asphaltum  varnish  for  locks.  Asphaltum 
100  lbs.,  boiled  linseed  oil  6-16  lbs.,  spirit  of 
turpentine  60-60  lbs.  Melt  the  asphaltum  and 
stir  in  the  linseed  oil  and  turpentine. 
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Asphaltum  varnish  for  cycles.  Fuse  50  lbs. 
Angola  oopal,  add  to  it  41  lbs.  boiled  linseed  oil. 
Pour  the  mixture  into  200  lbs.  of  fused  American 
asphaltum  and  boil  until  the  mass  draws  out 
into  threads.  Then  add  100  lbs.  of  a  liquid 
drier  and  336  lbs.  spirit  of  turpentine. 

Asphaltum  varnish  for  wooden  vessels. 
200  parts  asphaltupi  are  dissolved  in  900-1000 
turpentine  at  moderate  heat,  and  followed  by 
100  of  elemi,  100  of  yellow  wax,  and  100  of 
Venice  turpentine ;  the  whole  being  gently 
boiled  for  a  J— J  an  hour  and  strained  when  cold. 

Varnish  for  rubber  shoes.  Hard  rosin  5, 
shoemakers'  pitch  15,  Syrian  asphaltum  15,  coal 
tar  5,  benzene  50,  benzine  10  parts.  The  rosin, 
pitch,  tar,  and  asphaltum  are/plaoed  in  a  rolling 
cask,  the  benzene  is  poured  over  them,  and  the 
cask  is  rolled  until  all  is  dissolved,  whereupon 
the  varnish  is  thinned  down  with  the  benzine. 
Owing  io  the  difficulty  of  straining  the  product, 
care  should  be  exercised  in  selecting  material 
free  from  impurities,  otherwise  the  product  will 
have  to  be  left  for  some  time  to  settle. 

Varnishes  for  the  production  of  drawing 
crajfons — ■ 

(1)  Sandarac  10  parts,  alcohol  (95  p.o.)  90 
parts  ; 

(2)  Gum  dammar  10  parts,  alcohol  90  parts  ; 

(3)  White  gum  lao  5  parts,  Venice  turpentine 

5  parte,  alcohol  90  parts  ; 

(4)  Caoutchouc  2  parts,  sandarac  8  parts, 
spirit  of  turpentine  45  parts,  benzene  45  parts  ; 

(5)  Gutta-percha  2  parts,  white  gum  lao  8 
parts,  benzene  40  parts,  oil  of  turpentine  45  parts ; 

(6)  Gutta-percha  3  parts,  copal  7  parts,,  raw 
linseed  oil  10  parts,  spirit  of  turpentine  80  parts ; 

(7)  Caoutchouc  1  part,  dammar  35  parts, 
chloroform  6  parts,  benzine  250  parts.  A  little 
sodium  silicate  is  added  to  neutralise  the  acidity 
of  the  resin  ; 

(8)  An  ammoniacal  solution  of  casein,  con- 
taining 10  p.o.  of  calcium  tannate. 

Best  brunswicli  blaclc.  In  an  iron  pot  over  a 
slow   fire   boil  45  lbs.   asphaltum  for  at  least 

6  hours,  and  during  the  same  time  heat  in  another 
pot  6  gals,  of  oil  which  has  been  previously 
boiled.  During  the  heating  of  the  oil, 
introduce  6  lbs.  of  litharge  gradually  and  boil 
it  until  it  feels  stringy  between  the  fingers,  then 
pour  it  into  the  pot  containing  the  boiling 
asphaltum.  Let  the  mixture  boil  until  upon 
trial  it  will  roll  into  hard  pills,  then  let  it  cool, 
and  mix  it  with  25  gals,  turpentine  or  until  it 
is  of  a  proper  consistency. 

Photographic  varnish.  1  part  collodion  is 
dissolved  in  1  part  of  alcohol  and  1 J  parts  of 
ether.  The  collodion  must  be  perfectly  dry 
before  being  dissolved. 

Celluloid  varnishes.  Celluloid  6  parts,  amyl 
acetate  16  parts,  acetone  16  parts,  ether  16 
parts  ;  celluloid  10  parts,  amyl  acetate  30  parts, 
acetone  30  parts,  ether  30  parts,  camphor  4  parts. 

Dammar  varnish.  Dammar  20  parts,  spirit 
turpentine  21-23  parts.  This .  varnish  is  not 
quite  transparent,  but  the  addition  of  about 
7J  p.c.  by  volume  of  absolute  alcohol  will 
remedy  this  defect. 

Bookbinders'  varnish.  Shellac  10  parts, 
mastio  or  sandarao  9  parts,  alcohol  50  parts. 

Leather  varnish.  Shellac  10  parts,  mastic, 
sandarao,  or  Venice  turpentine  10  parts,  alcohol 
SO  parts. 


Floor  varnbh.  Sandatao  50  lbs.,  ofan^a 
shellac  80  lbs.,  methylated  spirit  45  gals. 

Paper  varnish.  Sandarao  50  lbs.,  Venice 
turpentine  30  lbs.,  methylated  spirits  18  gals. 

Rosin  varnish  for  toys,  &c.  Rosin  20  parts, 
alcohol  95  p.c,  12-7-14-5  parts.  To  this  may 
be  added  Venice  turpentine  3-6  parts. 

Varnish  for  stiffening  felt  hats.  Water  200 
parts,  borax  15  parts,  shellac  50  parts.  The 
water  is  raised  to  boiling,  the  borax  added,  and 
then  the  sheUao. 

White  label  varnishes.  White  manilla  oopal 
20  lbs.,  white  rosin  10  lbs.,  methylated  spirit 
20  lbs. 

Coffin  varnish.  Pale  yellow  rosin  J8  lbs., 
manilla  copal  12  lbs.,  methylated  spirit  25  lbs. 
The  varnish  can  be  coloured  brown  or  black 
with  aniline  dye. 

Spirit  copal  varnish  tor  leather.  Methylated 
spirit  70  gals.,  Manilla  copal  300  lbs.,  Venice 
turpentine  100  lbs.,  nigrosin  6  lbs.  The  nigro- 
sin  is  dissolved  in  3  gals,  of  spirit,  the  turpentine 
being  dissolved  in  8-10  gals,  of  the  same  solvent. 
The  copal  is  dissolved  in  the  remainder  of  the 
spirit,  and  the  three  solutions  mixed. 

Varnish  for  book  leather.  Grain  lac  25  parts, 
sandarac  10  parts,  white  shellac  5  parts.' 

Dissolve  in  methylated  spirit  82  parts. 
Add  Venice  turpentine  5  parts,  filter  and  stir  in 
2  p.c.  of  castor  oil. 

Russian  leather  varnish.  Sandarao  20  lbs., 
mastic  10  lbs.,  Venice  turpentine  2  lbs.,  elemi 
1  lb.,  castor  oil  1  lb.,  birch  tar  oil  2  lbs.,  fuohsin 
or  ponceau  (for  red)  1  lb.,  nigrosin  (for  black) 
8  lbs.,  methylated  spirit  20  gals. 

For  further  information,  see  The  Manufacture 
of  Varnishes,  vols.  ii.  and  iii.,  by  Mcintosh, 
to  which  the  writer  is  indebted  for  some  of  the 
above  recipes.  L.  M.  N. 

VARVICITE.  Hydrated  manganese  ore 
MnOj-MnjOajHaO  (Rammelsberg),  or 

MnO-3Mn20s,H20 
(Phillips)  {v.  Manganese). 

VASOTONIN.  Trade  name  given  tb  a 
combination  of  yohimbine  and  urethane  which 
produces  a  fall  of  blood  pressure,  and  appears 
to  have  considerable  therapeutic  value  (Chem. 
Soo.  Abstr.  1910,  ii.  725). 

VAT  DYES.  The  term  '  vat.  dye  '  is  applied 
to  those  dyestuffs  which,  like  indigo,  are  in- 
soluble in  water,  dilute  acids,  and  alkaUs,  but 
which,  on  being  treated  with  suitable  reducing 
agents,  yield  leuoo  compounds  which  are 
soluble  in  the  hydroxides  of  the  alkalis  or  of  the 
alkaline  earths,  and  m  dyeing  are  taken  up  as 
such  by  textile  fibres.  By  subsequent  exposure 
to  the  air  the  leuoo  compound  is  oxidised  on 
and  in  the  fibre,  with  the  re-formation  of  the 
original  colouring  matter.  The  charaoteriatio 
fastness  of  the  colours  thus  produced  is,  in  a 
large  measure,  due  to  the  insolubility  of  the 
dyestuff. 

Indigo  (?.«.),  which  was  formerly  the  only 
known  vat  dye,,  is  by  far  the  most  important  of 
this  series  of  colouring  matters,  and  has  been 
used  in  dyeing  from  time  immemorial.  A  blue, 
dyed  with  it  on  cotton,  is  still  referred  to  as  a 
'  vatted  blue,'  whilst  in  the  woollen  industry, 
the  term  '  woaded  blue  '  means  a  blue  which  is 
dyed  either  wholly  or  in  part  with  indigo. 

In  preparing  or  '  setting '  the  iniSgo  vat, 
various  methods  are  employed  in  practice  to 
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bring  about  thfe  reduction  of  the  indigotin. 
This  is  efEected  either  by  purely  chemical  or  by 
bacteiiological  moans,  but  in  either  case  the 
product  of  the  reaction  is  the  same,  viz.  indigo 
white,  Ci.HijNjOj,  or  graphically, 
OH  OH 

I 


\, 


^nh/    ^nh/\/ 

which  dissolves  in  caustic  soda  with  the  forma- 
tion of  either  the  mono-  or  di-sodium  salt 
(CijHuNjOjNa  or  CuHioNaOaNaj),  according 
to  the  amount  of  caustic  soda  present  in  the 
bath.  In  aqueous  solution,  the  mono-sodium 
salt  has  been  shown  to  be  an  electrolyte,  though 
it  is  not  so  strongly  ionised  as  sodium  chloride 
(KnechtandBatey,  J.Soc.  Dyers,  1910,  171). 

The  so-called  chemical  vats  are  distin- 
guished, according  to  the  reducing  agent  em- 
ployed, as  the  copperas,  the  zinc,  and  the  hydro- 
sulphite  vats.  They  are  used  in  cotton  dyeing, 
but  the  hydrosulphite  vat  also  finds  a  limited 
appUcation  in  wool  dyeing.  In  the  setting  of 
any  indigo  vat,  it  is  essential  that  the  indigo 
should  be  in  a  finely  divided  state.  The  20  p.c. 
artificial  indigo  paste  contains  the  colouring 
matter  in  a  sufficiently  finely  divided  condition 
for  the  purpose,  but  the  natural  product  must 
be  ground,  before  use,  to  an  impalpable  powder. 

The  co^'pe.tas  vat  depends  upon  the  reducing 
action  of  ferrous  hydroxide,  and  is  made  up  of 
indigo,  copperas  and  slaked  lime.  The  hme 
reacting  with  the  copperas  forms  ferrous 
hydroxide  : 

FeS044-Ca(OH)2=Fe(OH)j+CaS04 
which  in  turn  reduces  the  indigotin   to  indigo 
white  : 
2Fe(OH),+Ci,Hi„N,0,+2H,0 

=2Fe(OH)3-fC,.H,2N,0, 

which  then  dissolves  in  the  excess  of  lime 
present  to  form  the  soluble  calcium  salt.  In  the 
copperas  vat,  there  is  always  a  large  amount  of 
sediment,  and  to  prevent  this  coming  into  con- 
tact with  the  goods  during  dyeing,  deeper  vessels 
are  required  than  with  the  other  chemical  vats. 
At  the  present  time,  the  copperas  vat  is  not 
largely  used  in  this  country,  the  main  reason 
being  that  its  use  involves  a  considerable  loss  in 
indigo. 

£i  the  zinc  vat,  zinc  powder  is  the  reducing 
agent.  For  satisfactory  working,  this  should 
contain  not  less  than  80  p.c.  of  metaUic  zinc. 
The  vat  is  set  with  indigo,  zinc  powder  and  lime' 
(or  caustic  soda).  The  reduction  may  bo  re- 
garded as  taking  place  as  follows  : 

Ci  ,Hi„Nj0  j+Zu  -1-  2Na0H 

=C,eHi„N20aNa2-fZn(OH), 

although,  according  to  Binz(Chem.Ind.  11, 1902), 
it  is  probable  that  combination  of  the  indigotin 
with  the  alkali  takes  place  first,  with  the  forma- 
tion of  a  compound  CiaHi„N202-2NaOH,  which 
then  reacts  with  the  zinc,  forming  the  same 
products  as  shown  in  the  above  equation. 

This  vat  is  the  one  which  is  most  largely  used 
in  cotton  dyeing. 

The  hydrosulphite  vat  depends  upon  the 
jreduotion  of  the  indigotin  by  sodium  hydrosul- 
phite, which  is  usua^y  prepared  by  stirring  zino 


dust  into  commercial  sodium  bisulphite,  in  the 
proportion  of  a  pound  of  the  former  to  a  gallon 
of  the  solution  ;  and  after  allowing  to  stand  foi 
some  time,  adding  to  the  solution  an  excess  of 
milk  of  lime.  The  so -called  '  stock  vat '  or 
concentrated  vat  is  iliade  by  dissolving  the 
indigo  in  this  muddy  liquid.  (A  product  of  this 
kind,  containmg  about  3  p.c.  of  indigotin,  was 
formerly  sold  under  the  name  of  '  reduced 
indigo.')  This  stock  vat  serves  either  for 
making  up  or  for  replenishing  the  dye  vat 
proper.  The  reduction  by  means  of  sodium 
hydrosulphite  may  be  regarded  as  taking  place 
according  to  the  following  equation  : 
CuHioNjO^+NajSjOi-l-iNaOH 

=Ci,HioN20jNa2-f2NajSOs+2HjO 

By  employing  artificial  indigo  paste,  caustic 
soda,  and  the  sohd  commercial  sodium  hydrosill- 
phite,  which  is  now  placed  on  the  market  in  an 
alinost  pure  condition  and  at  a  reasonable  price, 
it  is  possible  to  obtain  a  vat  practically  free 
from  sediment. 

The  dyeing  of  cotton  in  the  indigo  vat  is  in 
itself  a  comparatively  simple  operation,  although  ' 
the  management  of  the  vat  requires  careful 
supervision  and  considerable  practical  experi- 
ence. In  hank  dyeing,  the  wetted-out  hanks 
are  immersed  in  the  vat  and  turned  by  hand 
under  the  surface  of  the  Uquid  until  thoroughly 
impregnated  with  the  vat  Uquor,  after  which 
they  are  withdrawn  and  wrung,  the  Uquor  being 
returned  to  the  vat.  The  hanks  are  then  ex- 
posed freely  to  the  air,  ui  order  to  allow  of  the 
oxidation  of  the  indigo  white  to  indigotin.  By 
repeating  this  operation  several  times,  the  shade 
becomes  successively  darker,  and  its  depth  will 
therefore  depend  upon  the  number  of  '  dips  '  in 
one  and  the  same  or  in  different  vats.  Al- 
though it  is  possible  to  obtain  a  dark  shade  by  a 
single  dip  in  a  strong  vat,  this  is  not  practised, 
because  it  would  result  in  a  large  proportion  of 
the  indigo  being  loosely  fixed  and  much  of  it 
would  _  be  lost  in  washing  ofi ;  besides,  the 
resulting  blue  would  '  rub  off '  very  badly.  If 
lime  has  been  used  to  render  the  vat  alkaline, 
the  goods  are  soured,  after  dyeing,  in  dilute  sul- 
phuric acid.  In  the  dyeing  of  cotton  warps  and 
of  piece  goods,  the  material  is  guided  through 
the  vat  by  means  of  submerged  rollers,  so  that 
it  passes  many  .times  up  and  do-i^Ti  between  the 
time  of  entermg  and  leaving  ;  excess  of  liquor  is 
expressed  at  the  point  of  exit  by  means  of  a 
pair  of  squeezing  rollers.  In  case  it  is  desired 
to  give  the  pieces  two  or  more  '  dips  '  in  the 
same  vat,  they  are  stitched  together,  end  to  end, 
so  as  to  form  a  continuous  band,  and,  after 
leaving  the  vat,  are  passed  up  and  down  over  a 
series  of  loosely  running  wooden  rollers  (which 
are  usually  placed  immediately  above  the  vat 
in  order  to  economise  space)  for  a  sufficient 
length  of  time  to  allow  of  the  oxidation  of  the 
indigo  white  before  they  re-enter  the  vat. 

The  reason  why  indigo  white  should  be  taken 
up  from  its  aqueous  solution  by  the  cotton  fibre 
is  imperfectly  understood.  It  has  been  sug- 
gested that  it  is  a  case  of  mutual  precipitation 
between  colloids,  but  as  it  has  been  definitely 
shown  (see  above)  that  indigo  white  lacks  some 
of  the  most  essential  properties  of  a  colloid,  this 
theory  cannot  hold  good.  In  any  case,  the 
affinity  of  indigo  white  for  cotton  is  but  slight 
as,  when  once  taken  up,  it  can  be  completely 
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removed  by  continued  washing  with  cold,  air- 
free  water,  whereas  a  boiling  solution  of  dilute 
caustic  soda  removes  it  from  the  fibre  almost 
instantaneously.  The  affinity  of  indigo  white 
for  cotton  appears  to  be  similar  in  character 
to  that  of  tannic  acid  for  this  fibre  (Knecht  and 
Nair,  ibid.  1912,  28). 

If  the  cotton  to  be  dyed  in  indigo  or  other  vat 
dyes  has  been  previously  mercerised,  darker 
shades  are  obtained  than  on  untreated  cotton. 
The  same  applies  with  regard  to  indigo  and 
certain  indigoid  dyestufEs  if  the  cotton  has  been 
previously  dyed  manganese  bronze  or  has  been 
steeped  for  some  time  in  strong  nitric  acid  (see 
Mekobkisinq).  In  the  latter  case,  the  increase 
in  depth  is  due  in  a  greater  measure  to  partial 
nitration  of  this  fibre  than  to  the  mercerising 
effect  of  the  acid. 

Indigo  dyed  on  cotton  is  sometimes  associ- 
ated with  other  colours.  Thus,  if  a  light  shade 
of  indigo  is  '  topped '  or  subsequently  dyed 
chrome  yellow,  pleasing  and  very  fast  shades  of 
green  result.  The  old-fashioned  '  fast  black  ' 
was  obtained  by  a  combination  of  a  heavy  shade 
of  indigo  and  catechu  brown.  The  dyeing  of  a 
black  of  this  description  was  practised  by  the 
Inoas  of  Peru  previous  to  the  Spanish  invasion. 

Indigo  dyed  on  cotton  is  usually  regarded 
as  fast  to  waishing  and  to  light.  Strictly  speak- 
ing, however,  these  qualities  are  only  relative, 
for  by  repeated  washing  in  soap  or  continued 
exposure  to  light,  the  ocuour  (especially  in  light 
shades)  gradually  fades.  But  in  fading  it 
always  retains  the  characteristic  colour  of  indigo 
and  does  not  change,  as  is  the  case  with  most 
other  blues,  to  an  imsightly  grey  or  drab.  It 
is  noteworthy  that  the  fastness  of  indigo  to  light 
may  be  considerably  enhanced  by  treating  the 
dyed  fabric  for  a  few  minutes  in  a  boiling  dilute 
solution  of  copper  sulphate. 

In  Egypt,  Persia,  India,  China,  Japan,  and 
other  Eastern  countries,  where  dyeing  is  still 
almost  entirely  a  household  industry,  fermenta- 
tion vats  are  generally  used  for  cotton  dyeing. 
Such  vats  are  occasionally  used  in  this  country 
for  the  dyeing  of  goods  for  certain  markets. 
The  fermentation  vat  imparts  a  certain  pecuUar 
smell  to  the  goods  dyed  in  it,  and  unless  they 
possess  this  smell,  the  natives  in  some  markets 
wiU  not  accept  them  as  indigo-dyed. 

The  dyeing  of  wool  with  indigo  differs  from 
the  dyaing  of  cotton  in  that  whereas  cotton  is 
invariably  dyed  cold,  the  temperature  of  the 
vat  for  wool  dyeing  must  be  maintained  at  from 
60°  to  55°.  Another  point  of  difference  is  that  in 
the  case  of  wool,  the  time  of  immersion  in  the  vat 
has  to  be  much  longer  than  in  the  case  of  cotton. 

For  wool  dyeing,  especially  where  fermenta- 
tion vats  are  usecf  natural  indigo  is  generally 
preferred  to  the  artificial  product. 

Only  one  of  the  vats  generally  used  in  cotton 
dyeing  can  be  used  with  advantage  in  wool 
dyeing,  viz.  the  hydrosulphite  vat.  This  is  set 
with  indigo,  sodium  hydrosulphite  and  am- 
monia. •  Although  the  cost  of  working  this  vat 
is  greater,  as  far  as  materials  are  concerned, 
than  that  of  the  fermentation  vats,  this  is  more 
than  compensated  by  its  greater  output.  It  is, 
however,  only  suitable  foe  light  to  medium 
shades  of  blue. 

The  fermentation  vats,  of  which  a  consider- 
able variety  are  in  us(  in  different  countries  and 


sometimes  in  one  and  the  same  country,  mig&t 
appear  at  first  sight  to  depend  for  theit  action 
upon  different  principles.  But  it  is  probable 
that  in  all  cases  the  action  depends  upon  a 
bacterial  decomposition  (butyric  acid  fermenta- 
tion) of  the  carbohydrates,  in  which  hydrogen 
is  generated.  Various  substances  containing 
carbohydrates,  such  as  bran,  flour,  sugar, 
treacle  or  dates,  are  used  along  with  lime, 
potash,  or  soda  for  the  purpose.  The  setting 
and  management  of  fermentation  vats  require 
considerable  skill  and  experience,  and  in  all 
large  works  these  matters  are  under  the  sole 
control  of  the  '  blue  dyer,'  upon  whose  intelli- 
gence and  efficiency  the  prosperity  of  the  works 
largely  depends. 

The  fermentation  vat  mostly  used  in  this 
country  is  the  so-called  woad  vat,  which  is  set  in 
a  vessel  having  a  capacity  of  from  1600  to 
3000  gals,  with  indigo,  woad,  bran,  madder  and 
hme,  the  temperature  being  maintained  at  60°. 
The  fermentation  will  have  set  in,  as  a  rule,  in 
from  three  to  five  days,  and  the  vat  will  then  be 
ready  for  use.  Once  set,  a  woad  vat  simply 
requires  replenishing,  from  time  to  time,  with 
the  necessary  additions  of  indigo,  lime,  and  bran, 
and  may  remain  in  use  continuously  for  many 
years.  It  should  be  explained  that  in  this  vat, 
the  woad,  which  in  former  times  (before  the 
introduction  of  indigo  from  India)  was  the  only 
indigo-bearing  dyestuff  used  in  this  country  and 
on  the  Continent,  now  acts  solely  by  virtue  of 
the  bacteria  which  it  contains,  for  in  com- 
mercial woad  there  is,  at  the  present  day,  no 
indigotin,  the  whole  of  the  colouring  mattei 
having  been  destroyed  by  bacterial  action. 

Dyed  on  wool,  indigo  resists  the  action  of 
light  better  than  when  dyed  on  cotton. 

The  disulphonio  acid  of  indigotin,  which  is 
obtained  by  heating  the  dyestuff  to  about  100° 
with  excess  of  concentrated  sulphuric  acid,  is 
known  commercially  as  indigo  extract  or, 
in  the  form  of  its  sodium  salt,  as  indigo 
carmine.  It  dyes  wool '  at  the  boil '  from  a  bath 
containing  sulphuric  acid  and  Glauber  salt  a 
much  brighter  shade  of  blue  than  that  obtained 
in  the  vat,  but  the  colour  is  neither  fast  to  light 
nor  to  soap,  and  goods  so  dyed  cannot  be  classed 
as  being  dyed  with  indigo. 

Silk  is  seldom  dyed  in  the  indigo  vat,  al- 
though fast  and  pleasing  shades  can  be  obtained 
in  this  way. 

Indigo  in  printing.  In  textile  printing, 
notably  in  calico  printing,  indigo  may  be  re- 
garded as  the  most  important  individual  dye- 
stuff  in  use  at  the  present  time.  This  is  partly 
due  to  the  favour  which  it  finds  with  the  public 
as  being  pleasing  to  the  eye  and  relatively  fast, 
and  partly  to  the  variety  of  styles  to  which  it 
lends  itself  in  this  branch  of  textile  colouring. 
Effects  are  obtained  with  indigo  in  printing  in 
three  entirely  different  ways,  viz.  by  direct 
printing,  T)y  the  discharge  process,  and  by  the 
resist  process. 

In  direct  printing,  the  indigo  is  not  printed 
on  to  the  fabric  in  the  reduced  condition  (a  ■ 
process  which  would  obviously  suggest  itself 
at  once  to  any  one  acquainted  with  its  properties 
and  its  application  in  dyeing)  owing  to  practical 
difficulties  which  this  mode  of  appUcation  en- 
tails. The  process  in  actual  use  is  the  so-called 
glucose  |>rocess,  in  which  glucose  and  caustia 
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Boda  servo  aa  the  roduoins.  agent.  The  pieces 
are  first  prepared  by  padding  in  a  solution  of 
glucose  and  are  then  dried.  The  finely  ground 
indigo  is  made  up  with  strong  caustic  soda 
thickened  with  maize  starch  and  British  gum. 
This  is  printed  on  to  the  prepared  calico  and  the 
goods  are  run  through  a  rapid  ager  containing 
air-free  moist  steam,  the  time  required  for  this 
treatment  being  about  half  a  minute.  During 
the  steaming,  the  indigo  Is  reduced  to  indigo 
white  which  dissolves  in  the  caustic  soda  and 
penetrates  into  the  fibres.  By  subsequent 
exposure  to  air,  the  indigo  white  slowly  oxidises 
back  to  mdigo  blue.  The  operations  of  pre- 
paring in  glucose  and  drying  may  be  dispensed 
with  by  adding  to  the  printing  colour  a  suitable 
reducing  agent  such  as  the  formaldehyde  com- 
pound of  sodium  sulphoxylate  (hydrosulphite 
N.F.).  This  has  no  action  on  indigo  in  the  cold, 
but  reduces  it  on  steaming  for  two  to  three 
minutes.  The  goods  are  then  exposed  to  the 
air  as  in  the  glucose  process. 

In  the  discharge  process,  which  lends  itself 
to  a  greater  variety  of  effects,  the  whole  piece  is 
first  dypd  to  the  required  depth  of  blue  in  the 
vat  and  the  colour  is  then  removed  locally  either 
by  destroying  it  by  means  of  oxidising  agents  or 
by  reducing  it  to  the  leuco  compound  and  re- 
moving this  by  means  of  boiling  dilute  alkali. 
The  former  process,  which  is  the  one  chiefly  em- 
ployed, consists  in  printing  sodium  chromate, 
suitably  thickened,  on  to  the  blue  fabric.  After 
printing,  the  goods  are  run  through  a  warm 
solution  of  sulphuric  and  oxalic  acids,  when  in 
consequence  of  the  liberation  of  chromic  acid, 
the  indigo  is  oxidised  to  isatin  and  this  is  re- 
moved in  the  subsequent  washing,  a  'white 
pattern  on  a  blue  ground  resulting.  For  coloured 
discharges,  the  chromate  is  mixed  with  albumen 
and  a  suitable  pigment,  such  as  vermilion  or 
chrome  yellow,  and  the  goods  are  run,  after  being 
printed,  through  the  mixture  of  acids  at  a 
temperature  high  enough  to  coagulate  the 
albumen.  The  fixation  of  the  pigment  and  the 
destruction  of  the  indigo  thus  take  place  simul- 
taneously. The  process  is  capable  of  many 
modifications.  Thus,  in  order  to  obtain  a 
bright  scarlet  on  a  blue  ground,  the  indigo  dyed 
fabric  is  padded  first  with  an  allcaline  solution 
of  3-naphthol,  dried  and  printed  with  a  colour 
containing  diazotised  j)-nitranihne  and  sodium 
dichromate.  The  p-nitraniline  red  thus  formed 
resists  the  action  of  the  chromic  acid  formed 
when  the  pieces  are  run ,  through  acid  and  a 
bright  red  on  a  blue  ground  results. 

Indigo  may  also  be  discharged  by  printing 
on  sodium  nitrate  and  running  the  goods  through 
warm  sulphuric  acid  of  100°Tvv.  (Freiberger's 
process). 

In  the  reduction  discharge  process,  the  pieces 
are  printed  with  the  formaldehyde  compound 
of  sodium  sulphoxylate  with  or  without  the 
addition  of  a  catalyst  such  as  anthraquinone. 
They  are  then  steamed  in  the  rapid  ager  to 
reduce  the  indigo  and  immediately  run  through 
a  boiling  bath  of  caustic  soda,  soda  ash,  or  sodium 
silicate.  The  indigo  white  is  thus  completely 
removed  and  there  is  no  tendering  of  the  dis- 
charged places,  as  is  invariably  the  case  when 
Hhe  chromate  discharge  is  used.  In  place  of 
Bulphoxylates,  titanous  thiocyanate  may  be 
used  f  01  this  class  of  discharge. 


In  the  resist  process,  the  fabric  is  first  printed 
with  a  mechanical  or  chemical  '  resist,'  an.d  is 
then  dyed  in  the  vat.  Wherever  the  resist  has 
been  printed  no  colour  is  fixed,  and  a  white 
pattern  on  a  blue  ground  results.  In  the  Sast, 
and  also  to  some  extent  in  European  print 
works,  wax  is  used  as  the  resist.  After  dyeing 
it  is  removed  by  soap  and  alkali.  When  the 
goods  are  handled  (as  in  dyeing)  after  the  wax 
has  been  printed  on,  the  latter  cracks  in  places 
so  that  in  the  dyeing  some  of  the  indigo  liquor 
penetrates  through  the  fissures,  with  the  result 
that  fine  blue  veins  are  afterwards  seen  in  the 
pattern.  This  defect  is  characteristic  of  all  true 
Battick  work,  which  the  modem  printers  are  at 
pains  to  imitate.  The  resist  mostly  used  at  the 
present  time  is  a  very  thick  colour  containing 
copper  sulphate,  lead  nitrate,  and  China  clay, 
usually  thickened  with  flour  and  British  gum 
and  with  or  without  the  addition  of  such 
mechanical  resists  as  tallow  or  rosin.  As  with 
the  wax  resist,,  the  dyeing  is  best  conducted  in 
the  sunc  vat. 

By  increasing  the  amount  of  lead  nitrate  in 
this  resist  so  as  to  exceed  its  equivalent  in 
copper  sulphate,  and  running  the  goods  aften 
dyeing  through  sodium  dichromate,  lead  chrom- 
ate is  formed  in  the  resisted  parts  and  a  yellow 
pattern  on  a  blue  ground  results. 

Vat  Dyes  other  than  Indigo. 

Although  it  has  long  been  known  that  indi- 
rubin  (an  isomeride  of  indigotin  which  occurs  in 
almost  all  natural  indigos)  can  be  dyed  in  the 
same  manner  as  indigo,  it  has  never  found  any 
technical  application,  partly  on  account  of  the 
shade  it  yields  being  undesirable  and  partly  ion 
other  reasons.  Indophenol,  which  was  dis- 
covered in  1882  by  Koechlin  and  Witt^  is  also  a 
vat  dye,  and  although  it  was  a  commercial 
article  in  the  90's  it  was  never  much  used, 
mainly  because  it  produced  loose  colours,  and  it 
is  now  entirely  obsolete. 

The  enormous  development  in  the  vat  colour 
industry  that  has  taken  place  during  the  last 
lew  years  may  be  traced,  on  the  one  hand,  to  the 
discovery  of  indanthrene  blue  by  Bohn  in  1901, 
and  on  the  other  hand  tothe  synthesis  of  thio- 
indigo  red  by  Friedlander  in  1905.  At  the  present 
time  there  are  well  over  one  hundred  individual 
dyestuffs  which  may  be  strictly  classed  as  vat 
dyes,  without  taking  into  account  the  large 
number  of  sulphide  colours  {q.v.)  which,  in  a 
sense,  might  also  be  classed  as  vat  dyes.  It 
would  obviously  be  out  of  place  to  embody  the 
whole  of  our  present  knowledge  of  the  vat  dyes 
in  this  work,  as  that  would  require  an  amount 
of  space  which  would  not  be  commensurate  with 
the  general  interest  attaching  to  the  subject. 
In  the  following,  it  will  therefore  be  uiider- 
stood  that  the  examples  given  are  only  typical 
of  the  various  classes.'  For  further  inforlnation 
on  the  subject  of  vat  dyes,  see  Engi,  Chcm.  Zeit. 
1908,  1178;  Bohn,  Ber.  1910,  987;  Staeble, 
Chem.  Zeit.  1910,  731  et  seq. ;  Friedliindcr,  ibid. 
1911,  640;  Masera,  Farber-Zedt.  1911,  336;' 
Grandmougin  and  Battegay,  Els.  Text.  Bl.  1910, 
Malloch,  J.  Soc.  Dyers,  1910,  26 ;  Ermen, 
ibid.  1910,  56  and  236;  E.  de  Barry  Baniett, 
ibid.  1913,  183;  Knecht,  Rawson  and.Loewen- 
thal,    A    Manual    of    Dyemg ;    Knecht    and 
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Fothergill,    The    Principles    and    Practice    of 
Textile  Fiipting. 

These  vat  dyes,  other  than  indigo,  may  be 
classed  under  two  headings,  viz.  as  (o)  indigoid 
dyestuffs,  and  (&)  anthraquinonoid  dyestuffs. 
The  former  come  into  the  market  under  various 
trade  names  such  as  indigos  of  various  brands,  • 
thioindigos  (Kalle  &  Co.),  helindone  colours' 
(Meister  Lucius  &  Briining),  ciba  colours  (Soo. 
of  Chem.  Ind.,  Basel);  while  the  latter  are 
generally  classed  as  indanthrene  colours 
(Badische  Co.),  algole  colours  (F.  Bayer  & 
Co.)  or  cibanon  colours  (Soc.  of  Chem.  Ind., 
Basel).     V.  Indigoid  DrESTUFrs,  Vol.  III. 

The  bromo  derivatives  of  indigotin  are 
brought  into  the  market  under  different  designa- 
tions, such  as  indigo  pure  R.B.N.,  ciba  blue, 
indigo  K2B,  and  generally  yield,  in  dyeing  and 
in  printing,  either  redder  or  greener  shades  of 
blue  than  indigo  itself,  according  to  the  amount 
of  bromine  which  they  contain.  Thus,  indigo 
2R  is  5  bromindigo,  ciba  blue  2B  is  5:7:5':  T- 
tetrabromindigo,  and  indigo  KG  consists  mainly 
of  4 : 5 : 7  : 4' :  5' :  7'-hexabromrndigo.  The  6  : 6'- 
dibromindigo  synthesised  by  Friedlander,  and 
sho^vn  by  him  to  be  identical  with  the  Tyrian 
purple  of  the  ancients,  is  not  a  commercial 
article. 

Of  homologues  of  indigo,  the  7  : 7'-dimethyl 
indigo  (Indigo  G)  and  naphthindigo  (Ciba 
Green  G)  are  so  far  the  only  commercial  repre- 
sentatives. 

Thioiridigo  red    B  or  thionaphthene  indigo 

CeH,<^g°>C=C<<^gO>CeH. 

was  discovered  in  1905  by  Friedlander  and 
is  obtained  by  fusing  o-carboxyphenylthio- 
glycoUic  acid  with  caustic  potash.  The  dis- 
covery of  this  product  marks  the  beginning  of  a 
new  era  in  the  history  of  organic  colouring 
matters,  for  it  opened  up  a  new  field  and  has 
already  resulted  in  the  introduction  of  a  large 
number  of  new  and  valuable  vat  dyes.  Like 
artificial  indigo  and  most  other  commercial  vat 
dyes,  thioindigo  red  B  comes  into  the  market  in 
the  form  of  a  20  p.c.  paste.  The  pure  colouring 
matter  is  readily  obtained  from  the  dried  paste 
by  crystallisation  from  benzene  or  toluene  and 
is  obtained  in  well-defined  dark  red  crystals. 
Its  solution  in  benzene  is  red  and  shows  a 
characteristic  intense  yellow  fluorescence.  In 
concentrated  sulphuric  acid  it  dissolves  with  a 
bluish-green  colour ;  but  on  pouring  the  solu- 
tion into  water,  the  original  dyestuff  separates. 
By  warming  with  fuming  sulphuric  acid,  it  is 
sulphonated  and  the  soluble  sulphonic  acid  thus 
obtained  dyes  wool  from  an  acid  bath  a  bluish 
shade  of  red.  Unlike  indigo,  thioindigo  red  is 
not  affected  by  oxidising  agents,  remaining  un- 
affected by  chromic  acid,  alkaline  ferrocyanide 
and  bleaching  powder ;  whilst,  on  the  other  hand, 
it  is  more  readily  reduced  than  indigo.  It  has 
been  shown  that  the  reduction  of  thioindigo  red 
to  its  leuco  compound  is  analogous  to  that  of 
indigo,  two  molecules  of  hydrogen  or  their 
equivalent  being  required  for  one  molecular 
weight  of  the  dyestuff  (Knecht,  J.  Soc.  Dyers, 
1906,  156).  Like  indigo  white,  the  leuco  com- 
pound dissolves  readily  in  caustic  alkalis,  form- 

'  Some  helindone  colours  (especially  browns  and 
yellows)  are  anthraQuinoQoid  in  cliaracter. 


<^^>C.H,<CgO>C=a<^S°>CeH,<^ 


ing  a  yellow  vat  from  which  it  is  takeH  up  by 
the  cotton  fibre,  the  red  reappearing  on  exposure 
to  the  air. 

Of  derivatives  of  thioindigo  red,  the  following 
may  be  mentioned : 

Thioindigo   red   B.O   (diohlorthionaphthens 

indigo)  C8H3Cl<^^>C=C<'^s^>C.H3Cl;  thio- 
indigo red  3  B  (dichlordimethylthionaphthene 
indigo) 

CH, 

a 

thioindigo  violet  2B  (dichlordimethyldimethoxy- 
thionaphthene    indigo) ;    thioindigo    orange    B 
(6  :  6'-diethoxythionaphthene  indigo) ;  and  thio- 
indigo gray  (7  : 7'-diaminothioindigo) 
Thioiridigo  scarlet  K 

C.H.<^gO>C=C<^g>C.H. 

obtained  by  the  action  of  hydroxythionaphthene 
on  isatin  may  be  regarded  as  a  hemi-thioindigo. 
When  acted  upon  by  bromine  in  sulphuric  acid 
solution  it  yields  a  dibromo  derivative  which  is 
placed  on  the  market  under  the  name  of  thio- 
indigo violet  K.  The  tribromo-6-amino  deriva- 
tive represents  thioindigo  brown  G. 

Ciba  scarlet  0  (also  known  as  thioindigo 
scarlet  2G)  is  a  non -nitrogenous  product,  ob- 
tained by  the  condensation  of  hydroxythio- 
naphthene with  acenaphthene  quinone  and  has 
the  constitution 

OO  /CO— f^ 

CeH.<^S^>C=/  I       I 

/~ 
\_. 

By  the  bromination  of  this  dyestuff,  Ciba  red  B 
results. 

Of  other  indigoid  dyestuffa,  mention  may  be 
made  of  Ciba  yellow,  which  is  obtained  by  boiling 
indigo  with  benzoyl  chloride  and  copper  powdej 
and  to  which  the  constitution 

I CH— I 

I 

CaHj 
has  been  ascribed. 

Alizarin  indigo  3iJ,  obtained  by  the  con» 
densation   of   a-naphthol  with  o-isatinchloride, 
is    supposed    to   possess  the    following   oriho- 
quinonoid  structure 
O 


\/ 


\  = 


-CO 


C<jjjj]>C,H, 


and  is,  in  a  sense,  also  indigoid  in  character. 
The  corresponding  derivative  of  a-hydroxyan- 
thranol  is  known  as  helindone  blue  30N. 

The  indigoid  dyestuffs  all  behave  very  much 
like  indigo  towards  reducing  agents,  i.e.  they 
yield  leuco  compounds  (corresponding  to  indigo 
white)  which  dissolve  readily  in  caustic  alkalis, 
and  in  this^  condition  show  afSnity  for  the 
textile  fibres.  The  affinity  of  the  different  dye» 
stuffs  for  the  cotton  fibre  varies,  however,  in 
each  case,  so  thfit  their  successful  applioatipI^, 
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ftspeoially  tn  the  ptoduotion  ot  mixed  shades, 
requires  a  considerable  amount  of  practical 
experience.  The  reducing  agent  employed  for 
these  colouring  matters  (in  fact  for  aU  vat  dyes 
other  than  indigo)  is  invariably  sodium  hydrosul- 
phite,  for  although  it  is  not  the  most  economical, 
it  is  the  most  effective  and  convenient  reagent 
for  the  purpose  and  yields  vats  which  are  free 
from  sediment.  In  principle,  the  dyeing  of 
cotton  with  these  dyestuffs  is  the  same  as  the 
dyeing  of  indigo  in  the  hydrosulphite  vat.  The 
range  of  shades  obtainable  contains  almost  every 
colour  of  the  spectrum,  and  some  of  these  vie  in 
brilliancy  with  the  basic  colours.  Most  of  the 
colours  are  characterised  by  gieat  fastness,  and 
are  in  this  respect  superior  to  indigo.  Hitherto 
no  indigoid  black  has  been  produced. 

Although  originally  applied  to  dyeing  and 
printing  on  cotton  and  other  vegetable  fibres, 
methods  have  been  dev'sed  by  which  these 
colouring  matters  can  be  successfully  applied 
in  wool  dyeing,  by  substituting  ammonia  for 
the  caustic  soda  in  the  vat  or  neutralising  the 
effect  on  the  fibre  of  the  caustic  soda  by  the 
addition  of  some  soluble  oil  (see  H.  Kammerer, 
J.  Soc.  Dyers,  191.3,  68). 

In  calico  printing,  the  indigoid  dyestuffs  can 
be  apphed  by  methods  similar  to  those  employed 
for  indigo,  with  the  exception  of  the  chromic 
acid  discharge,  which  cannot  be  used  owing  to 
these  dyestuffs  being  either  not  affected  at  afl  by 
chromic  acid,  on  the  one  hand,  or  yielding  im- 
perfect discharges  on  the  other.  They  can, 
however,  be  discharged  by  means  of  the  form- 
aldehyde compound  of  sodium  hydrosulphite. 
For  further  information  on  the  use  of  these 
colours  in  caUco  printing,  see  N.  Evans,  J.  Soo. 
Dyers,  1913,  144. 

Anthraquinonoid  dyes.  The  first  of  these 
dyestuffs  brought  into  the  market  was  indan- 
threne  blue,  a  product  formed  by  the  action  of 
molten  caustic  potash  on  jS-ammoanthraquinone, 
and  possessing  the  constitution 

\/\no/\A. 


NH 

NH  I       „Q 


\Aco/\/ 

It  is  a  dark  blue  compound  insoluble  in  water, 
dilute  acids,  alkalis  and  most  ordinary  organic 
solvents.  It  can,  however,  be  obtained  in  well- 
defined  crystals  from  its  solution  in  quinoline  or 
by  sublimation.  Powerful  oxidising  agents  con- 
vert it  into  the  azine  (containing  2  atoms  of 
hydrogen  Jess),  but  this  is  readily  reconverted 
into  the  dyestuff  by  the  action  of  reducing 
agents.  Acted  upon  by  hydrosulphite  in  pre- 
sence of  an  excess  of  caustic  soda,  indanthrene 
blue  yields  a  blue  vat  from  which  cptton  and 
other  vegetable  fibres  can  be  dyed  in  exceedingly 
fast  shades  of  blue.  The  composition  of  the 
leuco  compound  of  indanthrene  blue  is  not 
known  with  certainty,  but  it  is  evident  from  the 
behaviour  of  anthraquinone,  alizarin  and  the 
non-nitrogenous  anthraquinonoid  dyes  that 
leduotion  takes  place  in  the  —CO—  group, 
Vol.  y.—T. 


resulting    in    the    formatlort    at    compounds 
analogous  to  hydroxyanthranol 

or  dihydroxyanthranol 

^•H*<CH(OH)>*^»^« 
according  to  the  extent  of  the  reduction.  To 
what  extent  the  four  — CO^  groups  of  indan- 
threne blue  su/.er  reduction  in  the  formation 
of  a  '  vat '  is  n/jt  known  at  the  present  time,  and 
this  applies  ak /!>  to  the  other  anthraquinonoid  dyes. 

Halogen  (derivatives  (CI  and  Br)  of  indan- 
threne blue  ars  also  commercial  articles  and  yield 
in  dyeing  greener^shades  of  blue  which  are  faster 
to  bleaching  powder  than  ordinary  indanthrene 
blue  (t).  Indanthrene). 

FlavarUirene  or  indantJirene  yellow  is  formed 
as  a  by-product  in  the  manutacMte  of  indan- 
threne blue,  but  is  obtained  in  much  better 
yield,  according  to  D.  R.  P.  138119,  by  the 
oxidation  of  jB-aminoanthraquinone  with  anti- 
mony pentaohloride  in  boiling  nitrobenzene,  or 
by  the  action  of  manganese  peroxide  in  nitric 
acid  •solution  (D.  R.  P.  141355).  Flavanthreno 
has  been  shown  to  possess  the  constitution 

I       I  I        I 

I       I        I       I 

\/\co/\/ 

and  comes  into  the  market  in  the  form  of  a 
yellow  paste.  With  caustic  soda  and  hydro- 
sulphite (or  other  reducing  agents)  it  yields  a 
deep  cobalt-blue  vat  from  which  cotton  takes 
up  the  leuco  compound  and  is  dyed,  after 
exposure  to  the  air,  a  fast  yellow.  The  halogen 
derivatives  of  flavanthrene  dye  redder  shades 
than  flavanthrene  itself. 

By  the  condensation  of  alizarin  with  2  : 3-di- 
aminoanthraquinone,  a  compound  having  the 
following  constitution 


10 

CO     1 

\/\ 

I    I 
\/ 

is  obtained,  halogen  derivatives  of  which  come 
into  the  market  under  the  names  cUyol  blue  and 
algol  green. 

That  nitrog  and  ensulphur  are  not  essential 
constituents  of  vat  dyes  is  shown  by  the  fact 
that  pyranthrone  or  indanthrene  golden  orange  G 
CO 


r 
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obtained  by  the  eondensatlon  of  two  molecules 
of  2!2'-clim6thyl-l:l'-dianthraquinonyl  behaves 
in  escactly  the  same  manner  towards  reducing 
agents  and  in  dyeing  as  the  other  vat  dyes  of  this 
Eeries.  By  the  introduction  of  halogens  into 
this  dyestuff.the  shade  is  altered,  towards  red. 
Thus,  the  brominated  product  represents  indan- 
threne  scarlet  6. 

By  the  alkaline  condensation  of  two  benz- 
anthione  {or  benzanthronequinoUne)  molecules, 
vat  dyes,  are  obtained,  the  simplest  representa- 
tive of  which  {violanthrene  or  indanthrene  violet) 
is  represented  by  the  constitution 


r, 


n/'YX. 


which,  when  nitrated,  yields  indanthrene  si^'een 
(D.  R.  PP.  172609,  185221). 

Some  of  the  dyestuffs  of  this  scries  are 
derivatives  of  aminoanthraquinones  and  are 
represented  by  comparatively  simple  constitu- 
tional formulae.  Thus,  algol  ydlow  N.Q  is 
o-benzoylaminoanthraquinone 

Pf.      NH-C0C,H5 

\/\ai/\y 

whilst  dgol  pink  R  is   the  benzoyl  derivative 
of  a  hydroxyaminoanthraquinone 

OH 


A 


./^°\/\ 


.1     II' 

It  is  noteworthy  that  the  atylaminoanthra- 
qninones  do  not  act  as  vat  dyes  for  cotton, 
although  some  of  them  are,  in  the  form  of  their 
sulphonic  acids,  valuable  wool  dyes.  In  this 
connection  it  may  be  mentioned  that  whereas 
alizarin  is  quantitatively  reduced  by  titanous 
chloride  in  presence  of  Rochelle  salt  to  dehydro- 
alizarin,  alizarin  orange  cannot  be  reduced 
further  than  to  ^-aminoalizarin. 

The  anthraquinonoid  dyes  are  employed  in 
cotton  dyeing  much  in  the  same  way  as  the 
indigoid  dyes.  Generally  speaking,  they  require, 
however,  a  much  larger  amount  of  caustic  soda 
in  the  vat  and  are  not  dyed  cold,  but  at  a,  tem- 
perature of  60°-60°.  In  dyeing  light  shades, 
the  dyebath  is  generally  exhausted  under  these 
conditions.  After  dyeing,  the  goods  are  soaped 
hot,  a  process  which  in  most  cases  considerably 
enhances  the  brilliancy  of  the  colour.  With 
some  of  the  colours,  the  fastness  to  bleaching 
powder  is  increased  by  steaming  under  pressure 
alter  dyeing.  Although  no  black  anthra- 
quinonoid dyestuff  is  known,  a  black  of  extra- 
ordinary fastness  can  be  obtained  on  cotton  by 
dyeing  it  first  indanthrene  green  and  then  sub- 

{'ecting  the  dyed  material  to  the  action,  of 
teaching  powder.  The  colours  obtained  with 
the  dyes  of^the  anthraquinoid  series  are  generally 


somewhat  fastet  to  light  than  thosS  ofctamed 
with  the  indigoid  dyes.  They  are  not  appUcable 
to  wool  dyeing  owing  to  the  necessity.of  keeping 
the  vat  strongly  alkaline  'with  caustic  soda, 
with  the  inherent  risk  of  damaging  or  destroying 
the  fibre. 

In  calico  printing,  the  anthraquinonoid  dyes 
are  largely  used  for  some  of  the  best  classes  of 
work.  The  usual  method  of  using  the  indan't 
threne  colours  is  to  print  a  colour  containing 
the  vat  dye,  stannous  chloride,  ferrous  sulphate 
and  thickening,  and  after  drying  to  pass  rapidly 
through  a  hot  strong  solution  of  caustic  soda. 
The  fixation  may  also  be  effected  in  one  opera- 
tion by  using  a  printing  colour  containing  the 
vat  dye,  hydrosulphite-formaldehyde  and  soda 
ash,  after  which  the  goods  are  steamed  for 
5-7  mins.  in  air-free  steam.  The  glucose  pro- 
cess, as  described  for  indigo,  is  also  applicable 
to  vat  dyes  in  general. 

By  the  introduction  of  the  vat  dyes  the 
public  demand  for  fast  colours,  especially  in 
dyed  and  printed  cotton  and  linen  fabrics,  has 
been  met,  and  it  is  now  possible  to  obtain  by 
means  of  them  almost  any  shade  fast  to  washing, 
light,  perspiration,  rubbing,  and  even  bleaching 
powder.  It  should,  however,  not  be  taken  for 
granted  that  a  vat  dye  is  of  necessity  a  fast 
colour.  Those  on  the  market  have,  however, 
generally  been  carefully  tested  and  selected  by 
the  makers  and  usually  possess  this  attribute. 
Many  of  the  vat  dyes  are  so  fast  that  they  can 
be  put  through  the  full  bleaching  process  for 
cotton  pieces  without  suffering  any  material 
diminution  of  intensity  and  brilliancy,  and  ad- 
vantage is  taken  of  this  in  the  production  of 
white  fabrics  with  coloured  stripes  or  figures. 
Whereas  it  was  formerly  necessary,  in  order  to 
obtain  these  effects,  to  bleach  both  warp  and 
weft  before  weaving,  the  bleaching  is  now 
effected  in  the  piece  and  considerable  economy 
is  thus  effected.  With  the  exception  of  indigo, 
the  vat  dyes  are.  still  too  expensive  to  admit  of 
their  being  employed  for  any  but  the  best  class 
of  work.  This  is  due  in  part  to  the  high  cost  of 
manufacture,  but  more  especially  to  the  fact 
that  most  of  them  are  tinctorially  weak,  as  com- 
pared with,  for  instance,  the  basic  and  direct 
cotton  colours.  Even  indigo  itself  shows  this 
drawback,  but  most  of  the  other  vat  dyes  show 
it  to  a  much  greater  extent. 

For  the  identification  of  the  vat  dyes  in  dyed 
and  printed  fabrics,  see  A.  G.  Green  and  G.  H. 
Frank  (J.  Soo.  Dyers,'  1910,  83),  also  G.  E, 
Holden  (ibid.  1909,  47).  Indigo  can  readily  be 
distinguished  from  the  other  vat  blues  by  dis- 
solving the  fabric  in  warm  SO  p.c.  sulphuric 
'acid.  The  solution  is  poured  into  water  and 
filtered  through  a  small  asbestos  filter.  After 
washing  and  drying,  the  residue  on  the  filter 
is  heated  to  about  100°  with  concentrated 
sulphuric  acid  and  again  poured  into  water  and 
filtered.  Under  these  conditions,  the  indigoi  is 
sulphonated  and  passes  into  the  filtrate  with 
a  bright  blue  colour,  whereas  the  other  vat 
blues  remain  unaffected.  E.  K. 

VAUQUELINITE.  Native  lead  and  copper 
chromate, 

VEGETABLE  BUTTER  «,  Bassia  oils  ;  also 
Oils,  fixbd,  and  tats. 

VEGETABLE  ETHIOPS.    A  form  of  char- 
coal obtained  by  the  incineration  of  Fuci, 
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VEGETABLE   FATS  v.  Oils,  fixed,  and 

FATS. 

VEGETABLE  IVORY.  The  fruit  of  Phyt- 
eUphas  macrocarpa  (Ruiz,  and  Pav.)  found  in 
Columbia,  South  America. 

VEGETABLE  PARCHMENT  v.  Parchment 
paper,  art.  Cblluiose. 

VEGETABLE  SPERMACETL    Insect  wax,  v. 

VEGETO-ALKALOIDS.  The  vegetable  alfca- 
loids  are  nitrogenous  carbon  compounds  poaaess- 
ing  basic  properties.  They  occur  in  plants, 
usually  as  the  salts  of  organic  acids.  The 
greater  number  of  them  contain  carbon,  hydro- 
gen, nitrogen,  and  oxygen,  but  in  a  few  cases 
oxygen  is  absent,  e.g.  nicotine,  coniine.  Chemi- 
caUy  the  vegetable  alkaloids  belong  almost 
entirely  to  six  groups  :  (1)  derivatives  of  piperi- 
dine,  e.g.  nicotine,  coniine  ;  (2)  derivatives  of  a 
condensed  pyrrolidine — piperidine  nucleus,  e.g. 
hyoscyamine,  cocaine ;  (3)  derivatives  of 
quinoline,  e.g.  quinine,  strychnine  ;  (4)  deriva- 
tives of  ««oquinoline,  e.g.  papaverine,  corydaline, 
morphine,  thebaine  j  (5)  derivatives  of  cyclic 
nuclei  containing  2  nitrogen  atoms,  e.j.  caffeine, 
theobromine,  pilocarpine ;  (6)  derivatives  of 
aliphatic  amines,  e.g.  choline. 

The  discovery  of  these  bodies  is  due  to  the 
German  pharmacist,  Sertiimer,  who,  about  the 
year  1807,  isolated  from  opium  a  basic,  salt- 
forming  substance,  to  which  he  gave  the  name 
'  morphium.'  The  principal  physiological  action 
of  opium  was  found  to  be  exerted  by  this 
substance,  which  is  now  called  morphine.  The 
isolation,  from  other  medicinal  plants,  of  similar 
compounds  capable  of  producing  the  physio- 
logical effect  of  the  plants  themselves  quickly 
followed  the  discovery  of  morphine,  and  in  the 
next  few  years  strychnine  and  brucine  were 
isolated  from  Strychnos  Nux-vomica  seeds,  and 
quinine  and  cinclionine  from  cinchona  bark  by 
Pelletier  and  Caventou.  The  first  volatile 
alkaloid,  coniine,  was  obtained  from  hemlock 
in  1827  by  Giesecke,  and  in  the  following  year 
nicotine  was  described  by  Posselt  and  Riemann. 
At  the  present  day  a  very  large  number  of 
vegetable  alkaloids  are  known,  and  the  list  is 
being  extended  every  year. 

Distribution  and  mode  of  loimatlon.  Plants 
yielding  alkaloids  are  widely  distributed  through- 
out the  vegetable  kingdom,  but  it  is  remarkable 
that  of  the  two  great  sub-divisions  of  flowering 
plants,  viz.  monocotyledons  and  dicotyledons, 
the  former  yield  very  few  alkaloids,  the  great 
majority  being  derived  from  dicotyledonous 
plants.  In  the  latter  sub-division  certain 
orders  are  poor  in  alkaloids,  e.g.  Labiates, 
and  Qraminacece,  whilst  the  SanunculacecB, 
Solanaeece,  and  Papaveracece  are  typically  rich 
in  alkaloids.  The  gymnosperms,  ferns,  and 
fungi  furnish  few  alkaloids,  and  the  algse  and  the 
mosses  are  devoid  of  such  constituents. 

Two  chief  views  have  been  held  as  to  the 
function  of  alkaloids  in  plants  :  (I)  that  they  are 
ultimate  products  of  metabolism,  and  (2)  that 
they  are  plastic  materials  capable  of  further 
utilisation  by  plants  in  which  they  occur ;  but 
the  whole  of  the  recorded  facts  cannot  be 
accounted  for  by  either  theory. 

The  proportion  of  alkaloid  generally  reaches 
its  maximum  when  the  plant  is  mature. 

Alkaloids    are    distributed   throughout   the 


various  members  of  a  plant,  being  found  in  the 
leaves,  flowers,  and  seeds,  as  well  as  in  the  root 
and  bark,  but  the  amounts  found  in  the  different 
parts  may  show  great  variation.  Whep  a 
plant  dies  down  after  flowering,  the  alkaloid 
often  accumulates  in  the  root,  whilst  during  the  . 
growth  of  a  tree  the  alkaloids  appear  to  be 
gradually  deposited  in  the  bark,  .  and  have, 
therefore,  been  compared  to  the  excreta  of 
animals. 

Very  little  is  known  as  to  the  actual  mode 
in  which  alkaloids  are  formed  in  plants.  It 
has  been  suggested  that  they  may  originate  in 
(1)  decomposition  of  proteins,  (2)  in  the  con- 
densation of  pyrones  with  ammonia  to  form 
pyridine  derivatives,  (3)  in  the  condensation  of 
ketones  and  aldehydes  with  ammonia.  The 
experimental  investigation  of  the  natural  mode 
of  formation  of  alkaloids  is  beset  with  the 
great  difficulty  that  the  intermediate  com- 
pounds, the  precursors  of  alkaloids,  are  present 
only  in  minute  quantity,  and  are  hard  to  separate 
unchanged  from  the  various  plant  constituents 
with  which  they  are  associated  (c/.  Czapek, 
Biochemie  der  Pflanzen,  1905,  ii.  267 ;  Pictet, 
Arch.  Soi.  phys.  nat.  1905,  243,  329  ;  1906,  244, 
389  ;  Tunmann,  Arch.  Pharm.  1910,  248,  644 ; 
Winterstein  und  Trier,  Die  Alkaloide,  1910, 
263). 

Plants  often  contain  several  alkaloids, 
which,  however,  are  generally  found  to  be  more 
or  less  closely  related  in  chemical  structure. 

Method  of  extraction.  Various  processes  are 
employed  for  the  extraction  of  alkaloids  from 
plants,  the  nature  of  tho  process  depending 
partly  on  the  properties  of  the  alkaloid  which 
has  to  be  extracted,  and  partly  on  the  nature  of , 
the  other  substances  which  occur  with  it. 
In  the  older  processes  the  finely  powdered  part 
of  the  plant  (root,  bark,  &c.)  was  exhausted  by 
percolating  it  with  dilute  sulphuric  or  hydro- 
chloric acid,  which  decomposed  the  natural 
organic  salt  of  the  alkaloid,  forming  a  sulphate 
or  hydrochloride  readily  soluble  in  water.  Tho 
alkaloid  was  precipitated  by  the  addition  of  an 
alkali  to  this  solution  ;  or  th^lant  was  incorpo- 
rated with  lime  or  magnesia  to  liberate  the 
alkaloid,  and  the  dry  mass  exhausted  with  a 
suitable  solvent,  generally  alcohol.  Now  that 
it  is  known  how  readily  some  alkaloids  are 
hydrolysed  and  otherwise  altered  by  strong 
acids,  the  use  of  mineral  acids  has  been  aban- 
doned except  in  a  few  cases,  and  where  extraction 
with  an  acid  medium  must  be  resorted  to, 
dilute  solutions  of  acetic  or  tartaric  acid  are 
employed.  In  general  the  natural  alkaloidal  salts 
are  now  extracted  directly  with  alcohol  or  other 
organic  solvent,  and  after  the  solvent  has  been 
distilled  off,  water  or  very  dilute  sulphuric  acid 
is  added,  and  from  this  solution  the  alkaloid  is 
liberated  by  the  addition  of  a  weak  alkali,  and 
extracted  by  means  of  an  indifferent  solvent, 
such  as  chloroform  or  ether,  from  which  it  may 
be  recovered  by  distilling  off  the  solvent.  From 
such  residues  the  pure  alkaloid  is  obtained  by 
fractional  orystallisatioii  of  suitable  derivatives. 
In  the  cases  of  certain  very  stable  alkaloids 
admixture  of  the  plant  with  lime  or  magnesia 
and  extraction  of  the  dry  mixture  with  an  . 
organic  solvent  can  be  safely  employed,  and  in 
other  cases  (e.j/.  caffeine  in  tea)  extraction  with 
boiling  water  may  be  resorted  to.     Ammonia  or 
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ah  alkali  bicarbonate  irlo  be  recommended  for 
precipitating  alkaloids  in  place  of  potash  or  soda. 
The  use  of  animal  charcoal  for  decolorising 
alkaloidal  solutions  requires  caution,  since  some 
alkaloids  adhere  to  this  substance,  more 
especially  when  they  are  in  the  free  state. 

When  the  alkaloid  is  volatile  the  parts  of 
the  plant  are  mixed  with  very  dilute  alkali  and 
steam  distilled;  the  liberated  alkaloid  condenses 
with  the  steam,  and  may  be  extracted  with  a 
suitable  solvent  from  the  aqueous  distillate. 

Further  information  respecting  the  extraction 
of  alkaloids  from  plants  will  be  given  in  con- 
nection with  the  account  of  each  alkaloid. 
The  worker  should  also  consult  the  original 
memoirs  there  referred  to. 

PuriQeation  and  separation  ot  alkaloids.  An 
alkaloid  having  been  isolated  in  a  pure  state 
(i.e.  free  from  non-alkaloidal  substances),  it  is 
necessary  to  obtain  evidence  of  its  being  a  single 
substance  before  its  composition  and  properties 
are  investigated.  This  may  be  done  by  crystal- 
lising the  alkaloid  or  one  of  its  salts  in  several 
fractions,  the  properties  of  each  fraction  being 
examined ;  they  should,  of  course,  be  identical 
if  the  alkaloid  is  homogeneous.  The  melting- 
point  is  conveniently  made  use  of  for  this  pur- 
pose, or,  when  this  is  not  sharply  defined,  some 
other  physical  property,  e.g.  rotatory  power,, 
solubility,  &c.  The  so-called  colour  reactions 
are  of  very  little  value  for  this  purpose. 

In  oases  where  a.  distinctive  physical  property 
cannot  be  found,. combustions  must  be  made  of 
the  different  fractions  in  order  to  determine 
whether  their  composition  is  identical.  The 
auriohlorides  have  frequently  proved  useful  as  a 
means  of  characterising  and  purifying  alkaloids, 
since  these  compounds,  as  a  rule,  are  easily  pre- 
pared, crystallise  well,  and  melt  sharply,  each  at 
a  different  temperature,  even  when  the  alka- 
loids themselves  are  closely  related.  An  auri- 
chloride  having  been  obtained  of  constant 
melting-point, .  i.e.  not  changed  by  recrystallisa- 
tion,  the  corresponding  alkaloid  may  be  re- 
generated from  it  by  precipitating  the  gold  from 
it,  suspended  or  (^ssolved  in  water,  with  the 
slightest  possible  excess  of  hydrogen  sulphide, 
filtering,  expelling  any  trace  of  hydrogen  sul- 
phide, and  then  recovering  the  alkaloid  from  the 
solution  of  the  hydrochloride  in  the  usual 
manner.  For  further  information  concerning 
the  methods  of  separating  and  characterising 
allraloids,  see  Dunstan  and  Read  on  the  alkaloids 
of  Japanese  aconite  (CJhem.  Soc.  Trans.  1900, 
77,  45) ;  Dunstan  and  Brown  on  hyoscyamine 
in  Hyoscyamus  muticus  (Ldnn.)  (ibid.  1899,  75, 
72) ;  Watt  on  the  alkaloids  of  Senecio  latif alius 
(Banks  and  Soland)  (ibid.  1909, 95, 466) ;  Jowett 
on  the  alkaloid  of  Aconitum  heterophyllum  (Wall.) 
{ibid.  1896,  69,  1518). 

Physical  and  chemical  characters  and  con- 
stitution of  the  vegetable  alkaloids.  The  vege- 
table alkaloids  are,  in  general,  solid  substances, 
most  of  them  being  crystalline.  A  small 
number  are  liquid  (ooniine,  nicotine,  pilocarpine, 
&o.) ;  some  of  these,  being  volatile,  distil  with 
water,  although  alone  they  boil  at  much  higher 
temperatures,  often  without  appreciable  decom- 
position. The  crystalline  alkaloids  generally 
melt  with  decomposition,  but  suiBciently  sharply 
to  permit  of  the  melting-point  being  used  for 
tbeii  identification. 


Most  of  the  vegetable  alkaloids  ate  Opticslly 
active.  The  greater  number  are  Isevorotatory, 
A  few  are  dextrorotatory,  notably- aoonitine, 
pilocarpine,  and  oinohonine.  A  few  of  the 
alkaloids  are  optically  inactive,  e.g.  piperine, 
berberine,  and  papaverine.  The  alkaloidal  salts 
generally  exhibit  the  same  kind  of  optical 
activity  as  the  alkaloids  themselves  ;  but  the 
salts  of  the  Isevorotatory  nicotine  and  narcotine 
are  dextrorotatory,  wliilst  the  dextrorotatory 
aconitine  furnishes  Isevorotatory  salts. 

The  majority  of  the  vegetable  alkaloids  are 
insoluble,  or  very  sparingly  soluble  in  water ; 
their  best  solvent  is  alcohol.  Usually  they  are 
also  dissolved  by  chloroform,  less  generally  by 
ether,  benzene,  or  amyl  alcohol,  sometimes  by 
light  petroleum.  Their  aqueous  solutions  are 
frequently  strongly  alkaline  to  litmus,  and  pre- 
cipitate hydroxides  from  solutions  of  metallic 
salts.  Certain  of  the  alkaloids,  e.g.  morphine, 
are  soluble  in  alkali  hydroxides. 

Like  ammonia,  the  vegetable  alkaloids  com- 
bine directly  with  acids  to  form  salts,  which  are 
usually  crystalline,  and  often  soluble  in  water 
or  alcohol,  but  generally  insoluble  in  chloroform 
or  ether. 

In  their  combinations  with  acids  the  alkaloids 
nearly  always  act  as  monacidio  bases,  even  when 
they  contain  two  atoms  of  nitrogen  in  the 
molecule,  that  is  to  say,  they  unite  in  only  one 
proportion  with  acids  to  form  stable  salts.  To 
this  rule,  however,  notable  exceptions  exist, 
especially  among  the  cinchona  alkaloids ;  e.^. 
quinine  is  a  diaoidic  base.^ 

The  ordinary  salts  will  be  alluded  to  later 
in  connection  with  the  particular  alkaloids. 
Attention  will'  be  directed  here  to  certain 
alkaloidal  compounds,  which  are  important  in 
connection  with  the  detection  and  identification 
of  the  vegetable  allcaloids. 

Auric  chloride  AuCl,  combines  with  the 
hydrochlorides  of  the  allsaloids,  forming  well- 
defined  aurichlorides,'  usually  composed  of  one 
molecule  of  the  alkaloidal  hydrochloride  and  one 
molecule  of  auric  chloride,  B-HCl-AuClj.  These 
compounds  are  frequently  sparingly  soluble  in 
water,  and  are    thrown    down  as  pale-yellow 

'  The  nomenclature  of  alkaloidal  salts  is  in  a  very 
unsatisfactory  state.  They  were  originally  named  after 
the  similar  compounds  of  ammonia,  viz.  nydroohlorate, 
sulphate,  nitrate,  etc.  These  names  have  long  ceased 
to  he  used  for  the  ammonia  compounds,  which  are  now 
regarded  as  salts  of  '  ammonium,'  viz.  ammonium  chlor- 
ide, ammonium  sulphate,  etc.  No  analogous  change 
has,  however,  been  made  In  the  names  of  alkaloidal 
salts,  the  salts  ot  morphine,  for  example,  being  still 
called  morphine  hydrochlorate  (or  hydrochloride),  mor- 
phine sulphate,  etc.,  and  not  morphium  chloride, 
morphium  sulphate,  etc.  The  only  change  that  has 
been  made  is  to  alter '  hydrochlorate,'  not  Into '  chloride,' 
but  into  'hydrochloride,'  which  has  the  advantage  of 
indicating  that  the  compound  contains  the  entire 
molecule  of  hydrochloric  acid,  and  in  this  respect 
differs  from  the  metallic  chlorides.  This  reform  has 
been  extended  to  the  '  hydriodates '  and  'hydro- 
bromates,'  which  are  now  called  '  hydriodides '  and 
'  hydrobromides.'  It  has  not,  however,  been  applied 
to  the  other  salts  (sulphate,  nitrate,  etc.),  which,  though 
similarly  constituted,  are  not  termed  'bydrosulphatei,' 
'  hydronitrates,'  etc. 

'  Compounds  of  the  alkaloidal  hydrochlorides  with 
auric  chloride  will  be  called  auri-chipridet,  the  corre- 
sponding compounds  with  platinic  chloride,  platini- 
chlorides^  and  with  mercuric  cliloride,  mercuri-t^lorides. 
A  compound  of  the  alkaloid  itself  with  auric  chloride 
will  be  termed  an  auric  chloride  compound^  or  simply 
(for  example)  pilocarpine  auric  chloride,  and  the 
similar  mercurio  chloride  compound,  pilocarpine  mercuria 
chloride. 
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precipitates,  when  an  aqueous  solution  of  auric 
chloride  is  mixed  with  an  aqueous  solution  of 
the  alkaloidal  hydrochloride.  Sometimes  the 
auriohlorides  are  soluble  in  water.  They  may  be 
crystallised  from  their  solution  in  alcohol  or 
water  acidulated  with  hydrochloric  acid.  As 
has  been  pointed  out  already,  these  crystalline 
compounds  melt  sharply,  and  are  often  useful 
in  characterising  alkaloids.  They  are  also 
conveniently  employed  in  ascertaining  the 
formula-weights  of  the  alkaloids,  the  gold  being 
determined  by  ignition.  In  cases  where  neither 
the  alkaloid  nor  one  of  its  ordinary  salts  can  be 
crystallised  or  readily  obtained  pure,  the  per- 
centage composition  of  the  alkaloid  may  be 
arrived  at  from  the  results  of  the  combustion 
(tf  the  pure  aurichloride.  When  only  small 
quantities  of  material  are  available,  it  is  possible 
to  determine  the  composition  of  the  auri- 
chloride without  losing  the  alkaloid,  by  the 
following  process.  A  weighed  quantity  of  the 
aurichloride  (0-5-1  grm.)  is  dissolved  or  finely 
suspended  in  water,  and  decomposed  by  the 
gradual  add  ition  of  a  very  slight  excess  of  aqueous 
hydrogen  sulphide.  The  resulting  precipitate 
of  gold  sulphide  is  washed,  dried,  ignited,  and 
the  residue  of  gold  weighed.  The  filtrate  and 
washings  are  made  alkaline  with  ammonia,  and 
the  alkaloid  extracted  by  agitation  with  chloro- 
form or  ether  ;  the  residue  of  alkaloid  left  on 
the  evaporation  of  the  solvent  is  dried  and 
weighed.  The  alkaline,  aqueous  solution  is 
now  strongly  acidified  with  nitric  acid,  and  the 
chlorine  precipitated  with  silver  nitrate  in  the 
ordinary  manner  and  weighed  as  silver  chloride. 

Auric  chloride  combines  with  the  alkaloids 
themselves,  as  well  as  with  their  hydrochlorides, 
forming  auric  chloride  compounds  B-AuCl,, 
which  are  stable  crystalline  salts  composed  of  one 
molecule  of  the  alkaloid  and  one  of  auric  chloride. 
They  are  obtained  by  mixing  together  alcoholic 
solutions  of  the  alkaloids  and  auric  chloride. 
The  determination  of  the  melting-point  and 
composition  of  these  compounds  furnishes  an 
additional  means  of  characterising  certain 
alkaloids.  So  far  these  compounds  have  only 
been  prepared  from  a  few  alkaloids  (Dunstan 
and  Ince,  Chem.  Soc.  Trans.  1891,  59,  271 ; 
Hardy  and  Calmels,  Bull.  Soc.  chim,  1887,  [ii.] 
48,  220),  but  there  is  reason  to  believe  that  they 
are  obtainable  from  many  of  the  vegetable 
alkaloids. 

Aurichloro  derivatives  of  caffeine  and  certain 
of  the  ben'zaconines  have  been  obtained.  They 
are  produced  from  the  aurichlorides  by  the  loss 
of  2  mol.  props,  of  hydrogen  chloride,  and  may 
therefore  be  regarded  as  derived  from  the  alkaloid 
by  the  replacement  of  one  atom  of  hydrogen 
by  the  group  AuClij  (Dunstan  and  Shepheard. 
Chem.  Soc.  Trans.  1893,  63,  201  ;  Dunstan  and 
Harrison,  ibid.  1893,  63,  443;  Dunstan  and 
Bead,  ibid.  1900,  77,  57). 

Bismuth  iodide  or  cadmium  iodide  dissolved 
in  aqueous  potassium  iodide  precipitates  alka- 
loids, and  may  be  used  as  a  general  alkaloidal 
reagent  like  iodine  solution  or  Mayer's  reagent 
{see  below). 

Iodine,  dissolved  in  aqueous  potassium  iodide 
precipitates  the  solutions  of  most  alkaloidal 
gaits,  and  may  be  used  as  a  general  reagent  tor 
the  detection  of  alkaloids.  The  precipitate  is 
reddish-brown  when  the  apJution  is  dilute,  but 


in  strong  solutions  this  precipitate  at  once 
aggregates  to  a  greenish-black  mass.  The  pre- 
cipitates consist  of  the  periodides  of  the  alkaloids 
(B'HI'Ij  or  -Ij).  Many  of  them  crystallise  well 
from  alcoholic  solution,  the  crystals  being  green 
by  reflected,  and  red  by  transmitted,  light.  The 
alkaloids  may  be  recovered  from  these  periodides 
most  safely  by  dissolving  the  latter  in  aqueous 
sodium  thiosulphate,  then  adding  excess  of 
ammonia,  and  shaking  out  the  alkaloid  with 
ether  or  chloroform  (Dunstan  and  Ransom, 
Pharm.  J.  1883-4,  [iii.]  14,  623). 

Mercuric  chloride  also  forms  double  salts  with 
certain  alkaloids. 

Mercuric  iodide  dissolved  in  aqueous  potas- 
sium iodide  (Mayer's  reagent)  produces  an 
abundant  yellowish- white,  flocculent  precipitate 
of  indefinite,  composition,  in  solutions  of  nearly 
all  alkaloidal  salts,  and  for  this  reason  is  one  of 
the  best  general  reagents  for  detecting  alkaloids 
(Mayer,  Chem.  News,  1863,  7,  159).  The  pre- 
cipitation of  an  alkaloid  by  this  reagent  is  often 
quite  complete  if  certain  precautions  are  taken, 
the  character  of  which  varies  with  different 
alkaloids,  some  being  completely  precipitated 
only  when  the  alkaloidal  solution  is  neutral, 
others  requiring  that  the  solution  shall  be 
faintly  acid  to  complete  the  precipitation,  while 
a  few  alkaloids  are  only  precipitated  by  this 
reagent  from  a  strongly  acid  solution.  Although 
the  precipitates  (double  iodides  of  mercury  and 
alkaloids)  produced  by  this  reagent  have  not  a 
constant  composition,  yet  the  quantity  of  a 
known  alkaloid  contained  in  a  given  solution 
may  be  volumetrically  estimated  by  its  means, 
the  precipitatory  power  of  a  cubic  centimetre 
of  the  solution  under  prescribed  conditions 
having  been  previously  found  for  the  alkaloid 
in  question.  The  alkaloids  may  be  recovered 
from  these  precipitates  by  suspending  them  in 
water,  and  passing  hydrogen  sulphide  through 
the  mixture.  After  filtering  off  the  mercuric 
sulphide,  a  solution  of  the  alkaloidal  hydriodide 
is  obtained,  from  which  the  alkaloid  may  be 
liberated  and  extracted  in  the  usual  way. 

Phosphomolybdic  acid,  prepared  by  adding 
excess  of  nitric  acid  to  a  solution  of  sodium 
phosphomolybdate,  produces  a  white  precipitate 
with  solutions  of  most  alkaloidal  salts  (Sonnen- 
sohein,  Annalen,  1857,  104,  45).  Pliospho- 
tungstic  acid  acts  similarly.  Alkalis  liberate  the 
alkaloids  from  these  precipitates. 

Picric  acid  precipitates  the  solutions  of  most 
alkaloidal  salts,  and  the  yellow  piorates  may 
often  be  crystallised ;  in  very  acid  or  dilute 
solutions  the  precipitation  of  the  picrate  ia 
frequently  not  observed.  The  alkaloids  may  be 
recovered  from  the  piorates  by  decomposing 
them  with  aqueous  alkali,  and  extracting  the 
liquid  with  ether  or  chloroform. 
,  Picrolonic  acid  (4-nitro-l-p-nitrophenyl-3- 
methyl-5-pyrazolone)  in  alcoholic  solution  fur- 
nishes with  many  alkaloids  crystalline  derivatives 
of  definite  melting-point  (Warren  and  Weiss, 
J.  Biol.  Chem.  1907,  3,  327),  and  may  be  used  as 
a  means  of  identification  in  such  cases. 

Platinic  chloride  combines  with  alkaloidal 
hydrochlorides  to  form  platiniohlorides 

(B-Ha)2Pta4, 
which  are  sometimes  precipitated  when  aqiieous 
solutions  of  those  substances  are  mixed,  but  are 
generally  more  spluble  than  the  corresponding 
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aurichlorides.  They  frequently  crystallise  well, 
And  are  useful  in  determining  the  formula- 
weights  of  the  alkaloids,  the  platinum  being 
estimated  by  carefully  igniting  the  salt  and 
weighing  the  metaUio  residue. 

Tannic  acid  also  precipitates  solutions  of 
many  alkaloidal  salts. 

For  a  fuU  discussion  of  these  and  other 
alkaloidal  reagents,  see  Allen's  Commercial 
Organic  Analysis,  4th  ed.,  vol.  vi. 

Detection  ot  alkaloids.  The  presence  of  an 
alkaloid  may  be  detected  by  the  use  of  the 
general  reagents  referred  to  above,  which,  as  a 
rule,  afiord  most  delicate  indications  when 
added  to  a  slightly  acidified  solution.  The 
evidence  thus  obtained  must  be  supplemented 
by  isolation  of  the  alkaloid  and  an  examination 
of  its  chief  chemical  properties.  Many  of  the 
alkaloids  give  characteristic  colour  reactions 
when  mixed  with  sulphuric  acid  and  other 
reagents ;  these  will  be  alluded  to  later  in  con- 
nection with  each  alkaloid.  It  should,  however, 
be  remembered  that,  with  possibly  one  or  two 
exceptions,  colour  reactions  cannot  be  relied  on 
as  conclusive  proof  of  the  presence  of  a  particular 
alkaloid,  since  very  similar  colour  reactions  are 
often  given  by  more  than  one  alkaloid,  and,  on 
the  other  hand,  distinctive  colours  are  frequently 
obscured  by  the  presence  of  impurity. 

For  the  detection  and  separation  of  alkaloids 
in  toxicology  special  processes  are  used,  which 
in  principle  are  the  same  as  those  employed  to 
extract  alkaloids  from  plants,  but  are  longer, 
and  differ  somewhat  in  the  mode  of  procedure. 
The  methods  devised  by  Stas-Otto,  by  Dragen- 
dorfi,  and  by  Erdmann  and  Uslar  are  those 
usually  resorted  to.  For  details  of  these 
methods  the  following  works  should  be  con- 
sulted :  Husemann,  Toxioologie ;  Dragendorfi, 
Gerichtlioh-Chemische  Ermittelung  von  Giften ; 
Taylor's  Toxicology,  edited  by  Stevenson ; 
Wynter  Blyth,  Poisons,  their  Efiects  and 
Detection,  1909 ;  Kippenberger  (Zeitsch.  anal. 
Caiem.  1895,  34,  294). 

It  will  not  be  possible  within  the  limits  of 
this  article  to  give  an  account  of  every  known 
vegetable  alkaloid,  but  only  to  allude  to  most  of 
those  which  are  of  practical  importance  in  some 
connection  or  another,  because  they  are  manu- 
factured on  a  large  scale,  ov  are  used  largely  in 
medicine,  or  on  account  of  the  familiarity  of 
the  plants  which  yield  them,  &c.  Even  in 
these  cases  it  will  be  impossible  to  do  much  more 
than  afford  an  outline  of  the  principal  properties, 
reactions,  modes  of  preparation,  detection,  and 
estimation  of  the  most  important  alkaloids. 
Processes  for  the  extraction,  detection,  and 
estimation  of  important  alkaloids,  as  a  rule,  will 
be  somewhat  fully  described,  whilst  questions 
relating  to  their  chemical  constitution,  although 
not  exhaustively  discussed,  will,  in  important 
instances,  be  dealt  with  Eu£Bciently  to  make 
clear  the  character  of  the  evidence  that  has 
been  utilised  in  effecting  the  remarkable  progress 
of  the  last  20  years.  References  will  be  given 
to  the  original  memoirs  from  which  fuller  infor- 
mation may  be  obtained. 

Since  it  is  not  possible  to  adopt  a  chemical 
classification  of  more  than  a  few  of  the 
vegetable  alkaloids,  and  as  a  system  of  classifi- 
cation founded  on  that  of  the  plants  which 
yield   tb«iD  would  be  without  eignificapce  in 


a  chemical  dictionary,  the  principal  alkaloids 
will  be  considered  in  alphabetical  order,  except 
in  cases  where  several  alkaloids  are  furnished 
by  one  plant,  when  these  wUI,  as  a  rule,  be  con- 
sidered in  connection  with  the  principal  alkaloid. 

ACONITINE   AND   THE   AOONITE   ALKAIiOIDS. 

The  alkaloids  of  the  various  species  of 
Aconitum  which  have  been  examined  chemically, 
fall  into  two  sharply  differentiated  groups.  The 
first,  of  which  aconitine  itself  is  the  type,  includes 
a  number  of  highly  toxic  alkaloids  (the  aconi- 
tinea),  which  are  diacyl  esters  of  a  series  of 
polyhydroxy  bases  containing  four  methoxyl 
groups  {the  aconines).  The  following  '  aooni- 
tines  '  are  known  : — 

Aconitine  from  Aconitum  NapeUus  (Linn.), 

Bihltaconitxae     from     Aconitum     spicatum 
(Stapf.), 

ijidaconitine   from   Aconitum   chasmanthum 
(Stapf.), 

i/apaconitine  from  Japanese  aconite  roots, 

P«ei«iaconitine  from  Aconitum  deinorrhizum. 

It  is  probable  that  Eosendahl's  Zoy^aconitine, 
Makoshi's  jcsaconitine,  and  Dragendorff's  lyc- 
aconitine,  which  are  all  toxic,  belong  to  the 
group  of  '  aconitines,'  but  this  cannot  be 
definitely  stated  until  they  have  been  further 
investigated. 

The  second  group  contains  non-toxic  alka- 
loids tj^jified  by  atislne  and  comprises  the 
following : — 

Atisine  from  Aconitum  heterophyllum  (Wall.), 

PaZmatisine     from      Aconitum     palmatum 
(D.  Don.). 

Aconitine,  the  principal  alkaloid  of  Aconitum 
Napellua  (Linn.),  the  common  monkshood  or 
wolfsbane,  in  which  it  occurs  along  with  its 
decomposition  products, benzaconineandaconine, 
was  isolated  by  Geiger  and  Hesse  (Annalen,  1833, 
7,  276),  but  first  obtained  in  a  crystalline  state 
by  iGroves  (Pharm.  J.  1860,  [ii.]  8,  121).  Wright  . 
and  Luff  assigned  to  it  the  formula  CjjHjjOjjN 
(Chem.  Soc.  Trans.  1877,  31,  143;  1878,  33, 
151,  318),  and  later  Dunstan  and  his  collabora- 
tors (ibid.  1891,  59,  271 ;  1892,  61,  385)  adopted 
for  it  the  formula  CjaH^jOuN,  a  slight  modifica- 
tion of  that  used  by  Wright  and  Luff  (I.e.). 
Until  now  almost  all  the  work  on  crystallised 
aconitine  had  been  done  on  alkaloid  prepared 
from  the  roots  of  Aconitum  NapeUus  grown 
in  England.  In  1894  analyses  of  the  crystallised 
aconitine  of  commerce,  probably  from  roots  of 
Aconitum  NapeUus  grown  in  Germany,  were 
made  by  Freund  and  Beck,  who  assigned  to  the 
alkaloid  the  formula  CajHjjOnN  (Ber.  1894,  27, 
433),  and  their  results  were  confirmed  by 
Sohulze  (Arch.  Pharm.  1906,  244,  167),  who 
preferred  the  formula  CajHjjOjiN. 

There  are  certain  slight  but  well-marked 
differences  in  physical  constants  between 
aconitine  and  its  derivatives  from  English 
aconite  roots,  as  investigated  by  Dunstan  and 
his  predecessors  m  England,  and  those  from 
German  aconite  roots,  which  make  it  probable 
that  the  two  are  distinct.  These  differences 
are  summarised  on  p.  631. 

Schulze  has  asserted  that  the  alkaloid  from 
German  roots  must  be  identical  with  that  from 
English  roots,  since  the  two  are  crystaTlographi- 
cally  identical  (I.e.  169),  but  it  is  known  that 
idep^ity  of  crystalline  form  is  not  always  a 
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Source  of 
alkaloid 

AcoDltlne 

Benzaconine 

Composition 

M.p. 

Wd- 

B-HBr, 
m.p. 

B-HAUCI4, 
m.p. 

B'HCl,  m.p. 

B-HBr, 
m.p. 

English  loots 
German  roots 

C,3H„0kN 
C„H„0„N 

188-5° 
196*-197° 

+  10-47 

toll-lin 

alcohol 

+  12°  32' 

163° 

163* 
206° (an- 
hydrous) 

Three  forma 
a=135-5° 
j8=1520° 
7=176° 
Two  forms 
o=136° 

;8=149°-152° 

268* 

Two  forma 
a=217° 
/3==268° 

'  282° 
273° 

guarantee  of  identity  of  composition.  Indaconi- 
tine  is  almost  precisely  similar  in  crystalline  form 
to  aconitine  (Dunstan  and  Andrews,  Chem,  Soc. 
Trans.  1905,  87, 1622),  although  there  can  be  no 
doubt  that  these  two  alkaloids  are  chemically 
distinct. 

The  aconitine  of  commerce  of  the  present 
^ay  is  best  represented  by  Sohulze's  formula 
C„H,,0„N. 

Preparation,  The  nnely-powdere^  root  is 
exhausted  with  amyl  alcohol  mixed  with,  three 
times  its  volume  of  wood  spirit.  From  this 
extract  the  wood  spirit  is  distilled  under  reduced 
pressure,  leaving  the  whole  of  the  alkaloids 
dissolved  in  the  residue  of  amyl  alcohol  from 
which  they  are  removed  by  agitation  with 
dilute  (1  p.c.)  sulphuric  acid.  This  acid  aqueous 
liquid  is.  shaken  with  ether  to  remove  ether- 
soluble,  non-basic  substances,  then  made  alka- 
line with  dilute  ammonia  and  the  liberated 
alkaloids  extracted  with  ether.  The  aconine 
remains  dissolved  in  the  water,  the  aconitine 
with  some  benzaconine  passing  Into  the  ether. 
The  ethereal  solution  is  washed  with  a  small 
quantity  of  water  and  evaporated.  The  residue 
is  converted  into  hydrobromide  by  dissolving 
it  in  dilute  hydrobromio  acid,  care  being  taken 
to  avoid  excess  of  acid.  The  exactly  neutral 
liquid  is  evaporated  to  a  small  volume  and 
allowed  to  crystallise.  The  aconitine  hydro- 
bromideisrecrystallised  untilof  constant  melting- 
point,  and  then  is  converted  into  the  alkaloid 
by  the  addition  of  a  slight  excess  of  ammonia  to 
its  aqueous  solution,  the  alkaloid  being  extracted 
by  ether  in  the  usual  way.  The  washed  ethereal 
solution  is  dried  by  agitation  with  fused  calcium 
chloride  and  evaporated.  The  small  crystals, 
which  are  deposited  as  the  ether  evaporates, 
may  be  recrystaUised  from  dry  alcohol  by  the 
addition  of  ether. 

Properties.  Colourless,  anhydrous  hexagonal 
prisms,  belonging  to  the  rhombic  system  (Chem. 
Soc.  Trans.  1891,  59,  288 ;  Ber.  1894,  27,  722 ; 
Arch.  Pharm.  1906,  244,  169).  Easily  soluble 
in  chloroform  or  benzene,  less  readily  iii  absolute 
alcohol  or  ether,  very  slightly  soluble  in  water, 
almost  insoluble  in  light  petroleum.  The 
aqueous  solution  is  alkaline  to  litmus ;  m.p. 
196°-197°.  Dextrorotatory  ;  in  alcoholic  solu- 
tion [a]i,=+12°  32'.     Salts  Isevorotatory. 

Aconitine  is  a  most  powerful  poison  (Cash  and 
Dunstan,  Phil.  Trans.  1898,  190,  239).  Between 
X  and  ^  of  a  grain  has  been  recorded  as  a  fatal 
uuman  dose. 

The  ordinary  salts  of  aconitine  crystallise 
well.  The  hydrobromide  B-HBr,2iH20  is  lasvo- 
Matory,  [a]^= -30-^1" ;    m.p.    163°  Pr  ?06° 


(anhydrous).  The  hydriodide,  m.p.  226°,  is 
crystalline,  and  sparingly  soluble  in  water.  The 
aurichloride  B-HAuCl^  is  thrown  down  as  a 
pale-yellow  amorphous  precipitate  from  solu- 
tions of  the  hydrochloride  and  auric  chloride. 
It  crystallises  from  alcohol  with  3H2O  and  then 
melts  at  135-5° ;  the  anhydrous  salt  has  m.p. 
152°  (Freund,  Ber.  1894,  27,  724). 

Reactions.  When  aconitine  is  heated  at  its 
melting-point  it  loses  1  mol.  of  acetic  acid  and 
furnishes  a  new  alkaloid  pyraconitine,  and  this, 
on  hydrolysis  with  water  or  acids,  furnishes 
1  mol.  of  benzoic  acid  and  a  new  base  pyraconine. 

When  a  salt  of  aconitine  is  heated  with 
water,  a  molecule  of  acetio  acid  is  split  o£E  and 
the  alkaloid  benzaconine,  which  also  occurs  in 
aconite  roots,  and  has  been  variously  known  as 
picraconitine,  isaconitine,  napeUine,  &c.,  is 
formed.  Benzaconine,  in  turn,  by  hydrolysis 
with  alkalis  or  acids,  furnishes  1  mol.  of  benzoic 
acid,  and  the  alkaloid  aconine,  which  is  the 
final  bflsic  product  of  the  hydrolysis.  Aconitine 
is  therefore  acetyWenzoylaconine. 

%  On  treatment  with  acetyl  chloride  aconitine 
furnishes  a  triacetyl  derivative  (m.p.  207°-208°). 
When  heated  with  hydriodio  acid  it  yields  four 
mols.  of  methyl  iodide,  and  must  therefore  con- 
tain four  methoxyl  groups.  It  also  contains  a 
methyl  group  linked  to  nitrogen.  On  oxidation 
with  acid  permanganate  aconitine  yields  acetal- 
dehyde  and  oxonitine  CjjHjjOjN  (Carr,  Chem. 
Soc.  Trans.  1912,  101,  3241). 

It  is-  probable  from  the  foregoing  summarj' 

of  the  chief  reactions  of  aconitine  that  it  may  be 

regarded  as  derived  from  ev  parent  base  CjiHg^N. 

AoO^p 

BzO-^^» 

Aconitine. 

Detection  and  estimation.  The  identification 
of  the  alkaloid  is  best  accomplished  by  the 
determination  of  the  physical  constants  of  its 
characteristic  derivatives,  but  where  minute 
quantities  only  are  available  the  characteristic 
precipitate  given  with  potassium  permanganate 
(Dunstan  and  Carr,  Pharm.  J.  1896,  [iv.]  2,  122), 
and  the  peculiar  tingling  sensation  produced 
when  even  very  dilute  (1  in  4000)  solutions  of 
aconitine  are  applied  to  the  tip  of  the  tongue 
may  be  utilised,  but  these  reactions  ar6  equally 
applicable  to  the  '  aconitines  '  as  a  class.  Various 
methods  for  the  estimation  of  aconitine  in  aconite 
roots  have  been  proposed,  but,  as  a  rule,  these  esti- 
mate some  benzaconine  and  aconine  as  well  as 
aconitine,  and  are  useless  as  methods  of  deter- 
mining the  medicinal  value  of  the  roots,  since  this 
depends  essentially  on  the  amount  of  aconitine 
present,    i^conitine  itself  vaar^  b?  estimated  b^ 
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hydrolysing  it  and  determining  the  amount  of 
acetic  acid  formed,  but  this  method  cannot  be 
used  for  the  estimation  of  aconitine  in  the  plant 
since  the  latter  contains  other  substances  which 
yield  acetic  acid  (Dunstan  and  Tickle,  Pharm. 
J.  1896,  [iv.]  2,  126). 

Benzaconine  C32H4,OioN  has  also  been 
called  isa£onitine,  picraconitine,  and  napeUine 
by  various  observers.  It  occurs  with  aconitine 
in  aconite  roots,  and  may  be  isolated  from  the 
mother  liquors  from  which  aconitine  hydro- 
bromide  has  been  crystallised,  and  is  also  pro- 
duced by  heating  an  aqueous  solution  of  an 
aconitine  salt  in  a  closed  tube. 

Properties.  Amorphous,  dextrorotatory  base 
furnishing  crystalline,  laevorotatory  salts.  The 
hydrobromide  crystallises  in  prisms,  m.p.  273° 
(Schulze,  I.e.) ;  the  hydrochloride  occurs  in  two 
forms,  m.p.  217°  and  268°  (Freund  and  Beck, 
Ber.  1894, 27, 729) ;  the  hydriodide  has  m.p.  204°- 
205°.  The  aurichloride  has  m.p.  135°.  Accord- 
ing to  Schulze  {I.e.)  the  tetraoetyl  derivative  of 
benzaconine  is  identical  with  triacetylaconitine. 

With  the  removal  of  the  acetyl  group  from 
aconitine  the  characteristic  toxicity  disappears 
and  benzaconine  is  not  toxic  in  the  ordinary 
eense.  In  some  respects  its  physiological  action 
is  antagonistic  to  that  of  aconitine  (Cash  and 
Dunstan,  Phil.  Trans.  1898,  190,  239). 

AcoNiNE  C25H390,N,  the  ultimate  basic 
product  of  the  hydrolysis  of  aconitine  or  benza- 
conine is  amorphous  and  dextrorotatory,  but 
yields  hygroscopic  Isevorotatory  salts. ,  It  is 
readily  soluble  in  water,  alcohol,  or  chloroform, 
but  almost  insoluble  in  ether  or  light  petroleum. 
The  hydrochloride  B-HC1,2H20  has  m.p.  175°- 
176°,  and  the  hydrobromide  B-HBr.lJHjO, 
m.p.  225°.  The  aurichloride  is  amorphous. 
The  base  furnishes  a  crystalline  tetracetyl  deriva- 
tive, m.p.  231°-232°  (Schulze,  I.e.  1906,  244, 
177).  On  oxidation  with  permanganate  it  fur- 
nishes acetaldehyde  and  an  amorphous  base, 
but  with  chromic  acid  it  yields  methylamine  and 
two  new  bases  (OH)4C2oHi90(OMe)3NM6  and 
Ci9H2„04(OMe)3(NMe)-C02H,  the  former  an 
amino  alcohol  and  the  latter  an  amino  acid 
(Schulze,  Arch.  Pharm.  1908,  246,  281 ;  cf.  Carr, 
Proc.  Chem.  Soc.  1912, 28, 253 ;  Brady, »6)(i.  p.  289). 

Bikhaconitine  CjeHjjOuN.  The  character- 
istic alkaloid  of  Aconitum  spicaium  (Stapf.),  the 
roots  of  which  constitute  '  bikh  '-aconite  of 
North  Western  India.  It  may  be  extracted 
from  the  roots  by  a  slight  modification  of  the 
process  described  under  aconitine.  The  alka- 
loid was  isolated  and  characterised  by  Dunstan 
and  Andre\vs  (Chem.  Soo.  Trans.  1905,  87,  1636). 

Properties.  Separates  from  ether  in  button- 
shaped  masses,  m.p.  118°-123°,  or  from  alcohol 
on  addition  of  water  in  white  granules  con- 
taining IH2O,  m.p.  113°-116°.  Dextrorotatory 
([a]|0°=  + 12-21°  in  alcohol).  The  salts  are 
laevorotatory.  The  hydrochloride  B-HC1,5H20, 
m.p.  159°-161°  (anhydrous),  crystallises  and  has 
[a])j— 8-86°  (in  water) ;  the  hydrobromide 
BHBr,5H20,  m.p.  173°-175°  (anhydroiis)  is 
crystalline  and  has  [a]j,— 12-42°  ;  the  hydriodide 
B-HI,2iH20,  m.p.  193°-194°  (anhydrous),  crys- 
tallises in  needles,  and  is  sparingly  soluble  in 
water ;  the  aurichloride  B-HAuClj  crystallises 
in  canary-yeUow  needles,  m.p.  232°-233°.  Like 
3,!1  tb? '  aqpnitines  '  bjUhappnitine  is  highly  tojfio. 


Seactioiis.  Bikhaconitine  contains  six  meth- 
oxyl  groups.  When  heated  at  180°  it  loses  1 
mol.  of  acetic  acid  and  forms  pyrobiihaconitine 
(amorphous,  giving  amorphous  salts).  It  uSider- 
goes  hydrolysis  in  two  stages,  thus — 
i.  C„H„0„N+H20=C„H„Oi„N+C2H40, 

Bikhaconitine.  Veratroylbildjaconine.  Acetic  acid, 
ii.  C3,H„0,„N-fH20=C„H„0,N-fC,H,„0, 

Veratroylbilihaconine.  Bikhaconide.  Veratricacid. 
Bikhaconitine,  therefore,  resembles  pseudaconi- 
tine  {see  p.  634)  in  furnishing  veratrio  acid  in 
the  second  stage  of  its  hydrolysis.  The  alkaloid 
is,  therefore,  acetylveratroylbikhaconine,  and 
may  be  represented  thus — 

[MeO]4C2.H3,ON<^^° 

Veeatroylbikhaconinb  C,4H490,,N,  the 
first  basic  hydrolytic  product  of  bikhaconitine 
is  amorphous  and  dextrorotatory  ([a]j,=  -f  29-9° 
in  alcohol).  The  hydrochloride  and  hydro- 
bromide are  amorphous,  but  the  hydriodide 
crystallises  in  rosettes  of  needles,  m.p.  189°-190°. 
The  nitrate  forms  rosettes  of  hexagonal  prisms, 
m.p.  175°-178°.  The  aurichloride  forma  orange- 
yellow  rosettes  of  prismatic  crystals,  m.p.  145°- 
148°  (anhydrous). 

BiKHACONiNB  CjsHjjOjN,  the  fimal  basic 
product  of  the  hydrolysis  of  bikhaconitine  or 
veratroylbikhaconine.  It  is  dextrorotatory  and 
amorphous,  but  unlike  the  '  aconines  '  as  a  class, 
furnishes  well-defined  crystalline  salts.  The 
hydrochloride  occurs  in  rosettes  of  crystals, 
m.p.  125°-130°,  the  hydrobromide  in  tetragonal 
prisms,  m.p.  145°-150°,  and  the  aurichloride 

B-HAua4,3H20 
in   glistening   rhombic   plates,    m.p.    129°-132'' 
(hydrated),  or  187°-188°  (anhydrous). 

Indaconitine  034^4,0, oN  is  the  characteristic 
alkaloid  of  Aconitum  chasmanihum  (Stapf.),  a 
species  indigenous  to  India,  where  it  is  known 
as  '  Mohri.'  It  may  be  extracted  from  the 
roots  by  the  process  described  under  aconitine. 
The  alkaloid  was  isolated  and  characterised  by 
Dunstan  and  Andrews  (Chem.  Soc.  Trans.  1905, 
87,  1620). 

Properties.  Indaconitine  crystallises  in 
several  characteristic  forms,  but  can  be  obtained 
in  crystals,  which  are  almost  identical  in  form 
with  those  of  aconitine  {see  above).  It  has  m.p. 
202°-203°,  and  is  dextrorotatory  [a]j,=  -f  18°  17'. 

The  salts  crystallise  well  and  are  Isevorotatory. 
The  hydrochloride  B-Ha,3H20,  m.p.  166°-17i° 
(anhydrous),  [«]_=  — 15°  60',  forms  rosettes  of 

silky  needles ;  the  hydrobromide,  m.p.  183°- 
187?(anhydrou8),  [a]  =— 17°16',  crystallisesfrom 

water  in  large  hexagonal  prisms ;  the  auri- 
chloride B-HAuCl4,CHCl3,  m.p.  147°-152°,  forms 
rosettes  of  needles  from  chloroform  by  addition 
of  ether. 

Indaconitine  gives  a  characteristic  crystalline 
precipitate  with  potassium  permanganate,  the 
crystals  being  smaller  and  less  stable  than  those 
given  by  aconitine.  Like  aconitine,  indaconitine 
is  highly  toxic  (Cash  and  Dunstan,  Proc.  Roy. 
Soo.  1905,  B,  76,  468). 

Seactions. — Indaconitine  contains  four  meth- 
oxyl  groups.  On  hydrolysis  it  behaves  in  a 
manner  analogous  to  aconitine,  yielding  in  the 
first  stage  acetic  acid  and  indbenzacouine,  the 
latter,  op  fuftjier  hydrolj-sis,  furnishing  benzoig 
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acid  and  pseudaconine.  The  latter  is  also  the 
final  basic  hydrolytio  product  of  pseudaoonitine 
(p.^  634),  so  that  pseudaoonitine  differs  only 
from  indaconitine  in  containing  a  veratroyl 
group  in  place  of  a  benzoyl  group.  Indaconitine 
is  therefore  acetylbenzoylpseudaconine,  and  may 
be  represented  thus — 

[MeO],C,iH„0,N<^^° 

Indbenzaconinb  (Benzoylpseudaoonine) 

the  first  basic  product  of  the  hydrolysis  of 
indaconitine  is  amorphous  and  dextrorotatory, 
[a]jj  =  +33°  35',  but  furnishes  well  crystaUised, 

laevorotatory  salts.    The  hydrobromide 

BHBr,2HjO, 
m.p.  247°  (anhydrous)  forms  rosettes,  the 
hydrochloride  B-HQ,  m.p.  242°-244°,  octa- 
hedra,  and  the  auriohloride,  m.p.  180''-182°, 
orange  rosettes.  The  aurichloro  derivative,  m.p. 
234°-235°,  forms  minute  colourless  crystals. 
On  hydrolysis  with  alkalis  indbenzaconine 
furnishes  benzoic  acid  and  pseudaconine  {see 
p.  634).  As  is  the  case  with  aoonitine  the 
removal  of  the  acetyl  group  virtually  abolishes 
the  toxicity  of  kidaconitine  and  indbenzaconine 
is  scarcely  poisonous  in  the  ordinary  sense 
(Cash  and  Dunstan,  I.e.). 

PYEomDACONiTiNE  CjnHjjOsN  exists  in  two 
forms.  The  a-  form  is  produced  when  the  free 
base,  indaconitine,  is  heated  at  its  melting- 
point.  It  is  amorphous,  but  furnishes  a  crystal- 
tine  hydrobromide'  B-HBr,  m.p.  194°-198°, 
which,  like  the  alkaloid  itself,  is  dextrorotatory. 
The  auriohloride  is  amorphous.  When  indaconi- 
tine hydrochloride  is  heated  at  its  melting-point 
it  furnishes  yS-pyroindaconitine,  which  is  also 
amorphous,  but  yields  a  crystalline  hydro- 
bromide, m.p.  248°-250°. 

Japaconitine  CjjHjgOuN  is  the  characteristic 
alkaloid  of  Japanese  aconite  roots  of  commerce. 
It  may  be  prepared  from  this  source  by  the 
method  described  under  aoonitine.  According  to 
Makoslji  the  roots  of  true  Aconitum  Fischeri 
(Reichb.)  contain  jesaconitine  (see  below),  whilst 
japaconitine  is  furnished  by  the  roots  of  a  variety 
'  gro^vn  in  Hondo  (Arch.  Pharm.  1909,  247,270), 
which  Holmes  regards  as  A.  uncinatum,  var. 
japonicum.  Japaconitine  has  been  frequently 
investigated,  arid  up  to  1900  the  balance  of 
evidence  was  in  favour  of  the  view  that  it  was 
identical  with  aoonitine  (Mandelin,  Arch.  Pharm. 
1885,  223,  97,  129,  161;  Liibbe,  Inaug.  Diss. 
Dorp.  1891 ;  and  Freund  and  Beck,  Ber.  1894, 27, 
720).  The  dissimilarity  of  the  two  alkaloids  had 
already  been  asserted  by  Wright  and  Luff  (Chem. 
Soc.  Trans.  1879,  35,  387),  and  was  finally  proved 
by  Dunstan  and  Read  {ibid.  1900,  77,  45).  Their 
conclusions  have!  een  confirmed  by  Makoshi  (i.e.). 

Properties.  Forms  rosettes  of  prismatic 
needles,  m.p.  204-2°,  and  is  crystaUpgraphically 
distinct  from  aoonitine  and  pseudaoonitine. 
Dextrorotatory([a]Jf*=+23-6°  in  alcohol),  but 
furnishes  laevorotatory  salts.  The  hydrochloride 
B-HGl,3HsO,  m.p.  149°-150°,  [a]p=-23-8°  in 
water,  crystallises  from  alcohol  and  eth*  in 
rosettes  of  hexagonal  plates  ;  the  hydrobromide 
B-HBr,4HjO,  m.p.  172°-173°,  crystallises  simi- 
larly ;  the  auriohloride  exists  in  two  modifioa- 
tjpBS,  tjje   (I-  form,   m.p,   231°  i§  stable  wd 


crystallises  in  opaque,  golden-yellow  needles ; 
the  $-  form,  m.p.  154°-160°,  is  unstable  and 
crystallises  in  yellow  prisms.  The  physiological 
action  of  japaconitine  is  qualitatively  identical 
with  that  of  aoonitine  than  which  it  is  slightly 
more  toxic  (Cash  and  Dunstan,  Proc.  Roy.  Soe. 
1902,  68,  379). 

Seactions,  Japaconitine,  unlike  aoonitine, 
reacts  with  methyl  iodide  to  form  a  crystaljine 
methiodide,  and  from  this  methyljapaconitine 
CsiHjsOijN-CHj,  m.p.  206°,  rosettes  of  colourless 
needles  may  be  obtained.  Japaconitine  forms  a 
crystalline  triacetyl  derivative,  m.p.  166°,  and 
contains  four  methoxyl  groups.  When  heated 
alone  it  furnishes  1  mol.  acetic  acid  and  1  mol. 
pyrojapaoonitine  {v.  infra).  On  hydrolysis  it 
also  behaves  in  a  manner  analogous  to 
aoonitine,  giving  first  1  mol.  each  of  acetic  acid 
and  japbenzaoonine.  The  latter  may  be  further 
hydrolysed  to  benzoic  acid  and  japaconine. 
Japaconitine  is  therefore  acetylbenzoyljapaoo- 
nine,  and  may  be  represented  thus  (D.  a.  R.) — 
[HO],-.  „   „    ^„^OAc 

Japebnzaconine  Cj2Hj,0,oN,  the  first  basic 
hydrolytio  product  of  japaconitine,  also  occurs 
with  this  alkaloid  in  Japanese  aconite  roots. 
Unlike  the  analogous  benzaoonine,  it  crystallises, 
though  with  difficulty,  m.p.  183°.  Dextroro-i 
tatory   ([a]   =+40-16°  in   alcohol).     The   salts 

crystallise  well,  and  are  laevorotatory ;  the 
hydrochloride  B-HC1,H20,  m.p.  253°,  forms 
minute  rosettes ;  the  auriohloride  B-HAuClj 
crystallises  from  alcohol  and  then  melts  at  219°. ^ 
The  colourless  aurichloro  derivative 

C3,H„0,„N-Aua„ 
m.p^  178°,  forms  rosettes  of  needles  (D.  a.  R.  I.e.). 

Japaconine  C25H43O5N,  the  final  basic  pro- 
duct of  the  hydrolysis -of  japaconitine  or  jap- 
benzaoonine, is  amorphous,  and  hygroscopic  and 
yields  hygroscopic  salts,  which  crystallise  with 
diiBoulty.  Its  solutions  reduce  gold  chloride  and 
Fehling's  solution.  The  base  is  dextrorotatory 
(D.  a.  R.  I.C.). 

Pybojapaconitine  CjjHjsOgN  is  formed  by 
beating  japaconitine  at  its  melting-point  when 
1  mol.  of  acetic  acid  is  evolved.  Crystallises 
in  colourless  needles,  m.p.  167°-168°,  is  laevoro- 
tatory ([a]   =—65-89°  in  alcohol),  and  furnishes 

well-crystaUised  salts  ;  the  auriohloride 

B-HAuClj, 
m.p.  160°-161°  (from  chloroform),  or  188°-1S9° 
(from  alcohol  and  ether).  On  hydrolysis  by 
alkalis  the  base  gives  rise  to  1  mol.  benzoic  acid 
and  a  new  base  pyrojapaconine,  wliich  is  amor- 
phous, hygroscopic,  and  laevorotatory,  and 
furnishes  amorphous  salts. 

Jesaconitine  CjoHjiOuN,  isolated  by  Makoshi 
(Arch.  Pharm.  1909,  247,  251)  from  '  Bushi ' 
roots  obtained  from  a  species  of  aconite,  A. 
Fischeri  (?),  found  in  the  island  of  Hokkaido  or 
Jeso  in  Japan.  It  was  not  obtained  crystalline, 
but  a  crystalline  triacetyl  derivative,  m.p.  213°, 
was  prepared.  On  hydrolysis  jesaconitine  yielded 
benzoic  acid,  anisic  acid,  and  aconine,  identical 
with  that  obtained  from  aoonitine,  so  that  it  is 
regarded  as  benzoylanisoylacouine.  Jesaconi- 
tine is  highly  toxic  (Makoshi,  I.e.). 

Lappaconltlne  CsiH^OgN,,  obtained  by 
RoseftdaUJ  (J,  V\^xm,  O'Jjim,  1806,  [vi.]  4,  262j 
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from  the  roots  of  Aconitum  septentrionale(Koelle). 
It  -crystallises  in  hexagonal  prisms,  m.p.  205°,  is 
dextrorotatory,  shows  a,  reddish-violet  fluores- 
cence in  ether,  and  furnishes  crystalline  salts. 
On  hydrolysis  it  yields  two  bases ;  one,  m.p.  98°, 
readily  soluble,  and  the  other,  m.p.  106°,  nearly 
insoluble  in  ether ;  at  the  same  time  an  acid, 
m.p.  114°,  giving  a  purple  colour  with  ferric 
chloride,  is  produced.  Lappaconitine  is  highly 
toxic.  The  roots  also  contain  cynoctonine 
CggHggOijN:  (amorphous,  bitter,  and  much  less 
toxic  than  lappaconitine)  and  septentrionaline 
CjjHjsOsNs,  amorphous,  bitter,  and  about 
equal  in  toxicity  to  cynoctonine  (cf.  Orloff, 
P.  Z.  f.  R.  1907,  36,  213). 

Lycaconitine  CasHjjOjjNj,  obtained  by 
Dragendorff  and  Spohn  (P.  Z.  f.  R.  1884,  23, 
313)  and  later  by  SchuUe  and  Bierling  (Arch. 
Pharm.  1913,  251,  8)  along  with  myoctonine 
(CjjHjjOioNj)  and  an  unnamed  base,  from  the 
roots  of  Aconitum  Lycoctonum  (Linn.),  is  amor- 
phous and  dextrorotatory.  On  hydrolysis  with 
acids  it  furnishes  anthranoyl-lycoctonine  (Dra- 
gendorff's  lycaconine)  and  succinic  acid.  On 
hydrolysis  vnVa.  sodium  hydroxide  lycoctonine 
Cj  jHjjOjN,  HjO  and  lycoctoninic  acid  Ci,Hi  5O  jN, 
both  crystalline,  are  formed.  Lycoctonine  had 
been  found  previously  by  Hiibschmann  in  the 
roots  (J.  1857,  416  ;  1866,  483  ;  cf.  Wright  and 
Luff,  Pharm.  J.  1878-9,  [iii.]  8,  169).  All  the 
alkaloids  described  are  heart  poisons. 

Pseudaconitine  CsjHsiOiaN.  The  character- 
istic alkaloid  of  Aconitum  deinorrhizum,  the  roots 
of  which  form  Nepaul  aconite  of  commerce.  It 
may  be  extracted  from  the  roots  by  the  process 
described  under  aconitine.  Pseudaconitine  has 
been  frequently  examined  (Wright  and  Luff, 
Chem.  Soc.  Trans.  1878,  33,  151 ;  Mandelin, 
Arch.  Pharm.  1884,  222,  97,  129, 161),  and  most 
recently  by  Dunstan  and  Carr  (Chem.  Soc.  Proo. 
1895, 154  ;  and  Chem.  Soc.  Trans.  1897, 71,  350). 

Properties,  Colourless  crystals  of  rhomboidal 
shape,  m.p.  211°-212°  (deoomp.) ;  [0]^^= +18°  36' 

in  alcohol.  Readily  soluble  in  alcohol,  less  so 
in  ether,  very  slightly  in  water,  almost  insoluble 
in  light  petroleum.  The  salts  are  Isevorotatory  ; 
the  hydrobromide  JB-HBr,2H20,  m.p.  191° 
(anhydrous),  and  the  nitrate  B'HN03,3HjO, 
m.p.  192°,  are  crystalline.  The  hydrochloride 
is  amorphous,  but  the  aurichloride,  m.p.  235°- 
236°,  may  be  crystallised  from  alcohol.  Pseud- 
aconitine exerts  a  physiological  action  similar  to 
that  of  aconitine,  but  is  much  more  toxic  (Cash 
and  Dunstan,  Proc.  Roy.  Soc.  1902,  68,  379). 

Reactions.  On  heating  an  aqueous  solution 
of  a  neutral  pseudaconitine  salt  in  a  closed  tube 
at  135°  the  alkaloid  undergoes  hydrolysis, 
yielding  1  mol.  acetic  acid  and  1  mol.  veratroyl- 
pseudaconine.  The  latter  is  hydrolysed  in  the 
cold  by  sodium  hydroxide  in  alcohol,  furnishing 
1  mol.  of  veratric  acid  and  1  mol.  of  pseudaconine. 
When  heated  at  its  melting-point  pseudaconitine 
loses  1  mol.  acetic  acid  and  furnishes  pyropseud- 
aconitine.  Pseudaconitine,  in  view  of  these 
reactions,  is  to  be  regarded  as  acetylveratroyl- 
pseudaconine 

[MeO],C,,H„0,N<^Xc 

No  relatioiiship  has  yet  been  traced  between 
pseudaconine  and  aconine  <D.  a.  C.  ;  cf.  Freund 
ana  Njeaerbofhejtn.  Bev,  1§96,  S9,  6,  852). 


VEBATEOyLPSEUBACONINB  C,«H4jO,|N.  The 

first  basic  product  of  the  hydrolysis  of  pseud- 
aconitine (see,  above)  separates  in  large,  irregu- 
larly-shaped crystals  from  ether,  m.p.  199°, 
readily  soluble  in  chloroform  or  alcohol,  nearly 
insoluble  in  water  or  light  petroleum,  ia\^= 
—38°  18'  in  alcohol.  The  salts  crystallise  well ; 
the  hydrobromide  B-HBr,3HjO  in  prisms  ;  the 
nitrate  B-HNOj  in  rosettes  of  rhombic  prisms, 
m.p.  222°  and  232°  ;  the  aurichloride  B-HAuCl, 
is  amorphous  (D.  a.  C).  Veratroylpseudaconine 
is  not  toxic  (Cash  and  Dunstan,  2.C.). 

PsEnDACONruE  CjsH^iOgN,  the  ultimate 
basic  product  of  the  hydrolysis  of  pseudaconitine 
and  indaconitine  (p.  632),  forms  large  colourless 
crystals,  m.p.  94°-95°,  containing  1  mol.  alcohol 
of  crystallisation.   Dextrorotatory  ([o]  =38°  12' 

in  water).     The  salts  are  amorphous. 

PYROPSEUDACONiTmE  Cj^H^OioN.  Formed 
by  heating  pseudaconitine  at  its  melting-point, 
when  1  mol.  acetic  acid  is  evolved ;  it  is  amor- 
phous, but  yields  a  hydriodide,  crystallising  in 
prisms  (D.  a.  C.  I.e.). 

Atisine  G^^i-fi^,  the  characteristic  alka- 
loid oiAconitumlKterophynum  (Wall.)  of  Northern 
India.  It  was  first  isolated  by  Broughton  in 
1873,  and  was  subsequently  examined  by  Waso- 
wioz  (Arch.  Pharm.  1879,  214,  193),  Wright 
(Year  Book  Pharm.  1879,  422),  and  later  by 
Jowett  (Chem.  Soc.  Trans.  1896,  69,  1618). 
Atisine  is  amorphous,  readily  soluble  in  water, 
alcohol,  ether,  or  chloroform,  Isevorotatory 
([0]^^"=— 19-6°  in  alcohol).  It  yields  crystal- 
line, dextrorotatory  salts  ;  B-HCl,  prisms,  m.p. 
296°  (deoomp.) ;  B-HI,  tablets,  m.p.  279°-281° 
(decomp.) ;  Bj-HjPtCl,,  crystalline  yellow 
powder,  m.p.  229°  (deoomp.).  When  heated  with 
water  in  a  closed  tube  atisine  furnishes  a  hydrate 
C22H33O3N,  which  is  amorphous.and  yields  amor- 
phous salts.     Atisine  is  non-toxic  (Jowett,  l.c.). 

Palmatlsine.  A  colourless,  crystalline,  non- 
toxic alkaloid,  m.p.  285°,  found  in  the  roots  of 
Aconitum  palmatum  (D.  Don.),  a  species  indi- 
genous to  India  (Dunstan  and  Carr). 

Adenine.    See  under  Caffeine  (p.  642). 

Adlumine  CasHjjOijN,  crystals,  m.p.  188°, 
occurs  in  Adlumia  cirrhosa  (Rafin.)  with  adlumi- 
dine  CjoHjjOjN,  plates,  m.p.  234°,  protopine 
(p.  665),  and  ;8-homoohelidonine  (p.  645) 
■  (Schlotterbeck  and  Watkins,  Ph.  Ar.  1903. 
6,  17). 

Agmatine.    See  p.  653. 

Alstonlne.  One  of  a  series  of  ill-defined 
alkaloids  occurring  in  Alstonia  spp.  (Hesse, 
Annalen,  1880,  203,  147 ;  205,  360),  including 
alstonamine,  alstonidine,  ditai^e,  ditamine,  &e. 

Angeline  Cj„Hi,0,N(surinamine,  geofcoyine, 
andirine,  rhatanine)  is  a  methyltyrosine  (Hiller- 
Botobien,  Arch.  Pharm.  1892,  230,  513 ;  Gold- 
schmidt,  Monatsh.  1913,  33,  1379  j  34,  659), 
widely  distributed  in  plants. 

Anhalonamine,  Anhalonidine,  and  Anhalo- 
nine.    See  under  Mezcaline  (p.  656). 

Aporeine.    See  under  Rheadine  (p.  674). 

Arachine  CsH^jONg,  an  alkaloid  occurring 
with  choline  andbetaine  inearth-nut(ground-nut, 
monkey-nut)  meal  [Arachis  hypogea  (Linn.)). 
Syrup ;  the  aurichloride  and  platinichloride  are 
crystalline.  Produces  somnolence  in  frogs  and 
rabbits  (Mooser,  Landw,  VersucU-Stat;  1904,  60, 
331), 
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Abbcolink  and  thb  Alkaloids  of  Areoa 
Nuts.  ^ 

ArecoUne  CgHuOaN  is  the  chief  aUialoid  of 
areoa  nuts  {Areca  Catechu  (Linn.)).  It  is  a 
strongly  alkaline  liquid,  b.p.  220°,  which 
furnishes  crystalline  salts.  On  hydrolysis  by 
alkalis  or  acids  it  gives  methyl  alcohol  and 
arecaidine  {v.  infra).  Arccoline  is  highly  toxic 
(Meier,  Biochem.  Zeitsch.  1907,  2,  415). 
"  Aiecaidine  C;Hu02N,H20  occurs  in  areca 
nuts,  and  is  produced  by  the  hydrolysis  of 
arccoline.  It  is  crystalline,  m.p.  222°-223°, 
yields  a  crystalline  auriohloride,  and  is  non- 
toxic. In  constitution  arecaidine  is  N-methyl- 
A»-tetrahydrflnicotinio  acid,  and  has  been 
synthcsised  by  Jahns  {see  below). 

Arecaine  CjHuOjNjHaO,  the  third  alkaloid 
of  areca  nuts,  ia  isomeric  with  arecaidine.  It  is 
crystalline,  m.p.  213°  (decomp.),  neutral,  and 
gives  crystalline  salts.  It  has  the  following 
constitution : — 

NMe— CH,— CHMe 

CHj CO CO 

Arecaine. 

Guvacine  CeHgOaN,  the  fourth  alkaloid  of 
areca  nuts,  is  crystalline,  m.p.  271°-272° 
(decomp. ),  and  neutral  in  reaction.  On  methyla- 
tion  it  furnishes  arecaine  in  part,  whence  the 
latter  is  regarded  as  the  N-methyl  derivative  of 
guvacine. 

Our  knowledge  of  the  areca-nut  alkaloids  is 
chiefly   due   to    Jahns    (Ber.    1888,    21,    3404; 

1890,  23,  2972  ;  1891,  24,  2615  ;  Arch.  Pbarm. 
1892,  229,  669 ;  c/.  Willstatter,  Ber.  1897,  30, 
729  ;  and  Meyer,  Monatsh.  1902,  23,  22 ;  Wohl 
andJohnson,  Ber.  1907,  40,  4712). 

Arginine  CjHjjOjN,  is  a-amino-S-guanino- 
n- valeric  acid  (Sorensen,  Ber.  1910,  43,  643). 
Occurs  frequently  in  etiolated  embryos  of 
plants  (Schulze  and  others,  ibid.  1886,  19,  1177  ; 

1891,  24,  1098,  27.01 ;  1897,  30,  2880  ;  1899,  32, 
3191 ;  EUinger,  ibid.  1898,  31,  3183  ;  1899,  32, 
3542)  {v.  Vol.  I.  p.  289). 

Aricine  CjjHjjOjNj  is  an  alkaloid  found  in 
cusco  and  cuprea  barlts  derived  from  plants 
closely  allied  to  the  cinchonas.  Crystals,  m.p. 
188°;    Isevorotatory  [0]^,= -58-18°  in  alcohol. 

The  salts  are  crystalline  and  dextrorotatory 
(Hesse,  Annalen,  1877,  185,  320 ;  Moissan  and 
Landrin,  Compt.  rend.  1890,  110,  469). 

ArUtinic  acid  CuHjjOjN,  greenish-yellow 
needles,  m.p.  275°  (decomp.).  Occurs  with 
aristidinic  acid  CijHijOjN,  and  aristolic  acid 
CjjHiiOjN,  in  Aristolochia  argentina  (Griseb.) 
(Hesse,  Arch.  Pharm.  1895,  233,  684). 

Aristolocbine  CajHjjOijNj,  orange-yellow 
needles,  decomposing  at  215°.  Occurs  in  Aristo- 
lochia Clematitis  (linn.)  and  A.  rotunda  (Linn.). 
It  is  a  weakly  acid  base  (Pohl,  Arch.  expt.  Path. 
Pharm.  1891,  29,  282).  According  to  Hesse 
(Arch.  Pharm.  1895,  233,  684)  aristoloohine  has 
the  formula  Cj,H„0,N  and  is  a  homologue  of 
aristolic  acid  {see  under  Aristinic  acid).  The 
alkaloid  is  highly  toxic. 

Aspidospermlne  CajHjoON,  and  aspido- 
speimatine  C22H28O2N2  are  two  of  a  number  of 
alkaloids  found  in  quebracho  bark  {Aspidosperma 
Quebracho  (Sohlecht.))  (BVaude,  Ber.  1878,  11, 
2190 ;  1879,  12,  1560 ;  Hesae,  Annajen,  1882, 
gll,  249). 


Atislne.    See  under  Aconitine  (p.  634). 
Atropamine.    See  under  Atropine  (p.  637). 
Atroscine.    See  Scopolamine,  under  Atropine 
(p.  639). 

Ateopine  and  the  Solanaobous  Alkaloids. 
This  group  comprises  the  following  members, 
and  possibly  others  not  yet  fully  examined : — 

Atropine  and  hyosoyamine  Ci,Hj,OjN  ; 

jiorHyoscyamine  CjsHjiOjN; 

Apoatropine  and  belladonnine  CuHjiOaN  ; 

Tropacocaine  CisHuO^N  {see  p.  647) ; 

Scopolamine  CjjHjiOjN  ; 

Meteloidine  CiaHjiOjN. 
These  are  all  tertiary  bases  except  nor- 
hyoscyamine, and  on  hydrolysis  furnish  an 
acid  and  an  amino  alcohol.  Of  the  eight 
alkaloids  only  three  are  of  importance  in 
medicine,  viz,  atropine,  byoscyamine,  and 
scopolamine.  The  best  known  sources  of  the 
three  alkaloids  are  belladonna  {Atropa  Belladonna 
(Linn.)), henbane  {Hyoscyamus  mtjer (Linn.)), and 
stramonium  {Datura  Stramonium  (Linn.)),  all 
of  which  are  used  in  medicine.  Other  plants 
which  contain  them  in  important  quantities, 
and  either  are  or  may  be  used  commercially  as 
sources  of  the  alkaloids,  are  Hyoscyamus  muticus 
(Linn.),  H.  albus  (Linn.),  and  H.  reticulatus  (Linn.), 
Datura  Metel  (Linn.),  D.  arborea  (Linn.),  D, 
quercifolia  (H.  B.  and  K.),  Duhoisia  myoporoides 
(B.Br.),  Scopolia  camioUca  (Jacq.),  and  S. 
japonica  (Maxim.)  and  Mandragora  officinarum 
(Linn.).  As  a  rule,  at  least  two  of  the 
alkaloids,  usually  byoscyamine  and  scopola- 
mine, are  found  together  in  each  plant,  but 
H.  muticus  is  remarkable  in  containing  byoscya- 
mine without  any  admixture  of  atropine  or 
scopolamine.  It  is  probable  that  atropine 
rarely,  if  ever,  occurs  pre-formed  in  plants,  and 
the  traces  generally  found  in  the  extracted 
alkaloids  are  due  to  isomerisation  of  hyoscyamine 
either  by  frying  the  plant  or  by  the  action  of 
chemical  agents  used  for  extraction.  In  general, 
the  alkaloids  are  present  in  the  stem,  leaves, 
root,  and  seed,  and  the  amount  of  total  alkaloid 
present  in  each  of  these  parts  shows  great  varia- 
tion with  the  time  of  collection  and  the  climatic 
conditions  under  which  the  plant  was  grown. 

Preparation.  The  method  used  for.  the 
extraction  of  these  alkaloids  varies  to  some 
extent  with  the  material  employed,  but  the 
following  general  process  gives  good  results  as  a 
rule.  The  finely-ground,  air-dry  drug  is  ex- 
hausted by  percolation  with  cold  90  p.o.  alcohol, 
and  the  greater  part  of  the  solvent  removed  by 
distillation  under  reduced  pressure.  In  the  case 
of  seeds,  percolation  with  alcohol  should  be 
preceded  by  percolation  with  light  petroleum 
to  remove  oil.  The  semi-solid  extract  is  then 
treated  with  dilute  (0-5  p.c.)  hydrochloric  or 
sulphuric  acid,  until  no  more  alkaloid  is  removed. 
This  acid  liquid  is  filtered,  shaken  with  small 
quantities  of  chloroform,  if  necessary,  to  remove 
traces  of  chlorophyll,  oil,  or  other  soluble  non- 
basic  matters,  then  made  slightly  alkaline  with 
dilute  ammonia,  and  the  alkaloid  extracted  by 
means  of  chloroform.  The  latter  is  distilled  off, 
leaving,  as  a  rule,  a  clean  gum-like  residue.. 
Prom  this,  by  solution  in  chloroform  and  careful 
addition  of  light  petroleum,  hyosoyamine  may 
be  caused  to  separate  in  crystalline  form.  If 
scopolamine  is  presept  it  feinains  dtpsolv^d  19 
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the  chloroform,  and  may  be  caused  to  separate 
by  further  addition  of  light  petroleum.  The 
alkaloids  may  be  purified  by  re-crystallisation 
from  alcohol  by  addition  of  water,  when  hyoscy- 
amine  separates  first.  The  best  source  of  hyoscy- 
amine  is  the  Egyptian  plant,  Hyoscyamus 
mvticus,  since  this  contains  no  scopolamine. 

Estimation  op  Totai.  Alkaloids.  Dunstan 
and  Ransom  have  devised  the  following  methods : 

For  the  root.  Exhaust  by  hot  percolation 
20  grms.  of  the  finely-powdered  root  with  a 
mixture  of  equal  parts  of  chloroform  and 
absolute  alcohol,  which  readily  dissolves  the 
alkaloidal  salts.  Agitate  the  -solution  with 
25  c.c.  of  water,  when  the  salts  pass  into  the 
aqueous  layer,  and  the  resin,  fat,  colouring 
matter,  &c.,  remain  dissolved  in  the  chloroform. 
Repeat  this  extraction  with  water.  Wash  the 
50  CO.  of  water  with  a  little  pure  chloroform  to 
remove  adhering  impurity,  then  add  ammonia 
in  slight  excess,  and  dissolve  out  the  liberated 
alkaloids  by  agitation  with  chloroform  in  the 
usual  way.  The  residue  of  alkaloid  left  on  the 
evaporation  of  the  chloroform  is  dried  at  100° 
and  weighed  (Pharm.  J.  1883-4,  [iii.]  14,  623). 

For  the  leaves.  20  grms.  of  the  finely- 
powdered  dry  leaves  are  exhausted  with  absolute 
alcohol.  The  liqxiid  is  largely  diluted  with 
water,  acidified  with  hydrochloric  acid,  and 
repeatedly  extracted  by  agitation  with  chloro- 
form until  the  whole  of  the  chlorophyll,  fat,  &c., 
has  been  removed.  The  liquid  is  then  made 
alkaline  with  ammonia,  and  extracted  with 
chloroform,  which,  on  evaporation,  leaves  a 
residue  of  alkaloid.  This  must  be  "dried  at  100° 
before  being  weighed.  This  process  answers 
equally  well  for  stems  or  fruit  capsules,  and  for 
seeds,  if  the  latter  are  first  extracted  with  light 
petroleum  to  remove  oil  (Fharm.  J.  1885-0, 
[fii.]  16,  237). 

Extract  of  the  haves.  From  1  to  2  grms.  of 
tbe  extract  are  dissolved,  as  far  as  possible,  in 
warm  dilute  hydrochloric  acid,  any  residue  being 
extracted  with  the  dilute  acid  until  all  the 
alkaloid  has  been  dissolved.  The  acid  liquid  is 
then  extracted  with  chloroform  until  nothing 
further  is  removed,  and,  after  this  treatment, 
is  made  alkaline  with  ammonia,  and  the  free 
alkaloid  removed  by  agitating  again  with 
chloroform,  which  on  evaporation  leaves  a 
residue  of  alkaloid  that  is  dried  at  100°C.  and 
weighed  (ibid.  1885-6,  [iii.]  16,  238). 

Alcoholic  extract  of  the  root.  2  grms.  of  this 
extract  are  dissolved  as  far  as  possible  in  dilute 
hydrochloric  acid.  This  solution  is  then  treated 
as  described  under  the  leaf  extract  {ibid.  1885-6, 
[iii.]  16,  777). 

No  method  is  yet  available  for  the  quantita- 
tive separation  and  estimation  in  mixtures  of  the 
individual  mydriatic  alkaloids,  but  the 'approxi- 
mate amounts  of  each  present  maiy  sometimes 
be  determined  by  careful  fractionation  with 
gold  chloride. 

AtropineCijHjjOjN  was  first  obtained  byMein 
(Annalen,  1833,  6,  67)  from  the  root  of  Datura 
Stramonium  (Linn.),  and  called  by  him  daturine. 
Geiger  and  Hesse  obtained  it  independently 
(ifttd.  1833,5,43;  6,44;  7,  269)  from  belladonna 
root,  and  their  material  was  analysed  by  Liebig, 
who  assigned  to  it  the  empirical  formula  now 
in  use.  Atropine  is  stated  to  occur  with  hyoscy- 
BiifiB    8.})4  a  Uttlp    spopojapiinc;  jp  bplladonn^v 


and  stramonium  and  with  more  scopolamine  in 
Scopolia  japonica  (Maxim),  but  there  is  reason  to 
believe  that  the  alkaloid  does  not  exist  pre-formed 
in  plants,  although  it  may  be  produced  in  the 
course  of  preparation  by  the  action  of  alkalis 
on  hyoscyamine.  In  any  case,  the  commercial 
alkaloid  is  now  obtained  invariably  by  conversion 
of  hyoscyamine  by  the  action  of  very  dilute 
alkaU  (WiU  and  Bredig,  Ber.  1888,  21,  2797 ;  cf. 
Gadamer,  Arch.  Pharm.  1901,  239,  294). 

Properties.  Prismatic  crystals,  m.p.  115-5°. 
Readily  soluble  in  alcohol  or  chloroform,  less 
soluble  in  ether  oi  hot  water,  sparingly  soluble 
in  cold  water.  The  aqueous  solution  is  alkaline 
to  litmus,  and  has  o.  very  bitter  taste.  Atropine 
is  optically  inactive.  It  is  slightly  volatile  with 
steam  (Dragendorfi).  One  of  the  most  remark- 
able properties  of  atropine  is  that  of  causing 
dilation  of  the  pupil  of  the  eye,  a  property  which 
is  often  made  use  of  in  defecting  it  and  other 
alkaloids  of  this  group,  several  of  which  exert 
this  mydriatic  action.  A  drop  ■  or  two  of  an 
aqueous  solution,  containing  1  part  of  atropine 
in  130,000  parts  of  water,  when  introduced  into 
the  eye  of  a  cat  is  sufiicient  to.  produce  this 
effect.  When  taken  internally  atropine  is 
highly  poisonous ;  some  of  the  alkaloid  is 
apparently  excreted  unchanged  in  the  urine. 

The  ordinary  salts  of  atropine  are  iirystalline 
and  soluble  in  water.     The  sulphate 

Bg'HjSOj,!!^© 
is  commonly  used  in  medicine ;  it  forms  colourless 
needles,  m.p.  187°-188°,  194°  (dry).  The  auri- 
chloride  B-HAuCl,  appears  as  an  oily  precipitate 
when  produced  in  the  ordinary  manner.  This  soon 
solidifies  to  a  crystalline  mass,  which  may  be 
re-crystallised  from  water,  acidified  with  hydro- 
chloric acid.  The  crystals  melt  at  135°  (Laden- 
burg,  Annalen,  1880,  206,  274);  near  138° 
(Hesse,  ibid.  1892,  271,  100).  This  salt  and  the 
picrate,  m.p.  175°-176°,  are  useful  for  the 
identification  of  the  alkaloid,  since  the  corre- 
sponding salts  of  the  other  alkaloids  of  this 
group  melt  at  different  temperatures. 

Reactions  and  constitution.  Among  the 
characteristic  qualitative  reactions  of  atropine 
jnay  be  mentioned  the  production  of  an  odour 
of  heliotrope  or  of  bitter  almond  oil,  when  a 
solution  of  the  alkaloid  is  warmed  with  sulphuric 
acid  and  a  fragment  of  potassium  dichromate  or 
permanganate.  When  the  alkaloid  is  evaporated 
to  dryness  with  a  few  drops  of  fuming  nitric 
acid  a  residue  is  obtained  which  turns  violet 
(changing  to  red)  when  it  is  moistened  with 
alcoholic  potash  (Vitali,  Zeitsch.  anal.  Chem. 
1881,  20,  563).  Other  characteristic  colour 
reactions  are  described  by  Eeichard  (Chem.  Zeit. 
1904,  28,  1048).  Many  alkaloids  form  white, 
insoluble  compounds  with  mercuric  chloride, 
but  when  a  solution  of  this  salt  is  added  to  a 
dilute  alcoholic  solution  of  atropine  (not  a  salt) 
and  the  mixture  is  warmed,  a  yellowish-red 
precipitate  of  mercuric  oxide  is  thrown  down, 
and  after  a  time  a  colourless  crystalline  double 
salt  separates  from  the  solution  (Gerrard,  Pharm. 
J.  1883-4,  [iii.]  14,  718). 

Atropine  yields  an  anhydride  (apoatropine) 
[see  below)  when  heated  with  dilute  nitric  acid 
(Pesoi,  Gazz.  chim.  ital.  1881,  11,  538;  1882, 
12,  60),  which  Hesse  subsequently  isolated  from 
belladonna  root  and  named  atropamine  (Annalen, 
1892   371  .124  ;  c/.  McfcJ?,  Zejtsch,  aiia|,  Chc«)e 
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1892,  31,  229 ;  and  Hfisse,  Anilalen,  1893,  277, 
290).  Apoatropine  is  not  mydriatic.  Atropine 
readily  und.ergoes  hydrolysis  when  warmed  with 
alkalis  or  strong  acids.  By  heating  it  with  con- 
centrated hydrochloric  acid  in  a  closed  tube  at 
130°,  or  with  baryta  water  at  60°, Jt  is  com- 
pletely resolved  into  tropine  CjHijON,  and 
tropic  acid  {o-phenyl-/3-hydroxypropionic  acid) 

CHj(0H)-CH(C,H5)C00H 

C„H,30,N-|-H,0=CsH,50N+C9H,„0, 
Atropine.    ^  Tropine.      Tropic  acid. 

At  higher  temperatures  than   these,   or  after 
prolonged  heating,  the  tropic  acid  suffers  dehy- 
■  dration,  forming,  when  alkalis  are  used,  atropic 
acid  CHj :  C(C,H5)C00H. 

Tropine  CsHibON  forma  large,  colourless 
tablets,  m.p.  6iS°  ;  b.p.  229° ;  sp.gr.  1-0392  at 
76°/4°,  soluble  in  water,  alcohol,  or  ether.  It  is  a 
strong  base,  which  forms  crystalline  salts.  It  is 
poisonous,  but  does  not  dilate  the  pupil  of  the 
eye.  Tropine  and  tropic  acid  unite  to  form 
tropine  tropate  CsHisNO-CbHuOj,  and  this  salt, 
when  heated  with  dilute  hydrochloric  acid, 
loses  water  and  furnishes  atropine,  identical 
with  the  natural  alkaloid  (Ladenburg,  Annalen, 
1883,  217,  74).  Similarly,  by  heating  other 
organic  salts  of  tropine  with  dilute  hydrochloric 
acid,  dehydration  occurs,  with  production  of 
the  aoyl  derivative  of  tropine.  The  bases  thus 
formed  have  been  called  by  Ladenburg  tropeines. 
In  this  way  i-atropine  (/-tropyltropeine),  d- 
atropine  (d-tropyltropeine),  j)«ei*d!oatropine  (atro- 
lactyltropeine),  and  atropamine  (apoatropine, 
atropyltropelne)  have  been  prepared  (c/.  Wolffen- 
stein  and  Mamlock,  Ber.  1908,  41,  723 ;  and 
Wolffenstein  and  Rolle,  ibid.  1908,  41,  733). 
Several  of  the  tropeines  exert  a  mydriatic 
action.  PhenylglycoUytropeine  CigHsiOjN  has 
been  used  in  medicine  under  the  name  homa- 
tropine.  Its  mydriatic  effect  is  less  persistent 
than  that  of  atropine.  As  a  result  of  Laden- 
burg's  work  it  has  been  generally  assumed 
that  only  those  tropeines  produce  a  mydriatic 
effect  which  contain  an  alcoholic  (not  phenolic) 
hydroxyl  in  the  aromatic  acid  residue,  thus 
acetyl-,  benzoyl-,  and  salicyl-tropeines  are  not 
my^iatio,  whilst  mandelyltropeine  is  mydriatic. 
Jowetfc  and  Pyman  find  that  this  is  not  strictly 
true,  mydriasis  being  produced  by  terebyltro- 
peine  (C!hem.  Soc.  Trans.  1906,  89,  360),  and  only 
slightly  l)y  o-carboxyphenylglyceryltropeine 
(ibid.  1907,  91,  93 ;  1909,  95,  1020 ;  and  Proc. 
Int.  Cong.  Appl.  Chem.  1909)  wliich  should 
be  very  active.  Certain  tropeines  containing  a 
lactone  group  become  less  active  when  the  lactonic 
grouping  is  opened  by  the  action  of  alkali. 

lYopine  has  been  the  subject  of  numerous 
investigations  especially'  by  Ladenburg,  Merling 
and  Willstatter  culminating  in  its  synthesis  by 
the  last-named  from  suberone  as  a  starting-point 
(Ber.  1901,  34,  3163 ;  Annalen,  1903,  326,  23). 
On  the  basis  of  these  results-tropine  and  atropine 
are  now  generally  represented  by  the  following 
formulae — 

CHj— CH— CHj 

Me-N       CH-OH 

CHa— CH— CH, 
Tropine. 


CH  2 — CH — CM  3 

Me-N      CH-O-OC— CH(C,fl5)CH2  0H 

CH.^— CH— CHj 
Atropine  (tropyltropSine). 

Tropine  undergoes  a  series  of  interesting 
decompositions  under  the  action  of  various 
reagents.  The  most  interesting  of  these  are  as 
follows  :  When  heated  with  dehydrating  agents 
it  furnishes  tropidine  CjHijN  (Ladenburg, 
Annalen,  1883,  217,  177),  a  strongly  alkaline  oil, 
b.p.  162°-163°,  sp.gr.  0-9467  at  19°/4°,  which  has 
an  odour  recalling  that  of  coniine.  On  oxidation 
\vith  chromic  acid  tropine  yields  in  turn  tropinone 
CsHijON  (Willstatter,  Ber.  1896,  29,  396),  m.p. 
41°-42'',  b.p.  224°-225°,  tropinic  acid  CU^fitti 
(Merling,  Annalen,  1883,  216,  348  ;  Willstatter, 
i.e.),  and  finally  ecgoninic  acid  CjHjjOaN  [see 
under  Cocaine),  which  was  shown  by  Willstatter 
and  Bode  to  be  N-methylpyrrolidine-2-acetic 
acid  (Ber.  1901,  34,  519),  thus  proving  the 
presence  of  a  pyrrolidine  ring  in  tropine.  For  a 
detailed  account  of  the  important  researches  in 
the  tropine  series,  Schmidt's  tjber  die  Erfor- 
schung  der  Konstitution  und  die  Versuohe  zur 
Synthese.  wichtiger  Pflanzenalkaloide,  i.  1900  ; 
ii.  1904  (Enke,  Stuttgart),  should  be  consulted. 

Apoatropine  {Atropamine)  C,,H2iOjN.  This 
base  was  first  prepared  by  Pesci  (Gazz.  chim.  itaL 
1881,  11,  538;  1882,  12,  60)  by  the  action  of 
nitric  acid  on  atropine,  and  was  subsequently 
isolated  by  Hesse  from  belladonna  under  the 
name  atropamine,  the  identity  of  the  two  bases 
being  established  by  Merck  (Arch.  Pharm.  1891, 
229,  134 ;  1893,  231,  110  ;  c/.  Hesse,  Annalen, 
1891,  261,  87;  1893,  277,  290).  It  is  also 
formed  by  the  action  of  cold  sulphuric  acid  on 
atropine  or  hyoscyamine,  and  may  be  isolated 
by  pouring  the  solution  into  water  immediately. 
By  prolonged  action  of  the  acid  apoatropine  is 
converted  into  belladonnine  (v.  infra).  Apoatro- 
pine crystallises  in  prisms,  m.p.  60°,  and  furnishes 
crystalline  salts  ;  flie  hydrochloride  B-HCl,  m.p. 
237°-239°,  forms  leaflets,  and  the  aurichloride 
B-HAuCl,,  needles,  m.p.  110°-112°.  On  hydro- 
lysis with  baryta  water  it  furnishes  tropine  and 
atropic  acid,  and  it  has  been  S3nithesised  by 
Ladenburg  from  these  two  substances  and  called 
atropyltropelne  (Annalen,  1883,  217,  102). 

Belladonnine  C^HsjO^N.  This  alkaloid  is 
stated  to  occur  in  the  leaves  and  root  of  Atropa 
Belladonna  (Linn.)  (Hiibschmann,  J.  1858,  376  ; 
Kraut,  Ber.  1880, 13, 165;  Durkopf,a>ti.  1889,22, 
3183  ;  Hesse,  Annalen,  1891,  262,  100).  Accord- 
ing to  Merling  (Ber.  1884,  17,  381)  it  has  the 
formula  CuHjiOjN,  and  is  isomeric  with 
anhydro-atropine  (apoatropine),  and  this  was 
confirmed  by  Hesse  {I.e.  1892,  271,  123 ;  1893, 
277,  295),  who  stated  that  it  can  be  prepared  by 
the  action  of  (1)  sulphuric  acid  on  atropine 
or  hyoscyamine,  or  (2)  hydrochloric  acid  on 
a;tropamine  (apoatropine).  Belladonnine  is  a. 
resinous,  uncrystallisable  base,  which  is  hydro- 
lysed  with  much  greater  difficulty  than  the  other 
solanaceous  alkaloids,  yielding  tropine  CgHijON 
and  atropic  acid  (Merling),  It  appears  to  be 
devoid  of  mydriatic  power. 

Hyoscyamine  Ci,H2aO,N.  An  isomeride  o{ 
atropine.  It  is  the  xaost  common  of  the 
Bolanaceous     alkaloids,     being     the     princjpal 
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alkaloid  in  Atropa  Belladonna  (Linn.)  (Schmidt, 
Arch.  Pharm.  1905,  243,  303),  Hyoscyamus 
niger  (Linn.),  and  H.  Mna  (Linn.),  the  sole 
mydriatic  alkaloid  in  H.  mviicus  (Linn.)  (Dunstan 
and  Brown,  Chem.  Soc.  Trans.  1899, 75,  74 ;  1901, 
79,  72),  and  the  chief  alkaloid  in  Datura  Stramo- 
nium (Linn.),  Dvboisia  m,yoporoides  (R.  Br.), 
Scopoliacarniolica  (Jaoq.)  (Dunstan  and  Chaston, 
Pharm.  J.  1889-1890,  [iii.]  20,  461),  and  S. 
japonica  (Maxim.)' (Schmidt,  Arch.  Pharm.  1888, 
[iii.]  26,  185,  214),  and  in  other  similar  plants  j 
it  exists  in  minute  quantities  in  lettuce,  Lactuca 
virosa  (Linn.)  and  L.  Scariola  (Linn.)  (Dymond, 
Chem.  Soo.  Trans.  1892,  61,  90). 

Preparation.' .  Hyoscyamine  may  be  ex- 
tracted from  the  various  plants  containing  it  by 
means  of  the  process  described  in  the  introduc- 
tion tp  this  section.  The  best  source  of  the 
alkaloid  is  the  stem  and  leaves  of  Hyoscyamus 
muticus,  since  this  material  is  free  from  other 
mydriatic  alkaloids  of  this  group.  It  may  also 
be  obtained  from  henbane  or  stramonium.  In 
preparing  the  alkaloid  great  care  must  be  taken 
not  to  leave  it  in  contact  with  alkalis,  since  these 
readily  convert  it  into  atropine.  Hyoscyamine 
is  but  little  used  in  medicine,  and  is  generally 
used  merely  as  a  source  of  atropine.  When 
atropine  and  scopolamine  are  also  present  in 
the  plant  these  alkaloids  are  obtained  \rith  the 
hyoscyamine.  The  isolation  of  pure  hyoscy- 
amine from  the  mixture  of  the  alkaloic^  is  a 
difficult  operation.  The  greater  part  of  the 
atropine  may  be  removed  by  repeated  crystal- 
lisation from  dilute  alcohol,  the  hyoscyamine 
for  the  most  part  remaining  dissolved.  The 
isolation  of  pure  hyoscyamine  can  only  be 
certainly  accomplished  by  converting  the 
alkaloid  into  the  aurichloride  and  repeatedly 
crystallising  this  salt  from  dilute  hydrochloric 
acid  until  it  melts  at  the  proper  temperature. 
The  alkaloid  may  be  regenerated  from  the 
aurichloride  by  decomposing  it  with  hydrogen 
sulphide  in  the  usual  manner. 

Properties.  Long,  silky  crystals,  m.p.  108-5° ; 
laevorotatory  [o]  =— 14-5°  (Ladenburg,  Anna- 

len,  1880,  206,  274);  [0]^,= -20-97°  (Will.  Ber. 
1888,  21,  1717) ;  [a]^=-p-3°  (Hesse,  Annalen. 
1892,  271,  100);  [0]^^= -22-06°  (in  alcohol) 
Carr  and  Reynolds  (Chem.  Soc.  Trans.  1910,  97, 
1331).  Readily  soluble  in  benzene,  chloroform, 
or  alcohol,  less  readily  in  ether  or  cold  water. 
When  heated  the  alkaloid  sublimes,  with 
partial  decomposition,  and  it  is  said  to  be 
slightly  volatile  with  steam.  When  hyoscy- 
amine is -heated  to  a  temperature  slightly  higher 
than  its  melting-point,  it  is  converted  into 
atropine  (Schmidt,  Bf,r.  1888,  21,  1829).  This 
conversion  also  takes  place  with  great  facility 
when  hyoscyamine  is  warmed  or  even  allowed  to 
stand  in  the  cold,  with  caustic  alkalis  or  alkali 
carbonates,  but  it  only  takes  place  extremely 
slowly  in  presence  of  ammonia  (Will,  Ber.  1888, 
21,  1717,  2777).  Hyoscyamine  exerts  a  strong 
mydriatic  action,  and  is  a  powerful  poison. 

Many  of  the  ordinary  salts  of  hyoscyamine 
are  crystalline  and  soluble  in  water.  The 
sulphate  Bj-H^SOj,  crystallises  well  •  from 
alcohol  and  melts  at  206°.  The  aurichloride 
B-HAUCI4  is  best  crystallised  from  dilute 
hydrochloric     acid.     It     melts     at     169°-160° 


(Ladenburg,  I.e.);  162'  (Will,  Ic.) ;  159° 
(Hesse,  I.e.);  but,  unlike  atropine  aurichloride, 
it  does  not  melt  when  heated  under  water. 
This  salt  is  less  soluble  in  acidified  water  than 
atropine  aurichloride,  from  which  it  may  be 
separated  by  repeated  crystallisation. 

Reactions.  The  qualitative  reactions  of 
hyoscyamine  are,  for  the  most  part,  identical 
with  those  of  atropine.  When  heated  with  acids 
or  alkalis,  like  atropine,  it  undergoes  hydrolysis 
into  tropine  and  tropic  acid.  On  reversing  this 
reaction  by  heating  together  the  tropine  and 
tropic  acid,  atropine  and  not  hyoscyamine  is 
formed.  According  to  Gadamer  (Arch.  Pharm. 
1901,  239,  294)  hyoscyamine  is,  in  the  first  place, 
converted  by  alkalis  into  atropine,  and  it  is 
really  this  alkaloid  which  is  hydrolysed.  The 
same  author  states  that  by  the  action  of  water 
at  atmospheric  temperature  hyoscyamine  is 
resolved  into  r-tropine  and  Z-tropic  acid,  and 
consequently  hyoscyamine  must  be  Z-tropyl-r- 
tropine ;  Amenomiya  {ibid.  1902,  240,  498) 
has  syiithesised  Z-hyoscyamine  and  d-hyoscya- 
mine.  Ladenburg  si  nd  Hundt's  d-  and  Z-atropines 
(Ber.  1889,  22,  2590)  are  regarded  as  mixtures  of 
d-  and  J-hyoscyamine  with  atropine. 

Detection.  Hyoscyamine  may  be  detected 
by  its  mydriatic  action  and  by  most  of  the 
reactions  described  under  atropine.  Iss  partial 
separation  from  atropine  may  be  effected  by 
recrystallisation  from  dilute  alcohol,  but  it  can 
only  be  completely  separated  and  identified  by 
preparing  its  aurichloride,  which  is  characterised 
bv  its  melting-point  (for  details  see  Dunstan  and 
Chaston,  Pharm.  J.  1889-1890,  [iii.]  20,  461). 

Mandragorine  was  obtained  by  Ahrens  (Ber. 
1889,  22,  2159)  from  Mandragora  offvcinarum 
(Linn.),  and  from  the  same  source  by  Hesse 
(J.  pr.  Chem.  1901,  [iii.]  64,  274),  along  with 
hyoscyamine,  scopolamine,  and  pseudohyosoya- 
mine.  According  to  Thoms  and  Wentzel  (Ber., 
1901,  34, 1023),  Ahrens'  mandragorine  is  merely 
a  mixture  of  hyoscyamine  with  scopolamine  and 
possibly  a  third  alkaloid  (v.  Maudragoba  koot, 
vol.  iu.  p.  391). 

Meteloidine  CijHjiOjN  was  obtained  by 
Pyman  and  Reynolds  (Chem.  Soo.  Trans.  1908, 
93,  2077)  from  Datura  meteUndes  (DC.)  along 
with  atropine,  and  hyoscine  (scopolamine)  to 
the  extent  of  0-07  p.c.  It  crystallises  in 
tabular  needles,  m.p.  141°-142°,  and  furnishes 
a  crystalline,  optically  inactive  hydrobromide 
B-HBr,2HjO,  m.p.  250°  (anhydrous),  and  an 
aurichloride,  m.p.  149°-150°.  On  hydrolysis  by 
barjrta  waters  meteloidine  furnishes  tiglic  acid 
CHMe :  CMe-COOH  and  a  new  base  teloidine 
OjHisOaN,  which  crystallises  with  IH^O  and 
has  m.p.  168°-169°  (anhydrous);  the  auri- 
chloride B-HAuaj,JHj"0  has  m.p.  225°,  and 
crystallises  in  hexagonal  plates. 

Norhyoscyamine  CieHjiOjKoccursinSeoyoZio 
japonica  (Maxim.)  and  Datura  Meiel  (Linn.)  and 
other  solanaceous  plants.  On  treatment  with 
methyl  iodide  it  yields  hyoscyamine,  which  is  its 
nitrogen  methyl  derivative.  Laevorotatory  t 
mydriatic  but  less  so  than  hyoscyamine  (Carr 
and  Reynolds,  Trans.  Chem.  Soc'  1912, 101, 946). 
Dilute  alkalis  racemise  it  to  noratropine. 

Pseudohyoscyamine  CijHjjOjN  occurs,  ac- 
cording to  Merck  (Arch.  Pharm.  1893,  231,  117), 
in  Dvboisia  myoporoides  (R.  Br.)  along  with  hyos- 
cyamine and  scopolamine,  and  according  to  Hessa 
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In  iBandragora  root.  It  oryatallises  in  needles, 
nj.p.  133''-134'>  (decomp.),  is  la;vorotatory 
Wj,=— 21'15'',  and  is  hydiolysed  by  baryta 
water  into  tropic  acid  and  a  base  CjHjsON  not 
identical  with  tropine  or  pseudotropine.  Accord- 
ing to  Carr  and  Reynolds,  pseudohyosoyamine  is 
impure  norhyoscyamine  {v.  supra). 

Seopolamine  (Hyoscine)  CijHjiOjN.  This 
alkaloid  was  isolated  by  Ladenburg  (Annalen, 
1880,  206,  299)  from  the  '  amorphous  hyoscy- 
amine  '  remaining  in  the  mother  liquors  resulting 
from  the  preparation  of  hyoscyamine  from 
Hyoseyamus  niger  (Linn.),  and  was  named  by  him 
'  hyoscine.'  Some  years  later  Schmidt  obtained 
from  Scopolia  japonica  (Maxim.)  and  9.  car- 
niolica  (Jacq.)  a  new  crystalline  alkaloid,  which 
he  named  scopolamine  (Arch.  Pharm.  1890,  228, 
139,  435),  and  which  he  afterwards  proved 
to  be  the  principal  constituent  of  Ladenburg's 
amorphous  hyoscine  {ibid.  1892,  230,  207  ;  1894, 
232,  409 ;  cf.  Hesse,  Annalen,  18^)2,  271,  120  ; 
1893,  276,  84).  Schmidt  subsequently  obtained 
scopolamine  from  Hyoseyamus  niger  (Linn.), 
Atropa  Belladonna  (Linn.),  Datura  Stramonium 
(Linn.),  and  Dvboisia  myoporoidcs  (R.  Br.).  The 
name  seopolamine  has  been  adopted  generally  for 
this  alkaloid  although  hyoscine  is  still  used  in 
commerce.  A  further  complication  in  nomencla- 
ture was  introduced  when  Hesse  isolated  from 
scopolamine  hydrobromide  of  commerce  an 
optically  inactive  alkaloid,  which  he  named 
atroscine  (Aimalcn,  1892,  271,  121),  and  which 
Gadamer  showed  subsequently  was  an  anhydrous 
i-sGopolamine  (Arch.  Pharm.  1898,  230,  382), 
Schmidt  having  previously  shown  {ibid.  1894, 
232,  394)  that  when  natural  Z-scopolamine 
hydrobromide  is  treated  with  moist  silver  oxide 
it  is  converted  into  an  optically  inactive  isomeride 
(»-scopolamine). 

Preparation.  The  total  alkaloid  is  separated 
from  the  plant  by  the  method  described  already. 
The  scopolamine  remains  in  the  alcoholic  solution 
when  the  atropine  and  hyoscyamine  have 
crystallised  out.  It  may  be  completely  purified 
by  conversion  into  the  aurichloride,  which  is 
crystallised  until  it  has  the  proper  melting- 
point,  the  alkaloid  being  regenerated  in  the 
usual  way.  The  u.sual  source  of  the  alkaloid  is 
stated  to  be  the  mother  liquors  resulting  from 
the  preparation  of  hyoscyamine  from  henbane 
seeds  or  Duboisia  roots  or  leaves,  but  it  is  the 
chief  alkaloid  in  Datura  Metel  (Linn.),  and 
D.fastuosa  (Linn.)  (Schmidt,  Arch.  Pharm.  1906, 
244,  66),  and  certain  species  of  Scopolia,  and 
D.  Metel  especially  would  form  a  good  source  of 
the  alkaloid. 

Properties.  Crystallises  with  difficulty  in 
prisms,  m.p.  59°.  Soluble  in  alcohol  or  ether, 
slightly  soluble  in  water.  In  alcoholic 
solution     laevorotatory     [oL  =  — 13-7°,     —18° 

(Gadamer),  —28°  in  water  (Gadamer) ;  the 
rotation  is  much  diminished  by  addition  of 
soda  (Hesse).  Its  mydriatic  power  is  stated  to 
be  greater  than  that  of  atropine.  The  ordinary 
spits  are  crystalline.  The  hydrobromide 
B-HBr,3H.^0  crystallises  in  rhombic  tables, 
m.p.    187°-191°.  (anhydrous),   [a']^= —22-5''  in 

water  (Hesse),  — 15-72°  in  alcohol  (Gadamer). 
The  aurichloride  B-HAuOlj  is  less  soluble  than 
the  corresponding  hyosoyaminei  compound.  It 
oryBtallises  well  from  diluted  hydrochloric  acid, 


m.p.   198°  (Ladenburg,  I.e.),  ■  And  is  charaoter- 
istio.     The  picrate  has  m.p.  180°-181°. 

Seactions.  Scopolamine,  for  the  most  part, 
reacts  like  atropine  and  hyoscyamine,  but  it 
does  not  precipitate  mercuric  oxide  from 
mercuric  chloride.  When  treated  with  moist 
silver  oxide  J-scopolamine  is  converted  into  an 
optically  inactive  form,  i-scopolaminc,  which 
crystallises  with  IHjO  in  needles  or  rhombo- 
hedra,  m.p.  55°-56°,  and  yields  an  aurichloride 
B-HAua,,  m.p.  208°-210°  (Schmidt,  ibid.  1894, 
232,  394).  Hesse's  atroscine  (Ber.  1896,  29, 
1776)  prepared  from  commercial  scopolamine 
hydrobromide  is,  according  to  Gadamer  (Arch. 
Pharm.  1898,  236,  382;  cf.  Schmidt,  ibid. 
9,  47),  i-scopolamine  crystallised  -Hith  2H2O  ; 
it  has  m.p.  36°-37°,  and  furnishes  an  aurichloride, 
m.p.  201°-202°  (Hesse).  When  hydrolysed  by 
acids  or  alkalis  scopolamine  yields  tropic  acid 
and  seopoUne  (oseine)  CsHijOjN,  which  crystal- 
lises  in  needles,  m.p.  109°,  b.p.  241°-243°.  Like 
its  analpgue  tropine,  scopoline  forms  esters  with 
acids  and  a  number  of  these,  known  as  '  scopo- 
leines,'  have  been  prepared. 

Detection.  Scopolamine  is  readily  distin- 
guished from  its  associates  by  the  higher  m.p. 
(198°)  of  its  aurichloride.  At  present  the 
repeated  reorystallisation  of  this  salt,  until  it 
has  the  proper  melting-point,  is  the  only  known 
method  of  purifying  me  alkaloid. 

Baptitoxine.    See  Cytisine  (p.  651). 

Bebeeiine  CuHjiOsN  is  found  in  bebeeru 
bark  {Nectandra  Sodioei  (Hook.)),  and  true 
pareira  root  {Chondodendron  tomentosum  [Ruiz.  - 
and  Pav.l) ,  and  is  probably  identical  with  buxine, 
containedi  in  Buxus  sempervirens  (Linn.),  and 
probably  also  with  the  pelosine  of  Cissampehs 
Pareira  (Linn.).  Crystallises  from  methyl 
alcohol  in  colourless  prisms,  m.p.  214,  [a"l  —  298°. 
Forms  crystalline  salts.  Contains  one  —  OH  and 
one  -OMe  group.  Behaves  as  a  tertiary  base. 
Used  as  a  febrifuge,  as  a  substitute  for  quinine. 
The  subsidiary  alkaloid  sepeerine  occurs  in 
bebeeru  bark,  whilst  the  leaves  of  Buxus  sem- 
pervirens (Linn.)  also  contain  pardbuxine,  buxi- 
nidine,  and  pardbuxinidine.  The  chief  papers 
on  the  subject  are  Maclagan,  Annalen,  1843, 
48,  106;  1845,  65,  105;  von  Planta,  ibid. 
1851,  77,  333 ;  Walz,  J.  1860,  648 ;  Faure,  J. 
11,  245;  Wiggers,  Annalen,  1840,  33,  81; 
Scholtz,  Ber.  1896,  29,  2064;  Arch.  Pharm. 
1898,  236,  530  ;  1906, 244, 555  ;  1911,  249,  408  ; 
1913,  251,  136;  and  Hildebrandt,  Arch.  expt. 
Path.  Pharm.  1907,  57,  279). 

Belladonnine.    jScc  under  Atropine  (p.  637). 

Berbamine.    See  under  Berberine  {v.  infra). 

Beeeeeinb  and  the  Bebbbris  Alkaloids. 

Berberine  C2„H,,0iN,H20  is  contained  in 
various  species  of  Berberis,  especially  B.  mdgaris 
(Linn.)  (the  barberry),  which  also  contains  ber- 
bamine CisHisOaN  (Hesse,  Ber.  1886,  19,  3193), 
arid  oxyacanthine  {v.  infra),  in  Hydrastis  cana- 
densis. (Linn.),  along  with  hydrastine(se&  p.  654), 
in  Coptis  Teeta  (W'all.),  which  contains  as  much 
as  8  p.c,  and  in  many  other  plants,  but  not  in 
calumba  root  (Gordin,  Arch.  Pharm.  1902,  240, 
140). 

Preparation.  The  best  available  material' 
from  which  to  extract  berberine  is  the  root  of 
Hydrastis  canadensis   (Linn.),   which    containi: 
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about  4  p.c.  of  tke  alkaloid.  The  finely-powdered 
Hydrastis  root  is  exhausted  with  alcohol,  the 
greater  part  of  the  alcohol  reiinoved  by  distilla- 
tion, and  the  alkaloid  converted  into  sulphate 
or  nitrate  by  the  addition  of  sufficient  dilute 
sulphuric  acid  or  nitric  acid.  The  crude  berber- 
ine  salt  which  separates  is  collected,  dissolved 
in  water,  and  sodium  hydroxide  and  acetone 
added,  whereby  the  alkaloid  is  precipitated  in 
the  form  of  its  crystalline  additive  product  with 
acetone,  from  which  it  is  recovered  as  the  hydro- 
chloride by  prolonged  ebullition  with  chloroform 
and  alcohol.  The  berberine  is  finally  crystallised 
from  water  or  alcohol. 

Detection  and  estimation.  For  the  detection 
of  berberine  in  plants,  see  Gordin,  Arch.  Pharm. 
1902,  240,  146.  The  same  author  recommends 
for  estimation  the  precipitation  of  the  alkaloid 
as  sulphate  from  its  alcohol  solution,  the  de- 
composition of  the  sulphate  by  potassium  iodide 
and  the  titration  of  the  sulphuric  acid  liberated 
by  means  of  N/40  potassium  hydroxide  [ibid. 
1901,  239,  038). 

Properties.  Long,  silky,  yellow,  needle- 
shaped  crystals.  Crystallised  from  water  the 
substance  contains  SJHjO ;  dried  at  100°  the 
crystals  retain  2JH(,0  (Perkin,  Ghem.  Soc. 
Trans.  1889,  55,  '63) ;  m.p.  160°  (decomp.). 
Slightly  soluble  in  cold  water  or  alcohol,  but 
freely  soluble  in  the  hot  liquids,  slightly  soluble 
in  benzene  or  chloroform,  insoluble  in  ether  or 
light  petroleum.  Its  aqueous  solution  is 
neutral  to  litmus,  optically  inactive,  and  has  a 
bitter  taste.  The  alkaloid  is  not  poisonous  to 
man,  and  is  used  medicinally,  like  preparations 
of  the  plants  containing  it,  as  a  tonic.  The 
ordinary  salts  of  berberine  crystallise  well,  and 
are  of  a  yellow  or  red  colour.  They  are  sparingly 
soluble  in  water,  especially  in  presence  of 
mineral  acids  or  salts. 

Reactions.  On  adding  excess  of  hydrochloric, 
sulphuric,  or  nitric  acid,  to  a  solution  of  ber- 
berine the  salts  separate  as  crystalline  precipi- 
tates. Alkalis  colour  berberine  brown.  Chlorine 
water  gives  with  a  solution  of  the  hydrochloride 
a  bright-red  coloration  even  in  very  dilute 
solutions.  With  alkaline  permanganate  berberine 
yields  as  chief  products  berberal  Cj„Hi,0;N  and 
berberilic  a£id  C2oHi,09N.  The  former  on 
hydrolysis  gives  noroxyhydrastinine  and  tfi- 
opianio  acid.  These  reactions  "indicate  that 
berberine  has  the  following  constitution  (c/. 
Perkin,  Ghem.  Soc.  Trans.  1889,  65,  63 ;  1890, 
57,  1081;  1910,  97,  305;  Tinkler,  ibid.  1911, 
99,340;  Gadamer,  Ghem.  Zeit.  1902,  26.  291, 
385;  Arch.  Pharm.  1905,  243,  31  ;  1910,  248, 
43).  A  synthesis  of  berberine  has  been  effected 
by  Pictet  and  Garus  (Compt.  rend.  1911,  152, 
1102;  153,386):— 

0-CH, 

CH    A* 


MeO; 


I,        i 


CH, 


MeO    CH|  CHj 
OH 
Berberine. 
Berberine    is    therefore    closely    allied    to 
hydrastin^,  which  occurs  with  it  in  Hydrastis 
canadensis  (Linn.),  and  also  to  the  two  opium 
alkaloids,  papaverine  and  narcotine. 


Oxyacanthitte  C„Hj,,Q3N  accompanies  hef 
berine  in  Berheris  vulgaris  (Linn.)  (Polex,  Arch. 
Pharm.  1836,45, 271 ;  Hesse,  Ber.  1886, 19, 3190 ; 
Riidel,  ibid.  1891,  229,  631),  and  may  be  obtained 
by  precipitating  with  soda  the  mother-liquor 
from  which  all  the  berberine  salt  has  crystal- 
lised (Hesse).  It  crystallises  with  difficulty  from 
alcohol  or  ether,  m.p.  208°-214°  (Hesse),  is  in- 
soluble in  water,  easily  soluble  in  chloroform, 
less  so  in  alcohol.  The  alcoholic  solution  is 
dextrorotatory,  alkaline  to  litmus,  and  has  a 
bitter  taste.     The  ordinary  salts  crystallise. 

Betaine  C^HnOzN  (lycinx,  oxyneurine)  {v. 
also  vol.  i.  p.  452)  occurs  in  sugar-beet 
and  in  numerous  other  plants.  Crystalline, 
m.p.  293°  (dry),  optically  inactive.  Sweet 
taste.  The  hydrochloride  has  been  used  in 
medicine.  It  is  formed  by  the  oxidation  of 
choline  (p.  645),  and  by  the  action  of  tri- 
methylamine  on  chloroacetic  acid 

CHjCl-COOH+NMej  ->  Cl-NMej-CHj-COOH 

Chloroacetic    Trimethyl-      Bet&ine  hydrochloride, 
acid.  amine. 


->  NMej-CHj-COM 
BetUne. 


The  special  anhydride  grouping  (betaine 
grouping)  characteristic  of  betaine  occurs  in 
several  natural  alkaloids,  e.g,  chrysantheroine 
(p.  645),  strychnine  (p.  676),  and  trigonelline 
(p.  680). 

Brucine.    See  under  Strychnine  (p.  678). 

Bulbocapnine.  See  under  Corydaline  (p. 
650). 

Buxine,  Buxinidine,  Farabuxine,  &c.  Su 
Bebeerine  (p.  639). 

CaOearine  CuHijOiNa,  an  alkaloid  occurring 
with  caffeine  [see  below)  in  coffee  berries.  Hygro- 
scopic needles,  m.p.  140°  (decomp.).  Optically 
inactive.  Weakly  alkaline  (Palladino,  Ghem. 
Soc.  Abstr.  1894,  66,  [i.]  214;  1895,  68,  [i.l 
629).  According  to  Gortcr  (Annalen,  1910,  372, 
237)  cafiearine  is  identical  with  trigonelline: 

cafreike  and  the  alkaloids  of  tea, 
Coffee  and  Cocoa. 

These  bases  are  nearly  related  to  urie  acid, 
a  substance  only  found  in  the  animal  organism. 

Caffeine  (Theine)  CsHnjOjNj,  the  principal 
alkaloid  of  tea  and  coffee,  is  also  found  in 
guarana,  matS  or  Paraguay  tea,  kola  nuts, 
and  in  small  amounts  in  cocoa  (Schmidt, 
Annalen,  1883,  217,  306).  Coffee  beans  are 
stated  to  contain  an  average  of  about  1  p.c.  of 
caffeine,  and  tea  leaves  1-4-8  p.c.  (Stenhouse, 
ibid.  1853, 89, 244  ;  102, 124 ;  Ghem.  Soc.  Mem.  1, 
215  s  Ghem.  Soc.  Trans.  1856,  9,  33 ;  cf.  Bulk 
Imp.  Inst.  1908,  6,  1).  More  recent  determina- 
tions conducted  with  improved  methods  have 
shown  that  ordinary  samples  of  tea  leaves 
contain  from  3-4  p.c.  of  caffeine,  whilst  com- 
mercial samples  of  coffee  show  a  remarkable 
uniformity  in  containing  less  than  1-5  p.c.  of 
the  alkaloid  (Paul  and  Gownley,  Pharm.  J. 
1886-1887,  [iii.]  17.  565,  821,  921 ;  1890-1891, 
[iii.]  21,  61 ;  Dvorkovitch,  Ber.  1891,  24,  1945 ; 
cf.  Bull,  Imp.  Inst.  1908,  6,  1,  and  Coffee, 
Vol.  II.  p.  97). 

According  to  Kossel  (Zeitsch.  pbysiol.  Chem. ,  ^ 
1889,  13,  298)  tea  also  contains  small  quantities 
of   theophylline  {see  p.  642),   hypoxanthine,  ol 
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larcine.  (CjH.ONj),  iminosarcine  or  adenine 
fCiHsNj),  and  xanthine  (CsHjOjN,),  of  which 
oafieine  is  the  trimethyl  derivative. 

Preparation.  Tea  is  heated  for  about  an 
hour  with  four  times  its  weight  of  boiling  water, 
the  solution  is  filtered  and  mixed  ■(Hth  a  weight 
of  lime  equal  to  that  of  the  tea  taken,  and  the 
mixture  dried  on  the  water-bath.  The  powdered 
residue  is  exhausted  with  boiling  chloroform, 
which  dissolves  the  caffeine.  .The  alkaloid  is 
purified  by  crystallisation  from  alcohol  or  water 
(Cazeneuve  and  Caillol,  Bull.  Soc.  chim.  1877, 
,  [ii.]  27,  199  ;  cf.  Paul,  Pharm.  J.  1890-1891,  [iii.] 
21,  882).  Or  the  methods  described  for  the 
extraction  of  theobromine  (see  below)  may  be 
employed.  Caffeine  may  be  extracted  from 
cofiee  and  the  other  substances  which  contain  it 
by  similar  methods. 

Properties.  Silky  needles,  containing  IHjO 
from  water,  anhydrous  from  alcohol,  chloroform, 
or  benzene.  The  hydrate  loses  its  water  at 
100°,  and  the  anhydrous  caffeine  melts  at  234°- 
235°  (Strecker,  Annalen,  1861,  118,  170 ;  Dun- 
stan  and  Shepheard,  Chem.  Soc.  Trans.  1893, 
63,  197).  Sublimes  without  decomposition. 
Soluble  in  cold  water  (1  in  80  at  15°),  readily 
soluble  in  boiling  water.  Sparingly  soluble  in 
ether  or  absolute  alcohol,  more  soluble  in 
aqueous  alcohol.  Very  soluble  in  chloroform 
(13  in  100  at  16°).  The  aqueous  solution  is 
neutral  and  has  a  bitter  taste. 

Caffeine  is  a  very  weak,  monacidic  base.  It 
dissolves  in  aqueous  acids  forming  salts  which 
crystallise,  but  are  decomposed^  on  evaporation 
of  their  aqueous  solutions,  which,  indeed,  would 
seem  to  contain  free  alkaloid  under  ordinary 
conditions,  since  caffeine  can  be  extracted  from 
them  by  shaking  ■with  chloroform.  The  salts  of 
caffeine  with  organic  acids  are  particularly 
unstable.  The  double  salts  are  more  stable. 
The  aurichloride  B-HAuCl,  and  mercuric  chloride 
compound  B-HgCU  crystallise  well  (Nicholson, 
Annalen,  62,  71 ;  Schmidt,  ibid.  1883,  217,  283  ; 
Ber.  1881,  14,  814).  The  aurichloride  melts  at 
242-5°,  and  is  soluble  in  alcohol,  and  to  a  smaller 
extent  in  water.  It  is  decomposed  when  its 
aqueous  solution  is  warmed,  with  loss  of  two 
molecular  proportions  of  hydrochloric  acid, 
forming  aurichlorcaffeine  C8H,(AuGlj)02N4,  m.p. 
207°,  insoluble  in  water  or  alcohol :  this  dissolves 
in  aqueous  hydrochloric  acid,  reproducing  the 
aurichloride  (D.  and  S.).  Caffeine  does  not  unite 
directly  with  auric  chloride,  but  it  combines 
with  potassium  auric  chloride,  forming  a  red 
crystalline  compound  B-KAuClj,  m.p.  208°. 
This  is  precipitated  by  mixing  a  solution  of 
caffeine,  in  chloroform  with  an  alcoholic  solution 
of  potassium  auric  chloride,  and  is  resolved  into 
its  constituents  on  solution  in  water  or  acetone 
(D.  and  S.  I.e.  205).  The  '  citrate  '  B-C.HjOf  is 
a  colourless  powder,  soluble  in  water  (1  in  3 ; 
more  water  dissociates  the  salt  forming  caffeine 
which  re-dissolves  in  excess  of  water,  1  in  32). 
This  salt,  as  well  as  caffeine  itself,  is  used  in 
medicine. 

For  information  concemrag  other  caffeine 
salts,  the  papers  of  Nicholson  and  Schmidt, 
referred  to  above,  should  be  consulted. 

Reactions.    Caffeine  is  precipitated  by  several 

of  the  alkaloidal  reagents,  notably  tannic  acid 

and  sodine  solution  in  presence  of  acid,  but  not 

by  Mayer's  solution.    It  exhibits  the  murexi4e 
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reaction  (p.  642),  the  oxidation  being  best  effected 
by  evaporating  a  solution  of  caffeine  in  hydro- 
chloric acid  with  a  crystal  of  potassium  chlorate. 

Caffeine  is  methyltheobromine  and  conse- 
quently trimethylxanthine  (Kscher,  Ber.  1898, 
31,  2563).  It  may  be  prepared  by  heating 
silver  theobromine  with  methyl  iodide  (Strecker, 
Annalen,  1861,  118,  170).  The  constitution  of 
caffeine  and  its  relationship  to  other  alkaloids 
of  this  group  is  discussed  below. 

Estimation  of  caffeine  in  tea  and  coffee.  A 
number  of  methods  have  been  proposed  for  this 
purpose.  Allen's  modification  of  Stahlschmidt's 
process  gives  good  results :  6  grms.  of  the 
finely-powdered  tea  are  boiled  under  a  reflux 
apparatus  during  6-8  hours  with  500  o.c.  of 
water.  The  filtered  extract  is  diluted  to  600  c.c, 
heated  almost  to  boiling,  4  grms.  of  lead 
acetate  added,  and  the  boiling  continued  for 
10  mins.  600  c.c.  of  the  filtrate  are  evaporated 
to  50  c.c,  and  the  excess  of  lead  removed  by 
adding  sodium  phosphate.  The  filtrate  is  con- 
centrated to  40  c.c,  and  the  caffeine  extracted 
by  shaking  at  least  4  times  with  chloroform. 
The  total  chloroformio  solution  is  run  into  a 
tared  flask,  the  solvent  distilled  off  and  the 
residue  dried  by  a  current  of  warm,  dry,  filtered 
air  and  weighed.  Its  weight  multiplied  by  20 
gives  the  percentage  of  caffeine  in  the  tea.  (For 
other  processes,  see  Paul  and  Cownley,  Pharm  3. 
1887-1888,  [iii.]  18,  417;  Vit6,  Chem.  Zentr. 
1890^  ii.  274;  Dvorkovitch,  Ber.  1891,  24, 
1945.)  These  methods  also  answer  for  coffee  if 
a  larger  quantity  of  the  material  is  taken. 

Theobiomine  CjHjOjN,  occurs  in  cocoa  beans 
(Theohroma  Cacao  [Linn.]),  and  is  also  stated  to 
he  present  in  minute  amounts  in  tea  leaves  and 
kola  nuts  {cf.  Dekker,  Rec.  trav.  chim,  1903,  22, 
143).  Cocoa  beans  usually  contain  1-2  p.c  of 
theobromine  ;  the  nibs  or  shells  of  the  beans 
contain  about  0-5  p.c.  V.  also  Cocoa,  vol.  ii. 
p.  91. 

Preparation.  Finely-powdered  cocoa  beans 
are  exhausted  with  boiling  water.  Lead  acetate 
solution  is  then  added  until  no  further  precipitate 
is  obtained.  By  this  means  tannin,  organic 
acids,  and  colouring  matter  are  removed.  The 
filtrate  is  freed  from  lead  by  hydrogen  sulphide, 
and  evaporated  to  dryness.  The  residue  is 
boiled  with  alcohol  to  dissolve  the  theobromine, 
which  crystallises  when  the  alcoholic  solution  is 
evaporated.  Or  the  powdered  beans  may  be 
mixed  with  about  half  their  weight  of  quicklime, 
and  the  mixture  boiled  with  tucohol  (80  p.c.), 
which  dissolves  the  theobromine  (Schmidt  and 
Pressler,  Annalen,  1883,  217,  288  ;  Dragendorff, 
Ber.  1878,  11,  1689). 

Estimation.  The  method  described  by 
Dekker  (Rec.  trav.  chim.  1903,  22,  143)  is 
stated  to  give  good  results.  .. 

Properties.  Jlicroscopic  needles  which  sub- 
lime when  heated  at  290°-295°,  m.p.  329° 
(under  pressure)  (Keller,  Annalen,  1854,  92, 
71,  329;  Michael,  Ber.  1895,"  28,  1629). 
Slightly  soluble  in  water  (1  in  1600  at 
17°;  1  in  148-5  at  100°)  gr  ether,  ratheii 
more  soluble  in,  chloroform  (1  in  105  at  62°). 
Very  slightly  soluble  in  absolute  alcohol,  more 
soluble  in  aqueous  alcohol  (rectified  spirit, 
1  in  47  at  b.p.).  Theobromine  possesses  both 
acid  and  feebly  basic  properties.  It  dissolves 
in  aqueous  alkalis,  and  the  solution  yields  metallic 
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derivatives,  which  cryBtallise  with  difficulty  and 
are  decomposed  by  carbon  dioxide,  theobiomine 
being  liberated.    The  silver  compound 

AgC,H,OjNj,liHjO 
is  insoluble  in  water.     It  is  produced  as  a  semi- 
crystalline   precipitate   when   silver  nitrate   ia 
added  to  a  solution  of  theobromine  in  aqueous 
ammonia  (Schmidt,  Amialen.  1883,  217,  282). 

Theobromine  acts  &a  a  monacidic  hase.  It 
unites  with  acids,  forming  crystalline  salts, 
which,  as  a  rule,  are  decomposed  by  boiling  with 
water  (Schmidt  and  Pressler,  ibid.  1883,  217, 
289). 

Reactions.  Theobromine  is  precipitated  by 
several  of  the  alkaloid  reagents,  but  not  by 
Mayer's  solution.  It  is  most  easily  detected 
by  a  reaction  which  is  very  similar  to  the 
murexide  reaction  for  uric  acid.  The  theo- 
bromine is  first  oxidised  by  warming  it  with 
chlorine  water,  or  a  drop  of  nitric  acid,  and 
evaporating  to  dryness.  The  residue  consists 
chiefly  of  amalic  acid  (tetramethylaUoxantin 
C8(CH3)40,N4).  The  residue  is  coloured  violet 
by  potash  and  bright  red  by  ammonia,  owing 
to  the  formation  of  teliamethylmurexide. 
This  reaction  is  very  delicate,  but  it  is  also 
exhibited  by  the  other  alkaloids  of  this  group. 

The  constitution  of  theobromine  and  its 
reUtion  to  other  alkaloids  of  this  group  is 
discussed  below. 

Theobromine  is  dimethylxanthine  and  may 
be  prepared  from  xanthine  (see  below)  by  heating 
its  lead  or  silver  derivative  with  methyl  iodide 
at  100°  (Fischer,  Annalen,  1882,  215,  311). 

Theophylline  OjHgOjNj,  an  isomeride  of 
theobromine,  which  occurs  in  small  quantity  in 
tea  leaves  (Kossel,  Zeitsch.  physiol.  Chem.  1888, 
13,  298  ;  Ber.  1888,  21,  2164). 

Preparation.  A  large  quantity  of  tea  is 
exhausted  by  extraction  with  alcohol,  and  the 
-solution  evaporated  to  a  syrup,  from  which  the 
greater  part  of  the  caffeine  will  crystallise  out. 
This  is  removed,  and  the  liquid  residue  diluted 
with  water  acidified  with  sulphuric  acid. 
After  having  stood  for  some  hours  the  liquid  is 
filtered,  the  filtrate  made  alkaline  with  ammonia, 
and  precipitated  by  solution  of  silver  nitrate. 
After  the  lapse  of  24  hours  the  precipitate  is 
filtered  off,  washed,  and  dissolved  in  a  little 
warm  nitric  acid  (sp.gr.  1*1).  On  cooling  the 
silver  derivatives  of  sarcine  and  adenine  crystal- 
lise out,  leaving  the  silver  theophylline  dissolved. 
The  acid  filtrate  is  made  alkaline  with  ammonia, 
and  the  precipitate  of  silver  theophylline,  &c. 
collected,  washed,  suspended  in  water  acidified 
with  nitric  acid,  and  decomposed  by  hydrogen 
sulphide.  By  evaporating  the  filtrate  crystals 
of  xanthine  separate,  and  afterwards  the 
'theophylline  crystallises.  A  further  quantity 
may  be  obtained  from  the  mother  liquor  by 
precipitation  with  mercuric  nitrate  and  decom- 
position of  the  precipitate  with  hydrogen 
sulphide  (Kossel,  J.c). - 

Properties.  Tabular  crystals,  with  IHjO.m.p. 
264°.  Readily  soluble  in  boiling  water.  Slightly 
soluble  in  cold  alcohol.  Like  theobromine,  it 
affords  the  '  murexide  '  reaction,  and  in  general 
its  decomposition  products  are  similar.  When 
silver  theophylline  is  heated  with  methyl  iodide 
cafieine  is  formed. 

Constliution  of  caffeine  and  the  related 
sikaloids,    Alkaloids  of  thj?  type  we  goipe^bat 


widely  distributed  in  plants  and  animals.  Those 
occurring  in  plants  are  as  follows : — 

Adenine.CsHjNj  in  tea  and  beetroot. 

Guanine  CeHjON,  in  many  leguminous 
plants,|and  as  its  pentoside  vemine  CjoHijOsNs 
in  the  seeds  of  Ticia  sativa  (Linn.),  &c.  (Schulze 
and  Castoro,  Zeitsch.  physioL  Chem.  1904,  41, 
463) ;  also  in  guano. 

Hypoxanthine  CjE^ONj  in  black  pepper, 
and  as  its  pentoside  inosine  CigHijOsN,  in  yeast 
and  beetroot,  and  in  meat  extract  (Haiser  and 
Wenzel,  Jlonatsh.  1908,  29,  157). 

Xanthine  C^JS.  fii^t  i"  t^a. 

Theophylline  CjHjOjNj  in  tea. 

Theobromine  CjHgOjN,  in  cocoa. 

Caffeine  CgHjuO^Nj  in  tea,  coffee,  kola. 

Certain  of  these  also  occur  in  animals  and  uric 
acid,  CjHjOjNi  is  found  in  animals  only.  All 
these  compounds  may  be  regarded  as  derived 
from  a  parent  substance  purine  (Fischer,  Ber. 
1899,  32,  435),  which  has  so  far  not  been  found 
occurring  naturally. 


»CHC=— : 


NH 


CH« 


Purine. 
The  substances  of  practical  importance  are 
caffeine,  theobromine,  and  theophylline,  to 
which  may  be  added  uric  acid,  since  it  occurs  in 
guano  and  is  prepared  from  that  source  to  be 
used  as  a  raw  material  in  the  industrial  manu- 
facture of  the  three  alkaloids  just  named.  The 
constitution  of  uric  acid  is  established  by  its 
synthesis  accomplished  by  the  following  series  of 
reactions  (Fischer  and  Ach,  Ber.  1895, 28, 2473):— 

(1)  Condensation  of  malonic  acid  vrith 
carbamide  (urea)  to  form  malonyloarbamidc. 

(2)  Conversion  of  malonyloarbamide  into  its 
j'lSonitroso-  derivative  (violurio  acid)  by  the 
action  of  nitrous  acid. 

(3)  Reduction  of  tsonitrosomalonylcarbamide 
to  the  corresponding  amino  derivative  (uramil). 

(4)  Conversion  of  uramil  into  pseudoxaic  acid 
by  the  action  of  potassium  cyanate. 

(5)  Transformation  of  pseiido\ino  acid  into 
uric  acid  by  the  action  of  hot  dilute  acid. 

This  series  of  changes  may  be  represented 
thus — 


NH— CO 

CO     C : NOH 


:— CO 


NH— CO 

CO     CHj 

NH— CO 

Malonyl- 

carbamide. 

NH— CO     ■ 

I         I 
CO     CH-NH-CONH, 


NH— CO 

cio    d. 


HNH, 


NH- 

i«o-NitrosomalonyI- 
carbamide. 


NH-CO 

Uramil. 


NH— CO' 


^ 


I 


C-NH 


\ 


x/ 


CO 


NH-CO  NH— C— NH-' 

pseiido-VTic  acid.   TJric  acid  (2:6: 8-Trioxyparine). 

Adenine  C6H5Nj,3H20,  long  needles,  m.p. 
360°-365°,  is  6-aminopurine  (p.  47,  vol.  i.). 

Gvanine  C5H5ON5,  colourless  amorphous 
powder,  is  2-amino-6-oxypurine  (p.  12,  vol.  .iii), 

Hypoxanthine  CjHjONj,  mioroscopio  needles, 
decomposes  at  160°,  is  6-oxyparine  (p.  91,  vol, 
iii.). 

Xanthine  CjH^OjNj,  colourless  powder,  i| 
?  ;  6-d40xypurino^.  791,  vsl.  v.), 
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»..  .  Theobromine  C,Hj08N4  (fordesoriptioii,  M« 
above).  The  synthesis  of  this  alkaloid  has  been 
accomplished  by  a:  series  of.  reactions  analogous 
to  that  described  for  theophylline  (».  infra). 
For  this  purpose  methylcarbamide  is  used  as  a 
starting-point,  leading  eventually  to  the  formyl 
derivative  of  4  :  6-diamino-2  : 6-cfioxypyrimidine 
(I) ;  this,  on  losg  of  water,  forms  3-methyl- 
xanthine  (II) ;  which,  on  methylation,  gives 
theobromine  (3  :  7-dimethylxantlune  or  3:7- 
'dimethyl-2 :  6-dioxypurine)  (III)^ 


NH— CO 

CO     C-NH(CHO) 

I         II 
iloN CNH, 


NH 


MeN- 


-C N 


III.  (Theobromine). 
TheppTiylline  GyHfi^'Ni  (for  description,  see 
above).  This  alkaloid  has  been  synthesised  by 
a  series  of  reactions  similar  to  those  described 
for  aric  Acid,  and  it  may  also  be  prepared  from 
■the  latter.  It  is  prepared  commercially  from 
uric  acid  or  from  dimethyloarbamide -(Traube, 
Ber.  1900,  33,  3035).  Dimethylcarbamide  is 
condensed  with  cyanoaoetio  acid  in  presence  of 
phosphorus  oxychloride  forming  dimethylimino- 
barbiturio  acid  (I),  which  by  the  action  of 
nitrous  acid  is  converted  into  the  oximjno  com- 
pound (II).  The  latter  on  reduction  forms  1  :  3- 
dimethyl-4  :  5-diam|no-2  :  6-dioxypyrimidine 
(III),  which  with  formic  acid  yields  a  formyl- 
(Icrivative  (IV) ;  this  on  heating  loses  1  mol.  of 
water  forming  theophylline  (V)  (1  :  3-dimethyl- 
2  :  6-dioxypurine  or  1 :  3-dimethylxanthine). 

MeN^CO  MeN— 00  MeN— CO 

II  II  II 

CO  CHj  CO  C:  NOH  CO  C-NH, 

'I  II  I     II 

MeN— C :  NH  MeN— C :  NH  MeN—  C-NH^ 

I.  II.  III. 


MeN-CO 
I      I 
CO  C-NH(CHO) 

I      II 
MeN— C-NH, 
IV. 


MeN-CO 

I      I 

CO  C— NH\ 


MeN- 


./ 


CH 


V. 


Caffeine  CgUiv-O^Nj  (for  description,  see 
above).  This  alkuloid  results  from  the  methyl- 
ation of  xanthine,  theophylline,  or  theobromine, 
so  that  the  synthetic  processes  already  described 
for  the  two  latter  alkaloids  are  also  suitable  for 
cafieine,  provided  the  product  obtained  is 
methylated.  Caifeine  is  therefore  1:3: 7-tri- 
methylxanthine  (1  :  3  ;  7-trimethyl-2  :  6-dioxy- 
purine). Synthetic  caffeine  is  manufactured 
.chiefiy  from  uric  acid  (I)  by  heating  this  with 
acetic  anhydride  (Bohringer  and  Sohne, 
D.  R.  P.  121224),  when  it  is  converted  into 
8-methylxan thine  (II),  which  is  then  methylated 
completely,  forming  1:3:7:  8-tctramethylxan- 
thine  (III).  The  latter  is  fully  chlorinated  in 
the  8th  position,  and  the  resulting  J  :  3  :  7-tri- 
methyl-8-trlchloroxanthine  (IV)  treated  with 
jpotash  when  cafieine  (V)  results.      ■    ' 


■  NH— CO 

I 
CO 


II         ,>oo 


NH— C— NH' 
I. 
NMe— CO 

I 


CO      C— NMe. 


\ 


NMo— C N^ 


C-Me 


NH— CO 

.     I  I 

CO     C— NH\ 

j-       II 

NH— C N 

II. 
NMe— CO 

I  ! 

.  CO      C— NMe' 


/ 


C-Mb 


NMe— C 


> 


C-CCl, 


III. 


IV. 


NMe— CO 

I  I 

CO       C— NMe 


NMe— C- 


-N 


CH 


V.  (Caffeine). 

Calabarine.    See  under  Physostigmine. 

Calycanthine  CnHnNj,  crystals,  m.p.  243°- 
244°  (dry),  occurs  with  wocalycanthine,  prisms, 
m.p.  235°-236°  (dry),  in  the  seeds  of  Calycanthns 
glaveus  (Wild.) .  One  nitrogen  is  secondary,  the 
other  tertiary.  Toxic  (Gordin,  J.  Amer.  (Jhem. 
Soo.  1905,  27,  144,  1418  ;  1909,  31, 1305;  1911. 
33,  1626). 

Canadine.    See  under  Eydrastine  (p.  655). 

Carpain^  CijHjsQjN  occurs  in  papaw  leaves 
{Carica  Papaya  (Linn.)),  It  forms  glancing 
prisms,  m.p.  121°,  [a]  +21°  55',  and  has  a  bitter 
taste.  A  heart  poison  (Greshoff,  1890,  Med. 
s'Lands  Plantentuin,  Java,  No.  7,  5  ;  van  Rijn, 
Arch.  Pharm.  1893,  231,  184 ;  1897,  235,  332). 
According  to  Barger  (Chem.  Soc.  Trans.  1910,  97, 
466)  it  is  a  lactone  of  carpamio  acid  O14H27O3N. 

Casimiroine  CjjHjuOgNj,  rosettes  of  colour- 
less needles,  m.p.  196°-197°,  occurs  in  the  seeds  of 
Casimiroa  edulis  (LaLlave);  thepiorate,m.p.l65°, 
and  aurichloride,  m.p.  195°-196°,  are  crystalline. 
Contains  two  methoxyl  groups,  and  on  hydrolysis 
by  alkalis  yields  casimiroitine  CjjHjjOjNj,  m.p. 
171°,  apparently  by  loss  of  CO2  and  absorption 
of  HjO*  The  seeds  also  contain  casimiroedine 
CijH^jOsNj,  aggregates  of  small  needles,  m.p. 
222°-223°,  [o]jj— 36-5°  (in  acid  solution).  Casi- 
miroine and  casimiroedfne  are  physiologically 
inactive  (Power  and  Callan,  CJhem.  Soc.  Trans. 
1911,  99,  1993;  cf.  Bickem,  Arch.  Pharm. 
1903,  241,  166;  and  Vincent,  Bl.  Gen,  Ther. 
1909,  158,  16,  96,  193,  241). 

Cephaeline.    See  under  Emetine  (p.  652). 

Cevadinb  and  the  Alkaloids  of 

Vebateum  sfp. 
The  species  principally  concerned  are  the 
seeds  of  Schoenpcavion  officinale  (A.  Gray) 
[Asagrcea  officinalis  (Lindley)],  and  the  rhizomes 
of  Veratrum  viride  (Ait.)  (green  hellebore) .  and 
Veratrum  album  (Linn.)  (white  hellebore),  all  of 
which  belong  to  the  N.  O.  Liliaceie,  and  have 
nothing  in  common  with  the  hellebores  proper, 
which  Delong  to  the  N.  0.  Santmculacece.  The 
alkaloids  present  in  these  three  drugs  are  as 
follows : — 
SahadiUa  seeds    Cevadine  (crystallised  veratrine) 

Veratridine    (amorphous    vera- 
trine) 

Sabadilline  (cevadijlinej 

Sabadine 

Babadihiue 
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White  Helkbore  Protoveratrine 
Jet  vine 
Pseudojervine 
Rubijervine  _ 
Protoveratridine 
Veratralbine 
Green  Hellebore  Cevadine 
Veratridine 
Jervine 
Pseudojervine 
Veratralbine 

It  should  be  noted  that  there  haa  been  con- 
siderable confusion  in  the  nomenclature  of  these 
alkaloids.  Commercially  the  name  '  veratrine  ' 
is  applied  to  an  amorphous  mixture  of  alkaloids 
obtained  from  sabadilla  seeds.  The  name 
veratrine  is  also  frequently  applied  to  veratri- 
dine, usually,  however,  with  the  prefix  '  amor- 
phous.' The  name  veratridine  was  also  applied 
by  Robbins  (Pharm.  J.  1877-1878,  [in.]  8,  316) 
to  a  crystalline  alkaloid  contained  in  green 
hellebore,  and  which,  in  some  respects,  resembles 
protoveratrine.  It  is  not  identical  with  Bossetti's 
veratridine  isolated  from  sabadilla  seed  (Ber. 
1883,  16,  1384). 

Alkaloids  of  SdbadiUa  Seeds. 

Cevadine  (crystallised  veratrine)  Gi^^fi^^i  is 
the  chief  alkaloid  of  sabadilla  or  cevadiUa  seeds 
(Schoenocavlon  officinale  [A.  Gray]). 

Preparation.  The  finely-powdered  seeds  are 
extracted  with  alcohol,  containing  1  p.c.  of 
tartaric  aoid.  The  acid  liquid  is  evaporated 
and  diluted  with  water  to  precipitate  resin.  To 
the  clear  solution  soda  is  added  in  slight  excess, 
and  the  mixture  completely  extracted  by 
repeatedly  shaking  with  ether.  The  ethereal 
solution  is  mixed  with  light  petroleum  and 
the  filtrate  allowed  to  evaporate  spontaneously. 
Crystals  of  cevadine  separate  from  the  syrup, 
and  are  recrystallised  from  their  solution  in 
alcohol.  The  remaining  syrup  contains  veratri- 
dine (amorphous  veratrine)  and  sabadilline 
(Wright  and  Luff.  Chem.  Soc.  Trans.  1878,  33, 
338). 

Sabadilla  seeds  contain  about  0-1  p.c.  of 
cevadine. 

'  Commercial  veratrine  '  is  amorphous  and 
appears  to  be  a  mixture  of  cevadine  with 
amorphous  alkaloids. 

Properties.  Rhombic  prisms,  containing 
2C2H5OH  jvhen  crystallised  from  alcohol.  The 
alcohol  is  lost  at  130°-140'',  and  the  anhydrous 
alkaloid  then  melts  at  205°  with  decomposition. 
Nearly  insoluble  in  water,  soluble  in  alcohol  or 
ether.  Optically  inactive.  Acts  as  a  monaoidic 
base,  forming  salts,  some  of  which  are  crystalline 
(Merck,  Annalen,  1855,  95,  200;  Schmidt, 
Annalen,  1877,  185,  224). 

The  auriohloride,  m.p.  182°  (decomp.).  and 
the  mercurichloride,  m.p.  172°  (decomp.),  are 
characteristic  crystalline  compounds  (Ahrens, 
Ber.  1890,  23,  2700). 

Cevadine  and  its  salts  are  intensely  poisonous. 

Reactions.  When  warmed  with  concentrated 
hydrochloric  acid  cevadine  produces  a  fine 
purplish-red  colour,  which  is  a  somewhat  delicate 
test,  for  the  alkaloid.  Concentrated  sulphuric 
acid  produces  a  carmine-red  coloration,  or,  if 
the  alkaloid  is  previously  mixed  with  a  little 
EEgnr.  a  blue. 

Cevitdine  is  a  moracidic  tertiary  base.     The 


alkaloid  unites  with  bromine  to  f  orm_  a  dibromide 
and  a  tetrabromide.  It  contains  no  methoxyl 
groups  and  no  :  NMe  group  ;  one  HO-  group  is 
present. 

When  allowed  to  stand  with  aqueous  alkalis, 
or  when  heated  with  alcoholic  potash,  cevadine 
undergoes  hydrolysis  furnishing  cevine 

OsjH^OsN 
and  angelic  and  tiglio  acids  CsHjOj  (Wright  and 
Luff,  Chem.  Soc.  Trans.  1878,  33,  338 ;  1879. 
35,  405 ;  Bosetti,  Arch.  Pharm.  1883,  [iii.]  21, 
81  ;  Ahrens,  Ber.  1890,  23,  2700 ;  BVeund  and 
coUaborators,  ibid.  1899,  32,  801;  1904,  37, 
1964).  Cevine  crvstallises  with  3iH20  from 
dilute  alcohol,  m.p".  195°-200°-  (anhydrous),  and 
yields  derivatives  both  with  metak  and  acids. 
It  is  less  toxic  than  cevadine  (Freund,  I.e.). 

When  oxidised  by  permanganate  cevadine 
yields  acetic  and  oxaUo  acids,  or  when  chromic 
acid  is  used,  principally  aoetaldehyde  and 
carbon  dioxide. 

When  anhydrous  cevadine  is  distilled  ;3-pico- 
line  is  obtained  with  tiglic  aoid. 

Veratridine  {amorpl>mis  veratrine)  C,,H5jO,iN 
is  found  in  sabadilla  seeds,  and  is  isolated  from 
the  amorphous  allcaloids  precipitated  in  the 
earlier  stages  of  the  preparation  of  cevadine 
{see  above)  by  treating  this  with  ether  when  it 
separates  into  insoluble  matter  (sabadilline)  and 
soluble  matter  (veratridine).  The  latter  is 
purified  by  conversion  into  the  sparingly  soluble 
crystalline  nitrate.  Veratridine  is  said  to  be 
sternutatory.  On  hydrolysis  by  alkalis  it 
yields  verine  C28HjjOglJ,  which  closely  resembles 
cevine  (see  above)  and  veratrio  acid  (3 : 4 
dimethoxylbenzoic  acid). 

SabadUUne  {cevadilline)  CgjHgsOgN  is  a 
second  amorphous  alkaloid  occurring  in  sabadilla 
see'ls.     It  yields  amorphous  salts  ( W .  and  L.  I.e. ). 

Sabadine  CjsHsiOgN,  crystals,  m.p.  238°- 
240°,  also  occurs  in  sabadilla  seeds ;  the  salta 
are  crystalline  (Merck,  Arch.  Pharm.  1891,  229, 
164). 

Sabadtnine  CjjHjjOgN  (?),  crystals  ;  found 
in  sabadilla  seeds ;  yields  a  crystalline  auri- 
chloride  and  sulphate  (M.  I.e.). 

Sabadilline,  sabadine,  and  sabadinino  aU 
resemble  cevadine  in  action,  but  are  less  toxic. 

Alkaloids  of  White  Hellebore  Rhizome. 

Protoveratrine  CjsH^iOijN  is  the  character- 
istically toxic  alkaloid  of  white  hellebore  '  roots.' 
It  crystallises  in  thin  four-sided  tablets  from 
alcohol,  m.p.  245°-250°,  239°-241°  (Bredemann), 
and  dissolves  in  sulphuric  acid  with  a  green 
coloration,  which  gradually  passes  into  deep 
blue.  It  is  readily  decomposed  by  acids  yielding 
t'sobutyric  acid  as  one  product. 

Protoveratrine  is  accompanied  in  white 
hellebore  rhizomes  by 

Jervine  CjjHjjOaN,  prismatic  crystals,  m.p. 
238°-242°;  toxic. 

Pseudojeruine  CjjHjjOjN,  six-sided  tablets, 
m.p.  300°-307°  ;  not  poisonous. 

Rvbijervine  CjeHjjOjN,  long  prisms,  m.p. 
240°-246°,  234°  (Bredemann) ;  not  poisonous. 

Protoveratridine  Cj^H,  jOgN,  four-sided  plates, 
m.p.  265°  ;  not  poisonous. 

The  chief  papers  relating  to  protoveratrine 
and  its  congeners  are  Wright  and  Luff  (Chem. 
Soc,  Trans.  18.79,  35,  405),  Salzberger  (Inaug, 
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Diss.  Erlangeii,  1890 ;  Arch.  Pharm.  1890,  228, 
462),  Pehksohen  (Inaug.  Diss.  Dorpat,  1890 ; 
J.  Pharm.  Chim.  1890,  [v.]  22,  265),  and  Brede- 
mann  (Apoth.  Zeit.  1906,  21,  41,  53). 

Alkaloids  of  Oreen  Hellebore  Bhizome. 

The  chief  alkaloids  occurring  in  this  drug 
have  been  described  already,  viz.  cevadine  {eee 
under  Alkaloids  of  sabadiUa  seeds),  jervine,  and 
pseudojervine  {see  under  Alkaloids  of  white 
hellebore  rhizome).  Veratridine  {see  under  Alka- 
loids of  sdbadiUa  seeds)  occurs  only  in  traces  in 
green  hellebore.  Eobbins  isolated  from  green 
hellebore  rhizomes  (Pharm.  J.  1877-1878,  [iii.l 
8,  316)  a  crystalline  alkaloid  which  he  called 
veratridine,  and  which,  like  protoveratrine  of 
white  hellebore,  gives  a  green  coloration  with 
Eulphurio  acid.  The  amorphous  alkaloid  vera- 
tralbine  was  also  obtained  by  Wright  and  Luff 
from  this  source  (Chem.  Soc.  Trans.  1879,  35, 
421). 

Cheirinine.    See  under  Cheiroline. 

Cheiroline  CjHjOjNSj,  colourless  prisms, 
m.p.  47°-48°,  optically  inactive,  occurs  in 
wallflower  seeds  {Cheiranthus  Cheiri  [Linn.]) 
and  Erysimum  nanum  (Boiss.  &  Hohen.). 
-On  hydrolysis  by  dilute  alkalis  it  yields 
carbon  dioxide,  hydrogen  sulphide,  and  a  sub- 
stance CiHiiOjNS.  ft  is  stated  to  possess 
antipyretic  properties  (Wagner,  Chem.  Zeit.  1908, 
32,  76  ;   Schneider,  Ber.  1908,  41,  4466  ;    1909, 

42,  3416).  From  wallflower  leaves  or  seeds 
Beeb  has  obtained  cheirinine  CjgHgjOijNj, 
which  resembles  quinine  in  physiological  action 
(Arch.  expt.  Path.  Pharm.  1898,  41,  302;  1899, 

43,  130)  and  a  glucoside  cheiranthin. 
Chelerythrine  CjiHuOiN  occurs  in  various 

Papaveraceous  plants,  e.g.  Chelidonium  majus 
(Linn.),  Glaueium  flavum  (Crantz.),  Sanguinaria 
canadensis  (Linn.)  (Probst,  Annalen,  1839,  29, 
120,  250 J,  Bocconia  spp.  Forms  colourless 
rhombohedra  with  IH^O  or  ICjHsOH,  m.p. 
203°,  [a]jj=0°.    Salts  intensely  yellow  and  well 

crystallised.  Contains  two  methoxyl  groups, 
and  may  be  a  methyl  ether  of  sanguinarine 
(p.  .675).  Narcotic  (Konig  and  Tietz,  Arch. 
Pharm.  1893,  231,  145,  161;  Murrill  and 
Schlotterbeck,  Ber.  1900,  33,  2802;  Fischer, 
Arch.  Pharm.  1901,  239,  409,  426,  438), 

Chelldonine  C2oHi905N,H20  occurs  with 
protopine,  chelerythrine,  sanguinarine,  and 
a;  0;  and  7-homoohelidon:ne8  in  the  root  of  ^he 
common  celandine  {Chelidonium  majus  [Linn.]), 
and  with  one  or  more  of  the  same  alkaloids  in 
Stylophorum  diphyllum  (Nutt.)  (Selle,  Arch. 
Pharm.  1890,  228,  96),  Adlumia  cirrhosa  (Rafln.) 
{see  under  Adlumine),  and  possibly  in  Bangui- 
naria  canadensis  (Linn.)  (Konig  and  Tietz,  Arch. 
Pharm.  1893,  231,  145,  161).  It  crystallises  in 
monoclinio  tablets,  m.p.  135°-136°,  [o]  +116° 

24'.  Yields  a  benzoyl  derivative,  m.p.  217°,  and 
when  heated  with  zinc-dust  furnishes  ammonia 
and  a  substance  with  a  phenanthrene-like  odour 
(Schlotterbeck  and  Watkins,  Pharm.  Arch.  1903, 
6,  141).  Salts  crystallise  well  (Wintgen,  ibid. 
1901,  239,  438).  It  is  slightly  toxic,  resembling 
morphine  in  its  action. 

Chloroxylonine  CjjHjaOjN,  an  alkaloid  occur- 
ring in  East  Indian  satinwood  {Chloroxylon 
Swietenia  (DC.)).  It  crystallises  from  alcohol  in 
colourless  prisms,  m.p.  182°-]83°.  [o]J,8-9°  18',  I 


in  chloroform,  is  soluble  in  excess  of  ammonia 
solution,  and  is  neutral  to  litmus.  The  salts  are 
crystalline  and  dissociate  in  water ;  aurichloride 
B-HCl-AuCla  groups  of  reddish-yellow  needles, 
m.p.  70°.  Chloroxylonine  contains  four  -OMe 
but  no  hydroxyl  groups  (Auld,  Chem.  Soe. 
Trans.  1909,  95,  964).  It  produces  derma- 
titis when  applied  to  the  ikin  and  is  the  cause 
of  the  dermatitis  sometimes  experienced  by 
satinwood  workers  (Cash,  Brit.  Med.  J.  1911, 
Oct.  7  ;  and  BuU.  Imp.  Inst.  1911,  9,  351). 
Choline  CjHijOjN  is  an  amine  found  in  many 

Elants,  e.g.  oats,  lupins,  barley,  hops,  potatoes, 
eetroot,  scopolia,  ipecacuanha,  &o.,  and  has 
long  been  known  as  a  decomijosition  product  of 
a  number  of  substances  occurring  in  the  animal 
organiBm  (lecithin,  bile-acids,  &o.).  It  reacts 
with  acids  like  ammonium  hydroxide,  the  acid 
radicle  taking  the  place  of  hydroxyl.  Choline 
is  hydroxyethyltrimethylammonium  hydroxide 
N(C2H40H)(CH3)30H ;  its  chloride  may  be 
produced  by  the  action  of  trimethylamine  on 
ethylene  chlorohydrin ;" «.  also  vol.  ii.  p.  48. 

Cbrysanthemine  CnHjjO.Nj,  crystals,  occurs 
in  Chrysanthemum  cinerariaefolium  (Vis.)  flowers 
used  under  the  name  '  Dalmatian  insect  powder.' 
Forms  crystalline  salts  ;   aurichloride 

B-2HClAuCl3, 
golden-yellow  prisms.     On  oxidation  with  sodium 
hypobromite  it  forms  oxychrysanthemine 

C„H,.b,N„ 
which  is  a  carboxylic  acid.  The  potassium  salt 
of  this  when  heated  with  caustic  potash  solution 
gives  trimethylamine,  piperidinecarboxylic  acid, 
and  succinic  acid,  whence  the  following  formula 
has  been  assigned  to  the  alkaloid  : — 


NMe, 


-CO 


CHj-CH(CHj-CHjOH)CHj— C.HsN 
Chrysanthemine. 
The  alkaloid  is  relatively  inactive  physiolo- 
gically (Marino-Zuco,  Chem.  Soc.  Abstr.  1891, 
60,  333  ;   1892,  62,  84). 

Cinchonidlne  and  Cinchonine.  See  under 
Quinitie  (p.  665). 

Clavine.    See  under  Mrgotoxine  (p.  652). 

Cocaine  and  the  Coca  Alkaloids. 

The  coca  leaves  of  commerce  are  derived 
from  three  varieties  of  the  coca  plant,  Erythroxylon 
Coca  (Lam.),  viz.  S.Goco,  var.  Bolivianum  (Burck.) 
E.  bolivianum  (Rusby),  cultivated  in  Bolivia; 
E.  Coca  var.  Truxillense  (Rusby),  cultivated  in 
Peru;  and  E.  Coca,  var.  sprticeanum  (Burck.), 
cultivated  in,  Java.  E.  Coca,  var.  Novo-grana- 
tense  (Morris),  and  E.  Coca,  var.  Bolivianum,  are 
also  cultivated  in  Ceylon  and  the  Federated 
Malay  States.  Bolivian  leaves  rarely  appear 
in  European  markets.  The  Peruvian  leaves  are 
known  as  Truxillo  leaves.  The  Ceylon  leaves 
may  be  either  Truxillo  (probably"  from  E.  Coca, 
var.  Novo-granatense)  or  Bolivian  (Huanuco)  in 
character,  and  the  Java  leaves  are  distinct 
from  any  of  these  types  in  appearance,  and  in 
the  fact  that  they  contain  little  or  no  cocaine 
(c/.  Holmes,  Pharm.  J.  1901,  [iv.]  January  6th 
and  26th,  and  Bull.  Imp.  Inst.  1912.  10,  37). 
Coca  leaves  contain  alkaloids  of  four  types — 

1.  -  Cocaines ;  alkyl  acyl  derivatives  of 
ccgonine. 
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2.  Acylecgonines  ;  acyl  derivatives  of  ecgo- 
nine. 

3.  Paeudotropetnes ;  aoyl  derivatives  of 
pseudotropine. 

4.  Hygrinea. 

The  first  and  second  types  of  alkaloid  can 
be  employed  as  commercial  sources' of  ecgonine, 
and  consequently  cati^be  used  for  the  manu- 
facture of  crystalling  cocaine  which  is  readily 
prepared  from  ecgonine.  The  coca  leaves 
derived  from  South  America  contain  up  to  1  p.c. 
of  total  alkaloids  soluble  in  ether  (mostly 
cocaine),  the  Geylon  and  Federated  Malay 
States  leaves  contain  up  to  1'6  p.c.  of  total 
alfealoid  soluble  in  ether,  of  which  two-thirds 
may  be  cocaine,  whilst  Java  leaves  contain  1-6, 
or  sometimes  more  total  alkaloids,  little  or  none 
of  which  is  cocaine,  but  from  which  a  large  pro- 
portion of  cocaine  can  be  prepared*- 

Estimation  ot  total  alkaloids  in  coca  leaves. 
The  following  process  is  given  in  the  United 
States  Pharmacopeia,  8th  ed. :  10  grms.  of 
coca  leaves  in  No.  60  powder  are  mixed  with 
50  c.c.  of  a  mixture  of  chloroform  1  vol.,  ether 
4  vols.,  in  a  stoppered  Erlenmeyer  flask  and 
set  aside  during  10  mins.  Two  c.c.  of  ammonia 
solution  diluted  with  3  c.c.  of  water  are  then 
added  and  the  flask  shaken  at  intervals  during 
1  hour.  A  small  glass  percolator  with  the  lower 
end  obstructed  by  a  wad  of  cotton  wool  is  then 
placed  in  the  neck  of  a  separating  funnel  con- 
taining 6  0.0.  of  N-sulphuric  acid,  diluted  with 
20  c.c.  of  water  and  the  contents  of  the  flask 
poured  into  the  percolator.  When  all  the  li<iuid 
has  passed  the  contents  of  the  percolator  are 
packed  in  firmly  by  means  of  a  glass  rod,  and 
then  the  flask  is  rinsed  out  with  10  c.c.  of  the 
chloroform-ether  mixture,  followed  by  several 
successive  washings  with  6  c.c.  quantities  of  the 
same  mixture,  the  percolation  being  continued 
with  this  liquid  until  60  c.c.  have  been  used  in 
all.  The  separator  is  now  shaken  during  one 
minute,  the  acid  liquid  drawn  oft,  and  the 
extraction  repeated  twice,  using  each  time  10 
c.c.  of  acid  (6,  c.c.  N-acid  with  20  c.c.  of  waterj  ; 
the  combined'  acid  liquors  are  made  distinctly 
alkaline  with  ammonia  solution  and  the  alkaloids 
extracted  with  successive  portions  of  ether 
(25,  20,  and  15  o.o.).  The  ether  is  allowed  to 
evaporate  spontaneously  and  the  residue  dis- 
solved in  4  c.c.  of  N/10  sulphuric  acid,  and  the 
excess  of  acid  determined  by  N/50  potassium 
hydroxide,  using  cochineal  or  iodeosin  as  indi- 
cator. This  process  gives  the  amount  of  ether- 
eoluble  alkaloids  in  the  drug.  No  satisfactory 
process  is  yet  available  for  the  estimation  of 
cocaine  in  the  '  total  alkaloids.' 

Cocaine  CijHjiOiN  occurs  to  »  variable 
extent  in  the  different  varieties  of  coca  leaves 
(see  above). 

Freparation.  The  coca  leaves  are  exhausted 
by  maceration  and  agitation  with  a  mixture  of 
aqueous  sodium  carbonate  and  petroleum, 
whereby  the  cocaine  with  cinnamyl  cocaine,  &o., 
passes  into  solution  in  the  petroleum.  The 
latter  is  shaken  with  dilute  hydrochloric  acid, 
when  cocaine  hydrochloride  crystallises  out  and 
is  collected,  pressed,  and  dried.  This  crude  salt 
is  purified  by  solution  in  water,  liberation  of  the 
free  base  by  ammonia  and  solution  of  this  in 
alcoholic  hydrogen  chloride,  when  the  hydro- 
chloride crystallises  out.     The  mother-liquore 


contain  the  other  coca  alkaloids.  If  Java  coca 
leaves  are  used  the  coca  alkaloids  other  than 
cocaine  alone  are  obtained,  and  these  and  the 
residual  coca  alkaloids  referred  to  above  are 
converted  into' cocaiac  by  heating  with,  boiling 
hydrochloric  acid  and  pouring  irito  water,  wlien 
trnxillic  acids  separate  and  may  be  filtered  off, 
The  filtrate  is  concentrated  until  ecgonine 
hydrochloride  crystallises  out.  The  ecgonine  is 
recovered,  and  then  benzoylated  and  methylated 
in  turn  to  produce  cocaine. 

The  crude  cocaine  manufactured  in  Peru  and 
imported  to  Europe  for  the  preparation  of 
cocaine  salts  is  said  to  be  obtained  by  extracting 
the  leaves  with  0-5  p.c.  sulphuric  acid,  making 
the  filtrate  alkaline  with  sodium  carbonate  and 
extracting  with  petroleum.  The  la;tter  is  again 
shaken  out  with  dilute  sulphuric  acid  and  the 
crude  allraloid  precipitated  from  this  as  a  white, 
biilky  powder '  by  sodium  carbonate.  The 
powder  is  washed  with  water  and  dried  by 
exposure  to  air  for  export. 

Prdperties.  Monoclinic  prisms,  m.p.  98° ; 
at  higher  temperatures  it  sublimes  with  decom- 
position.    Lsevorotatory   [a]  — 15-8° ;    slightly 

soluble  in  cold  water,  more  soluble  in  hot  water. 
Readily  soluble  in  alcohol,  ether,  benzene,light 
or  heavy  petroleum,  or  carbon  disulphide.  Tht 
aqueous  solution  is  allcaline  to  litmus,  has  a 
bitter  taste,  and  produces  a  tingling  and  numb- 
ness of  the  tongue  andilips,  dr,  more  generally, 
local  ansesthesia  of  the  surface  to  which  it  is 
applied.  On  this  account  it  is  largely  employed 
in  minor  surgical  operations,  although  in  recent 
years  it  has  been  Replaced  to  some  extent  by 
synthetically  prepared  ansesthetics,  such  as 
euoaine,  stovaine,  novocaine,  &p.  The' alkaloid"  • 
also  causes  dilatation  of  the  pupil  of  the  eye, 
but  is  not  so  powerfully  mydriatic  as  some  of 
the  solanaoeous  alkaloids.  When  administered 
internally  in  small  doses  it  acts  as  a  stimulant, 
and  diminishes  the  feeling  of  fatigue  consequent 
on  muscular  exertion.  Coca  leaves  have  long' 
been  known  to  possess  this  property,  and  in 
places  where  the  plant  is  abundant  a  mixture  of 
lime  and  coCa  leaves  is  chewed  by  the  natives 
before  engaging  in  severe  eSertion.  Larger 
doses  of  the  alkaloid  are  poisonous. 

The  ordinary  salts  of  cocaine  are  crystalline. 
The  •  hydrochloride  B-HCl,  which  is  used  in 
medicine,  has  m.p.  .189'9°,  and  crystallises 
anlgrdrous  from  alcohol,  ■  or  vrith  2H2O  from 
water.  The  chroinate  B-HjCrO^.HjO  is  thrown 
down  as  a  pale-yellow  precipitate  when 
potassium  chromate  is  added  to  an  acid  solu- 
tion of  the  hydrochloride.  This  salt  is  very 
slightly  soluble  in  cold  water,  m.p.  127°.  The 
aurichloride  B-HAuCI^  is  crystalline  and  spar- 
ingly soluble  in  water.  'When,  aqueous  mercuric 
cmoride  is  mixed  with,  a  solution  of  cocaine 
hydrochloride  a  bulky  precipitate  of  the  mercnri- 
chloride  B-Ha-HgCIs,2HjO  is  formed.  Tfiis 
salt  may  be  oi?ystaUised  from  alcohol,  m.p.  124°. 

d-Cooaine  was  obtained  bv  Licbermann  and 
Giesel  (Ber.  1890,  23,  508,  926)  from  coca  leaves, 
but  was  probably  formed  by  the  racemisation  of 
2-cocaihe  by  the  action  of  alkalis;  it  has  been 
synthesised  from  d-ecgonihe.  dJ-Cocaine,  m.p. 
80°,  was  prepared  from  dZ-ocgonine  by  Will'' . 
statter  and  Bode  {ibid.  1901,  34,  1467). 

Detection.  In  isolating  cocaine  the  aqueous 
solution  should  not  be  heated  for  any  length  o{ 


VEGETO-ALKALOIDSi 


647 


time,  and  not  at  all  in  presence  of  acids  or 
alkalis.  For  the  liberation  of  the  alkaloid  from 
its  salts,  ammonia,  and  not  caustic  alkalis,  should 
be  employed.  Cocaine  may  be  detected  by  its 
characteristic  action  on  the  tongue  (see  above). 
The  following  reactions  are  useful  for  the  detec- 
tion of  the  alkaloid :  One  c.o.  of  a-3  p.o,  solution 
of  potassium  permanganate  gives  a  violet  pre- 
cipitate with  0-01  grm.  of  the  hydrochloride 
dissolved  in  two  dropa  of  water  (Chem.  Zeit. 
1886,  10,  71).  The  hydrochloride  heated  with 
alcoholic  potash  gives  oS  an  odour  of  methyl 
benzoate.  Sohaefer  has  suggested  (J.  Amer. 
Chem.  Soc.  1899,  21,  634)  that  the  differences 
in  solubility  of  the  chromates  might  be  used  for 
the  detection  of  amorphous  coca  alkaloids  in 
cocaine  and  its  salts.  The  purity  of  cocaine 
hydrochloride  may  be  roughly  gauged  by 
Maclagan's  test  (c/.  B.  Ph.  G.  1899,"  9,  38), 
which  consists  in  dissolving  0-06  grm.  of  the 
hydrochloride  in  60  grms.  of  water  and  adding 
2  drops  of  10  p.c.  ammonia  solution.  A  crystal- 
line precipitate  indicates  that  the  hydrochloride 
is  reasonably  free  from  amorphous  alkaloids, 
whilst  a  milky  precipitate  indicates  the  presence 
of  amorphous  coca  bases. 

Eeactions  and  cohstitution.  Cocaine  ex- 
hibits most  of  the  general  reactions  of  the 
vegetable  alkaloids.  When  boiled  with  water 
it  is  gradually  hydrolysed  into  methyl  alcohol 
and  bemoylecgonine  {see  below) 

G„H„04N-l-HjO=Ci,Hi5,O.N-l-CH30H 
(Paul,  Pharm.  J.  1887-1888,  [iii.l  18,  781  ; 
Einhom,  Ber.  1888,  21,  47),  and  the  same 
change  gradually  occurs  if  the  alkaloid  remains 
in  contact  with  an  alkaline  liquid.  With  alkalis 
or  mineral  acids  methyl  alcohol  and  benzoyl- 
ecgonine  are  first  formed,  but  the  latter  under- 
goes further  hydrolysis  into  benzoic  acid  and 
ecgonine  (see  below) 
C„Hj,0,N+2H,0 

=CH30H-1-C,H,0,-fC,Hi503N. 

Natural  cocaine  is  therefore  methylbenzoyl-i- 
ecgonine. 

I- Ecgonine  CjHuOaN.  This  base  does  not 
occur  as  such  in  coca  leaves,  but  is  the  ultimate 
basic  product  of  hydrolysis  of  cocaine,  cinnamyl- 
cocaine,  the  truxillines  and  benzoylecgonine. 
It  crystallises  from  dry  alcohol  in  monoclinic 
prisms  with  IHjO,  m.p.  140°,  or  198°-199'' 
(anhydrous) ;  Isevorotatory.  It  is  readily  esteri- 
ficd  by  alcohols  yielding  a  series  of  alkyl  esters, 
and  by  acid  chlorides  or  anhydrides,  giving  the 
acylecgonines  from  which  the  corresponding 
'  cocaines  '  are  obtained  by  alkylation. 

Ecgonine  is  now  known,  principally  as  the 
result  of  the  researches  of  Einhom,  Liebermann, 
Willstatter  and  their  collaborators  (see  below), 
to  be  closely  related  to  tropine,  the  ultimate 
basic  hydrolytio  product  of  atropine  and 
hyoscyamine  (p.  636),  and  may  be  regarded  as 
tropine-(8-carboxylio  acid.  Ecgonine  and  its 
most"  important  derivative  Z-cocaine  may  be 
represented  by  the  following  formulae : — 
CH^— CH— CH-COjH     CHj— CH— CHCOjMe 


CH, 


NMe  CH-GH 

_CH— CHj 
Ecgonine. 


CH, 


NMe  CH-OBz 

I         I 
-CH— CH, 

Oocaine, 


Some  of  the  chief  papers  bearing  on  the 


constitution  of  ecgonine  are ;  Einhom,  Ber. 
1889,  22,  399  ;  1890,  23,  1338  ;  1893,  26,  324  ; 
1894,  27,  2823  ;  Annalen,  1894,  280,  96  ;  Lieber- 
mann; Ber.  1890,  23,  2518;  1891,  24,  606; 
Willstatter,  ibid.  1897,  30,  702  ;  1898,  31,  1646. 
2500, 2655 ;  1901, 34, 519 ;  Annalen,  1903, 326, 79. 

2-BenzoyIecgonine  CnHijO.N  is  the  first 
product  of  the  hydrolysis  of  cocaine ;  it  occurs 
in  coca  leaves  from  which  it  was  isolated  almost 
simultaneously  by  Skraup  (Monatsh.  1885,  6, 
556),  and  by  Merck  (Ber.  1885,  18,  1594).  The 
base  crystallises  from  water  in  needles,  m.p. 
86°  (anhydrous  195°),  and  is  hydrolysed  by 
hydroohlorio  acid  to  benzoic  acid  and  ecgonine. 
On  methylation  it  furnishes  cocaine. 

2-Cinnamylcocaine  CuHjsO^N.  This  alka- 
loid is 'now  known  to  occur  in  all  varieties  of 
coca  leaves,  but  is  found  in  largest  proportion 
in  the  Java  leaves,  whence  it  was  isolated  by 
Giesel  (Pharm.  Zeit.  1889,  34,  516).  It  forms 
needles,  m.p.  121°,  from  benzene  on  addition  of 
light  petroleum.  Laevorotatory.  On  hydrolysis 
it  furnishes  cinnamic  acid,  methyl  alcohol,  and 
i-ecgonine,  and  is  therefore  methylcinnamyl-Z- 
eogonine.  The  d-isomeride  has  been  prepared 
(Einhom  and  Deckers,  Ber.  1891,  24,  7). 

Truxillines  CjgHj.OaNj.  Two  of  these,  a- 
and  j8-,  occur  in  coca  leaves ;  the  former  is 
methyl-a-truxillyl-Z-ecgonine,  and  the  second 
the  corresponding  ;8-truxiUyl  compound  (Hesse, 
Pharm.  Zeit.  1887,  32,  407,  668  ;  Liebermann, 
Ber.  1888,  21,  2342  ;  1889,  22,  130,  680).  They 
are  amorphous,  and,  according  to  von  Liebrich, 
are  heart  poisons,  and  exert  no  local  ansesthetig 
action. 

Tropacocaine  ( BemotjlpseudotropSine) 
CisHijO^N 
was  isolated  by  Giesel  (Ber.  1891,  24,  2336) 
from  Java  coca  leaves.  It  crystallises  from 
ether,  has  m.p.  49°,  is  optically  inactive,  and 
distils  unchanged.  The  salts  are  crystalline ; 
the  auriohloride  has  m.p.  208°.  On  hydrolysis 
tropacocaine  furnishes  benzoic  acid  and  pseudo- 
tropine  (Liebermann,  ibid.  1891,  24,  2336,  2587 ; 

1892,  25,  927) ;  thelatter  is  a  physical  isomeride 
of  tropine  (p.  636),  and  has  been  synthesised 
by  WiUstatter  (Ber.  1896,  29,  936;  1901,  34,  129. 
3163),  who  assigns  to  it  the  same  structural 
formula  as  to  tropine,  and  states  that  since 
tropine  and  pseiidotropine  are  optically  inactive 
the  isomerism  appears  to  be  of  the  cis-trans 
type,  a  view  subsequently  confirmed  by  Barrow- 
cUff  and  Tutin  (Chem.  Soo.  Trans.  1909, 95, 1970). 
Tropacocaine,  like  the  pseudotropeines  as  a  class, 
is  aliuost  devoid  of  mydriatic  action,  but  like 
cocaine  (p.  646)  is  a  local  a,n8esthetic,  though 
the  effect  is  more  transitory. 

Hygrines.  These  secondary  alkaloids  were 
discovered  by  Ixjsscn  in  Peruvian  coca  leaves 
(Annalen,  1862,  121,  374;  1865,  133,  352), 
and  investigated  by  Liebermann  and  eoljar 
borators  (Ber.  1889,  22,  675;  18pl,  24,  407; 

1893,  26,  851 ;  1895,  28,  578 ;  1896,  29,  2050  ; 
1897,  30,  1113),  who  showed  that  Lessen 's 
supposed  homogeneous  material  contained  two 
liquid  alkaloids,  one  boiling  at  193°-195°  and 
having  the  formula  CjHisON,  which  makes  it 
isomeric  with  'tropine  (p.  636),  and  a  second 
haying  the  composition  CuHj^ONj,  b.p,  215°, 
under  50  mm.  pressure.  The  low  boiling  alka- 
loid is  that  now  known  as  hygxine.  WiUst&tteT 
and  Ettlinger's  synthesis  of  hygrinio  acid  shows 
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that  hygrine  probably  has  the  following  coneti- 
tution  (Annalen,  1003,  326,  91)  :— 

<CH2 — — -CH, 
I 
CH(CH2-CO-Me)CH2 
Hygrlne  (Willstatter  and  Ettlinger). 
-From  "cusco"  leaves  Liebermann  and  Cybulski 
isolated     a     third     substance     of    this     type, 
viz.  cuscohygrine  CisHjjONa,  b.p.   185°  under 
32    mm.    pressure,    which   forms   a   crystalline 
hydrate   B.SIHjO,  m.p.  40°.     It  probably  has 
the  constitution  (L.  a.  C.  Ber.  1895,  28,  578)— 


-CH, 


2\ 


CH-CH,-CO-CH,-CH 


CHo CHg 


CH 

CHa-NMe'^  ^NMe-CHj 

Codeine.    See  under  Morphine  (p.  668). 

Colchicine  CjjHjjOeN,  an  alkaloid  existing 
in  the  seeds  of  the  '  autumn  crocus,'  Cdlchicum 
autumndle  (Linn.) ;  see  also  Colchicum,  vol.  ii. 
p.  111. 

Properties,  A  yellowish  varnish,  soluble  in 
water,  alcohol,  or  chloroform.  It  unites  with 
chloroform  forming  a  crystalline  compound 
B,2CHClj.  LiEvorotatorj'.  The  aqueous  solu- 
tion has  a  very  bitter  taste.  Colchicine  is 
poisonous,  causing  death  by  vaso-motor  paralysis 
'  (Dixon  and  Maiden,  J.  Physiol.  1908,  37,  60). 
The  alkaloid  dissolves  in  sulphuric  acid,  forming 
a  yellow  solution,  which  becomes  green,  violet, 
and  finally  red  on  the  addition  of  a  drop  of 
nitric  acid.  It  contains  three  methoxyl  groups 
and  one  acetyl  group,  and  when  treated  with 
h5'drochlorio  acid  gives  3  mols.  methyl  chloride, 
1  mol.  acetic  acid,  and  1  mol.  colehicinio  acid 
Ci5HpN(OH)3COOH.  When  heated  with  hy- 
driodio  acid  colchicine  furnishes  one  molecular 
proportion  of  methyl  iodide,  together  with 
colchiceine  CjjHjjO.N,  an  alkaloid,  which  also 
occurs  in  Ootchicum  aviumnale  (Linn.).  When  a 
solution  of  colchicine  is  boiled  with  dilute  sul- 
phuric acid  colchiceine  and  methyl  alcohol  are 
formed.  Colchiceine  crystallises  with  JHjO, 
and  melts  at  139°  or  172°  (anhydrous).  It  is 
laBvorotatory.  Unlike  colchicine,  colchiceine  is 
not  poisonous  (c/.  Fiihner  Arch.  expt.  Pharm. 
1913,  72,  228).  Colchicine  may  bo  reproduced 
from  colchiceine  "'by  heating  it  with*  methyl 
iodide  and  a  solution  of  caustic  soda  in  methyl 
alcohol  (Zeisel,  Monatsh.  1886,  7,  668;  1888,  9, 
4,  868).  According  to  Windaus  colchicine  is  an 
enol  methyl  ether  of  colchiceine  (Cham.  Soc. 
Abstr.  1911,  100,  i.  904),  and  may  be  repre- 
sented by  the  formula 

C,H(OMe),:C,oH80(OMe)NH-COMe. 

Columbamine  CjiHjiOsN  occurs  in  calumba 
root  {Jateorrhiza  columba  [Miers])  (vol-,  i.  p.  616) 
along  with  jateorrhizine  CjoHijObN,  and  «  third 
alkaloid  palmatine.  Columbamine  is  only  known 
in  the  form  of  its  salts  which  are  all  yellow. 
On  reduction  the  hydriodide  yields  the  colour- 
loss  tetrahydrooolumbamine  hydriodide  (Giinzel, 
Arch.  Pharm.  1906,  244,  267).  Columbamine 
contains  a  —OH  and  four  — OMe  groups.  On 
methylation  it  furnishes  a  methylcolumbamine 
identical  with  the  dimethyl  ether  similarly  ob- 
tained from  -jateorrhizine,  and  this  on  oxidation 
with  permanganate  gives  corydaldine  (an  oxi- 
dation product  of  corydaline)  and  3:4:6- 
trimethoxy-o-phthalic  acid  (?),  so  that  these 
^ivo  alkaloids  are  closely  related  to  corydaline 


and  berberine  (Feist,  ibid.  1907,  245,  686). 
Palmatine  C2,H„0eN  is  yellow,  and  on  reduc- 
tion yields  a  colourless  tetrahydride ;  its  rela- 
tionship to  its  associates  is  unknown  (Feist, 
I.e.).  The  statement  fretiuently  made  that 
calumba  root  contains  berberine  is  inaccurate 
(Gordin,  t6(d..i902.  240,  146). 

Conessine  or  Wiightine  CjjH^oN,  exists  in 
WriglUia  aniidyserUerica  and  in  Holarrhena 
africana  (A.  DC.)  and  H.  antidysenterica  (Wall.).' 
Crystals,  m.p.  122°  (Polstorff,  Ber.  1886,  19,  78, 
1682 ;  Wamecke,  ibid.  1886,  19,  60 ;  Arch. 
Pharm.  1888,  [iii.]  26,  248,  281). 

Conhydrine  {Conydrint),  See  under  Coniine, 
below. 

Coniceine.  See  under  Coniine,  below. 
Coniine  and  the  Alkaloids  ov  Hemlock. 
Coniine -C,Hi,N  is  one  of  several  poisonous, 
volatile  alkaloids  found  in  hemlock,  Conium 
maculatum  (Linn.).  A  similar  mixture  of  alka- 
loids occurs  in  fool's  parsley  {Aethusa  cynapiitm 
[Linn.])  (Power  and  Tutin,  .L  Amer.  Chem.  Soc. 
1906,  27,  146).  Besides  coniine,  hemlock  con- 
tains }f-methyl-d-coniine,  N-methyl-l-coniine, 
y-conieeine,  conhydrine,  and  psendoconhydrine. 

Preparation.  Coniine  is  most  readily  sepa- 
rated  from  the  crushed,  unripe  hemJock  seeds 
by  digesting  them  with  water  made  alkaline 
vrith  sodium  carbonate,  to  decompose  the  coniine 
malate,  and  distilling  the  mixture  in  a  current  of 
steam.  The  distillate  contains  the  coniine, 
together  with  much  ammonia  derived  from  the 
ammonium  salts  present  in  the  seeds.  The 
liquid  is  neutralised  with  hydrochloric  acid  and 
evaporated  to  dryness.  The,  dry  residue  is 
extracted  with  absolute  alcohol,  when  most  of 
the  ammonium  chloride  remains  undissolved, 
whilst  the  alkaloidal  hydrpchlorides  go  into 
solution.  If  ether  is  added  to  the  alcoholic 
solution  a  further  quantity  of  ammonium 
chloride  is  separated.  The  residue  left  by  the 
evaporation  of  the  alcoholic  solution  is  dissolved 
in  cold  water,  ether  added,  and  the  coniine 
liberated  by  the  addition  of  potash.  The 
ethereal  layer  is  decanted,  washed,  dried  with 
po(;assium  carbonate  and  distilled  at  a  low 
temperature,  when  the  coniine  remains  as  an 
oily  liquid.  It.  may  be  purified  from  the 
accompanying  conhydrine  by  fractional  dis- 
tillation ;  the  coniine  passes  over  first.  So  pre- 
pared the  coniine  contains  -y-coniceine  from 
which- it  may  be  freed  by  conversion  into  the 
hydrochlorides  and  extracting  these  when  dry 
with  acetone,  in  which  the  7-coniceine  salt  is 
soluble  and  the  coniine  salt  insoluble. 

Properties.  Colourless,  alkaline  liquid,  hav- 
ing a  remarkable,  penetrating  odour  and  a 
burning  taste  ;  b.p.  166°-167°,  m.p.  —2°  ;  rel. 
den.  0-8626  at  0°,  dextrorotatory  [a]  =-|- 13-79°. 
Coniine  is  slightly  soluble  in  cold  water,  but 
less  so  in  hot  water,  so  that  a  clear,  cold  solution 
becomes  turbid  when  warmed.  It  dissolves 
about  one-quai-ter  of  its  own  volume  of  water 
at  the  ordinary  temperature.  When  boiled 
with  water  the  alkaloid  distils  with  the  steam. 
Coniine  mixes  with  alcohol  in  all  proportions, 
and  is  also  readily  soluble  in  ether,  but  only 
sparingly  so  in  chloroform  or  carbon  disulphide. 
Exposed  in  the  air  it  darkens  and  slowly  resini- 
fies.  When  administered  internally  coniine  acts 
as  a  powerful  poison.     It  is  a  monaeidio  base. 
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The  ordinary  salts  are  3r3'stalIinR  and  soluble  in 
water  or  alcohol.  The  hydrochloride  B-HCl 
forms  rhombic  crvstals  and  melts  at  220°.  The 
auriohloride  B-HAuCl,,  m.p.  77°,  forma  minute 
yellow  needles. 

Reactions.  Coniine  is  a  strong  base,  which 
precipitates  many  metallic  hydroxides  from 
solutions  of  their  "salts. 

It  is  a  secondary  amine.  When  oxidised 
with  nitric  acid  it  yields  normal  butyric  acid 
among  other  products.  When  permanganate 
is  used  a-pyridinecarboccylic  acid  tjpicolinie  acid) 
is  obtained.  On  distillation  with  zinc-dust 
coniine  is  decomposed  into  hydrogen  and  a-n- 
propylpyridine. 

Ladenburg  has  inferred  from  these  and  other 
reactions  that  coniine  is  a-propylpiperidine  and 
has  confirmed  this  by  effecting  the  synthesis 
of  the  alkaloid  by  hydrogenating  (with  sodium 
in  alcoholic  solution)  o-allylpyridine 

C,H,N(C,H5)+4H,=C5H,„N(C3H,). 
The  liquid  thus  produced  possesses  all  the 
chemical  imd  physical  properties  of  the  natural 
alkaloid  except  one  ;  it  is  optically  inactive 
(Ber.  1886,  19,  2579  ;  1906,  39,  2486).  Laden- 
burg has  also  succeeded  in  resolving  the  inactive 
coniine  into  dextrorotatory  and  Isevorotatory 
forms  and  has  shown  the  dextro  compound  to 
be  identical  with  the  natural  alkaloid.  This 
was  the  first  synthesis  of  a  natural  alkaloid. 

N-Methyl-d-coniine  CsH,j(CH3)N  is  stated  to 
occur  in  hemlock  (v.  Planta  and  Kekule,  Annalen, 
1854,  89, -150),  and  remains  with  7-conioeine 
when  this  is  separated  from  coniine  by  fractional 
crystallisation  of  the  acid  tartrates.  It  has  been 
synthesised  by  methylating  coniine  -(vith  potas- 
sium methyl  sulphate  (Wolfienstein,  Ber.  1894, 
27,  2011 ;  c/.  Passon,  ibid.  1891,  24,  1678).  It 
is  a  colourless,  oily  liquid,  b.p.  173°-174°,  closely 
resembling  coniine. 

N-methyI-2-coniine  was  obtained  by  Ahrens 
(ihid.  1902,  35,  1330)  from  residues  accumulated 
in  the  preparation  of  coniine. 

Coniceines.  This  name  has  been  applied  to 
a  series  of  isomeric  bases,  C,Hi5N,  obtained 
»n  various  ways  from  the  hemlock  alkaloids. 
Only  one  of  them  7-coniceine  (2-propyl-A'- 
tetrahydropyridine)  occurs  in  hemlock  and  was 
isolated  from  crude  coniine  obtained  therefrom 
by  Wolfienstein  (Ber.  1895,  28,  302).  This  base 
was  first  prepared  by  Hofmann  by  the  action 
of  alkalis  on  bromoconiine.  It  strongly  re- 
sembles coniine  in  odour  and  appearance,  boils 
at  171°-172°  under  746  mm.  pressure,  3aelds 
crystalline  salts,  and  furnishes  coniine  on 
reduction.     It  has  the  constitution 


CH,i 
CH 


/\CH 


Y^ 


CPr* 


ChI     JCHPr« 
NH 


7-Coniceine.  Coniine. 

Cf.  Hofmann,  Ber.  1885,  18,  16,  27,  112;  LeU- 
mann,  Annalen,  1890,  259,  127  ;  Loffler  and 
colleagues,  Ber.  1909,  42,  94,  107,  116,  124, 
948,  3420  ;  Gabriel,  ibid.  1909,  42,  4059. 

Conhydrine  CjH,,ON,  also  found  in  hemlock, 
may  be  separated  from  coniine  with  which  it 
occurs  either  by  cooling  the  concentrated 
ethereal  solution  of  the  two  alkaloids,  when  the 
conhydrine  crystallises  out,  or  it  may  be  ob- 


tained by  distilling  the  crude  coniine,  when-  il 
remains  behind  in  the  retort,  if  the  temperature 
has  not  exceeded' 180°. 

Conhydrine  is  a  crystalline,  basic  sub- 
stance, m.p.  ,121°,    b.p.    226°,  W„+10°.     On 

reduction  it  furnishes  a  mixture  of  coniceines 
(see  above).  According  to  Willstatter  it  is 
2  :  j3-hydroxypropylpiperidine  (Ber.  1901,  34, 
3166;  cf.,  however,  LiifHer  and  Tsohunke,  ibid. 
1909,  42,  929). 

Pseudoconhydrine  CaHi,ON,  which  is  also 
found  in  hemlock,  closely  resembles  conhydrine. 
It  is  a  crystalline,  strongly  basic  substance, 
m.p.  105°-106° ;  b.p.  236°. "  It  is  a  secondary 
base  and  forms  crystalline  salts  (Ladenburg 
and  Adam,  Ber.  1891,  24,  1G71).  Engler  and 
Baur  regard  it  as  2  :  o-hydroxypropylpiperi- 
dine  (ibid.  1894,  27,  1777),  and  Loffler  has 
suggested  that  it  is  4-h3'droxy-2-propylpiperi- 
dine  (ibid.  1909,  42,  116). 

Conqninamine.    See  under  Quinine  (p.  673). 

Coruutine.    See  under  Ergotoxine  (p.  653). 

COBYDALINE  AND  THE  CORYDALIS   ALKALOIDS. 

These  alkaloids  occur  in  the  roots  of  Cory- 
dalia  iuberosa  (DC).  Certain  of  them  possess 
a  narcotic  action,  but  they  are  not  used  in 
medicine,  though  corydalis  tubers  have  been 
used  as  a  drug.  The  chief  alkaloids  of  the 
group  are  as  folk)WS  : — 

iCorydaline  CjjHjjOjN, 
Dehydrocorydaline  Cj.H^jOjN, 
Corybulbine  CjiHjjO^N, 
woCorybulbine  C^iHj.OJ!?. 
fBulbocapnine  CuHibOiN, 
Corytuberine  CijHjiOjN, 
jCorydine  CjoHaaOjN, 
[isoCorydine  C20H23O1N. 

fCorycavine  CajHjaOjN, 
Corycavamine  CjiHjiOjN, 
Coryoavidine  CjjHjjOjN. 
They  fall  naturally  into  3  sub-groups  of  alka- 
loids closely  related  in  chemical  constitution 
and  physiological  action,  and  which  may  be 
called  the  corydaline,  bulbocapnine,  and  coryca- 
vine  sub-groups,  as  shown  by  the  bracketing  in 
the  above  table.  According  to  Peters  (Arch. 
expt.  Path.  Pharm.  1904,  51,  130)  and  Gadamer 
(Arch.  Pharm.  1905,  243,  147)  the  corydaline 
sub-group  produces  paralysis  of  the  spinal 
cord,  the  bulbocapnine  sub-group  gives  rise  to 
increased  reflex  action,  whilst  the  coryoavine 
sub-group  stimulates  the  motor  centres ;  all 
except  corytuberine  induce  in  frogs  narcosis 
like  that  due  to  morphine.  A  method  of  isola- 
tion and  separation  of  these  alkaloids  has  been 
described  by  Gadamer,  Ziegenbein  and  Wagner 
(Arch.  Pharm.  1902,  240,  19). 

Corydaline  sub-group.  The  chief  memlber 
corydaline  CjjHjjOjN  occurs  in  Corydalis 
tvberosa  (DC.)  and  G.  anibigua  (Cham,  and 
Schleoht.)  (Makoshi,  ibid.  1908,  246,  381).  It 
crystallises  from  alcohol  in  hexagonal  prisms, 
m.p.  134°-135°,  [o]J^°+300-l°  in  chloroform, 
and  furnishes  well-crystallised  salts ;  axiri- 
chloride  (B-HCl)2AuCl3,  orange  needles,  m.p. 
207° ;  platinichloride,  m.p.  227° ;  ethyl  sulphate 
B-CaHsH^Oi,  large  prisms,  m.p.  162°.  On 
oxidation  (rith  iodine  in  alcohol  it  yields  dehydro- 
corydaline  which  occurs  with  it  in  Corydalis  tvbe- 
rosa (Schmidt.  Arch.  Pharm.  1908,  246,  575),  C. 
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ambigua',  and  possibly  C.  Vernyi  (MakosHi,  ibid. 
1908,  246,  381,  401).  On  oxidation  by  per- 
manganate it  gives  eventually  a  mixtuie  of 
hcmipinic  and  metahemipinic  acids,  and  mtb 
nitric  acid  fnetohemipinic  and  pyridine-2  : 3 : 4  : 6- 
tetiacarbozylic  acids,  and  from  these  results, 
and  a  study  of  the  intermediate  oxidation  pro- 
ducts, Pobbie  and  Lauder  have  assigned  the 
following  constitutional  formulae  to  corydaline 
and  dehydtoooiydaline  (Chem.  Soc,  Trans.  1902, 
81, 145 ;  J903,  83,  605  ;  cf.  Haars,  Arch.  Pharm. 
1905,  243,  165)— 

^OMe  i^OMe 

'OMd 


MeoM>'"^^ 


MeO 


r 


ll\lMe 
MeO^Y 


Xlo 


Corydaline.  Dehydrocorydaline. 

which  bring  these  allcaloids  into  close  relation- 
ship with  tetrahydroberberine  and  berberine 
respectively  (p.  639)i_, 

CoEYBTJLBiNE  CjiHjjO^N  Crystallises  in  pale- 
yellow  needles,  m.p.  238°-240°,  is  dextrorotatory, 
[all^-f  303°  (Bruns,  ibid.  1903,  241,  634),  and 
forms  weU-crystallised  salts  ;  the  hydrochloride 
B-HCl  forms  yellowish  prisms,  m.p.  245°-2n0° 
{I.e.).  On  ojddatioH  with  iodine  in  alcohol 
corybulbine  forma  dehydrocdrybulbine  CjiHj  jOjN, 
ra-p.  210°-211'',  and  on  treatment  with  hydriodic 
acid  furnishes-  3  mols.  methyl  iodide.  On 
methylation  with  methyl  iodide  in  presence  of 
potassium  hydroxide  it  yields  corydaline,  so 
that  it  differs  from  the  latter  only  in  containing 
ah  —OH  group  in  place  of  an  —  OMe  group, 
probably  in  the  isoquinoline  nucleus!  (Dobbie  and 
Lauder,  Chem.  Soc.  Trans.  1895,  67,"  25 ;  and 
w^th  Paliatseas,  ibid.  1901,  79,  87). 

-woCoKVBTTLBiNB  CjiHjjOjN,  first  obtained 
by  Gadamer,  Zeigenbein  and-  Wagner  (Arch, 
Pharm.  1902,  240,  19),  crystallises  in  voluminous 
leaflets,  m.p/ 179''-180'',  [o]jj-)-299'8°,  and  on 

ciidation  with  iodine  in  alcohol  yieMi  dthydro- 
iaocon/bulbine  C21H21O4N,  which  resembles 
flehydrocorydaline  aiid  dehydrocbrybulbine.  The 
alkaloid  Contains  three  methoxyl  groups  (c/. 
Bruns,  ibid.  1903,  241,  634). 

Btllbbcapnlne  sub-group.    The  typical  mem- 
ber of  this  group  bulbocapnine  CisHjsOjN  first 
obtained   by,  Freund   sind    Josephi    (Annalen, 
1893,  277,  10)  separate's  from  alcohol  in  rhombic 
,  needles,  m.p.  199°,  [a]jj-f237-l°  iii  chloroform, 
and  yields  crystalline  salts;    Bulbocapnine  has 
until  recently  been  regarded  as  a  demethylated 
corydaline  thus —     -  -  . 
■C„Hi5(0Me)jN         .    C,,H„(0Me)(0H)3N 
Corydaline.  Bulbocapnin6. 

There  was;  however,  very  little  evidence  for 
this  ,view,  and  Gadamer  and  Kuntze  have 
shown  that  the  alkaloid  does  not  contain  three 
OH  groups.  The  oxyzen  atoms  are  present 
as  methoxyl,  hydroxyf. "  and  dioxymethylene 
respectively.  !Mrther,'  '  exhaustive  methyla- 
tion '  gives  rise  to'  3  :  4-dimethoxy-5  :  6-dioxy- 
methylene-S^vinylphenanthrene,  which  brings 
bulbocapnine  into  close  relationship  with  apo- 
Biorphine  (p.  657).  The  same  authors  have  in  vesti- 


gated  the  other  members  of  this  group,  and  assign 

the  following  formulae  to  the  four  alkaloids  cdn- 

cemed  (Arch.  Pharm.  1911, 249, 503,  598,  641)':— 

H2„NMe  Hj_NMe 


MeO! 


H,     HO 


)H 

CHj-C 

Bulbocapnine. 

Hj^NMe 


MeO 


HO^  A^^s^Hj 


MeO 
Corytuberire. 
Hj^NMe 

I       II       I        l**» 


MeOk     > 


MeOl 


V 


Meb  BleO 

Corydine.  iso-Corydino 

CoBYTUEEKisE  CisHjiOjN  Crystallises  with: 
5H2O   in   colourless  leaflets,  m.p.   240°,   [a]|    ■ 
-I- 282-6°,  in  alcohol  and  yields  crystalline  salts ' 
(Dobbie  and  Lauder,  Oiem.  Soc.  Trans.  1893, 
63,  485;  'and  Gadamer,  Arch.  Pharm.   1902, 
240,,,  81,;      1911,    249,    503,    641).    Corydine 
CjoHaaOiN  (crystals,  with  ptOH,  ™.p.  124°- 
125°,  149°  anhydrous)   has   been  described  by 
Merck,  and  later  by  Gadamer,  Ziegenbein  and 
Wagner  {ibid.  1902,240,81;   1911,  249,,  609). 
On  methylation  witb  diazomethane  oof-ytuherine 
yields  corydine  and  jsocbrydine  (crystals,  m.p. 
185°,  [a]|''°-(- 195-3*"  in  chloroform).    The  con- 
stitutional formulae  assigned  by  Gadamer  {I.e.) 
to  these  three  bases  are  given  above. 

Coiycavine  sub-group.  The  typical  member 
of,  this  group  Cokycavini;  CjjHjjOjN,  first 
obtained  by'  BVeund  and  Josephi  (Annalen, 
1893,  277,  15),.  crystallises  in  rhombic  tablets, 
m.p.  218°-219°,  and  is  optically  inactive  ;  it 
contains  a  dioxymethylene,  but  no  -OH  or 
■OMe  group  (Ziegenbein,  Arch.  Pharm.  1896, 
234,  623  ;  and  Gaebel,  ibid.  1910,  248,  207). 

CoBYCAVAMiNE  CajHjiOjN  is  crystalline,  m.p. 
147°-r48»,  [all^'-f  166-6°  in  chloroform,  and 
yields  crystalline  salts  (Gadamer,  Ziegenbein  and 
Wagner,  ibid.  1902,  240,  81). 

CpBYCAViDiNB  CjjH^jOjN,  belonging  to  this 
sub-group,  has  been  described  by  Gad&mer 
{ibid.  1911,  249,  30).  It  is  crystalline,  has  m.p. 
212°-213°.  [o]|''°-(-203-l°  in  chloroform,  and, 
like  corycavamine,-i3  converted  intD  the  inactive 
form  on  heating  at  its  melting-point.  It  appears 
to  be  corycavamine,  in  which  a  dinxymethylene 
group  is  replaced  by  two  methoxyl  groups. 

Other  alkaloids,  including  glaiicine  j(p.  653) 
and  protopine  (p.  665)  derived  from  Gorydalis 
spp.  have  been  referred  to  by  Gadamer  and 
others.  I.e.  and  Arch.  Pharm.  1911,  249,  224, 
680  ;  Haars,  ibid.  1905, 243,  154  ;  Makoshi,  ibid. 
1908,  246,  381,  401 ;  Heyl,  Ap6th.  Zeit.  1910, 
Nos.  5  and  17. 

Cryptopine  CjiHjjOjN  occurs  in  opium,  and 
is  found  in  commercial  papaverine;  nexagonal 
prisms  or  plates,  m.p.  218%  opticaUy  inactive, 
the  .attrichloride,  m.p.  205°  (decbmp.),  and  the 
picrate,  m.p.  215°,  are  crystalline ;  gives  a 
bluish-violet    coloration    with    sulphuric    acid. 
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RxcHs  a  narcotic  action  in  small  closes,  but  largo 
closes  paralyse  tho  central  nervous  system 
(T.  and  H.  Smith,  Pharm.  J.  1867,  Lii-1  8,  595, 
716  ;  Piotet  and  Kramers,  Bcr.  1910,  43,  1329 ; 
Danckwortt,  Arch.  Pharm.  1912,  250,  590). 

Cupreine.    See  under  Quinine  (p.  673). 

Curaiine.  The  drug  known  as  '  curare  '  is 
a.  dry  aqueous  extract  prepared  from  various 
species  of  Strychnos,  indigenous  in  South 
America,  where  it  was  used  by  the  natives  as  an 
arrow  poison.  Three  kinds  have  appeared  in 
commerce,  viz.  '  tube  curare  '  in  bamboo  tubes, 
'  calabash  curare  '  in  small  gourds,  and  '  pot 
curare  '  in  unbaked  clay  jars.  The  first,  also 
kno^vn  as  '  Para  curare,'  alone  comes  into 
commerce  now.-ti.  also  vol.  ii.  178.  The  drug 
has  been  examined  by  poulin  and  Boussingault 
(Berz.  J.  1829,  216),  Buohner  {ihid.  1861,  767), 
Preyer  (ibid.  1865,  455),  and  Sachs  (Annalen, 
J878,  191,  254),  who  agree  in  stating  that  the 
intensely  poisonous  action  ia  due  to  a  basic 
substance,  though  they  disagree  as  to  whether 
this  is  amorphous  or  crystalline.  Boehm 
(Arch.  Pharm.  1897,  235,  660)  has  examined  all 
three  varieties  of  curare,  and  the  following  is  a 
brief  summary  of  his  results  : —     ^ 

'  Ttjbb  cueaee.'  This  yields  tubocurarine. 
CjaHjiOiN,  an  amorphous,  bitter,  intensely 
poisonous  substance,  and  curine  CijHjgOjN,  a 
crystalline  substance,  m.p.  212°,.  crystallised 
from  methyl  alcohol,  which  is  comparatively 
inactive  physiologically. 

Buraczewski  and  Zbijewski  (Bull.  Acad.  Soi. 
Crao.  1910,  352)  point  out  that  these  two  bases 
give  characteristic  precipitates  with  iodine, 

'  Calabash  cueabe  '  yields  curarine 
C„H„ON„ 
which  is  amorphous,  bitter,  and  poisonous. 

'Pot  cueaee'  furnishes  protocurarine 
C,bH,jOjN,  poisonous  ;  protocurine  CjoH^aOaN, 
crystalline,  m.p.  306°,  slightly  toxic,  and 
protocuridine  C19H21O3N,  also  crystalline,  m.p. 
275°,  but  physiologically  inactive. 

Curare  is  usually  employed  as  such.  It 
paralyses  the  motor  nerve  endings  without, 
however,  impairing  the  excitability  of  muscle, 
and  on  this  account  is  largely  employed  in 
physiological  research  {cf.  Edmund  and  Roth, 
Amer.  f.  Physiol.  1908,  23,  28,  46).  Delpho- 
curarine  {see  under  Delphinine,  below)  exerts 
a  similar  action. 

Cusconine  CjjHjgOjNj,  isomeric  with  aricine, 
which  it  accompanies  in  cusco  bark  {Cinchona 
pvheacens).  Crystals,  m.p.  110°  (Hessev  Annalen, 
1877,  185,  301). 

Cusparine  C|gHi,03N  is  found  Trith  galipine 
CjjHjiOjN,  ciMijjfflniine  CigHijOaN,  cuspareine 
C„H„N(OMe)j,'  galipidine  CigHjjOj'N,  and 
galipoidine  CjbHijOiN  in  angostura  bark 
(Cusparia  febrifuga)  [Hamb.].  Needle-shaped 
crystals,  m.p.90°-91°,or  110°-122°.  Moderately 
soluble  ■  in  ether,  very  soluble  in  alodhol 
(Komer  and  Bohringer,  Gazz.  chim.  ital. 
1883,  13,  363 ;  Beckurts  and  Nehring,  Arch. 
Pharm.  1891,  229,  591  ;  Beckurts  and  Ererichs, 
Apoth.  Zeit.  1903,  18,  697 ;  Arch.  Pharm.  1905, 
243  470 ;  Troger  and  others,  ibid.  1910,  248, 
1;  1911,249,  174;  1912,  250,494;  19l3,  251, 
246).     Su  also  Cuspaeia  baek,  vol.  ii.  180. 

Cynpctonine.    See  under  Aconitine  (p.  634). 

eytisine  C,iH„0N2  is  contained  in  laburnum 
{Cytitut    Laburnum    [Linn.]),    VUx    ewopxut 


(Linn.),';SopJ^o»'a  Bpp..  Baptisia  tinctoria  (R.Pr.), 
EuchresM  Bdrafieldii  (Benn.),  and  Anagyria 
fwtida  (Linn;),  from  whiqji  it  has  been  isOr 
lated  under  various  names:  lilexine,  sophbrine, 
baptitoxine  (Husemann,  Zeitsch.  Chem;  1869,  5, 
677 ;  Gerhard,  Pharm.  J.  1886-87,  [iii.]  17,  101, 
229;.  Partheil,  Ber.  1890,  23,  3201;  1891,  24, 
634;  Buohka  and  Magalhaes,  ibid.  1891,  24, 
253,  674).  Prisms,  m.p.  153°,  which  sublime 
without  decomposition.  Soluble  in  water, 
alcohol,  or  chloroform,  insoluble  in  light  petro- 
leum. Cytisine  usually  behaves  as  a  diacidic  base  : 
salts  crystalline.  The  auriohloride  B-HAuCli 
melts  at  220°.  In  aqueous  solution  cytisine  is 
laevorotatory,  [a]^  =—120°,  and  gives  with 
ferric  chloride  a  red  coloration,  which  is  dis- 
charged by  a  few  drops  of  aqueous  hydrogen 
peroxide,  a  blue  coloration  being  subsequently 
observed.  Cytisine  is  a  violent  poison.  For 
recent  work  on  the  chemistry  of  cytisine,  see 
Freund  and  others,  Ber.  1901,  34,  615  ;  1904, 
37,  16 ;  1906,  39,  814 ;  Maass,  ibid.  1908,  41, 
1635;  Ewins,  Chem.  Soc.  Trans.  1913,  103, 
97.  Gaulophyllum  thalictroides  (Linn.)  contains 
methylevtisine  (Power,  and  Salway,  Chem.  Soc. 
Trans.  1913,  103,  194). 

Damascenlne  CioHiaOaN  occurs  in  the  seed- 
coats  of  Nigella  damascena  (Linn.)  and  N. 
arvensis  (Linn.).  Crystalline  mass,  m.p.  26°, 
b.p.  270°  under  750°  mm.  pressure.  The  solu- 
tions show  blue  fluorescence.  The  salts  crystal- 
lise well.  The  alkaloid  is  narcotic.  On  treat- 
ment with  acids  or  alkalis  damascenine  is 
hydrolysed  into  methyl  alcohol  and  damasceninic 
acid,  m.p.  144°,  which  with  hydriodip  acid 
yields  2-methylamino-3-hydroxybenzoio  acid 
and  methyl  iodide,  so  that  damasceninic  acid 
appears  to  be  2-methylamino-3-methoxybenzoio 
acid,  and  damascenine  itself  is  probably  repre- 
sented by  tho  following  formula  : — 
CH 


CHC 


CH  C-COOMo 

.11      I 

CH  C-NHMe 

\^ 

C-OMe 

(Schneider,  Pharm.  Centh.  1890,  [ii.]  173; 
Pommerehne,  Arch.  Pharm.  1899,  237,  475; 
1900,  238,  531  ;  1904,  242,  295  ;  Keller,  ibid. 
299 ;  1908,  246,  1 ;  1910,  248,  403  (Ewins, 
Chem.  Soc.  Trans.  1912,  101,  544).' 

Dauclne  C,iH,,N2,  colourless,  oily  base,  b.p. 
240°-250°,  occurring  in  carrot  leaves  (Pictet 
and  Court,  Ber.  1907,  40,  3771). 

Delphinine  CjiHjjOjN  is  one  of  a  series  of 
ill-defined  alkaloids,  including  delphisine,  del- 
phinoidine,  staphisagroine,  and  staphisagroidine, 
found  in  stavesacre  seede  {Delphinium  StapAis- 
agria  (Linn.)).  (Kora-StojanofE,  Ctem.  Zentr. 
1890,  [ii.]  628,  and  Ahrens,  Ber.  1899,  32,  1581", 
1669.)  Delphinium  consolida  and  D.  ajacis, 
according  to  Keller  (Arch.  Pharm.  1910,  248, 
468;  1913,  251,  207),  also  conta,in  alkaloids. 
From  various  Delphinium  spp.  Heyl  has 
obtained  '  delphocurarine,'  an  amorphous'  mix- 
ture of  bases,  including  a  crystalline  substance, 
m.p.  184°-185°  (Chem.  Soc.  Asbtr.  1903,  i.  630). 

'  Delphoeurarine '  reaeinbles  curarine  \see 
above)  in  physiological  action  (Lobmann,  FflUg, 
Arch.  1902,  92,  398]. 
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Dicentrine  C2„H„0,N  occurs  with  protopine 
in  Dicentra  pusilla  (8ieb.  and  Zuco.)  and  possibly 
in  D.formosa  (Walp.).  Prismatic  oirystals,  m.p. 
168°-169°,    [o]j,+62°     in    chloroform.      Salts 

crystalline  (Heyl,  Arch.  Pharm.  1903,  241, 
313;  Asahina,  iWf  1909,  247,  201).  Pro- 
duces slight  narcosis  (Iwakawa,  Arch.  expt. 
Path.  Pharm.  1911,  64,  369).  Gadamer  has 
stated  (Arch.  Pharm.  1911,  249,  680)  that  dicen- 
trine resembles  glaucine  in  its  properties,  and 
suggests  that  it  is  glaucine  (p.  653)  in  which 
the  two  —  OMe  groups  in  positions  5  and  6  are 
replaced  by  a  dioxymethylene  group. 

Dioscorine,  CuHigOjN,  greenish  -yellow 
plates,  m.p.  43'5'',  occurs  in  Dioscorea  hiraiUa 
(Blume)  tubers.  Bitter  and  poisonous  (Gorter, 
Rec.  Trav.  Cham.  1911,  30,  161). 

Ecgonine.    See  under  Cocaine  (p.  647). 
Emetine  and  the  Alkaloids  op  Ipecacuanha. 

Emetine  C,oH4i04N2  occurs  with  cephaeline 
CjgH^oOjNj  and  psychotrine  in  ipecacuanha  root 
(Psychoiria  Ipecacuanha),  (Stokes)  which  con- 
tains up  to  2-6  p.c.  of  total  alkaloids. 

Preparation.  The  emetine  may  be  extracted 
from  ipecacuanha  by  moistening  the  finely- 
powdered  root  with  ammonia  and  extracting 
with  alcohol.  From  the  total  alkaloids  so 
isolated  emetine  is  separated  by  extraction  with 
ether  in  presence  of  alkali. 

Properties.  Amorphous,  colourless,  m.p.  68°, 
yielding  crystalline  salts.  In  minute  doses 
emetine  produces  local  irritation  resulting  in 
emesis ;  in  large  doses  it  affects  the  central 
nervous  system  causing  collapse  and  death. 

Cephaeline  CjjHjoOjNj  crystallises  in  colour- 
less needles,  m.p.  96°-102°,  and  exerts  a  physio- 
logical action  similar  to  that  of  emetine. 

Psychotrine  is  crystalline,  m.p.  140°,  and  is 
-physiologically  inactive  (Ktmz-Krause,  Arch. 
Pharm.  1887,  225,  461  ;  1894,  232,  466 ;  Paul 
and  Cownley,  Pharm.  J.  1894-1895,  [iii.]  25,  373, 
641,  690;  Keller,  Arch.  Pharm.  1911,  249,  512).- 

Detection  of  ipecacuanha  alkaloids.  The 
mixed  ipecacuanha  alkaloids  have  occasionally 
been  mistaken  for  morphine.  They  may  be 
distinguished  by  the  fact  that  with  Frohde's 
reagent  they  give  a  violet  coloration,  changing 
to  deep  blue  on  addition  of  hydrochloric  acid. 
Further,  the  alkaloidal  residue  from  Ipecacuanha 
readily  develops  microscopic  crystals  of  psycho- 
trine  under  the  influence  of  ammonia  gas  (c/. 
Allen  and  Scott-Smith,  Analyst,  1902,  27,  345). 

Estimation  of  total  alkaloids  in  ipecacu- 
anha. This  is  beet  accomplished,  according  to 
Fluckiger,  by  extracting  the  finely-powdered  root 
with  boiling  chloroform  to  which  about  1  p.c. 
of  aqueous  ammonia  has  been  added.  Ransom 
finds  it  is  better  to  exhaust  the  root  with  chloro- 
form made  alkaline  with  ammonia  by  shaking 
with  aqueous  ammonia  and  then  withdrawing 
the  layer  of  water.  •  The  solution  in  chloroform 
is  shaken  with  dilute  sulphuric  acid,  and  the 
quantity  of  '  emetine '  in  the  acid  solution 
determined  by  titration  with  Mayer's  solution 
(Pharm.  J.  1887-1888,  [iii.]  18,  241). 

These  processes  were  devised  for  the  estima- 
tion of  '  emetine  '  when  the  '  total  alkaloid  '  of 
the  root  was  regarded  as  consisting  solely  of 
emetine.  Since  Paul  and  Cownley  have  shown 
that  the  total  alkaloids  include  three  sub- 
stances, emetine,  cephaeline,  and  psychotrine. 


of  which  only  the  first  two  are  active,  these 
processes  require  some  modification  in  order  to 
give  a  correct  idea  of  the  medicinal  value  of  the 
root.  Frerichs  and  Fuentes  Tapis  (Arch.  Pharm. 
1902,  240,  390)  and  KeUer  (ihid,  1911,  249,  512) 
have  employed  ether  in  place  of  chloroform, 
since  this  extracts  emetine  and  cephaeline,  but 
not  psychotrine  (c/.  U.S.  Pharmacopeia,  8th  ed.). 

Ephedrlne  C10H15ON,  crystals,  m.p.  39°,  b.p. 
225°,  occurs  in  JSpJiedra  vulgaris.  It  is  a 
secondary  base,  furnishes  crystalline  salts,  and 
on  '  exhaustive  methylation  '  yields  eventually 
trimethylamineanda-phenylallylalcohoICgHigO. 
On  idistillation  the  hydrochloride  fumishea 
methylamine  and  propiophenone.  When  heated 
with  hydrochloric  acid,  ephedrine  undergoes 
isomerisation  to  ;(/-ep^edrine  (tsoephedrine), 
crystals,  m.p.  117°,  which  also  occurs  with  it  in 
E^  vulgaris.  Both  bases  are  poisonous  and 
ephedrine  hydrochloride  has  been  used  as  a 
mydriatic  (Ngai,  Chem.  Zentr.  1894,  i.  470; 
Merck's  Bericht,  1893,  13 ;  Ladenburg  and 
Oelschalgel,  Ber.  1889,  22,  1823 ;  MiUer,  Arch. 
Pharm.  1902,  240,  481 ;  Flaecher,  ibid.  1904, 
242,  380 ;  Schmidt  and  collaborators,  ibid. 
1905.  243,  73  :  1906,  244,  239,  241,  269  ;  1908, 
246,  210;  1909,  247,  141;  1911,  249,  305; 
1913,  251,  3::0;  Apoth.  Zeit.  1911,  No.  37; 
Foumeau,  J.  Pharm.  Chim.  1904,  [vi.]  20,  481 ; 
Emde,  Arch.  Pharm.  1907,  245,  662  ;  Gadamer,- 
ibid.  1908,  246,  566;  Calliess,  Apoth.  Zeit.  1910, 
25, 677).  Accordmg  to  Rabe  (Ber.  1911, 44, 824) 
the  ammonium  base  of  ephedrine  decomposes  into 
water,  trimethylamine  and  a-phenylpropylene-a^- 
oxide,  and  he  regards  ephedrine  and  i^-ephedrine 
as  optically  isomeric  /3-methylamino-o-phenyl- 
propane-a-olsOH-CHPh-CHMe-NHMe  cf.  Emde, 
2.C.). 

The  name  ephedrine  has  also  been  applied 
by  Spehr  to  a  crystalline  alkaloid  CisHijON, 
m.p.  112°,  obtained  from  Ephedra  monostachya, 
a  drug  used  as  a  remedy  for  syphilis  and  gout  in 
Bessarabia  and  Wallaohia.  Ordinary  ephedrine 
is  known  commercially  as  "  ephedrine  (Merck) ' 
and  the  second  species  as  '  ephedrine  (Spehr).' 

Ebqctoxine  and  the  Alkaloids  of  Eeoot. 

Commercial  ergot  consists  of  the  mycelia  of 
the  fungus  Claviceps  purpurea,  which  occurs  on 
rye  and  occasionally  on  other  cereals.  It  is  of 
considerable  importance  owing  to  its  use  in 
obstetric  medicine,  and  t»  the  fact  thaj;  chronic 
poisoning  due  to  the  use  of  rye  grain  containing 
ergot  as  food  was  at  one  time  not  imcommpn. 
Much  confusion  has  been  introduced  into  the 
chemistry  of  ergot  by  the  characterisation  of 
impure  substances,  often  merely  by  physiological 
tests,  but  this  has  now  largely  disappeared  as  a 
result  of  the  work  done  by  Barger  and  colla- 
borators, Kraft,  Eutscher,  and  others,  who 
have  corrected  and  largely  extended  the 
pioneer  work  done  by  Tanret  in  1875-1878.  It 
is  now  known  with  certainty  that  ergot  contains 
a  crystalline,  but  physiologically  in"fert,  alkaloid 
ergotinine,  an  amorphous  alkaloid  ergotoxine 
(hydroergotinine),  and  a  series  of  physiologically 
active  amino  acids,  which  appear  to  result 
mainly  from  putrefactive  changes,  and  also 
occur  in  putrid  flesh. 

Ergotoxine  C,gH,iO,N5  was  first  obtained 
in  a  pure  state  by  Barger  and  Carr  (Rept.  Brit. 
Assoc.  1906,  626 ;    Chem.  News,   1906,  94,  89), 
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Mid  was  fuUy  described  by  them  in  1907  (Chem. 
boo.  Trans.  1907,  91,  337).  The  same  substance 
WIS  obtained  by  Kraft  independently  in  1906 
(Aroh.  Pharm.  1906,  244,  336)  and  called  hydro- 
ergotinine,  since  it  was  converted  into  ergotinine 
by  loss  of  1  mol.  :H20.  It  seems  clearly  estab- 
lished that  Tanret's  '  amorphous  ergotinine  * 
(Oompt.  rend.  1875,  81,  896  ;  1878,  86,  888),  and 
Jacobi  s  '  sphaoelotoxine  '  (Aroh.  expt.  Path. 
Pharm.  1897,  39,  104)  consisted'  of  impure 
ergotoxine,  and  that  Robert's  '  oomutine  '  \l.c.) 
probably  contained  some  ergotoxine.  The 
alkaloid  is  a  bulky,  colourless,  powder,  m.p. 
162°-164'',  which  shows  varying  dextrorotation. 
It  gives  colour  reactions  like  those  referred  to 
under  ergotinine  {see  below),  and  yields  crystal- 
line salts  ;  the  phosphate  B-H,POj,HjO,  colour- 
less needles,  being  that  most  easily  obtained. 
On  boiling  with  methyl  alcohol  (Eiaft)  or  with 
acetic  anhydride  (Barger  and  Carr)  ergotoxine 
is  converted  into  ergotinine.  On  destructive 
distillation  both  ergotoxine  and  ergotinine  yield 
t'sobutyrylformamide  (Barger  and  Ewins,  Chem. 
Soc.  Trans.  1910,  97,  284).  Ergotoxme  produces 
in  very  small  doses  the  efieots  characteristic  of 
ergot,  including  gangrene  (Barger  and  Dale, 
Bio-Chem.  J.  1907,  2,  240;  Dale,  J.  Physiol. 
1913,  46,  291). 

Ergotinine  CajHaaOtNg  was  first  isolated  by 
Tanret  (Compt.  rend.  1875, 81, 896),  who  assigned 
to  it  the  formula  CjsHjuOjNi.  The  formula 
now  accepted  for  the  alkaloid  CajHjjOsNj  is  due 
to  Barger  and  Carr  (Chem.  Soc.  Trans.  1907,  91, 
337  ;  cf.  Tanret,  J.  Pharm.  Chim.  1906,  [vi.]  24, 
397).  Ergotinine  crystallises  in  long,  colourless 
needles,  melts  indefinitely  at  about  229°  (oorr.), 
has  Wp"  -l-SSS"  in  alcohol,  and  does  not  give 
crystalline  salts.  Sulphuric  acid  with  ergo- 
tinine in  ether  yields  an  orange  coloration 
changing  to  blue,  and  ferric  chloride  produces  a 
succession  of  colours — ^yellow,  orange,  crimson, 
green,  dark  blue — when  added  to  a  solution  of 
the  alkaloid  in  sulphuric  acid.  On  standing  in 
acetic  acid  at  atmospheric  temperature  (Kraft) 
ergotinine  is  converted  into  ergotoxine.  Ergo- 
tinine exercises  little  or  no  physiological  activity 
(Barger  and  Dale,  Arch.  Pharm.  1906,  244,  554  ; 
c/.Kobert,  Arch.expt.  Path.  Pharm.  1884, 18, 316). 
Other  Basic  Gtmstituents  of  Ergot. 

Ergothioneine  C9H,502N3S,2HjO,  m.p.  290°, 
was  obtained  by  Tanret  (Compt.  rend.  1909,  149, 
222) ;  it  crystallises  in  colourless,  monoolinic 
lamellae.  According  to  Barger  and  Ewins  (Chem. 
Soc.  Trans.  1911,  99,  2336)  it  is  a  thiolglyoxaline 
derivative  of  the  following  formula : — 
CO— CH— CHj— C=CH 

5 jfMe,  N-NH 

YSH 
A  considerable  number  of  amino  bodies  have 
been  isolated  from  ergot  from  time  to  time,  and 
recently  several  physiologically  active  substances 
of  this  kind  have  been  prepared  from  the  drug 
and  characterised. 

•  Clavinb  '  (Vahlen,  Arch.  expt.  Path.  Pharm. 
1906,   55,   136 ;     1908,   60,   42),   according   to 
.Barger  and  Dale  (Bio-Chem.  J.  1907,  2,  240),  is 
a  mixture  of  leucine  and  aspartio  acid. 
Aminosecalesulphonic  acid 

NHj-C„H„0.-HSO, 


(Kobert's  '  ergotio  acid  '),  obtained  by  Kraft 
(I.e.),  is  described  by  Vahlen  (I.e.)  as  physiologi- 
cally inactive. 

l)-Hydroxyphenylethylamine  was  shown  by 
Barger  (Chem.  Soo.  Trans.  1909,  95,  1123)  to  be 
present  in  ergot  in  smaU  quantity,  and  to  be 
responsible  in  part  for  the  rise  in  blood  pressure 
produced  by  aqueous  extracts  of  ergot  (Barger 
and  Dale,  Proc.  Physiol.  Soc.  1909).  The  same 
authors  have  shown  that  woamylamine  is  pro- 
bably present  in  ergot  in  minute  quantity. 

(4-  or  S)-/3-AminoethylgIyoxaline  was  isolated 
almost  simultaneously  from  ergot  by  Kutscher 
(Z.  P.  1910,  24,  163),  and  by  Barger  and  Dale 
(Chem.  Soc.  Trans.  1910,  97,  2592),  and  shown 
to  possess  great  physiological  activity,  producing 
marked  contraction  of  the  isolated  uterus  even 
when  applied  in  very  minute  amounts  (cf. 
Dale  and  Laidlaw,  J.  Physiol.  1910,  41,  318). 

Agmatine  (amindbutylenegvanidine) 
NHj-C(NH)NH[CHj]j-NHa 
was    prepared-  from    ergot    by    Engeland    and 
Kutscher  (Z.  P.  1910,  24,  479) ;  this  also  causes 
contraction  of  the  isolated  uterus  and  induces 
a  rise  in  blood  pressure. 

Erythiophleine  CasHjjOjN,  an  amorphous 
alkaloid  found  in  sassy  bark  (ErylhrophUum 
guineense  (G.  Don)).  It  resembles  digitalin  in 
physiological  action  (Gallois  and  Hardy,  Bull. 
Soo.  chim.  1876,  26,  39 ;  Harnack,  Chem.  Zentr. 
1897,  [i.l  301). 

Eseramine.  See  under  Physostigmine  (p. 
663). 

Galipine  and  Galipoidine.  See  under  Cuspa- 
rine  (p.  651 ). 

Gelsemine  CioHjjOsNj.  a  crystalline  alkaloid 
occurring  in  the  root  of  American  wild  jasmine 
Oelsemium  aempervirens,-  (Ait.)  along  with  gelse- 
minine  and  a  third  alkaloid,  the  two  latter  being 
amorphous  and  yielding  amorphous  derivatives 
(Wormley,  Amer.  J.  Pharm.  1870,  42,  1 ; 
Sonnensohein,  Ber.  1876,  9,  1182 ;  Gerrard, 
Pharm.  J.  1882-1883,  [iii.]  13,  502,  641  ;  Thomp- 
son, ibid.  1886-1887,  [iii.]  17,  805;  Spiegel, 
Ber.  1893,  26,  1045;  Cushny,  ibid.  1725; 
Goeldner,  B.  Ph.  G.  1895,  5,  330).  The  roots 
have  been  thoroughly  re-examined  by  Moore 
(Chem.  Soo.  Trans.  1910,  97,  2223;  1911.  99. 
1231). 

Properties.  Crystallises  from  acetone  in 
handsome,  glistening  prisms  containing  1  mol.  of 
acetone,  melts  at  178°,  and  has  [a]  +16-9°  in 

chloroform.  The  salts  crystallise  well,  B*HC1. 
m.p.  300°,  small  prisms ;  B-HNO,,  m.p.  280°, 
glistening  prisms.  Gelsemine  hydrochloride  ia 
physiologically  inactive  to  mammals,  but 
produces  strychnine-like  effects  in  frogs.  The 
characteristic  physiological  action  of  gelsemium 
roots  is  due  to  the  two  amorphous  alkaloids,  to' 
one  of  which  the  name  '  gelseminine  '  has  been 
applied.  In  general  their  physiological  action 
resembles  that  of  ooniine  ;  they  are  highly  toxic 
and  also  exert  a  mydriatic  action  on  the  eye 
(Cushny,  I.e. ;  Moore,  I.e.). 

Glaueine  C21H25O4N  occurs  in  OUmcium 
fiavum  (Crantz)  along  withprotopine(Battandier, 
Chem.  Soo.  Abstr.  1892,  62,  i.  893).  Crystallises 
in  rhombic  prisms,  m.p.  119°-120°,  [ol^^-f  I13-3'' 

in  alcohol,  is  a  tertiary  base  and  contains  four 
•OMe  groups  (Fische'r,  Aioh.  Pharm.  1901,  239, 
426).    It   has   been   synthesised   by   Gadamer 
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{ibid.  1911,  249,  680)  and  shown  to  be  phenan- 
threno  -  N  -  metbyltetrahydropapaverine,       and 
therefore  is  closely  related  to  dicentrine  (p.  652). 
Hj„NSfe 


Glaucine. 


Dicentrine. 


Glaucine  is  tasteless  and  induces  narcosis, 
accompanied  by  some  tetanising  action. 

Gnoscopine.    See  NarcoHne  (p.  659). 

Guanine.    See  under  Caffeine  (p.  642). 

Guvaeine.    iSee  under  Arecoline  (p.  635). 

Harmaline  CijHuONj  occurs  along  with 
karniihe  OxjHijONj  and  harmahl  CuHijONj  as 
a  phosphate,  in  the  seeds  of  Peganum  Hannala 
{Linn)  (Gobel,  Annalen,  1841,  38,  363 ;  Fritzsche, 
ibid.  1847,  64,  360 ;  O.  Fischer,  Ber.  1885,  18, 
400  ;  1889,  22,  637  ;  1897,  30,  2481 ;  1905,  38, 
329;  1912,  45,  1930;  Chem.  Zentr.  1901,  i.  957; 
and  Hasenfratz,  Compt.  rend.  1912,  154,  215, 
704,  1520). 

■Properties.    Small    tabular    crystals,    m.p. 
238°  (decoflip.),  [a]„=0°.    Very  slightly  soluble 

in  water,  more  soluble  in  alcohol  or  ether.  A 
monacidio  base  ;  the  salts  are  yellow,  and  their 
aqueous  solutions  exhibit  a  greeu  fluorescence. 

Reactions  and  constitution.  On  oxidation 
harmaline  is  converted  into  karmine  CijHuONj, 
a  crystalline  allcaloid,  m.p.  256°,  also  found  in 
small  quantity  in  peganum  seeds.  Its  salts  are 
colourless,  but  show  a  blue  fluorescence  in 
aqueous  solution.  Both  harmaline  and  harmine 
contain  one  methoxyl  group,  and  when  heated 
with  hydrochloric  acid  furnish  methyl  chloride 
hsrmalol  C^jHuONj  (m.p.  212°,  slender  red 
needles)  and  harmol  CuHioONj  (m.p.  321°, 
greyish  needles)  respectively ;  ahrmalol  also 
occurs  in  Peganum  seeds.  Oxidation  with  nitrjo 
acid  converts  harmine  and  harmol  into  harmic 
acid  CioHjOjNj  and  l-meth"oxy-2-nitro-3  :  4- 
phthalio  acid,  whence  it  appears  that  this 
firoup  of  bases  must  contain  the  complex 
0Me-C,H8(C-)C-  in  which  -OMe,  (C.),  and  C. 
occupy  positions  1 :  3  :  4  or  1  :  4  :  5. 

Perkin  and  Kobinson  (Chem.  Soc.  Trans. 
1912,  101,  1775)  have  assigned  the  following 
formula  to  harmine  : — 


CH.O 


■C:CH-C- 


m. 


-C-CH. 


'"^n-i 


CH-CCH:N-C-NH' 


/ 


CGH, 


Harmine  and  harmaline  cause  convulsions, 
increase  of  saliva,  interference  with  respiration, 
and  depression  of  temperature  in  warlu-blooded 
animals  (Gunn,  T.  !E.  1910,  47,  245 ;  Flury, 
Arch,  expt.  Path.  Pharm.  1910,  64,  105).  In 
Turkey  peganum  seeds  are  used  as  an  anthel- 
mintic, and  Flury  (I.e.)  ascribes  this  action  to  the 
paralysis  of  the  musculature  of  the  parasites 
caused  by  harmaline. 

Histidine  CjHgOjNj,  4-  (or  5-)gIyoxaline-a- 
amino-propionic  acid,  occurs  in  various  plant 
seedlings  (^ohulze,  Zeitsch.  physiol.  Chem.  1899, 
28,  465) ;  needles  or  leaflets,  m.p.  253°,  [o] 
—39-74°  (Kossel,  Chem.  Soo.  Abstr.  1896,  70, 
682).     V.  vol.  iii.  p.  41. 

Homoquiujue,    See  Cuprtirtf  (p.  673), 


Hordenine  CjoHijON  occurs  in  barley  g'-mig. 
Crystallises  in  orthorhombio .prisms,  m.p.  U7'8°, 
subUmea  at  140°-150°,  b.p.  173°-174°/11  mm., 
is  optically  imactive,  yields  crystalline  salts  and 
behave*  as  a  tertiary  base.  It  has  the  eonsti!' 
tution  0H-C,H4-CHsi-CH,.-NMe,[0H :  CHjeto.  = 
1  :  4]  (Leger,  Compt.  rend.  1906,  142,  108, .143 ; 
234,916;  1907,144,488;  Gaebel,  Arch.  Pharm. 
1906,  244,  435),  and  has  been  synthesised  by 
Barger  (Chem.  Soo.  Trans.  1909,  2l93),  and  by 
Rosenmund  (Ber.  1910,  43,  306).  It. is  slightly 
toxic  (Camus,  Compt.  rend.  1906;  142,  110,  237, 
35.0).    F.  vol.  iii.  p.  46. 

Hydtiastine  and  the  Alkaloids  oj 
Hydkastis  Canadensis. 

Hydrastine  CaiHjiOijN,  an  alkaloid  occurring 
together  with  beirberine  .'(«6e  p.  639),  and  cana- 
dine  in  the  root  of  Hydrastis  canadensis  (Linn.) 
to  the  extent  of  about  1-5  p.c. 

Preparation  and  estimation.  Hydrastine  may 
be  isolated  from  the  mother-liquid  from  which 
the  berberine  salt  has  crystallised  (p.  639). 
This  is  largely  diluted  with  water,  and  almost 
neutralised  with  ammonia.  On  evaporation, 
ammonium  sulphate,  resin,  &c.,  separate  out ; 
these  are  removed,  and  the  hydrastine  precipi- 
tated from  the  cold  liquid  by  ammonia.  The 
coloured  precipitate  is  dissolved  in  alcohol,  and 
the  colouring  matter  removed  by  digestion  with 
animal  charcoal ;  the  alkaloid  crystallises  from  the 
concentrated  solution.  In  order  to  purify  it  the 
hydrastine  is  repeatedly  crystallised  from  alcohol. 

According  to  Freund  and  Will  (Ber.  1886,  19, 
2797)  hydrastine  is  most  readily  obtained  by 
percolating  finely-powdered  hydrastis  root  mth 
ether,  and  crystallising  the  ethereal  residue  from 
alcohol. 

A  method  for  the  estimation  of  hydrastine 
and  berberine  separately  in  hydrastis  rhizome 
has  been  proposed  by  Gordm  and  Presoott 
(Arch.  Pharm.  1899,  237,  499 ;   1901,  239,  638). 

Properties.  Colourless,  rhombic  prisms,  m.p. 
132°.  Insoluble  in  water ;  readily  soluble  in 
chloroform  or  benzene  ;  less  soluble  in  ether  or 
alcohol.  The  alcoholic  solution  is  alkaline  to 
litmus  and  Isevorotaiory ;   in  chloroform   [a]_ 

= — 67-8°.  The  ordinary  salts  of  hydrastine  are 
soluble  in  water  but  do  not  crystallise  well.  They 
are  poisonous  to  animals  (Perrins,  Pharm.  J.  1861- 
1862,  [ii.}  3,  546  ;  Mahla,  Amer.  J.  Sci.  36,  57 ; 
Lloyd,  Proo.  Am.  Pharm.  Assoc.  26,  805  ;  Power, 
Pharm.  J.  1884-1885,  [iii.]  15,  297  ;  1885-^1886, 
[iii.]  16,  1092;  Schmidt  and  Kerstein,  Arch. 
Pharm.  1890,  [iii.]  28,  49). 

Seaotions.  When  permanganate  is  added  to 
an  acid  solution  of  hydrastine  sulphate  in  water 
a  blue  fluorescence  is  observed.  Iodine  solution 
gives  a  characteristic  periodide.  For  other 
colour  reactions  of  hydrastine,  see  Lyons,  Pharm. 
J.  1885-1886,  [iii.]  16,  880 ;  and  Labat,  Bull.  Soc. 
chim.  1909,  [iv.]  5,  742,^745.  ■. 

The  principa.1  products  of  the  oxidation  of 
hydrastine  by  nitric  acid  are  opianio  acid  and 
hydrastinine  CjiHjjOaN,  thus — 

a,H2iO.N-fH,0-|-0=C,„H,„05-j-C„HiAN. 
.  Hydrastine.  Opiauic  acid.  HydraSttbine. 

Opianic  acid  has  the  constitution 
CeHa(OMe)j(COOH)(CHO) 

[OMe  :  OMe  :  COOH  :  CH0=1  :  3  i  3  !  4], 
HvDBASiwjiNB,  m.p.  nQ°-U7°,  crystallisBi 
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from  light  petroleum  in  glahoing  crystals  easily 
soluble  in  alcohol  or  ether,  sparingly  in  water. 
It  is  used  in  medicine  as  an  internal  styptic. 
On  '  exhaustive  methylation  '  hjdrastinine  gives 
trimethylamine  and  hydrastal  CijIIjO, :  the 
latter  on  oxidation  gives  hydrastic  acid  (4:5- 
dioxymethylenephthalio  lacid).  These  reactions 
indicate  the  following  constitution  for  hydrastine 
and  hydrastinine : — 

C-O-CH,  CO-CH2 


0     I 


./ 


MeO-C  ^C'O  I      CH, 
■  Me 
Hydrastine. 


OHCH; 

Hydrastinine. 
(c/.  Freund,  Annalen,,  1892,  271,  320 ;  Fritsoh, 
ibid.  1895,  286,  18  ;   Eoser,  ibid.  1889,  254,  357; 
Dobbie  and  Tinkler,  Chem.  Soc.  Trans.   1904, 
85,  1005). 

Canadine  CjjHjiOiN  occurs  with  crude 
hydrastine  (see  above),  from  which  it  may  be 
isolated  by  fractional  crystallisation  of  the 
nitrates,  the  canadine  |:alt  being  less  soluble. 
Silky  needles,  m.p.  132|i''  [o]^,— ^98°  in  chloro- 
form  (Schmidt,  Arch,  llharm.  1894,  232, 136). 
On  treatment  with  iodilie  it  is  converted  into 
berberine.  By  fractional  crystallisation  of  tetra- 
hydroberberine  d-camphorsulphonate,  Gadamer 
{ibid.  1901,  239,  648)  isolated  a  laevorotatory 
.  base  identical  with  canadine,  which  is  therefore 
Z-tetrahydroberberine.  Jowett  and  Pyraau  have 
found  Z-o-canadine  methoohlorideiniCa?!.iAoa;yZ«m 
brachyacanthum,  Chem.  Soc.  Trans.  1913, 103, 293. 
,  Hygrine.    See  under  Cocaine  {p.  647). 

Hymenodictyonlne  {Hymenodictine)  CjaH^oNj, 
crystals,  m.p.  66°,  occurs  in  the  bark  of  Hymeno- 
dictyon  exceUum  (Wall.) ,  used  in  India  as  an  anti- 
pyretic. It  is  bitter  and  slightly  toxic  (Naylor, 
Pharm.  J.  1883,  [iii.]  13, 817  ;  1885,  [iii.]  15, 195). 

Hyoscine.    See  Scopolamine  (p.  639). 

Hyoscyamine.    See  under  Atropine  (p.  637). 

Hypaphorine  CjiHisOjNj,  an  alkaloid  iso- 
lated from  Erythrina  hypaphorus  (Eoerl.)  by  Gres- 
hoff  (Med.  s'Lands  Plant.  1890, 7, 29  ;  Chem.  Soc. 
Abstr.  1891,  60,  335),  and  subsequently  investi- 
gated by  van  Eomburgh  (Proo.  K.  Akad. 
yVetenoch.  Amst;  1911,  13,  1177),  and  by  van 
Romburgh  and  Barger  (Chem.  Soc.  Trans.  1911, 
99,  2068),  and  shown  to  be  a-trimethyl-;8-indole- 
propiobetaine,  since  it  is  produced  by  the  action 
of  tnethyl  iodide  on  trytophan  (j3-indole-o-amino- 
propionio  acid)  and  treating  the  resulting 
metWodide  with  warm'  dilute  alkali.  Hypa- 
phorine crystallises  as  a  monohydrate,  m.p.  255°, 
^^  -1-91 -93°,  and  yields  a  sparingly  soluble 
nitrate,  m.p.  2i5°-226°.  It  exhibits  no  marked 
physiological  action. 

Hypoxanthine.    See  under  Caffeine  (p.  642). 

Ibbgaine  CaeHasOjNj  {fbogine),  an  alkaloid 
occurring  in  '  iboga  '  obtained  from  the  French 
Congo.  Orthorhombio  crystals,  in.p.  152°, 
laevorotatory  (Dybowski  ^an<i  Landrin,  Compt. 
rend.  1901,  133,  748  ;  Haller  and  Heckel,  ibid. 
1901,  133,  850).  The  alkaloid  produces  anaes- 
thesia, and  in  large  doses  causes  convulsions  and 
death  due  to  stoppage  of  respiration  (J^amb^rt 
afld  Rwkel,  *W,  IW,  133, 1236), 


Imperialine  Cj5H5bO'4N.(!)  occurs  in  the  bulbs 
of  fritiUaria  Imperialii  (Linil.^.  Short  needles, 
m.p.  254°  (approx.);  [a]  — 35-4°  in  chloroform  ; 
yields  a  crystalline  hydrochloride.  It  slows  the 
action  of  the  heart  (Fragner,  Ber.  1885, 21,  3284). 

Jaborine.    See  under  Pilocarpine  (p.  664). 

Jateorrhizine.    See  under  Columbamine  (p. 
648). 
■     Jervine.    See  under  Cevadine  (p.  644). 

Laudanidine  and  Laudanine.  See  under 
Papaverine  grout  (p.  661). 

Laudanosine.    iSee  underPoj)ofcrt»e(p.  661). 

Laurotetanine  C19H23O5N  occurs  in  the 
bark  of  Litsea  ciirata  (Blume),  and  in  many 
East  Indian  lauraceous  plants  (Greshoff,  Ber. 

1890,  23,  2546).  It  crystallises  in  needles,  m.p. 
134°,  gives  crystalline  salts,  behaves  as  a 
secondary  amine,  contains  three  -OMe  groups, 
and  probably-  one  hydroxyl  group.  It  exerts  a 
tetariising  action  in  frogs,  but  is  less  powerful  than 
strychnine  (Filippo,  Arch.  Pharm.  1898, 236, 601 ). 

Lobeline  Cig^UjsO^N,  the  characteristic  alka- 
loid of  Lobelia  inflata,  (Linn.)  a  drug  used  as  a 
remedy  for  spasmodic  asthma.  Amorphous,  vis- 
cous, strongly  alkaline  liquid,  soluble  in  alcohol, 
sparingly  soluble  in  other  solvents  ;  it  darkens 
and  resinifies  in  light  and  air.  The  hydrochloride 
B-HC1,H,0,  m."?.  129°,  and  the  platinichloride 
(B-HCl)2PtCl4,3H.iO  are  crystalline  (Siebert, 
Inaug.  Diss.  Marburg,  1891).  The  alkaloid  is 
highly  toxic,  exercising  in  small  doses  a  stimulat- 
ing, and  in  large- doses  a  paralysing  action  on  the 
respiratory  centre  (Edmunds,  Amer.  J.  Physiol. 
1904,  11,  79). 

Lophopborine.    See  under  Mezcaline  (p.  666). 

Lupanine.CjsHjjONj  occurs  in  thed-  and  (in- 
form in  the  seeds  of  Lupinusalbus  (Linn.),andin 
the  d-  form  in  those  of  £.  angustifoU%s  (Linn.)  and 
L.  perennis  (Linn.)  The  dl-  form  crystallises  in 
needles,  m.p.  99°,  and  furnishes  orystaUine  salts. 
The  d-  form  has  m.p.  44°,  and  yields  salts  which 
are  less  soluble  and  crystallise  more  easily  than 
those  of  the  dl-  form.  The  I-  form,  which  may 
be  separated  from  raceiuic  lupanine,  has  m.p. 
43°-44°,  and  crystallises  less  easily  than  the  d- 
form.  It  has  been  suggested  from  time  to  time 
that  lupanine  is  Closely  related  to  sparteine,  but 
according  to  Beckel  (Arch.  Pharm.  1911,  249, 
329  ;  1912,  2.'50,  700),  this  is  not  the  case.  All 
the  forms  of  lupanine  are  bitter  and  poisonous 
(Eichhoirn,  Nobbes  Vers.  St.  1867,  272  ;  Siebert, 
Chem.  Soc.  Abstr.  1S92,  62,  223  ;  Soldaini,' BoU. 
Chem.  Farm.  1902,  41,  37  ;  Arch.  Pharm.  1902, 
240,  260  :   Davis,  Apoth.  Zeit.  1896,  11,  94). 

Lupinidine.    See  Sparteine  (p.  676). 

Lupinine  CnjHjsON,  an  alkaloid  found  With 
sparteine  '(p.  676)  in  the  seeds  of  Lupinus 
luteus  (Linn.)  and  L.  niger.  Rhombic  crystals', 
m.p.  67°-68°.  Distils  without  decomposition  in 
hydrogen  at  255°-257° ;  laevorotatory.  It  is 
bitter  and  slightly  toxic;  A  tertiary,  hydroxy 
base  which  furnishes  crystaUme  salt?  (Baumert, 
Ber.  1881',  14,  1150 ;  1882,  15,  1961  ;  Hagen, 
Annalen,  1885,  230,  370  ;  Siebert,  Arch.  Pharm. 

1891,  229,  631  ;"  Soldaini,  ibid:  1892,  230,  16; 
Berend,  ibid.  1897,  235,  262 ;  'Willstatter  and 
Fourneau,  Ber.  1902,  35,  1910).    -  ' 

LycoctOnine.    See undei  Aconitine{^.&34). 
Mandragorine.    See  under  Atropine  and  the 
belladonna  alkaloids  (p.  638). 
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Mezcalihe  and  the  Alkaloids  of 
Anhalonium  spp.    ■ 

In  Mexico  several  plants  belonging  to  the 
genus  Anhahnium,  notably  A.  Lewinii  (Hen- 
nings),  are  used  in  Indian  religious  ceremonies 
as  narcotics,  under  the  name  '  pellote.'  The 
dried  flowering  heads  of  A.  Leioinn  are  chiefly 
used  for  this  purpose  and  come  into  commerce 
under  the  name  '  mescal  buttons.'  From  this 
source  and  from  allied  plants  a  series  of  alka- 
loids has  been  isolated,  some  of  which  resemble 
morphine  and  others  strychnine  in  their  physio- 
logical action. 

Anhalaiuine  CiiHuOjN,  microscopic  needles, 
m.p.  185-5°.  Occurs  in  A.  Lewinii  (Hennings). 
It  contains  two  -OMe  groups  and  one  'OH  group, 
and  is  a  secondary  base  (Kander,  Arch.  Pharm. 
1899,  237,  190  ;  Heffter,  Ber.  1901,  34,  3004). 

Anhaline  C,cHi,03N,  prisms,  m.p.  115°, 
occurs  in  A.  fissuratum  (Engelm.).  Exerts  a 
paralysing  action  on  the  central  nervous  system. 

Anhalonidine  C12H15O3N,  crystaUihe,  m.p. 
154°,  occurs  in  A.  Lewinii  (Hennings).  Contains 
one  —OH  and  two  —OMe  groups,  and  is  a 
secondary  base  OH-CioH,(OMe)j  :  NH  (Hefiter, 
ibid.  1894,  27,  2976). 

Anhalonine  nTjHi^OaN,  long  needles,  m.p. 
85°,occursin.4.i/ettfraM  (Hennings).  Asecondary 
base,  and  contains  one  — OMe  group.  It 
resembles  strychnine  in  its  physiological  action. 

LophophOTine  OuHijOjN,  syrup,  yielding 
crystalline  salts.  Occurs  in  A.  Lewinii  (Hen- 
nings). It  contains  one  'OMe  group,  and  is  the 
most  toxic  of  all  the  anhalonium  alkaloids. 

Mezcaline  CiiHi,0,N,  colourless,  strongly 
alkaline  oil,  found  in  '  mescal  buttons  '  (Anhalo- 
nium Lewinii  [Hennings]),  which  owe  their 
peculiar  properties  to  its  presence.  It  is  a 
secondary  base,  contains  three  -OMe  groups, 
and  on  oxidation  by  permanganate  yields 
2:3: 4-trimethoxybenzoic  acid.  Its  constitu- 
tion is  still  doubtful  (Hefiter,  I.e. ;  and  Ber. 
1905,  38.  3634). 

According  to  Dixon,  anhalonidine,  anhalo- 
nine, lopho^orine,  and  mezcaline  exert  quali- 
tatively  the  same  physiological  action,  lopho- 
phorine  being  the  most  powerful,  and  mezcaline 
the  most  active  in  producing  colour  visions.  In 
man  the  alkaloids  produce  first  excitement  and 
then  intoxication,  resembling  that  caused  by 
alcohol,  but  accompanied  by  a  number  of  sub- 
jective sensations  including  colour  visions  and  a 
feeling  of  dual  existence  (J.  Physiol.  1899, 25, 69). 

Pellotine  CijHigOjN,  colourless  tablets, 
m.p.  110° ;  occurs  in  A.  WiUiameii  (Lem.)  and 
also  in  A.  Lewinii  (Hennings).  Possesses 
slightly  narcotic  action,  and  has  been  employed 
in  medicine  as  a  narcotic. 

The  chief  papers  relating  to  the  anhalonium 
alkaloids,  in  addition  to  those  already  quoted, 
are  Lewin  (Arch.  expt.  Path.  Pharm.  1888,  24, 
401  ;  1898,  34,  374  ;  and  Heffter,  Ber.  1894,  27, 
2975 ;  1896,  29,  216  ;  1898,  31,  1193). 

Morphine  and  the  Opium  Alkaloids  (see 
also  Opium). 
Opium,  the  partially  dried  juice  of  the  seed- 
capsules  of  Papaver  aomniferum  (Linn.),  contains 
the  salts  (sulphates  and  meconates)  of  a  large 
number  of  alkaloids,  of  which  only  the  more 
important  will  be  considered  here,  viz.  morphine 
Ci,H,,0,N,  ■    codeine     CijHj,0,N      thebaine 


0,|,HjiO,N,  papaverine  CjoHjiOtN,  narcotine 
OjjHajOjN,  narceine  CjaHj-OsN,  and  certain 
secondary  alkaloids  derived  from  those  named; 
The  quantity  of  '  total  'alkaloids  '  in  opium 
shows  great  variation  with  the  geographical  source 
of  the  drug,  but  on  the  average  the  morphine  is 
about  10  p.c,  narcotine  6  p.c,  papaverine  1  p.c, 
codeine  0*6  p.c,  and  thebaine  0*15  p.c.  Indian 
opium  is  richer  in  narcotine  and  codeine  than  the 
Asia  Minor  (Turkish)  opium  of  commerce. 

Morphine  Group  (Morphine,  Apomorphint, 
Codeine,  Thebaine). 

Morphine  OuHisOaN,  the  first  known 
vegetable  alkaloid  was  isolated  from  opium  about 
the  year  1807  by  Sertiirner.  It  is  contained  in 
minute  amounts  in  several  other  plants  belonging 
to  the  natural  order  Pa/paveraeece. 

The  amount  of  morphine  present  in  opium, 
varies  in  the  different  commercial  sorts  (Persian, 
Turkish,  Indian,  &c.)  from  3  to  20  p.c.  The 
'British  Pharmacopoeia  specifies  that  the  dried 
opium  intended  for  medicinal  use  should  contain 
from  9-5  to  10-5  p.c.  of  morphine. 

Preparation.  Morphine  exists  in  opium  in 
the  form  of  two  soluble  salts  (meconate  and 
sulphate),  so  that  extraction  with  water  removes 
the  whole  of  the  alkaloid. 

Gregory's  method  for  the  manufacture  of 
morphine  from  opium  consists  in  extracting  the 
drug  with  lukewarm  water,  mixing  the  liquid 
with  excess  of  chalk,  -and  evaporating  to  a  small 
volume.  Slight  excess  of  calcium  chloride  is 
now  added,  the  liquid  diluted  with  water,  and 
the  precipitated  resin,  calcium  meconate,  &c.', 
filtered  off.  On  concentrating  the  liquid  the.' 
hydrochlorides  of  morphine  and  codeine  crystal- 
lise out.  These  are  dissolved  in  water;  the 
solution  decolorised  with  charcoal  and  decom- 
posed with  excess  of  ammonia,  which  precipitates 
morphine  containing  a  little  codeine.  For  com- 
plete separation  the  codeine  may  be  extracted 
by  one  of  the  solvents,  in  which  it  is  much  more 
soluble  than  morphine,  e.g.  ether  or  benzene. 

Properties.  Small  rhombic  prisms  or  silky 
needles  containing  IHjO,  which  is  gradually  lost 
at  100°,  more  rapidly  at  120°.  At  higher 
temperatures  (about  230°)  morphine  melts  with 
some  decomposition,  and  afterwards  a  part  of 
the  alkaloid  sublimes,  together  with  some  of  its 
decomposition  products.  Slightly  soluble  in 
water,  1  in  10,000  at  10° ;  1  in  6000  at  20' 
(Chastaing,  BuU.  Soc.  6him.  1882,  [ii.]  37,  477) ; 
more  soluble  in  boiling  water  (1  in  500).  Soluble 
in  absolute  alcohol  (1-1  in  100  at  10° ;  8-6  in  100 
at  b.p.),  less  so  in  aqueous  alcohol  ( 1  in  100  at  16° ; 
1  in  36  at  b.p.).  Less  soluble  in  amyl  alcohol 
(1  in  400  at  11°;  I-l  in  50  at  78°).  Very  slightly 
soluble,  or  nearly  insoluble  in  ether,  benzene, 
chloroform,  or  light  petroleum  (Elorio,  Gazz. 
chim.  Ital.  1883,  13,  496;  c/.  Muller,  Apoth. 
Zeit.  1903,  18,  257,  and  U  S.  Pharmacopeia,  8th 
ed.).  Readily  soluble  in  solutions  of  fixed  alkalis, 
especially  wheiv  warm ;  less  soluble  in  aqueous 
ammonia  (rel.  dens.  0-97)  (1  in  177  at  15°). 
-LsBvorbtatory,  in  methyl  alcohol  [a]|'=130-9°, 
in  aqueous  soda,  [o]  =— 70'23°  ;   more  strongly 

lasvorotatory  in  neutral  or  acid  solution  (Hesse, 
Annalen,  1875, 176,  190). 

Morphine  is  a  strong  monacidio  base ;  its 
alcoholic  solution  is  alkaline  to  litmus.  Dilute 
acids  readily  dissolve  morphine,  and  the  salts 
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Rre  generally  easy  to  oryatallise.  The  hydro- 
chloride B'HCl,3HsO  iB  a  ■well-crystallised  salt, 
Boluble  in  water  (1  in  24  at  15°),  less  soluble 
in  alcohol  (Hesse,  I.e.).  This  salt  and  the 
Bulphate,  acetate,  and  tartrate,  &o.,  are  used  in 
medicine.  The  platinichloride  (B-HCl)aPtCli  is 
crystalline.  The  alkaloid  and  its  salts  have  a 
bitter  taste,  and  when  administered  in  small 
doses  exert  a  powerful  narcotic  action  ;  in  larger 
■  doses  they  are  poisonous. 

Seaetiona  and  constitution. 

Solution  of  ferric  chloride,  almost  free  from 
acid,  produces  with  the  aUcaloid,  and  with 
neutral-solutions  of  its  salts,  a  deep-blue  colora- 
tion, which  is  discharged  by  strong  acids.  This 
reaction  is  characteristic  and  delicate  in  neutral 
or  nearly  neutral  solutions.  Strong  sulphuric 
acid,  free  from  nitric  acid,  does  not  colour 
morphine  unless  the  mixture  is  warmed,  when  a 
brown  coloration  is  produced.  Nitric  acid 
dissolves  the  alkaloid,  with  the  production 
of  a  deep-red  colour.  If  the  morphine  is  first 
dissolved  in  strong  sulphuric  acid  and  then  a 
drop  of  nitric  acid  added,  a  carmine  coloration 
is  observed.  Morphine  is  a  powerful  reducing 
agent,  converting  ferric  salts  into  ferrous  salts, 
solution  of  potassium  ferricyanide  into  potassium 
ferrocyanide,  and  precipitating  the  metals  from 
Bolutions  of  silver  nitrate,  and  gold  c^nd  platinum 
chlorides.  Since  it  reduces^  aqueous  iodic  acid, 
liberating  iodine,  this  reaction  is  often  utilised 
as  a  test  for  morphine,  the  iodine  being  detected 
in  the  usual  manner.  The  salts  of  morphine  also 
liberate  iodine  from  aqueous  iodic  acid.  Mor- 
phine is  liable  to  be  mistaken  for  emetine  if 
colour  reactions  alone  are  relied  on  for  its  identi- 
fication (see  under  Emetine  p.  652,  and  Allen  and 
Scott-Smith,  Analyst,  1902,  27,  345). 

Morphine  is  a  tertiary  base  which  combines 
.  with  1  mol.  prop,  of  alkyl  iodide. 

A  dibenzoyl  and  a  diacetyl  derivative 
(heroine)  of  morphine  have  been  prepared, 
whence  it  may  be  inferred  that  the  alkaloid 
contains  two  hydroxyl  groups  (Wright,  Chem. 
Soc.  Trans.  1874,  27, 1031 ;  Wright  and  Beckett, 
ihid.  1875,  28,  15 ;  Wright  and  Rennie,  ibid. 
1880,  37,  610).  One  of  these  hydroxyl  groups  is 
probably  attached  to  a  benzene  nucleus,  since  it 
has  phenolic  properties ;  thus  morphine  dissolves 
in  alkalis,  forming  metallic  derivatives,  in  which 
one  atom  of  hydrogen  of  the  morphine  is  re- 
placed by  metals  (Chastaing,  Compt.  rend.  1882, 
94,  44). 

When  morphine  is  heated  with  hydrochloric 
acid  (25  p.c.)  in  a  closed  tube  at  140°-150°,  a 
molecule  of  water  is  separated  and  apomorphine 
C,,Hj,OjN  is  produced.  It  is  isolated  by 
adding  sodium  bicarbonate  in  excess  to  the  acid 
liquid,  and  shaking  with  ether,  which  dissolves 
the  '  apomorphine.'  The  free  base  is  usually 
amorphous  ;  it  is  slightly  soluble  in  cold  water, 
and  unstable  when  exposed  to  air,  absorbing 
oxygen,  especially  in  presence  of  alkali,  with  the 
production  of  a  green,  and  afterwards  a  red, 
colour.  The  hydrochloride  B-HCl  is  crystalline 
and  is  used  in  medicine.  The  properties  of 
apomorphine  appear  to  show  that  the  base  still 
contains  the  phenolic  hydroxyl  present  in 
morphine.  Its  physiological  action  differs  en- 
tirely from  that  of  morphine,  since  it  produces 
no  narcotic  effect,  but  acts  as  a  powerful  emetic 
(Matthiessen  and  Wright,  Proc.  Roy.  Soc.  1868- 
■  Vol.  V.—T. 


1869,  17,  455;  Marm*,  Zeitsch.  anal.  Chem. 
1885,  24,  643). 

Alkaline  solutions  of  morphine  absorb  oxygen 
from  the  air,  which  converts  the  morphine  into 
pseudomorphine  (oxydimorphine)  C3,H5,0,Nj, 
a  base  which  also  results  from  the  action  of 
weak  oxidising  agents  on  morphine,  and  is 
found  in  small  .quantity  in  opium  (Hesse, 
Annalen,  1867,  141,  87  ;  1875,  175,  195 ;  1884, 
222,  234  ;   1886,  234,  255).     It  is  not  poisonous. 

The  reactions,  'which  are  of  primary  import- 
ance as  regards  the  constitution  of  morphine, 
and  the  closely  related  alkaloids,  codeine  and 
thebaine,  are  as  follows — 

1.  Of  the  three  oxygen  atoms  in  morphine 
one  is  phenolic,  and  on  methylation  gives  rise 
to  codeine  ;  the  second  is  alcoholic  ;  the  third 
oxygen  atom  is  non-reactive,  and  is  present  in 
a  heterocyclic  nucleus. 

2.  The  nitrogen  atom  is  tertiary. 

3.  On  distillation  with  zinc  dust  morphine 
yields  phenanthrene. 

4.  With  methyl  iodide  morphine  furnishes 
codeine  methiodide ;  this  on  warming  with 
silver  hydroxide  gives  codeine  methvlhydroxide 
MeO(Hb)-0,eH„0-NMejOH,  which  immediately 
decomposes,  giving  methylmorphimethine 

MeO(OH)-0ii,H„O-NMej 
by  loss  of  HjO.    This  base  when  heated  with 
hydrochloric  acid  or  acetic  anhydride  is  decom- 
posed   in    part,    forming    methylmo»phol    and 
hydroxyethyldimethylamine — 

OM°>C..H.,0-NMe,=o^O>C„H,+C,H„ON 

Methylmorphimethine.  Methylmorphol  Hydroxy- 

ethyldimethylamine. 

Methylmorphol  is  known  to  be  4-hydroxy-3- 
methoxyphenanthrene  (Pschorrand  Sumuleanu, 
Ber.  1900,  33,  1810).  Hydroxyethyldimethyl- 
amine probably  results  from  the  addition  of 
water  to  vinyldimethylamine  first  liberated  thus 

NMej-CH  :  CHj  -$■  NMej-CHj-CHjOH 
It  follows  from  the  above  that  morphine  must 
be  built  up  from  the  complexes 


I      I 


and  — CHjCH,-NMe 


The  two  complexes  have  been  "  assembled '  in 
various  ways,  but  Pschorr's  formula  is  that  now 
generally  accepted  {see  p.  659  under  Thebaine). 

Detection.  Morphine  affords  precipitates  with 
most  of  the  alkaloidal  reagents.  It  may  be 
identified  by  means  of  the  properties  and 
reactions  described  above.  The  characteristic 
reactions  of  morphine  can,  however,  only  be 
relied  on  when  a  nearly  pure  alkaloid  has  been 
experimented  with.  Unfortunately,  morphine 
is  one  of  the  most  difScult  alkaloids  to  separate 
from  much  organiO/impurity,  especially  when  it 
is  present  only  in  minute  quantity,  as  is  generally 
the  case  in  toxicology.  Since  the  internal 
administration  of  opium,  and  not  of  morphine 
itself,  is  often  the  cause  of  poisoning,  the 
existence  of  this  alkaloid  may  be  confirmed  by 
detecting  meconic  acid,  which  is  easy  to  recog- 
nise. 

2  u 
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For  a  detailed  account,  of  the  qualitative 
reactions  of  morphine,  see  Marme^  ItC. 

Estimation.  The  following  method  may  be 
adopted  for  the  estimation  of  morphine  in  opium : 
14  grms.  of  powdered  opium  dried  at  100°  are 
mixed  with  6  grms.  of  slaked  lime,  and  stirred  in 
a  mortar  with  40  c.o.  of  water.  The  mixture  is 
diluted  with  100  c.o.  of  water  and  occasionally 
stirred  during  about  half  an  hour.  The  mixture 
is  then  filtered  into  a  stoppered  bottle,  until  a 
volume  of  104  o.c,  representing  10  grms.  of 
opium,  has  been  obtained.  To  this  filtrate 
10  c.c.  of  90p.c.  alcohol  are  added  and  50  o.c.  of 
ether  and  the  mixture  shaken.  In  order  to  pre- 
cipitate the  morphine  from  its  solution  in  the 
lime-water,  4  grms.  of  ammonium  chloride  are 
added  and  the  mixture  well  shaken.  After  the 
lapse  of  12  hours  the  morphine  will  have  crystal- 
lised out.  Decant  the  ethereal  layer  and  filter  it 
through  a  small  counterbalanced  iSiper.  Add 
20  c.c.  of  ether  to  the  contents  of  the  bottle, 
shake  gently,  again  decant  and  filter  the  ethereal 
layer.  Wash  the  filter  paper  with  10  c.c.  of 
ether  and  dry  it.  Now  filter  off  the  crystals 
which  remain  in  the  bottle,  using  a  saturated 
solution  of  morphine  in  water  for  washing.  The 
crystals  of  morphine  are  dried  first  at  55°-60°, 
and  then  at  110°  for  two  hours  and  weighed. 
0-5  grm.  of  the  crystals  obtained  is  then' titrated 
with  N/10  sulphuric  acid,  using  litmus  paper  as 
indicator.  The  weight  of  morphine  as  deter- 
mined by  titration  +0014  grm.  (correction  for 
loss)  should  be  0-95  to  105  grm. 

For  an  account  of  the  difierent  methods 
which  have  been  proposed,  v.  Allen's  Organic 
Analysis,  4th  ed.  vol.  vi. 

For  the  estimation  of  morphine  in  tincture 
of  opium  (laudanum)  the  following  method 
may  be  employed :  80  c.o.  of  the  laudanum 
are  evaporated  to  30  c.c.  on  the  water- bath, 
and  the  residue  thoroughly  mixed  with 
3  grms.  of  calcium  hydroxide,  and  diluted 
to  85  c.c.  with  water.  The  liquid  is  then, 
filtered,  and  50  c.c.  of  the  filtrate  (representing 
the  same  quantity  of  laudanum)  are  mixed  with 
6  c.c.  of  alcohol  (90  p.c),  30  c.c.  of  ether,  and 
2  grms.  of  ammonium  chloride.  The  mixture  is 
well  shaken  and  allowed  to  remain  for  12  hours. 
The  crystals  of  morphine,  which  will  have 
separated,  are  collected,  with  the  precau- 
tions described  above  for  the  estimation  of 
morphine  in  opium,  15  c.c.  of  ether  being  used 
to  rinse  the  contents  of  the  bottle  and  10  c.c.  to 
wash  the  filter  paper.  For  titrations  0-3  grm. 
of  the  crystals  used  and  to  the  weight  deter- 
mined by  titration  0-1  grm.  per  100  c.c.  of  fil- 
trate used  are  added  as  a  correction  for  loss. 
100  c.c.  of  the  tincture  should  yield  not  less 
than  0-7  nor  more  than  0-8  grm.  oiE  anhydrous 
morphine. 

Codeine  {MetTiylmorphtTie)  CigH^jOjN  exists 
in  small  quantity  in  opium. 

Preparation.  The  mixed  hydrochlorides  of 
morphine  and  codeine,  having  been  separated 
from  opium  by  Gregory's  method  {see  preparation 
of  morphine),  and  the  morphine  precipitated  by 
ammonia,  the  alkaline  filtrate,  which  contains 
codeine  hydrochloride,  is  evaporated  to  a  small 
volume  and  precipitated  oy  potash.  The 
codeine  is  purified  by  crystallisation  from  ether 
or  from  water.  Codeine  may  be  prepared  from 
wo.rpbine  by  heating  it  with  alcoholic  soda  and 


methyl  iodide  (Grimaux,  Ann.  Chim.  thrs. 
1882,  [v.]  27,  273  ;  Hesse,  Annalen,  1884,  222, 
210),  or  by  the  action  of  potassium  methyl 
sniphate  on  morphine  dissolved  in  methyl 
alcohol. 

Properties.  Large  rhombic  crystals  from 
water  with  IH^O,  which  melt  in  boiling  water ; 
small  anhydrous  crystals  from  ether,  m.p.  155°. 
Lsevorotatory  [o]  — 137'75°  in  alcohol.     Slightly 

soluble  in  cold  water,  more  soluble  in  hot  water, 
alcohol,  ether,  or  benzene  ;  sparingly  soluble'  in 
light  petroleum.  The  aqueous  solution  is 
strongly  alkaline.  Codeine  is  a  monacidic  base  ; 
-the  principal  salts  are  crystalline  and  soluble 
in  water.  In  physiological  action  codeine  and 
its  salts  resemble  morphine,  but  are  less 
poisonous. 

Reactions  and  constitution.  Codeine  is  dis- 
tinguished from  morphine  by  not  giving  the 
colour  reaction  with  ferric  chloride,  and  by  pro- 
ducing with  nitric  acid  a  yellow,  and  not  a  red, 
colour.  Concentrated  sulphuric  acid  does  not 
colour  codeine  except  after  prolonged  standing, 
but  if  a  trace  of  nitric  acid  or  ferric  salt  is  added 
to  the  mixture  it  becomes  blue.  For  an  account 
of  the  qualitative  reactions  of  codeine,  see 
Marme,  Zeitsch.  anaL  Chem.  1885,  24,  643. 
The  decomposition  products  of  codeine  are,  for 
the  most  part,  analogous  to  those  of  morphine 
(p.  657),  of  "which  it  is  the  methyl  derivative. 
The  methyl  group  replaces  an  atom  of  hydrogen 
in  the  phenolic  hydroxyl  group  of  morphine 
(for  formula,  see  p.  659). 

Estimation.  The  foUowirig  process  has  been 
devised  by  Andrews  (Analyst,  1911,  36,  489). 
Dry  opium  (12  grms.)  is  exhausted  by  successive 
portions  of  cold  water,  the  filtrate  made  up  to 
100  c.c,  and  20  c.c.  of  20  p.c.  lead  acetate 
solution  added,  to  remove  colouring  matter  and 
some  narcotine.  The  mixture  is  kept  over- 
night, then  passed  through  a  filter  paper  in  a 
Buchner  funnel,  and  from  100  c.c.  of  the  filtrate 
(10  grms.  of  opium)  the  excess  of  lead  is  removed 
by  hydrogen  sulphide,  and  this  in  turn  removed 
by  a  current  of  air.  The  wasKings  from  the  lead 
sulphide  precipitate  are  collected  separately, 
evaporated  to  a  small  bulk,  and  added  to  the 
main  filtrate,  which  should  then  not  exceed 
130  c.c.  To  this  20  c.c.  of  a  20  p.c.  solution  of 
sodium  salidylate  are  added,  and  the  fletsk  con- 
taining the  mixture  corked  and  shaken.  A 
resinous  precipitate  separates  leaving  a  nearly 
clear  liquor,  which  is  passed  through  a  small 
pleated  filter,  into  a  beaker  containing  a  few 
crystals  of  thebaine  salicylate,  to  facilitate  the 
separation  of  this  salt  from  the  filtrate,  which  is 
well  stirred  to  assist  this  operation.  After 
standing  over-night  the  liquid  is  again  passed 
through  the  same  pleated  filter  and  the  treat- 
ment repeated  until  no  further  deposition  of 
solid  matter  takes  place.  The  final  filtrate  and 
washings,  concentrated  to  about  10-15  o.c.  on 
a  water-bath,  are  transferred  while  still  warm  to 
a  glass  separator  (No<  1),  the  washings  of  the 
dish  being  placed  in  a  second  separator  (No.  2). 
The  contents  of  No.  1  are  washed  with  three 
successive  portions  of  ether,  each  portion  being 
in  turn  also  used  to  wash  the  contents  of  No.  2. 
The  latter  are  finally  added  to  separator  No.  1, 
and  10  CO.  of  a  2()'p.C.  solution  of  caustic  soda 
added,  to  keep  the  morphine  dissolved.  Xliia 
strongly  alkaline  liquid  is  extracted  four  times  ii| 


VEGETO-AI.itALOtt)§. 


etlccpBBion  With  rather  more  than  its  own  volume 
of  ether,  each  portion  of  ether,  as  Beparated, 
being  washed  -mth.  20-30  c.o.  of  water  and 
finally  run  into  a  dry  flask  containing- anhydrous 
sodium  sulphate  to  dry  it.  The  dry  ethereal 
solution  of  codeine  is  distilled  in  a  flask  down 
to  a  few  c.c,  which  are  allowed  to  evaporate 
spontaneously,  when,  as  a  rule,  the  codeine 
separates  in  weU-defined  crystals,  and  after 
drying  can  be  weighed,  the  weight  being  checked 
by  dissolving  in  excess  of  N/10  acid  and  titrating 
back  with  N/10  sodium  hydroxide,  using  litmus 
or  methyl-orange  as  indicator. 

Thebaine  CisHjiOaN  occurs  in  small  quantity 
(up  to  1  p.o.)  in  opium,  and  remains  in  the  mother 
liquor  after  the  separation  of  morphine  and 
codeine  hydrochlorides  (p.  656).  It  is  pre- 
cipitated from  this  along  with  narcotine  and 
papaverine  by  addition  of  ammonia.  The 
precipitate  is  dried  and  dissolved  in  boiling 
alcohol.  On  cooling  narcotine  and  papaverine 
crystallise  out.  The  filtrate  is  evaporated  to 
drjiiess,  the  residue  dissolved  in  acetic  acid,  and 
the  solution  decolorised  with  lead  acetate. 
From  the  filtrate,  after  removal  of  excess  of 
lead  by  hydrogen  sulphide,  thebaine  is  pre- 
cipitated by  adding  ammonia. 

Properties  and  reactions,  Leafv  or  prismatic, 
crystals,  m.p.  193°.  Lsevorota4;ory.  Nearly 
insoluble  in  cold  water,  slightly  soluble  in  ether, 
very  soluble  in  alcohol,  chloroform,  or  benzene. 
Slightly  soluble  in  aqueous  alkalis.  Thebaine 
is  a  monaoidio  base  ;  the  principal  salts  are 
crystalline  and  soluble  in  water.  The  alkaloid 
and  its  salts  are  poisonous  and  exercise  a  teta- 
nising  action,  but  are  less  powerful  than  strych- 
nine and  its  salts.  Thebaine  is  coloured  bright 
red  by  concentrated  sulphuric  acid.  It  is  con- 
verted into  thebenine  when  warmed  with  dilute 
acids,  and  is  attacked  by  concentrated  hydro- 
chloric acid,  with  the  formation  of  morphothe- 
baine,  isomeric  with  thebenine  CisHijOaN. 

Constitution.  Thebaine  is  related  some- 
what closely  to  morphine  and  its  methyl  ether, 
codeine,  as  inspection  of  slightly  extended 
formulae  for  the  three  alkaloids  shows — 


Morphine. 


Codeine. 


McO>Ci.^.20NMe 

Thebaine. 

When  codeine  is  oxidised  by  chromic  acid  the 
alcoholic  hydroxyl  group  is  converted  into  a 
carbonyl  group  with  the  formation  of  codeinone, 
thus — 


Codeine, 


Codeinone. 


On  treatment  with  dilute  acids  both  thebaine 
(Howard  and  Eoser,  Ber.  1886,  19,  1596 ;  and 
Freund,  ibid.  1899,  32,  168)  and  codeinone 
(Knorr,  ibid.  1903,  36,  3074)  yield  thebenine, 
whilst  with  strong  acids  they  furnish  the  isomeric 
morphothebaine  (i.e.).  Further,  hot  acetic  anhy- 
dride decomposes  thebaine  (Freund,  ibid.  1897, 
30,  1357)  and  codeinone  (Knorr,  I.e.)  in  the' 
following  ways  (e/.  Faohorr,  Seydel  and  Stohrer, 
ibid.  1902,  3S,  4400]— 
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Codeinone  — >  6-Methoxy-3  :  4  dl- 1 

hydroxyphenanthiene  I  +hydroxyethyI- 
Thebaini  ->  3  :  6  -  Dimethoxy  -  4- (  methylamine 
hydroxyphenanthrene  J 
Thebaine  must  therefore  be  the  methyl  ether 
of  an  enolio  form  of  codeinone.  Accepting 
Pschorr's  formulation  of  morphine,  the  three 
alkaloids,  codeine,  codeinone,  and  thebaine,  will 
be  represented  by  the  following  formulae  in. 
which  the  variable  groups  only  are  shown  in 
the  last  three  (Ber.  1902,  35,  4382 ;  1905,  38, 
31 60 ;  1907, 40, 1984 ;  cf.  Knorr  and  others,  aid. 
1907,  40,  3341,  4891,  VVieland  and  Kappelmeier, 
Ann.  1911,  382,  306;  Freund.  Ber.  1906,  38, 
3238;  1910,43,2128). 


Ho-cm 
ch\ 


HOC 


CH 

Morphine  (Psohorr). 

^    I       I 

MeO-C'i^J 
Codeinone  (keto  form). 


cbK 


/J 


MeO-ClJ 

CodeineJ 

0 

cA/ 

MeO-c\} 

Thebaine  (methyl  ether  of 
enoJcodeinone). 

Narcotine  Group  (Narcotine,  Onoscopine, 
Hydrocotarnine,  Narceine). 

Narcotine  CjjHjjOjN  usually  occurs  to  the 
extent  of  about  5-6  p.c.  in  Asia  Minor  opium, 
but  in  larger  quantity  in  Indian  and  Per- 
sian opiums.  Unlike  most  alkaloids,  narcotine 
appears,  as  a  rule,  to  exist  in  the  plant  in 
the  free  state,  and  not  as  a  salt. 

Preparation.  If  the  opium  is  extracted  with 
water  in  oider  to  isolate  the  morphine,  &c.,  the 
greater  part  of  the  narcotine  remains  un- 
dissolved, since  this  alkaloid  is  nearly  insoluble 
in  water.  By  exhausting  the  residue  with  dilute 
hydrochloric  acid,  the  narcotine  is  removed  as 
hydrochloride,  and  from  the  solution  of  this  salt 
the  base  may  be  precipitated  by  sodium  bioarbon  - 
ate,  and  crystallised  from  alcohol.  Or  the  narco- 
tine may  be  extracted  from  the  opium  by  boilingit 
with  ether ;  see  also  Hesse,  Annalen,  Suppl.  8, 284. 

Estimation.  Narcotine  is  most  readily  esti- 
mated in  opium  by  drying  the  drug  at  100°  and 
then  extracting  a  weighed  quantity  with  hot 
ether.  From  the  ether  solution  the  alkaloid 
may  be  extracted  by  repeated  agitation  with 
dilute  sulphuric  acid,  and  may  be  obtained  clean 
by  adding  alkali  and  re-extracting  with  ether. 

Properties.  Prismatic  crystals,  m.p.  174°- 
175°.  Almost  insoluble  in  water  (1  in  ?5,000  at 
15°,  1-1  in  7000  at  100°);  soluble  in  alcohol 
(1  in  100  at  15°,  1  in  20  at  b.p.) ;  ether  (1  in  166 
at  16°) ;  and  in  benzene  (1  in  22  at  15°) ;  very 
soluble  in  chloroform  (1  in  2-69  at  15°) ;  slightly 
soluble  in  amyl  alcohol  or  light  petroleum, 
diBsoIvea  in  lime  or  baiyta  water,  and  slightly  iq 
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aqiieous  ammonia.     Lsevorotatory,  [a]  =^185° 

in  alcohol  (Hesae,  Annalen,  1875,  176,  192), 
—  igO-O"  in  chloroform  (Perkin  and  Robinson, 
Chem.  Soc.  Proo.  1910,  26,  131).  The  solution 
In  dilute  acids  is  dextrorotatory.  Narootine  is  a 
feeble  monacidic  tertiary  base ;  its  aqueous 
solution  is  neutral  to  litmus.  The  principal  salts- 
crystallise  with  difficulty ;  their  aqueous  solu- 
tions are  acid,  and  are  decomposed,  with  separa- 
tion of  narcotine  when  evaporated.  The  free 
alkaloid  may  even  be  extracted  from  the  aqueous 
solution  of  some  narcotine  salts  by  agitating 
with  ether  or  chloroform.  In  larger  doses  than 
are  necessary  in  the  cases  of  morphine  and 
codeine,  narcotine  and  its  salts  exert  a  narcotic 
action. 

Beaciions  and  constitution.  Concentrated 
sulphuric  acid  dissolves  narcotine,  and  the 
solution  soon  becomes  yellow ;  on  warming  a 
rapid  transition  of  different  colours  is  observed, 
the  mixture  becoming  orange-red,  blue,  and 
finally  purple.  Nitric  acid  dissolves  the  alka- 
loid vnth  a  yellow  colour. 

When  heated  with  hydriodio  acid  narcotine 
furnishes  three  molecular  proportions  of  methyl 
iodide  and  nornarcotine  CibHi,0,N  or 

C„H.i(0H)30,N. 
The  less  energetic  action  of  hydriodic  acid  pro- 
duces   one    molecular    proportion    of    methyl 
iodide,  and  dimethylnomarcotine 

C„Hi,(OCH3)2(OH)0,N, 
or  two  molecular  proportions  of  methyl  iodide 
and  methylnornarcotine  Ci8Hij(OCH3)(OH)20iN. 

When  heated  with  water  in  a  closed  tube  at 
100°,  or  by  prolonged  ebullition  with  water,  the 
alkaloid  is  resolved  into  opianic  acid 

C,Hj(OMe  :  OMe  :  COOH  :  CH0=1 :  2  :  3  :  4) 
and  hydrocotarnine 

(CjsHj30,N+H30=Ci„Hi„05+Cii,H,503N) 
from  which  cotamine  CjjHuOjN  results  by 
oxidation  (Beckett  and  Wright,  Chem.  Soc. 
Trans.  1875,  28,  583).  Cotamine  is  largely 
employed  in  the  form  of  its  chloride  (stypticin) 
as  an  internal  styptic  (c/.  Hydrastinine,  p.  654). 

Nascent  hydrogen  converts  narcotine  into 
meconin  and  hydrocotarnine  CizHjsOjN,  and  on 
oxidation  coUirnine  and  opianic  acid  {see  above) 
are  formed,  the  latter  by  further  oxidation 
becoming  hemipinic  acid. 
C,H2(0Me  :  OMe  :  COOH  :  COOH  =1  :  2  :  3  :  4). 

On  '  exhaustive  methylation '  cotamine 
yields  cotamone  CnHuOj,  which  on  oxidation 
gives  cotamic  acid  Ci„HsO,,  and  this  with 
hydrochloric  acid  furnishes  the  methylmethylene 
ether  of  gallic  acid.  From  these  and  other 
dat-a  Eoser  has  assigned  the  following  formulae 
to  cotamine,  hydrocotarnine,  and  narcotine 
(Annalen,  1888,  249,  156,  168  ;  1889,  254,  334, 
351 ;  1893.  272,  221  ;  cf.  Freund  and  Becker, 
Ber.  1903,  36,  1521)— 
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Narcotine. 

The  synthesis  of  narcotine  has  been  effected 
by  Perkin  and  Robinson  by  treating  an  alco- 
holic solution  of  cotamine  and  meconin  with 
potassium  carbonate,  or  by  simply  boiling 
an  alcoholic  solution  of  these  two  substances 
(Chem.  Soc.  Proc.  1910,  26,  46;  Chem.  Soc. 
Trans.  1911,  99,  778;  e/.  Liebermann,  Ber.  1896. 
29, 184).  Cotamine  had  been  prepared  previously 
by  Salway  (Chem.  Soc.  Trans.  1910,97, 1208)  from 
myristioin.  The  substance  actually  produced  in 
Perkin  and  Robinson's  synthesis  is  the  alkaloid 
gnoscopine,  isolated  from  opium  by  T.  and  H. 
Smith  (Pharm.  J.  1878,  [iii.l  9,  82 ;  1893,  [iii.l 
62,  794),  and  which  ,Rabe  had  suggested 
(Ber.  1907,  40,  3280  ;  1910,  43,  800  ;  Annalen, 
1910,  377,  223)  was  dZ-narcotine  produced  by 
racemisation  of  narcotine  during  its  isolation 
from  opium.  Natural  and  synthetic  gnoscopines 
were  resolved  by  crystallising  the  d-camphor- 
sulphonate  into  d-  and  Z-narcotine,  the  latter 
identical  with  the  natural  alkaloid,  by  Perkin 
and  Robinson  (Chem.  Soc.  Proc.  1910,  26,  46, 
131). 

Narceine  CjjHjjOgN.HjO  occurs  in  opium 
to  the  extent  of  O-l  p.c,  and  is  recovered  from 
the  mother  liquors  from  which  morphine  and 
codeine  hydrochlorides  have  crystallised  out, 
after  the  removal  from  these  of  narcotine, 
thebaine,  and  papaverine  (pp.  656,  659). 

Properties.  Crystallises  from  water  or  alcohol 
in  prisms  or  slender  needles  with  3H2O,  m.p. 
170°,  or  140°-145°  (IHjO)  when  dried  at  100°. 
Sparingly  soluble  in  cold  water  (1  in  1285  at  13°) 
or  cold  alcohol  (1  in  945  of  80  p.c.  alcohol),  much 
more  soluble  in  hot  water  or  hot  alcohol.  Some- 
what soluble  in  ammonia  and  alkalis.  Optically 
inactive.  'Narceine  has  no  marked  physiological 
action.  It  is  a  monacidic  base  and  forms  well- 
crystallised  salts  with  acids.  It  also  behaves  as 
a  monocarboxylio  acid  and  forms  a  series  of 
salts  with  metals  (potassium-narccine 

C33Hje08NK, 
rosettes  of  needles),  and  yields  esters  with  alcohols 
(narceine  ethyl  ester  hydrochloride 
C3,H3.(C3H,)OsN,Ha 
is__crystalline,  m.p.  206°-207°).     Methyl  iodide 
reacts  with  narceine  to  form  narceine  methyl 
ester   methiodide   C2jH2,(CH3)0gN,CH,I,   m.p. 
193°-194°. 

Reactions  and  constituiion.  Narceine  gives 
with  chlorine  water,  followed  by  ammonia 
solution,  a  blood-red  coloration.  Its  con- 
stitution is  established  by  the  fact  that  it  can 
be  prepared  by  heating  narcotinemethochloride 
with  allcalis.  According  to  Freund  this  change 
takes  place  as  shown  by  the  formulae  at  top  of 
next  page. 

The  chief  papers  relating  to  narCQine  are : 
Pelletier,  Annalen,  1832,  5,  163 ;  Anderson, 
ibid.  1853,  86,  182  ;  Hesse,  ibid.  1875,  176,  198  ; 
Roser,  ibid.  1888,  247,  169;  Freund  and 
collaborators,  ibid.  1893,  277,  6 ;  Ber.  1909,  42, 
1084). 
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Nareeine. 


Papaverine  Group  {Papaverine,  Laudanosine, 
Laudanine,  &c.)- 

Fapaveiine  CjoHj^OjN.  This  alkaloid 
f^eparates  with  naicotine  as  described  under 
thebaine  (p.  659)  and  is  separated  from  it  by 
conversion  into  the  acid  oxalate,  which  is 
i'paringly  soluble  in  alcohol,  that  of  narootine 
being  readily  soluble. 

Properties.  Prismatic  crystals,  m.p.  147°. 
Very  slightly  soluble  in  hot  or  cold  water  ;  easily 
soluble  in  hot  alcohol,  chloroform,  or  benzene. 
Optically  inactive.  A  monacidic  base  which  forms 
crystalline  salts.   It  is  mildly  soporific  in  action. 

Reactions  and  constitution.  Sujphuric  acid 
dissolves  papaverine  in  the  cold  without  colora- 
tion. Commercial  papaverine  gives  a  violet 
coloration  due  to  the  presence  of  cryptopine 
(p.  650)  (Pictet  and  Kramers,  Ber.  1910,  43, 
1329).  With  sulphuric  and  iodic  acids  it  gives 
a  purple  coloration  changing  to  green. 

Nascent  hydrogen  converts  papaverine  into 
a  dihydride  (Pyman,  Chem.  Soc.  Trans.  1909,  95, 
1610).  When  heated  with  concentrated  hydriodic 
acid  it  furnishes  papaveroline  CjeHijOjN, 
together  with  four  molecular  proportions  of 
methyl  iodide,  from  which  it  is  inferred  that  four 
methoxyl  groups  are  present. 

On  oxidation  with  permanganate  papaverine 
yields  a  large  number  of  products,  the  principal 
being  veratric  acid,  metahemipinic  or  di- 
methoxy-o-phthalic  acid  CjHo(OCH3)2(COjH)2, 
pyridine-ttPy-tricarioxylic  acid,  and  papaveral- 
dine.  According  to  Dobson  and  Perkin  (Chem. 
iSoc.  Trans.  1911,  99,  135)  papaveraldine  {see 
below)  is  identical  with  xanthaline,  an  alkaloid 
isolated  from  opium  by  T.  and  H.  Smith 
(Pharm.  J.  1893,  [iii.]  52,  793). 

When  fused  with  alkali  papaverine  affords  vera- 
tric acid,  together  with  dimethoxy-iso-quinoline. 

From  these  and  other  results  Goldschmiedt 
(Monatsh.  1883,  4,  704;  1885,  6,  372,  667, 
956  ;  1886,  7,  488  ;  1887,  8,  510  ;  1888,  9,  42, 
327,  349)  has  concluded  that  papaverine  is  tetra- 
methoxybenzyli«oquinoline,  and  this  constitution 
has  been  established  by  synthesis  of  the  alkaloid 
(Pictet  and  Gams,  Compt.  rend.  1909,  149,  210). 

CH^  ^CH,— /    \OMe 
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QMe     OMe 

papaverine. 


CO—/    \0Me 
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MeO  OMe 

papaveraldine  (xanthaline). 


Laudanosine,  CjiHjjOiN.  When  papaverine 
methochloride  is  reduced  with  tin  and  hydro- 
chloric acid  it  furnishes  dJ-^ST-methyltetrahydro- 
papaverine,  m.p.  115°,  and  this  on  crystallisation 
of  the  quinate,  separates  into  the  d-  and  J- bases, 
the  former  being  identical  with  d-laudanosine 
which  occurs  in  opium.  It  crystallises  in 
needles,  m.p.  89°,  [a]jj-f  103°  in  alcohol  and 
contains  four  -OMe  groups.  Laudanosine 
is  more  poisonous  than  papaverine,  and 
resembles  thebaine  in  physiological  action  ;  it 
exerts  no  narcotic  effect  (Pictet  and  Athana- 
sescu,  Ber.  1900,  33,  2346).  <i/-Laudanosine  is 
also  formed  when  laudanine  CjoHjjOjN, 
crystals,  m.p.  166°,  [a]  =0°,  an  alkaloid  occur- 
ring in  opium,  is  methylated,  so  that  it  app'eara 
to  be  the  methyl  ether  of  laudaniner  (Hesse, 
Annalen,  1894,  282,  208  ;  J.  pr.  Chem.  1902,  [ii.] 
65,  42).  Syntheses  of  laudanosine  have  been 
effected  by  Pjotet  and  Mdlle.  Finkelstein  (Compt. 
rend.  1909,  148,  925),  and  by  Gadamer  (Arch. 
Phiwm.  1911,  249,  680;  cf.  Psohorr,  Ber.  1904, 
37,  1926),  so  that  the  constitution  of  the  alkaloid 
is  now  clearly  established — 

Hj  OMe 

McO^^^NMe     ^ 

Laudanosine. 

Laudanine  differs  from  laudanosine  only  in 
containing  a  hydroxyl  group  in  place  of  a 
methoxyl  (probably  in  the  benzene  ring).  The 
alkaloid  laudanidine,  isomeric  with  laudanine, 
which  also  occurs  in  opium,  is  probably  Mauda- 
nine.  .  It  resembles  laudanine  in  crystalline  form 
and  in  its  reactions,  but  melts  at  177°  and  has 
[a]  — 87-8°  in  chloroform  (Hesse,  Annalen,  1894, 

282,  208). 

Muscarine  CjHijOjN  occurs  in  various 
poisonous  fungi,  especially  in  fly  agaric  {Amanita 
muscaria).  Hygroscopic  crystals.  Tasteless.  Its 
constitution  is  uncertain,  but  it  is  believed  to  be 
the  hydrated  aldehyde  of  choline  (Berlinerblau, 
Ber.  1884,  17,  1139;  E.  Fischer,  ibid.  1893,  26» 
468  J  1894,  27,  165 ;  Nothnagel,  ibid.  1893,  26, 
801).  Choline  on  oxidation  furnishes  a  muscarine, 
which  is  not  identical  in  physiological  actions  with 
the  natural  one.  Muscarine  somewhat  resembles 
pilocarpine  in  physiological  action,  is  antagonistic 
to  atropine  and  highly  toxic  (».  Ptomaines). 

Myoctonine.  See  under  Aconitine  and  the 
aconite  alkaloids  (p.  634). 

Napelline.  A  name  applied  by  Hubsohmann 
to  what  was  probably  a  mixture  of  amorphous 
alkaloids  i-cora  Aconitum  Napellus  (Linn.).  See 
Aconite  and  the  aconite  alkaloids  (p.  630). 


662 


VEGETO-ALKALOIDS. 


Nareeine.  Set  under  Morphine  (p.  660). 
Naicissine  C„H„04N,  occurs  in  the  bulbs  of 
Narcissus  Pseudo-Narcissus  (Linn.)  and  Buphane 
distieha;  crystals,  m.p.  266''-267°  [0]^"— 95-8° 
in  alcohol.  Causes  nausea  and  purgation 
(Ewins,  Chem.  Soc.  Trans.  1910,  97, 24Q6  j  Tutin, 
ibid.  1911,  99,  1240). 

Narcotine.  See  under  Morphine  (p.  669). 
Nicotine  CjoHj ^Nj,  a  liquid,  volatile  alkaloid, 
occurring  in  tobacco  {Nicotiana  Tabacum  [Linn.]) 
as  malate  and  citrate,  together  with  several  other 
alkaloids  of  comparatively  little  importance, 
e.g.  nicoteine  CjoHuNj,  b.p.  266°,  liquid;  nico- 
timine  CioHi,N2,b.p.250''-255°,  liquid;  nicotelline 
CioHjNj,  m.p.  148°,  prismatic  needles.  Nicotine 
also  occurs  in  Dvboisia  Eopwoodii  (F.  Muell.) 
(Rothera,  Bio-Chem.  J.  1910,  5, 193),  from  which 
it  was  isolated  under  the  name  '  piturine  '  (see 
Petit,  Pharm.  J.  1878-1879,  [iii.*l  9,  819). 
Tobacco  contains,  as  a  rule,  from  1  to  8  p.c.  of 
nicotine,  but  by  far  the  greater  proportion  of 
commercial  tobacco  contains  not  more  than 
4  p.c.  (v.  Tobacco). 

Preparation.  Nicotine  and  tobacco  extract 
are  now  largely  used  as  insecticides,  and  a  con- 
giderable  industry  has  sprung  up  in  the  last  few 
years  in  the  manufacture  of  these  products. 
For  these  purposes  tobacco  leaf  midribs  and 
waste  tobacco  are  largely  used,  as  well  as  the 
liquors  obtained  in  the  manufacture  of  chewing 
tobacco.  The  tobacco  is  extracted  with  water 
usually  in  some  form  of  continuous  extraction 
apparatus,  and  this  liquor,  or  that  produced  in 
making  chewing  tobacco,  is  concentrated  to 
form  tobacco  extract.  From  the  latter  crude 
nicotine  can  be  obtained  by  adding  lime  or  soda 
solution  and  steam-distilling,  the  distillate  being 
extracted  with  ether. 

Estimation.  The  process  generally  employed 
for  this  purpose  is  that  of  Kissling  (Zeitsch. 
anal.  Chem.  1882,  21,  64  ;  1883,  22,  199),  which 
has  been  modified  in  various  ways..  The  follow- 
ing form  of  this  process  is  stated  to  give  good 
results  :  20  grms.  of  powdered  tobacco,  dried  at 
a  temperature  not  exceeding  60°,  is  mixed  with 
10  c.c.  of  alcohol  containing  0'6  grm.  of  sodium 
hydroxide  and  extracted  with  ether  in  a  Soxhlet 
apparatus  until  exhausted  (usually  in  3  hours). 
The  solvent  is  distilled  oS  and  the  residue  mixed 
with  60  c.c.  of  0-4  p.c.  soda  solution  and  steam- 
distilled,  and  the  distillate  titrated  with  N- 
Bulphuric  acid  in  presence  of  rosolio  acid.  For 
extracts  the  same  process  may  be  used,  alkali 
being  added  to  the  extract  and  the  mixture 
steam-distilled.  For  recent  work  on  the  estima- 
tion of  nicotine  in  tobacco  and  tobacco  extracts, 
see  Tdth,  Rev.  Intern.  Fals.  1901,  14,  12  ;  Chem. 
Zeit.  1911,  35,  146,  926;  Bertrand  and 
Javillier,  Bull.  Soc.  chim.  1909,  [iv.]  5,  241 ; 
Ann.  Chim.  anal.  1911,  16,  261 ;  Schroder, 
Chem.  Zeit.  1911,  35,  30,  382;  c/.  Kissling, 
ibid.  98,  200,  and  Leister,  ibid.  239 ;  Koenig, 
ibid.  1911,  35,  621 ;  Surre,  Ann.  Falsif.  1911,  4, 
331  (a  process  for  estimating  nicotine  in  presence 
of  pyridine  bases). 

Properties.  Pungent,  colourless,  hygroscopic 
liquid,  which  oxidises  in  air  becoming  brown  and 
resinous,  b.p.  247°.  Distils  unchanged  in  a 
current  of  hydrogen  or  steam,  but  suffers  oxida- 
tion when  distilled  in  air,  sp.gr.  I-OIIO  at  20°.  The 
density  increases  to  1-04  on  addition  of  water 
up  to  33  p.c.  (c/.  Hudson,  Zeit^sch.  pbysiltal,  Chem. 


1904,  47,  113).  Lsevorotatory  [o]jj=-163-85»; 
salts  dextrorotatory.  The  aqueous  solution  ia 
strongly  alkaline  and  precipitates  solutions  of 
many  metallic  salts.  The  salts  crystallise  with 
difficulty,  but  the  piorate  B,2C,H2(NOj),OH 
forms  glancing  yellow  prisms,  m.p.  218°,  and  ia 
characteristic.  Nicotine  and  its  salts  are  pre- 
cipitated even  in  dilute  solutions  by  alkaloidal 
reagents.  Nicotine  treated  with  a  drop  jjf 
formaldehyde  solution  and  then  with  a  drop 
of  nitric  acid  gives  a  rose-red  coloration. 

Beactions  and  constitution.  Nicotine  reacts 
with  methyl  iodide  as  a-ditertiary  base,  and  on 
oxidation  furnishes  ;3-pyridine  derivatives,  so 
that  it  must  contain  a  pyridine  nucleus,  with  a 
side  chain  or  a  second  ring'  attached  in  the  3- 
position.  Pinner  first  -suggested  that  this 
residual  portion  of  the  molecule  consisted  of  a 
N-methylpyrrolidine  ring  (Ber.  1892,  25,  2816  j 
1893,  26, 292,  769),  and  this  has  received  support 
from  the  synthesis  of  nicotine  by  Piotet  and 
collaborators  {ibid.  1895,  28,  1911;  1898,  31, 
2018  ;  1900,  33,  2365  ;  1904,  37,  1225). 
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Nicotine  (Pinner). 

Oxyacantbine.    See  under  Berberine  (p.  640). 

Palmatine.    See  under  Colunibamine  (p.  648). 

Falmatisine.    See  under  Aconitine  (p.  634). 

Papaverine.  See  under  Morphine  and  the 
opium  alkaloids  (p.  661). 

Paucine  CjjHjjOsN.,  obtained  from  the  seeds 
of  Peniaclethra  macrophylla  (Benth.)  sometimes 
imported  from  West  Africa  as  an  oil-seed 
('  Owala  beans ').  Yellowish  leaflets  with  6JH2O, 
m.p.  126°.  Salts  crystalline.  Poisonous  (Merck's 
Bericht,  1894,  p.  11). 

Pelletibbine  and  the  Alkaloids  op 

POMBGKANATB  ROOT  BaRK. 

Tanret  isolated  from  the  bark  four  alkaloids 
(Compt.  rend.  1878,  86,  1270;  1879,  88,  716; 
1880,  90,  696),  to  which  a  fifth,  »«omethylpelle- 
tierine  was  added  by  Piccinini  (Gazz.'chim.  ital. 
1899,  29,  311).  The  alkaloids  known  to  occur 
in  the  bark  are — 

Pelletierme  C.HuON 

ii>oPelletierine  CgHijON 

Methylpelletierine  CjHjjON 

MoMethylpelletierine  CsHj70N 

paetttioPelletierine  CsHijON. 
The  bark  has  long  been  used  as  an  anthelmintic, 
and  Sohroeder  has  observed  that  the  first  two 
alkaloids  in  the  above  list  have  a  specific  action 
on  tape  worms.  None  of  the  alkaloids  are  very 
active  poisons,  though  in  large  doses  the  first 
two  produce  toxic  effects. 

Preparation  (see  Tanret,  I.e.). 

Estimation  (see  Ewers,  Arch.  Pharm.  1899, 
237, 49,  and  German  Pharmacopeia  v.).  Accord- 
ing to  Ewers  (I.e.)  pomegranate  root  bark  con- 
tains 0-63-0-72  p.c.  total  alkaloids,  of  which 
40-50  p.c.  consists  of  the  active  alkaloids, 
pelletierine  and  wopelletierine ;  branch  bark  con- 
tains 0'52  p.c.  total  alkaloids.  The  quantity  of 
alkaloids  diminishes  on  long  storage  of  the  bark. 

Pelletierine  CsHijON.  Liquid,  sp.gr.  0-988 
at    0°.      Parkens    and   rosinifiea   in   air,    b.pi 
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195".  Dextrorotatory  [olj^^+S".  Soluble  in 
water  (1  in  23  at  15°);  readily  Boluble  in 
alcohol,  ether,  or  chloroform.  Tae  aqueous 
solution  is,  strongly  alkaline.  The  salts  are 
crystalline  ;  the  sulphate  is  Isevorotatory. 

iVoPelletleiine  GaHisON  closely  resembles 
pelletierine,  but  is  optically  inactive. 

Methylpelletierine  C,H,,ON,  liquid,  b.p. 
215°  ;  the  hydrochloride  is  dextrorotatory  and 
hygroscopic  (Tanret,  I.e.  ;  and  Bull.  Soc.  chim. 
1879,  [ii.]  32,  464,  466 ;   1881,  [ii.]  36,  256). 

«>oMethylpelletierine  CgHuDN,  liquid,  b.p. 
114°-117°/26  mm.,  strongly  alkaline;  the 
aurichloride,  m.p.  115°-117°,  forms  orange-yellow 
rosettes.  The  alkaloid  contains  a  :  NMe  and  a 
:  CO  group  (Piccinini,  I.e.). 

ysetjioPelletierme  C9H15ON  forms  prismatic 
crystals  from  light  petroleum,  m.p.  48°,  b.p. 
246°.  Easily  soluble  in  ether,  chloroform,  or 
alcohol.  Strong,  optically  inactive  base,  forming 
crystalline  salts.  The  oxygen  atom  is  present 
as  carbonyl.  Ciamician  and  Silber  have  shown 
(Ber.  1892,  25,  1601  ;  1893,  26,  156,  2740 ; 
1894,  27,  2851  ;  1896,  ^9,  492)  that  pseudo- 
pelletierine  yields  a  series  of  derivatives  which 
bring  it  into  close  relationship  with  tropine 
(p.  637).  Piccinini  has  extended  these  observa- 
tions (Gazz.  chim.  ital.  1899,  29,  i.  408  ;  ii. 
115;  1901,  31,  i.  501),  and  using  Willstatter's 
formula  for  tropine  (p.  637)  as  a  basis,  has 
assigned  the  following  constitution  to  psewlo- 
pelletierine  (c/.  Willstatter  and  Veraguth,  Ber. 
1905,  38,  1984)— 


Pellotine. 
Pelosine. 


}7£eu(foFelletieriD6. 
See  under  Mezcaline  (p.  656). 
See  Bebeerine  (p.  639). 


Physostibmine  and  the  Alkaloids  ov 
Calabab  Bean. 

Physostlgmine  {Eserine)  CijHjiOjN,,  the 
chief  alkaloid  of  Calabar  bean  [Physostigma  vcne- 
nosum  [Balf.]).  («.  Ordeal  Bean,  vol.  iv.  p.  21). 

Preparation.  The  powdered  beans  are  ex- 
tracted with  alcohol  and  the  alcohol  distilled  off. 
The  extract  is  mixed  TOth  excess  of  sodium 
carbonate  and  extracted  repeatedly  with  ether ; 
the  ethereal  solution  is  shaken  with  successive 
portions  of  dilute  sulphuric  acid  (5  p.c.)  until 
the  aqueous  liquid  extract  becomes  just  acid. 
It  is  then  filtered  and  the  physostlgmine 
precipitated  as  salicylate.  From  the  mother 
liquor  a  further  portion  may  be  obtained  by 
repetition  of  the  treatment.  From  the  salicylate 
the  alkaloid  may  be  recovered  by  agitation  with 
aqueous  sodium  carbonate  in  presence  of  ether 
and  re-crystallising  from  benzene  and  light 
petroleum  (Jobst  and  Hesse,  Annalen,  1864,  129, 
115 ;  V6e,  J.  1865,  456 ;  Hesse,  Annalen, 
1867,  141,  82  ;  Petit  and  Polonowskv,  BuU.«Soo. 
chim.  1893,  [iii.]  9  1008 ;  Orloff,  Chem.  Zeit. 
1897,  1214;  Salway,  Chem.  Soo.  Trans.  1911, 
99,  2148). 

Estimation  of  physostigmine.  20  grams  of 
Calabar  beans  in  No.  60  powder  are  macerated 
with  200  CO.  of  ether  and  10  c.c.  of  10  p.c. 
IPc})mii   p.ifboiwte   soJutjoB.  during   i  )lo^f3, 


100  0.0.  of  ether  are  withdrawn  and  the  alkaloids 
extracted  by  shaking  with  several  portions  of 
N/10  acid.  The  combined  acid  liquids  are 
made  alkaline  with  10  p.o.  sodium  carbonate 
solution,  and  the  alkaloid  extracted  by  shaking 
at  least  ten  times  with  ether  using  20  c.c.  ether 
each  time.  The  combined  ethereal  solutions 
are  shaken  once  with  5  c.c.  of  water,  and  the 
residue  left  on  distilling  off  the  solvent,  dis- 
solved in  5  c.c.  N/10  acid,  and  titrated  back 
with  N/50  alkali,  using  iodo-eosin  as  indicator 
(Salway,  Amer.  J.  Pharm.  1912,  84,  49). 

Properties.  The  alkaloid  is  dimorphous  and 
forms  stout  prisms,  m.p.  86°-87°,  or  105°-106°  ; 
laevorotatory  [a]  —76-8°  in  chloroform  (Salway, 

I.e.).  Very  slightly  soluble  in  water,  but 
readily  soluble  in  alcohol,  ether,  chloroform, 
or  benzene.  Strongly  alkaline.  The  sulphate 
Bj'HjSOj.kHjO,  colourless  needles,  m.p.  140°, 
is  very  soluble  in  water,  alcohol,  or  chloroform, 
less  so  in  ether  (1  in  200  at  25°) ;  the  salicylate 
B-CjHeOjforms  acicular  crystals,  m.p.  180-181°, 
and  is  soluble  in  water  (1  in  72-5  at  26°),  alcohol 
(1  in  12-7  at  25°),  ether  (1  m  175  at  25°),  or 
chloroform  (1  in  8-6  at  25°).  Both  these  salts 
are  used  in  medicine.  The  alkaloid  forms  no 
definite  aurichloride  or  platiniehloride ;  the 
picrate  forms  feathery  yellow  needles  from  dilute 
alcohol,  m^).  114°.  The  sulphate,  on  addition 
of  excess  of  ammonia,  when  warmed  at  100°, 
gives  a  play  of  colours  red,  reddish-yellow,  green, 
blue  (Petit,  Compt.  rend.  1871,  72,  669).  A 
fragment  of  the  alkaloid  dissolved  in  a  drop  or 
two  of  fuming  nitric  acid,  and  evaporated  to 
dryness  at  100°,  leaves  a  green  residue.  Causes 
contraction  of  the  pupil  of  the  eye — i.e.  myotic — 
and  when  administered  internally  acts  as  a 
powerful  poison  (c/.  Cushny,  J.  Physiol.  1910, 
41,  233).  Forms  a  methiodide  B-Mel ;  only 
one  of  the  three  nitrogen  atoms  is  basic  (Petit 
and  Polonowsky,  I.e.).  Is  oxidised  when 
exposed  to  air,  especially  in  presence  of  alkali, 
forming  first  eseroUne  CijHigONj  by  loss  of 
carbon  dioxide  and  methylamine,  and  eventually 
a  red  crystalline  colouring  matter  rubreserine. 
When  calcium  chloride  is  added  to  its  aqueous 
solution  a  fine  red  colouring  matter  is  also  pro- 
duced. When  alkalis  act  on  eserine  the  alkaloid 
calatarine  appears  to  be  formed  {see  below). 

Pbysovenine  CuHjgOaNaOCcura  in  the  mother 
liquors  from  which  eseramine  has  been  crystal- 
lised {see  below).  Colourless  prisms,  m.p.  123°, 
from  dilute  alcohol  or  benzene  and  Kght  petro- 
leum ;  very  soluble  in  alcohol,  benzene,  or 
chloroform,  moderately  so  in  ether,  insoluble  in 
water  or  light  petroleum.  Salts  dissociated  by 
water.  Barium  hydroxide  decomposes  it,  form- 
ing barium  carbonate  and  a  red  colouring  matter. 
Physovenine  appears  to  be  an  intermediate 
product  in  the  formation  of  eseroline  from 
physostlgmine.    Powerfully     myotic     (Salway, 

I.C.). 

Eseramine  CijHjjOjNj  occurs  in  the  ethereal 
liquors  from  which  physostlgmine  has  been 
extracted  by  dilute  sulphuric  acid  {see  above), 
and  can  be  isolated  by  washing  the  residue  with 
small  quantities  of  ether  and  re-crystallising 
the  matter  insoluble  in  ether  from  alcohol ; 
colourless  needles,  m.p.  245° ;  sparingly  soluble 
in  ether,  chloroform,  or  benzene,  readily  so  in  hot 
alcohol  (Ehrenberg,  Verb.  Ges.  Deut,  Naturf, 
Aertzte,  1893,  \\,  JO?  ;  apd  Sa!wa.y.  Ir-.], 
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,  In  addition  to  the  foregoing  the  following 
alkaloids  have  been  stated  to  occur  in  Calabai 
beans,  but  Salway  (2.c.)>  was  unable  to  confirm 
their  presence. 

Cadabarine.  Harnack  and  Wittkowski  state 
(Aich.  expt.  Path.  Pharm.  1876,  5,  401 ;  8,  125; 
9,434;  10,  301;  12,  101)  that  this  alkaloid  is 
formed  by  the  action  of  alkalis  on  physostigmine, 
and  that  it  also  occurs  in  Calabar  beans.  The 
evidence  for  its  existence  is  based  mainly  on 
evidence  obtained  from  its  physiological  action, 
which  is  stated  to  be  strychnine-like  and 
antagonistic  to  that  of  physostigmine.  It  is 
probable  that  *  calabarine '  is  a  mixture  of 
decomposition  products  of  physostigmine  (c/. 
Ehrenberg,  I.e.).  Eseridine  CisHjjOjNj,  crys- 
talline (Bohringer  and  Sohne,  Ph.  Post.  1888, 
21,  663;  Eber,  Pharm.  Zeit.  1892,  37,  483). 
iaoPhyaostigmine  CitHjiOjNj  (Ogui,  Apoth. 
Zeit.  1904,  19,  891). 

PiLOCAEPmB  AND  THE  ALKALOIDS  Olf 

Jabobandi. 

The  jaborandi  of  commerce  now  consists  of  the 
leaves  of  Pilocarpus  microphylltis  (Stapf.),  though 
the  leaves  of  P.  Jaborandi,  P.pennatifoUus{liem.), 
P.  spicatus  (A.  St.  Hill),  and  P.  traohylophus  have 
also  appeared  in  trade.  The  drug  was  examined 
by  Hardy  (Bull.  Soc.chim.  1875,  [ii.] 24, 497),  Ger- 
rard  (Pharm.  J.  1875,  [iii.]  5,  865,  965;  1877,  [iii.] 
7,  225),  Harnack  and  Meyer  (Annalen,  1880, 204, 
&l\  Jowett  (Chem.  Soc.  Trans.  1900,  77,  474, 
851 ;  1901,  79,  581,  1331),  and  Pyman  (ibid. 
1912,  101,  2260 ;  cf.  Leger  and  Eoques,  Compt. 
rend.  1912,  155,  1088;  1913,  156,  1687).  The 
results  of  these  researches  show  that  P.  micro- 
pliyllus  leaves  contain  pilocarpine,  iso-pilocarpine 
(/3-pilocarpine  of  Bruhl,  Hjelt,  and  Aschan ;  pilo- 
carpidine  of  Petit  and  Polonowsky  (J.  Pharm. 
Chim.  1897,  [vi.]  5,  370,  430,  475 ;  1898,  6,  8), 
and  pilosine,  CibHisOjNj,  plates,  m.p.  187°. 
Harnack  and  Meyer's  pilocarpidine  (Chem.  Zeit. 
1885, 62«)  and  jaborine  (Annalen,  1880,  204,  67) 
may  occur  in  P.  Jaborandi  leaves,  which  are 
no  longer  obtainable  in  commerce.  Petit  and 
Polonowsky  have  stated  that  P.  spicatus  leaves 
contain  iJ/-pilocarpine  and  i)/-jaborine  {I.e.).  Pilo- 
carpine, Mopilocarpine,  and  pilocarpidine  cause 
contraction  of  the  pupil  of  the  eye  and  act  as 
Pilocarpine  is  most,  and  pilocarpi 


dine  least,  active.  In  certain  respects  they  are 
antagonistic  to  atropine  (».  Jabobandi,  vol.  iii. 
p.  184). 

Preparation,  The  finely-powdered  leaves  are 
extracted  with  alcohol  containing  hydrochloric 
acid.  The  solvent  is  distilled  off,  the  aqueous 
residue  filtered,  neutralised  with  ammonia  and 
evaporated  to  a  low  bulk.  Excess  of  ammonia 
is  then  added  and  the  alkaloids  extracted  with 
chloroform.  The  chloroform  is  distilled  off,  the 
residue  dissolved  in  as  little  water  as  possible 
and  neutralised  with  dilute  nitric  acid.  The 
crystalline  nitrates  which  form  are  separated 
into  pilocarpine  nitrate  and  wopilocarpine 
nitrate,  by  re-crystallisation  from  alcohol  until 
each  is  of  constant  melting-point. 

Estimation.  A  weighed  quantity  of  the 
finely-powdered  drug  is  extracted  in  a  Soxhlet 
apparatus  with  alcohol  containing  1  p.c.  of 
ammonia.  The  alcohol  is  distilled  oil  and  the 
residue  disBclved  in  water,  made  alkaline  with 


ammonia  it  necessary,  and  extracted  with 
chloroform.  The  chloroform  solutiori*  is  separ- 
ated, the  solvent  distilled  off,  and  the  residue 
dried  at  100°  and  weighed.  It  represents  the 
total  alkaloids.  Jowett  (Pharm.  J.  July  29, 
1899)  has  proposed  a  method  for  the!  approximate 
estimation  of  pilocarpine  in  this  residue  by  con- 
version into  the  orjrstalline  nitrate  and  observa- 
tion of  the  optical  rotation  of  the  product. 

Pilocarpine  CnHtjO^N,  is  a  colourless  oil,^ 
soluble  in  water,  alcohol,  or  chloroform,  b.p." 
260°  under  6  m.m.  pressure,  being  partially 
converted  into  t>opilocarpine  {see  below)  in  the 
process.  Dextrorotatory,  [oj  +100'5° ;  the 
rotation  is  reduced  by  the  addition  of  alkali. 
The  salts  crystallise  well ;  the  nitrate  B.HNO, 
forms  well-defined  prisms,  m.p.  178°,  the 
aurichloride  B-HAuClj,  lemon-yellow  needles, 
m.p.  117°-130°  (dry),  and  the  picrate,  charac- 
teristic long  needles,  m.p.  147°. 

««oPilocatpine  CnHisOjNj.  When  pilocar- 
pine is  heated  alone  or  with  alcoholic  soda  it  is 
changed  into  liopilocarpine,  which  also  occurs  in 
P.  microphyllus  and  P.  Jaborandi  leaves,  and 
according  to  Jowett  (Chem.  Soc.  Trans.  1900, 
77,  473),  is  frequently  found  in  commercial 
pilocarpine  nitrate.  It  is  an  oil,  b.p.  261°/10 
mm.,  [a]  =-f42-8°  in  alcohol.  The  nitrate 
B'HNOj,  m.p.  159°,  crystallises  in  prisms,  and 
is  less  soluble  in  alcohol  than  pilocarpine  - 
nitrate  (Jowett,  I.e.).  The  aurichloride,  m.p. 
158°r-159°,  forms  lemon-yellow  needles. 

Reactions  and  constitution.  On  solution  in 
alkalis  both  alkaloids  form  unstable  sodium 
salts,  viz.  sodium  piloearpate  and  sodium  iso- 
pilocarpate,  from  which  salts  of  other  metals 
may  be  prepared.  On  oxidation  with  perman- 
ganate tsopUocarpine  produces  homopilopic  acid 
C8H,204,  and  pilopio  acid  CjHjoOj.  The 
former  on  fusion  with  potash  yields  a-ethyl- 
tricarballylic  acid,  and  the  second,  on  similar 
treatment,  gives  M-butyric  acid.  By  distillation 
with  soda-lime  wopiloearpine  yields  1 :  3-  (or  5-) 
dimethylglyoxaline  (Jowett,  Chem.  Soc.  Trans. 
1900,  77,  474,  851 ;  1901,  79,  581, 1331 ;  1903,  83, 
440;  cf.  Pinner  and  collaborators,  Ber.  1900,  33, 
1424,  2357;  1901,  34,  727;  1902,  35.  2241). 
One  of  the  two  following  formulas  is  regarded 
as  representing  wopilocarpine — 


C,H.-CH— CH-CH.-C-NMe> 


\ 


CH 


io    CH,        CH-n/ 


CjH.-CH— CH-CHj-C N. 

I  1  II  >CH 

CO     CH,       CH-NMe/ 

O 


V 


II.  uo-Filocarpine  (Jowett). 

the  balance  of  evidence  being  in  favour  of  I. 
(Jowett,  Chem.  Soc.  Trans.  1903,  83,  438; 
1905,  87,  794;  and  Pyman,  ibid,  1910,  97, 
1814;  cf.  Pinner  and  Schwarz,  Ber.  1902,  35, 
2441).  Pilocarpine  is  probably  a  stercoisomeride 
of  wopilocarpine  (Jowett,  loc.  cit.). 

Pilocaipidine  CioH^iOjN,  occurs  in  Pilo- 
carpus Jaborandi  leaves,  but  not  in  those  of  P. 
microphyllus,  and  consequently  is  not  obtainable 
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from  the  jaborandi  leaves  of  present-day  com- 
meroe.  The  alkaloid  is  liquid,  but  yields 
crystalline  salts;  the  hydrochloride  has  [o]  +72°; 
the  nitrate,  m.p.  137°,  [a]^+73-2°,  is  much  more 

Eolable  in  alcohol  than  pilocarpine  and  iso- 
pilocarpine  nitrates ;  the  aurichloride,  m.p. 
124°-125'',  is  soluble  in  water.  As  in  the  case 
of  pilocarpine,  the  optical  rotation  of  pilocarpi- 
dine  is  reduced  by  the  addition  of  alkali  (Harnack 
and  Meyer,  Chem.  Zeit.  1885,  628;  Merck, 
Arch.  Pharm.  1898,  236,  141 ;  Jowett,  Chem. 
Soc.  Trans.  1900,  77,  474).  The  name  pilo- 
carpidin6*was  erroneously  applied  by  Petit  and 
Polonowsky  to  wopilocarpine  (p.  664), 

Jaboiins.  This  amorphous  alkaloid  may 
occur  in  P,  Jaborandi  leaves  (Harnack  and 
Meyer,  Annalen,  1880,  204,  67).  According  to 
Jowett  (I.e.)  commercial  jaborine  is  a  mixture  of 
•iopilocarpine,  pilooarpidine,  and  possibly  pilo- 
carpine, with  colouring  matter. 

Pilosine.    See  under  Pilocarpine  (p.  664). 

Piperine  Ci7H,g03N,  the  alkaloid  contained 
in  the  fruits  of  Piper  nigrum  (Linn.),  as  well  as 
in  other  plants  belonging  to  the  natural  order 
Piperacece,  e.g.  Piper  longum  (Linn.),  P.  Clusii 
(C.  DC),  P.  methyaticum  (Forst.),  &c.  Commer- 
cial black  and  white  peppers  contain  from  5  to 
9  p.c.  of  this  alkaloid  \v.  Pepper,  vol.  iv.  pp. 
108,  ni. 

Preparation.  Piperine  may  be  extracted 
from  foiely-powdered  pepper,  preferably  white 
pepper,  by  means  of  alcohol.  The  alcohol  is 
distilled  from  the  solution,  and  the  alkaloid 
precipitated  from  the  remaining  aqueous  residue 
by  adding  excess  of  potash,  so  that  the  greater 
part  of  the  resin  is  dissolved.  The  base  is 
purified  by  crystallisation  from  alcohol. 

Another  plan  is  to  mix  the  powdered  pepper 
with  milk  of  lime  and  boil  the  mixture  for  about 
15  mins. ;  it  is  then  evaporated  to  dryness  on 
the  water-bath.  The  free  piperine  is  extracted 
from  the  dry  mass  by  means  of  boiling  ether  and 
crystallised  from  alcohol  (Cazeneuve  and 
Caillot,  Bull.  Soo.  chim.  1877,  [ii.]  27,  290). 
This  process  is  also  employed  for  the  estimation 
of  piperine  in  pepper. 

Properties.  Monoolinio  crystals,  m.p.  128°- 
129°.  Slightly  soluble  in  water,  more  soluble 
in  ether,  alcohol,  benzene,  or  chloroform. 
Optically  inactive.  An  alcoholic  solution  has  a 
pepper-like  flavour.  Piperine  is  a  weak  base. 
It  is  not  alkaline,  and  may  be  extracted  from 
solutions  in  dilute  acids  by  indifferent  solvents, 
such  as  ether.  The  principal  salts  are  formed 
by  combination  with  acids  in  the  absence  of 
much  water.  The  platinichloride  and  mer- 
curichloride  are  crystalline  and  insoluble  hi 
water ;  the  triiodide  Bj'HI.Ij,  formed  by  adding 
iodine  in  potassium  iodide  to  a  solution  of 
piperine  in  alcohol  containing  hydrochloric  acid, 
forms  steel-blue  needles. 

Eeaciions  and  constitution.  Piperine  dis- 
solves in  strong  sulphuric  acid,  forming  a  dark- 
red  solution.  Nitric  acid  converts  the  alkaloid 
into  a  resinous  mass,  which  dissolves  in  potash, 
producing  a  dark-red  solution. 

When  piperine  is  heated  with  aqueous  alkalis 
it  is  hydrolysed  into  piperidine  and  piperic  acid 

C„H„0,N-l-HjO=CjH„N+C„H,„04. 

lifieridine  is  hex aliydro pyridine,  whilst  piperio 


acid  is  a  derivative  of  protooatechuio  acid  having 
the  following  constitution — 

>CH. 


CH-CHiCPI-CO^H 
Piperic  acid. 
Piperine  has  been  prepared  by  the  action  of 
piperyl  chloride  on  piperidine  (Rueheimer,  Ber. 
1882,  15,  1390),  and  Ladenburg  and  Scholz  have 
prepared  piperio  acid  from  protocatechuio 
aldehyde  (ibid.  1894,  27,  2958).  Piperine  is 
therefore  piperylpiperidine. 

Piperovatine  CieHjiOaN  occurs  in  Piper 
ovatum  (Vahl.).  Forms  colourless  needles,  m.p. 
123°,  from  alcohol  by  addition  of  ether.  Optically 
inactive  and  feebly  basic.  Heated  with  water 
at  160°  it  gives  a  volatile  base,  probably  a  pyri- 
dine derivative,  an  acid  and  a  substance  haying 
an  odour  of  anisole.  It  is  a  temporary  depressant 
of  motor  and  sensory  nerves  and  sensory  nerve 
terminations,  producing  some  local  anaesthesia. 
It  behaves  as  a  heart  poison  and  stimulates  the 
spinal  cord  in  frogs,  causing  tetanic  spasms 
somewhat  resembling  those  induced  by  strych- 
nine (Dunstan  (with  Gamett),  Chem.  Soc. 
Trans.  1895,  67,  94 ;  (with  Carr),  Chem.  Soc. 
Proc.  1895,  177).  It  closely  resembles  pelli- 
torine  (pyrethrine),  the  alkaloid  of  pyrethrum 
root  (Aiiaeyclus  Pyrethrum  [DC.])  (Dunstan  and 
Gamett,  I.e.  101 ;  cf.  Buohheim,  Arch.  expt.  Path. 
Pharm.  1876,  6,  458). 

Pituiine,  from  the  Australian  plant  "  pituri ' 
(Dvhoiaia  Hopwoodii  [F.  Muell.]),  is  probably 
identical  with  nicotine  (p.  662)  (cf.  Langley  and 
Dickenson,  J.  Physiol.  1884,  11,  265 ;  Rolhera, 
Bio-Chem.  J.  1910,  5,  193). 

Protopine  CjoHijO^N  (Fumarine,  Macleyine) 
is  widely  distributed  in  plants  of  the  N.  0.  Papa- 
veraceoe  and  Fumariacece,  e.g.  in  Chelidonium 
majus  (Linn.)  (Schmidt  and  Selle,  Arch.  Pharm. 
1890,  228,  441),  Sanguinaria  canadensis  (Linn.) 
(Konig  and  Tietz,  ibid.  1893,  231,  145,  161), 
Bocconia  cordaia  (Willd.)  (Eykman,-Rec.  trav. 
chim.  1884, 3, 182),  opium  (Hesse,  Annalen,  1872, 
S.  8,  318),  Adlumia  cirrhosa  (Rafin.),  Glaucium 
flavum  (Crantz.),  Corydalia  spp.,  Dicenira  spp., 
&c.  (cf.  Schmidt,  Arch.  Pharm.  1901,  239,  395 : 

1911,  249,  224;  Fischer  and  Soell,  Ph.  Ar.  1902, 
5,  121;  Heyl,  Arch.  Pharm.  1903,  241,  313; 
Asahina,  ibid.  1909,  247,  201 ;  Danckwortt,  iT>id. 

1912,  250,  590).  Monocliiic  crystals,  m.p.  207°. 
Tertiary  base.  The  salts  are  crystalline  ;  the 
aurichloride  B-HAuCli,amorphou3,  melts  atl82°. 
Protopine  gives  with  sulphuric  acid  a  blue- 
violet  coloration,  changing  to  green. 

Pseudojervlne.    See  under  Cevadine  (p.  644). 
Psychotrine.    See  under  Emetine  (p.  652). 

QuiNLNB  AND  THE  CiNOHONA  ALKALOIDS. 

The  barks  of  the  different  species  of  cinchona 
(C.  officinalis  (Linn.),  C.  euccirubra  (Pav.)  C.  Led- 
geriana  (Moens.),  C.Calisaya  (Wedd.),&c.)  contain 
a  large  numberof  crystalline  and  amorphous  alka- 
loids. ~  At  the  present  time  most  of  the  cinchona 
bark  of  commerce  is  derived  from  Cinchona  Led- 
geriana  (a  cultivated  variety),  or  from  hybrids, 
produced  by  selection,  according  to  the  richness  of 
their  barks  in  quinine,  although  a  certain  amount 
of  C,  succirubra  bark  is  still  marketed  for  galenical 
use.     Statements  as  to  the  amount  and  nature 
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of  the  alkaloids  in  I^arks  of  particular  species 
have  therefore  little  but  historical  or  academic 
interest.  These  alkaloids  exist  in  the  bark 
chiefly  as  salts  of  quinic  and  cinchotannic  acids. 
Closely  related  to  the  cinchona  alkaloids  proper 
are  those  derived  from  Bemijia  pedunculata,  of 
which  the  most  important  is  cupreine.  The 
following  are  the  names  and  formulae  of  the 
principal  alkaloids — 

Quinine  CaoHjjOaNj 
'  Quinidine  GjoHjjOjNb 

Hydroquinine  Cj(|H2602N2 

Hydroquinidine  CjnHujOjN, 

Cinchonine  CjjHaaONj 

Cinchonidine  CijHjjONj 

Hydrocinchonine  (cinchotine)  CuHjjON, 

Hydrocinchonidine  (cinchonamine)  CijHjjONj 

Quinamine  Oy^nQ^i 

Conquinamine  CjjHjjOjN, 

Cujpriine  CisHjjOjNa 

Quinine  CjoHjjOaNj,  the  principal  crystal- 
line alkaloid  contained  in  the  bark  (not  in  the 
wood)  of  many  species  of  Cinchona.  The  amount 
of  quinine  contained  in  the  different  species 
vajies  considerably. 

C,  Ledgeriana  (Moens.)  bark  is  said  some- 
tifnes  to  contain  as  much  as  11  p.o.  of  quinine, 
whilst  G.  officinalis  (Linn.),  C.  Calisaya  (Wedd.), 
and  C.  succirvhra  (Pav.)  usually  contain 
from  2  to  5  p.c.  On  the  average,  Java  cin- 
chona bark  of  present-day  commerce  yields 
from  5  to  7  p.c.  of  quinine  sulphate.  The 
alkaloids  which  commonly  accompany  the 
quinine  in  these  barks  are  hydroquinine 
cinchonidine,  cinchonine,  and  quinidine,  but 
the  kind  and  quantity  of  -the  accompanying 
alkaloids  vary  in  the  different  species. 

Preparation.  The  total  atoloids  are  -first 
extracted  from  the  bark.  Water  dissolves  for 
the  most  part  only  the  alkaloidal  quinates,  and 
not  the  cinchotannates.  The  cinchotannates 
may  be  dissolved  by  a  dilute  acid  (sulphuric  or 
hydrochloric  acid),  or  they  (as  well  as  the 
quinates)  may  be  decomposed,  and  the  alkaloids 
liberated  by  mixing  the  bark  with  an  aqueous 
alkali  (lime  and  water).  The  various  processes 
proposed  for  the  extraction  of  the  total  alkaloid 
from  cinchona  bark  involve  the  decomposition 
of  the  natural  salts  in  one  or  other  of  these  two 
ways.  Extraction  with  dilute  hydrochloric  acid, 
which  was  at  first  largely  resorted  to,  has  been 
almost  entirely  abandoned,  since  much  colouring 
matter  was  dissolved  as  well  as  alkaloid,  and  its 
complete  removal  complicated  the  subsequent 
operations.  On  the  large  scale  the  finely- 
powdered  bark  is  mixed  with  about  one-third  of 
its  weight  of  slaked  lime  and  made  into  a  paste 
with  water.  The  mixture  is  thoroughly  dried  at 
100°,  powdered,  and  exhausted  in  an  extraction 
apparatus  with  boiling  petroleum  (Landrin, 
Compt.  rend.  1889,  108,  750),  alcohol,  or  amyl 
alcohol.  On  the  small  scale,  chloroform,  ether, 
or  a  mixture  vf  three  volumes  of  benzene  with 
one  of  amyl  alcohol  may  be  employed.  The 
alkaloids  are  removed  from  the  solvent  by 
agitating  it  (or,  in  the  case  of  alcohol,  the 
evaporated  residue  is  similarly  treated)  with 
dilute  hydrochloric  acid,  and  the  alkaloids  are 
precipitated  from  the  clear  acid  solution  by  a 
slight  excess  of  soda  or  ammonia. 

The  alkaloids  thus  obtained  from  an  ordinary 
^m!*»ei'>jial  syecimep  of  cincJiOBft  t>aj'^  will,'  ftS 


a  rule,  be  chiefly  composed  of  quinine,  hydro- 
quinine, cinchonidine,  cinchonine,  and  a  little 
quinidine. 

A  nearly  complete  separation  of  the  quinine 
may  be  effected  by  taking  advantage  of  tlie 
smaller  solnbility  of  quinine  sulphate  in  cold 
water.  The  total  alkaloid  is  dissolved  in  a 
slight  excess  of  very  dilute  sulphuric  acid,  and 
almost,  but  not  quite,  exactly  neutralised  with 
dilute  soda  or  ammonia.  The  solution  is  heated 
to  100°  and  diluted  with  hot  water,  so  that  for 
each  gram  of  total  alkaloid  taken  there  will  be 
about  70  c.c.  of  solution.  On  C(>oling  this 
solution  to  15°  quinine  sulphate  will  crystallise, 
whilst  nearly  the  whole  of  the  other  alkaloidal 
sulphates  will  remain  dissolved.  The  salt  thus 
obtained  is  recrystallised  several  times  from 
boiling  water.  Great  care  must  be  taken  in  the 
first  instance  not  to  leave  the  liquid  more  than 
just  perceptibly  acid,  or  the  quinine  sulphate  will 
be  converted  into  the  exceedingly  soluble  acid 
sulphate. 

The  quinine  may  also  be  separated,  but  le^s 
satisfactorily,  by  extracting  the  total  alkaloid 
with  ether,  in  which  the  other  alkaloids,  especi- 
ally cinchonine,  are  much  less  soluble.  For  the 
preparation  of  small  quantities  of  pure  quinine 
the  decomposition  of  herepathite  {see  below)  by 
hvdrogen  sulphide  (de  Vrij  and  Alluard,  J. 
1864,  445)  may  be  resorted  to. 

Properties.  Amorphous  and  an  hydrous  when 
precipitated  by  alkalis  from  solutions  of  its 
salts,  but  crystallises  with  SH^O  from  a  solution 
in  dilute  alcohol  or  aqueous  ammpnia.  Orystal- 
line  mono-  and  di-hydrates  have  also  been 
described,  as  weU  aa  an  amorphous  hydrate 
containing  9Hfi.  These  hydrates  lose  the 
whole  of  their  water  by  prolonged  exposure  over 
sulphuric  acid,  or  at  100°,  and  more  rapidly  at 
110°-120°.  The  ordinary  trihydrate  melts  at 
57°,  and  when  warmed  in  dilute  alcohol  dissolves 
and  deposits  long,  colourless  needles  of  anhydrous 
quinine,  m.p.  176°  (Hesse,  Annalen,  1890,  258, 
135) ;  172-8°  (corr.)  (Lenz,  Zeitsch.  anal.  Chem. 
1888,  27,  549).  Quinine  is  very  slightly  soluble 
in  cold  water  (1  in  1960  at  15°),  but  is  rather 
more  soluble  in  hot  water,  rather  less  soluble 
in  water  in  presence  of  alkalis  or  ammonia 
(except  when  freshly  precipitated ;  it  is  readily 
soluble  in  alcohol,  ether,  or  chloroform.  It 
dissolves  in  hot  benzene  and  separates  on  cooling 
in  crystals  containing  1  mol.  of  the  solvent. 

The  aqueous  solution  is  bitter  and  alkaline 
to  litmus.  The  following  quantities  of  quinine 
trihydrate  are  dissolved  by  100  parts  of  the 
respective  solvents  at  15° ;  absolute  alcohol, 
88-2  parts  ;  chloroform,  51-9  parts  ;  ether,  4-42 
parts.  Also  soluble  in  carbon  disulphide, 
benzene,  amyl  alcohol,  or  light  petroleum. 
Quinine  shows  Isevorotation  varying  in  amount 
with  the  concentration  and  the  solvent ;  for 
the  anhydrous  alkaloid  [a]^^=-158°.  Fot 
determination  of  the  rotatory  power  in  alcohol 
and  ether  see  Hesse,  Annalen,  1875,  176,  205; 
1876,  182,  128  ;  Oudemans,  ibid.  1876,  182,  44. 

Quinine  readily  dissolves  in  dilute  acids, 
forming  salts.  The  acid  solutions  of  the  salts 
show  a  magnificent  blue  fluorescence  if  the  acid 
used  contains  oxygen  {e.g.  sulphuric  acid),  but 
not  if  the  acid  contains  no  oxygen  {e^g,  hydro- 
chloric acid).  In  the  formation  of  salts  quinine 
be}iar0S  as  ^  dtacidic  da^e,  Knli^e  iflO»\  pf  tj)? 
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vegetable  alkaloids,  which  are  monaoidio.  The 
salts  ordinarily  met  with,  however,  contain  1 
mol.  prop,  of  a  monobasic  acid  to  1  of  quinine, 
or  1  mol.  prop,  of  a  dibasic  acid  to  2  of  quinine, 
&o.  Kearly  all  the  quinine  salts  orystalUse, 
and  are  readily  soluble  in  water  or  alcohol. 
The  hydrochloride  B -1101,21120,  prepared  by 
neutralising  the  alkaloid  with  dilute  hydrochloric 
acid,  crystallises  in  long,  silky  needles,  soluble 
in  water,  alcohol,  or  chloroform.  Its  solutions 
are  Itevorotatory.  The  dihydrochloride  B-2HC1 
is  produced  when  dry  hydrochloric  acid  gas 
combines  with  quinine,  or  when  the  disulphate 
is  decomposed  in  solution  by  barium  chloride. 
On  evaporation  of  its  solution  it  is  obtained  in 
hard  needles.  The  normal  sulphate  or  diquinine 
sulphate  B2-H2S04,8H20,  sometimes  called 
'  bisulphate,'  is  the  ordinary  commercial  sulphate 
of  quinine.  It  is  prepared  by  exactly  neutralising 
warm  dilute  sulphuric  acid  with  the  alkaloid. 
When  the  crystals  are  exposed  to  air  they 
effloresce  and  gradually  lose  eHjO.  The  salt  as 
usually  met  with  contains  about  VJHjO.  Quinine 
sulphate  is  slightly  soluble  in  water  (1  in  740  at 
15°),  and  differs  in  this  respect  from  the  normal 
sulphates  of  the  other  principal  cinchona 
alkaloids,  all  of  which  are  more  soluble.  In 
boiling  water  quinine  sulphate  is  far  more 
soluble  (1  in  30),  and  may  readily  be  obtained  in 
crystals  by  cooling  the  solution.  The  aqueous 
solution  is  very  bitter  and  slightly  fluorescent. 
Alcohol  dissolves  the  sulphate  much  more  easily 
than  water  (1  in  65  at  15°;  1  in  6  at  b.p.).  The 
salt  is  slightly  soluble  in  chloroform  (1  in  1000) 
and  almost  insoluble  in  ether.  Dilute  acids 
dissolve  large  quantities  of  quinine  sulphate ; 
sulphuric  acid  converts  it  into  the  very  soluble 
acid  sulphate  B2(HjS04)2  or  B-HjSO,. 

Quinine  sulphate,  like  the  allcaloid,  is  Isevo- 
rotatory.     In  alcohol  at  15°,  [a]j^=  - 166-36°  ; 

for  the   anhydrous   sulphate   in   water   [«]„= 

-233-75°  (Hesse). 

The  salt  of  commerce  is  liable  to  be  impure 
from  the  presence  of  the  sulphates  of  other 
cinchona  alkaloids.  It  may  be  purified  by  re- 
crystallisation  from  water  several  times,  or, 
better,  by  dissolving  1  part  of  the  commercial 
salt  in  about  30  parts  of  hot  water  rendered  just 
acid  with  sulphuric  acid.  The  crystals  which 
separate  on  cooling  are  washed  with  cold  water 
and  dried  in  the  air  (Hesse,  Annalen,  1880,  205, 
218).  For  methods  of  estimating  the  amount 
of  pure  salt  in  the  commercial  sulphate,  see 
Estimation  of  quinine  (p.  669). 

The  acid  sulphate  or  monoquinine  sulphate 
B-H2SOi,7H20  is  produced  when  the  normal 
sulphate  is  dissolved  in  dilute  sulphuric  acid 
(Hesse,  ibid.  1873,  166,  221  ;  1875,  176,  214). 
The  rhombic  crystals  effloresce  in  air  and  lose 
their  water  at  100°.  The  salt  is  very  soluble  in 
water  (1  in  11  at  13° ;  1  in  8  at  22°) ;  less 
soluble  in  alcohol.  The  aqueous  solution  is 
extremely  bitter  and  exhibits  an .  intense  blue 
fluorescence,  which  is  perceptible  in  very  dilute 
Bolutions.  The  acid  sulphates  of  cinchonidine 
and  cinohoniue  do  not  produce  this  efiect,  but  it 
is  observed  with  the  acid  sulphate  of  quinidine. 
By  dissolving  the  acid  sulphate  in  sulphuric  acid 
the  "  tetrasulphate  "  containing  an  additional 
proportion  of  sulphuric  acid  B-2HjS04,7H20  may 
fe  obtained  (Hesse,  Annalen,  18-73,  166,  g?2), 


In  consequence  of  its  marked  antipyretic 
and  tonic  action  quinine  is  a  valuable  thera- 
peutic agent.  A  large  proportion  of  the  quinine 
taken  internally  is  excreted  unchanged  in  the 
urine. 

Beactions.  The  most  striking  qualitative 
reaction  of  quinine  is  that  known  as  the  thalleio- 
quin  {thallos,  a  young  twig),  colour  reaction.  It 
is  observed  when  weak  chlorine-water  or 
bromine- water  is  gradually  added  to  an  acidified 
solution  of  quinine  sulphate,  until  a  pernlanent, 
faint  yellow  coloration  is  perceptible ;  excess 
of  the  halogen  must  be  avoided.  Ammonia 
solution  is  at  once  added  to  this  liquid,  drop  by 
drop,  when  a  dark-green  coloration  or  precipi- 
tate makes  its  appearance.  If  the  green  liquid 
is  acidified  its  colour  changes  to  red.  This 
reaction,  which  may  be  obtained  with  dilute 
solutions,  is  also  given  by  some  other  alkaloids 
of  this  group,  notably  by  quinidine,  but  cincho- 
nine  and  cinchonidine  do  not  exhibit  it.  Am- 
monia precipitates  the  alkaloid  from  solutions 
of  its  salts,,  the  precipitate  being  soluble  in 
excess ;  quinidine  and  cinchonidine  are  less 
soluble  in  solution  of  ammonia ;  cinchonino 
almost  insoluble.  Potash  and  soda  also  pre- 
cipitate salts  of  quinine,  but  the  alkaloid  is  only 
slightly  dissolved  by  excess  of  these  alkalis. 
The  precipitated  quinine  is  readily  soluble  in 
ether,  quinidine  is  less  soluble,  cinchonidine  still 
less  soluble,  whilst  cinchonine  is  nearly  insoluble. 

When  an  alcoholic  solution  of  quinine  sul- 
phate, acidified  with  dilute  sulphuric  acid,  is 
mixed  with  an  alcoholic  solution  of  iodine,  a 
reddish  precipitate  is  thrown  down,  which 
dissolves  when  the  liquid  is  heated,  and  on 
cooling  separates  in  iridescent  crystals,  which 
are  green  by  refiected  light,  and  red  by  trans- 
mitted light.  This  substance  is  an  iodosulphate  . 
of  quinine  or  periodide  of  quinine  sulphate 
rB.(H2S04)3(HI)2l4,6H20],  and  has  been  called 
herepathite,'  after  its  discoverer  Herepath. 
Similar  compounds  may  be  formed  from  the 
sulphates  of  other  cinchona  alkaloids  ;  and, 
since  they  are  more  soluble  than  the  quinine 
compound,  De"  Vrij  has  proposed  a  method  of 
estimating  quinine  in  which  the  herepathite  is 
collected  and  weighed,  when  it  will  .represent 
55-055  p.c.  of  its  weight  of  quinine  (J.  Pharm. 
Chim.  1875-1876,  [iii.]  6,  461). 

Moderately  concentrated  solutions  of  quinine 
salts  are  precipitated  by  ammonium  oxalate,  the 
crystalline  quinine  oxalate  (B2'H2C204,6Hj0) 
being  sparingly  soluble.- 

Sodium  tartrate,  or  Bochelle  salt  (potassiiim 
sodium  tartrate),  in  aqueous  solution  precipitates 
moderately  concentrated  solutions  of  quinine 
salts.  The  quinine  tartrate  B2'H2CjHj0,,H„0 
is  much  less  soluble  than  the  quinidine  and 
cinchonine  tartrates,  but  is  rather  more  soluble 
than  cinchonidine  tartrate.  These  facts  are 
utilised'  in  the  separation  and  estimation  of 
quinine  and  cinchonidine. 

Quinine  is  remarkable  in  forming  a  largo 
number  of  compounds,  many  of  which  are 
crystalline,  with  different  orga.nic  bodies,  hydro- 
carbons of  the  benzene  series,  phenols,  alde- 
hydes, carbamides,  &o.  —    - 

■Detection,  Quinine  may  ..be.  detected,  by 
means  of  the  properties  and  Teactions  described 
above  ;  the  fluorescence  of  solutions  of  the  acid 
sulphate,  the  eplHbility  of.  the  alkalpid  in  ether, 


068 


VEGETO  -ALKALOIDS. 


and  the  thalleioquin  reaction  being  especially 
'useful. 

Assay  of  cinchona  baik.  For  the  assay  of 
cinchona  bark  a  large  number  of  processes  have 
been  devised.  For  bark  used  for  the  manu- 
facture of  galenical  preparations  the  determina- 
tion of  the  total  alkaloids  is  generally  sufficient, 
but  in  the  British  Pharmacopoeia  a  certain 
proportion  of  quinine  and  cinchonidine  taken 
together  is  specified,  and  in  that  of  the  United 
States  a  certain  proportion  of  ether-soluble 
alkaloids,  (quinine,  cinchonidine,  and  quinidine) 
is  prescribed. 

The  British  Pharmaoopceia,  1898,  gives  the 
following  method:  20  grms.of  the  bark  (C. 
succirubra)  in  No.  60  powder  are  mixed  with 
6  grms.  of  slaked  lime  and  the  whole  moistened 
with  20  c.c.  of  water  and  allowed  to  stand 
for  2  hours.  This  is  transferred  to  a  flask 
provided  with  a  reflux  condenser  and  boiled 
with  130  c.c.  of  benzolated  amylic  alcohol 
(benzene  3  vols.,  amyl  alcohol  1  vol.)  during 
30  mins.  The  liquid  is  filtered  off  and  the 
treatment  repeated  twice,  the  mixture  of  bark 
and  lime  being  finally  transferred  to  the  fiilter 
and  washed  with  the  solvent  until  exhausted. 
The  total  filtrate,  still  warm,  is  placed  in  a 
separator  and  shaken  with  2  c.c.  of  dilute  hydro- 
chloric acid  (sp.gr.  1  ■052),  diluted  with  12  c.c.  of 
water,  the  acid  liquor  withdrawn,  and  the 
extraction  continued  with  water  acidified  with 
hydrochloric  acid  until  all  the  alkaloids  have 
been  extracted.  The  total  acid  liquid  is  then 
just  neutralised  with  ammonia  and  evaporated 
to  16  CO.  To  this  1-5  grm.  of  sodium  potassium 
tartrate,  dissolved  in  3"0  grms.  of  water,  are 
added  and  the  mixture  stirred  well  and  set 
aside  for  I  hour.  The  precipitated  quinine  and 
cinchonidine  tartrates  are  then  collected  on  a 
tared  filter,  washed,  dried,  and  weighed.  The 
precipitate  contains  -jj  oi  ijs  weight  of  alka- 
loids,,_and  this  multiplied  by  6  gives  the  per- 
centage of  quinine  and  cinchonidine  in  the  bark. 
To  the  mother  liquor  and  washings  ammonia 
solution  is  added  in  slight  excess  and  the  pre- 
cipitate collected,  washed,  dried,  and  weighed. 
This  weight  multiplied  by  5  gives  the  percentage 
of  '  other  alkaloids  '  in  the  bark,  and  the  sum  of 
the  two  gives  the  percentage  of  total  alkaloids. 
The  bark  should  contain  5-6  p.c.  of  total  alka- 
loids, of  which  at  least  half  should  be  quinine 
and  cinchonidine. 

The  U.S.  Pharmacopoeia  (8th  revision)  process 
is  as  follows  :  16  grms.  of  bark  ((7.  Ledgeriana, 
C.  Galisaya  or  C.  officinalis  or  hybrids  of  these) 
in  No.  80  powder  is  shaken  with  250  c.c.  of  ether 
(sp.gr.  0-720  at  25°)  and  50  c.c.  of  chloroform 
and  set  aside  for  10  mins.  in  a  stoppered  flask  or 
bottle.  10  c.c.  of  ammonia  solution  (sp.gr. 
0-958  at  25°)  are  then  added  and  the  mixture 
shaken  frequently  during  6  hours.  16  c.c.  of 
water  are  then  added  and  the  mixture  shaken 
to  cause  the  powder  to  settle  easily.  200  c.c. 
of  the  clear  supernatant  liquid  (10  grms.  of  bark) 
are  then  decanted  into  a  separator,  15  c.c.  of 
N-sulphuric  acid  added,  and  the  whole  shaken 
vigorously.  The  aqueous  layer  is  withdrawn, 
and  the  extraction  continued  with  (a)  6  c.c.  of 
K-acid  and  5  c.c,  of  water,  and  (&)  6  c.c.  of 
water.  The  combined  acid  liquors  are  filtered 
into  a  measuring  cylinder  and  the  fitter  paper 
washed  with  enough  water  to  make  the  con- 


tents of  the  cylinder  measure  50  c.c.  Of  this  25 
c.c.  are  placed  in  a  separator  and  25  o.o.  of  a 
mixture  of  chloroform  (3  vols.)  and  ether 
(1  vol.),  followed  by  5  c.c.  of  ammonia  solution 
added  and  the  whole  shaken.  The  chloroform- 
ether  solution  (lower  layer)  is  withdrawn  and  the 
extraction  continued  with  (a)  20  o.o.  of  the 
chloroform-ether  mixture,  and  (&)  10  c.c.  of 
chloroform.  The  mixed  chloroform-ether  ex- 
tracts are  run  into  a  tared  flask,  the  solvent 
distilled  off,  the  residue  re-dissolved  in  3  c.c.  of 
ether,  the  solvent  evaporated  and  the  residue 
dried  at  110°  and  weighed.  The  weight  multi- 
plied by  20  gives  the  percentage  of  total  alkaloids, 
which  should  not  be  less  than  5  p.c. 

The  second  25  c.c.  of  solution  is  mixed  in  a 
separator  ^vith  25  c.c.  of  ether  and  5  c.c.  of 
ammonia  solution.  The  whole  is  cooled  below 
20°  if  necessary,  and  shaken  moderately  during 
2  mins.,  and  then  set  aside  during  10  mins.  at 
15°.  The  lower  aqueous  layer  is  rejected  and 
the  ethereal  solution  transferred  to  a  tared 
beaker.  The  separator  is  rinsed  out  with  6  c,o, 
of  ether  and  this  added  to  the  beaker.  The 
solvent  is  evaporated  and  the  residue  dried  at 
110°  and  weighed.  This  weight  multiplied  by 
20  gives  the  percentage  of  ether-soluble  allmloids 
(quinine,  quinidine,  and  cinchonidine),  which 
should  be  at  least  4  p.c. 

The  German  Pharmacopoeia  (1910  ed.)  pre- 
scribes a  method  on  the  same  lines  as  that  of 
the  United  States,  but  the  total  alkaloids  only 
are  determined,  and  this  is  done  by  titration, 
using  hsematoxylin  as  indicator. 

Estimation  of  quinine  in  cinchona  hark. 
Most  of  the  cinchona  bark  which  comes  into 
commerce  is  used  for  the  manufacture  of  quinine 
sulphate,  and  consequently  the  estimation  of 
quinine  in  such  bark  is  of  the  first  importance. 
The  methods  used  are  very  varied,  and  recently 
an  association  of  cinchona  planters  in  Java  has 
offered  a  prize  for  a  method,  which  will  give 
accurate  results,  and  can  be  recommended  for 
general  adoption. 

The  chief-  methods  which  have  been  pro- 
posed for  the  separation  and  estimation  of 
quinine  in  the  total  alkaloids,  depend  upon  the 
smaller  solubihty  of  the  quinine  sulphate  in 
water,  and  since  the  usual  object  is  to  ascertain 
the  yield  of  quinine  sulphate  obtainable  from 
the  bark,  it  is  probable  that  such  methods  are 
best  for  this  purpose. 

A  quantity  (1-6  grms.)  of  the  total  alkaloid 
(isolated  as  described  above)  is  weighed  in  a 
beaker,  a  small  quantity  of  warm  water  is  added, 
and  the  mixture  titrated  vrith  decinormal 
sulphuric  acid  until  it  is  just  acid  to  litmus. 
The  solution  is  heated  for  about  16  mins.  on  the 
water-bath,  and  at  the  end  of  this  time  should 
still  be  feebly  acid.  The  warm  liquid  is  now 
titrated  to  exact  neutrality  with  decinormal  soda 
solution.  The  number  of  c.c.  of  soda  solution 
required  deducted  from  the  number  of  cc  of 
acid  used,  gives  the  number  of  cc.  of  acid 
neutralised  by  the  total  alkaloid,  and  this 
number  multiplied  by  0-03  ought  to  give  a  close 
approximation  to  the  amount  in  grams  of  total 
alkaloid  originally  taken. 

The  amount  of  total  alkaloid  having  been 
thus  verified  by  titration,  the  neutralised  liquid 
is  diluted  with  water  until  its  weight  is  70  times 
that  of  the  total  alkaloid,  and  tuen  heated  to 
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about  90°  for  6  mins.  It  is  now  cooled  to  15°, 
and  kept  at  this  temperature  for  half  an  hour.  If 
crystals  have  not  separated  there  ia  not  more 
than  8  p.c.  of  quinine  in  the  total  alkaloid.  As 
a  rule,  crystals  will  be  deposited,  and  these  must 
be  collected  on  a  small  weighed  filter  and  washed 
with  sufficient  cold  water  (15°)  to  make  the 
total  weight  of  filtrate  equal  to  90  times  that 
of  the  total  alkaloid  present.  The  crystals  are 
dried  at  100°  and  weighed  as  anhydrous  quinine 
sulphate..  To  this  weight  must  be  added  0-12 
p.c.  of  the  weight  of  the  filtrate  and  washings, 
in  order  to  compensate  for  the  loss  of  the  sulphate 
through  its  solubility  in  water  at  15°. 

Estimation  of  quinine  and  Impurities  in  com- 
mercial quinine  sulphate.  Commercial  quinine 
sulphate  is  rarely,  if  ever,  quite  pure.  That 
intended  for  medicinal  use  should  not  afford 
any  appreciable  reaction  for  cinchonine,  quini- 
dine,  cupreine,  or  amorphous  alkaloid,  and 
should  not  yield  more  than  3  p.c.  of  crystals  of 
cinchonidine  (B.  P.  1898).  The  principal 
impurities  are  cinchonidine  and  hydroquinine 
sulphates,  but  there  may  also  be  present  quini- 
dine  and  cinchonine  sulphates,  whilst  if  the 
alkaloid  has  been  derived  from  cuprea  bark, 
sulphate  of  cupreine  may  be  found. 

The  various  methods  of  examining  com- 
mercial quinine  sulphate  for  the  sulphates  of 
other  cinchona  alkaloids  depend  either  on  the 
greater  solubility  of  the  quinine  in  a  definite 
volume  of  aqueous  ammonia  (Kemer'a  test),  or 
in  a  definite  volume  of  ether  (the  so-called 
'  Liebig's  test '),  or  on  a  combination  of  these 
two  facts  (Hesse's  test). 

The  Germaii  Pharmacopoeia  (1910)  gives  the 
following  directions  for  the  application  of 
Kemer's  test.  Two  grms.  of  the  quinine  sulphate 
dried  completely'at  40°-50°,  are  mixed  with  20 
e.c.  of  water,  and  the  mixture  kept  with  occasional 
agitation  for  30  mins.  at  60°-65° ;  the  mixture 
is  then  kept  at  15°  during  2  hours,  poured 
through  linen,  and  finally  filtered  through  filter 
paper ;  5  c.c.  of  the  clear  solution  are  placed  in 
a  test-tube,  and  4  c.c.  of  aqueous  ammonia  (rel. 
dens.  0'959)  added.  The  precipitate  formed 
should  dissolve  completely  on  shaking. 

The  SVench  Codex  (1909)  directs  that  1  grm.  of 
the  hydrated  salt  should  be  dissolved  by  boiling 
with  30  c.c.  of  water,  after  which  the  liquid 
must  be  cooled  to  15°;  and  kept  at  this  tempera- 
ture with  agitation  for  30  mins.  6  c.c.  is 
specified  as  the  quantity  of  ammonia  solution 
required  to  re-dissolve  the  precipitate.  The 
U.S.  Pharmacopoeia  method  (8th  revision)  is 
essentially  the  same  as  that  of  the  German 
Pharmacopoeia,  but  7  c.c.  of  ammonia  solution 
is  added  all  at  once,  and  under  these  conditions 
the  sulphate  is  required  to  give  a  clear  solu- 
tion. Tutin  (Pharm.  J.  1909,  [iv.]  29,  600)  has 
critically  examined  these  methods,  and  recom- 
mends a  modified  forjn  of  the  French  Codex 
method,  which,  however,  is  only  applicable  to 
quinine  sulphate:  he  suggests  6  c.c.  of  am- 
monia solution  as  ensuring  a  reasonable  degree 
of  purity  in  the  salt. 

A  modification  of  this  method  is  adopted  in 
the  British  Pharmacopoeia  (1898)  for  the  detec- 
tion of  cinchonidine  and  cinchonine.  4  grms.  of 
the  quinine  sulphate  are  dissolved  in  120  o.o. 
of  boilmg  water ;  the  solution  is  cooled  slowly 
to  50°  with  frequent  stirring,  and  filtered  from 


the  quinine  sulphate,  which  has  crystallised. 
The  filtrate  is  concentrated  by  evaporation  to 
10  c.c.  or  less  and  placed  in  a  stoppered  flask, 
and  when  cold  10  c.c.  of  ether  (better,  purified 
ether,  Tutin,  I.e.),  and  6  e.c.  of  ammonia  (sp.gr. 
0-959)  are  added.  The  flask  is  set  aside  in  a 
cool  place  for  24  hours  and  the  separated 
crystals  of  cinchonidine  with  cinchonine  and  a 
little  quinine  are  collected,  washed  with  a  little 
ether,  dried  and  weighed.  They  should  not 
amount  to  more  than-0'12  grm.  According  to 
Tutin  {I.e.)  3  p.c.  of  cinchonidine  may  be  detected 
by  this  method  if  purified  ether  is  used.  Quini- 
dme,  if  present,  would  not  be  separated  in  the 
foregoing  test,  and  therefore  the  British 
Pharmacopoeia  includes  the  following  method,, 
which  is  based  on  the  fact  that  quinidine  sul- 
phate is'  more  soluble  in  water  than  quinine 
sulphate,  and  that  of  the  two  hydriodides  the 
quinidine  hydriodide  is  less  soluble  in  water. 
1  grm.  of  the  quinine  sulphate  is  dissolved  in 
30  c.c.  of  boiling  water  and  the  solution  cooled 
and  filtered.  To  the  filtrate,  a  solution  of  potas- 
sium iodide  (20  grms.  in  200  c.c.)  is  added  and 
a  little  alcohol  to  prevent  precipitation  of 
amorphous  hydriodides.  The  precipitated  quini- 
dine hydriodide  is  collected,  washed  mth  a  little 
water,  dried,  and  weighed.  Its  weight  is 
approximately  equivalent  to  that  of  the  crystal- 
lised quinidine  sulphate.  None  or  only  traces 
should  be  found. 

The  cupreine  sulphate  {see  Cupreine)  may  be 
found  and  estimated  by  taking  advantage  of 
the  slight  solubility  of  cupreine  in  ether.  The 
cupreine  sulphate,  being  but  sparingly  soluble 
in  cold  water,  will  be  mixed  with  the  recrystal- 
lised  quinine  sulphate  which  was  removed  in 
testing  for  cinchonidine  and  cinchonine  {v,  supra). 
The  quinine  and  cupreine  sulphates  are  mixed 
with  25  c.c.  of  ether  and  6  c.c.  of  aqueous 
ammonia  (10  p.c).  After  shaking  the  mixture 
the  ethereal  solution  is  removed  and  added  to  the 
ethereal  liquid  obtained  in  the  test  for  cinchoni- 
dine and  cinchonine,  out  of  which  these  alkaloids 
had  crystallised.  The  ethereal  solutions  are  now 
agitated  with  about  6  c.c.  of  aqueous  soda  (10 
p.c),  which  dissolves  the  cupreine.  The  ethe* 
is  removed,  the  alkaline  solution  washed  with 
more  ether,  and  finally  heated  to  100°.  The 
hot  liquid  is  exactly  neutralised  with  dilute 
sulphuric  acid,  and  when  the  solution  is  cold  the 
cupreine  sulphate  which  has  crystallised  out  is 
collected,  dried,  and  weighed.  None  or  only 
traces  should  be  obtained. 

For  cinchonine  and  amorphous  alkaloids  the 
B.  P.  1898,  prescribes  the  following  test :  1 
grm.  of  the  quinine  sulphate  is  dissolved  in- 
30  c.c.  of  boiling  water  and  1  grm.  of  sodium 
potassium  tartrate  added.  The  mixture  is 
cooled  with  frequent  stirring  and  filtered.  The 
filtrate  after  evaporation  to  a  small  bulk  should 
give  little  or  no  precipitate  with  solution  of 
ammonia. 

For  the  estimation  of  hydroquinine  Howard 
(Pharm.  J.  1896,  [iv.]  3,  505)  recommends  dis- 
solving the  ether-soluble  alkaloids  obtained  in 
the  B.  P.  test  for  cinchonidine  and  cinchonine 
{v.  supra)  in  dilute  sulphuric  acid,  adding  to  this 
solution  4  p.c  permanganate  solution  so  long 
as  the  latter  is  rapidly  decolorised.  The 
manganese  dioxide  is  filtered  off,  the  filtrate 
made    alkaline    with    ammonia    solution    and 
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shaken  out  with  etlicr.  The  residue  left  on 
evapiorating  the  ether  is  dissolved  -  in  dilute 
Bulphurio  acid,  then  just  neutralised  with  am- 
monia and  the  crystals,  which  separate,  dried 
and  weighed. 

For  a  comparison  of  the  various  methods 
of  examining  commercial  quinine  sulphate,  see 
Lenz,  Zeitsch.  anal.  Chem.  1888,  27,  549. 

Quinidine  or  Conquinlne  CzoHaiOjNj.  This 
isbmeride  of  quinine  is  contained  in  small 
quantity  in  most  of  the  ordinary  cinchona  barKs, 
especially  in  G.  pitayenais  (Wedd.)  and 
CimJiona  Calisaya,  which  sometimes  contain  as 
much  as  3  p.o.  (Hesse,  Annaleii,  1874,  174,  338). 
It  ia  most"  comfeniently  procured  from  the 
amorphous  mixture  of  cinchona  alkaloids  com- 
mercially known  as  '  quihoidine.'  The  pcfwdered 
'  quinoidine '  is  extracted  with  ether,  and  the 
ethereal  solution  shaken  with  dilute  sulphuric 
acid.  The  neutralised  aqueous  liquid  is  pre- 
cipitated with  a  strong  solution  of  Roohelle 
salt,  and  the  concentrated  filtrate,  decolorised 
if  necessary  with  charcoal,  precipitated  with  a 
strong  solutiori  of  potassium  iodide.  The  impure 
quinidine  hydriodide  is  washed  and  dissolved, 
and  the  alkaloid  precipitated  from  the  solution 
with  ammonia.  The-  precipitated  alkaloid  is 
now  dissolved  in  dilute  acetic  acid,'  and,  if 
necessary,  again  decolorised  with  charcoal. 
The  alkaloid  is  then  reprecijiitstted  viith.  am- 
monia and  crystallised  from  boiling  alcohol 
(Hesse,  Annalen,  1868,'  1'46;  357 ;  1873,  166, 
232). 

Properties.  Large  prismatic  crystals  con- 
taining 2JH2O,'  which  Ibse  |H„0  on  expo'siire  to 
air,  or  on  reerystaUising  from'ether,  and  IHjO 
on  crystallising  from  boiling  water  (Hesse,  Ber. 
1877,  10,  2154). 

The  anhydrous  alkaloid  melts  at  171-5°  (fcorr.) 
(Lenz,  Zeitsch.  anal.  Chem.  1888,  27,  571). 
Dextrorotatory  [a]  =+274-7°  in  alcohol,  1  vol. 
and  chloroform  2  vols.  (Lenz),  -f  243-5°  (Babe). 
Very  slightly  soluble  in  water  (1  in  2000  at  15°  ; 
1  in  75p  at  100°),  inore  soluble  in  alcohol  (]  in 
26  at  20°),  and  in  ether  (1  in  22  at  20°) ;  also 
ijissolved  by  amyl  alcoTiol,  benzene,  or  chloro- 
form, but  not  appreciably  by  light  petroleum. 
Dilute  acids  dissolve  the  alkaloid  abundantly 
and,  like  quinine,  the  solutions,  if  acid  with 
sulphuric,,  acid  or  other  oxygenated  acid,  exhibit 
a  blue  fluorescence..  Like  qumine,  quinidine  is  a 
diacidjc  base,  but  only,  its  normal  salts  are  usually 
met  with.  The  normal  sulphate  Bj-H2S'04,2HjO 
is  more  soluble,  in  cold  .water  than  the  quinine 
salt  (1.  inlOO  at  15°),  and  abo  in  chloroform 
(1  iii  20  at  1,5°)..  The.  aojd, sulphate  B-HjSO,  is 
very  soluble  in  water,  and  its  solution  is  highly 
fluorescent..  The  hydriodide  B-HI  is  an  im- 
portant salt,  since  it  is  nmch  less  soluble  in 
water  (-1  in  1250  at  15°)  than  the  hydriodides  of 
the  other  cinchona  alkaloids,  and  js,  therefore 
employed  in  isolating  and  in  estimating  quini- 
dine. It,  is  precipit£|.tBd.  at  once,  or  from  dilute 
solutions  after  standing  and  stirring,  as  a  crys- 
talline powder  when  potassium  iodide  is  added 
to  a  neutral..6r  slighyy.aoid  solution  of  a  quini- 
dine salt.  In  presence  of  muqh  acid  the  soluble 
dihydriodide  B-^^HI),  is  produced. 

Quinidine  and  its  salts  have  a  very,  bitter 
taste,  and  exerlT  a  physiological  and  therapeutic 
action  very  like  that  of  quinine. 

Seactiom.    The  chief  reactions  of  quinidine 


resemble  those  of  quinine.  It  affords  the 
thalleioquin  colour  reaction  (p.  667)  ;  its 
derivatives  and  decomposition  products  are 
identical  with  those  of  quinine,  of  which  it  is  a 
stereoisomeride,  the  carbon  atom  concerned 
being  that  numbered  3  in  the  general  formula 
(p.  673)  (Rabe,  Annalen,  1910,  373,  85). 

Detection  and  estimation.  Quinidine  may  be 
detected  by  the  fluorescence  of  acid  solutions  of 
its  salts,  by  its  affording  the  thalleioquin  reac- 
tion, by  solutions  of  its  salts  not  being  precipi- 
tated by  solution  of  Eochelle  salt  (distinction 
from  quinine  and  cinchonidine),  and  by  the 
formation  of  the  insoluble  hydriodide,  &o., 
and  by  other  properties  described  above.  For 
the  estimation  of  the  alkaloid  in  cinchona  bark 
advantage  may  be  taken  of  the  solubility  of  the 
normal  sulphate  in  chloroform  or  cold  water, 
the  solubility  of  quinidine  tartrate,  and  the 
formation  of  the  hydriodide,  which  is  collected 
and  weighed.  The  quinine  and  cinchonidine, 
having  been  removed  from  the  total  alkaloids 
as  tartrates  {see  Katimation  0/  quinine,  pp.  668-9), 
the  filtrate,  somewhat  concentrated,  is  precipi- 
tated with  a  saturated  solution  of  potassium 
iodide.  After  standing  for  an  hour  the  quinidine 
hydriodide  is  collected,  washed  with  a  little  cold 
water,  dried,  and  weighed. 

For  the  estimation  of  quinidine  in  com- 
mercial Sulphate  of  quinine,  see  under  Estimation 
0/  Quihint  (p.  669). 

CInchohine  CisH^ONj  is  an  alkaloid  com- 
monly occurring  in  cinchona  bark  to  the  extent 
of  a;bou:t  0-2-2  p.o.  It  may  be  readily  prepared 
from  the  mother  liquor  remaining  from  the 
preparation  of  quinine  (p.  666).  This  solution, 
which  contains  cinchonine  sulphate,  is  precipi- 
tated with  soda,  and  the  precipitate  crystalUsed 
from  its  solution  in  alcohol.  The  alkaloid  thus 
obtained  is  purified  by  converting  it  into  the 
normal  sulphate,  which  is  repeatedly  crystallised 
from  water  (Hesse,  Annalen,  1862,  122,  226); 
or  the  precipitate  produced  by  the  soda  may  be 
dried  and  digested'  with  cold  ether  in  which 
cinchonine  is  very  slightly  soluble.  The  residue 
is  crystallised  from  alcohol. 

Properties.  Anhydrous,  monoolinio  prisms 
{itota  alcohol);  or  amorphous  when  precipitated, 
m.p.  264°'  (c/.  Lenz,  Zeitsch.  anal.  Chem.  1888, 
27,  672;  Hesse,  Annalen,  1880,  205,  211). 
At  a  higher  temperature  it  sublimes  with 
some  decomposition.  Almost  insoluble  in  water 
(1  in  3670  at  20°)y  slightly  soluble  in  ether  (rel. 
dens.  0-730,  1  in  371  at  10°)  or  benzene,  more 
soluble  in  alcohol  (rel.  dens.  0-852,  1  in  126  at 
20°),  or  chloroform  (1  in  356  at  17°),  but  most 
readily  in  a  mixture  of  chloroform  and  alcohol, 
which  dissolves  more  than  either  liquid  alone. 
Soluble  in  amyl  alcohol,  nearly  insoluble  in 
aqueous  ammbnisi,  in  light  petroleum,  or  absolute 
alcohol.  Readily  soluble  in  dilute  acids,  but 
the  Bolntions  aie  not  fluorescent.  Dextroro- 
tatory, [o]'-^  =-f- 223-3''  (Oudemans,  Annalen, 
1876,  182,  44;  c/.  Rabe,  ibid.  1910,  373,  85). 

Cinchonine  is  a  diacidio  b^se,  and  the 
ordinary  salts  correspond  in  composition  With 
those  of  quinine.  The  normal  sulphate 
B2-HjS04,2HjO  is  soluble  in  water  (1  in 
70 .at  15°;  1  in  14  at  100°);  soluble  also  in 
alcohol  (1  in  6  at  16°)  01  chloroform  (1  in  60  at 
16°).  The  acid  sulphate  B-H,S04,4H,0  is 
soluble  in  water,  but,  unlike  the  corresponding 
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qtrinine  and  quinidine  salts,  its  aqneous  Bolutions 
are  not  fluorescent,  although  commercial 
specimena  of  the  sulphate,  when  dissolved  in 
dilute  sulphuric  acid,  are  usually  slightly  fluores- 
cent owing  to  the  presence  of  quinine  or  quini- 
dine. The  salts  of  cinchonine  are  very  bitter, 
and  appear  to  exert  the  same  physiological  and 
therapeutic  action  as  quinine,  although  much  less 
powerfully. 

Like  quinine,  cinchonine  combines  with 
phenols  and  certain  other  organic  compoimds. 

Reactions.  The  reactions  of  cipchonine  are 
similar  to  those  of  quinine.  It  does  not,  however, 
afford  the  thalleioquin  colour  reaction  (p.  670). 

In  its  combinations  with  methyl  iodide, 
cinchonine,  like  quinine,  acts  as  a  tertiary 
diamine. 

A  large  number  of  isomerides  of  cinchonine, 
produced  by  the  action  of  sulphuric  acid  or  other 
agents  on  the  alkaloid,  are  known. 

Detection  and  estimation.  Cinchonine  is 
readily  distinguished  from  quinine  and  quinidine 
by  not  giving  the  thalleioquin  reaction,  as  well 
as  by  other  properties  described  above.  From 
cinchonidine,  which  it  resembles  in,  not  giving 
the  colour  reaction,  it  may  be  distinguished  by 
its  dextrorotation,  its  slight  solubility  in  aqueous 
ammonia  or  ether,  and  also  by  the  solubility  of 
its  normal  sulphate  in  chloroform.  The  amount 
of  cinchonine  contained  in  the  total  alkaloids  of 
cinchona  bark  may  be  estimated  in  the  filtrate 
and  washings  from  which  the  quinidine  has  been 
separated  as  hydriodide  (see  p.  670),  by  precipi- 
tating it  with  soda,  and  digesting  the  dried 
precipitate  with  a  small  quantity  of  ether  in 
order  to  dissolve  the  amorphous  alkaloid.  The 
residue  is  dried  and  weighed  as  cinchonine. 

For  the  detection  and  estimation  of  cinchonine 
in  commercial  sulphate  of  quinine,  see  under 
Estimation  of  Quinine  (pp.  668-9). 

Cinchonidine  CisHjjONj,  an  isomeride  of 
cinchonine,  found  in  most  varieties  of  cinchona 
bark  to  the  extent  of  from  0-5  to  5  p.c.  Cin- 
chonidine sulphate  has  been  used  in  medicine  as 
a  substitute  for  quinine. 

Preparation.  The  total  alkaloids  having 
been  extracted  from  the  cinchona  bark  {see 
under  Quinine,  p.  666),  and  the'  crystallised 
quinine  sulphate  separated,  the  aqueous  solution 
(containing  cinchonidine,  cinchonine,  and  quini- 
dine sulphates)  is  precipitated  with  ammonia  in 
slight  excess,  and  the  precipitate  repeatedly 
extracted  with  cold  ether.  The  ethereal  solu- 
tion (containing  cinchonidine  and  quinidine)  is 
shaken  with  dilute  hydrochloric  acid,  when  the 
alkaloidal  hydrochlorides  pass  into  the  aqueous 
liquid,  whicli  is  neutralised,  and  the  cinchonidine 
precipitated  as  tartrate  by  the  addition  of 
solution  of  Rochelle  salt.  -The  precipitate  is 
dissolved  in  hydrochloric  acid  and  precipitated 
with  ammonia  in  slight  excess.  The  alkaloid 
thus  obtained  is  crystallised  from  its  solution  in 
boiling  alcohol,  then  converted  into  the  normal 
sulphate,  which  is  crystallised  from  water.  The 
crystallised  salt  is  "dissolved  in  25  parts  of 
boiling  water,  and  the  solution  cooled  to  S.?", 
when  any  crystals  which  may  have  separated 
are  removed  and  twice  reorystallised.  By 
precipitating  a  solution  of  this  salt  with  ammonia 
and  crystallising  the  precipitate  from  alcohol, 
pure  cinchonidine  is  obtained  (Hesse,  Annalen, 
18C3,  135,  333  ;  1880,  205.  L9.8). 


The  commercial  sulphate  of  cinchonidine 
may  be  purified  by  this  process.  It  generally 
Contains  small  quantities  of  the  sulphates  of 
other  cinchona  alkaloids,  especially  quinine  and 
homocinchonidine,  an  isomeride  of  cinchonidine 
which  occurs  with  it  in  cinchona  barks  (Hesse, 
ibid.  1880,  205,  203). 

Properties.  Anliydrous  prismatic  crystals, 
which  melt  at  207'2°  (corr.)  (Lenz,  Zeitsch.  anal. 
Chem.  1888,  27,  664),  200°-201"'  (Hesse,  Ber. 
1881,  14,  1888).  Slightly .  soluble  in  cold 
water.  Soluble  in  alcohol  (1  in  16 -3 
at  13°),  or  ether  (1  in  188  at  15°).  Readily 
soluble  in  chloroform  or  amyl  alcohol.  Slightly 
soluble  in  aqueous  ammonia.  Very  soluble  in 
dilate  acids.     Lsevorotatory,  [a]  =  —  107 -48°  in 

alcohol  (Hesse,  Annalen,  1875,  176,  219;  1876, 
181,  137;  cf.  Skraup,  ibid.  ISId,  199,  385). 

Cinchonidine  is  a  diacidic  base,  but  ismon. 
acidic  in  the  salts  usually  met  with.  The  norma  1 
sulphate  Bj-HjSOj.CHaO  is  used  in  medicine.. 
It  is  readily  soluble  in  hot  water,  but  only  spar- 
ingly in  cold  (1  in  97-5  at  12° ;  lin  07  at'22°). 
The  acid  sulphate  B-H^SQj.SHjO  is  very  soluble 
in  water.     Its  solutions  are  not  fluorescent. 

Cinchonidine  and  its  salts  are  very  bitter. 
Their  therapeutic  action  is  similar  to,  but 
weaker  than,  that  of  quinine.  The  administra- 
tion of  large  doses  of  cinchonine  or  cinchonidine, 
but  especially  the  latter,  is  said  to  be  attended 
with  danger. 

Beactitins.  The  principal  reactions  of  cin- 
chonidine resemble  those  of  its  stereoisomeride 
cinchonine.  By  the  action  of  phosphorus  penta- 
chloride  the  chloro  derivative  CigHjiNjCl,  iso- 
meric with  the  corresponding  cinchonine  deriva- 
tive, is  obtained.  Although  tins  'chloride'  is 
isomeric,  and  not  identical  with  that  of  cincho- 
nine, it  furnishes  the  same  cinchenine  (p.  672) 
when  acted  on  by  potash. 

The  products  of  the  oxidation  of  cinchonidine 
by  nitric  acid  and  chromic  acid  are  the  same 
as  those  afforded  by  cinchonine. 

Detection  and  estimation. '  Cinchonidine  is 
readily  distinguished  from  quinine  and  quinidine 
by  not  affording  the  thalleioquin  reaction,  and 
in  its  acid  salts  not  being  fluorescent.  It  differs 
from  cinchonine  in  its  greater  solubility  in 
ether,  as  well  as  by  the  slight  solubility  of  its 
tartrate,  &c.      It   may   be   identified   by   the 

Eroperties  described  above.-  Cinchonidine  inay 
e  estimated  in  the  total  alkaloids  from  cinchona 
bark  by  precipit?,ting  the  liquid  from  which  the 
quinine  has  been  removed  by  crystallisation  as 
sulphate,  with  a  strong  solution  of  Rochelle 
salt,  when  the  cinchonidine  tartrate  is  pre- 
cipitated. After  standing  some  time  the 
precipitate  is  collected,  dried,  and  the  anhydrous 
tartrate  weighed.  Another  method  consists  in 
determining  the  amount  of  quinine  in  a  portion 
of  the  total  alkaloids,  by  crystallisation  as 
sulphate,  and  in  a  second  portion  of  the  total, 
alkaloids,  precipitating  the  quinine  and  the 
cinchonidine  as  tartrates  {see  Eslimation  of 
quinine,  pp.  668  9).  The  amount  of  quinine  sul- 
phate already  found  is  then  calculated  into 
tartrate,  and  this  quantity  is  deducted  from  the 
weight  of  the  mixed  tartrates ;  the  remainder 
is  the  amount  of  cinchonidine  tartrate. 

It  has  also  been  proposed  to  separate 
quinine  and  cinchonidine  (liberated  from  the 
tartrates)  by  dissolving  out  the  quinine  with 
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ether,  but  the '  method  does  not  afford  accurate 
results,  since  the  solubility  of  cinchonidine  in 
ether  is  increased  by  the  presence  of  quinine, 
owing  apparently  to  the  formation  of  a  com- 
pound of  the  two  alkaloids. 

C/.  Hesse,  Annalen,  1880,  205,  217  ;  Pharm. 
J.  1884-1886,  [iii.]  15,  869;  1886,  [iii.]  16, 
818;  Schafer,  Zeitsch.  anal.  Chem.  1887,  26, 
655  ;  Koppeschaar,  ibid.  1885,  24,  362  ;  Davies, 
Pharm.  J.  1885-1886,  [iii.]  16,  358;  Paul,  ibid. 
1886,  [iii.l  16,  361. 

For  other  information  respecting  the  estima- 
tion of  cinchonidine  in  commercial  sulphate  of 
quinine,  see  under  Estimation  of  Quinine. 

Constitution  ol  quinine,  quinidine,  cinchonine, 
and  cinchonidine.  Comparison  of  the  linear 
formulae  of  these  four  alkaloids  shows  that  they 
form  two  pairs  of  isomerides,  of  which  the 
second  two  differ  from  the  first  two  by  contain- 
ing — OCHj  less,  indicating  that  quinine  and 
quinidine  are  methoxyl  derivatives  of  cinchonine, 
cinchonidine,  or  one  of  their  isomerides.  The 
single  oxygen  atom  in  oinchojiine  and  cinchoni- 
dine is  present  as  hydroxyl,  whilst  quinine  and 
quinidine  contain  their  two  oxygen  atoms  in  the 
form  of  hydroxyl-  and  methoxyl-  in  both  cases. 
Since  the  four  alkaloids  have  a  common  nucleus 
it  is  convenient  to  discuss  their  constitutions 
together.  A  great  deal  of  work  has  been 
expended  on  the  chemistry  of  these  alkaloids 
by  Sliraup,  Koenigs,  von  Miller,  and  Babe. 
The  most  fruitful  lines  of  work  have  been  (1) 
investigation  of  the  products  of  hydrolysis  of 
their  '  chlorides,'  and  (2)  a  study  of  the  oxida- 
tion products  of  the  alkaloids. 

Hydrolysis  of  the  Chlorides.  When  quin- 
ine or  cinchonine  is  treated  in  chloroform 
solution  with  phosphorus  pentachloride,  the 
hydroxyl  group  in  each  case  is  replaced  by  a 
chlorine  atom  with  the  formation  of  quinine 
chloride  CjoHjaONjCl  and  cinchonine  chloride 
CiaHjjNjCl  respectively.  These,  chlorides,  on 
treatment  with  alcoholic  potash,  each  lose  1  mol. 
of  hydrogen  chloride  forming  quinenine 

C20II22ON2 
and  cinchenine  C19H20N2  respectively,  and  these 
two  products  are  hydrolysed  by  phosphoric  acid 
in  the  following  manner  : — 

Quinenine  gives  ;p-methoxylepidine  and 
meroquinenine. 

Cinclienine  gives  lepidine  and  meroquinenine. 

Oxidation  by  Permanganate.  Quinine  yields 
quininio  acid,  cincholoiponic  acid,  and  loiponic 
acid. 

CincTionine  yields  cinchoninio  acid,  cincholoi- 
ponic acid,  and  loiponic  acid. 

lioiponio  acid  is  a  product  of  the  oxidation  of 
cinoholoiponio  acid,  and  may  therefore  be 
neglected  for  the  present  purpose. 

Quininio  acid  CuHjOjN  is  6-methoxy-4- 
carboxyquinoline. 

CSnohoninio  acid  CmHjOjN  is  4-carboxy- 
quinoline. 

Methoxylepidine  CuHuON  is  6-methoxy-4- 
methylquinoline. 

Lepidine  C10H9N  is  4-methylquinoIine. 

The  occurrence  of  these  four  substances  in 
the  oxidation  and  hydrolytio  products  clearly 
establishes  the  existence  in  quinine  of  a  methoxy- 
methylquinoline  nucleus  and  in  cinchonine  of  a 
methylquinoline  nucleus. 


The  remaining  portion  of  the  molecule  must 
be  identical  both  in  quinine  and  cinchonine^ 
since  it  furnishes  the  same  products  on  oxidation 
(oinchloiponio  and  loiponic  acids)  and  on  hydro- 
lysis (meroquinenine).  This  residual  portion  of 
the  molecule  has  been  the  subject  of  many 
investigations.  It  is  conveniently  spoken  of  as 
the  '  second  half,'  and  is  represented  by  the 
linear  portion  of  the  following  formulae — 

C-C„H„(OH)N         C-C.oH,.(OH)N 
MeU|  III 

N  N 


Quinine. 


CfnchoniDe. 


Meroquinenine  CsHjsOjN,  produced  by  the 
hydrolysis  both  of  quinenine  and  cinchenine,  is 
also  formed  as  an  intermediate  product  in  the 
oxidation  of  quinine  and  cinchonine.  On 
further  oxidation  it  yields  cincholoiponic  acid 
CeHjjOiN,  which  also  occurs  in  the  oxidation 
products  of  the  two  parent  alkaloids,  and  this 
in  turn  on  oxidation  yields  ZospbmcacidCjHijOjN, 
which  is  hexahydropyridine-3  : 4-dicarboxylio 
acid.  These  three  products  are,  therefore, 
probably  related  as  follows — 

CH-CH,-COOH  CH-CHj-COOH 

CH,/^C!H-COOH 


CHj/^CH-CHiCH, 
CHi      JCHj 

NH 


CH., 


1     !, 


NH 


CII, 


Meroquinenine.  Cincholoiponic  acid. 

CHCOOH 

CHjf^CH-COOH 


CH; 


;\/CH. 
NH 


Loiponic  acid. 

The  nature  of  these  oxidation  products  of 
the  '  second  half,'  sho^ra  that  the  latter  must 
include  a  heterocyclic  ring  containing  nitrogen. 
This  second  heterocyclic  ring  cannot,  however, 
consist  of,  a  reduced  pyridine  ring  with  side 
chains,  since  quinine  and  cinchonine  are  both 
ditertiary  bases.  Further,  when  cinchenine 
\see  above)  is  heated  with  hydrobromic  acid  at 
180°  it  loses  a  molecule  of  ammonia  and  forms 
apocinchenine  in  which  the  quinoline  nucleus  is 
still  intact,  although  the  '  second  half '  has  been 
converted  into  a  banzenoid  derivative.  Apocin- 
chenine  is,    in    fact,    a    quinolyldiethylphenol 

CsH.N  :  CeHjEtsOHEEt :  Et :  0H=4  : 6 :  6]. 
These  and  other  reactions  recall  those  of  tropine, 
which  has  a  dicylic  nucleus  with  a  nitrogen 
atom,  common  to  the  two  rings  and  all  the 
recent  formulae  assigned  to  cinchonine  and 
quinine  have  represented  the  '  second  half '  of 
the  molecule  by  such  a  structure  (see  von  Miller 
and  Eohde,  Ber.  1894,  27,  1187,  1279;  1895,  28, 
1056 ;  1900,  33,  3214 ;  Konigs,  J.  pr.  Chem. 
1900,  [ii.]  61,  1 ;  Annalen,  1906,  347, 143;  Babe, 
ibid.  1906,  360,  180 ;  Ber.  1908,  41,  62 ;  ibid. 
1909,364,330;  1909,365,363,366;  1910,373, 
85).  In  determining  the  exact  form  of  the 
'  second  half '  the  most  important  final  factors 
have  been  as  foUows : — 

1.  When  cinchonine  is  heated  with  acetic 
acid  it  is  converted  into  cincholoxine  (oinchoni- 
cine),  which  is  isomeric  with  cinchonine,  but 
behaves  as  a  secondary  base  and  contains  a 
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earbonyl  group.  Cinohotoxine  no  longer  pos- 
sesses the  ohaiacteristio  physiological  action  of 
oiaohonine,  but  is  highly  tozio.  Quinine  under 
similar  conditions  yields  quinotoxine. 

2.  On  careful  oxidation  with  chromic  acid 
in  presence  of  acetic  or  sulphuric  acid,  oinohonine 
'-'isHijON,  furnishes  a  new  base  einchonirume 
CnHjoONj,  which  contains  a  earbonyl  group, 
and  on  treatment  with  nitrous  acid  yields 
einchoninic  acid  (p.  672),  and  an  oxime  which 
on  hydrolysis  yields  meroquinenine  (p.  672) 
and  hydroxylamine,  Cinchonidine  also  yields 
cinchoninone,  whilst  quinine  and  quiuidine  yield 
the  same  quininone  (methoxyoinohoninone) 
(Rabe,  Ber.  1907,  40,"  3665;  1908,  41,  62; 
Annalen,  1909,  365,  363;  1910.  373,86;  1911, 
382,  365). 

On  the  basis  of  all  these  results  Babe  has  put 
forward  the  following  general  formula  for  this 
group  of  alkaloids — 

CHj— CH— CH-R 


N; 


X 


-CH(OH)-CH- 

4  3 


CH, 

I 

-N — 


CH, 


and 


The  numbered  carbon  atoms  are  asymmetric. 

In    cinchonine,    cinchonidine,    quinine,   ar 
quinidine  R=— CH  :  CHj. 

In  hydrocinchonine,  hydrocinchonidine, 
hydroquinine  and  hydroquinidine  R= — CHj-CH, 
(«eep.  674). 

Jn  cinchonine,  cinchonidine,  hydrocinchonine, 
and  hydrocinchonidine  a:=H. 

In  quinine  and  quinidine  and  their  hydro - 
bases  x— OMe. 

In  cupreine  a;=OH. 

The  following  formulae  represent  cinohotoxine 
and  cinchoninone  : — 

CH    N  — -CH 

Ch/^NcH  CH^  CHji-^H-CH :  CH^ 


CHk   A    iCH  OC— CHj  CH,!.     JCH, 

Cinohotoxine  (Rabe). 
CH 


CH; 

ch! 


CH    N 


CH 


CO— CH 


CH, 

!/• 
N 
Cinchoninone  (Rabe) 


Miscellaneous  cinchona  alkaloids. 

CInchonamine  CisHjiON,  is  contained  in 
Semijia  Purdieana  (Wedd.).  Crystals,  m.p.l84°- 
185°.  The  salts  are  crystalline.  The  nitrate  is 
remarkable  in  being  nearly  insoluble  in  dilute 
nitric  acid  (Amaud;  Bull.  Soo.  chim.  188,4,  [ii.] 
41,  590  ;  Hesse,  Annalen,  1884,  225,  218). 

Conquinamine  C„H,40,N,.  An  isomende 
of  quinamine  (p.  674),  with  which  it  occurs  in 
several  species  of  cinchona  bark,  especially  in 
C.  succirubra  (Bat.)  (Hesse,  Annalen,  1881,  209, 
C2  ;  Oudemans,  ibid.  1881,  209,  38). 

'properties.      Crystals,     m.p.     121°.      Very 

Vot.  y.—T. 


slightly  soluble  in  water.  Soluble  in  alcohol, 
chloroform,  or  ether.  Dextrorotatory.  The 
salts  are  crystalline  and  soluble  in  water. 

Cupreine  CisHjjOjN,  is  contained,  with 
quinine,  &o.,  in  the  bark  of  Semijia  pedunculata 
(Flueck.),  a  plant  closely  related  to,  although 
distinct  from,  the  cinchonas  (Paul  and  Cownley, 
Pharm.  J.  1884,  [iii.]  16,  221,  401  ;  Hesse, 
Annalen,  1886,  230,  57). 

Preparation.  The  total  alkaloids  of  cuprea 
bark  are  dissolved  in  dilute  sulphurio  acid,  the 
solution  is  exactly  neutralised,  when  the  sul- 
phates of  cupreine  and  quinine  crystallise  out. 
These  salts  are  dissolved  in  dilute  sulphurio  acid, 
and  precipitated  with  excess  of  soda,  which 
dissolves  the  cupreine  and  some  of  the  quinine. 
On  shaking  the  mixture  with  ether  the  quinine 
is  dissolved  by  it,  whilst  the  alkaline  solution 
contains  the  cupreine.  The  aqueous  liquid  is 
now  neutralised  with  dilute  sulphuric  acid  When 
the  cupreine  sulphatei  crystallises  out.  The  base 
is  obtained  by  precipitating  a  solution  of  the  re- 
crystallised  sulphate  with  ammonia.  The  pre- 
cipitated alkaloid  is  crystallised  from  its  solution 
in  boiling  ether  and  dried:  It  is  then  washed 
with  chloroform  and  finally  crystallised  from 
alcohol  (Hesse,  I.e.). 

Properties.  Prisms  with  2H20,  which  lose 
their  water  at  120°,  and  then  melt  at  198°. 
Slightly  soluble  in  ether  or  chloroform,  more 
soluble  in  alcohol.  Soluble  in  aqueous  soda  or 
potash  ;  less  soluble  in  aqueous  ammonia  ;  Isevo- 
rotatory  [a]„=—175*5°  in  dry  alcohol.    ITerrie 

chloride  produces  a  dark-green  colour,  and 
ammonia,  after  the  addition  of  chlorine  water, 
produces  the  green  coloration  known  as  the 
thalleloquin  reaction  (see  p.  667). 

Chipreine  possesses  both  acid  and  basic 
properties.  As  a  base  it  is  diacidic.  The 
neutral  salts  are  crystalline  solids ;  the  acid 
salts  are  colourless,  and  their  solutions  are  not 
fluorescent.  Cupreine  dissolves  in  aqueous 
alkalis  and  unites  with  bases  to  form  definite' 
compounds.  One  of  these  is  of  special  interest, 
viz.  that  produced  by  the  combination  of 
cupreine  with  quinine,  which  may  be  effected 
by  dissolving  equimolecular  proportions  of 
quinine  and  cupreine  in  dilute  sulphuric  acid, 
precipitating  with  ammonia,  and  crystallising 
from  ether.    This  compoiuid 

(Ci9H,a02N,-C2„H2j02N2,4HaO) 
was  first  obtained  from  the  total  alkaloids  of 
cuprea  bark,  and  was  thought  to  be  a  single 
alkaloid  '  homoquinine.'  The  substance  melts 
at  177°,  is  Isevorotatory,  and  dissolves  with 
difficulty  in  ether,  but  readily  in  alcohol.  It 
behaves  as  a  single  diacidic  base  and  forms  well- 
crystallised  salts  ;  the  normal  sulphate  is  fluores- 
cent in  acid  solution.  The  compound  may  be 
resolved  into  its  constituents  by  precipitating  the 
sulphate  with  excess  of  soda,  and  extracting  -Hith 
ether,  which  dissolves  some  of  the  quinine.  By 
repeating  the  process  a  number  of  times  the  two 
alkaloids  may  be  more  or  less  completely 
separated  (Howard  and  Hodgkin,  Ghem.  Soc. 
Trans.  1882,  41,  66 ;  Hesse,  Annalen,  1884,  225, 
98  ;  1884,  226,  242  ;  1885,  830,  72  ;  Paul  and 
Cownley,  "i.e.). 

For  the  methods  of  detecting  cupreine  in 
commercial  quinine  sulphate,  see  Quinine  (p. 
669).       On     methylation     cupreine     furnish -a 
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quinine,  which  is  its  methyji  ether  (for  formula, 
ece  p.  673). 

Hydrocinchonidine  CigHj^ONj,  also  Imown 
ttscinchamidine,  obtained  by  Forstand  Bohringer 
as  a  residue  in  the  oxidation  of  commeicial 
cinchonidine  sulphate  by  permanganate  (Ber. 
1881,  14,  1270 ;  1882,  15,  520 ;  Hesse,  ibid. 
1881,  14,  1683  ;  Annalen,  1882,  214,  1).  Hexa- 
gonal leaflets  from  dilute  alcohol,  m.p.'  229°- 
230°,  difficultly  soluble  in  ether,  attacked  with 
difficulty  by  permanganate.  For  formula,  see 
p.  673. 

_  Hydrocinchonine  CisHjjONj,  also  known  as 
'oinchotine,'  if-oinohonine,and  oinchonifine.oocurs 
in  commercial  pinchonine  sulphate,  from  which 
it  may  be  isolated  by  adding  potassium  iodide 
to  a  solution  of  the  hydrochlorides  when  hydro- 
cinchonine hydriodide  is  precipitated,  or  it  may 
be  obtained  through  the  platihiohloride,  which  is 
more  soluble  than  that  of  cinchonine.  Prisms, 
anhydrous,  m.p.  277-3°  (265°-267°,  Forst  and 
Bohringer,  Ber.  1881,  14,  436;  and  von  Arlt. 
Monatsh.  1899,  20, 425),  [a]jj= +204-5°  (-f  229-6° 

Jungfleish  and  Ldger,  Compt.  rend.  1901,  132, 
410,  828)  in  alcohol.  ■  The  salts  crystallise  well. 
The  alkaloid  is  closely  related  to  cinchonine  in 
constitution  (p.  673)  (Hesse,  Annalen,  1873, 
166,  256  ;  1879,  197,  362  ;  Konigs  and  Horlein, 
Ber.  1894,  27,  2292;  vou  Miller  and  Eohde, 
Ber.  1895,  28,  1063,  1075). 

Hydroquinidine  CaoHj.OaNj  occurs  in  the 
mother  liquors  from  which  quinidine  sulphate 
has  been  crystallised  and  can  be  separated 
from  quinidine  by  oxidising  the  latter  with 
permanganate.  Qrystals  with  2JHjO,  m.p. 
167° ;  readily  soluble  in  alcohol,  sparingly  in 
ether.  The  sulphate  B,H2S04,12H20  fluoresces 
blue  in  dilute  sulphuric  acid  and  gives  the 
thalleioquin  reaction  (p.  667).  Like  hydro- 
quininp,  hydroquinidine  is  not  readily  oxidised 
by  permanganate  (Forst  and  Bohringer,  Ber. 
1881,  14,  1954 ;  1882,  15,  520,  854 ;  Hesse, 
.  ihii.  1882,  15,  3010  ;•  Annalen,  1888,  243,  146). 

Hydioquinine  C.oHjcOjNj  occurs  in  cinchona 
bark  and  is  almost  invariably  prespnt  in  small 
quantity  in  modem  commercial  quinine  sulphate. 
It  can  be  prepared  from  this  latter  source  by  re- 
crystallising  the  quinine  sulphate  from  water 
when  the  more  soluble  hydroquinine  salt  re- 
mains in  the  mother  liquors,  together  with  the 
sulphates  of  other  cinchona  alkaloids  (p.  669). 
The  mother  liquors  are  then  treated  with  per- 
manganate solution  until  a  permanent  red  tint 
is  produced.  From  the  ffitrate  hydroquinine 
can  be  recovered  by  adding  alkali  and  shaking 
out  with  ether.  It  is  precipitated  by  alkalis 
either  in  amorphous  form  or  in  a  crystalline  form 
(with  2H2O)  depending  on  the  conditions. 

Properties.  Needles  from  chloroform,  m.p. 
J72°,  Isevorotatory,  readily  soluble  in  most 
organic  solvents,  sparingly  in  water.  Like 
quinine  it  forms  3  series  of  salts ;  the  neutral 
sulphate  Bj.HjSOj,  6  or  8HjO ;  and  the  acid 
sulphate  B.HjSOj.SHjO  are  crystalline,  but  the 
disulphate  B,2H2S04  is  amorphous. 

Reactions  and  conslitviion.  Hydroquinine 
closely  resembles  quinine  in  reactions ;  it 
fluoresces,  blue  in  dilute  sulphuric  acid  solution, 
gives  the  thalleioquin  reaction  (p.  667),  and 
yields  a  compound  analogous  to  *  herepathite ' 
(p.  667),  and  possessing  similar  properties, 
it  also  forms  addition  products  with  various 


organic  substances,  including  cnpreincj  (p.  673). 
Unlike  quinine,  it  is  not  readily  oxidised  by 
permanganate,  Hydroquinine  is  qlpsely  related 
to  quinine,  but  is  isomeric,  not  identical  with 
the  dihydroquinine  obtained  by  the  reduction  of 
quinine  (Hesse,  Ber.  1882,  15i  854 ;  Annalen, 
1887,  241,  255,  273,  279;  Pum,  Monatsh.  1895, 
16,  72).  For  estimation  of  hydroquinine  in 
commercial  quinine  sulphate,  see  p.  669. 

Quinamine  CijHjiOjNj.  An  alkaloid  found 
by  Hesse  in  G.  suecinibra  (Pau.)  bark,  and 
in  small  quantity  in  many  other  cinchona 
barks,  but  notably  in  G.  Ledgeriana  (Hesse, 
Annalen,  1873,  166,  266  ;  Ber.  1877,  10,  2157). 

Preparation,  The  total  alkaloids  are  dis- 
solved in  dilute  sulphuric  acid,  and  the  solution 
neutralised  with  ammonia.  The  quinine  and 
cinchonidine  are  removed  by  precipitating  the 
liquid  with  a  strong  solution  of  Eochelle  salt, 
and  the  filtrate  is  then  precipitated  with  soda. 
The  washed  precipitate  is  extracted  with  ether, 
whidi  dissolves  the  quinamine.  The  alkaloid 
thus  obtained  is  purified  by  re-extracting  it 
with  dry  ether  and  crystallising  the  ethereal 
residue  from  alcohol.  The  alkaloid  is  finally 
purified  by  conversion  into  the  nitrate,  which 
is  re-crystallised  from  water,  and  the  alkaloid 
regenerated  from  the  pure  salt  (Hesse,  I.e. ; 
Oudemans,  Annalen,  1879,  197,  50). 

Properties.  Long  silky  anhydrous  needles; 
m.p.  172°.  Slightly  soluble  in  cold  water; 
very  soluble  in  boiling  .alcohol,  ether,  benzene 
OB   light    petroleum.       Dextrorotatory   [a]  = 

+93-4°  in  chloroform.  Quinamine  is  coloured 
yellow  by  warm  sulphuric  acid,  and  orange  by 
nitric  acid.  The  salts  are  crystalline,  and  soluble 
in  water. 

Rheadine  Cg  jH,  lO  ,N.  Colourless  needles,  m.p. 
245°-247°  (Pavesi).  Occurs  in  red  poppy,  also  in 
opium  poppy,  opium,  and  P.  hybridum  (Linn.). 
Not  poisonous.  On  treatment  with  acids  it  is. 
converted  into  rheagenine,  m.p.-  235°  (Hesse,  ibid. 
1866,  140,  146  ;  Pavesi,  Chem.  Soc.  Abstr.  1906, 
00  ii.  483).  Papaver  dubium  (Linn.),  according 
to  Pavesi  (Chem.  Soc.  Abstr.  1905,  88,  [i.]  368 ; 
1907,  92,  [i.]  870),  contains  aporeine  CijHuOjN, 
amorphous ;  yielding  crystalline  salts.  Aporeine 
exercises  in  frogs  a  tetanising  action  similar  to 
that  of  thebaine. 

Bicinine  0  jHgO  jN^  occurs  in  castor  seed  and  in 
young  castor  seedlings  (iJtci»«i communis  [Linn.]) 
along  with  the  toxalbumin  '  ricin.'  Crystallises 
from  water  or  alcohol  in  rectangular  prisms  or 
tablets,  m.p.  201°,  sublimes  without  decomposi- 
tion, and  is  optically  inactive.  It  is  precipitated 
by  mercuric  chloride  or  iodine  solution,  but 
not  by  the  other  usual  alkaloidal  reagents  (Tuson, 
Chem.  Soc.  Trans.  1864,  17,  195 ;  Soave,  Chem. 
Zentr.  1895,  i.  853;  Evans,  J.  Amer.  Chem. 
Soc.  1900,  22,  39).  On  hydrolysis  by  alkalis  it 
yields  1  mol.  each  of  methyl  alcohol  and  ricininio 
acid  CjHjO^Ns  (brilliant  slender  needles  decom- 
posing at  320°) ;  the  latter  when  heated  with 
hydrochloric  acid  at  150°  decomposes  forming 
carbon,  dioxide,  ammonia,  and  hydroxymcthyl- 
pyridone  hydrochloride,  whence  Maquert-e  and 
PhUippe  (Compt.  rend.  1904,  138,  60G ;  139, 
840)  assign  the  following  constitution  to  licinine 
/C(C02Me):Cv 
Me-N<  I  >N 

X!H=CH-(y; 
KiciDlne  (Maquenne  and  Philippe), 
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Rubljervine.  See  Cevadine  and  the  Veralrum 
alkaloids  (p.  644). 

Sabadllllne,  Sabadlne,  and  Sabadinine.  See 
Cevadine  and  the  Vetatrum'alkaloids  (p.  644). 

Sanguinaiine  CsoHijO^H  occurs  in  Bangui- 
naria  canadensis  (Idnn.)  and  other  papaveraceous 
plants  (Rscher,  Arch.  Pharm.  1901,  239,  409, 
421;  and  Schmidt,  tit(2.  395).  It  is  a  colourless, 
optically  inactive,  crystalline  monacidio  base, 
m.p.  212°,  forming  red  crystalline  salts  (Kouig, 
Chem.  Soo.  Abstr.  1891,  i.  843).  Exerts  a  narcotic 
action,  but  causes  tetanus  and  excitement. 

Scopolamine.    See  under  Atropine  (p.  639). 

SENECIFOLrNE  AND  THE  ALKALOIDS  OF  SeNECIO 
SPP. 

Of  the  various  species  of  Senecio  only  three 
have  been  examined  so  far,  viz.  Senecio  latifolius 
(Banks  and  Soland.)  of  South  Africa,  S. 
Jacobaea  (Linn.)  (ragwort),  and  S,  vulgaris 
(Linn.)  (groundsel),  which  are  cosmopolitan  in 
distribution.  The  two  first-named  plants  are 
poisonous  and  cause  hepatic  cirrhosis  in  cattle 
and  horses  in  South  Africa,  Canada,  and  New 
Zealand  (Bull.  Imp.  Inst.  1911,  9,  346). 

SenecUoline  CigHj^OgN  was  isolated  from  S. 
laiifolius  (Banks  and  Soland.)  by  Watt  (Chem. 
Soc.  Trans.  1909,  95,  466).  It  crystallises  in 
colourless,  rhombic  plates,  m.p.  194°-195°, 
[o]  +28°  8'  in  alcohol,   and  is  soluble  in  ether 

or  chloroform,  insoluble  in  water  or  light  petro- 
leum. The  salts  crystallise  well  and  are 
laevorotatory.  On  hydrolysis  by  heating  an 
aqueous  solution  of  the  sulphate  with  alkali  the 
alkaloid  furnishes «en€ci/oZtntne  CjHjjOjN  (which 
is  very,Boluble  in  water  and  yields  a  hydro- 
chloride crystallising  in  rhombic  prisms,  m.p. 
168'^  [o]p— 12°  36') and  senecifolic  acid  CioHi.O,, 

m.p.  198°-199°,  [B]jj-f28°  22',  crystallising  in 

six-sided  plates. 

Senecifolidine  CtgH^sO  ,N  accompanies  seneci- 
foline  in  S.  latifolius  (Banks  and  Soland.).  It 
forms  rhombic  plates,  m.p.  212°,  [o]  — 13°  56' 
in  alcohol.     Salts  crystalline. 

Senecifoline  and  senecifolidine  are  both 
poisonous  ;  when  given  in  large  doses  they  affect 
the  central  nervous  system  like  convulsive 
poisons,  and  in  smaller  doses  produce  haemor- 
rhage, which  may  occur  in  any  organ,  but  is 
constant  in  the  liver  and  is  nearly  always  present 
in  the  stomach  and  bowels.  Extracts  of  S. 
vulgaris  produce  similar  results  (Oishny,  Proc. 
Roy.  Soc.  1911,  B,  84,  188). 

Senecionine  Ci,H2  50,N  was  isolated  by 
Grandval  and  Lajoux  from  Senecio  imports  (Linn.) 
(the  common  groundsel).  It  crystallises  in 
rhombic  plates,  has  [a]  —80-49°  in  chloroform, 
furnishes  amorphous  salts,  and  is  bitter.  It  is 
accompanied  by  Senecine,  which  yields  a 
sparingly  soluble  acid  tartrate  (Compt.  rend. 
1895,  120,  1120).  From  Cushny's  preliminary 
observations  on  Senecio  uuig'am  recorded  above, 
the  alkaloids  of  this  plant  would  appear  to 
resemble  senecifoline  and  senecifolidine  in 
physiological  action. 

Septentrlonaline.  See  under  Aconitine  (p. 
634). 

Slnalbine  CjoH^OuNjSj,  first  isolated  by 
Will  and  Laubenheimer  from  white  mustard  seed 
(Annalen,    1879,    199,    162).    Crystallises   with 


SHjO,  m.p.  83°-S4*;  anhydrous,  tti.p.  139°. 
LsBvorotiitory  (Gadamer,  Apoth.  Zeit.  1896,  11, 
762 ;  Arch.  Pharm.  1897, 235, 44, 570).  Sinalbine 
is  one  of  a  series  of  closely  related  glucosides  from 
plants  belonging  to  the  Craciferce,  e,g,  sinigrin 
(potassium  myronate),  gluconasturtiin,  and 
glucotropseolin,  all  of  Which  on  hydrolysis  by 
enzymes  furnish  dextrose,  a  mustard  oil 
(alkylthiocarbimide)  and  a  third  substance.  In 
the  case  of  sinalbine  the  third  substance  is  the 
alkaloid  Sinapine  {see  below),  whilst  in  the 
three  other  glucosides  mentioned  it  is  potassium 
hydrogen  sulphate.  According  to  Gadamer  {I.e.) 
sinalbine  is  hydrolysed  into  p-hydroxybenzyl- 
thiocarbimide,  dextrose,  and  sinapine  hydrogen 
sulphate,  and  has  the  following  constitution,  in 
which  the  dotted  lines  show  the  residues  of  the 
three  components. 

HO-C,H,N :  C(S  j  C.HnOj)  1 0-SOj-0-NMe,-CF, 

•CHj-OCO-CH :  dH-CeHj(OH)(OMe),. 

Sinapine  CjjHjjOjN  occurs  in  white  mustard 
seed  from  which  it  may  be  isolated  by  ex- 
traction with  alcohol  and  precipitation  as  the 
thiocyanate,  m.p.  176°,  which  is  stable,  though 
the  alkaloid  itself  is  so  unstable  that  it  cannot 
be  kept  in  the  free  state.  It  is  an  ester  of 
choline  and  sinapic  acid,  and,  acSording  to 
Gadamer,  has  the  following  constitution — 

MeO 
HO^~V-CH :  CHCOO  |  CHj-CHjj-NMcsOH 

MeO~ 

Sinapic  acid  residue.  Choline  residue.  . 

Sinapine. 

The  acid  sulphate  B-H2S04,3H20  forms  rect- 
angular leaflets,  m.p.  127°.     The  chief  papers 
relating  to  this  alkaloid  are  as  follows  :    von 
Babo  and  Hirschmann,  Annalen,  1852,  84,  10 
Will  and  Laubenheimer,  ibid.  1879,  199,  162 
Bemsen  and  Cole,  J.  Amer.  Chem.  1884,  6,  62 
and  Gadamer,  Arch.    Pharm.   1897,    235,  44, 
570  ;  Apoth.  Zeit.  1896,  11,  752). 

Solanine.  This  name  was  first  applied  by 
Desfosses  (B.  J.  1820,  2,  114)  to  a  base  isolated 
from  Solanum  nigrum  (Linn.),  and  subsequently 
from  Solanum  Dulcamara  (Linn.),  arid,  later  on, 
from  other «o2anac€ou«plants,including  potato  and 
tomato  plants.  The  composition  and  the  homo- 
geneityof  solanine  fromdifferent  sources  have  not 
yet  been  ascertained  beyond  doubt,  but  it  seems 
likely,  as  Firbas  has  stated  (Monatsh.  1889,  10, 
641),  that  at  least  two  substances  of  this  type  are 
present  in  these  various  plants,  viz.  solanine 
and  solaneine,  and  these  may  be  accompanied 
by  solanidine,  a  basic  decomposition  product 
of  solanine.  All  authorities  are  agreed  that 
solanine  is  an  alkaloidal  glucoside,  but  there  is 
good  reason  to  believe  that  the  substances  from 
difierent  plants  that  have  been  named  solanine 
are  not  all  identical.  The'  principal  recent 
papers  relating  to  solanine  and  the  related 
substances  are  Cazeneuve  and  Breteau,  Compt. 
rend.  1899,  128,  887 ;  Schulz,  Zeit.  Zuck-Ind. 
Bohm.  1900,  25,  89 ;  Sage,  Pharm.  J.  1902,  [iv.l 
14,  174  ;  Davis,  ibid.  1902,  [iv.]  16,  160  ;  Oddo 
and  collaborators,  Gazz.  chim.  ital.  1906,  36,  i. 
27;  1906,  36,  i.  310;  1911,  41,  i.  490; 
Atti.  R.  Acoad.  Lincei.  1906,  [v.J  16,  ii.  312 ;  1907, 
[v.]  16,  ii.  683;  Wittmann  (Monatsh.  1906,  26, 
446 ;    Romeo,  Gazz,  chim.  ital.   1906,  36,  ii, 
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579.  Oddo  deala  chiefly  with  solanine-S 
(C2,H4,08N)  jHjO,  m.p.  275°-280°,  from  Solanum 
aodortKBum  tabeis,  which  he  regards  as  distinct 
from  potato-solanine  CjjHjiOuN,  m.p.  262°. 

Sparteine  CijHjgNj,  a  liquid  alkaloid  ob- 
tained from  broom  {Oytisiis  ecoparius  (Link.)  or 
Spartiumscoparium[LinTi.'\)  (Stenhouse,  Annalen, 
1851,  78,  15 ;  Mills,  ibid.  1863,  125,  71) ;  subse- 
quently shown  to  be  identical  with  lupinidine  from 
yellow  lupin  seeds  {L.  luteus)  by  Willstatter  and 
Marx  (Ber.  1904,  37, 2351).  It  may  be  obtained 
from  broom  tops  by  extraction  with  very  dilute 
sulphuric  acid,  concentration  of  the  extract  and 
steam-distillation  of  the  residue,  after  addition 
of  alkali.  The  crude  alkaloid  may  be  purified 
by  distillation  in  a  current  of  hydrogen. 

Properties.  A  colourless  liquid,  sp.gr.  1-034 
at  0°,  b.p.  188°  under  18-5  mm.,  or  325°  in  a 
current  of  hydrogen  under  754  mm.  pressure 
(Moureu  and  Valeur,  Compt.  rend.  ,1903,  137, 
194),  180-5°  under  18  mm.  (W.  and  M.  I.e.). 
Slightly  soluble  in  water,  soluble  in  alcohol, 
ether,  or  chloroform ;  insoluble  in  light  petro- 
leum or  benzene.  The  aqueous  solution  is  alka- 
line and  very  bitter,     [a]  =—14-6°  in  alcohol 

(Bamberger,  Annalen,  1886,  235,  368),  —16-42° 
(M.  and  V.  I.e.)  at  20°.  Sparteine  is  a  diacidic 
base,  which  forms  difficultly  crystallisable  salts. 
The  alkaloid  and  its  salts  are  toxic.  F.  also  p.  101. 
Reactions  and  conetitidion.  Sparteine  be- 
haves towards  allcyl  iodides  as  a  ditertiary 
diamine  but  contains  no  methyl  linked  to  N 
(Herzig  and  Meyer,  Monatsh.  1894,  15,  613; 
1895,  16,  599  ;  M.  and  V.  l.e.).  It  furnishes  no 
reduction  products,  and  is,  unaffected  by  per- 
^manganate.  Sparteine  reacts  with  methyl 
iodide  to  form  two  monomethiodides,  which  are 
regarded  as  stereoisomerides.  On  '  exhaustive 
methylation '  sparteine  furnishes  hemisparteilene 
CijHjsN  and '  trimethylamine  and  finally  spar- 
teilene  CisH^o.  On  oxidation  with  chromic  acid 
it  yields  spartyrine  C,5Hs4N2,  and  eventually 
oxysparteine  CijHjiONj.  From  these  and  other 
data  Moureu  and  Valeur  (Cdmpt.  rend.  1905, 
141,  261,  328)  have  assigned  the  following 
formula  to  sparteine — 

CHj CH,        CHj CH, 

1_  I  I 

CH-OH.-CH.-N 


I 
-CH, 


N-CH,-CH,-CH 

■        I  I  I 

CHj, CH-CSj-CH- 

Spartelne. 

The  principal  papers  relating  to  sparteine  are  as 
foUows  :  Ahrens,  Ber.  1887,  20,  2218  ;  1888,  21, 
825;  1891,  24,  1095;  1892,  25,  3607;  1893, 
26,  3035;  1897,  30,  195;  Moureu  and  Valeur, 
Compt.  rend.  1903,  137,  194 ;  1905,  140,  1601, 
1645;  141,  49,  117,  261,  328;  1907,  145,  815, 
929,  1184,  1343;  1908,  146,79;  1911,  152,  386, 
627;  1912.  154,  309;  Bull.  Soc.  chim.  1909, 
[iv.]  6,  31,  37,  40 ;  Wackemaeel  and  Wolfifen- 
stein,  Ber.  1904,  37,  3238  ;  WiUstatter  and  col- 
laborators, ibid.  1904,  37,  2351  ;■  1905,  38,  1772. 
Stachydrlne  C,H,,02N occurs  with  glutamine, 
'tjrrosine  and  other  amino  acids  in  the  tubers  of 
Staehys  ivberifera  (von  Flanta  and  Schulze, 
Ber.  1890,  23,  1699 ;  1893,  26,  939) ;  and  in 
orange  leaves  (Jahns,  ibid.  1896,  29,  2065) ; 
Schulze  and  Trier,  Zeitsoh.  physiol.  Ohem.  1910, 
67,  59).  It  crystallises  from  alcohol,  on  adding 
ether,  in  hygroscopic  crystals  with  IHjO  m.p. 


210°  (dry)  and  yields  crj-stalline  salts ;  auri. 
chloride  B-HCl-AuClj  rhombic  leaflets  m.p, 
225°.  The  base  is  neutral  and  optically  inactive. 
Schulze  and  Trier  (ibid.  1909  69,  233)  have 
assigned  to  it  the  following  formula — 

yCfia-CH-CO,^  ^CH.-CH-COjMe 


CH, 


^n 


CHa-NMej-^  '  X!Hj-KMe 

Staohydrine  (Schulze  and  Trier).  Methyl  hygrinate. 
which  receives  support  from  its  conversion  into 
methyl  hygrinate  on  distillation  (Trier,  l.o.  1910, 
67,  324),  and  its  synthesis  by  treating  ethyl 
hygrinate  methiodide  with  silver  oxide  (S.  and  T. 
Ber.  1909,  42,  4654  ;  cf.  Engeland  Arch.  Pharm. 
1909,  247,  463).    See  also  p.  149. 

Staphisagroine  and  Staphisagroidine.  See 
under  Delphinine  (p.  651). 

Strychnine  and  the  Strychnos  ALKALorns 
(see  also  Ntjx  Vomica,  vol.  iii.  p.  719). 

Strychnine  CjiHjsOjN:,  the  principal  alkaloid 
of  Strychnos  Nux-vomica  (Linn.),  jS.  Ignatii 
(Berg.),  S.  colvhrina  (Lirm.),  8.  TieuU  (Lesoh.), 
and  bther  Strychnos  spp.  The  nearly  allied 
alkaloid  brucine  usually  occurs  with  strychnine 
in  these  plants,  but  iS.  Rheedei  contains  brucine 
only.  The  seeds  of  the  first  two  alone  are  used 
as  sources  of  strychnine.  Strycluiine  was  dis- 
covered by  Pelletier  and  Caventou  in  1817. 
The  seeds  of  S.  Nux-vomica  vary  in  the  amount 
of  total  all^aloid  (strychnine  and  brucine)  they 
contain.  As  little  as  1  p.c.  has  been  found,  and 
as  much  as  5  p.c.  in  the  seeds  of  the  Ceylon 
nux-vomica.  About  one-third  of  the  total 
alkaloid  is  strychnine  and  two-thirds  brucine 
(Dunstan  and  Short,  ibid.  1882-1883,  [iii.]  13, 
1053 ;  1884-1885,  15,  1).  The  total  alkaloids 
from  the  seeds  of  S.  Ignatii  are  richer  in  strych- 
nine than  those  of  S.  Nux-vomica.  The  leaves 
of  8.  Nux-vomiea  contain  strychnicine,  needles, 
m.p.  240°  (van  Boorsma,  Bidl.  Inst.  hot.  Buit. 
1902, 14,  3). 

Preparation.  The  following  process  may  be 
used  for  the  extraction  of  strychnine  and  brucine 
from  the  seeds  of  S.  Nux-vomica  or  8.  Ignatii 
(see  also  Nux  Vomica).  The  finely-powdered 
seeds  are  made  into  a  paste  with  water  and 
one-fourth  of  their  weight  of  slaked,  lime.  The 
mixture  is  thoroughly  dried  on  the  water-bath 
and  the  dry  mass  finely  powdered.  The  alka- 
loids are  now  dissolved  ^rom  it  by  hot  percola- 
tion with  a  suitable  solvent  famyl  alcohol, 
benzene,  or  chloroform)  in  an  extraction  appa- 
ratus. The  solvent  is  shaken  with  dilute  sul- 
phuric acid,  which  removes  the  alkaloids  as 
sulphates.  These  salts  may  be  crystallised  from 
the  neutral  solution,  or  ijie  alkaloids  may  be 
regenerated,  and  the  mixture  (strychnine  and 
brucine)  extracted  with  dilute  (25  p.o.)  alcohol, 
which  dissolves  the  brucine,  and  leaves  nearly 
the  whole  of  the  strychnine  undissolved.  It  is 
purified  by  recrystallisation  from  alcohol. 

Properties.  Rhombic  prisms,  m.p.  268° 
(Loebisch  a,nd  Schoop,  Monatsh.  1885, 6, 858).  At 
higher  temperatures  some  of  the  alkaloid  sub- 
limes unchanged.  According  to  Loebisch  (I.e.), 
the  alkaloid  distils  without  decomposition  at  270° 
under  5  mm.  pressure.    Lsevorotatory,  [o]_— 36" 

in  neutral  salts  (Tykociner,  Bee.  trav,  chim. 
1882,  1,  46).  Very  slightly  soluble  in  water 
(1  in  6667,  at  15°  j    1  in  2500  at  100°).    The 
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aqueous  solution  is  alkaline,  and  even  when  largely 
diluted,  has  a  peisistent  bitter  taste;  the 
bitterness  is  perceptible  in  a  solution  containing 
1  part  of  strychnine  in  700,000  parts  of  water. 
The  alkaloid  is  sparingly  soluble  in  absolute 
alcohol  (0-302  in  100  at  8-25°),  ether  (1  in 
5500  at  25°),  but  is  dissolved  by  chloroform  (1 
in  6),  benzene  (1  in  150  at  25°),  amyl  alcohol 
(1  in  180  at  25°),  or  90  p.c.  alcohol  (1  in  170). 

Strychnine  is  a  violent  poison,  giving  rise  to 
tetanic  spasms,  owing  to  the  greatly  increased 
excitability  of  the  spinal  cord.  Half  a  grain  of 
the  alkaloid  has  proved  fatal  to  man. 

Strychnine  is  a  monacidic  base  :  its  salts  are, 
as  a  rule,  crystalline  and  soluble  in  water.  The 
hydrochloride  B-HC1,2H20  forms  small  colour- 
less prisms,  and  is  soluble  in  35  parts  of  cold 
water ;  the  nitrate  B-HNO,  forms  colourless, 
glancing  prisms,  and  is  soluble  in  80  parts  of 
water  at  18°-19°;  the  sulphate  Bj-HjS04,5HjO 
forms  colourless  prisms,  soluble  in  SI  parts  of 
water  at  25°.  All  the  salts  are  neutral  in 
aqueous  solution. 

Reactions  and  Detection.  Strychnine,  which  is 
one  of  the  most  stable  of  alkaloids,  is  not  coloured 
by  sulphuric  acid,  and  gives  at  most  only  a  yellow 
coloration  with  nitric  acid.  It  may  be  heated 
to  100°  with  sulphuric  acid  without  being 
appreciably  affected.  When  brought  into  con- 
tact with  certain  oxidising  agents  it  exhibits  a 
striking  colour  reaction,  which  is  generally 
relied  on  for  its  detection.  If  the  alkaloid  is 
dissolved  in  a  drop  of  strong  sulphuric  acid, 
and  a  small  piece  of  potassium  dichromate, 
manganese  dioxide,  cerio  oxide,  or  potassium 
permanganate  is  stirred  into  the  mixture,  a 
play  of  colours  is  observed,  beginning  with  blue, 
which  gradually  passes  through  violet  and  red 
to  yellow  (Marchand,  J.  Fharm.  Chim.  [iii.] 
4,  200).  The  only  other  alkaloids  which  behave 
exactly  like  strychnine  in  this  respect  are  curarine 
and  gelsemine.  Several  alkaloids,  however,  give 
a  somewhat  similar  colour  reaction,  but  most  of 
these  are  coloured  by  sulphuric  acid  alone,  and 
may  thus  be  readily  distinguished  from  strych- 
nine. The  presence  of  foreign  organic  com- 
pounds frequently  obscures  the  colour,  and  the 
alkaloid  to  -be  tested  must,  therefore,  first  be 
isolated  in  a  nearly  pure  state,  and  separated, 
as  far  as  possible,  from  any  other  alkaloid  that 
may  be  present.  This  colour  reaction  cannot  be 
obtained  in  the  presence  of  much  brucine,  the 
.  alkaloid  which  accompanies  strychnine  in  the 
plant,  since  it  gives  a  deep-red  coloration 
when  oxidised  which  obscures  the  play  of  colours 
produced  by  the  strychnine.  This  alkaloid  may, 
however,  be  removed  by  oxidation  with  dilute 
nitric  acid,  the  strychnine  being  recovered  from 
the  acid  liquid  by  adding  ammonia  and  extract- 
ing with  chloroform  (Shenstone,  Fharm.  J. 
1877-1878,  [iii.]  8,  445 ;  Hanriot,  Compt.  rend. 
1883,  97,  267),  or  the  mixed  alkaloids  may  be 
washed  with  chlorine  water,  when  the  bruoine 
is  converted  into  the  soluble  dichlorobrucine, 
which  dissolves,  leaving  a  residue  of  strychnine 
(Beckurts,  Arch.  Pharm.  1890,  228,  326).  In 
toxicology,  where  traces  of  impurity  in  the 
alkaloidal  residue  would  give  rise  to  darkening 
when  the  sulphuric  acid  is  added,  the  residue 
may  be  moistened  with  the  strong  acid  and 
heated  on  the  water-bath  until  the  impurity  is 
bumj.letely  decomposed ;    water  is  then  added, 


and  the  strychnine  recovered  by  adding  ammonia 
and  extracting  with  chloroform. 

Estimation  of  total  alkaloids.  For  the 
estimation  of  the  total  alkaloids  in  nux  vomica, 
Ignatius  beans,  &c.,  and  in  the  medicinal  pre- 
parations made  from  these  plants  the  following 
processes  have  been  devised. 

For  the  seeds  of  S.  Nux-vomica  or  S.  Ignatii 
5  grms.  of  the  seeds  dried  at  100°,  and  finely 
ground,  are  exhausted  of  alkaloidal  salts  by  hot 
percolation  in  an  extraction  apparatus  with 
chloroform,  to  which  has  been  added  25  p.c.  by 
volume  of  alcohol.  The  solution  is  mixed  vrith 
about  half  its  volume  of  dilute  sulphuric  acid 
(5  p.c.)  and  well  shaken.  The  mixture  separates 
into  two  layers,  the  alkaloids  being  in  the  upper 
aqueous  layer  and  the  colouring  matter,  &c., 
in  the  lower  layer  of  chloroform.  When  the 
alkaloidal  salts  have  been  completely  removed 
from  the  chloroform  by  a  repetition  of  this 
process,  the  solution  of  the  acid  sulphates  of 
strychnine  and  brucine  is  made  alkaline  with 
ammonia,  and  extracted  with  chloroform  until 
the  alkaloids  are  removed.  The  alkaloidal 
residue  left  by  the  evaporation  of  the  chloroform 
is  dried  at.  100°  and  weighed  (Dunstan  and  Short, 
Pharm.  J.  1882-1883,  [iii.]  13,  665,  1053). 

For  the  tincture  of  nux  vomica  50  c.o.  of  the 
tincture  are  evaporated  almost  to  dryness  on 
the  water-bath.  The  residue  is  dissolved  in 
dilute  sulphuric'acid,  and  to  the  clear  acid  liquid, 
ammonia  is  added  in  excess,  and  the  alkaloid 
removed  by  shaking  with  chloroform.  The 
residue  of  alkaloid  left  by  the  evaporation  of  the 
chloroform  is  dried  at  100°  and  weighed  (Dunstaii 
and  Short,  Pharm.  J.  1883-1884,  [iii.]  14, 
292). 

For  the  liquid  extract  of  nux  vomica,  10  c.c. 
is  evaporated  nearly  to  dryness  at  100°  and 
dissolved  in  about  60  c.c.  of  6  p.c.  aqueous 
sodium  carbonate,  and  the  liquid  twice  extracted 
with  half  its  volunje  of  chloroform.  The  solu- 
tion of  the  alkaloid  in  chloroform  is  shaken 
with  half  its  volume  of  dilute  sulphuric  acid, 
and  the  chloroform,  which  contains  fat  and 
resin,  removed.  The  clear  acid  liquid  is  made 
alkaline  mth  ammonia,  and  the  alkaloid  ex- 
tracted with  chloroform.  The  solution  of  the 
alkaloids  in  chloroform  is  evaporated,  dried  at 
100°,  and  weighed  (Dunstan  and  Short,  Pharm. 
J.  1883-1884,  [iii.]  14,  621). 

Estimation  of  strychnine.  The  alkaloid  ob- 
tained by  all  these  processes  is  a  mixture  of 
strychnine  and  brucine.  The  two  alkaloids 
possess  very  similar  properties,  and  are  not  easy 
to  separate.  On  the  large  scale  an  approximate 
separation  may  be  effected  by  extracting  the 
residue  with  d&ute  alcohol  (25  p.c.  by  volume), 
which  readily  dissolves  the  brucine  but  only 
traces  of  the  strychnine. 

For  quantitative  purposes  advantage  may 
be  taken  of  the  great  difference  in  the  solubilities 
of  the  ferrooyanides  of  strychnine  and  bruoine ; 
the  strychnine  salt,  being  very  slightly  soluble 
in  water,  separates  from  dilute  acidified  solutions 
as  a  characteristic  granular  precipitate,  whilst 
the  brucine  ferrocyanide,  being  readily  soluble 
in  water,  does  not  separate  except  from  con- 
centrated solutions.  When  both  alkaloids  are 
present  the  separation  is  not  quite  so  sharp  as 
might  be  anticipated,  but  it  has  been  proved 
that  sufficiently  accurate  results  for  ordinary 
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analytical  purposes  may  bo  obtained,  if  the 
following  (Erections  are  adhered  to  (Dunstan 
and  Short,  Pharm.  J.  1883-1884,  [ui.]  14,  621  ; 
c/.  Carr  and  Wright,  ibid.  1900,  [iv.]  11,  82). 
Any  quantity  less  than  0-2  grm.  of  the  mixed 
alkaloids  (the  British  Pharmacopceia,  1898,  uses 
the  total  alkaloid  from  10  c.c.  of  the  liquid 
extract  or  from  100  c.c.  of  the  tincture  of  nux- 
vomica)  is  dissolved  in  about  10  c.c.  of  dilute 
sulphuric  acid  (5  p.c.  by  volume).  The  solution 
is  diluted  with  water  to  about  175  c.c,  and 
finally  made  up  to  200  c.c.  with  5  p.c.  aqueous 
potassium  ferrocyanide.  The  liquid  is  stirred 
occasionally,  and  allowed  to  stand  for  about 
6  hours,  by  which  time  the  strychnine  ferro- 
cyanide will  have  separated  as  a  white  granular 
precipitate.  The  precipitate  is  collected  and 
washed  Avith  water ,  just  acidified  with  sul- 
phuric acid  until  the  washings  are  scarcely 
bitter.  Since  strychnine  ferrocyanide  is  difficult 
to  dry  without  decomposition,  the  moist  salt  is 
decomposed  by  the  addition  of  ammonia  solution, 
in  which  it  is  oo'mpletely  soluble.  The  alkaline 
liquid  is  twice  extracted  with  chloroform,  which 
removes  the  strychnine.  The  solution  in 
chloroform  is  evaporated  on  the  water- bath  to  a 
small  volume,  the  remainder  of  the  chloroform 
spontaneously  evaporated,  and  the  residue  finally 
dried  in  a  covered  dish  (to  avoid  loss  by  spurting) 
and  weighed.  The  brucine  may  be  estimated 
by  difference,  or  it  may  be  dissolved  from  the 
filtrate  and  washings,  made  alkaline  with 
ammonia,  by  shaking  with  chloroform,  separating, 
evaporating,  and  weighing  in  the  usual  manner. 
The  British  Pharmacopoeia,  1898,  requires  that 
tincture  of  nux-vomioa  and  liquid  extract  of 
nux-vomica  shall  contain  024  to  026  grm.  and 
1-5  grms.  of  strychnine  in  100  c.c,  respectively, 
when  assayed  by  the  above  process. 

Beckurts  and  Hoist  (Arch.  Pharm.  1887, 
[iii.]  25,  313)  have  proposed  to  apply  this  method 
volu  metrically. 

A  method  of  separation  depending  on  the 
greater  solubility  of  brucine  picrate  has  also 
been  proposed  (Gerook,  ibid.  1889,  [iii.]  27, 
158).  Keller  has  suggested  a  method  for  the 
estimation  of  strychnine  in  presence  of  brucine 
depending  on  the  readiness  with  which  the 
latter  alkaloid  can  be  destroyed  by  dilute  nitric 
acid,  and  modifications  of  this  have  been 
advocated  by  Stoeder  (Ned.  Tijd.  Ph.  1899,  11, 
1),  Gordin  (Arch.  Pharm.  1902,  240,  641), 
Howard  (Analyst,  1905,  30,  261),  and  Reynolds 
and  Sutcliffe  (J.  Soo.  Chem.  Ind.  1906,  25, 
512). 

Brucine  CjaHj.OjNj.  This  alkaloid  occurs 
with  strychnine  in  S.  Niix-vomica  (Linn.)  and  in 
other  species  of  Strychnos.  In  the  seeds  of  5. 
Nur-vomica  about  two-thirds  of  the  total  alkaloid 
is  brucine  (Dunstan  and  Short,  Pharm.  J.  1884- 
1885,  [iii.]  15,  1).  In  the  seeds  of  9.  Ignatii  the 
proportion  of  brucine  appears  to  be  smaller. 

Preparation.  The  total  alkaloid  having  been 
extractedfrom  the  plant  by  the  method  described 
for  strychnine,  the  mixture  is  repeatedly  washed 
with  dilute  alcohol  (25  p.c.  by  volume)  and  the 
brucine  crystallised  from  the  solution,  and 
recrystallised  several  times  '  from  the  same 
Eolvent  or  from  water,  the  fractions  which 
crystallise  latest  being  almost,  ii  not  quite,  pure 
brucine. 

Accordinj;  to  Fliickiger  (PJiarJJir  Clxein.),  if 


the  mixture  of  the  two  alkaloids  is  converted 
into  the  acetates  and  the  solution  is  evaporated 
to  dryness  on  the  water-bath  the  strychnine 
acetate  undergoes  dissociation  into  the  alkaloid 
and  acetic  acid,  which  volatilises.  The  brucine 
acetate  remains  unchanged,  and  may  be  dis- 
solved from  the  residue  by  cold  water  and 
crystallised.  For  another  method  which  is  said 
to  furnish  quite  pure  brucine,  see  Sheo  stone, 
Chem.  Soc.  Trans.  1881,  39,  453;  and  also 
Nt3X-Vomioa,  vol.  iii.  p.  719. 

Properties.  Brucine  separates  from  its  solu- 
tions in  water  or  aqueous  alcohol  in  monoclinio 
prisms  containing  iR.fl,  m.p.  105°,  or  vrith 
2HjOfrom  alcohol  (Moufang  and  Tafel,  Anna- 
len,  1899,  304,  24).  The  crystals  lose  their 
water  at  100°,  or  on  standing  over  sulphuric 
acid.  The  anhydrous  substance  melts  at  178° 
(Qaus,  Ber.  1881,  14,  773);  Isvorotatory, 
[a]  ==  in  alcohol  —85°,  in  chloroform  —119°  to 
127°  (Oudemans,  Annalen,  1873,  166,  69). 
Slightly  soluble  in  cold  water  (1  in  320),  twice 
as  soluble  in  boiling  water,  very  soluble  in 
alcohol,  chloroform,  or  amyl  alcohol ;  insoluble 
in  ether.  Brucine  and  its  salts  are  bitter,  and 
when  suboutaneously  injected  in  animals  pro- 
duce a  physiological  action  resembling  in  kind 
that  of  strychnine,  but  much  feebler.  When 
administered  intemsilly  to  animals  it  produces 
little  or  no  effect,  owing  chiefly  to  the  rapidity 
with  which  it  is  eliminated  (Brunton,  Chem.  Soo. 
Trans.  1885,  47,  143). 

Brucine  is  a  monaoidic  tertiary  base ;  the 
ordinary  salts  are  crystalline,  and  readily 
dissolve  in  water. 

Reactions.  Brucine  is  readily  distinguished 
from  strychnine,  since  it  does  not  give  rise  to  the 
characteristic  play  of  colours  when  oxidised  with 
chroraic  acid,  &c.,  "only  an  intense  red  colora- 
tion being  produced,  whilst  brucine  is  further 
differentiated  fro'm  strychnine  by  giving  a  deep- 
red  colorataori  when  mixed  with  nitric  acid ; 
this  is  a  very  delicate  test  for  brucine,  and 
conversely  for  nitric  acid.  This  red  coloration 
of  brucine  is  distinguished  from  that  produced 
when  some  other  alkaloids  (e.g.  morphine)  are 
mixed  with  nitric  acid,  by  the  action  of  stannous 
chloride  or  certain  other  reducing  agents,  which 
when  cautiously  added  change  the  red  colora- 
tion to  violet. 

When  heated  with  strong  hydrochloric  acid 
brucine  evolves  two  molecular  proportions  of 
methyl  chloride  (Shenstone,  Chem.  Soc.  Trans. 
1883,  43,'  101 ;  Hanssen,  Ber.  1884,  17,  226). 

Detection  and  estimation.  Brucine  may  be 
detected  by  means  of  the  properties  and  re- 
actions described  above.  It  may  be  estimated 
in  plants  and  in  medicinal  preparations  by  the 
methods  described  in  connection  mth  strychnine 
(p.  677). 

Constitution  of  strychnine  and  brucine.  In 
spite  of  the  fact  that  these  two  alkaloids  were 
isolated  nearly  a  century  ago  it  is  only  quite 
recently  that  it  has  been  possible  to  put  forward 
constitutional  formulae  for  them.  The  principal 
facts  so  far  ascertained  in  the  chemistry  of  these 
alkaloids,  and  which  bear  directly  on  the 
problem  of  their  constitution,  are  as  follows: — ' 

Both  alkaloids  contain  two  atoms  of  nitrogen, 
but  behave  as  tertiary  monacidic  bases  and 
contain  no  methyl  linked  to  nitrogen.  On 
tfeatn^ent  mt\  alj^alis  they  each  take  up  1  mol, 
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of  water  and  form  slryeJminie  and  irveinio  acids 
respectively. 

Bruoino  differs  from  strychnine  by{-0CHj)2, 
and  in  yielding  ■  2  mols.  of  methyl  iodide  or 
methyl  chloride  when  heated  with  concentrated 
hydriodio  or  hydrochloric  acid.  Apart  from  this 
the  reactions  of  brucine  are  exactly  parallel 
with  those  of  strychnine,  and  the  whole  series 
of  brucine  derivatives  correspond  with  those  of 
strychnine  and  show  a  constant  difference 
(•OCH,),. 

These  facts  warrant  the  following  assump- 
tions :  (1)  of  the  two  nitrogen  'atoms  one  is 
present  as  an  imino  group :  N-CO,  and  this  is 
converted  into  :  NH'COOH  in  the  transformation 

/CO 
of   strychnine    NiCaoHjuO^^  I  into  strychninio 

aoid  NiC2oHu20<^2^^'  and  of  brucine  into 

bruoinio  aoid.  The  N-  atom  concerned  iij  the 
change  is  devoid  of  basic  properties,  and  conse- 
quently the "  alkaloids  are  monacidio,  this 
property  depending  on  the  second  nitrogen 
atom.  (2)  Since  the  second  nitrogen  atom  is 
tertiary,  and  yet  has  no  methyl  group  attached, 
it  must  be  linked  up  with  a  third  carbon  atom 
in  a  ring.  (3)  Brucine  is  probably  a  dimethoxy- 
dorivative  of  strychnine. 

On  treatment  with  methyl  iodide  strychnine 
forms  a  methiodide,  which,  when  warmed  with 
barium  hydroxide,  forms  methylstrychnine, 
which  behaves  as  a  betaine  and  is  a  secondary 
base ;  thiiis  it  furnishes  a  nitrosoamine  and 
reacts  with  methyl  iodide  to  form  dimethyl- 
strychnine,  a  substance  which  closely  resembles 
N-methyltetrahydroquinoline  in  its  properties, 
whence  it  may  be  concluded  that  strychnine 
contains  a  reduced  quinoline  nucleus.  These 
changes  may  be  represented  thus — 


./ 


CO 


NfCaoHsaO^I 


./ 


CO 


-»MeI:N:C2„Hja04^r-» 

Strychnine.  S-methiodide. 

-»  MeOH:NICa„H,20<^^°^ 
Strychninic  acid  methylhydroxide. 
0 -CO 

-S-MelSriCzoHjjO^NH 
Methylstrychnine. 
The  conclusion  that  strychnine  contains  a 
quinoline  nucleus  receives  confirmation  from 
the  fact  that  the  alkaloid  is  readily  nitrated 
and  sulphonated,  and  that  on  treatment  with 
nitric  aoid  it  yields  dinitrostrycholcarboxylio 
acid,  which  by  loss  of  CO,  passes  into  dinitro- 
Btrychol,  which  appears  to  be  a  dinitrodi- 
hydroxyquinoline  (N02)209H3N(OH)a. 

The  study  of  the  oxidation  products  of 
strychnine  and  brucine  has  also  afforded  useful 
data.  When  either  alkaloid  is  oxidised  with 
chromic  acid  it  furnishes  an  aoid 

C.sHijOjN.CCOOH). 
which  contains  no  methoxyl,  so  that  in  the 
formation  of  this  acid  it  must  be  the  portion  of 
the  molecule  containing  the  two  -OCHs  groups  of 
brucine  that  has  been  destroyed  thus — 
C,5H„0,N,-C.H.         C„Hi,0,N,-C.H,(OMe), 

Strychnine.  Bruomo. 

rUe  yipld  of  thjs  acid  js  unfortunately  small, 


but  on  distillation  with  zinc-dust  it  yields  di* 
phenylimide  (oarbazole),  a  substance  which  also 
occurs  among  the  products  of  the  destructive 
distillation  of  strychnine.  On  the  basis  of  these 
results  Perkin  and  Kobinson  have  suggested 
that  strychnine  and- brucine  must  contain  both  a 
quinoline  and  a  carbazole  nucleus  (Chem.  Soo. 
Trans.  1910,  97,  305),  and  have  suggested  the 
following  formula  for  strychnine — 

CHgpTT  CH 


CHj  CH-OH 

Strychnine  (Perkin  and  Eobinaon). 

The  formula  for  brucine  differs  from  this  only 
in  having  methoxyl  groups  substituted  at 
positions  a  and  b. 

The  principal  papers  relating  to  the  chemistry 
of  strychnine  and  brucine  are  as  follows :  Ger- 
hardt,  Annalen,  1842, 44, 279 ;  Compt.  rend.  1844, 
19, 1105  ;  Nicholson  and  Abel;  Chem.  Soo.  Trans. 
1850,  2,  241;  Sohiitzenberger,  J.  1858,  373; 
Stahlsohmidt,  ibid.  1859,  395 ;  Gal  and  Etard, 
ibid.  1878,  910;  1879,  820;  BuU.  Soc.  chim. 
1879,  [ii.]  31,  98 ;  Schiff,  J.  1878,  910 ;  Claus 
and  collaborators,  Ber.  1881,  14,  766,  774; 
Shenstone,  Chem.  Soc.  Trans.  1881,  39,  456; 
1883,  43,  101;  1885,  47,  139;  Oechsner  de 
Coninck,  Compt.  rend.  1882,  95,  298  ;  1884,  99, 
1077;  Hanriot,  ibid.  1883,  96,  1671;  Bull. 
Soc.  chim.  1884,  [ii.]  41,  235;  Plugge,  Ber. 
1883,  16,  2683 ;  Hanssen,  ibid.  1884,  17,  2266, 
2849 ;  1885,  18,  293,  777,  1917  ;  1886,  19,  621 ; 
1887,  20,  451 ;  Loebisoh  and  Schoop,  Monatsh. 
1885,  6,  855  ;  1886,  7,  75,  609  ;  1888,  9,  629  ; 
Stoehr,  Ber.  1885,  18,  3429;  1887,  20,  810. 
1108,  2727;  J.  pr.  Chem.  1890,  [ii.]  42,  405; 
Tafel,  Ber.  1890,  23,  2734 ;  1892,  25,  412 ; 
1893,  26,  333  ;  1900,  33,  2216  ;  Annalen,  1891, 
264,  33;  1892,  268,  229;  1898,  301,  285; 
with  Moufang,  1899,  304,  26 ;  with  Naumann, 
Ber.  1901,  34,  3291 ;  Leuchs  and  collaborators, 
ibid.  1908,  41,  1711,  4393 ;  1909,  42,  770,  2494, 
2681,  3067,  3703 ;  1910,  43,  1042,  2362,  2417 ; 
1911,44,2136,3040;  1912,45,201;  Perkin  and 
Robinson,  Chem.  Soo.  Trans.  1910,  97,  305 
(this  paper  gives  a  rfoumS  of  the  principal  facts 
bearing  on  the  constitution  of  strychnine  and 
brucine);  Pictet  and  collaborators,  Ber.  1905, 
38,  2782,  2787  ;  1907,  40,  1172. 

Taxine  CjjHjjOioN,  an  amorphous  alkaloid 
contained  in  the  seeds  and  leaves  of  the  yew 
{Taxusbaccata  [Linn.]),  m.p.  80°-82°.  Almost 
insoluble  in  water ;  •  soluble  in  alcohol,  ether,  or 
chloroform.  A  monacidio  base  forming  amor- 
phous salts.  A  brown  to  purplish-blue  colora- 
tion is  produced  when  the  alkaloid  is  dissolved 
in  concentrated  sulphuric  aoid  (Marme,  Med. 
Cent.  1876,  14,  97 ;  Bull.  Soo.  chim.  1876,  [ii.] 
26,  417;  Hilger  and  Brande,  Ber.  1890,  23,  464; 
Thorpe  and  Stubbs,  Chem.  Soc.  Trans.  1902,  81, 
874 ;  Moss,  Sci.  Proo.  Eoy.  Dubl.  Soo.  1909,  12, 
92).  Taxine  is  a  narcotic  poison  causing  de- 
pression of  the  action  of  the  heart  and  inter* 
ference  with  respiration.  V.  also  p.  420. 
Thebaine.    See  under  Morphine  (p.  659). 
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Theo1)roinine  and  Theophylline.  "See  undei 
Caffeine  (pp.  641,  642). 

Trigonelline  CjHjOjN  (see  Gaffearine,  p. 
,640),  an  alkaloid  existing  in  fenugreek,  the 
powdered  seeds  of  Trigonella  Foenum-graecum 
[Linn.]  (Jahns,  Ber.  1885,  18,  2521 ;  1887,  20, 
2840),  various  leguminous  plants  (Sohulze  and 
Frankfurt,  ibid.  1894,  27,  769),  in  strophanthus 
seeds  (Thonss,  ibid.  1898,  31,  271,  404),  and 
in  coffee  (Gorter,  Annalen,  1910,  372,  337). 

Properties.  Prismatic  crystals,  with  IHjO, 
m.p.  130°  ;  218°  (dry).  Very  soluble  in  water, 
slightly  soluble  in  cold  alcohol ;  very  slightly 
soluble  in  ether,  chloroform,  or  benzene.  When 
heated  with  concentrated  hydrochloric  acid  it 
yields  methyl  chloride  and  nicotinio  acid 
(pyridine-;3-carboxylio  acid). 

Jahns  has  proved  that 'trigonelline  is  identical 
with  the  methylbetaine  of  nicotinic  acid  first 
prepared  by  Hantzsch  (Ber.  1886, ,  19,  31 ; 
Jahns,  1887,  20,  2840).     Nicotinic  acid 

(CsHjN-COOH) 
is  heated  with  potash  and  methyl  iodide,  when 
methyl  niootinatemethiodide 

C5H4N(CHaI)GO-OCH, 
is  formed.     On  decomposition  with  silver  oxide, 
this  compound  furnishes  the  betaine 
C.H,N(CH3)-0 

I ho 


which  is  identical  with  trigonelline. -  The  latter 
is  also  produced  in  the  oxidation  of  nicotine 
methylhydroxide  (Pictet  and  Genequand,  Ber. 

1897,  30,  2122).     V.  also  p.  529. 
Tropacocaine.    See  under  Cocaine  (p.  647). 
Truxillines.    See  under  Cocaine  (p.  647). 
Ulexine  C11H14ONJ,  found  in  Vlex  europosus 

(L.)  (Gerrard,  Pharm.  J.  1886-1887,  [iii.]  17, 101, 
229),  is  identical  with  cytisine  from  laburnum 
(p.  651). 

Veiatiidine  and  Veratrine.  See  Cevadine 
(p.  644). 

Vernine.    See  under  Caffeine  (p.  642"). 

Viclne  CzjHjjOijNg,  obtained  by  Ritthausen 
from  Vicia  spp.  (J.  pr.  Chem.  1870,  [ii.]  I,  336  ; 
1873,  [ii.]  7, 374;  1881,  [ii.]  24, 202).  Needles  with 
2H2O,  m.p.  180°  anhydrous  (decomp.).  Weakly 
basic.  Undergoes  hydrolysis  by  acids,  yielding 
dextrose  (?)  (R.  I.e. ;  1899,  [ii.]  69,  482),  and 
divicine  CjHjjOjNg,  which  is  readily  oxidised 
by  nitric  acid  to  allantoin  (?).  Convicine 
C2„Hj80i,N8,2HjO  occurs  with  vicine  {I.e.) ; 
rhombio  leaflets.  On  hydrolysis  it  yields 
alloxantin^  ammonia  and  a  hexose  (Ritthausen, 
l.c. ;  Schulze  and  Trier,  Zeitsh.  Physiol.  Chem. 
1910,  70,  143). 

Xanthaline.    See  under  Papaverine  (p,  661). 

Xanthine.  See  under  Caffeine,  Theobromine, 
and  the  alkaloids  of  tea,  cocoa,  and  coffee  (p,  642). 

Yohimbine  CjjHjoOjNj  or  CjiHj.OjNj  occurs 
with  yohimbenine  OjjHjjOjN,  (crystalline, 
m.p.  135°),  and  possibly  two  other  alkaloids  in 
yohimbehe  bark  {Corynanthe  Yohprnhi)  obtained 
from  Kamerun  (Spiegel,  Chem.  Zeit.  1896,  20, 
970;  1897,  21,  833;  1899,  23,  59,  81;  Ber. 
1904,   37,    1759;    Thoms,    Chem.   Soc.   Abstr. 

1898,  74,  i.  455 ;  Siedler,  Chem,  Zentr.  1902,  ii. 
1215).  It  crystallises  in  needles,  m.p.  234°, 
[a]  -f50-9°  in  alcohol,  forms  a  colourless  solution 
witlj  sulphuric  acid,  whicl^  becomes  viplet  and 


then  green  when  a  crystal  of  potassium  diohro* 
mate  is  stirred  in  it.  Yohimbine  is  .a  monaoidio, 
tertiary  base,  contains  one  methoxyl  group,  and 
probably  one  hydroxyl  group.  On  heating  at 
120°-130°  it  loses  IHjO,  forming  an  anhydro- 
base  C22H2SO3N2,  and  it  is  this  base,  not  yohim- 
bine itself,  which  forms  salts.  When  heated  with 
alcoholic  potash,  yohimbine  is  converted  into 
noryohimbine  (yohimboaio  acid)  CjoHjjCjNj, 
prisms,  m.p.  257°-260°,  and  this  oh  treatment 
with  excess  of  diazomethane  is  reconverted  into 
yohimbine  (Spiegel,  Ber.  1903,  36,  169 ;  1904, 
37,  1759;  1905,  38,  2825  ;  cf.  Winzheimer,  Ber. 
Pharm.  Ges.  1902,  12,  391).  The  alternative 
formula  C21H21O3N2  has  been  suggested  by 
Foumeau  and  Fiore  (BuU.  Soc.  chim.  1911,  [iv.] 
9,  1037)  for  yohimbine.  Yohimbine  produces 
local  anaesthesia,  and  taken  internally  acts  as  an 
aphrodisiac ;  it  is  highly  toxic.  The  chief 
papers  relating  to  its  physiological  action  are ; 
Oberwarth  (Virchow's  Archiv.  1898,  153,  292) ; 
Gunn  (Chem.  Soc.  Abstr.  1908,  94,, i.  412) ;  Tait 
{ibid.  1910,  98,  u.  434) ;  WaUer  {ibid.  1911, 100, 
ii.  138).  W.  R.  D.  and  T.  A.  H. 

VELOCITY    OF    REACTION   v.    Chbmicai 

AFFINITY. 

VENTILAGO  MADERASPATANA  (Gaettn.) 
is  a  large  climbing  shrub  belonging  to  the  order 
Ithamnacece,  the  root  bark  of  which  furnishes  a 
dyestuff  much  valued  in  Southern  India.  It  is 
very  common  in  the  Western  Peninsula  from  the 
Konkan  southwards,  as  well  as  in  Ceylon  and 
Burma,  and,  according  to  Lostard,  it  is  largely 
collected  in  Mysore  at  certain  periods  of  the  year 
and  exported  to  other  districts  of  India. 

The  following  are  a  few  of  its  vernacular 
names:  pitti  {Hindi);  raktapita  {Bengali); 
pappili-chakka,  surralpattai  {Tamil) ;  popli- 
chukai  {Kan) ;  lokandi,  kanwail  {Botrib). 

The  root  bark  appears  as  dark  purplish- 
brown  scales,  ribbons,  or  filaments,  the  dust 
from  which,  when  it  is  ground  to  powder, 
irritates  the  throat  in  a  marked  manner.  When 
treated  with  boiling  water  or  alcohol  it  ^ives  a 
red  solution,  which  on  addition  of  caustic  alkali, 
changes  to  a  deep  crimson. 

Perkin  and  Hummel  (Chem.  Soc.  Trans. 
1894,  65,  923),  who  examined  this  dyestufE, 
extracted  the  root  bark  with  carbon  disulphide, 
and  obtained  in  this  manner  a  resinous  colouring 
matter  ventilagin,  together  with  the  crystalline 
non-tinctorial  substances  described  below. 

Ventilagin  C,sH,,0,  consists  of  a  reddish- 
brown  brittle  resin,  which,  when  distilled  with 
zinc-dust,  gives  a-methyianthracene,  and  when 
treated  with  zinc-dust  in  alkaline  solution 
behaves  as  a  derivative  of  methylanthraquimme. 
Dilute  alkalis  dissolve  it  with  a  purple-violet 
coloration,  and  the  corresponding  salts  are 
obtained  as  violet  precipitates  on  adding  sodium 
or  potassium  chlorides  to  these  solutions. 
According  to  Perkin  and  Hummel,  ventilagin  is 
possibly  allied  to  alkannin  CijHitO,,  the 
colouring  matter  of  alkanet,  Anehusa  tinctoria 
(Lam.),  and  may  differ  from  this  merely  by  the 
possession  of  two  additional  hydroxyl  groups. 

Emodin  monomethyl  ether  C^Ht^Oe,  m.p, 
200°,  consists  of  orange-red  needles,  and  is 
identical  with  that  subsequently  isolated  from 
the  root  of  the  Poh/gonum  euspidatum  (Sieb.  and 
Zuco.)  (Perkin,  Chem.  Soo.  Trans.  1895, 67, 1084), 
4  similar,  if  not  identical,  svtbstsvpce  \Yas  isQlatetj 
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by  Sohwabe  (Arch.  Pharm.  1888,  26,  669),  and 
by  Thorpe  and  Miller  (Chem.  Soo.  Trans.  1892, 
64,  6)  from  the  bark  of  the  Bhamnus  Frangula 
(Linn.). 

Trlhydroxy-o-methylanthranole  monoraethyl 
etber  (A)  CuHuOj,  colourless  needles,  decom- 
poses about  260°  before  melting,  and  is  soluble 
in  alkaline  solutions  with  a  yelloTvish-brown 
coloration.  On  gentle  oxidation  with  chromic 
acid  it  is  converted  into  emodin  methyl  ether, 
m.p.  200°  (I.e.),  and  the  same  reaction  takes 
place  when  its  alkaline  solution  is  oxidised 
with  hydrogen  peroxide. 

Triliydroxy-a-metliyl  anthranole  monomethyl 
ether  (B)  C,,Hi,0(|,  pale  yellow  needles,  m.p. 
173°,  when  oxidised  with  chromic  acid  is  also 
converted  into  the  emodin  methyl  ether,  m.p. 
200°.  As  two  o-methylanthranols  are  capable 
of  existence,  the  isomerism  of  tbese  compounds 
may  possibly  be  thus  explained. 

OH  H 


CH,  0 


CH,   C 


ceo  ax) 

O  0 

H  OH 

Svhstance  Ci,H,Oj,  orange-red  crystalline 
powder,  m.p.  275°-280°,  is  soluble  in  alkaline 
solutions  with  an  orange-red  coloration,  and 
when  heated  with  zinc-dust  gives  a  hydrocarbon 
which  resembles  o-methylanthracene. 

'  Substance  CijHijOj  (?)  is  a  chocolate,  crys- 
talline powder,  soluble  in  dilute  alkalis  mth 
a  yellow  coloration,  and  these  solutions,  on 
exposure  to  air,  deposit  a  blue  amorphous 
precipitate. 

Dyeing  properties.  On  striped  printed  calico 
the  root  bark  gives  with  alumina  mordant  a 
claret  red,  not  unlike  that  of  alizarin  bordeaux ; 
with  iron  mordant  a  greyish  lilac,  which  in  strong 
colours  approaches  a  black ;  and  with  a  mixture 
of  the  two  a  very  purplish  dark  chocolate.  The 
colours  are  moderately  fast  to  soap,  although 
considerably  behind  the  alizarin  colours  in  this 
respect.  On  oil  prepared  calico  ventilago  gives 
mth  alumina  mordant  a  rich  claret  brown, 
with  chromium  mordant  a  very  black  purple, 
and  with  iron  mordant  a  good  purplish  black 
shade.  On  wool  chromium  mordant  gives  a 
good  purplish  brown,  alumina  a  bordeaux  red, 
tin  a  brighter  red  similar  to  an  alizarin  red  with 
alumina  mordant,  and  iron  mordant  gives  dark 
dull  purple  and  black.  ,  On  silk  similar  colours 
are  produced.  No  difficulty  is  experienced  in 
dyeing  with  ventilago,  and  no  additions  to  the 
dye-bath  are  necessary,  except  in  the  case  of 
wool,  with  which  it  is  desirable  to  add  calcium 
acetate  in  order  to  correct  the  strong  acidity  of 
the  mordanted  fibre.  Owing  to  the  slight 
solubility  of  the  colouring  matter  in  water,  the 
dyeing  does  not  commence  until  the  temperature 
reaches  70°-80°.  The  root  bark  appears  to  con- 
tain from  8  to  10  p.c.  of  ventilagin.     A.  G.  P. 

VENETIAN  CHALK  v.  Steatite. 

VENETIAN  LAKE.  Crimson  laie  v.  Pig- 
ments. 

VENETIAN  RED.    Ferric  oxide. 

VENETIAN  WHITE.  A  white  lead  pigment 
containing  a  large  percentage  of  barium  sul- 
phate. 


VERATRINE  v.  Vboetq-alkaloids. 

VERATROLE  (o-dimethoxybenzene) 
C,H.(OMe). 
is  best  obtained  by  dissolving  catechol  (100 
grms.)  in  methyl  alcohol  (200  grms.)  mixed  with 
75  grms.  of  methyl  sulphate.  The  mixture  is 
cooled  to  —5°,  and  160  grms.  of  potash  dissolved 
in  360  grms.  of  water  are  then  added  all  at 
once.  In  3  mins.  the  methylation  is  complete. 
The  product  is  diluted  with  water,  extracted- 
with  ether,  and  the  extract  is  dried  and  distilled 
(Perkin  and  Weizmann,  Chem.  Soc.  Trans.  1906, 
1656).  Veratrole  is  also  formed  by  the  distilla- 
tion of  guaiacol  with  lead  oxide  (Pschorr  and 
Silberbach,  Ber.  1904,  37, 2149).  Veratrole  forms 
a  crystalline  mass,  m.p.  15°,  b.p.  205°.  It  yields 
a  number  of  halogen  derivatives  (Cousin,  Compt. 
rend.  1898,  127.  759;  1902,  135,  967;  Ann. 
Chim.  Phys.  1898,  [vii.]  13, 483) ;  also  nitro  deriva- 
tives (Cousin,  Compt.  rend.  1902, 134,  290  ;  135, 
967;  Salway,  Chem,  Soo.  Trans.  1909,  1163), 
a  phthalide 


co<^«^* 


^"^C.H,(OMe), 


(Perkin  and  Weizmann,  I.e.)  and  other  com- 
pounds (Kropp  and  Decker,  Ber.  1909,  42,  1184). 

Veratrole  reacts  with  hippuryl  chloride  in 
presence  of  aluminium  chloride,  forming  a  crystal- 
Due  product,  m.p.  155° 

C,H3(0Me)jC0-CHj-NH-C0Ph, 
from  which  valuable  therapeutic  products  are 
said  to  be  obtained  (D.  R.  P.  185596 ;    Frdl. 
1905-1907,  1184). 

VERBENALIN.  A  crystalline  glucoside 
found  in  Verbena  officinalis  (Linn.),  m.p.  181-5°  ; 
ajj=  — 180-3°.  Hydrolysed  by  emulsin,  yield- 
ing dextrose  (Bourdier,  J.  Pharm.  Chim.  1908, 
27,  49,  101). 

VERDIGRIS,  VERT-DE-GRIS,  VERT  DE 
MONTPELIER.  Jiasic  acetates  of  copper  v. 
Acetic  acid. 

VERDITER,  GREEN  AND  BLUE,  v.  Coppeb. 

VERIDIAN.    Quignet's  green  v.  Chkomitjm. 

VERJUICE.  A  kind  of  vinegar  containing 
malic  acid  made  from  the  juice  of  the  crab- 
apple. 

VERMILION  V.  Meecuey. 

VERIUILIONETTE.  A  red  pigment  made  by 
adding  eosin  to  white  lead,  barium  sulphate  or 
zinc  white. 

VERONAL.  Trade  name  for  diethylmalonyl- 
urea  (C2H5)jC[C0-NH]jC0,  prepared  by  the 
condensation  of  urea  and  diethyl  malonyl 
chloride.  A  white  crystalline  poiirder  of  bitter 
taste,  m.p.l91°.  Soluble  in  water,  ether,  acetone, 
acetic  ester.  Used  as  a  soporific  (v.  Syntbbtic 
DETTOS  and  Pybimidines). 

VERT  DE  GUIGNET  v.  Chbomivm. 

VESIPIRIN.  Trade  name  for  phenyl  aceto- 
salicylate,  v.  Salicylic  acid  and  Synthetic 

DKUOS. 

VESTORIEN  V.  Egyptian  blue;  also 
Enamels. 

VESUVIANITE  or  IDOCRASE.  A  mineral 
consisting  of  a  complex  silicate  of  calcium  and 
aluminium, together  with  iron, magnesium,  water, 
fluorine,  boron,  &c.  F.  W.  Clarke's  formula  is 
EiAlaCajSi.Oj,,  where  R',=Caj,(A10H)j,  H«,  &c. 
Crystals  are  tetragonal  and  usually  green  or 
hro^TO    in    colour,    sp.gr.    3-35-3-45 ;     H.    6|. 


682 


The  mineral  is  of  common  occurrence  in  contact- 
metamorphic  rocks,  particularly  crystalline 
limestones.  Lustrous,  brown  crystals  are  com- 
mon at  Monte  Somma,  Vesuvius  (hence  the 
name  vesuvianite).  Green  crystals  from  Ala 
in  Piedmont  are  cut  as  gems  at  Turin.  A 
compact,  massive  variety  has  been  found 
ab\mdantly  as  blocks  and  boulders,  measuring 
up  to  6  by  3  ft.,  at  several  places  in  California 
(Siskiyou,  Butte,  Fresco,  and  Tulare  counties). 
This  has  been  called  californite  (G.  F.  Kunz, 
1903),  and  is  much  used  as  a  gem-stone  and  for 
larger  ornamental  objects.  It  is  somewhat 
translucent,  takes  a  high  polish,  and  ranges 
from  bright  green  to  yellowish-green  and  white 
in  colour,  thus  closely  resembling  jade  in  appear- 
ance (D.  B.  Sterrett,  Min.  Res.  U.S.,  annual 
reports  for  1909  and  1910).  L.  J.  S. 

VICIANIN  V.  Gltjoosides. 

VICIANOSE  V.  Caebohydrates. 

VICTORIA  YELLOW.  Gold  yellow.  Aniline 
orange.  Saffron  surrogate.  This  colouring  matter, 
introduced  by  Mettenzwei,  under  the  name  of 
Victoria  yeUow  or  aniline  orange  (Wag.  Jour.  1869, 
593),  consists  of  the  potassium  or  ammonium 
salt  of  a  dinitrocresol  (Martins  and  Wichelhaus, 
Ber.  2,  206  ;  v.  Sommaruga,  ibid.  2,  579).  It  is 
prepared  by  heating  cresol,  boiling  at  about 
795°,  ■»fith  three  times  its  weight  of  sulphuric 
acid  at  100°,  until  the  product  is  soluble  in 
■water.  After  removing  the  excess  of  sulphuric 
acid  by  means  of  barium  carbonate,  the  eresol- 
Eulphonic  acid  is  converted  into  potassium  salt, 
which  in  the  dry  state  is  nitrated  by  introducing 
it  rapidly  into  about  three  times  its  weigWof 
dilute  nitric  acid  (sp.gr.  =  1-2),  and  is  then 
poured  into  water,  neutralised  with  potassium 
carbonate,  and  the  resulting  potassium  dinitro- 
cresol crystallised  out.  Obtained  in  this  way, 
the  colouring  matter  is  a  mixture  of  the 
potassium  salts  of  dinitro-o-  and  dinitro-ji- 
cresol,  and  varies  in  colour  according  to  the 
proportions  of  these.  Thus  Victoria  yellow  is 
yellowish  in  colour,  and  consists  chiefly  of  the 
potassium  salt  of  dinitro-o-cresol  (m.p.=86°), 
which  crystallises  in  yellow  needles  (Wichelhaus, 
ibid.  7, 176  ;  Picoard,  ibid.  8, 685),  whereas  saffron 
surrogate  is  distinctly  reddish  in  colour,  and 
consists  chiefly  (80  p.c.  according  to  Piocard)  of 
the  potassium  salt  of  dinitro-j)-cresol  (m-p.= 
84°),  which  crystallises  in  red  needles  (Armstrong 
and  Field,  Chem.  News,  27,  318  ;  Hofmann  and 
v.  MiUer,  Ber.  14,  567 ;  Staedel,  ibid.  14,  900, 
906  ;  Nolting  and  Salis,  ibid.  14,  986). 

Victoria  yellow  is  soluble  in  water  and  dyes 
wool  and  silk  orange,  but  owing  to  the  fugitive 
nature  of  the  colour  is  no  longer  employed  for 
this  purpose.  Safiron  surrogate  is  still  used  to 
some  extent  as  a  colouring  matter  for  butter, 
margarine,  vermicelli,  cheese,  &c.  (Picoard),  but 
this  is  to  be  deprecated,  since  Weyl's  experi- 
ments show  that  the  compound  is  poisonous 
(Ber.  20,  2835 ;  21,  512).     Cf.  NitiTEOPHENOLS 

AND  THEIR  HOMOLOGTJES. 

VIENNA  BLUE.    Cobalt  blue  v.  Pigments. 
VIENNA   GREEN.     Emerald  green  v.  FiQ- 

MENTS. 

VIENNA  PASTE.  A  mixture  of  lime  and 
potash  used  as  a  caustic  to  extirpate  malignant 
growths. 

VINASSE  V.  Sugar. 

VINE  BLACK,    fihe  Hack  v,  Piqmento 


VESUVIANITE  OR  IDOCRASE. 


VINEGAR,  AROMATIC,  v.  Acetic  acid. 

VINEGAR  PLANT  v.  Acetic  acid;  FbB' 
mentation. 

VINOLINE.  A  mixture  of  coal-tar  reds, 
mostly  rosanilino  salts,  used  for  colouring  wines. 

VINOPYKIN  V.  Synthetic  drugs. 

VIOFORM.  Trade  name  for  iodochloro- 
hydroxyquinoline.  A  greyish-green  powder  used 
as  a  bactericide  and  antiseptic,  and  as  a  substitute 
for  iodoform  («.  Synthetic  drugs). 

VIOLANTHRENE  v.  Indanthrene. 

VIOLET  DE  PARIS  or  VIOLET  DIRECT. 
Methyl  violet  v.  Triphenylmethane  colour- 
ing MATTERS. 

VIOLET  5B,  6B,  v.  Triphenylmethanb 
colouring  matters. 

VIOLET  R  and  RR  and  5  R.  Uofmann'a 
«io!!et  d.Teiphbnylmethanb  colouring  matters. 

VIOLIN.  An  emetic  substance  contained  in 
the  common  violet,  supposed  to  be  identical  with 
emetine  from  ipecacuanha  root. 

VIOLINE  or  VIOLEIN.  A  synonym  for 
mauve  or  aniline  purple. 

VIOLURIC  ACID  V.  Pyrimidines. 

VIRIDIAN.  Hydrated  chromium  scsquioxide, 
V.  Chromium. 

VIRIDINIC  ACID  V.  Tannins. 

VISCOSE  V.  Silk,  artieicul. 

VITELLIN  V.  Proteins. 

VITEXIN.  The  Vitex  littoralis  (A.  Cunn.)  or 
'  Puriri '  is  a  large  tree,  40-60  ft.  high,  and  3-5  ft. 
in  diameter,  which  grows  only  in  the  northern 
portion  of  the  North  Island  of  New  Zealand. 
The  wood  affords  a  very  durable  timber,  and  is 
chiefly  used  for  house  blocks,  fencing  posts, 
piles  for  bridges,  railway  sleepers,  &o. 

Titexin,  the  main  colouring  matter,  is 
present  in  the  wood  in  the  form  of  a  glucoside 
which  has  not  yet  been  isolated.  It  is  prepared 
by  digesting  a  purified  extract  of  the  dyestuff 
with  boiling  dilute  hydrochloric  acid,  and  by 
this  means  separates  in  the  form  of  a  yellow 
viscous  mass.  By  extracting  this  crude  product 
with  boiling  alcohol  a  pale  yellow  crystalline 
powder  remains  undissolved,  and  this,  owing  to 
its  sparing  solubility,  is  most  readily  purified  by 
acetylation,  and  the  subsequent  hydrolysis  of 
the  pure  acetyl  derivative  (Perkin,  Chem. 
Soo.  Trans.  1898,  74.  1020). 

Vitexin  consists  of  minute  canary-yellow 
prismatic  or  fine  hair-like  needles,  soluble  in 
alkaline  solutions  with  a  pale  yellow  coloration, 
and  from  these  solutions  when  boiled  it  is 
deposited  by  acidification  in  a  crystalline  con- 
dition. 

On  fusion  with  alkali  vitexin  yields  phloro- 
glucinol  and  -p-hydroxybenzoic  acid,  and  when 
digested  with  boiling  50  p.c.  potassium  hydroxide 
solution  yi-hydroxyacetophenone  is  also  produced. 
Boiling  15  p.c.  nitric  acid  gives  dinitro-'p- 
hydroxybenzoic  acid,  together  with  a  small 
quantity  of  tetranitroapigenin,  m.p.  239°-241°. 
The  formula  first  assigned  to  vitexin  by  Perkin 
was  CtjHijO,,  and  the  acetyl  derivative,  colour- 
less prismatic  needles,  m.p.  251°-256°,  was  conse- 
quently represented  as  Ci5H,0,(CjH,0)5.  In 
a  later  communication  in  view  of  its  relationship 
to  apigenin,  and  the  difficulty  of  accounting  for 
the  large  number  of  hydroxyl  groups  which  are 
present,  it  is  suggested  by  this  author  (Chem.  Soc. 
Trans.  1899,  77,  422)  that  vitexm  is  probably  a 
very  stable  glucoside  of  apigenin  represented  by 
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the  formula  CjiBjoOjo.  Vitexin  is  a  somewhat 
feeble  ooloiiring  matter,  and'  dyes  shades 
similar  to  those  given  by  apigenin ;  these 
employing  MiooUen  cloth  moidanted  with 
chromium,  aluminium,  and  tin,  are  respectively 
greenish  yellow,  pale  bright  yellow,  and  pale 
broAvn. 

In  addition  to  vitexin  the  wood  of  Vitcx 
litloralis  contains  (as  gluooside)  a  small  quantity 
of  a  second  colouring  matter  homovitexin.  It 
was  obtained  as  a  pale  yellow  powder,  m.p. 
245°-246°,  and  is  distinguished  from  vitexin  by 
its  ready  solubility  in  alcohol.  Fused  with  alkali 
it  gives  pTiloroglucinol  and  ■p-hydroxyhenzoic  acid, 
and  is  possessed  of  feeble  dyeing  property. 
The  analytical  figures  approximate  to  Ci,Hi,Oj 
or  C,8H,,08. 

According  to  Barger  (Chem.  Soc.  Trans. 
1906,  89,  1120)  the  glucoside  saponarin,  which  is 
present  in  the  Saponaria  officinalis  (Linn.) 
yields  on  hydrolysis  glucose,  saponaretin,  and  a 
small  quantity  of  vitexin.  It  is  possible  that 
saponaretin  and  homovitexin  are  identical. 

A.  G.  P. 

VITRinABLE  PIGMENTS  v.  PoTTERy;  also 

PoBCELAtir. 

VITBIOIi  (vitrum,  '  glass ').  An  old  name 
for  a  sulphate,  and  still  frequently  applied  to 
the  sulphates  of  certain  common  metals  on  ac- 
count of  their  vitreous  lustre,  e.g,  white  or  zinc 
vitriol  ZnSOj,7HjO ;  blue  or  copper  vitriol 
CuS04,5H20  ;  green  or  iron  vitriol  FeSOi,7H30 ; 
red  or  cobalt  vitriol  CoSOj.VHjO.  Basic  ferric 
or  ferroso-cupric  sulphates  obtained  in  the  ex- 
traction of  copper  sulphate  from  ferruginous 
minerals  are  known  as  Admont,  Bayreuth,  Salz- 
burg vitriols,  &c. 

VITRIOL,  OIL  OF.  Vitriolic  acid.  Sul- 
phuric acid  (?.».). 

VITRIOL  STONE  and  COLCOTHAR,  Vitriol 
is  the  material  from  which  the  so-called  fum- 
ing or  Bohemian  sulphuric  acid  was  formerly 
manufactured,  and  it  is  o^ained  from  the  rpck 
known  as  vitriol  slate  ('  vitriolschiefer  ')  in  the 
following  manner.  Large  masses  of  pyritous 
slate  (which  belongs  to  the  Silurian  formation, 
and  consists  of  a  quartzose  matrix  containing 
pyrites,  carbon,  and  clay)  are  exposed  to  the 
weathering  action  of  the  atmosphere  for  three 
years.  The  products  of  oxidation  so  formed 
are    ferrous    sulphate     and     sulphuric     acid, 


which  latter  acts  upon  the  clay,  yielding 
aluminium  sulphate  and  other  sulphates. 
The  ferrous  sulphate  at  first  formed  becomes 
by  oxidation  ferric  sulphate,  which,  together 
with  the  aluminium  sulphate,  is  the  principal 
product  of  the  weathering  of  the  vitriol  slate; 
Ferrous  sulphate  remains  only  in  small  quan- 
tities. The  next  operation  is  lixiviation  of 
the  mass  with  water,  after  which  the  liquor 
obtained  is  concentrated  to  a  density  of  40°B., 
and  finally  evaporated  in  pans  until,  on  cooling, 
a  crystalline  cake  of  vitriol  stone  is  obtained. 
The  vitriol  stone  is  now  calcined,  in  order  to 
remove  the  greater  part  of  its  water.  The  re- 
sulting product,  when  heated  to  a  high  tempera- 
ture in  clay  retorts,  yields  sulphur  trioxide ; 
and  a  residue,  termed  colcothar,  remains  in  the 
retorts.  The  composition  of  vitriol  stone  and 
colcothar    may    be    seen    from   the    following 


Vitriol  stone.  FeaO,  20'07,  AI2O3  4-76 
FeO  0-64,  MnO  traces,  CaO  0-14,  MpO  0-39, 
KjO  0-07,  NajO  005,  CuO  0-10,  SiO,  0-10, 
P2O5  traces,  SO,  40'5I,  As  traces,  HjO  32-58. 
Total  99'32  ;  or  combining  acid  oxides  and  bases : 
I'ej(S04),  60-17,  Ali,(S0j)3  11-94,  FeSOi  1-35, 
MgSO,  1-17,  CaSOj  0-33,  CuSO,  0-20,  KjSOi 
0-13,  NajSO,  O-U.HaSOi  1-49,  MnO,  As,  and  PjOj 
traces,  SiOj  9-10,  HjO  3-31-99-29. 

Colcothar.  Fefi^  7-62,  AljO,  12-53,  MgO 
3-23,  CaO  0  82,  SO^  6-17,  SiOj  1-17,  CuO  0-20, 
HjO  1-30-99-04  (F.  Stolba,  B.  Konigl.  Bohm. 
Gesells.  1885  ;  J.  Soc.  Chem.  Ind.  6,  30). 

VIVIANITE  V.  Blue  ibon-eakth. 

VOLBORTHITE  v.  VANAcroM. 

VOLEMITOL  V.  Carbohydrates. 

VOLUMENOMETER  v.  Speoitio  qeavity. 

VOROBYEVITE  v.  Beryi,. 

VRAIC.  Varech.  The  French  name  for 
kelp,  V.  Iodine. 

VULCANISED  OILS  v.  Oils,  fixed,  and 
Fats. 

VULCANITE  V.  RrBBER.  Also  applied  to  a 
nitroglycerin  explosive. 

VULCAN  POWDER  r.  Explosives. 

VULPIC  or  VULPULIC  ACID  v.  Lichens. 

VULPINITE.  A  variety  of  anhydrite  mixed 
with  siUca.  That  from  Vulpino  near  Bergamo, 
known  as  the  Marmo  Bardiglio  di  Bergamo, 
takes  a  fine  polish  and  is  used  for  ornamental 
purposes. 
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WAD  or  BOG-MANGANESE.  A  black, 
earthy  mineral  consisting  mainly  of  hydrated 
manganese  dioxide,  but  of  variable  composition, 
barium  and  various  other  constituents  being 
often  present.  Many  varieties  have  conse- 
quently been  distinguished  by  special  names. 
Asbolite  or  '  eart.hy  cobalt '  is  a  cobaltiferous 
variety,  and  lampadiie  contains  copper.  The 
mineral  may  be  regarded  as  an  earthy  form  of 
psilomelane  (q.v.) ;  it  is  so  soft  and  sooty  that 
it  soils  the  fingers,  and  is  sometimes  so  porous 
that  it  floats  on  water.  It  has  resulted  by  the 
weathering  and  decomjJosition  of  other  manga- 
nese minerals,  and  is  sometimes  deposited  from 
lolqtion  by  springs  an4  W  pwamps.    It  is  of 


wide  distribution  and  is  mined  at  many  places 
together  with  other  oxides  of  manganese. 
Asbolite  is  of  importance  as  an  ore  of  cobalt 
(up  to  35  p.c.  CoO),  as  much  as  5000  tons  per 
annum  having  been  exported  from  New 
Caledonia.  L.  ,T.  S. 

WALNUT  HUSKS  {Brous  des  noix,  Fr.)  are 
employed  by  the  French  dyers  to  give  dun 
colours.  The  green  shells  contain  juglone  or 
hydroxy-laynaphthaguinone ;  v.  Naphthalene. 

WALNUT  OIL  V.  Oils,  fixed,  and  fats. 

WALSRODE  POWDER  v.  Explosives. 

Vf  ARAS,  also  called '  wars ' and '  wurru3,'con. 
sists  of  a  purplish,  resinous  powder  which  covers 
the  seed  poda^of  fieminpict  cpngesta  (Rojb.),  m 
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erect  woody  shrub  growing  in  the  thickets  and 
forests  of  the  warmer  part  of  India.  According 
to  Watt  (Dictionary  of  Economic  Products  of 
India,  iii.  482),  it  is  collected  also  in  Africa  in 
the  neighbourhood  of  Harrar,  and  is  sent  .to 
Arabia,  chiefly  to  Yemen  and  Hadbramant, 
where  it  is  used  as  a  dye,  as  a  cosmetic,  and  as 
a  specific  against  colds.  According  to  Wardle, 
waras  is  distinctly  inferior  as  a  dye  to  kamala, 
which  it  closely  resembles,  and  contains  only  a 
small  amount  of  colouring  matter  compared 
with  the  yellow  vegetable  dyes  of  commerce.  It 
is  suitable  as  a  dye  for  silk  rather  than  for  wool, 
but  is  quite  useless  with  cotton.  It  has  been 
introduced  into  England  from  Aden  as  an 
adulterant  or  substitute  for  kamala  (Fliickiger 
and  Ha^bury's  Fharmacographica,  1879,  576). 
Under  the  microscope  waras  appears  as  orange- 
brown  lumps,  frequently  circular  and  closely 
resembling  kamala. 

FUmingin  C^^HjjO,  (provisional)  is  a  dull 
orange-red  crystalline  powder  consisting  of  star- 
shaped  groups  of  minute  prismatic  needles, 
which  melt  at  171°-172°,  and  closely  resembles 
the  rottlerin  of  kamala.  Solutions  of  the  alkali 
hydroxides  dissolve  it  with  an  orange-brown 
tint,  but  these  solutions  when  boiled  tlo  not 
deposit  resinous  matter,  as  is  the  case  with 
rottlerin.  On  fusion  with  alkali  salicylic  acid 
and  acetic  acid  are  produced. 

Silk  suspended  in  a  solution  of  flemingin  in 
dilute  sodium  carbonate,  and  the  whole  gradually 
raised  to  the  boiling  temperature,  is  dyed  golden 
yellow  slightly  duller  than  the  shade  given  by 
rottlerin;  but,  on  the  other  hand,  fiemingin 
possesses  much  the  stronger  dyeing  power  of  the 
two. 

In  addition  to  fiemingin  waras  contains  a 
trace  of  a  yellow  crystalline  colouring  matter, 
hmnoflemingin,  m.p.  165°-166°  (0=69-97 ;  H= 
5'75),  together  with  some  quantity  c5f  two 
resinous  substances :  (a)  OuHi^O,,  m.p.  162°- 
167°,  and  (6)  CijHjjO,,  melting  below  100°. 
Fused  with  alkali  these  latter  gave  salicylic  and 
acetic  acids,  and  appear  to  be  allied  to  fiemingin. 

Added  to  a  boiling  solution  of  its  ovm  weight 
of  sodium  carbonate,  waras  dyes  silk  golden 
yellow  shades,  which  are  brightened  by  rinsing 
in  very  dilute  acetic  acid.  Oontrary  to  the 
statement  of  Wardle,  it  is  to  be  regarded  as  a 


decidedly  superior  dyestuff  to  kamala  (Perkin, 
Chem.  Soo.  Trans.  1898,  73,  659).      A.  G.  P. 

WASH.  The  name  given  to  the  fermented 
wort  of  the  distiller. 

WATER.  Water  is  absolutely  indispensable 
to  both  animal  and  vegetable  life  ;  it  is  the  cause 
of  many  of  the  most  strikiiig  phenomena  in 
nature,  and  is  employed  for  countless  purposes  by 
man.  Its  distribution  is  as  wide  as  that  of  the  air 
itself,  whilst  its  amount  on  the  earth  is  enor- 
mously greater.  In  an  absolutely  pure  state  it 
is  never  met  with  in  nature.  The  impurities  in 
natural  water  are  derived  from  the  materiala^- 
solid,  liquid,  or  gaseous — with  which  it  comes  in 
contact,  and  they  may  be  present  either  in 
suspension  or  in  solution  or  in  both.  Inas- 
much, therefore,  as  the  interest  attaching  to 
different  waters  depends  upon  the  impurities 
they  contain,  and  these  are  dependent  upon  the 
matters  with  which  they  have  been  in  contact, 
it  is  most  convenient  to  classify  waters  according 
to  their  origin. 

I.  Bain-water,  snow,  hail,  dew,  and  hoar- 
frost. All  these  forms  of  water  are  obtained  by 
the  condensation  of  the  aqueous  vapour  which 
is  invariably  J)resent  in  the  air.  The  amount  of 
aqueous  vapour  which  can  be  contained  in  a 
given  volume  of  air  is  solely  dependent  upon  the 
temperature.  If  the  atmosphere  has  become 
saturated  with  aqueous  vapour  at  any  given  tem- 
perature and  is  cooled  belowthat  temperature,  the 
excess  of  aqueous  vapour  will  condense,  accord- 
ing to  circumstances,  as  rain,  hail,  snow,  mist, 
dew,  or  hoar-frost.  This  condensation  is  pro- 
moted by  the  presence  of  dust  and  electrically 
charged  particles.  All  these  forms  of  water 
having  been  only  in  contact  with  the  air  and 
not  with  the  earth  are  characterised  by  the 
small  proportion  of  Eolid  matter  which  they 
contain,  although  the  amount  found,  especially 
in  the  vicinity  of  towns,  is  often  considerably 
greater  than  would  be  anticipated,  and  the  rain- 
water falling  in  the  neighbourhood  of  the  sea  ia 
often  mixed  to  a  considerable  extent  with  sea- 
spray,  which  with  favourable  winds  is  carried 
many  miles  inland.  In  the  following  table  ate 
recorded  the  maximum,  minimum,  and  average 
proportions  of  the  several  ingredients  in  samples 
of  rain-water  collected  at  Rothamsted  and  else- 
where, expressed  in  parts  per  100,000 — 


Nitrogen 

solid 
impurity 

Organic 
carbon 

Organic 
nitrogen 

Ammonia 

as  nitrates 

and 

nitrites 

Chlorine 

Hardness 

Minimum 

0-62 

0-021 

0-003 

0-005 

0 

0 

0 

Maximum 

8-58 

0-372 

0121 

0-155 

0-044 

1-65 

1-7 

Average 

3-42 

0  095 

0021 

0049 

0-007 

0-33 

0-5 

Rain-water    collected    at  1 

Land's  End,  OornwaU,} 

42-80 

0131 

0  034 

0 

0  020 

21-8 

10-0 

Jan.  2,  1873        .         . ) 

Rain-water  collected  neari 

Hyde    Park,   London, 

2-76 

0-383 

0-040 

0-210 

0-008 

0-5 

11 

Nov.  8,  1873       . 

It  is  thus  seen  that  the  composition  of 
lain- water,  even  in  the  open  country,  is 
liable  to  great  fluctuations,  and  that  the 
amount  of  impurity,  both  mineral  and  organic, 

is  ociJasionally  surprising!}',  large.    The  amount 


of  organic  impurity  in  dew  and  hoar-frost  is 
even  still  greater  owing  to  these  forms  of 
water  being  condensed  out  of  the  lowest  and 
most-contaminated  couches  of  the  atmosphere. 
Thus— 


WATER. 
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Seven  Sasiples  oe  Dew  and  Hoab-ebost,  Eothamstbd,  1869  and  1870; 
(Results  of  Analysis  expressed  in  parts  per  100,000.) 


* 

Total 
solids 

Organic 
carbon 

Organic 
nitrogen 

Anmionia 

Nitrogen 

as  nitrates 

and 

nitrites 

Chlorine 

Hard- 
ness 

Minimum  .... 

Maximum  .         . 

Average     .... 

2-64 
8-00 
4-87 

0195 
0-450 
0-264 

0026 
0196 
0076 

0130 
0-280 
0-198 

0 
0-050 
0-023 

0-35 
0-80 
0-53 

1-3 
2-5 
1-9 

Two  other  impurities,  not  referred  to  above, 
which  are  generally  present  in  the  rain-water 
and  snow  of  towns  are  sulphurous  and  sulphuric 
acids  derived  from  the  combustion  of  coal. 
Angus  Smith  found  in  the  rain-Ti-ater  of  London 

'2-06,  of  Liverpool  3-96,  in  that  of  Manchester 
4-48,  and'  in  that  of  Glasgow  7-02  parts  of 
sulphuric  acid  per  100,000,  to  a  considerable 
extent  in  the  free  state.  Sendtner  found 
freshly-fallen  snow  in  Munich  to  contain  0-7  part 
sulphuric  aciH  (SO,)  per  100,000,  on  the  follow- 
ing day  1-76  parts,  after  10  days  6-22  parts,  and 
after  16  days  9-18  parts.  The  presence  of 
this  fi:ee  acid  in  the  rain-water  of  towns  is,  of 

,  course,  not  only  detrimental  to  vegetation, 
but  also  to  sculptures  and  buildings  in  which 
marble  or  limestone  are  employed.  The  pro- 
portion of  ammonia  increases  in  the  snow  after 
lying  on  the  ground  (Wagner,  Technologic, 
305), 

2.  Upland  surface  tcatir  most  nearly  ap- 
proaches in  composition  to  that  of  the  atmo- 


spheric waters  dealt  with  in  the  last  section.  It 
is,  in  fact,  rain-water  which  has  undergone 
minimum  contact  with  the  earth,  although  in 
consequence  of  its  solvent  action  even  this 
contact  is  sufficient  to  impart  to  the  water  in 
many  cases  such  proportions  of  dissolved 
matter  as  are  never  found  in  rain-water.  The 
amount  and  nature  of  these  ingredients  depend, 
of  course,  mainly  upon  the  kind  of  soil  over 
which  the  water  has  travelled,  and  consequently 
it  becomes  convenient  to  sub-divide  this  class 
according  to  the  geological  character  of  the 
ground  from  which  the  upland  surface  water 
has  been  obtained. 

In  the  following  tables  are  recorded  the 
maximum,  minimum,  and  average  amounts  of 
impurity  found  .in  the  examination  of  a  large 
series  of  samples  of  waters  principally  derived 
from  land  not  under  cultivation,  so  as  to  re- 
present the  characters  naturally  acquired  by 
water  passing  over  the  various  geological 
formations. 


I. — Watees  eeom  Non-calcakeous  Strata. 
(Results  of  Analysis  expressed  in  parts  per  100,000.) 


Description 


Total 
solid 

matters 


Organic 
carbon 


Organic 
nitro- 
gen 


Am- 
monia 


Nitro- 
gen as 
nitrates 

and 
nitrites 


Total 
com- 
bined 

nitro- 
gen 


Chlor- 
ine 


Hardness 


Tem- 
porary 


Perma- 
nent 


Total 


Maximum 
Minimum 
Average  (18  samples) 


(a) 

12-70 

1-52 

6-15 


Upland  surface  water  from  Igneous  rocks.  ^ 


0-582 
0-074 
0-278 


0-071 
0-013 
0033 


0-004 

0 
0-001 


0-029 

0 
0-002 


0-073 
0014 
0-035 


2-10 
0-35 
1-13 


0-4 
0 
0-1 


5-7 
0-8 
2-0 


(6)  Upland  surface  water  from  Metamorphie,  Cambrian,  Silurian,  and  Devonian  rocks.* 


Maximum 
Minimum 
Average  (81  samples) 


12-48 
2-14 
6-i2 


1-059 
0-042 
0-293 


0-076 

0-008 

0-001 

0 

0-024 

0-002 

0-043 

0 
0-006 


0-110 

3-35 

0-002 

0-52 

0-031 

0-92 

1-8 
0 
0-3 


6-9 
0-3 
2-5 


6-9 
0-8 
2-1 

6-9 
0-4 
2-5 


(c)  Upland  surface  water  from  Toredale  and  millstone  grits  and  non-calcareous  portion  of 

the  coal  measures.' 

Maximum 
Minimum 
Average  (47  samples) 

(d)  Upland  surface  water  from  Lower  London  Tertiaries  and  Bagshot  lieds. 


15-00 

1-457 

0-103 

0-024 

0-042 

0-116 

1-59 

3-7 

8-1 

4-58 

0-033 

0 

0 

0 

0-012 

0-65 

0 

0-9 

8-75 

0-377 

0-033 

0003 

0-010 

0-050 

1-05 

0-4 

4-3 

Maximum 
Minimum 
Average  (3  samples) 


13-14 
5-92 
8-40 


0-439 
0-282 
0-379 


0-056 
0-039 
0-048 


0-012 

0 
0-004 


0-020 

0 
0-007 


0-086 
0-039 
0-058 


2-60 
1-24 
2-06 


0-9 
0 
0-3 


6-6 
1-8 
3-5 


8-7 
0-9 
4-7 

5-6 
1-8 
3-8 


•  AU  soft  and  peaty.    GeneraUy  turbid,  and  of  a  yellowish  or  even  brownish  colour. 

I  TWg  water  is  also  generaUy  peaty,  and  often  turbid  and  coloured.    Owmg  to  the  large  area  of  these  rocks 
•vnosed  they  form  some  of  the  most  important  gathering  grounds,  especlaUy  In  Scotland. 
■  Soft  but  generally  turbid,  peaty,  and  of  a  yellow  or  brownish  colour. 
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II. — ^WaIEBS  FBOM  CALOtRBOUS  StRATI. 
(Kesults  bf  Analysis  expressed  in  parts  per  100,000. 


Description 


Total 

solid 

matters 


Organic 
carbon 


Organic 
Nitro- 
gen 


Am- 
monia 


Nitro- 
gen as 

nitrates 
and 

nitrites 


Total 
com- 
bined 
nitro- 


Chlor- 
ine 


Hardness 


Tem- 
porary 


Perma- 
nent 


Total 


(a)  Upland  surface  water  from  Silurian  and  Devonian  rochs.^ 

Maximum 
Minimum    . 
Average    (3  samples, 
all  from  Scotland) 


14-46 
12-26 

0-475 
0-103 

0046 
0  008 

0 
0 

0055 
0 

0-080 
0016 

1-62 
0-83 

3-5 
0 

9-6 
5-2 

13-71 

0-301 

0026 

0 

0-021 

0  047 

1-20 

1-2 

7-4 

(5)  Upland  surface  water  from  Mountain  Limestone. ' 


23-40 

0-812 

0-097 

0  002 

0042 

0-097 

1-59 

9-3 

10-6 

12-45 

0-218 

0-023 

0 

0 

0  024 

0-92 

1-7 

4-3 

1  17-07 

0-370 

0  047 

0001 

0-011 

0059 

1-24 

6-7 

7  0 

Maximum 
Minimum  . 
Average  (7  samples) 

(c)  Upland  surface  water  from  calcareous  portion  of  Coal  Measures.' 

Maximum 
Minimum    . 
Average  (26  samples) 

(d)  Upland  surface  water  from  Lias,  New  Bed,  and  Conglomerate  Sandstone. 

Maximum 
Minimum    . 
Average  (8  samples) 


77-36 

0-856 

0-089 

0-010 

0061 

0122 

4-85 

11-6 

13-0 

10-20 

0-082 

0-001 

0 

0 

0-014 

0-84 

0 

30 

22-79 

0-346 

0  037 

0-003 

0016 

0056 

1-52 

4-0 

8-3 

26-32 

0-506 

0-075 

0-008 

0034    0-100 

200 

160 

12-9 

11-08 

0-186 

0020 

0 

0       0022 

0-99 

2-9 

3-1 

18-92 

0-300 

0-042 

0-002 

0012    0-056 

1-50 

7-8 

6-3 

(e)  Upland  surface  water  from  Magnesian  Limestone.* 


Bipon,  the  Kex  Beck, 
8  miles  from  source, 
Jan.  27,  1874 


The  Frame,  above 
Woodlands  Mill, 
Somersetshire, 
March  10,  1870      . 


17-84 


0-172    0036 


0001 


0 


0-037 


1-40       6-4 


(/)  Upland  surface  wateK  from  Oolites.^ 
0/042 


17-46 


0-326 


0025 


0004 


0-070 


1-55 


6-6 


8-3 


5-8 


6-6 

7-5 

8-0 


14-6 

9-8 

12-7 


250 

6-2 

12-3 


24-8 

6-0 

140 


14-7. 


12-4 


'  Owing  to  the  compact  nature  of  the  limestone  in  these  old  formations,  the  hardness  is  very  moderate. 

"  Hardness  not  excessive,  but  large  amount  of  organic  matter  (peaty),  rendering  the  waters  coloured  and 
unpalatable. 

'  Of  very  variable  character ;  generally  of  only  moderate  hardness,  but  containing  much  peaty  matter,  and 
hence  coloured  and  unpalatable. 

*  Slightly  turbid. 

*  Slightly  turbid.    Owing  to  the  porous  nature  of  Oolite  formation,  surface  water  is  very  rare. 


The  above  analyses  show  that  upland 
Buriace  waters  generally  contain  a  considerable 
amount  of  dissolved  matters  only  when  they 
are  derived  from  calcareous  strata.  The 
organic  matter  is  subject  to  great  variation,  but 
in  every  case  contains  only  a  very  small  pro- 
portion of  nitrogen  in  comparison  with  the 
carbon,  indicating  that  the  organic  substances 
present  are  of  vegetable  origin,  which  is  further 
attested  by  the  almost  entire  absence  of  am- 
monia, nitrates,  and  nitrites,  all  bf  which, 
when  present  in  amount  beyond  that  in  which 
they  occur  in  rain-water,  are  nearly  exclusively 
derived  from  the  decomposition  of  animal 
matters.  The  chlorine  is  also  low,,  the  Upland 
gathering  grounds  being  generally  beyoiid  the 
reach  of  aea-spray  and  not  receiving  the  liquid 
excrements  of  animals,  which  are  particularly 
rich  in  chlorides,  whilst  from  their  mere  surface 


contact  with  the  soil  they  have  not  extracted 
any  considerable  quantities  of  the  salts  present 
in  the  latter,  as  is  the  case  with  spring-  and 
well-water. 

3.  Surface .  water  derived  from  cultivated 
land.  This  includes  the  great  body  of  river- 
waters,  inasmuch  as  practically  all  streams  fiow 
through  and  receive  accessions  from  land  under 
cultivation  before  reaching  the  sea.  The  com- 
position of  such  waters  is  very  varied,  depending 
upon  local  circumstances,  and  being  liable  to  great 
fluctuations  at  different  seasons  of  the  year. 
This  group  may  be  conveniently  divided  into 
two  sub-groupB,  'actSOrding  "as  the  water  is 
derived  from  oalcweoiis  or  non-calcareous 
districts.  The.  following  results  of  analyses  of 
British  waters  of  this  description  are  coinpiled 
from  the  Sixth  Report  of  the  Rivers  Com* 
misnoni  1874 ! — 


WATER. 

StTEFACE  Watius  pbom  Cultivated  Land. 
(Results  of  Analysis  expressed  in  parts  per  100,000.) 
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Description 


Total 

solid 

matters 


Organic 
carbon 


Organic 
nitro 
gen 


Am- 
monia 


Nitro- 
gen as 
nitrates 

and 
nitrites 


Total 
com- 
bined 
nitro- 
gen 


Chlor- 
ine 


Hardness 


Tem- 
porary 


Perma' 
nent 


Total 


Maximum 

Minimum  . 

Average  (31  samples)  . 

Maximum  . 

Minimum  . 

Average  (144  samples) 


(o)  Water  from  non-calcareous  di 

itricts.^ 

18-10    1-124    0-112 

0  056 

0-258 

0-393 

5-26    0-125      0* 

0 

0 

0017 

9-52    0-276    0034 

0-007 

0089 

0-128 

2-80  I 

0-70 

1-49 


4-6 

0 

0-6 


8-0 
1-8 
4-3 


(6)  Water  from  calcareous  districts.^ 

110-40 

1-338 

0-307 

0030 

1-005 

1-096 

12-75 

26-3 

42-1 

13-22 

0-069 

0009 

0 

0 

0-033 

0-54 

0 

2-1 

3008 

0-268 

0053 

0  005 

0-257 

0-314 

2-24 

12-4 

8-2 

10-1 
-2-1 

4-9 

67-3 

7-8 

20-6 


'  Usually  turbid,  organic  matter  generally  moderate  in  amount,  but  partially  of  animal  origin. 

^  Tills  result  is  extremely  improbable,  more  especially  as  the  particular  water  in  question  (a  sample  of  the 
water  supplied  to  Bury  and  Eadclifle,  liancashire)  contained  0'229  organic  carbon,  0032  ammonia,  and  0066 
nitrogen  as  nitrates  and  nitrites. 

'  Generally  turbid,  the  organic  matter  is  much  the  same  in  amount  as  in  the  water  from  non-calcareous  dis- 
tricts, but  generally  more  nitrogenous,  in  consequence  of  calcareous  soils  being  usually  under  higher  cultivation 
than  non-calcareous  ones.  The  total  combined  nitrogen  is  also  for  the  same  reason  considerably  greater,  and  the 
hardness  is,  of  course,  very  much  higher. 


In  connection  with  the  effect  of  cultivated 
land  upon  the  water  which  comes  in  contact 
with  it,  it  is  instructive  to  note  the  nature  of 
the  w-ater  which  drains  from  such  land,  as  this 
throws  light  upon  the  composition  of  subter- 
ranean waters  (from  springs  and  wells),  which 
will  be  considered  below. 


In  the  following  table  is  recorded  the  com- 
position of  the  water  obtained  from  drain-pipes 
placed  from  18  ins.  to  5  ft.  below  a  plot  of  land 
at  Bothamsted  which  had  remained  both 
unmanured  and  uncropped  lot  a  period  of 
11-15  years : — 


Composition  or  Wateb  from  Land  unmanueed  and  unceopped  toe  Eleven  to  Fifteen 
Years.'    (6th  Eep.  Eiv.  Com.  p.  62.) 
(Besults  of  Analysis  expressed  in  parts  per  100,000.) 


Description 

Total 

solid 

matters 

Organic 
carbon 

Am- 
monia 

Nitro- 
gen as 
nitrates 

and 
nitrates 

Total 
com- 
bined 
nitro- 
gen 

Chlor- 
ine 

Hardness 

nitro- 
gen 

Tem- 
porary 

Perma- 
nent 

Total 

Maximum     ,  . 

Minimuiu 

Average  (15  samples! 
distributed  over| 
four  years)    .         . J 

63-28 
18-00 

3206 

0-235 
0096 

0154 

0-116 
0  020 

0-053 

0026 
0 

0006 

4-936 
0-607 

2-195 

4-981 
0-654 

2-253 

3-80 
0-60 

1-65 

7-2 
0-3 

4-1 

11-9 
3-2 

8-5 

16-6 
3-5 

12-6 

'  The  samples  varied  from  clear  to  turbid. 


It  will  be  seen  that  the  conversion  of  the 
original  nitrogenous  organic  matter  in  the  soil 
into  mineral  products  is  a  very  slow  process,  large 
quan1;ities  of  nitrates  being  still  present  in  the 
drainage  waters  after  the  lapse  of  so  piany  years. 


It  is  interesting  to  compare  with  the  above 
the  composition  of  the  water  draining  from  a 
plot  of  land  Unmanured  for  16-21  years,  but 
continuously  bearing  an  annual  wheat  crop 
during  that  time  : — 


Composition  of  Water  feom  Land  unmanured  foe  Sixteen  to^  Twenty-one  Years,  but 

CONTINUOUSLY  BEARING  WHEAT  CROPS.     (6th  Rep.  Riv.  Com.  p.  60.) 

(Results  of  Analysis  expressed  in  parts  per  100,000.) 


Description 

Total 

solid 

matters 

Organic 
carbon 

Organic 
nitro- 
gen 

Am- 
monia' 

Nitro- 
gen as 

nitrates. 
and 

nitrites 

Total 
com- 
bined 
nitro- 
gen 

Chlor- 
'  ine 

Hardness 

Tem- 
porary 

Perma- 
nent 

Total 

'Maximum    *     •         • 
Minimum 

Average.  (11  samples  1 

■    distributed       over> 

five  years)     .       '  .) 

48-40 
13-80 

24-96 

0-242 
0  099 

0-170 

0  058 
0-010 

0  034' 

0-006 
0 

0002 

2-268 
0 

0-645 

— 

3-80 
0-80 

1-37 

14-1 
8-9 

10-8 

22-4 
3-9 

8-4 

32-7 
13-5 

19-2 

r,s8 


WATER. 


As  might  have  been  anticipated,  the  propor- 
tions of  ammonia  and  nitrates  finding  their  way 
into  the  drainage  water  in  this  case  were  much 
less,  and  in  the  summer  months  during  the 
growth  of  the  crop  the  amount  of  this  mineral 
nitrogen  found  in  the  drainage  water  was 
practically  nil. 

CoMPosiTioir  OF  Deainagb  Wateb  feom  Land  manttked  with  14  Tons  Farmvabd  Manure 

PEE  ACEE  FOB  TWENTY-FOUB  TO  TWENTY-HINB  Yeaks.     (6th  Eep.  Riv.  Com.  p.  58). 

(Kesults  of  Analysis  expressed  in  parts  per  100,000.) 


We  will,  in.  the  next  place,  compare  with  thS 
above  the  composition  of  the  drainage  water 
from  land  which  had  been  manured  annually 
with  14  tons  of  farmyard  manure  per  acre  over 
a  period  of  24-29  years,  and  bearing  wheat  con- 
tinuously during  that  time  : — ■ 


Description 

Total 

solid 

matters 

Organic 
carbon 

Organic 
nitro- 
gen 

Am- 
monia 

Nitro- 

nitrates 

and 
nitrites 

Total 
com- 
bined 
nitro- 
gen 

Chlor- 
ine 

Hardness 

Tem- 
porary 

Perma- 
nent 

Total 

Maximum 
Minimum 

Average  (13  samples'! 
over  five  years)      .  j 

51-20 
14-00 

25-90 

1-243 
0181 

0-519 

0-335 
0036 

0-115 

0-052 
0 

0009 

2-592 
0082 

0-528 

2-754 
0-130 

0-665 

3-35 
0-60 

1-30 

121 
1-4 

6-8 

20-6 
5-4 

8-6 

32-1 

8-7 

16-4 

Thus  the  difference  between  the  drainage 
waters  from  the  unmanured  and  manured  land 
is  not  nearly  so  great  as  might  have  been  ex- 
pected, being  principally  confined  to  the  larger 
proportion  of  organic  matter  found  in  the  latter. 

The  above  results  may  be  compared  with 


those  obtained  in  the  analysis  of  a  number  of 
samples  of  the  drainage  water  from  sewage  farms; 
in  all  of  which  the  town  sewage  is,  or  was,  applied 
to  land,  with  the  double  object  of  purifying  the 
sewage  and  deriving  a  profit  out  of  the  crops 
raised.    Thus : — 


Composition  oe  Deainaoe  Watee  from  Sewage  Faems.    (6th  Rep.  Riv.  Com.  pp.  55-57.) 
(Results  of  Analysis  expressed  in  parts  per  100,000.) 


Description 

Total 

solid 

matters 

Organic 
carbon 

Organic 
nitro- 
gen 

Am- 
monia 

Nitro- 
gen as 
nitrates 

and 
nitrites 

Total 
com- 
bined 
nitro- 
gen 

Clilor- 
ine 

Hardness 

Tem- 
porary 

Perma- 
nent 

Total 

Maximum 
Minimum  . 
Average  (72  samples) 

103  00 
18-60 
64-02 

2-160 
0108 
0-982 

0-517 
0-034 
0-191 

1-366 
0005 
0-388 

6-499 

0 
0-756 

6-833 
0069 
1-266 

13-40 
2-15 
6-36 

36-9 

0 

17-B 

39-3 

3-9 

15-4 

56-6 

3-9 

33-0 

It  will  be  seen  that  the  drainage  water  from 
sewage  farms  is  generally  richer  in  organic  and 
inorganic  impurities  than  the  water  draining 
from  manured  or  unmanured  land,  the  passage 
of  the  water  through  the  ground  being  in  the 
latter  case  a  much  slower  one,  and  thus  allowing 
time  for  more  perfect  purification  by  soil  and 
plants.  Occasionally,  as  indicated  by  the  above 
minimum  results,  the  drainage  water  from 
sewage  farms  is  remarkably  free  from  impurities. 
A  much  purer  drainage  water  is  often  yielded 
m  the  intermittent  downward  filtration  of 
sewage  through  suitable  land. 

The  knoTMedge  thus  gained  of  the  composi- 
tion of  waters  draining  from  cultivated  land 
becomes  of  special  value  in  studying  the  nature 
of  the  next  group  of  waters  (shallow  well  water). 

4.  Shallow  weU  water.  It  has  been  esti- 
mated that  about  twelve  millions  of  the  in- 
habitants of  Great  Britain  are  supplied  with 
water  for  domestic  purposes  from  shallow  wells. 
This  class  of  water  is  very  liable  to  serious  con- 
tamination with  sewage  and  refuse  animal 
matters,  inasmuch  as  such  wells  are^  almost  in- 
variably sunk  in  the  vicinity  of  human  dwellings, 
and  frequently  within  a  few  feet  of  the  cesspool 


receiving  their  drainage.  It  is  these  waters 
which  have  most  frequently  caused  serious  out- 
breaks of  typhoid  fever.  In  consequence  of  the 
great  practical  interest  attaching  to  these  waters, 
their  composition  will  be  considered  in  con- 
nection with  the  principal  geological  formations 
upon  which  such  shallow  wells  may  be  sunk. 

The  results  recorded  on  the  next  page  serve 
to  show  the  general  composition  of  shallow  well 
waters  as  met  with  in  Great  Britain.  The 
composition  of  these  waters  varies  within  very 
wide  limits,  even  when  derived  from  one  and 
the  same  geological  formation,  which  is  due  to 
their  being  not  generally  an  aqueous  extract  of  a 
soil  in  its  natural  condition,  but  of  ground  which 
is  often  saturated  with  sewage  and  other  animal 
refuse.  In  consequence  of  the  oxidising  power 
of  soil,  the  Organic  matter  of  this  refuse  is  not 
unfrequently  almost  entij:ely  destroyed  before 
reaohmg  the  wells,  and  even  the  ammonia, 
which  is  one  of  the  first  products  of  its  decom- 
position, has  often  disappeared,  having  generally 
become  converted  into  nitrates  and  nitrites. 
Of  nitrates  and  nitrites  these  shallow  well  waters 
generally  contain  some,  and .  often  a  large 
amount,  which  thus,  together  with  the  ammonia^ 


WATER. 
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Shallow  Wbll  Watbes. 
(BesuItB  of  Analysis  expressed  in  parts  per  100,000.) 


Description 


Total 

solid 

matters 


Organic 
carbon 


Organic 
nitrogen 


Am- 
monia 


Nitrogen 

as 
nitrates 

and 
nitrites 


Total 
combined 
nitrogen 


Chlorine 


Hardness 


Tem- 
porary 


Perma- 
nent 


Total 


Maximum 
Minimum 

Maximum 
Minimum 

Maximum 
Minimum 

Maximum 
Minimum 


From  Qneiss  and  Silurian  rocks  ^  (6th  Rep.  Riv.  Com.  p.  69). 
100-20  I  0-362  I  0-110  I  0-625  I     2-465  I     3-090  1  17-00  I  22-3 
6-32  j  0027  I  0-003  |       0      |     0033  |     0040  |     0-90  j     0 

From  Devonian  rocks  ,  (29  samples  analysed). 
105-20  I  0-794  I  0-172  I  0-630  I     4-197  I     4-261  I  17-00  I  18-3 
12-16  I  0-004  I  0-003  |       0      |     0-033  |     0039  |     1-60  |      0 

From  Y meddle  and  Millstone  grits  '  (20  samples  analysed). 
133-60  I  0-859  I  0-216  I  0010  I     5-100  I     6-200  I  13-90  I  37-2 
6-92  I  0039  I  0007  |      0      |     0-006  ]     0-013  |     0-65  |      0 

From  Coal  measures  ,  (44  samples  analysed). 
220-92  I  1-200  I  0-169  I  0-170  I  10-102  I  10-262  I  29-00  I  28-2 
9-40     0-024      0007         0  0  0-015       0-99         0 


19-2 
3-3 


47-8 
3-2 


66-1 
2-9 


112-0 
1-4 


From  Mountain  Limestone  and  Magnesian  Limestone  ^  (9  samples  analysed). 
Maximum   I  108-88  I  0-190  I  0070  I  0002  I     4-812  1     4-884  I  13-35  I  40-1  I     48-5 
Minimum         45-84      0-037      0-010         0  0-527        0-549        2-40      18-3        21-8 


Maximum 
Minimum 


240-20 
20-64 


Maximum   I  306-85 
Minimum    j     49-48 

Maximum   |  269-60 
Minimum         3100 


From  New  Red  Sandstone  '  (87  samples  analysed). 
I  2-349'  I  0-346'  I  0-620  I  14-717  1  16-333  I  39-00  I  620 
1 0029   I  0-009   I      0      I       0       I     0-027  |     1-40  |      0 

From  Lias  '  (38  samples  analysed). 
0-298  I  0-162  I  19-858  I  20-123  I  40-50  I  401 
0-023         0  0  0-033        1-76         0 


1-792 
0052 


2-662 
0041 


From  Oolites  »  (25  samples  analysed). 
I  0-531  I  0-^40  I  12-220  I  12-508  I  44-60  I  42-6 
0008         0  0  0-178        1-23      10-8 


99-0 
3-8 

111-0 
1-2 


55-9 
3-1 


From  Upper  and  Lower  Greensand  and  Wealden  ^^  (21  samplgs- analysed). 
Maximum   I  381-10  I  0-485  I  0-196  I  0160  I     6-722  I     6-736  I  82-50  I  35-8  [    44-7 
Minimum    |     10-52  |  0-014  |  0006  |      0      |        0      |     0-012  |     2-10  |      0    |      3-8 

From  Chalk  **  (33  samples  analysed). 
Maximum   I  159-16  1  0-772  I  0-340  I  1-700  I     6-345  I     7-779  I  28-50  I  39-7  I     47-1 
Minimum    |     32-48  |  0-014  |  0-007  |      0      |     0-613  |     0-628  |     1-79  |  120  |       5-6 

From  gravel  on  the  London  Clay  '^  (49  samples  analysed,  37  from  London  itself). 
Maximum  I  396-50  I  1-006  I  0-604  1  2-750  I  26-840  I  25-927  I  34-60  1  49-2  I  164-3 
Minimum    |     31-80  |  0-040  |  0012  |      0      |       0       |     0-013  |     1-90  |      0     |      8-7 

From  Bagshot  heds  "  (8  samples  analysed). 
Maximum   I  286-80  I  1-295  I  0-164  I  0-630  I  17-940  I      —      I  31-15  I  21-5  I  111-9 
Minimum    |     23-18  |  0078  |  0027  |  OOOl  |      0        |     0-087  |     2-48  |     5-4  |      6-6 

From  Fluvio-marine  series  ^*  (13  samples  analysed). 
Maximum   I     66-12  I  0-429  I  0-093  I  0016  I     3-640  I     3-734  I     7-20  I  12-1  I     29-3 
Minimum    |       8-16  |  0-063  |  0010  |       0      |        0       |     0010  |     2-40  |      0    |      4-6 

From  Alluvium  and  gravel  i*  (29  samples  analysed). 
Maximum      320-72      0-931      0-940      3050      11-265      14-300      36-25      36-4      118-6 
Minimum         28-58      0-016      0-010         0  0  0-074        1-70        2-7  1-9 


41-5 
3-4 

55-7 
50 


90-0 
2-9 


140-8 
3-4 


88-6 
40-7 


127-1 
17-1 

116-9 
2-7 


78-» 
23  0 


80-5 
3-8 


71-5 
23-6 


191-0 
14-3 

131-7 
13-1 

36-4 
4-6 

152-4 
4-6 


>  In  almost  all  cases  clear  and  palatable.      '  Generally  clear  and  palatable.      3  Almost  all  clear  and  palatable, 
♦  In  many  oases  clear  and  palatable ;  but  in  otiiers  turbid,  and  even  very  turbid. 
'  All  clear  or  slightly  turbid  and  palatable. 
'  Generally  clear,  or  only  slightly  tmrbid  and  palatable.    In  a  few  cases  saline  taste. 
'  Even  this  water  clear  and  palatable.  '  In  nearly  all  cases  clear,  or  slightly  turbid  and  palatable, 

°  Varying  from  clear  and  palatable  to  very  turbid.    In  some  cases  saline  taste, 
w  Mostly  more  or  less  turbidi    Palatable. 
"  Clear  to  very  turbid.    Palatable,  or  occasionally  slight  saline  taste. 
■2  Generally  more  or  less  turbid  and  palatable.    Occasionally  sUght  saline  taste. 
"  Generally  more  or  less  turbid  and  palatable.  "  More  or  less  turbid  and  palatable. 

14  Generally  clear  or  only  slightly  tuibiJ  and  palatable.    Occasionally  slight  saline  taste. 
Vol..  v.— T.  a  :» 
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testify  to  the  water  having  previously  been  in 
contact  with  nitrogenous  organic  matter  which 
has  subsequently  undergone  destruction;  In 
shallow  well  waters,  even  when  the  organic 
matter  is-  only  small  in  amount,,  it  is  generally 
highly  nitrogenous,  pointing  to  its  probable 
animal  origin,  and  in  some  exceptional  cases 
the  organic  nitrogen  found  is  actually  in  excess 
of  the  carbon.  These  waters,  which  are  generally 
suspicious  from  the  presence  of  mineral  nitrogen, 
become  in  the  highest  degree  dangerous  ^vhen 
the  proportion  of  organic  matter  is  large. 

5.  Deep  well  waters.  It  is  convenient  to 
distinguish  for  sanitary  purposes  between 
waters  which  are  obtained  from  comparatively 
shallow  wells  and  those  which  sire  derived  from 
wells,  say,  upwards  of  100  ft.  in  depth,  and 
sometimes  reaching  to  the  distance  of  more  than 
1000  ft.  below  the  surface  of  the  earth.  The 
presumption  is  that  waters  obtained  from  such  a 
-  depth  have  undergone  perfect  filtration  through 


porous  strata,  and  consequently  it  is  hot  usual 
to  view  the  evidence  of  previous  contact  with 
animal  matters  afforded  by  the  presence  of 
mineral  nitrogen  with  so  much  suspicion  as  in 
the  case  of  the  waters  from  the  shallower  wells. 
The  great  efficiency  of  the  filtration  which  most 
of  these  deep  well  waters  have  undergone  is 
attested  both  by  their  freedom  from  organic 
matter,  and  from  every  kind  of  suspeirded 
material,  whether  organic  or  inorganic.  In 
consequence  of  the  excellent  water  obtainable 
from  such  deep  wells,  they  have  beon  multiplied 
greatly '  during  past  years,  so'  that  at  the 
present  time  not  onlj'  are  many  towns  (including 
a  part,  of  London)  ^nJ  villages  supplied  from 
this  source,  but  also  nearly  all  larger  breweries 
and  many  private  establishments.  In  some 
cases  these  deep  wells  are  of  the  kind  known  as 
'  Artesian  '  (from  Artois,  in  France,  where  they, 
were  probably  first  employed) ;  that  is  to  say, 
on  reaching  the  water-bearing  stratum  the  water 


Deep  Well  Wateks.     (6th  Rep.  Riv.  Com.  p.  89.) 
(Results  of  Analysis  expressed  jik  parts  per  100,000.) 


1 

Kitro-' 

Total 

Hardness 

Description 

Total 

solid 

niaaers 

Iroanif  Orsanic 

Am- 
monia 

gen  as 

nitrates 

and 

com- 
bi'ied 
nitro- 

Clilor- 
iue 

jrganic 
carbon 

nitro- 
gen 

Tem- 

Perma- 

Total 

nitrites 

gen 

porary 

nent 

From  Devonian  roeks. 

Maximum 

.          . 

45-30 

0-083 

OOIC 

0-001 

0-69C 

0-713 

4-20 

26-2 

16-4 

32-5 

Minimum 

8 -94 

0  021 

0  005 

0 

0044 

0049 

1-40 

0-5 

3-1 

3-6 

Average  (5 

samples) 

29-41 

0-047 

0012 

0 

0-400 

0-412 

2-96 

8-9 

9-4 

18-3 

Polluted 

well       at 

Bromyard 

85-12 

0-177 

0-048 

0 

2-279 

2-327 

11-25 

25-0 

16-2 

41-2 

Polluted 

well       at 

Dundee 

. 

27-50 

0-119 

0027 

0-025 

0-532 

0-580 

305 

9-0 

8-5 

1-8-1 

From  Millstone  Grit. 

Well     at 

Bradford, 

1 

Yotks  . 

! 

55-40 

0-lCO 

0005    0028 

0  038 

0  060 

3-23 

6-8 

7-3 

14;1 

Well       at 

Glossop, 

Derby- 

'. 

20-32 

0092 

0-020    0003 

0019    0042 

0-89 

9-8 

5-9 

15-7 

From  Coal  Measures. 

Maximum 

m 

144-88 

0198 

0  064 

0170 

1-408 

1-494 

59-85 

28-2 

48-5 

75-0 

Minimum 

, 

33-42 

0045 

0014 

0 

0 

0-029 

1-29 

5-7 

1-2 

9-9 

Av;era|g6    (9 

samples) 

83-10 

0-119 

0  034 

0  044 

0-207 

0-278 

1805 

151 

20-6 

35-7 

Polluted 

well       at 

Holyrooc 

EUin- 

burgh   . 

. 

92-54 

0-326 

0-175 

0  056 

0-9C0 

M71 

7-95 

27-9 

8-3 

36-2 

From  Magnesian  Limestone.'- 

Mansfield, 

Wood- 

. 

house 

54-32 

0139 

0039 

0 

M88 

1-227" 

3-20 

23-4 

26-0 

49-4 

Pontefract, 

Yorks      '. 

84-92 

0-054 

0021 

0 

2-673 

2-694 

5-55 

26-5 

40-8 

67-3 

'  The  following  .is  a  more  recent 
Magnesium  Limestone  :-^ 

IlESntTS  OF 


analysis  made  by  the  writer  of  water  derived  from  deep-  wells  in  the 
ANALYSIS  Expressed  in  Pakts  Per  100,000. 


Description 

Total 

solid 

matters 

Organic 
carbon 

Organic 
nitro- 
gen 

Am- 
monia 

Nitro- 
gen as 

nitrates 
and 

nitrites 

Total. 
Com- 
bined 
nitro- 
gen 

Chlor- 
iu6 

Hrad- 
neas 

Ecmarks 

Sunderland  and] 
South  Shields      [ 
Water  Supply.     ! 
Mar.'h  3,  1005.  ) 

45-S2 

0029 

0005' 

Trace 

0-328 

0-333 

3-65 

350 

Alkaliriity=28-5  CaCO, 
Total  lime  (CaO)=10-94 
„    magnesia    (MgO) 
=  6-30 

WATER. 
Debp  Well  Waters  (confenited). 
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Nitro- 

Total 

Hardness 

Description 

Total 
solid 

Orcanic 
carbon 

Organic 
nitro- 

Am- 

gen as 

nitrates 

com- 
bined 

Chlor- 
ine 

matters 

gen 

monia 

and 

nitro- 

Tem- 

Perma- 

,, Total 

nitrites 

gen 

porary 

nent 

From  New  Red  Sandstone. 

Maximum 

62-84 

0-091 

0-038 

0-039 

3-508 

3-628 

7-51 

19-4 

20-0 

36-6 

Minimum 

14-20 

0 

0 

0 

0 

0009 

1-30 

0 

4-9 

6-7 

Average  (28  samples) 

30-63 

0-036 

0014 

0-003 

0-717 

0-734 

2-94 

7-4 

10-5 

17-9 

Polluted  well  at  Lich- 

field     . 

32-06 

0-163 

0038 

0-003 

0-489 

0-529 

2-20 

9-3 

9-0 

18-3 

Polluted      well      at 

Liverpool 

86-70 

0-135 

0038 

0-005 

8-678 

8-721 

12-61 

11-5 

24-d 

35-6 

Polluted  well  at  Ox- 

ton 

27-80 

0-249 

0034- 

0-001 

0-376 

0-411 

3-52 

6-6 

8-6 

14-1 

From  Lias. 

Well  at  Northampton 

57-76 

0-168 

0-024 

0-003 

0 

0026 

6-15 

8-6 

1-7 

10-3 

Well    at    Somerton, 

Somerset 

84-20 

0-124 

0-030 

0 

0-778 

0-808 

3-70 

35-3 

14-7 

60-0 

Polluted  well  at  Trow- 

bridge, Wilts 

144-34 

0-230 

0057 

0-002 

0-550 

0-609 

36-70 

27-4 

29-7 

671 

From  Oolites. 

Maximum         .         . 

41-90 

0054 

0-018 

0-110 

1-898 

1-907 

3-70 

18-0 

10-6 

23-0 

Minimum 

26-60 

0-023 

0-005 

0 

0 

0099 

1-35 

8-3 

3-6 

18-9 

Average  (5  samples)  . 

33-60 

0-037 

0-010 

0-022 

0-625 

0-654 

2-69 

13-8 

6-8 

20-6 

Polluted     (maximum 

of  3  wells)      . 

71-04 

0-217 

0053 

0-002 

0-778 

0-800 

7-80 

26-4 

12-9 

39-3 

Polluted      (minimum 

of  3  wells)      . 

27-48 

0-106 

0-020 

0 

0 

0047 

2-10 

12-6 

8-6 

21-2 

FromH 

astings  Sand,  Lower  and  Upper  Greensand,  and  Wealden. 

Maximum 

79-20 

0-120 

0021 

0074 

1-074 

1-085 

10-00 

27-8 

26-0 

44-3 

Minimum 

28-24 

0-028 

0-003 

0 

0 

0-007 

1-60 

11 

1-2 

3-6 

Average  (20  samples) 

45-20 

0-068 

0-014 

0-016 

0-196 

0-223 

6-38 

16-8 

10-6 

27-3 

Polluted       well       in 

Lower     Greensand 

at  Sevenoaks 

38-76 

0-447 

0  072 

0 

0-252 

0-324 

5-90 

7-2 

134 

20-6 

From  Ghalh. 

Maximum         •         . 

66-34 

0-131 

0064 

0-029 

2-277 

2-319 

11-10 

38-6 

13-8 

50-0 

Minimum       .    • 

23-30 

0 

0 

0 

trace 

0014 

100 

10-8 

2-7 

19-1 

Average  (66  samples) 

36-88 

0-050 

0-017 

0001 

0-610 

0-628 

2-76 

21-2 

6-6 

27-7 

Polluted  wells,  maxi- 

mum   . 

216-40 

0-821 

0-186 

0-150 

3-401 

3-484 

106-0 

36-1 

34-3 

51-5 

Polluted  wells,  mini- 

mum   .         . 

32-16 

0-107 

0-028 

0 

0 

0-204 

1-83 

13-9 

5-3 

23-9 

From  Chalk  heneath  London  Clay. 

Maximum         •         • 

106-70 

0-195 

0067 

0-118 

0-045 

0-681 

38-80 

29-5 

25-4 

48-5 

Minimum          .  ■     .  • . 

33-38 

0  055 

0005 

0 

,   0 

0-053 

2-38 

0 

0-9 

0-9 

Average  (13  samples)' 

78-09 

0093 

0-028 

0048 

0-068 

0-135 

15-02 

9-7 

8-7 

184 

Polluted  wells  at  Col- 
'  Chester 

96-20 

0-174 

0-030 

0-021 

2-582 

2-629 

21-00 

12-7 

13-0 

25-7 

PoEuted      wells      at 
Hounslow 

82-40 

0-273 

0-042 

0001 

0-846 

0-889 

9-05 

26-2 

8-1 

34-3 

From  Thanet  Sand  and  Drift. 

^  --j 

Maximum         •        • 

61-JO 

0-133 

0021 

0-190 

0438 

0-157 

910 

23-7 

12  0  . 

■  34-0 

45-96 

0-074 

0-019 

0 

0 

0-019 

5-20 

4-5 

3-6 

8-1 

Average  (4  samples)  . 

S3-84 

0-113 

0020 

0-072 

0-116 

0-202 

6-32 

144 

7.-6 

.  22,0 

/" 
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rises  to  the  level  or  even  considerably  above  the 
level  of  the  ground,  due  to  the  underground 
water  being  confined  under  pressure  beneath  an 
impervious  stratum  of  clay  or  the  like,  and 
through  the  outcrop  of  the  water-bearing 
stratum  being  at  a  considerably  higher  altitude 
than  the  point  at  which  the  boring  has  been 
made.  Thus,  in  the  London  basin,  '  Artesian 
wells '  are  obtained  by  sinking  through  the 
London  clay  into  the  chalk  beneath,  which  has 
its  outcrop  at  considerable  altitudes  in  the 
chalk  hills  on  the  north  and  south  of  the  Thames 
valley.  Owing  to  the.  large  abstraction  from 
such  water-bearing  strata,  the  water  of  many 
wells  which  formerly  rose  to  the  surface  has  now 
to  be  pumped.  In  the  majority  of  deep  wells 
the  water  does  not  rise  nearly  to  the  surface,  and 
the  pumps  have  often  to  be  placed  at  consider- 
able depths  in  the  shaft.  It  is  usual  to  line 
these  wells  with  closely-fitting  iron  cylinders,  in 
order  to  exclude  surface  water,  as  unless  this  is 
done  the  deep  wells  may  become  as  objectionable 
and  dangerous  as  shallow  ones. 

The  preceding  tables  afford  a  survey  of  the 
general  character  of  the  deep  well  waters  ob- 
tained in  Great  Britain.  In  nearly  all  the 
samples  of  which  the  maximum,  minimum,  and 
average  results  are  given,  it  may  be  taken  that 
the  wells  were  unpolluted  by  surface  water,  but 
for  the  sake  of  comparison  there  are  appended 
to  most  of  the  sections  analyses  of  deep  well 
waters  from  the  same  strata  in  which  poUution 
by  surface  or  imperfectly-filtered  water  is  highly 
probable. 

These  results  demonstrate  the  great  superiority 
from  a  chemical  point  of  view  of  the  subterranean 
waters  obtained  at  great  depths  to  those  derived 
from  shallow  wells.  Indeed,  these  detsp  well 
waters  are,  as  regards  organic  matter,  amongst 
the  purest  to  be  found  in  nature,  and  hence, 
unless  extremely  hard,  are  of  the  best  quality 
for  drinking  purposes. 

Closely  associated  with  these  deep  well 
waters  is  the  next  group  of  spring  waters. 

6.  Spring  water.  In  the  following  table  is 
given  the  composition  of , presumably  unpolluted, 
British  spring  waters  arranged  according  to  the 
geological  nature  of  the  ground  from  which  they 
are  derived,  whilst  for  the  sake  of  comparison 
the  composition  of  probably  polluted  spring 
waters  from  the  same  geological  source  is  in 
many  cases  appended. 

7.  MinerM  spring  waters.  Many  spring  waters 
possess  marked  medicinal  properties  in  conse- 
quence of  the  materials  they  hold  in  solution. 
Until  the  discovery  of  radium  it  was  generally 
supposed  by  chemists  that  the  therapeutic 
value  of  such  waters  containing  only  an  insigni- 
ficant amount  of  mineral  matter  must  be 
imaginary,  but  it  is  now  known  that  some  of 
these,  such  as  the  waters  of  Bath  and  Buxton, 
are  pronouncedly  radioactive,  and  it  is  generally 
accepted  at  the  present  time  that  the  old- 
established  efficacy  of  these  waters  in  the  treat- 
ment of  gout  and  rheumatism  is  due  to  their 
content  of  radioactive  material  {see  Nature, 
inil,  86,  157).  Indeed,  radium-salt  is  now 
much  employed  for  the  artificial  production  of 
ladioaotive  water  for  medicinal  purposes.  An 
immense  number  of  mineral  waters  are  in  use, 
nnd  have  been  submitted  to  careful  analysis  ; 
i>  verv  e$tensive  collection  of  such  analj-ses  is 


to  be  found  in  Raspe's  Heilquellen  Analysen, 
Dresden,  1885. 

These  mineral  waters  are  conveniently  cjas- 
sified  by  Hermann  Weber  (Quain's  Dictionary  of 
Medicine),  according  to  the  ingredients  wb|ich 
characterise  them,  into — (1)  Simple  therijaal 
waters ;  (2)  common  salt  or  muriated  saline 
waters ;  (3)  alkaline  waters ;  (4)  sulpha\ed 
saline  waters  ;  (5)  iron  or  chalybeate  waters ; 
(6)  sulphur  waters ;  (7)  earthy  and  salcareous 
waters. 

(1)  The  simple  thermal  waters,  whilst  con- 
taining only  a  moderate  proportion  of  dissolved 
solids,  are  characterised  by  a  high  temperature, 
from  27°-65°,  and  sometimes  by  the~  presence 
of  an  unusually  large  proportion  of  nitrogen, 
which  is  now  known  to  be  mixed  with  appreciable 
quantities  of  helium.  Doubtless  the  medicinal 
reputation  of  most,  if  not  all,  of  these  waters 
depends  on  their  radioactivity.  The  principal 
springs  of  this  class  are  :  Panticosa,  Leukerbad, 
Bormio,  Gastein,  Pfaffers,  Johannisbad,  Ragatz, 
Wildbad,  Plombiferes,  Buxton,  Bath,  Lucca, 
Teplitz,  Schlangenbad,  &c. 

(2)  Common  salt  or  muriated  saline  waters 
contain  sodium  chloride  as  the  i-rmoipal  consti- 
tuent, although  this  also  occtirs  often  in  large 
quantity  in  many  of  the  other  classes  of  mineral 
waters.  These  salt  waters  or  brines  are  very 
common  in  almost  all  countries.  Some  of  the 
principal  ones  in  England  are  :  Droitwich,  Nant- 
wich,  Middlewich,  Woodhall,  and  Harrogate ; 
Leamington  and  Cheltenham  along  with  sodium 
sulphate.  In  Germany  :  Kissingen,  Homburg, 
Nauheim,  Kreuznach,  Soden,  I^mont,  Wies- 
baden, Ischl,  Kreuth,  Baden-Baden,  &c.  In 
France :  Bourbonne-les-Bains,  Lamotte-les- 
Bains,  Balaruc,  Salins.  In  Italy :  Castellamare, 
Ischia,  Monte  Catini,  La  Forretta,  In  Switzer- 
land :   Bex. 

(3)  Alkaline  waters  are  characterised  by  the 
presence  of  sodium  carbonate,  almost  always 
with  more  or  less  free  carbon  dioxide,  and 
sometimes  with  a  large  quantity  also  of  sodium 
chloride.  Of  the  simply  alkaline  waters,  there 
are — (o)  Hot :  Vichy,  Neuenahr,  Mont-Dore, 
Chaudesaigues,  N6ris ;  (5)  Cold :  ApoUinaris, 
Vals,  Salzbrunn,  Bilin,  Wilhelmsquelle,  Taunus, 
Marcolo ;  whilst  the  chief  muriated  alkaline 
waters  are :  (o)  Hot :  Ems,  Royat,  La  Bour- 
boule  ;  and  (5)  CoH  :  Luhatschowitz,  Selters, 
Gleichenberg,  Rosbach,  Vic-sur-Cfere.  Several 
of  these,  but  especially  La  Bourboule  and  Mont- 
Dore,  contain  a  marked  proportion  of  arsenic. 

(4)  Sulphaied  waters  contain  either  sodium 
or  magnesiun^  sulphate,  or  both,  as  the  promi- 
nent ingredients,  in  some  cases  abo  associated 
with  sodium  carbonate  and  chloride.  They  are 
often  called  '  bitter  waters.'  The  chief  simple 
sulphated  waters .  are  :  Galthof ,  PuUna,  Said- 
schutz,  SedUtz,  Birmensdorf,  Ivanda,  Hunyadi 
Janos,  Epsom,  Aran  juez,  Eriedrichshall,  Mergent- 
heim  r  the  two  latter  are  also  rich  in. chlorides. 
Weaker  springs  of  the  same  kind  are  found  at 
Leamington,  Cheltenham,  Scarborough,  and  at 
Purton  Spa.  Of  alkaline  sulphated  waters  there 
are :  Carlsbad,  Marienbaid,  Tarasp-Schuls, 
Franzensbad,  Elster,  and  Bertrich. 

(5)  Iron  or  chalybeate  waters  are  those  in 
which  an  unusual  proportion  of  this  element  is 
present,  either  in  otherwise  compara.tively  pur© 
water  or  associated  >vith  other  mineral  matters. 
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Spwnq  Wateb.     (6th  Kep,  Eiv.  Com.  p.  107.) 
(Besults  of  Analysis  expressed  In  parts  per  100,000.) 


■  '     , 

Nitro- 

Total 

Hardness 

Description 

Total 
solid 

Organic 
carbon 

Organic 
nitro- 

Am; 

gen  as 
nitrates 

com- 
bined 

Chlor- 

matters 

gen 

monia 

and 

nitro- 

ine 

Tem- 

Perma- 

Total 

nitrites 

gen 

porary 

nent 

'  '    ^ 

From  Granite  and  Gneiss. 

Maximum         . 

944 

0-119 

0-019 

0-002 

0-204 

0-210 

310 

1-2 

6-3 

5-6 

Minimum 

1-40 

0 

0 

0 

0 

0013 

0-55 

0 

1-2 

1-2 

Average  (8  samples)  . 

6-94 

0-042 

0-008 

0001 

0-106 

0115 

1-69 

0-4 

2-6 

3-0 

From  Silurian  Bocks. 

Maximum 

2710 

0-096 

0-042 

0-005 

0-659 

0-674 

3-70 

6-9 

9-3 

15-8 

Minimum 

3  04 

0-011 

0-002 

0 

0 

0011 

0-90 

0 

1-5 

1-6 

Average  (15  samples) 

12-33 

0-051 

0-014 

0-001 

0-178 

0-192 

1-84 

1-5 

6-3 

6-8 

- 

From  Devonian  and  Old  Bed  Sandstone. 

Maximum 

66-90 

0-124 

0034 

0-006 

4104 

4-128 

13-80 

22-4 

12-4 

29-9 

Minimum     ' 

5-50 

0  009 

0-001 

0 

0013 

0028 

1-30 

0 

1-9 

2-2 

Average  (22  samples) 

2506 

0054 

0012 

0001 

0-764 

0-777 

3-85 

4-8 

7-2 

12-0 

From  Mountain  Limestone. 

Maximum 

98-501 

0-286 

0-023 

0-006 

1022 

1-036 

32  001 

20-9 

29-5 

48-51 

Minimum 

15-70 

oon 

0 

0 

0 

0001 

0-70 

2-1 

3-3 

11-0 

Average  (13  samples) 

32  06 

0  087 

0010 

0-001 

0-224 

0-235 

4-63 

10-9 

8-9 

19-8 

From  Yoredale  and  Millstone  Grits. 

Maximum 

40-80 

0-109 

0028 

0-006 

0-617 

0-650 

3-45 

21-4 

11-6 

20-4 

Minimum 

3-32 

0017 

0  004 

0 

0 

0-005 

0-95 

0 

2-7 

2-7 

Average  (8  samples)  . 

17-73 

0  042 

0-011 

0001 

0-169 

0181 

1-73 

6-6 

5-7 

12-3 

From  Coal  Measures. 

Maximum         •         • 

39-60 

0-120 

0-027 

0-008 

1-813 

1-860 

3-35 

14-5 

17-1 

25-7 

Minimum 

6-84 

0029 

0004 

0 

0 

0010 

0-96 

0 

2-3 

2-6 

Average  (22  samples 

from     inillstone 

grit  and  coal  mea- 

sures) . 

21-91 

0  050 

0014 

0-001 

0-393 

0-408 

1-85 

5-2 

7-9 

13-1 

From  Magnesian  Limestone. 

Pontefraot,  Yorka      . 

66-52  1  0058  |  0-038  |  0002  |  1-686  |  1-726 
From  New  Bed  Sandstone. 

3-40  1    4-9  1  34-8 

59-7 

Maximum 

74-26 

0-118 

0  069 

0014 

1-256 

1-275 

7-00 

19-8 

25-0 

35-7 

Minimum 

12-90 

0-027 

0 

0 

0 

0-006 

1-30 

0 

4-2 

8-0 

Average  (15  samples) 

28-69 

0-065 

0-017 

0001 

0-330 

0-349 

2-19 

81 

10-7 

18-8 

From  Lias. 

Maximum 

58-12 

0-131 

0036 

0009 

1-332 

1-353 

4-80 

32-3 

17-4 

45-7 

Minimum 

21-22 

0024 

0006 

0 

0 

.0-035 

1-35 

9-1 

6-3 

15-1 

Average  (7  samples)  . 

36-41 

0073 

0019 

0001 

0-467 

0-487 

2-48 

21-3 

8-8 

30-1 

From  Oolites. 

Maximum 

52-16 

0-140 

0021 

0-014 

1-157 

1-168 

3-30 

30  0 

13-6 

38-7 

Minimum 

22-30 

0  009 

0003 

0 

0 

0014 

0-97 

11-3 

3-5 

16-9 

Average  (35  samples) 

30-33 

0043 

0011 

0-001 

0-402 

0-414 

1-55 

18-2 

6-2 

24-5 

From 

Lower  Oreensand,  Hastings  Sand,  and  Upper 

Greensand. 

Maximum 

68-40 

0-135 

0-028 

0  003 

1-116 

1-129 

7-10 

25  0 

22-1 

40-2 

Minimum 

4-55 

0-002 

0-002 

0 

0-034 

0-045 

1-10 

0 

0-7 

0-7 

Average  (19  samples) 

3005 

0053 

0012 

0 

0-326 

0-338 

2-98 

13-6 

6-6 

20-2 

From  Chalk. 

Maximum 

39-30 

0-097 

0023 

0-006 

0-863 

0-874 

7-40 

25-3 

8-1 

32-2 

Minimum 

25-36 

0-008 

0003 

0 

0 

0-009 

1-05 

6-8 

3-6 

12-4 

Average  (30  samples) 

29-84 

0044 

0010 

0001 

0-382 

0-392 

2-45 

18-1 

5-5 

23-6 

From  Fluvio  Marine,  .Bed  Crag,  Drift,  and  Gr 

xvel. 

Maximum 

225-24 

0-164 

0-043 

0007 

1-277 

1-293 

4-27 

32-2    94-3 

126-5 

Minimum 

24-62 

0-004 

0006 

0 

0004 

0034 

2-10 

0-7      6-1 

12-6 

Average  (10  samples) 

61-32 

0-086 

0019 

0-001 

0-354 

0-374 

2-76 

180     19-6 

376! 

'  Water  supply  of  Weston-super-Mare  ;  these  exceptionally  high  results  doubtless  due  to  access  of  sea  water. 
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Thus,  of  comparatfvely  pure  chalybeate  waters, 
there  are  those  of  Sohwalbach,  Spa,  Briiokenau, 
iSchandau,  Idebwerda,  Flinsberg,  Freienwalde, 
Kecoaro,  Konigswarth,  Liebenstein,  Altwasser, 
Alexisbad,  Muskau,  Tunbridge  Wells,  and  some 
of  the  springs  at  Harrogate  ;  whilst  of  waters  in 
which  the  iron  is  associated  with  a  considerable 
quantity  of  other  salts,  there  are  those  of  Arata- 
pak,  Orezza,  I^mont,  Driburg,  Rippoldsau, 
Griesbach,  Antogost,  Petersthal,  Bocklet,  St. 
Moritz,  Reinerz,  Godesberg,  Cudowa,  Imnan, 
and  Santa  Catarina. 

(6)  Sulphur  waters  are  those  containing  ap- 
preciable quantities  of  either  sulphuretted 
hydrogen  or  the  sulphides  of  sodium,  potassium, 
calcium,  or  magnesium.  Some  of  the  more  im- 
portant thermal  sulphur  waters  are  those  of 
Eaux  Chaudes,  Cauterets,  Saint  Sauveur, 
Bareges,  Bagnferes-de-Luchon,  Ax,  Escaldea,  Le 
Vemet,  Amelie-les-Bains,  Uriage,  Allevard,  Aix- 
les-Bains,  Aix-la-Chapelle,  Baden  (Austria), 
Baden  (Switzerland),  Lavey,  Schinznaoh,  Bat- 
taglia  and  Abano  in  the  Euganean  Mountains, 
Panticosa,  Mehadia,  Helouan,  near  Cairo; 
whilst  of  cold  sulphur  springs  there  are  those 
of  Eilsen,  Neundorf,  Langenbruoken,  Weilbach, 
Meinberg,  Reutlingen,  Enghien,  ChaUes,  Stachel- 
berg,  Heustrich,  Gumigel,  some  of  the  Harrogate 
springs,  Llandrindod,  Builth,  MofEat,  Strath- 
peffer,  Lisdunvama. 

(7)  Earthy  and  calcareous  waters  are  charac- 
terised by  the  presence  of  large  proportions  of 
calcium  carbonate  and  sulphate,  and  magnesium 
carbonate.  Some  of  the  more  important  are 
found  at  Wildungen,  Lippspringe,  Weissenburg, 
Contrexdville,  Bagnferea-de-Bigorre,  St.  Amaud, 
Orausac,  whilst  the  table  waters  of  Couzan,  St. 
Galmier,  and  Taunus  are  of  the  same  character. 

8.  Sea  water.  The  ocean  is  a  great  evapora- 
ting-basin,  which  is  constantly  receiving  waters, 
more  or  less  impure,  in  the  shape  of  rivers,  whilst 
at  the  same  time  it  is  constantly  losing  pure  water 
in  the  form  of  vapour,  the  impurities  remaining 
behind  and  imparting  to  the  sea  its  well-known 
saline  character.  This  also  distinguishes  all 
lakes  which  are  devoid  of  outlet,  like  the  Dead 
Sea,  Caspian,  Aral,  Great  Salt  Lake,  Utah,  &c., 
in  which  the  same  process  of  concentration  by 
evaporation  is  going  on.  As  will  be  seen  from 
the  table  on  the  next  page,  the  composition  of  the 
ocean  varies  considerably  in  different  places 
and  at  different  depths,  whilst  land-locked  seas, 
like  the  Mediterranean,  Black  Sea,  and  Baltic, 
present  even  still  greater  differences. 

Thus  in  the  vicinity  of  the  poles  the  propor- 
tion of  salt  is  less  than  near  the  equator; 
similarly,  land-locked  seas,  such  as  the  Black 
Sea  and  Baltic,  which  receive  large  rivers  are 
less  salt;  whilst  the  Mediterranean  in  most 
places  is  mpre  salt  than  the  great  oceans.  Of 
salt  lakes  tlie  Dead  Sea  is  far  more  and  the 
Caspian  far  less  salt  than  the  oceans.  In 
addition  to  sodium  chloride,  the  principal  sub- 
stances present  in  sea  water  are  the  sulphates 
and  carbonates  of  calcium  and  magnesium,  and 
salts  of  potassium,  whilst  in  very  minute  quan- 
t^ities  there  are  found  also  a  number  of  others, 
ftpipngst  which  may  be  mentioned  bromides, 
ipdjdes  and  fluorides,  sUica,  phosphoric  and 
nitric  acids,  iron,  silver,  gold,  copper,  lead, 
arsenic,  zinc,  cobalt,  nickel,  lithium,  rubidium, 
And  caesium. 


The  volume  of  gas  dissolved  in  sea  water  is, 
according  to  Hunter  (Chem.  Soo.  Trans.  1870, 
20),  only  from  2-2  to  3-5  vols,  in  100  vols,  of 
water. 

CO2  O  -N 

percent,  percent,  percent. 
2-2  vols,  consisted  of       28-62      4944      21-94 
3-5      „  „  48-28      17-22      34-50 

A  very  extensive  observation  of  the  composi- 
tion of  sea  water  was  made  in  connection  with 
the  voyage  of  H.M.S.  Challenger,  and  the 
elaborate  report  prepared  thereon  by  Dittmar 
should  be  consulted  for  detailed  information  on 
this  subject.  From  77  complete  analyses,  the 
following  numbers  for  the  average  composition 
of  ocean-water  salts  are  calculated  : — 

Average  composition  of  ocean-water  stilts,  in  parts 
per    00  of  total  salts  (Dittmar). 


Chlorine 

65-29? 

Bromine 

0-1884 

Sulphuric  acid  (SOj) 

6-410 

Carbonic  acid  (COj) 

0-152 

Lime(CaO)   . 

1-676 

Magnesia  (MgO) 

6-209 

Potash  (KjO) 

1-332 

Soda  (NajO) 

41-234 

(Basic  oxygen  equivalent 

to  the  halo- 

gens) 

•         •(- 

-12-493) 

100-000 
The  salinity  of  the  ocean,  expressed  in  parts 
of  total  salts  per  1000  parts  of  sea-water,  was 
found  to  vary  between  the  following  limits : 
Minimum  (from  the  southern  part  of  the  Indian 
Ocean,  south  of  66°  lat.),  33-01 ;  maximum 
(from  the  middle  of  the  North  Atlantic,  at 
about  23°  lat.),  37-37. 

As  regards  the  carbon  dioxide  in  sea  water, 
Dittmar  comes  to  the  following  conclusions : 

(1)  Free  carbonic  acid  in  sea  water  is  the 
exception ;  as  a  rule,  the  carbonic  acid  is  less 
than  the  proportion  correspondmg  to  bicarbonate. 

(2)  In  surface  waters  the  proportion  of  carbonic 
acid  increases  when  the  temperature  falls,  and 
vice  versd.  (3)  Within  equal  ranges  of  tem- 
perature it  seems  to  be  lower  in  the  surface 
water  of  the  Pacifio  than  it  is  in  the  surface 
water  of  the  Atlantic  Ocean. 

Drinking  water.  As  has  long  been  known, 
the  palate  is  by  no  means  a  safe  guide  in  the 
choice  of  drinking  water,  for  although  unpalat- 
able waters  are  obviously  unsuitable  for  drinking, 
palatable  waters  may  contain  materials  capable 
of  doing  serious  injury.  It  is  now  established 
beyond  question  that  the  diseases  termed 
'  zymotic  '  are  due  to  minute  forms  of  life  known 
as  micro-organisms,  and  in  a  number  of  cases 
the  specific  forms  responsible  for  such  diseases 
have  been  discovered,  identified,  and  studied. 
Of  zymotic  diseases  there  are  two — Asiatic 
Cholera  and  Typhoid  Fever — which  are  with 
certainty  known  to  be  propagated  by  drinking 
water,  and  in  the  case  of  these  two  diseases 
authorities  are  agreed  as  to  the  particular 
organisms  to  which  they  are  due.  The  pro- 
pagation unquestionably  takes  place  through 
the  excreta  of  persons  suffering  from  these 
diseases  gaining  access  to  water  which  is  after- 
wards used  for  drinking,  whilst  water  contami- 
nated With  the  sewage  of  healthy  persons  is 
generally  believed  to  be  capable  of  producing 
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diarrhoea  and  other  minor  disturbances  in  those 
drinking  it. 

In  Beleoting  water  for  drinking  purposes  it 
is  necessary,  therefore,  in  the  first  instance,  to 
make  a  careful  inquiry  as  to  the  possibility  of 
the  water  having  been  in  contact  with  refuse 
animal  matters,  and  if  possible  all  waters  open 
to  such  suspicion  should  be  discarded.  For  the 
same  reason  it  is  of  the  first  importance  in  the 
examination  of  water  to  discover  what  evidence, 
if  any,  there  is  of  the  water  having  been  in 
contact  with  such  refuse  substances.  In  the 
present  state  of  knowledge  this  is  a  difficult 
matter,  as,  although  the  results  of  chemical 
analysis  frequently  point  to  such  contamination 
when  on  a  sufficiently  large  scale,  it  is  occasion- 
ally and  indeed  generally  impossible  to  prove  the 
negative.  The  bacteriological  examination,  on 
the  other  hand,  is  of  extreme  delicacy,  but, 
inasmuch  as  we  have  at  present  no  means  of 
ascertaining  whether  the  bacteria  indicative  of 
fsecal  contamination  are  derived  from  man  or 
from  the  lower  animals,  the  results  obtained  by 
this  means  also  are  often  of  restricted  value 
from  a  hygienic  point  of  view.  It  becomes, 
therefore,  of  the  greater  importance  to  make  a 
thorough  inspection  of  the  source  and  to  trace 
cut  the  further  history  of  the  water,  for  imless 
this  be  done  the  results  of  the  scientific  examina- 
tion may  often  receive  an  erroneous  interpreta- 
tion. As,  however,  it  is  comparatively  rarely 
that  natural  waters  are  to  be  met  with  which 
are  absolutely  above  suspicion  of  any  contamina- 
tion with  refuse  animal  matters,  it  is  generally 
necessary  to  be  satisfied  with  relative  purity, 
end  thus  the  examination,  chemical  and  biolo- 
gical, of  drinking  waters  becomes  a  matter  of 
the  highest  importance  and  utility.  The  natural 
waters  which  can  lay  claim  to  the  greatest 
degree  of  safety  for  drinking  purposes  are  of 
two  kinds. 

1.  Unpolluted  surface  waters  (generally  up- 
land waters). 

2.  Naturally  filtered  waters  (spring  and  deep 
well  waters). 

In  the  first  case  the  waters,  both  by  inspec- 
tion and  analysis,  must  bear  no  evidence  of 
animal  contamination,  and  this  is  generally  only 
possible  in  the  caise  of  waters  wliioh"  are  found 
at  altitudes  above  that  of  human  habitations. 
A  number  of  our  large  towns  are  supplied  with 
^vater  of  this  kind,  although  the  gathering- 
grounds  do  in  most  cases  contain  some  houses, 
BO  that  absolute  freedom  from  sewage  con- 
tamination cannot  generally  be  guaranteed.  In 
the  table  on  p.  697  the  chemical  composition  of 
some  of  these  upland  surface  water  supplies  is 
recorded. 

The  majority  of  upland  surface  waters  are 
either  very  soft  or  of  only  very  moderate  hard- 
ness, and  as  in  many  of  these  towns  extensive 
manufactures  are  carried  on,  these  supplies  are 
not  only  valued  because  of  their  safety  for 
drinking,  but  also  on  account  of  their  fitness  for 
industrial  purposes.  It  should  always  be  re- 
membered, however,  that  these  surface  waters 
may  at  times  receive  more  or  less  sewage  con- 
tamination, and  that  the  ova  of  animal  parasites 
derived  from  the  cattle  grazing  on  the  gathering: 
grounda  may  also  be  present,  and  that,  therefore, 
to  reduce  these  sources  of  danger  to  a  minimum, 
it  is  highly  desirable  that  such  waters  should  be 


subjected  to  prolonged  storage  in  reservoirs, 
followed  by  careful  filtration  through  sand  before 
delivery  to  the  consumer. 

In  the  second  class  of  water  its  original 
purity  is  a  matter  of  secondary  consequence, 
the  guarante«  of  safety  resting  upon  the  ex- 
haustive process  of  filtration  which  the  water 
has  undergone  in  passing  through  porous  strata 
of  the  earth's  crust.  This  filtration  effects,  on 
the  one  hand,  the  more  or  less  complete  chemical 
purification  of  the  water  from  organic  substances, 
and  on  the  other  hand  the  mechanical  removal 
of  organised  matters,  such  as  bacteria  and  animal 
parasites.  The  most  perfectly-filtered  waters  of 
this  kind  are  those  obtained  from  springs  and 
from  deep  wells,  and,  again,  many  of  our  towns 
are  supplied  with  water  of  this  kind — more 
especially  from  the  chalk,  greensand.  Oolite, 
and  New  Red  Sandstone  formations,  which  con- 
stitute ,  efficient  filter  beds.  In  the  table  on 
p.  698  is  recorded  the  chemical  composition  of 
the  water  supplied  to  some  of  our  towns  from 
such  sources. 

Of  other  forms  of  drinking  water  we  have 
river  waters  and  shallow-well  waters,  upon  both 
of  which  a  very  large  portion  of  the  population 
is  dependent  for  domestic  supply.  Both  of 
these  classes  of  water  are  open  to  grave  objec- 
tions, and  nearly  all  the  best  authenticated  cases 
of  the  propagation  of  cholera  and  typhoid 
through  drinking  water  have  been  traced  to 
shallow  wells.  There  are,  however,  many 
potent  influences  tending  to  remove  bacteria 
from  water  which,  on  a  priori  reasoning,  would 
have  been  regarded  as  almost,  if  not  wholly, 
inoperative.  These  causes  are  mainly  the 
process  of  devitalisation  which  pathogenic 
bacteria  undergo  in  natural,  and  more  especially 
in  surface  waters,  and  the  resistance  offered  by 
even  a  comparatively  small  thickness  of  soil  or 
other  porous  material  to  the  passage  of  micro- 
organisms. But  although  these  causes  are  to  be 
looked  upon  as  tending  to  keep  the  evils  which 
can  rcsidt  from  contaminated  drinking  water 
within  narrower  limits  than  might  have  been 
anticipated,  still  the  possibility  of  their  failure^ 
must  be  constantly  kept  in  view,  and  they  must 
not  be  allowed  to  check  the  endeavour  to  sub- 
stitute unimpeachable  for  suspicious  sources  of 
supply. 

Every  effort  should  be  made  to  exclude 
avoidable  sources  of  contamination,  to  select  the 
best  water  which  the  source  affords,  and  to  submit 
it  to  the  most  effective  purification  available. 
The  improvements  which  can  thus  be  brought 
about  in  water  supplies  cbtiined  from  sus- 
picious sources  is  conspicuously  exemplified  in 
the  case  of*the  London  supply  derived  from  the 
rivers  Thames  and  Lea.  Here,  on  the  one 
hand,  increasing  vigilance  has  been  exercised  by 
the  Thames  and  Lea  Conservancy  Boards  in  the 
exclusion  of  dangerous  matters  from  the  rivers 
and  their  tributaries,  whilst  on  the  other  hand 
the  authorities  supplying  water  have  removed 
their  intakes  to  points  on  these  streams  above 
the  most  serious  pollutions ;  by  increasing  their 
storage  capacity  they  are  enabled  not  only  to 
avoid  drawing  from  the  rivers  in  times  of  flood, 
but  also  to  bring  about  a  great  amelioration  in 
the  quality  of  the  water  during  its  Bojoum  in 
the  reservoirs,  whilst  by  improving  their  filtering 
appliances  they  secure  a  more  perfect  purification 
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of  the  water  wkich  they  have  absti-ftcted.  Thvis 
the  water  supplied  to  Xiondon  to-day  is  both 
ohemioally  and  hygienioally  very  different  from 
what  it  was  60  years  ago,  although  still  derived 
from  the  same  streams,  which  in  the  ordinary 
course  of  events  would  bo  more  polluted  now 
than  they  were  then.  i 

Importance  to  be  attributed  to  various  in- 
gredients of  drinking  water.  It  is  only  possible 
here  to  give  a  brief  account  of  the  importance 
which  is  usually  attributed  to  the  several 
ingredients  which  are  commonly  determined  in 
the  analysis  of  drinking  waters. 

Dissolved  gases.  The  gases  present  in  ordi- 
nary drinking  waters  are  those  of  the  atmo- 


sphere— ^oxygen,  nitrogen,  and  carbon  dioxide. 
Their  quantitative  determination  is  of  little  or 
no  significance  in  connection  with  the  quality 
of  the  water  for  drinking,  exceptiijg  that  through 
the  absence  of  dissolved  gases  a  water  has  the 
flat  taste  of  that  which  has  been  recently  boiled. 
It  is  sometimes  supposed  that  the  absence  of  a 
due  proportion  of  dissolved  oxygen  in  water  is 
an  indication  of  the  presence  of  decomposing 
organic  substances,  but  this  can  only  be  the 
case  with  surface  waters,  as  the  very  purest 
subterranean  waters  are  almost  entirely  destitute 
of  it.  In  the  following  table  the  proportion  of 
the  several  dissolved  gases  in  different  kinds  of 
water  is  recorded  : — 


Gases  dissolved  in  100  cub.  ins. 
of  water 

Eain-water 

Cumberland 

mountain 

water 

Loch 
Katrine 
water 

Thames  water 

Deep  chalk 
well  water 

Oxygen 

Nitrogen      \     .         .         .         . 
Carbon  dioxide          . 

cub.  ins. 
1-308 
0-637 
0-128 

cub.  ins. 
1-424 
0-726 
0-281  . 

cub.  ins. 
1-731 
0-704 
0113 

cub.  ins. 
1-325 
0-588 
4-021 

ciib.  ins. 
1-944 
0-028 
5-520 

2-073 

2-431 

2-548 

6-934 

7-492 

The  large  proportion  of  dissolved  carbon 
dioxide  in  the  Thames  and  deep  chalk  well 
water  is  mainly  combined  with  calcium  carbonate 
as  bicarbonate. 

Total  solid  residue.  It  is  only  rarely  that 
the  amount  of  the  residue  left  by  a  water  on 
evaporation  affords  any  evidence  of  its  fitness 
for  drinking.  As  a  general  rule,  it  may  be  stated 
that  waters  which  contain  very  small  residues 
are  probably  pure  and  unpolluted,  but  on  the 
other  hand  many  waters  of  organic  purity  con- 
tain largo  proportions  of  mineral  matter  in 
solution.  It  is  impossible  to  assign  limits  to  the 
proportion  of  mineral  matter  which  may  be 
present  in  water  without  interfering  with  its 
fitness  for  drinking,  more  especially  as  opinion 
is  divided  as  to  the  influence  of  the  several 
constituents  on  health  (v.  also  Hardness  of 
water).  Nearly  all  the  best  drinking  waters  in 
the  United  Kingdom  yield  less  than  50  parts  of 
solid  residue  per  100,000,  and  most  of  them 
very  considerably  less.  The  use  of  waters 
yielding  much  larger  residues  is  generally 
excluded  by  the  inconvenience  which  attends 
their  employment  for  general  domestic  purposes, 
in  consequence  of  their  unfitness  for  boilers  and 
washing. 

Organic  matter.  As  will  be  pointed  out 
(under  Water  analysis),  the  accurate  determina- 
tion of  the  organic  matter  in  water  is  attended 
with  great  difficulties,  and  none  of  the  methods 
of  analysis  in  use  claims  to  effect  more  than  a 
partial  determination.  Thus  in  the  '  combus- 
tion process '  the  organic  carbon  and  nitrogen 
are  determined  with  more  or  less  accuracy  ; 
in  the  alkaline  permanganate  process  that 
portion  of  the  organic  nitrogen  is  discovered 
which  is  readily  convertible  into  ammonia ; 
whilst  in  the  '  permanganate  '  or  '  oxygen  '  pro- 
cess the  proportion  of  permanganate  destroyed 
by  the  organic  matter  is  taken  into  account. 
Although  it  may  be  stated  generally  that  the 
smalier  the  proportion  of  organic  matter  the 
more  desirable  is  the  water-  for  drinking,  still  of 


greater  importance  is  the  determination  of  the 
origin  of  the  organic  matter  present,  whether 
animal  or  vegetable.  The  presence  of  vegetable 
matter  is  of  comparatively  little  consequence, 
more  especially  as  even  small  amounts  interfere 
with  the  palatability  of  the  water,  what  is 
known  as  a  '  peaty  taste '  bein^  imparted  by 
any  amount  yielding  much  in  excess  of  0  2  part 
per  100,000  of  organic  carbon.  Sometimes 
much  light  may  be  thro^vn  on  the  origin  of  the 
organic  matter  in  water  by  the  proportion  which 
the  carbon  and  nitrogen  exhibit  towards  each 
other,  especially  when  this  is  considered  in  con- 
nection with  the  proportions  of  ammonia, 
nitrates,  nitrites,  and  chlorine.  Inasmuch  as 
animal  matter  in  general  contains  a  much 
higher  proportion  of  nitrogen  to  carbon  than 
does  vegetable  matter,  it  foUows  that  the  higher 
the  ratio  of  nitrogen  to  carbon  in  the  organic 
matter  present  in  a  sample  of  water,  the  more 
probability  is  there,  cceteris  paribus,  of  its  being 
derived  from  animal  sources  and  vice  versd. 
The  possibility  of  such  diagnosis,  however,  is 
considerably  limited  by  .the  fact  that  in  the 
oxidation  of  peaty  matter  the  organic  carbon 
disappears  much  more  rapidly  than  the  nitrogen  ; 
whilst,  on  the  other  hand,  in  the  oxidation  of 
animal  matter  there  is  conversely  a  tendency  for 
the  organic  carbon  to  become  concentrated, 
thus  leading  to  a  simulation  of  animal  matter 
in  the  case  of  vegetable,  and  a  simulation  of 
vegetable  matter  in  the  case  of  animal  sub- 
stances after  oxidation. 

It  is  thus  essential  that  the  evidence  afforded 
by  the  proportion  of  organic  carbon  to  nitrogen 
should  be  supplemented  by  an  inspection  of  the 
source,  and  by  a  consideration  of  the  mineral 
nitrogenous  ingredients — ammonia,  nitrates,  and 
nitrites — all  of  which  are  principally  derived 
from  the  decomposition  of  animal  matters. 

Albuminoid  ammonia.  The  ammonia  yielded 
on  distillation  with  alkaline  permanganate  is 
so  frequently  made  the  only  measure  of  the 
organic  matter  present  in   water  that  a  few 
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words  are  necessary  to  indicate  what  is  the  im- 
portance to  be  attached  to  the  results  obtained 
in  this  simple  process.  According  to  its  author, 
the  late  Mr.  Wanklyn,  '  deep  spring  water  is 
often  so  pure  as  not  to  yield  0-01  part  of  albumi- 
noid ammonia  per  million ;  and  unless  mixed 
with  surface  water  does  not  yield  so  much  as 
0-05  part.'  'The  filtered  water  supplied  by 
water  companies — ^no  matter  whether  derived 
from  a  lake,  from  clean  mountain  streams,  or 
from  defiled  rivers — ^yields  from  0-05  to  0-10 
part  of  albuminoid  ammonia  per  million  ;  and, 
indeed,  if  the  filtration  be  efficient,  approximates 
to  0-05.'  '  When  the  filters  are  over-taxed,  as 
happens  in  the  rainy  season  and  in  the  winter, 
water  companies  supply  imperfectly-filtered 
water,  in  which  as  much  as  from  0-10  to  0-20  part 
of  albuminoid  ammonia  is  found.'  This  state- 
ment must  be  accepted  with  great  reserve,  for 
in  the  winter  months  such  surface  waters  almost 
invariably  contain  a  much  larger  proportion  of 
organic  matter  than  during  the  dry  season,  thus 
accounting  for  the  increase  in  albuminoid  am- 
monia quite  irrespective  of  any  over-taxing  of 
the  filters.  On  the  other  hand,  the  albuminoid 
ammonia  is  the  chemical  ingredient  in  water 


which  is  most  affected  by  filtration.  It  would 
appear,  therefore,  that  suspended  particles  of 
vegetable  and  animal  matter,  which  are  removed 
by  sand  filtration,  are  particularly  productive 
of  ammonia  on  distillation  with  alkaline  per- 
manganate. In  fact,  the  chemical  difference 
between  a  water  before  and  after  sand  filtration 
is  often  only  attested  by  the  diminished  pro- 
portion of  albuminoid  ammonia  yielded  by  the 
filtered  water. 

Oxygen  or  permanganate  process.  The 
analytical  value  of  measuring  the  proportion  of 
organic  matter  in  water  by  the  amount  of  rcr- 
manganate  it  is  capable  of  decolorising  is  dis- 
cussed in  the  section  of  this  article  on  Water 
analysis,  and  it  will  be  sufficient  here  to  give 
some  idea  of  how  the  results  are  to  be  inter- 
preted. As  in  the  case  of  the  organic  elements 
determined  by  combustion,  it  has  here  again 
been  attempted  to  establish  a  scale  of  classifica- 
tion, which,  however,  must  also  be  used  with 
the  greatest  caution  and  in  conjunction  with  the 
other  analytical  data,  as  well  as  with  regard  to 
the  water's  source  and  history.  Thus  the 
following  artificial  standards  have  been  sug- 
gested : — 


— 

Oxygen  absorbed  in  three  hours  at  room  tempera- 
ture from  potassium  permanganate  by  100,000 
parts  of  water 

For  Upland  Surface 
Water 

For  other  Water 

Class  I.  Water  of  great  organic  purity 
„    11.          „         medium             „ 
„  III.         „        doubtful 
„   IV.  Impure  water    ..... 

0-0-1  part 
0-1-0-3    „ 
0-3-0-4    „ 
above  0-4    ,, 

0-0-05  part 
005-0-15    „ 
015-0-2      „ 
above  0-2      „ 

It  will  be  readily  understood  that  a  great 
drawback  to  this  permanganate  process  consists 
in  its  not  distinguishing  between  nitrogenous 
and  non-nitrogenous  organic  matter.  Hence  it  is 
very  desirable  that,  if  the  combustion  process 
cannot  be  resorted  to,  it  should  be  supplemented 
by  a  determination  of  the  '  albuminoid  am- 
monia,' or  of  the  Kjeldahl  nitrogen  (see  p.  719). 
Mineral  nitrogen  (ammonia,  nitrates,  and 
nitrites).  The  importance  of  these  ingredients 
is  an  indirect  one.  In  themselves  they  in  no 
way  influence  the  wholesomeness  of  drinking 
water ;  but,  on  the  other  hand,  they  are  of 
consequence  as  indicating  what  the  previous 
history  of  the  water  has  been.  Thus,  in  the 
,  ordinary  process  of  decomposition  to  which 
organic  matters  are  subjected  in  nature,  the 
nitrogen  is  principally  liberated  in  the  form  of 
ammonia,  and  this,  by  subsequent  fermentative 
oxidation,  may  become  converted  into  nitrites 
and  nitrates.  Moreover,  owing  to  the  far  greater 
average  richness  in  nitrogen  of  animal  over 
vegetable  matters,  it  is  evident  that  these  pri- 
mary and  secondary  products  of  decomposition 
furnish  valuable  evidence  as  to  the  previous 
contact  of  water  with  nitrogenous,  and  more 
especially  animal,  substances.  As  a  general 
rule,  the  presence  of  ammonia  indicates  a  more 
recent  contact  with  such  matters  than  does  that 
of  nitrates  or  nitrites,  although  in  the  case  of 
torce  deep  subterranean  waters  it  appears  that 


the  nitrates  originally  present  in  the  water  have 
undergone  reduction  to  ammonia,  and  hence  the 
latter  in  such  cases  must  be  regarded  as  evidence 
of  a  more  remote  character  even  than  the  ni- 
trates themselves.  AgSlin,  in  the  ordinary  course 
of  nitrification  in  nature  the  ammonia  is  wholly 
converted  intp  nitrate,  the  preliminary  oxidation 
to  nitrite  being  rapidly  passed  over  ;  but  if  water 
containing  nitrates  is  brought  in  contact  with 
organic  matter,  these  nitrates  become  more  or 
less  reduced  to  nitrites  through  the  agency  of 
certain  micro-organisms  (P.  F.  Frankland, 
Chem.  Soc.  Trans.  1888,  373  ;  Warington,  ibid. 
742),  and  hence  the  presence  of  nitrites  generally 
constitutes  evidence  of  contamination  with 
organic  matter  subsequent  to  the  original 
nitrification,  rather  than  to  the  latter  having 
been  imperfect.  The  fact  must  also  not  be  lost 
sight  of  that  nitrates  can  be  reduced  by  certain 
microbes  in  the  presence  of  organic  matter  with 
elirriination  of  the  nitric  nitrogen  in  the  free 
state,  or  as  oxides  of  nitrogen,  and  that  a 
contamination  of  the  nitrified  water  may  thus 
lead  to  the  more  or  less  complete  removal  of  the 
mineral  nitrogen.  The  absence  of  nitrates  may 
thus,  under  some  circumstances,  actually 
indicate  contact  with  animal  matter  instead  of 
freedom  from  it  (Munro,  Chem.  Soc.  Tran'5. 
1886,  632). 

It  must  also  be  remembered  that,  in  thtf  ca-  e 
of   surface   waters,   the   mineral  nitrogen   D...y 
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undeigo  removal  through  being  taken  up  as  food 
by  plant-life,  and  thus  the  evidence  of  previous 
contact  with  animal  matters  be  destroyed. 

As  the  hygienic  significance  of  contact  with 
animal  matters  consists  in  the  possibility  of  the 
ingress  of  pathogenic  microbes  (which  may  at 
any  time  be  present  in  sewage  and  similar 
animal  refuse),  it  is  obvious  that  the  evidence 
of  such  previous  contact  afforded  by  the  presence 
of  mineral  nitrogen  in  any  excessive  proportion 
must  be  viewed  as  serious,  if  the  history  of  the 
water  furnishes  no  guarantee  that  any  such 
organised  poisons  which  may  have  gained  access 
would  have  been  subsequently  removed,  whilst 
the  evidence  is  of  far  less  consequence,  or  may 
indeed  become  entirely  negligible,  if  in  the 
subsequent  history  of  the  water  it  has  undergone 
processes  of  purification  which  practically  pre- 
cliide  the  possibility  of  such  poisons  being  still 
present.  Until  the  application  of  bacteriology 
to  questions  of  water  supply,  it  was  not  possible 
to  ascertain  the  efficiency  of  processes  of  water 
purification  in  this  respect.  But  we  now  know 
that  the  exhaustive  filtration  through,  porous 
strata  which  spring  and  deep  well  water  has 
undergone  practically  guarantees  the  removal  of 
any  micro-organisms  which  may  have  been 
originally  present ;  in  the  case  of  river  and 
shallow  well  waters,  on  the  other  hand,  the 
chance  of  such  removal  is  much  less,  and  hence 
in  such  waters  the  evidence  afforded  by  mineral 
nitrogen  of  previous  contact  with  animal 
matters  must  be  viewed  with  suspicion,  whilst 
in  the  spring  and  deep  well  waters  it  may  often 
be  disregarded  altogether. 

CMoritie.  This  element  is  invariably  in  a, 
state  of  combination — ^generally  as  sodium  chlor- 
ide, and  hence  quite  innocuous.  Its  determi- 
nation in  potable  water,  however,  is  of  import- 
ance as  often  affording  information  as  to  whether 
the  water  has  been  in  contact  with  refuse  animal 
niatters  or  not.  In  this  respect  it  is  often  more 
useful  than  the  mineral  nitrogen,  as,  once 
present  in  water,  it  cannot  by  any  natural 
processes  be  removed.  Its  diagnostic  value  is 
due  to  the  fact  that  human  urine  contains  600 
parts  of  chlorine,  or  824  parts  of  common  salt, 
in.  100,000  parts.  It  is,  of  coiirse,  inapplicable 
in  the  vicinity  of  the  sea  and  of  natural  salt 
deposits.  In  British  waters  free  from  animal 
pollution  the  average  proportion  of  chlorine 
may  be  taken  as  1  part  per  100,000 ;  but  it  is 
subject  to  very  great  variations. 

There  are,  however,  many  other  refuse  liquids 
besides  sewage  which  contain  large  quantities 
of  chlorides,  such  as  the  efSuents  from  dye  and 
bleach-works,  tanneries,  paper-mills,  alkali- 
works,  and  especially  tin-plate  and  galvanising 
works,  the  proportion  being  often  far  in  excess 
of  anything  ever  found  in  sewage. 

In  America  much  attention  has  been 
bestowed  on  the  proportion  of  chlorine  present 
in  unpolluted  water  at  different  distances  from 
the  sea-board.  The  points  at  which  such  waters 
exhibit  the  same  amount  of  chlorine  are  joined 
by  lines  termed  '  isochlors,'  and  these  isochlors 
aie  found  to  be  roughly  parallel  to  the  coast- 
line. Any  water  submitted  for  examination  is 
then  remanded  for  further  inquiries  if  it  exhibits 
more  chlorine  than  is  normal  for  the  isochlor 
upon  which  the  source  of  the  particular  water 
is  situated.     This  is  an  attempt  to  make  the 


chlorine  a  measure  of  the  sewage  contamination 
past  and  present,  in  much  the  same  way  as  the 
proportion  of  total  combined  nitrogen  hag  been 
employed  by  others.  It  has  the  advantage  over 
the  latter,  inasmuch  as  the  chlorine  is  practically 
permanent  whilst  the  nitrogen  is  removable  in 
various  ways ;  but,  on  the  other  hand,  the 
chlorine  is  subject  to  great  variations  within 
a  small  area,  according  to  local  circumstances, 
more  especially  geological.  The  chlorine,  more- 
over, only  testifies  to  contamination  by  liquid, 
and  not  by  solid,  excrements,  and  in  this  respect 
also  is  of  less  general  applicability  than  the  total 
combined  nitrogen. 

Mardneaa.  This  term  is  applied  to  those 
ingredients  in  water  which  react  with  soap  and 
produce  an  insoluble  '  curd,'  the  principal  sub- 
stances in  question  being  the  various  salts  ,of 
calcium  and  magnesium,  which,  entering  into 
double  decomposition  vrith  sodium  stearate 
(hard  soap)  or  potassium  stearate  (soft  soap), 
give  rise  to  calcium  and  magnesium  stearates, 
both  of  which  are  insoluble  bodies,  and  solijble 
salts  of  sodium  or  potassium.  On  this  account 
the  salts  of  calcium  and  magnesium  are  mani- 
festly detrimental  to  the  fitness  of  the  water 
for  washing.  As  regards  the  influence  of  these 
salts  upon  the  quality  of  drinking  water,  opinion 
is  divided.  Some  consider  the  presence  of  a 
certain  proportion  of  these  salts  desirable  as 
furnishing  the  materials  necessary  for  bone- 
formation  ;  others  contend  that  it  present  in 
more  than  a  moderate  proportion  they  tend  to 
cause  calcareous  concretions  in  the  system, 
whilst,  lastly,  others  regard  their  presence  or 
absence  as  immaterial  from  a  hygienic  point  of 
view.  Further,  by  some  authorities  the  sul- 
phates and  chlorides  of  calcium  and  magnesium 
(the  so-called  '  permanent  hardness ')  are 
regarded  as  more  objectionable  than  the  bi- 
carbonates  or  'temporary  hardness.'  Again, 
there  are  many  who  view  the  presence  of  the 
salts  of  magnesium  with  more  suspicion  than 
those  of  calcium,  and,  indeed,  magnesian  waters 
are  very  generally  credited  with  the  power  of 
causing  phosphatic  calculi,  goitre,  and  cretinism. 
On  this  account  it  has  sometimes  happened  that 
waters  which  were  otherwise  of  most  unimpeach- 
able quality  have  been  discarded  in  consequence 
of  their  containing  a  few  parts  per  100,000  of 
magnesia.  All  these  views  concerning  the  in- 
fluence of  calcium  and  magnesium  salts  are, 
however,  based  upon  very  unsatisfactory 
evidence.  The  Rivers  Pollution  Commissioners, 
in  prosecuting  their  inquiry  into  this  subject, 
found  that  '  where  the  chief  sanitary  conditions 
prevail  with  tolerable  uniformity,  the  rate  of 
mortality  is  practically  uninfluenced  by  the 
softness  or  hardness  of  the  water  supplied  to  the 
different  towns,  and  the  average  rate  of  mortality 
in  the  different  water  divisions  varies  far  less 
than  the  actual  mortality  in  the  different  towns 
of  the  same  division.  They  were  of  opinion 
that,  whilst  waters  of  excessive  hardness  may 
be  productive  of  calculus  and  perhaps  other 
diseases,  soft  and  hard  water,  if  equally  free 
from  deleterious  organic  substances,  are  equally 
wholesome.'  The  question  of  magnesia  in 
drinking  water  has  been  disoussea  by  the 
writer  ('  What  is  the  Importance  of  Magnesia 
in  Drinking  Water,'  P.  F.  Prankland,  Transac- 
tions of  the  Internat.  Congress  of  Hygiene  and 
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Demogr.  London,  1891),  from  whose  inquiry  it 
appears  that  whilst  the  amount  of  magnesia  in 
the  water  supplied  to  most  large  towns  is  very 
1  small — generally  not  more  than  1-2  parts  of  MgO 
per  lOOjOOO — ^it  is  much  larger  than  is  generally 
-supposed  in  the  well-water  consumed  by  such  a 
large  portion  of  the  population.  Thus  in  the 
case  of  fifty  brewery  waters  from  all  parts  of  the 
kingdom,,  the .  average  amount  of  magnesia 
(MgO)  was  3'41  parts,  per  100,000.  It  must  also 
be  remembered  that  the  geological  formation 
richest  in  magnesia  (the  magnesian  limestone) 
is  only  very  slightly  represented  in  this  country, 
so  that  the  proportions  of  magnesia  met  with  in 
the  dolomitio  districts  of  the  Continent  must  be 
much  larger. 

Until,  therefore,  a  far  more  searching  inquiry 
than  hitherto  has  been  made  into  the  alleged 
effect  of  such  waters  upon  health,  it  would 
appear  undesirable  that  any  importance  should 
be  attributed  to  such  proportions  of  magnesia 
as  the  above  in  drinking  waters  which  are  othei;- 
wise  of  unimpeachable  purity. 

The  effect  of  Clark's  process  on  magnesian 
waters  is  noteworthy.  As  a  general  rule,  the 
proportion  of  magnesia  removed  by  the  treat- 
ment with  lime  is  small — much  smaller  than 
that  of  the  lime  removed  ;  but  it  is  particularly 
worthy  of  notice  that  in  cases  where  caustic 
soda  was  used  in  conjunction  with  lime,  as  is 
now  frequently  done  in  the  softening  of  water 
for  industrial  purposes,  the  magnesia  may  be 
removed  in  greater  proportion  than  the  lime, 
and  as  a  matter  of  fact  magnesium  hydroxide  is 
less  soluble  even  than  calcium  carbonate. 

The  hardness  of  water  not  unfrequently 
throws  light  upon  its  previous  history,  for  the 
food  of  both  man  and  animals  is  of  necessity 
rich  in  lime,  and  nearly  the  whole  of  this  is  in 
adult  life  again  found  in  the  liquid  and  solid 
-excreta  ■■  hence  water  obtained  from  soil,  which 
has  been  much  polluted  with  animal  matters 
always  exhibits  a  large  amount  of  permanent 
hardness. 

PnEIPlCATIOIf  01'  DEINKnJO  Wateb. 

Inasmuch  as  the  impurities  are  either  sus- 
pended or  dissolved,  mineral  or  organic,  and  the 
organic  either  animate  or  inanimate,  it  follows 
that  the  subject  of  purification  may  be  con- 
sidered from  different  points  of  view,  according 
to  the  particular  class  of  impurities  the  removal 
-of  which  is  imder  discussion.  Until  recently  all 
the  more  important  processes  of  drinking  water 
'purification  were  filtration  processes,  those  de- 
pending upon  precipitation  being  more  espe- 
cially of'  importance  in  connection  with  water 
for  industrial  purposes  {see  p.  706).  Now,  how- 
ever, methods  of  more  or  less  sterilising  water 
by  means  of  hypochlorites,  ozone,  or  ultra-violet 
light  are  sometimes  being  resorted  to  (see  p". 
734), 

Purification  of  drinking  water  on  large  stale. 
All  surface  water  is  liable  to  turbidity,  and  in 
times  of  rain  and  flood  the  amount  of  suspended 
matter  may  become  excessive.  It  is,  therefore, 
desirable  that  all  surface  water,  even  that  from 
upland  sources,  should  be  submitted  to  purifica- 
tion before  distribution  for  domestic  purposes. 
The  purification  of  surface  water  is  best  initiated 
\)y  pormittiug  the  water  to  cemaiii  at  rest  in 


storage  reservoirs  for  some  days  or  even  weeks, 
the  greater  part  of  the  suspended  matter  thus 
becoming  precipitated,  and  some  destruction 
even  of  the  dissolved  organic  matter  also  taking 
place.  During  storage  most  important  biological 
changes  also  take  place  (see  later).  The  process 
of  filtration  resorted  to  on  the  large  scale  is 
almost  invariably  that  through  sand  of  difEer- 
ent  degrees  of  coarseness.  This  method  was 
inaugurated  by  Simpson,  the  engineer  to  the 
Chelsea  Company  in  1829,  and  has  since  been 
adopted  in  an  ever-increasing  number  of  places 
all  over  the  world.  The  filter  beds,  as  usually 
constructed,  are  10-16  ft.  in  depth,  often 
upwards  of  an  acre  in  area,  made  water-tight 
with  masonry,  concrete,  or  puddled-clay  walls. 
On  the  bottom  are  collecting  drains,  upon  which 
is  placed  a  layer  of  broken  stone  about  6  ins. 
in  thickness,  following  upon  which  are  layers  of 
coarse  gravel,  fine  gravel,  and  uppermost  a 
stratum  of  fine  sand^  1-4  ft.  in  thickness.  The 
water  is  kept  at  a  depth  of  1—4  ft.  above  the 
surface  of  the  fine  sand,  the  rate  of  filtration 
varying  in  different  works.  For  construction 
and  cost  of  filtration  plant,  see  Don  and  Chisholm, 
Modem  Methods  of  Water  Purification,  London, 
1911,  125.  The  greater  part  of  the  suspended 
impurities  is  retained  in  the  downward  pas- 
sage of  the  water  by  the  first  few  inches  of  fine 
sand,  which  sooner  or  later,  sometimes  in  the 
course  of  a,  few  weeks,  causes  the  clogging  of 
the  filter.  When  the  rate  of  filtration  is  too 
much  retarded  for  practical  purposes,  the  fouled 
surface  of  the  sand  is  removed,  after  which  the 
filtration  can  be  continued  until  the  filter  is 
again  choked,  when  the  surface  is  again  scraped 
off,  the  process  being  repeated  until  the  stratum 
of  sand  becomes  too  thin  to  be  efBcient,  after 
which  the  original  thickness  of  the  sand-layer 
is  restored  by  means  of  washed  sand.  The 
sand  scraped  off  is  generally  thoroughly  washed, 
allowed  to  dry,  and  then  used  again.  The 
particulars  for  the  several  sections  of  the  Metro- 
politan supply,  shown  opposite,  will  serve  to 
iUustrate  the  method  of  working. 

Besides  the  filter  beds  just  described,  some 
of  the  works  drawing  from  the  Thames  are  now 
using  an  auxiliary  process  of  filtration  through 
the  natural  gravel  beds  which  Jorm  the  banks  of 
the  Thames  at  Hampton.  These  gravel  beds  are 
at  all  times  full  of  water,  which  forms,  as  it  were, 
an  underground  river,  and  underground  pipes 
are  laid  in  this  gravel  and  connected  with  a 
pumping  well  in  order  to  utilise  this  water, 
which  is  always  clear  and  bright  in  consequence 
of  the  natural  filtration  which  it  has  undergone. 
In  order  to  increase  the  supply  of  this  under- 
ground water  the  gravel  bed  is  flooded  with 
water  directly  from  the  Thames,  for  Which  pur- 
pose a  second  series  of  perforated  pipes  are  laid 
parallel  to  the  first  ana  placed  at  a  distance  of 
about  30  ya;rds  from  them.  This  second  series 
of  pipes  is  placed  in  dii;ect  communication  with 
the  Thames,  but  at  the  point  of  ingress  is 
placed  a  small  vertical  sand  filter  to  arrest  the 
coarser  impurities. 

Such  sand  filters,  although  very  effici^it  in 
removing  the  suspended  matter,  have  compara- 
tively little  action  upon  that  which  is  dissolved. 
Thus  the  following  figures  exhibit  the  coniposi- 
tion  of  the  York  water  supply,  before  and  afte^ 
(iltTation  through  sand  :— - 


WAT^EE. 


703 


(Itesults  ot  analysis  expressed  in  parts  per  100,000.) 

Before      After 
SItration  filtration 
Total  solid  matters 
Organic  carbon ... 
Organic  nitrogen    . 
Ammonia      .         ; 
Nitrogen  as  nitrates  and  nitrites 
.Chlorine         .... 
Temporary  hardness 
Permanent  hardness 
Total  hardness       .' 
Micro-organisms  (colonies 

yielded   by   1   c.c.  of   water 
on    cultivation     with,  gela- 
tin-peptone) 
It  was  formerly  supposed  that  such  sand 
filtration  could  have  little  or  no  effect  in  removing 


28-40 

26-20 

0-123. 

0-119 

0025 

0-022 

0 

0 

0-077 

0-089 

1-6 

1-6 

11-5 

10-9 

7-1 

7-1 

1.8-6 

180 

31,200      122 


the  micro-organisms  present  in  water,  as  the 
interstitial  spaces  between  the  grains  of  sand 
are  so  large  in  comparison  with  the  minute 
dimensions  of  the  microbes.  It  was  first  shown 
by  Kochin  Germany,  and  by  the  writer  in  this 
countryi  that  nearly  all  the  microbes  in  water 
may  be  removed  by  the  sand-filters  (Koch, 
Bericht  der  Deputat.  f.  die  Verwaltung  der 
Canalisationswerke,  Berlin,  1883 ;  P.  F.  Irank- 
land,  Proc.  Koy.  Soc.  1885;  Proc.  Inst.  CSv. 
Engineers,  1885-6;  J.  Soc.  Chem.  Ind.  1885, 
1887),  and  this  result  has  been  since  confirmed 
by  many  other  investigators. 

It  was,  in  fact,  supposed  by  Koch  and  his 
pupils  that  the  sand  filtration  really  removed  all 
the  microbes  originally  present  in  the  water,  and 
that  those  always  found!jn  the  filtered  water  had 
access   subsequent   to    filtration.    The 
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Filtering 

area  per 
million 

Thickness  of  sand 

Number 

gallons 

on  filters 

Average  rate  of 

District  works 

of  days' 

oftlie 

filtration  per  square  foot 

storage 

average 
•  daily 
supply 
of  1910 

per  hour 

Maximum 

Minimum 

acrps 

ft.   ins. 

ft.   ins. 

gallons 

Eastern      ..... 

62-5 

0-676 

2     6 

1     6 

1-37 

New  River          .... 

10-7 

0-590 

2    3 

1     7 

/I -84 

\2-13  Kempton  Park 

Southern,  Lambeth  Works  . 
„          Southwark    „      . 

I  35-7 

0-980  1 

3    0 
3    0 

2     6 
2     3 

105 
1-17 

Western,  Chelsea  Vyorks 

1 

( 

4    3 

3     3 

1-43 

„       Gran^  Junction  Works  . 

1  11-5 

1-007 

3    0 

2     3 

(0-82  Hamptdn 
\0-70  Kew  Bridge 

„       West  Middlesex  Works  . 

) 

[ 

2    9 

2     6 

1-17 

MonttUy  B^ports  by  Metropolitan  Water  Examiner  to  Local  Government  Board. 


writer  had,  however,  from  the  first  shown  that 
in  the  ease  of  his  regular  examinatioiis  of  the 
London  water  supply  there  was  an  obvious  re- 
lationship between  the  number  of  microbes  in 
the  unfiltered  and  filtered  waters  respectively, 
necessitating  the  conclusipn,  therefore,  that'  the' 
sand  filters  can  only  be  credited  with  removing  a 
portion  and  not  the  whole  of  the  micro-organisms 
present.  This  is  sufficiently  conspicuous  from  the 
tables  on  next  page,  which  record  some  of  the 
writer's  restilts  obtained  with  the  London  water 
supply  during  the  year  1886,  and  reported  to  the 
Local  Government  Board  (P.  F.  Frankland, 
•J.  Soc.  Chem.  Ind.  1886).  The  unfiltered 
Thames  water  was  in  every  case  collected  near 
the  intakes  of  the  several  water  companies  at 
Hampton,  and  the  filtered  water  from  the  mains 
of  the  dielsea.  West  Middlesex,  Southwark, 
Grand  Junction,  and  Lambeth  Companies 
respectively. 

C.  Fraenkel  and  Piefke  (Zeitsoh.  Hygiene, 
9,  1890,  1-40)  subsequently  dernonstrated  by 
direct  experiment  that  particular  species  of 
bacteria  purposely  introduced  into  the  unfiltered, 
■vrete  s'tiil  present,  although  in  greatly-diminished 
numbfers,  in  the.filteredvrater. 

ThS  wonderful  effieietoy  of  these  sand  filters 
in  removing  microbes  was  at  first  very  difficult 
to  account  for.  but  it  is  now  recognised  to  depend 


upon  the  impervious  nature  of  the  slimy  deposit 
which  forms  upon  the  surface  of  the  sand,  and 
until  such  a  coating  has  been  established  the 
filter  has  but  little  effect  in  removing  micro- 
organisms (Piefke,  Aphorismen  viber  Wasser- 
versorgung,  Zeitsch.  Hygiene,  7,  1889,  115- 
170).  Thjs  slimy  deposit  consists  not  only  of 
silt,  mud,  and  colloidal  matter,  but  also  of  a 
multitude  of  living  forms— diatoms,  green  and 
blue  algse,  innumerable  bacteria,  fungi,  and 
protozoa.  Many  of  these  forms  actually  feed  on 
bacteria.  The  rate  at  which  filtration  is  carried 
on  is  also  a  most  important  factor,  the  more 
rapid  the  rate  the  less  efficient  being  the  purifica- 
tion (P.  F.  Frankland,  Proc.  Inst.  Civ.  Engineers, 
1885-6).  Although  the  removU  of  bacteria  is 
not  attributable  to  the  sand  particles  as  such, 
there  is  abundant  evidence  that  the  finer  the 
sand  and  the  greater  its  depth  the  more  efficient 
is  the  filtration.  This  is  doubtless  due  to  a, 
better  support  being  given  to  the  filtering  skin, 
and  to  the  finer  and  thicker  layer  of  saiid  regulat- 
ing the  passage  of  water  through  the  medium, 
whilst  the  water  is  also  brought  into  more 
intimate  and  prolonged  contact  with  the  colloidal 
matter  with  which  the  sand  of  a  matured  filter 
is  clothed.  The  statistics  of  the  London,  water- 
works show  that  the  cost  of  ffitration  as  carried 
out  by  them  averages  3,boviiQ-6d.  per  1000  gallons. 


r04  WATER, 

Table  I.     1886. 
Total  number  of  Colonies  obtained  by  cultivation  of  one  cubic  centimetre  of  uater. 


Description  of  water 

Thames 
unaltered 

Chelsea 

West 
Middlesex 

Sonthwark 

Grand 
Junction 

Lambeth 

January 
February 
March  . 
April     . 
May      . 
June     . 
July      . 
August 
September 
October 
November 
December 
Average 

* 

45,400 

15,800 

11,415 

12,250 

4,800 

8,300 

3,000 

6,100 

8,400 

8,600 

56,000 

63,000 

20,255 

159 

305 

299 

94 

59 

60 

59 

303 

87 

34 

65 

222 

146 

180 
80 

175 
47 
19 

145 
45 
25 
27 
22 
47 
2000 

234 

2270    • 

284 

1562 

77 

29 

94 

380 

60 

49 

61 

321 

1100 

524 

4894 

208 

379 

115 

51 

17 

14 

12 

17 

77 

80 

1700 

630 

2587 

265 

287 

209 

136 

129 

155 

1415 

59 

45 

108 

305 

475 

Table  II.     1886. 


Percentage  reduction  in  the  number  of  developable  micro-organisms  present 

in  the  river  waters 

before  delivery  6jj  the  companies. 

Description  of  water 

GlieUea 

West 
itiiddlesex 

Southwark 

Grand 
Junction 

Lambeth 

January       ...... 

99-7 

99-6 

950 

89-2 

94-3 

February 

98-1 

99-5 

98-2 

98-7 

98-3 

March          ...... 

97-4 

98-S 

86-3 

96-7 

97-5 

April 

99-2 

99-6   ■ 

99-4 

991 

98-3 

May 

98-8 

99-6 

99-4 

98-9 

97-2 

June             ...... 

99-3 

98-3 

98-9 

99-8 

98-5 

-July    ...                             .          . 

980 

98-5 

87-3 

99-5 

94-8 

August 

950 

99-6 

990 

99-8 

76-8 

September  .... 

990 

99-7 

99-4 

99-8 

99-3 

October        .... 

99-6 

99-7 

99-3 

99-1 

99-5 

November    .... 

99-9 

99-9 

99-4 

99-9 

99-8 

December 

99-7 

96-8 

98-3 

97-3 

99-5 

Average  percentat- rcduotiou 

98-6 

99-1 

96-7 

98-2 

96-2 

In  countries  liable  to  extreme  cold — indeed, 
even  in  cold  winters  in  this  country — the  process 
of  sand  filtration  ofEers  great  difficulties,  in  con- 
sequence of  the  freezing  of  the  filters  ;  and  this 
has,  in  Berlin,  been  guarded  against  by  the  con- 
struction of  a  number  of  covered  filter-beds.  In 
the  United  States,  where  the  same  difficulty 
exists,  the  Hyatt  system  of  filtration  has  been 
employed  on  a  considerable  scale.  In  this  the 
water  is  first  treated  with  a  minute  quantity  of 
alum  (about  \  grain  per  gallon),  after  which  it 
passes  through  a  steel  filtering  chamber,  con-, 
sisting  of  a  vertical  cylinder  the  diameter  of 
which  is  nearly  twice  its  height.  This  cylinder 
is  divided  by  a  horizontal  diaphragm,  capable  of 
withstanding  the  hydrostatic  pressure  necessary 
'for  rapid  filtration.  The  lower  half  contains  the 
filtering  material,  composed  of  2  parts  coke  and 
3  parts  sand.  The  upper  part  of  the  cylinder  is 
nsed  for  washing  the  filtering  material,  which  at 
regular  intervali  is  transferred  into  it  in  a  state 
of  violent  agitation  by  hydraulic  currents,  the 
impurities  flowing  away  through  pipes  situated 
near  the  top  of  the  cylinder.     In  the  process  of 


filtration  the  water  is  admitted  through  pipes  to 
the  upper  part  of  the  lower  section  of  the 
cylinder,  and  it  is  drawn  off  through  perforated 
cups,  which  permit  the  water,  but  not  the  sand, 
to  pass.  It  is  claimed  that  the  efficiency  of  the 
system  depends  more  upon  the  successful  preci- 
pitation and  entanglement  of  germ  life  by  the 
coagulant  alumina  than  upon  any  special  merits 
of  the  filter  (Potable  Water,  Floyd  Davis,  Iowa, 
U.S.  1891).  The  cost  of  maintenance  is  said  to 
be  only  one-fifth  of  that  entailed  by  filter  beds. 
In  recent  years  the  use  of  mechanical  filters 
has  been  gaining  ground  in  Great  Britain  also, 
the  Jewel^  Bell,  and  Candy  filters  being  those 
most  commonly  employed  (see  Modem  Methods 
of  Water  Purification,  Don  and  Chisholm, 
London,  1911 ;  see  also  Bacteriology  of  water, 
below).  The  Puech-Chabal  system  consists  in 
submitting  the  water  to  successive  processes  ol 
filtration,  sometimes  as  many  as  six  stages, 
beginning  with  coarser  grades  of  gravel  and 
ending  with  fine  sand,  being  employed.  It  is 
specisuly  suitable  for  very  turbid  waters,  as  the 
life  of  the  fine  sand  filter  is  greatly  prolonfeil. 
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It  has  beeh  used  at  Magdeburg  and  other 
places  (see  Don  and  Chisholm,  I.e.). 

Of  other  methods  of  drinking-water  purifica- 
tion on  the  large  scale  the  only  one  that  need  be 
mentioned  is  Anderson's.  The  method  consists 
in  passing  the  water  slowly  through  revolving 
iron  cylinders  about  two-thirds  filled  with  iron 
borings.  A  small  quantity  of  the  iron  con- 
tinuously passes  into  solution,  so  that  the  water 
becomes  impregnated  with  ferrous  iron,  which 
subsequently,  when  the  water  flows  into  a  settling 
tank,  is  converted  into  the  ferric  state  with  pre- 
cipitation, a  large  proportion  of  the  organic 
matter  in  solution  being  removed  in  the  process, 
whilst  a,  very  considerable  diminution  in  the 
number  of  vital  germs  is  also  effected.  After 
undergoing  oxidation  in  the  settUng  tank,  the 
water  is  finally  filtered  through  sand  before  dis- 
tribution. It  takes  3J  mins.  for  the  water  to 
pass  through- the  rotating  cylinder,  the  entire 
process  occupying  about  6  hours  (Anderson, 
Proc.  Inst.  Civ.  Engineers ;  Engineering,  39, 526). 
This  process  has  been  used  on  a  large  scale  at 
Antwerp  and  Paris. 

Purification  of  driniing  water  on  the  small 
icale.  The  filtration  of  water  on  the  small  scale 
was  already  known  to  the  ancients.  Thus  Pliny 
mentions  vessels  in  which  water  was  clarified  by 
passage  through  wool.  An  immense  number  of 
different  materials  have  been  employed  during 
recent  years,  but  space  will  only  permit  of  the 
brief  consideration  of  a  few  of  the  more  important 
ones. 

Animal  charcoal  is  employed  in  a  number  of 
common  household  filters,  and  from  the  invalu- 
able services  which  it  yields  in  sugar-refining  it 
was  anticipated  that  it  would  be  highly  efScient 
as  a  water  filter.  Unlike  sand,  it  not  only  acts 
upon  the  suspended  matters,  but  also  removes  a 
Considerable  proportion  of  the  dissolved  organic 
matter,  and  even  some  of  the  temporary  hard- 
ness. Unfortunately,  however,  its  action  is  very 
transient,  and  it  generally  soon  becomes  the 
seat  of  numerous  organic  growths,  which  are 
favoured  by  the  calcium  phosphate  it  contains, 


and  the  .filtered  Water  is  then  often  rendered 
more  impure  than  the  unfiltered. 

Vegetable  charcoal  has  but  little  effect  on 
the  dissolved  organic  matters,  although  if  in  a 
sufficiently  fine  state  of  division  it  is  an  excellent 
strainerfor  suspended  impurities  {see  table  below). 

Bischof's  spongy  iron,  obtained  either  by  re- 
duction of  haematite  or  of  roasted  pyrites,  has 
a  remarkable  power  of  removing  dissolved  or- 
ganic matters,  as  well  as  temporary  hardness 
and  nitrates,  and  this  power  is  far  more  perma- 
nent than  that  of  animal  charcoal.  It  was  for 
some  time  also  employed  on  the  large  scale,  in 
conjunction  with  sand,  at  the  Antwerp  Water- 
works. The  effect  of  filtration  through  animal 
charcoal  and  spongy  iron  respectively  is  exhi- 
bited in  the  table  below. 

Since  the  recent  great  advances  in  bacterio- 
logical science,  it  has  become  evident  that  the 
removal  of  micro-organisms  from  drinking  water 
is  a  matter  of  much  greater  importance  than  the 
removal  of  organic  matter,  and  hence  it  is  in 
respect  of  this  property  that  the  value  of  filters 
is  now  generally  estimated.  The  writer  has 
shown  (The  Removal  of  Mioro-Orgahisms  from 
Water,  P.  F.  Frankland,  Proc.  Roy.  Soc.  1885) 
that  several  substances — such  as  coke,  wood- 
charcoal,  spongy  iron,  &c. — in  a  sufficiently  fine 
state  of  division  are  capable  of  entirely  removing 
all  microbes  in  water  passed  through  a  stratum 
of  a  few  inches  of  these  materials.  This  power, 
which  is  quite  independent  of  any  chemical 
action  (thus  in  the  case  of  coke  and  wood-char- 
coal there  is  little  or  no  removal  of  dissolved 
organic  matter),  is,  however,  not  maintained 
unless  the  materials  are  frequently  renewed ; 
and  in  the  case  of  animal  charcoal  which  has  been 
in  use  for  a  short  time  (one  month)  the  number 
of  microbes  was  found  to  be  far  greater  in  the 
filtered  than  in  the  unfiltered  water.  The  most 
conspicuous  instance  of  biological,  as  opposed 
to  chemical,  filtraj^ion  is  furnished  by  Chamber- 
land's  unglazed  porcelain  filter,  which  entirely 
removes  microbes,  but  has  no  chemical  action 
whatever  (see  table  below). 


(Results  of  Analysis  expressed  in  parts  per  100,000.) 


Description 


London  water,  unfiltered  ■ 

Ditto,  after  filtration  through  fresh  animal  charcoal ' 

London  water,  unfiltered ' 

Ditto,  after  filtration  through  animal  charcoal  in  use 

11  months^  ....... 

London  water,  unfiltered ' 

Ditto,  after  filtration  through  fresh  spongy  iron '  . 

London  water,  unfiltered  ^ . 

Ditto,  after  filtration  through  spongy  iron  in  use 

8  months ' 

Water,  before  filtration ' 

Ditto,  after  filtration  through  fine  coke  ■'      . 
Ditto,  after  filtration  through  fine  wood  charcoal^ 
Lonaon  water,  before  filtration  >  .         . 

Ditto,  after  filtration  through  Chamberland  filter' 


24-60 
19-40 
25-94 

25-10 
25-28 
13-70 
24-10 

14-84 
24-80 
25-00 
24-68 
33-70 
30-04 


0-129 
0-029 
0-164 

0-010 
0-120 
0-025 
0-188 

0-089 
0-144 
0-107 
0-090 
0-282 
0-284 


0-023 
0-007 
0-030 

0-002 
0-013 
0-004 
0-034 

0-020 
0-050 
0-038 
0-024 
0-028 
0-027 


0 
0013 
0-002 

0-002 

0 
0-002 
0-001 

0-001 
0 
0 
0 
0 
0 


0-188 
0-194 
0-062 

0-125 
0-166 
0-031 
0-120 

0 
0-190 
0-202 
0-221 
0-288 
0-289 


a  Of 


0-211 
0-212 
0094 

0-129 
0-179 
0-037 
0-155 

0-021 
0-240 
0-240 
0-245 
0-316 


1-6 
1-6 
1-9 

1-9 
1-7 
1-7 
1-95 

1-95 

1-9 

1-9 

1-9 

1 


0-316]l-9 


Hardness 


14-5 

7-4 

11-8 

5-3 

n-3 

11-3 
12-5 
15-7 
14-4 


£3 
S  fl  « 

ass 

-O  »s    . 

d.S'-i 
1^§ 


19-4 
15-2 
19-7 

19-1 
21-2 
12-0 
19-1 

9-6 
16-9 
16-9 
17-1 
20-6 
19-7 


26,000 
0 
0 
64 
0 


Vot.  v.— a*. 


r.iv.Commis.6thEep.  ,,     ^  ^^  P.  F.  Frankland,  J.  Soc  Chem.Ind.  1885. 

»  S,  F.  Frankland,  Proc.  Eoy.  Soc,  1886,  390. 
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A  number  of  household  filters  in  actual  use 
have  been  examined  with  regard  to  their  power 
of  removing  microbes  by  Plagge  (Public  Health 
Section  of  Germ.  Assoc,  of  Naturalists  and 
Physicians,  1886),  who  divides  them  into  six 
classes,  according  to  the  materials  used:  (1) 
carbon  filters,  (2)  stone  and  'sand  filters,  (3) 
spongy-iron  filters,  (4)  paper  filters,  of  several 
kinds,  (5)  porous  earthenware  filters  (Chamber- 
land),  (6)  asbestos  fillers  (Breyer,  Hesse,  Arnold, 
and  Schirmer).  The  carbon  filters  were  found 
not  only  to  admit  of  the  free  transmission  of 
microbes,  but  in  some  cases  the  numbfers  in  the 
filtrate  greatly  exceeded  those  in  the  unfiltered 
water.  Thus  in  one  case  68  colonies  were  ob- 
tained from  1  o.c.  of  the  unfiltered,  and  12,000 
from  1  c.c.  of  the  filtered,  water.  The  stone  and 
sand  filters  were  all  found  to  be  worthless. 
The  spongy-iron  filter  yielded  the  following  re- 
sults :  unfiltered  water,  38,000  colonies  from 
1  o.c. ;  filtered,  18,000-24,000  colonies  from  1  c.c. 
The  paper  filters  all  yielded  very  unsatisfactory 
results  ;  the  earthenware  and  asbestos  filters,  on 
the  other  hand,  gave  in  nearly  every  instance  a 
filtrate  practically  free  from  microbes.  (For  par- 
ticulars concerning  the  sterilising  power  of  the 
Chamberland  filter,  see  also  Miquel,  Analyse 
Bact&iologique  des  Eaux,  Paris,  1891.)  The 
principal  drawback  to  these  porous  earthenware 
filters  is  the  rapid  diminution  in  the  rate  of 
filtration  which  they  exhibit.  More  satisfactory 
in  this  respect  are  the  Berkefeld  filters,  similarly 
constructed  of  burnt  infusorial  earth  (Nordt- 
meyer,  Zeitsch.  Hygiene,  1891,  10, 145  ;  Bitter, 
ibid.  155).  Neither  the  Chamberland  nor  Berke- 
feld filters  permanently  yield  sterile  water,  some 
of  the  bacteria  in  the  unfiltered  water  sooner  or 
later  growing  through  the  pores.  It  is,  however, 
doubtful  whether  any  of  the  ordinary  pathogenic 
bacteria  would  do  this,  as  none  of  them  are 
known  to  actually  multiply  extensively  in 
ordinary  drinking  water  (JCiibler,  Zeitsch. 
Hygiene,  1890,  10,  48). 

Purification  of  drinking  water  by  distilla- 
tion. This  is,  of  course,  the  most  effectual  mode 
of  freeing  water  from  all  its  impurities.  It  is 
resorted  to,  on  a  considerable  scale,  at  sea,  both 
for  steam  and  sailing  vessels.  (For  description 
of  forms  of  apparatus  in  actual  use  v.  Fischer, 
Technologie  d.  Wassers,  Brunswick,  1880,  201- 
208.)  The  insipid  taste  of  the  distilled  water  can 
be  removed  either  by  aeration,  or  by  filtration 
through  animal  charcoal  or  other  porous  sub- 
stances. Distilled  water  is  also  employed  to 
some  erfent  for  the  manufacture  of  aerated 
waters  and  for  artificial  ice. 

Purification  of  drinking  water  by  boiling. 
The  purification  consists,  of  course,  only  in  the 
destruction  of  living  organisms  present  in  the 
water,  but  this  is  from  an  hygienic  point  of 
view  of  the  greatest  importance.  In  its  action 
it  is  far  more  reliable  than  any  process  of  filtra- 
tion, and  should  be  invariably  resorted  to  in  the 
case  of  waters  which  bear  any  suspicion  of  sew- 
age contamination.  The  vapid  ifi,ste  of  the  boiled 
water  may  be  removed  by  passage  through  a 
filter,  which,  however,  should  be  exclusively  em- 
ployed for  this  purpose  and  not  for  filtering 
Unboiled  water.  A  convenient  form  of  apparatus 
for  sterilising  large  quantities  of  water — e.g. 
for  hospitals,  barracks,  &c. — ^is  described  by 
Miquel  (Manuel  d'Analyse  bact^riologique  des 


Eaux,  Paris,  1891,  188).  The  more  extensive 
use  of  boiled  instead  of  filtered  water  is  one 
of  ■  the  chief  sanitary  desiderata  of  the  day. 
Although  absolute  sterility  cannot  be  guaranteed 
by  a  few  minutes'  ebullition,  yet  the  reduetion  in 
the  number  of  microbes  by  this  simple  process 
is  so  great  that  it  may  be  safely  regarded  as 
ample  for  practical  purposes.  Thus  Miquel  and 
Wada  {ibid.  185)  found  in  the  case  of  the  Ourcq- 
canal  water  of  Paris  : — 


aiperature 

Bacteria  in  1  c.c 

14°C. 

460,800 

50°  for  10  minutes 

600 

60° 

(60) 

70° 

88-8 

80° 

62-4 

90° 

26-4 

100° 

0-5 

100°  for  20  minutes 

00 

Water  fos  Indttsteixl  Pueposes. 
Of  the  numerous  industrial  uses  to  which 
water  is  put,  the  most  general  and  important  is 
the  raising  of  steam.  The  composition  of  the 
water  supplied  to  steam-boilers  is  a  matter  of 
great  consequence,  as  the  use  of  unsuitable 
water  may  cause  the  corrosion  of  boiler-plates 
and  the  formation  of  deposits,  which  not  only 
occasion  a  serious  loss  of  heat  but  may  also  lead 
to  most  disastrous  explosions  (v.  Boilek  In- 

OETJSTATIONS   AND  DEPOSITS). 

Water  for  other  industrial  purposes.  (1)  For 
breunng,  see  art.  Bkewino.  For  use  in  bakeries, 
the  water  should  be  in  all  respects  of  the  same 
degree  of  purity  as  is  demanded  foe  drinking 
purposes. 

(2)  For  the  textile  industries  the  character  of 
the  water  employed  is  often  of  great  consequence. 
Thus  in  blea,ching  and  dyeing  the  presence  of 
iron  and  manganese,  even  in  very  small  quan- 
tities, is  highly  deleterious,  giving  rise  to  iron 
and  manganese  stains  on  the  bleached  goods, 
and  causing  spots  and  modifications  in  the 
shades  of  dyed  materials.  Hard  water,  again, 
involves  the  use  of  larger  quantities  of  alkali 
and  soap  in  the  several  operations  of  boaking, 
scouring,  and  milling,  and  the  insoluble  lime- 
soap  is  left  adhering  to  the  fibre,  often  prevent- 
ing the  subsequent  application  of  mordant  or 
dye.  In  those  operations,  again,  in  which  dyed 
fabrics  are  soaped,  the  lime-soap  often  injures 
the  brilliancy  of  the  colour,  whilst  in  other 
cases  the  earthy  soaps  precipitated  on  the  fibre 
act  as  mordants,  andT  attract  the  colouring 
matters  on  those  parts  of  the  goods  where  it  is 
not  wished  to  fix  them.  In  general,  hard  water 
has  the  effect  of  dulling  many  colours,  and  if 
due  to  bioarbonates  retards,  or  even  prevents, 
the  dyeing  of  such  colours  as  require  an  acid 
bath  (e.^.  cochineal  scarlet).  In  some  cases  hard 
water  containing  bioarbonates  wastes  the  mor- 
dants by  precipitation  in  the- bath  instead  of  on 
the  fibre,  whilst  it  is  sometimes  actually  bene- 
ficial for  the  washing  of  goods  which  have  been 
mordanted  with  basic  mordants.  Such  water  is 
unsuitablls  for  the  solution  of  many  coal-tar 
colours — e.g.  methyl  violet — a  portion  of  the 
latter  being  lost  as  a  tarry  precipitate,  whilst 
the  goods  are  often  spotted.  For  dyeing  with 
some  colours — e.g.  alizarin  and  logwood — ^the 
presence  of  a  certain  amount  Of  lime"is  almost 
indispensable ;   a  pure  water  to  which  a  knowo 
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(^ttaniity  of  time-salt  has  been  added  is,  how- 
ever, preferable  to  a  naturally  hard  water,  espe- 
cially if  the  latter  is  of  variable  composition. 
Water  containing  alkaline  carbonates  is  some- 
times advantageous,  e.g.  in  wool-scouring,  and 
in  those  dyeing  operations  in  which  the  addition 
of  sodium  carbonate  is  prescribed  ;  but  in  mor- 
danting, in  the  dyeing  with  many  colours,  and 
in  the  washing  of  dyed  goods,  it  is  often  very 
prejudicial  j  in  these  oases  it  should  be  neu- 
tralised with  sulphuric  or  acetic  acid.  Acid 
waters  are  generally  highly  injurious,  and  should 
be  neutralised  with  sodium  carbonate.  Sul- 
phuretted hydrogen  in  water  is  also  very  objec- 
tionable in  many  operations  of  dyeing,  more 
especially  in  mordanting  with  metallic  salts 
(Hummel,  Dyeing  of  Textile  Fabrics).  For  tjie 
manufacture  of  paper,  water  containing  iron  is 
highly  objectionable,  giving  rise  to  stains,  whilst 
the  presence  of  hardness  is  objectionable  in 
causing  the  decomposition  of  the  rosin-soap. 

(3)  For  tanning,  pure  water  is  also  a  de- 
sideratum. Water  much  contaminated  with 
organic  matter  causes  injury  to  the  surface  of 
the  leather,  and  sometimes  a  corrosion  from  the 
flesh-side  of  the  skin.  Water  containing  car- 
bonic acid,  or  the  bicarbonates,  or  calcium  and 
magnesium  sulphates,  causes  the  hides  to  swell, 
whUst  the  chlorides  prevent  the  swelling,  and 
hence  sea-water  cannot  be  employed  for  the 
purpose.  Hard  water  occasions  a  less  perfect 
uti&ation  of  the  tanning  materials,  and  an 
excess  of  chlorides  retards  the  tanning  process 
and  causes  the  leather  to  attract  moisture  ;  the 
presence  of  iron  is  not  so  objectionable  as  is 
commonly  supposed  (Fischer,  Das  Wasser,  49- 
51). 

(4)  In  sugar-refining  the  sulphates  and 
alkaline  carbonates  are  more  productive  of 
molasses  than  the  chlorides,  whilst  nitrates  are 
specially  objectionable,  as  they  prevent  the 
crystallisation  of,  six  times  their  weight  of 
sugar  (Fischer,  Technologic  d.  Wassers,  p. 
28G). 

Purification  of  water  for  industrial  purposes. 
As  already  pointed  out,  some  substances, 
although  unobjectionable  in  drinking  water, 
operate  prejudicially  when  the  water  is  em- 
ployed for  many  industrial  purposes,  and 
numerous  methods  have  been  devised  for  re- 
moving these  impurities  or  for  counteracting 
their  effects.  But  few  methods  of^  purification 
have  found  favour  in  actual  practice,  and 
to  these  alone  will  any  attention  be  given  here. 
The  processes  which  have  for  their  object  the 
removal  of  matters  in  suspension  and  organic 
substances  have  been  already  described  under 
Purification  of  drinking  water  («.  p.  702'),  whilst 
the  processes  intended  for  the  improvement  of 
industrial  water  supplies  are  chiefly  directed  to 
the  removal  of  lime  and  magnesia  salts  in 
solution,  which,  as  has  been  shown  above, 
interfere  with  the  success  of  so  many  industrial 
operations.  This  removal  of  lime  and  magnesia 
salts  is  frequently  spoken  of  as  '  water-softening,' 
in  consequence  of  the  water  after  such  treatment 
requiring  less  soap  when  used  for  washing 
purposes. 

Purification  with-  lime  (Clark's  process). 
This  method  of  purification  was  first  proposed 
by  Clark,  of  Aberdeen,  in  1841,  and  consists  in 


the  decompbsitiori  bf  calcium  bicarbonate  or 
'  temporary  hardness  '  of  watfir  by  the  addition 
of  a  suitable  quantity  of  slaked  liine,  according 
to  the  equation 

CaHj(COs),+Ca(OH)j=2CaC03+2HjO. 
Calcium  bicarbonate  Calcium  carbonate 
Thus  both  the  lime  in  solution  as  bicarbonate 
as  well  as  that  added  in  the  form  of  hydroxide 
are  precipitated  as  normal  carbonate,  which  ia 
almost  insoluble  in  water.  The  calcium 
hydroxide  is  sometimes  added  in  the  form  of  milk 
of  lime,  sometimes  in  that  of  clear  lime-water, 
but  the  latter  is  far  preferable,  as  the  quantity 
added  can  be  more  easily  controlled  and  an 
excess  avoided.  The  necessary  quantity  of 
calcium  hydroxide  is  most  easily  ascertained  by 
adding  such  nn  amount  that,  after  thorough 
mixing,  a  small  quantity  of  the  water  taken  out 
yields  a  yellow  or  bro^vn  colour  with  a  solution 
of  silver  nitrate,  more  water  is  then  added,  until, 
on  similarly  testing,  no  coloration  with  the  silver 
nitrate  is  obtained.  This  test  should  invariably 
be  resorted  to  even  in  the  case  of  such  waters 
as  are  of  very  constant  composition,  and  which, 
therefore,  admit  of  the  lime  being  proportioned 
by  experience,  as  otherwise  an  excess  or  deficiency 
of  lime  is  nearly  sure  to  result.  In  its  original 
form  the  Clark  process  is  carried  out  in  urge 
tanks  in  which  the  water  can  remain  at  perfect 
rest  for  about  16  hours,  although  by  the  use  of 
a  floating  exit-pipe  the  clear  surface  water  can 
often  be  drawn  off  after  2  or  3  hours,  and  before 
the  whole  of  the  precipitate  has  reached  the 
bottom.  This  method  has  been  most  success- 
fully employed  on  a  large  scale  at  the  Colne 
Valley  Waterworks,  near  Bushey,  at  Canter- 
bury, Caterham,  and  many  other  places  on  a 
small  scale.  The  '  temporary  hardness  '  only  is, 
of  course,  removed,  and  even  this  not  com- 
pletely, as  under  the  most  favourable  circum- 
stances a  small  proportion  of  calcium  carbonate 
remains  in  solution,  whilst  in  the  case  of  waters 
containing  magnesium  bicarbonate  the  removal 
of  the  latter  is  generally  far  less  complete.  In 
addition  to  these  bicarbonates,  the  salts  of  iron 
and  much  organic  matter  are  also  removed. 

In  order  to  obviate  the  large  amount  of 
storage  capacity  required  for  Clark's  process, 
several  modifications  have  been  introduced, 
in  which  the  precipitate  formed  by  the  treat- 
ment with  lime  is  either  removed  by  filtration 
or  made  to  rapidly  subside  by  artificial  means. 
The  most  notable  of  these  improved  processes 
are  the  so-called  '  Porter-Clark,'  in  which  the 
precipitate  is  removed  with  a  filter-press,  and 
Gaillet  and  Huet's  process,  in  which  subsidence 
is  promoted  by  causing  the  water  to  take  a  cir- 
cuitous zig-zag  and  upward  path  after  the  addi- 
tion of  the  lime.  In  this  latter  process  both  lime 
and  caustic  soda  are  frequently  employed  in 
conjunction  as  the  softening  agents ;  in  this 
manner  both  'temporary'  and  .' permanent ' 
hardness  can  be,  to  a  great  extent,  removed, 
thus  : — 

CaHj(C03)s-f2NaOH=CaCO,+Na,CO,-t-2HjO 
CaS04+NajC03=CaCO,+NajSO,. 

Space  does  not  permit  the  description  of  a 
number  of  other  water-softening  apparatuses 
which  are  now  on  the  market,  and  which  only 
differ  from  each  other  in  the  special  mechanical 
devioeg  for  supplying  the  chemicals  (milk  61 
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lime,  lime  water,  eoditttu  carbonate,  or  caustic 
Boda,  as  the  case  may  be)  and  for  removing  the 
deposit.  The  Archbutt-Deeley  process,  however, 
possesses  certain  features  of  interest.  In  this 
the  clarification  of  the  treated  water  is  acceler- 
ated by  stirring  it  up  with  the  sludge  of  calcium 
carbonate  obtained  in  previous  precipitations, 
this  being  effected  by  blowing  in  compressed  air 
through  perforated  pipes.  The  subsequent 
sedimentation  takes  place  very  rapidly,  and  the 
clear  water  is  drawn  off  from  the  surface  by 
means  of  a  floating  arm.  Further,  the  danger  of 
subsequent  deposition  of  calcium  carbonate  in 
the  service  pipes,  which  often  occurs  when  an 
insufficient  time  is  allowed  for  sedimentation, 
is  avoided  by  injecting  carbon  dioxide  (obtained 
from  a  coke-stove,  the  gas  being  scrubbed  with 
limestone  to  remove  sulphur  compounds)  into 
the  clarified  water  as  it  is  drawn  from  the 
settling  tank.  .- 

Magnesia  has  also  been  employed  to  a  limited 
extent   for  softening  instead  of  lime.     Under 
these  circumstances  the  following  reactions  may 
take  place,  especially  if  heat  is  applied  : — 
CaHs(C03)j-fMgO=CaCO,+MgCO,-fHjO 
MgC0,+CaS04=CaC0,+MgS0, 
MgCO,+Caas=CaCO,+MgClj 
(Fischer,  Chem.  TechnoL  d.   Wassers,   Bruns- 
mck,  1880,  264). 

The  formation  of  magnesium  chloride  is  ob- 
viously disadvantageous  for  boiler  purposes. 

A  number  of  other  processes  of  chemical 
purification  have  from  time  to  time  been  sug- 
gested, but  none  of  them  has  met  with  any 
great  success.    Thus  attempts  have  been  made 
to  utilise  the  following  reactions  : 
OaH2(CO,)^-fBa(OH)J=CaCO,^-BaC03-l-2H^O 
CaS04+Ba(0H)j=BaS0,+Ca(0H)j 
CaS0,-t-Baas=BaS04-)-Caaj 
CaH,(CO,),-fCi04Naj=C,0,Ca-f2NaHCO, 
Sodium       Calcium         Sodium 
oxalate        oxalate       bicarbonate 
CaS04+CjO.Na,=C204Ca-l-Naj,S04 
Caaj+Ca04Naj=C204Ca-f-2Naa 

CaHj(CO,)2-l-2Ha=Caaj-f2CO,-f2HjO 

In  the  Permutite  process,  devised    by   Dr. 
Gans  of  Berlin,  the  water  is  softened  by  filtration 
through  artificial  zeolite  (a  hydrated  silicate  of 
alumina  and  soda)  to  which  the  name  of  Per- 
mutite has  been  given.    The  latter  is  made  by 
fusing  together  silica  or  quartz,    alumina    or 
china-clay,  and  sodium  carbonate.    The  fused 
mass  is  extracted  with  water,  a  crystalline  body 
\(SiOii=46,  Al,0,=22,  Na20=13-6,  HjO=18-4 
p.o.)  being  obtained.    When  waters  containing 
calcium  or  magnesium  salts  are  filtered  through 
this    material,   the    following    reactions    take 
place  : — 
NajAljSij08-fCaCO,=NajCO,+CaAljSijOa 
NajAljSi208-fCaS04=NajS04-fCaAljSi20s 

It  is  claimed  for  this  process  that  the  whole 
of  the  hardness  is  removed  and  that  the  calcium 
or  magnesium  zeolite  formed  can  be  reconverted 
into  the  original  permutite  or  sodium  zeolite  by 
treatment  with  a  strong  solution  of  common  salt. 

Gang  uses  a  manganese-permutite  (silija, 
alumina,  and  a  higher  oxide  of  manganese)  for 
the  removal  of  iron  and  manganese  in  water. 
This  material  can  be  regenerated  by  treatment 
with  a  solution  of  potassium  or  calcium  per- 
manganate.   The  manganese-permutite  can  also 


be  employed  for  the  stetiiisatioh  of  Watfif  t 
the  water  is  treated  with  permanganate  in 
sufficient  concentration  to  destroy  bacteria,  and, 
on  subsequent  filtration  through  manganese- 
permutite,  the  whole  of  the  manganese  is  said 
to  be  retained  by  the  ffiter.  Oalcium-permutite 
has  been  used  forremoving  potash  from  molasses, 
lime  passing  into  solution ;  the  lime  may  be 
replaced  by  soda  by  passing  through  sodium- 
permutite. 

For  the  effect  of  softening  processes  on  the 
bacteria  in  water,  v.  p.  732. 

The  action  of  water  on  had,  zinc,  copper,  and 
aluminium.  The  action  of  water  on  these 
metals,  and  especially  on  lead,  is  of  great 
importance  in  connection  with  the  distri- 
bution and  storage  of  water.  The  Romans 
employed  leaden  pipes,  and  Vitruvius  and  Galen 
were  aware  that  some  waters  were  thereby 
rendered  deleterious.  On  the  other  hand, 
certain  waters  have  so  little  action  on  lead  that 
pipes  of  this  material  have  been  in  use  for  up- 
wards of  200  years  without  showing  any  trace 
of  corrosion  (Fischer,  Technologic  d.  Wassers, 
317).  As  a  general  rule,  hard  waters,  and  more 
especially  those  containing  bicarbonates,  do  not 
act  on  lead ;  the  greater  number  of  active 
waters  are  soft,  and  generally  entirely  destitute 
of  bicarbonates.  The  activity  has  been  ascribed 
by  different  authorities  to  the  presence  or 
absence  of  a  great  variety  of  ingreciients  in  the 
water — e.g.  the  presence  of  dissolved  air  (Yorke), 
ammonium  nitrite  (Medlock),  ammonium  car- 
bonate (Bottcher).  Some  have  contended  that 
organic  matters  diminish  the  activity  (Horsford), 
others  that  they  increase  it  (Hofmann,  Graham, 
Miller,  and  Noad).  The  latter  authorities  were 
of  opinion  also  that  the  presence  of  dissolved 
oxygen  and  the  absence  of  more  than  3  vols, 
of  carbon  dioxide  in  100  vols,  of  water  are 
amongst  the  conditions  necessary  for  the  attack 
upon  lead.  It  has  also  been  contended  that  a 
minute  proportion  of  calcium  pliosphate  prevents 
a  soft  water  from  attacking  lead  (Riv.  Pollut. 
Commiss.  6th  Rep.  224),  whilst  according  to 
others,  again,  the  protecting  ingredient  is  silica 
(Crookes,  Odling,  and  Tidy,  Report  on  the  Action 
of  Water  on  Lead,  London,  1886).  In  many 
cases  the  activity  of  the  water  is  due  to  the 
presence  of  organic  acids  (Allen),  this  being 
doubtless  a  fruitful  cause  of  moorland  waters 
acting  on  lead.  The  activity  of  many  waters  is 
confined  to  new  untarnished  lead,  whilst  others 
continue  to  act,  sometimes  with  increased 
vigour,  on  the  old  and  tarnished  metal  (P.  F. 
Frankland,  The  Action  of  Water  on  Lead,  J. 
Soo.  C!hem.  Ind.  1889,  241). 

Numerous  expedients  have  been  resorted  to 
in  order  to  destroy  this  activity  of  some  soft 
waters.  When  acidity  is  the  presumable  cause 
the  most  obvious  remedy  is  the  filtration  of  the 
water  through  finely-divided  limestone  ;  in  prac- 
tice, however,  this  is  found  to  be  only  of  tem- 
porary service,  as  the  surfaces  of  the  limestone 
become  coated  with  a  film  which  prevents  their 
being  further  acted  on  by  the  water.  It  has  been 
found  more  effective  to  continuously  mix  the 
water  with  a  milk  of  finely-divided  calcium 
carbonate,  and  allowing  this  to  subside  before 
the  water  is  distributed. 

It  is  now  generally  admitted  that  the  action 
of  water  on  lead  is  of  two  difieient  l^mds.    01 
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these  the  most  obvioas  is  that  due  to  the  acidity  i 
of  some  waters,  such  acidity  may  be  due  to 
organic  or  even  mineral  aoidst^  aiid  can  be 
determine^  by  titration  with  appropriate 
indicators.  Such  acid  waters  have,  in  general, 
a  continuous  action  on  lead.  The  acidity  can, 
of  course,  be  neutralised  by  the  addition  of  lime, 
finely-diTided  calcium  carbonate,  or  most 
effectively  by  sodium  carbonate.  It  was,  how- 
ever, shown  many  years  ago  by  the  writer  that 
Buch  neutralisation  does  not  necessarily  entirely 
stop  the  action  of  the  water  on  lead,  and  that 
this  is  often  only  scoured  by  adding  a  considerable 
excess  of  sodium  carbonate.  Similarly  there  are 
many  natural  waters,  which,  although  slightly 
alkaline  mth  small  proportions  of  calcium 
bicarbonate,  nevertheless  act  on  lead.  Such 
action  of  neutral  or  even  slightly  alkaline  waters 
is  now  usually  termed  '  erosive  '  as  distinguished 
from  the  '  plumbosolvent '  action  of  acid  waters. 
These  remarkable  phenomena  have  only  received 
a  satisfactory  explanation  since  the  recent 
advances  in  physical  chemistry  have  illuminated 
the  subject  of  chemical  equilibrium. 

This  matter  is  very  ably  dealt  with  in  an 
important  paper  by  Paul,  Ohlmiiller,  Heise,  and 
Auerbach  (Arbeiten  a.  d.  kais.  Gesundheitsamte, 
1906,  23  ;  Untersuohung  iiber  die  Beschaffenheit 
des  zur Versorgung  der  Haupt-  und  Besidenzstadt 
Dessau  benutzten  Wassers,  insbesondere  iiber 
dessen  Bleilosungsfahigkeit).  The  conclusions 
arrived  at  by  these  authors  are  : — 

1.  Dissolved  oxygen  is  necessary  for  the 
solution  of  metallic  lead  in  pure  water.  Experi- 
ments made  with  distilled  water,  which  had  been 
saturated  with  air  freed  from  carbon  dioxide, 
showed  that  nearly  the  whole  of  the  oxygen 
(amounting  to  about  9  mgms.  per  1  litre)  was 
taken  up  presumably  according  to  the  equation  : 

2Pb+2HjO+02=2Pb(OH)2. 
The  water,  which  was  at  18°,  took  up  about 
116  mgms.  of  lead  per  1  litre.  By  increasing  the 
proportion  of  oxygen  in  the  air  used  for  saturat- 
ing the  water  the  amount  of  lead  taken  up  was 
at  first  also  increased  (up  to  about  140  mgms.  Pb 
per  1  litre),  but  this  was  followed  by  a  sudden 
drop  to  an  amount  which  remained  practically 
constant  (about  108  mgms.  per  1  litre  for  about 
14-5' mgms.  O a  dissolved  in  1  litre  water).  This 
sudden  drop  is  referred  to  the  appearance  of  a 
precipitate  {solid  phase)  preventing  further 
supersaturation  of  the  water  with  lead  hydroxide. 
(The  authors  did  not  determine  the  exact 
composition  of  the  solid  phase,  which  may  have 
beeii  Pb(0H)2,  or  more  probably  one  of  its 
anhydrides.) 

2.  Free  carbonic  aeid  diminishes  the  plumbo- 
solvent effect  of  the  simultaneously  present 
dissolved  oxygen.  Thus,  in  an  experiment  with 
distilled  water  made  to  contain  about  8  mgms.  Oj 
and  40  mgms.  COj  in  1  litre,  the  amount  of  lead 
taken  up  was  about  11  mgms.  per  1  litre,  or  about 
,'5  of  that  dissolved  when  the  same  proportion 
of  dissolved  oxygen  was  present  in  the  absence 
of  carbonic  acid.  This  diminished  plumbo- 
Bolvency  is,  of  course,  attributable  to  the  forma- 
tion of  a  more  insoluble  solid  phase,  viz.  either 
PbCOj,  or  more  probably  some  basic  carbonate 
such  as  2PbC03,Pb(OH)j. 

'  See  a  very  important  paper  on  '  The  Acidity  and 
Alkalinity  of  Natural  Water-,,'  by  James  Walkst  apd 
8,  A,  Kt»y  (J,  Soc,  ChPin,  Ind.  1912. 31.  XOia). 


3.  Soditim  bicarbonate  in  the  absence  of  any 
appreciable  quantity  of  free  carbonic  acid  greatly 
reduces  the  plumbosolvency  of  water,  thus  in 
similar  experiments,  in  which  the  same  pro- 
portion (about  9  mgms.  0 j  per  1  litre)  of  dissolved 
oxygen  was  retained,  but  along  with  35  mgms.  of 
NaHCO,  per  litre,  the  amount  of  lead  taken  up 
was  only  0-6  mgms.  per  litre  of  water.  This,  again, 
is  attributable  to  the  diminished  solubility  of  the 
solid  phase  in  the  solution  of  the  sodium  bi- 
carbonate. The  amount  of  lead  taken  up  by 
the  water  is  limited  by  the  solvhilily  product ; 
thus  a  saturated  solution  of  lead  carbonate 
will  contain  a  small  concentration  of  PbCOj 
molecules,  together  with  Pb"-fCO,"  ions,  of 
which  only  the  PbCOj-moleculea  are  in  direct 
equilibrium  with  the  solid  phase  (precipitated 
lead  carbonate).  The  concentration  of  the 
PbCOj  molecules  will  always  remain  constant 
as  long  as  there  is  any  of  the  solid  phase  present, 
but  this  concentration  is  very  small.  The 
concentration  of  the  ions,  on  the  other  hand,  is 
determined  by  the  dissociation  equilibrium. 
Thus,  representing  the  molecular  concentrations 
of  the  respective  bodies  by  the  formulae  enclosed 
in  brackets,  we  have — 

[Pb-]  X  [00^]=^  X  [PbCOj], 
in  which  fc  is  a  constant.  But  in  saturated 
solutions,  as  already  seen  above,  [PbCOj]  is 
constant,  therefore  ixTPbCOal  is  also  constant, 
and  can  be  represented  by  S,  which  is  termed  the 
solvhility  product,  thus — 

[Pb"]xLCO,]=S 

which  obviously  signifies  that  the  concentration 
of  the  Pb"-ion3  will  be  the  .smaller  the  greater 
the  concentration  of  the  COj-ions.  (If  the  solid 
phase  is  a  basic  carbonate,  then  it  can  be  shown 
that  the  concentration  of  the  Pb"-ion3  must  be 
inversely  proportional  to  the  concentrations  of 
the  CO3'-  and  the  OH'-ions.) 

In  solutions  of  free  carbonic  acid  the  con- 
centration of  COj-ions  is  very  small  (because 
carbonic  acid  being  a  very  weak  acid  is  only 
very  slightly  dissociated  into  ions),  whilst  in 
solutions  of  NaHCO,  the  concentration  of 
COj-ions  is  much  greater, "and,  therefore,  the 
concentration  of  the  Pb"-ions  will  be  corre- 
spondingly diminished,  or,  in  other  words,  a 
much  smaller  proportion  of  lead  will  pass  into 
solution.  (It  should  be  mentioned  that  the 
phenomena  may  be  complicated  by  the  circum- 
stance that  the  nature  of  the  solid  phase  may  be 
different  according  as  the  metallic  lead  is  placed 
in  contact  with  a  solution  of  free  carbonic  acid 
or  bicarbonate  respectively.) 

4.  The  simultaneous  presence  of  free  carbonic 
acid  and  sodium  bicarbonate  leads  to  the  following 
considerations  : — 

COj+H.O  ^  H,CO, 
further  K-fiO,  ^  H'+HCOj,  whilst  to  a  much 
less    degree    HCO^  ^  H-+CO;'.      These     dig. 
sociations  are  regulated  by  the  equations 
(1)  [H-]x[HCO;]=i;iX[HjCO,J 
(2)  [H-]x[C0;']=4jX[HC0;], 
in  which  the  values 

ii:i=S04xl0-'» 
*,=-l-3XlO-.>» 
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are  known  (J.  Walker  and  W.  Cormaok/Chem. 
Soc.   Trans.  1900,  77,   6;   Bodlander,  Zeitsoh. 
physikal.  Chem.  1900,  35,  23). 
From  equation  (2) 

and  combining  this  with  equation  (1)  we  have 

but  with  PbCOj  as  solid  phase  we  had 

which  can,  therefore,  be  written 

„^       Sxfc,     [HjCOjl 

pu.,^ -'^  ■ = ~ 

;t,     [HCOjp 

But,  inasmuch  as  free  carbonic  acid  is  very 
little,  and  sodium  bicarbonate  very  much 
dissociated,  the  value  of  [HjCOj]  may  be  taken 
as  proportional  to  the  molecular  conceiitration 
of  the  free  carbonic  acid,  and  [HCO3]  to  that  of 
the  sodium  bicarbonate,  and  thus  the  corwentra- 
lion  of  ike  Vh"-ions  will  he  directly  proportional 
to  (hat  of  the  free  carbonic  acid,  and  inversely 
proportional  to  the  square  of  that  of  the  sodium 
bicarbonate.  t 

This  important  theoretical  deduction  was 
experimentally  verifiod  by  placing  lead  in  con- 
tact with  water  containing  8-3  mgms.  0.,  35-3 
mgms.  NaHCOj,  and  about  33  mgms.  CO  2  per  1 
litre,  with  the  result  that  the  amount  of  lead 
in  solution  was  found  to  be  about  1  mgm.  per  1 
litre,  and  thus  slightly  but  distinctly  greater 
than  in  the  previous  experiment  in  which  there 
was  no  free  carbonic  acid  present,  and  in  which 
0-6  mgm.  Pb  per  1  litre  was  taken  up  by  the 
water. 

In  ordinary  natural  waters  the  phenomena 
are  complicated  by  the  simultaneous  presence 
of  other  salts,  especially  chlorides  and  sulphates. 
Both  PbClj  and  PbSOj  are  considerably  more 
soluble  than  the  carbonate.  On  adding  7 1  mgms. 
NajSOj  per  1  litre  to  the  last  artificial  water 
mentioned  above,  it  was  found  that  the  pro- 
portion of  lead  taken  up  was  about  tripled, 
being  about  3  mgms.  per  litre.  This  increase  must, 
of  course,  depend  6n  the  presence  of  PbSOj 
molecules  in  solution,  and  not  on  an  increase  in 
the  concentration  of  the  Pb"-ions,  which  it  was 
shown  was  already  fixed  by  the  concentrations 
of  the  carbonic  acid  and  bicarbonate.  Now  by 
removing  some  of  the  free  carbonic  acid  (e.3. 
by  adding  NajCOa)  the  concentration  of  the 
Fb"-ion3  wiU  be  .diminished,  and  this  will  have 
the  efEect  of  also  diminishing  the  amount  of 
lead  in  solution  due  to  the  solubility  of  the 
PbSOj,  for  the  amount  of  undissooiated  PhSO^ 
is  dependent  on  the  concentration  of  the  Pb"- 
ions,  and  if  the  latter  be,  through  any  cause, 
diminished,  the  amount  of  undissociated  PbSOi 
must  be  diminished  also,  with  the  result  that  the 
total  amount  of  lead  passing  into  solution  will 
be  less.  This  was  experimentally  verified  by 
using  the  same  artificial  water  as  in  the  last- 
mentioned  experiment,  excepting  that  by  the 
addition  of  NajCOg  the  free  carbonic  acid  was 
reduced  to  about  9-5  mgms.  COj  per  litre,  and 
the  NaHCOj  consequently  raised  to  about 
188  mgms.  per  litre,  with  tbeTPsult  tljat  tl^e  teat} 


taken  up  amounted  to  only  1-3  mgm.  per  litre  of 
water. 

Experience  has  also  shown  that  some  waters 
act  powerfully  on  lead  when  the  pipes  are  charged 
intermittently,  whilst  the  action  becomes  very 
much  diminished  if  they  are  kept  under  constant 
pressure.  The  efEect  of  pressure  on  the  activity 
ought,  therefore,  always  to  be  specially  deter- 
mined (P.  F,  Frankland,  J.  Soc.  Chem.  Ind. 
1889). 

In  investigating  the  action  of  water  on  lead, 
the  water  should  either  be  put  in  contact  with 
strips  of  the  metal  or  placed  in  leaden  pipes  for 
a  definite  period  of  time,  after  which  it  should 
be  removed  and  tested  for  lead  both  in  solvtion 
and  suspension,  fresh  portions"  of  the  water 
under  examination  are  then  placed  in  contact 
with  the  metal  and  again  tested  after  a  definite 
interval  of  time,  this  procedure  being  repeated 
a  number  of  times.  Thus  it  is  often  found  that 
a  water  has  a  considerable  initial  action  on  the 
metal,  but  fts  the  latter  becomes  coated  with 
deposit,  the  action  moderates  and  may  practically 
cease  altogether.  Some  waters,  on  the  other 
hand,  act  continuously  on  the  metal. 

Some  polluted  waters  have  a  very  strong  and 
continued  action  on  lead  (Biv,  Follut.  Commiss. 
6th  Bep.  226),  and  in  such  cases  the  obvious 
remedy  is  the  abandonment  of  the  source. 

It  is  worthy  of  note  that  hot  water  generally 
acts  much  more  violently  on  lead  than  cold,  and 
further  that  the  lead  dissolved  in  water  is  en- 
tirely, removed  by  passage  through  any  of  the 
numerous  form;  of  animal  charcoal  filters. 

As  regards  the  quantity  of  lead  in  water 
from  which  danger  to  health  is  to  be  appre- 
hended, it  is  now  generally  admitted  that  water 
containing  anything  above  one-twentieth  grain 
of  lead  per  gaUon,  or  0-07  part  per  100,000,  may, 
by  continued  use,  produce  mischief. 

Of  the  action  of  water  on  zinc  but  little  is 
known  beyond  the  fact  that  many  waters  do  act 
on  it,  and  that  it  is  therefore  not  to  be  recom- 
mended for  the  construction  of  cisterns,  &c.,  in 
which  drinking  water  is  to  bo  stored.  The  solu- 
tion of  the  zinc  takes  place  with  special  facility 
if  metallic  iron  is  also  in  contact  with  it  (Heaton, 
Chem.  News,  49,  85;  P.  F.  Frankland,  ibid. 
115  ;  Stevenson,  ibid.  107). 

Copper  appears  to  be  continuously  acted  on 
bj'  water,  especially  if  simultaneously  in  contact 
with  air,  and  hence  should  not  be  used  in  con- 
nection with  drinking  water. 

The  action  of  water  and  other  liquids  on 
aluminium  is  now  a  matter  of  some  importance 
owing  to  its  use  for  domestic  and  industrial 
purposes  (see  An  Investigation  of  Aluminium, 
with  Special  Reference  to  its  Suitability  for  the 
Construction  of  Brewery  Plant,  A.  C.  Qiapman, 
J.  Inst.  Brewing,  1911).  Although  acted  on 
by  moist  air  the  layer  of  oxide  exerts  a  marked 
protection  to  further  attack ;  alkalis  and  alka- 
line chlorides  increase  the  tendency  to  corrosion. 
Chapman  considers  that  it  may  be  safely  used 
for  the  construction  of  brewery  plant,  especially 
fermenting  tuns  and  vessels  intended  for  the 
treatment  of  chilled  and  filtered  beers. 

The  Chemical  Analysis  of  Water. 
As  the  qualitative  analysis  of  the  ingredients 
of  water  is  of  no  practical  importance,  and  in- 
volves  po   speoiaj   methods,   tlie    quantitative 
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examinatioQ  will  alone  be  considered  here.  In 
order  that  the  analysis  may  be  of  any  value, 
especially  for  sanitary  purposes,  it  is  of  the 
greatest  importance  that  the  samples  should 
nave  been  collected  with  care. 

Suspended  matter.  The  suspended  matter, 
if  considerable  in  amount,  should  be  sepa- 
rately determined,  but  if  only  present  in  minute 
quantity  it  is  advisable  to  regard  it  as  part  of 
the  dissolved  matter,  in  which  case  it  is  necessary 
that  the  sample  should  be  well  shaken  before 
taking  out  each  portion  for  analysis,  so  that  the 
suspended  particles  may  be  uniformly  distri- 
buted. If  it  is  decided  to  determine  the  sus- 
pended matter  separately,  the  sample  should  be 
well  shaken,  and  250  or  600  c.c.  measured  out 
and  passed  through  a  filter  previously  dried 
at  100°  and  weighed.  The  matter  on  the  filter 
is  washed  with  distilled  water,  and  dried  at 
100°  until  of  constant  weight.  Some  analysts 
prefer  to  dry  at  105°,  110°,  or  even  120°,  but 
in  all  cases  the  temperature  should  be  specified. 
The  filter  and  its  contents  are  then  incinerated 
in  a  coil  of  platinum  wire  and  dropped  into  a 
weighed  platinum  crucible,  gently  ignited  until 
free  from  organic  matter,  and  then  treated  with 
a  few  drops  of  a  solution  of  ammonium  carbonate, 
and  dried  at  160°.  The  loss  in  weight  repre- 
sents organic  matter  and  water  of  hydration. 
It  is  sometimes  of  importance  to  determine  the 
proportion  of  carbon  to  nitrogen  in  the  organic 
part  of  the  suspended  matter.  For  this  purpose 
some  of  the  suspended  matter  is  collected  on  an 
ignited  plug  of  asbestos  or  glass  wool,  transferred 
to  a  small  flask,  and  boiled  with  20  c.c.  of  sul- 
phurous acid  and  some  distilled  water  free  from 
ammonia  and  organic  matter,  and  then  further 
treated,  as  in  the  determination  of  organic  carbon 
and  nitrogen,  by  the  combustion  process  (v. 
p.  717).  If  the  suspended  matter  has  been 
thus  separately  determined,  the  remainder  of  the 
analysis  should  be  performed  on  the  water,  after 
filtration  through  Swedish'  paper,  rejecting  the 
first  250  c.c.  wmch  pass  through ;  or  if  the  sus- 
pended matter  completely  settles  on  standing 
the  clear  water  may  be  siphoned  off.  The  sus- 
pended matter  may,  of  course,  in  exceptional 
^  cases  also  have  to  be  submitted  to  a  complete 
mineral  analysis,  or  examined  for  some  special 
ingredient. 

An  ingenious  method  of  determining  minute 
traces  of  suspended  matter  has  been  devised  by 
Dibdin  (Analyst,  1896,  21,  2).  In  this  method 
the  volume  of  the  moist  suspended  matter  is 
measured  in  a  capillary  tube. 

Matters  nr  Soltttion. 

Total  solids.  260  or  500  c.c.  of  the  water 
are  evaporated  to  dryness  in  a  weighed  platinum 
dish  on  a  water-  or  steam-bath,  the  dish  being 
supported  on  a  glass  or  porcelain,  but  not  on  a 
metallic,  ring.  The  dish  and  residue  are  then 
dried  until  constant  at  100°,  105°,  110°,  120°,  or 
even  at  180°.  The  residue  may  be  further 
utilised  for  the  determination  of  nitrates  and 
nitrites  by  the  mercury  method  {v.  infra). 

Ammonia.  A  measured  volume  of  the  water 
(varying  from  100-1000  c.c,  according  to  the 
proportion  of  ammonia  present)  is  distilled  in 
a  capacious  flask  or  retort  connected  with  a 
Liebig's  condenser,  about  1  grm.  of  recfently 
ignited  sodium  carbonate  having  been  previously 


added.  It  is  essential  that  the  whole  apparatus 
should  have  been  carefully  freed  from  ammonia 
immediately  before  use,  which  can  be  done  by 
distilling  some  water  in  the  apparatus  until  the 
distillate  gives  no  reaction  with  Nessler  solution. 
The  remainder  of  the  water  in  the  flask  or  retort 
is  then  thrown  away,  and  the  measured  quantity 
of  the  sample  tmder  examination  introduced 
along  with  the  sodium  carbonate.  The  distilla- 
tion should  be  carried  on  briskly,  and  the 
distillate  collected  in  colourless  glass  cylinders 
of  60  CO.  capacity.  If  less  than  600  c.c.  has 
been  used,  this  volume  should  be  made  up  with 
distilled  water  free  from  ammonia  before  distil- 
lation. If  the  quantity  of  water  has  been  well 
chosen,  the  whole  of  the  ammonia  will  be  found 
in  the  first  three  cylinders  of  the  distillate, 
and  in  most  cases  it  will  all  be  contained  in 
the  first.  The  quantity  of  ammonia  in  each 
cylinder  is  estimated  by  adding  1  c.c.  of  Nessler 
solution,  and  comparing  the  coloration  obtained 
with  that  similarly  produced  by  known  quanti- 
ties of  a  standard  solution  of  ammonium  chloride, 
added  to  60  c.c.  of  distilled  water  free  from 
ammonia.  The  Nessler  reaction  is  so  delicate 
that  by  its  means  1  part  of  NH,  in  100,000,000 
parts  of  water  can  be  easily  detected.  The 
colour  produced  by  more  than  10-15  c.c.  of  a 
solution  of  NHjCl  (oontainingO-OOOOlgrm.NH, 
per  litre)  is  too  deep  for  accurate  comparison, 
and  should  one  of  the  cylinders  require  more 
than  this  the  determination  must  be  repeated 
on  a  smaller  volume  of  water.    This  may  be 

fenerally  avoided,  however,  by  adding  the 
Tessler  solution  to  the  second  and  third  cylin- 
ders of  distillate  before  the  first,  and  if  it  is 
found  that  the  second  cylinder  gives  a  colour 
requiring  more  than  6  c.c  of  the  above  solution 
of  ammonium  chloride  for  its  imitation  the  first 
cylinder  should  be  diluted,  and  an  aliquot  part 
taken  for  testing  with  the  Nessler  reagent. 

The  Nessler  solution  is  prepared  by  dissolv- 
ing 62-6  grms.  of  potassium  iodide  in  260  c.c.  of 
distilled  water  ;  set  aside  10  c.c.  of  this,  and  run 
into  the  remainder  a  cold  saturated  solution  of 
mercuric  chloride  until  a  permanent  precipitate 
is  formed,  then  add  the  above  10  c.c.  of  potas- 
sium iodide,  which  will  cause  its  solution,  after 
which  very  carefully  add  more  of  the  mer- 
curic chloride  until  a  slight  precipitate  re- 
mains on  stirring.  Now  add  160  grms.  of 
potassium  hydroxide  dissolved  in  distilled  water, 
and  dilute  the  whole  to  1000  c.c.  After  settling, 
decant  the  clear  liquid  into  a  bottle  for  use. 

As  the  '  albuminoid  ammonia  '  is  commonly 
determined  in  one  operation  with  the  '  free ' 
ammonia,  the  method  of  estimating  the  former 
will  now  be  described,  instead  of  consider- 
ing it  under  the  methods  for  determining  organic 
matter,  where  it  more  properly  belongs. 

'  Albuminoid  ammonia  '  process.  Whilst  the 
determination  of  the  free  ammonia  is  being  pro- 
ceeded with  as  above,  the  solution  of  alkaline 
permanganate  must  be  prepared  for  this  process, 
as  it  is  required  immediately  the  free  ammonia 
has  passed  over.  The  volume  of  the  alkaline 
permanganate  (for  preparation  v.  below)  taken 
must  be  at  least  one-tenth  of  the  volume  of  the 
sample  being  distilled  for  ammonia,  and  it  should 
not  exceed  that  volume  unless  the  water  contains 
a  very  large  amount  of  organic  matter.  The 
alkaline  permanganate  taken  &  tben  diluted  with 
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four  times  its  volume  of  distilled  water,  and 
boiled  in  a  flask  during  the  whole  of  the  time 
that  the  distillation  for  free  ammonia  is  going 
on  as  above,  and  when  the  latter  is  finished  it  is 
added  to  the  water  remaining  in  the  distilling 
-flask  or  retort  (the  whole  volume  in  this  must 
'  now  be  not  less  than  500  o.o.),  and  distillation  is 
then  continued  until  the  distillate  is  free  from 
ammonia.  The  distillate  is  collected  and  Ness- 
'lerised,  as  in  the  determination  of  free  ammonia 
above.  The  ammonia  thus  evolved  by  distilla- 
tion with  alkaline  permanganate  is  generally 
recorded  as  'albuminoid  ammonia '(w.  p.-.719). 
The  alkaline  permanganate  solution  is  prepared 
by  dissolving  200  grms.  of  potassium  hydroxide 
and  8  grms.  of  pure  potassium  permanganate  in 
1100  c.c.  of  distilled  water,  then  boiling  the 
solution  rapidly  until  concentrated  to  about 
1000  c.c. 

Chlorine,  (a)  Mohr'a  method.  50  or  100 
o.c.  of  water  are  treated  with  a  few  drops  of  a 
solution  of  potassium  chromate,  and  a  standard 
solution  of  silver  nitrate  is  then  run  in  from  a 
burette  Until  the  precipitate  becomes  of  a  faint 
but  distinctly  red  colour.  The  water  must  be 
well  agitated  after  each  addition  of  the  nitrate, 
the  reaction  depending  upon  the  decomposition 
of  the  red  silver  chromate  by  dissolved  chlorides 
with  formation  of  silver  chloride  and  soluble 
chromate.  As  soon  as  the  last  trace  of  chloride 
is  precipitated  as  silver  chloride,  the  red  colour 
of  the  silver  chromate  makes  its  appearance. 
By  using  a  solution  of  silver  nitrate  containing 
2-3944  grms.  per  Utre,  the  number  of  c.c.  em- 
ployed elves  at  once  (if  50  c.c.  of  water  have 
been  taken)  the  parts  of  CI  per  100,000,  whilst 
if  100  c.c.  of  water  are  taken  the  silver  nitrate 
solution  should  be  of  double  this  strength. 

Mohr's  method  cannot  l)e  employed  if  the 
water  is  acid,  and  if  this  is  the  case  a  given 
volume  of  the  water  should  be  boiled  with  an 
excess  of  pure  calcium  carbonate  (free  from 
chlorides),  filtered,  the  filtrate  made  up  to 
known  volume,  and  the  chlorine  determined  in 
a  part  of  this.  In  the  presence  of  reducing  sub- 
stances, much  organic  matter,  sulphuretted 
hydrogen,  and  sulphites,  the  method  is  also  in- 
applicable, and  in  such  cases  it  is  desirable  to 
determine  the  chlorine  gravimetrioally,  which 
should  also  be  done  if  the  proportion  of  chlorine 
is  large. 

(6)  Volhard's  method.  50  or  100  c.c.  of  the 
water  are  treated  with  an  excess  of  decinormal 
silver  nitrate,  the  mixture  being  well  agitated  so 
as  to  cause  the  silver  chloride  to  settle  in  flakes  ; 
the  latter  is  filtered  off  and  washed,  and  then  to 
the  filtrate  about  ten  drops  of  a  cold  saturated 
solution  of  iron-alum  are  added,  and  subse- 
quently enough  strong  nitric  acid  (free  from 
nitrous  acid)  to  remove  the  colour  of  the  ferric 
salt.  Decinormal  ammonium  thiocyanate  is 
then  added  from  a  burette,  stirring  well  all  the 
time,  until  the  liquid  acquires  a  light-yeUow 
brown  colour,  which  remains  permanent'on  leav- 
ing the  liquid  at  rest  for  about  10  mins.  By 
deducting  the  number  of  c.c.'s  of  thiocyanate 
from  that  of  the  silver  nitrate  added,  the  re- 
maining silver  nitrate  indicates  the  proportion 
of  chlorine  present  in  the  water.  The  advantage 
of  this  method  consists  in  its  being  applicable 
to  acid  liquids.  The  method  depends  upon 
there   being   no   formation   of  red   feriip   thio- 


cyanate until  the  whole  of  the  silver  in  solution 
has  been  precipitated  as  thiocyanate  (Annalen, 
190,  24). 

Nitrogen  as  nitrates  and  nitrites.  A  number 
of  different  methods  have  been  devised  for  the 
determination  of  oxidised  nitrogen  ;  there  are, 
however,  only  a  few  which  have  been  largely 
adopted  in  practice,  and  such  alone  will  be 
described  here. 

(a)  Crum's  method.  This  depends  on  the 
decomposition  which  nitrates  and  nitrites  un- 
dergo when  dissolved  in  strong  sulphuric  acid  on 
being  shaken  up  with  mercury,  and  which  leads 
to  the  evolution  of  the  whole  of  the  nitrogen  as 
nitric  oxide,  the  volume  of  which  is  then  deter- 
mined. The  residue  obtained  in  the  estimation 
of  the  total  solids  {see  p.  711)  may  be  con- 
veniently used  for  this  determination  abo.  This 
residue  in  the  platinum  or  glass  dish  is  repeatedly 
treated  with  a  very  small  quantity  of  hot  dis- 
tilled water,  which  is  brought  into  thorough 
contact  with  the  residue  by  detaching  the  latter 
with  a  small  glass  rod  covered  with  a  piece  of 
in^ia-rubber.  The  aqueous  extracts,  which 
should  in  all  not  exceed  about  10  c.c,  are 
passed  through  a  small  filter  and  collected  in  a 
Uttle  beaker.  This  aqueous  extract,  containing 
all  the  soluble  salts  in  the  water  residue,  is 
evaporated  nearly  to  dryness  on  a  water-bath, 
after  which  it  is  dissolved  again  in  a  minimum 
quantity  (1  or  2  c.c.)  of  water,  and  introduced- 
into  a  Lunge  nitrometer  (Ber.  11,  434) ;  the 
beaker  is  repeatedly  rinsed  with  a  few  drops  of 
hot  water,  and  these  rinsings  added  to  the 
nitrometer.  The  beaker  is  then  further  rinsed 
with  pure  strong  sulphuric  acid  (free  from  oxides 
of  nitrogen),  and  this  also  is  transferred  to  the 
nitrometer.  About  IJ  volumes  of  sulphuric  acid 
must  in  all  be  used  to  1  volume  of  aqueous 
extract.  If  the  water  contains  soluble  carbon- 
ates there  will  be  an  evolution  of  carbon  dioxide 
when  the  sulphuric  acid  mixes  with  the  aqueous 
extract ;  the  gas  should  be  allowed  to  collect 
without  shaking  the  tube,  and  should  then  be 
expelled.  The  contents  of  the  nitrometer  tube 
are  now  violently  agitated  with  the  mercury, 
and  then  ui  the  course  of  a  minute  or  so  the 
evolution  of  nitric  oxide  will  commence,  and  the 
agitation  should  be  continued  as  long  as  any 
gas  continues  to  come  off.  If  the  water  contains 
a  oonsiderabla  quantity  of  chlorides  some  hydro- 
gen chloride  may  have  been  given  off  with 
the  nitric  oxide,  but  this  may  be  removed  by 
admitting  a  little  water  into  the  nitrometer. 
When  the  gas  has  cooled  to  the  temperature  of 
the  air,  its  volume  is  measured  at  atmospheric 
pressure.  The  determination  is  rendered  more 
accurate,  especially  if  the  quantity  of  nitrates 
and  nitrites  is  only  small,  by  measuring  the 
nitric  oxide  in  Frankland's  gas  apparatus,  in 
which  case  the  decomposition  with  mercury  and 
sulphuric  acid  is  effected  in  a  small  tube  standing 
in  a  mercury  trough,  the  evolved  nitric  oxide 
being  then  transferred  to  the  gas  apparatus 
(see  Sutton's  Volumetric  Analysis).  This 
method,  which  is  by  far  the  most  convenient 
for  ordinary  water  analysis,  becomes  inapplicable 
in  the  presence  of  very  large  quantities  either  of 
organic  matter  or  of  chlorides. 

(5)  Methods  of  Schulze-Tiemann,  and  oj 
SchlBsing-Beichardt,  depend  upon  the  decompo- 
sition gf  nitrates  ap4  nitrites  by  ferrous  chlori49 


WATER. 


713 


and  hydrochloric  acid,  and  the  measurement 
of  the  evolved  nitric  oxide.  Of  these  methods, 
which  closely  resemhle  each  other,  the  former, 
as  the  more  convenient,  need  be  alone  con- 
sidered here. 

100-600  CO.  of  the  water  are  concentrated 
by  evaporation  to  about  50  c.c,  which  are  then 
introduced  into  a  flask  of  about  150  c.c.  capa- 
city, provided  with  an  india-rubber  stopper,  per- 
forated by  two  narrow  pieces  of  glass  tubing,  of 
which  one  (a)  extends  about  an  inch  into  the 
~fiask,  and  is  constricted  below,  whilst  the  other 
(b)  only  just  penetrates  the  stopper ;  the  tube 
(b)  is  externally  connected  by  means  of  a  short 
piece  of  india-rubber  tubing  provided  with  a 
pinch-cock,  vrith  a  delivery  tube  dipping  into  a 
trough  containing  10  p.c.  caustic  soda  solution 
previously  boiled  to  expel  air.  The  tube  (a)  is 
also  connected  with  india-rubber  and  pinch-cock 
to  another  piece  of  glass  tubing,  which  is  allowed 
to  hang  vertically  downwards.  The  water  in 
the  flask  is  vigorously  boiled  with  the  pinch- 
cocks  open  until  the  air  is  completely  expelled 
by  the  steam,  then  the  pinch-cock  on  (b)  is 
closed  whilst  that  on  (a)  is  left  open  until  the 
volume  of  water  in  the  flask  is  reduced  to  about 
10  c.c.  ;  this  pinch-cock  is  then  also  closed,  and 
the  flame  removed  from  beneath  the  flask.  The 
glass  tube  attached  to  (a)  is  carefully  filled  with 
water  up  to  the  pinch-cock ;  15-20  c.c.  of  a 
saturated  solution  of  ferrous  chloride  are  intro- 
duced into  the  flask,  in  which  there  is  now  a 
partial  vacuum,  by  siphoning-  from  a  small 
beaker  through  (a),  the  pinch-cock  being  tem- 
porarily opened,  and  about  an  equal  quantity  of 
strong  hydrochloric  acid  is  made  to  follow  in 
the  same  manner  into  the  flask.  The  flask  is 
now  carefully  heated,  and  when  the  internal 
pressure  rises  the  pinch-cock  on  (b)  is  opened, 
and  the  evolved  gas  allowed  to  pass  through  the 
delivery  tube  into  a  measuring  tube  filled  with 
the  10  p.c.  caustic  soda  solution  standing  in  the 
trough.  The  heating  of  the  flask  is  continued 
until  the  volume  of  gas  in  the  measuring  tube 
ceases  to  increase.  The  measuring  tube  is 
transferred  to  a  tall  glass  cj'linder  full  of  water, 
and  after  the  gas  has  acquired  the  temperature 
of  the  room  the  volume  is  measured  at  the 
atmo^herio  pressure,  a  correction  being  of 
course  made  for  the  tension  of  aqueous  vapour. 

This  method  is  specially  applicable  to  the 
case  of  water  containing  excessive  quantities 
of  organic  matter  and  chlorides  (Ber.  1873, 
1041 ;  Tiemann  and  Gartner's  Untersuchung 
d.  Wassers,  170). 

For  SohJosing-Eeichardt's  method,  v.  Zeitsch. 
anal.  Chem.  1870,  24,  or  Tiemann  and  Gartner's 
Untersuch.  d.  Wassers,  173. 

(c)  The  aluminium  and  zine-copper  couple 
methods  depend  upon  the  conversion  by  nascent 
hydrogen  of  the  oxidised  nitrogen  in  the  water 
into  ammonia,  and  estimation  of  the  latter  by 
Nessler  solution. 

Aluminium  method.  100  c.c.  of  the  water 
are  introduced  into  a  flask  together  with  10  c.c. 
qf  caustic  soda  solution  free  from  nitrates  and 
nitrites,  the  mixture  being  boiled  until  it  is  re- 
duced to  about  one-fourth  of  its  volume.  It  is 
then  diluted  to  about  its  original  bulk  with  dis- 
tilled water  free  from  ammonia,  and  a  piece  of 
aluminium  foil,  about"  2  ins.  square- and  wrapped 
jound  a  piece  of  glass  rod,  is  dropped  into 


the  flask,  which  is  then  fitted  with  »  stopper 
and  small  U-tube  containing  glass  beads  mois- 
tened with  hydrochloric  acid  free  from  ammonia. 
After  the  evolution  of  hydrogen  has  continued 
for  about  6  hours,  the  glass  beads  and  washings 
of  the  U-tube  are  transferred  to  the  liquid  in  the 
flask,  the  latter  is  then  attached  to  a  Liebig's 
condenser,  and  the  ammonia  determined  by  dis- 
tillation and  Nesslerising  in  the  ordinary  way 
(see  p.  711).  According  to  Tiemann  and  Gartner 
(Untersuchung  d.  Wassers,  208),  only  the  equiva- 
lent of  72-90  p.c.  of  the  nitric  acid  is  thus 
recovered  as  ammonia. 

Zinc-copper  coupU  method.  The  residue 
obtained  in  the  determination  of  '  total  solids  ' 
is  extracted  with  about  2S  c.c.  of  hot  distilled 
water,  and  this  is  boiled  down  with  a  fragment 
of  recently-ignited  pure  lime  about  the  size  of 
a  hemp-seed  to  one-fourth  of  its  bulk.  This 
liquid,  together  with  the  washings  of  the  dish 
containing  the  residue,  is  transferred  through  a 
stoppered  funnel  into  an  eight-ounce  Wurtz  flask, 
attached  to  a  Liebig's  condenser,  and  containing 
the  requisite  amount  of  the  zinc-copper  couple. 
The.distillation  is  carried  on  until  the  greater 
part  of  the  water  has  passed  over,  after  which 
hot  distilled  water  is  repeatedly  run  into  the 
fiask  and  the  distillation  continued  until  about 
100  c.c.  of  distillate  have  been  collected ;  the 
latter  is  then  '  Nesslerised '  in  the  ordinary  way 
(Thorpe,  Chem.  Soc.  Trans.  1873,  541).  Accord- 
ing to  Tiemann  and  Gartner,  from  88  to  95  p.c. 
of  the  nitric  acid  is  thus  obtained. 

In  the  writer's  laboratory  the  process  is 
carried  out  as  follows :  A  stoppered  bottle 
(about  200  c.c.  capacity)  is  loosely  filled  with 
strips  of  zinc,  which,  after  cleaning  with  dilute  . 
sulphuric  acid,  are  covered  with  copper  sulphate 
solution  (1  p.c).  The  copper-coated  strips  are 
repeatedly  washed  with  distilled  water,  and 
finally  with  the  water  under  examination,  care 
being  taken  not  to  detach  the  copper  film.  The 
bottle  is  then  completely  filled  with  the  sample 
of  water  and  a  crystal  of  oxalic  acid  is  added, 
and  the  bottle,  loosely  stoppered,  is  allowed  to 
stand  over  night.  A  definite  volume  is  with- 
drawn by  means  of  a  pipette,  and  this  is  distilled 
with  a  suitable  volume  of  ammonia-free  water 
in  the  ammonia  apparatus  as  usual,  a  small 
quantity  of  ignited  sodium  carbonate  being 
added.  Before  withdrawing  the  water  from  the 
bottle  for  distillation,  a  small  quantity  should 
be  tested  for  nitrite  to  ensure  that  the  reduction 
to  aminonia  is  complete.  Waters  containing 
free  or  saline  ammonia  must  have  this  distilled 
o£f  before  being  placed  in  contact  with  the 
zinc-copper  couple. 

A  rapid  method  of  estimating  nitrates  in 
water  is  due  to  Harrow  (Chem.  Soc.  Trans.  1891, 
320),  depending  on  the  reduction  to  nitrite 
by  zinc-dust  and  estimation  of  the  nitrous 
acid  by  sulphanilio  acid  and  o-naphthylamine 
(Griess'  test).  This  reagent  is  prepared  by 
dissolving  1  grm.  of  n-naphthylamine,  1  grm. 
sulphanilic  acid,  and  25  c.c.  strong  hydro- 
chloric acid  in  about  200  c.c  distilled  water ; 
boil  with  a.  small  quantity  of  animal  charcoal, 
filter,  and  make  up  to  500  o.o.  The  process  ia 
conducted  thus :  50  c.c.  of  the  water  are  placed 
in  a  beaker  of  100  c.c.  capacity,  and  in  three 
similar  beakers  50  c.c.  of  three  standard  solu- 
tions of  potassium  nitrate,  containing  (1)  l-Q 
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part  N,  (2)  0-1  part  N,  (3)  O'Ol  part  N  per 
100,000 ;  to  each  beaker  10  c.c.  of  the  above 
test-solution  are  added,  and  afterwards  a  very 
small  quantity  (7-8  mg.)  of  zinc-dust.  If 
nitrate  is  present  in  the  water  a  pink  colour 
appears,  which  must  be  compared  with  that 
yielded  by  the  three  standard  solutions  after 
15  mins.  This  gives  an  approximate  idea  of  the 
amount  of  nitrate  present,  whilst  in  order  to 
obtain  an  accurate  result  the  water  must  be 
diluted  until  the  colour  produced  is  almost 
identical  with  that  given  by  one  of  the  standards. 
The  results  appear  to  be  accurate,  but  it  is 
especially  necessary  to  avoid  the  addition  of 
large  quantities  of  zinc-dust,  which  would 
decolorise  the  solution. 

{d)  The  indigo  method  differs  from  those 
previously  described  in  being  a  simple  volu- 
metric method  depending  upon  the  decolor- 
ising action  of  nitric  acid  on  Indigo  solution. 
The  results  are  only  accurate  when  the  greatest 
uniformity  is  preserved  in  the  conditions  under 
which  the  experiments  are  made — ^the  process  is, 
in  fact,  entirely  empirical.  It  may  be  carried 
out  as  follows  :  25  c.c.  of  the  water  are  mixedf, 
with  50  CO.  of  pure  strong  sulphuric  acid;  a 
dilute  solution  of  indigo  is  then  immediately 
added  from  a  burette,  shaking  the  whole  time, 
until  the  solution  acquires  a  bluish-green  colour. 
In  a  second  experiment  nearly  the  whole  volume 
of  indigo  which  was  found  necessary  in  the  first 
experiment  is  added  at  once,  and  the  blue 
colour  is  then  obtained  by  further  small  addi- 
tions, and  in  this  manner,  by  shortening  the 
time  taken  in  the  titration,  a  more  accurate 
result,  generally  higher  than  in  the  preliminary 
experiment,  is  obtained.  The  solution  of  indigo 
must  be  standardised  under  precisely  simimr 
conditions  by  means  of  a  solution  of  potassium 
nitrate  of  known  strength.  The  indigo  solution 
should  be  chosen  of  such  strength  that  6-8  c.c. 
correspond  to  0-001  grm.  NjOji  and  if  25  c.c.  of 
the  water  contains  more  than  0-003-0 -004  grms. 
NgOg,  it  should  be  diluted  before  a  final  titration 
is  made.  The  method  is  only  suitable  for  use 
by  an  operator  in  continual  practice  (Waring- 
ton,  Chem.  Soc.  Trans.  1879,  578;  Water 
Analysis,  E.  Frankland,  31).  ^e  results  are 
too  low  if  there  is  a  large  amount  of  organic 
matter  in  the  water. 

The  methods  described  above  do  not  distin- 
guish between  nitrous  and  nitric  acids.  Indeed, 
the  indigo  method  is  altogether  unreliable  in  the 
presence  of  any  notable  proportion  of  nitrous 
acid,  as  is  also  Crum's  method,  should  it  be 
necessary  to  allow  any  carbon  dioxide  to  escape 
before  shaking  with  mercury  (see  p.  712).  As 
nitrons  acid  is,  however,  generally  only  pre- 
sent in  natural  waters  in  minute  traces,  these 
di£6oulties  do  not  frequently  arise,  and  the 
nitrous  acid  may  be  most  conveniently  esti- 
mated by  colorimetric  methods,  of  which  there 
are  several  in  vogue.  Of  these  may  be  men- 
tioned : 

(a)  Preusse-Tiemann's  method,  depending 
upon  the  production  of  Bismarck  brown  when 
an  acid  solution  of  a  nitrite  acts  upon  m- 
phenylenediamine.  100  c.c.  of  the  water  are 
placed,  in  a  colourless  glass  cylinder,  1  c.c.  of 
dilute  sulphuric  acid  (1:3)  is  added,  and  then 
1  0.0.  of  solution  of  m-phenylenediamine  (5  grms. 
ie  1000  c,c,  distilled  water,  decolorised  if  neces- 


sary with  animal  charcoal)  j-  if  the  colour 
appears  in  less  than  1  or  2  mins.  the  experiment 
must  be  repeated  with  a  smaller  quantity  of 
water,  in  each  case  diluted,  however,  to  100  c.c. 
The  coloration  is  then  imitated  under  precisely 
similar  conditions  with  a  standard  solution  (the 
standardisation  can ,  be  effected  either  by  the 
potassium  permanganate,  or,  better,  by  the  urea 
method)  of  potassium  or  sodium  nitrite.  The 
final  tint  is  not  arrived  at  until  the  mixture  in 
the  glass  cylinder  has  stood  for  20-25  mins., 
which  is  the  great  drawback  of  the  process  (see 
also  Warington,  The  Detection  of  Nitric  and 
Nitrous  Acids,  Chem.  News,  1885,  51,  39). 

A  preferable  method  (Zambelli,  Chem.  Soc. 
Abstr.  1887,  633)  consists  in  adding  to  the 
water  a  few  drops  of  a  saturated  solution  of 
sulphanilic  acid  in  dilute  sulphuric  acid,  then  a 
few  dirops  of  a  saturated  aqueous  solution  of 
phenol,  after  which  the  mixture  is  rendered 
alkaline  with  ammonia.  The  presence  of 
nitrous  acid  is  indicated  by  the  appearance 
of  a  coloration,  varying  from  faint  yellow  to 
intense  reddish  yellow,  according  to  the  quantity 
of  nitrous  acid  present.  The  author  claims  that 
this  method  is  capable  of  revealing  the  presence 
of  1  part  of  nitrous  nitrogen  in  40,000,000  parts 
of  water.  It  has  the  great  advantage  that  the 
reagents  employed  are  permanent  in  solution. 

For  larger  quantities  of  nitrous  acid,  as  also 
for  the  standardisation  of  solutions  of  sodium 
and  potassium  nitrite,  the  urea  method  devised 
by  the  writer  is  to  be  recommended  (Chem.  Soc. 
Trans.  1888,  364). 

Hardness,  lihe  determination  of  the  hard- 
ness of  a  water  consists  in  empirically  ascer- 
taming  the  amount  of  soap  which  has  to  be 
destroyed  by  a  given  volume  of  the  water  before 
a  lather  can  be  obtained,  and  expressing  this 
in  terms  of  the  amount  of  calcium  carbonate 
which  must  be  dissolved  in  the  same  volume 
of  water  to  destroy  the  same  amount  of  soap. 
Accurate  results  can  only  be  obtained  by  pre- 
serving uniformity  in  the  conditions  of  experi- 
ment. 

60  c.c.  of  the  water  are  measured  mto  an 
8-oz.  stoppered  bottle,  which  is  then  violently 
agitated  and  the  air  sucked  out  by  means  of  a 
glass  tube  to  remove  any  carbon  dioxide  which 
may  be  given  off  by  the  water.  A  standar^solu- 
tion  of  soap  {v.  infra)  is  then  added  in  diminishing 
quantities  not  exceeding  0-6-0-10  ex.  at  a  time, 
even  at  first,  violently  shaking  after  each  addition, 
until  the  froth  produced  remains  unbroken  over 
the  surface  for  a  period  of  5  mins.  when  the 
bottle  is  placed  at  rest  on  its  side.  The  quantity 
of  calcium  carbonate  corresponding  to  the 
volume  of  soap  solution  employed  can  then  be 
ascertained  by  reference  to  the  empirical  table 
shown  opposite. 

In  performing  the  titration  as  above,  the 
experienced  operator  is  guided  by  the  ear  as 
well  as  by  the  eye,  for.  the  sound  produced  on 
shaking  serves  to  indicate  how  the  reaction  be- 
tween the  hardening  constituents  of  the  water 
and  the  soap  is  progressing,  for  as  this  approaches 
completion  the  sound  becomes  softer,  and  when 
an  excess  of  soap  has  been  added  the  agitation 
is  all  but  noiseless. 

In  the  case  of  waters  requiring  more  than 
16  c.c.  of  soap  solution  for  the  50  c.c.  of  water, 
it  is  necessary  to  tafee  a  smaller  volume  of  the 
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Table  of  hardness  in  parts  per  100,000,  60  e.c. 
of  water  being  used. 


C.c.  of 

CaCO, 

C.c.  of 

CaCOj 

C.c.  of 

CaCO, 

soap 
•olution 

10O?000 

.  soap 
solution 

100,000 

soap 
solution 

100,000 

•7 

0-00 

5-9 

7^29 

110 

14-84 

•8 

•16 

60 

•43 

•1 

15-00 

•9 

•32 

•1 

•57 

•2 

•16 

1-0 

•48 

•2 

•71 

•3 

•32 

•1 

•63 

■3 

•86 

•4 

•48 

•2 

•79 

•4 

8^00 

•5 

•63 

•3 

•95 

•5 

•14 

•6 

•79 

•4 

Ml 

•6 

•29 

•7 

•95 

■5 

•27 

•7 

•43 

•8 

16^11 

•6 

•43 

•8 

•57 

•9 

•27 

•7 

•56 

•9 

•71 

12-0 

•43 

•8 

•69 

7-0 

•86 

•1 

•59 

•9 

•82 

•1 

900 

•2 

•75 

2  0 

■95 

•2 

•14 

•3 

•90 

•1 

2-08 

•3 

•29 

•4 

17^06 

■2 

•21 

•4 

•43 

•5 

•22 

•3 

■34 

•6 

•57 

•6 

•38 

•4 

•47 

•6 

•71 

■7 

•54 

•5 

•60 

•7 

•86 

■8 

•70 

•6 

•73 

•8 

10-00 

■9 

•86 

■7 

•86 

•9 

•15 

130 

18-02 

■8 

•99 

8  0 

•30 

■1 

•17 

•9 

312 

•a 

•45 

•2 

•33 

3  0 

•25 

•2 

•60 

•3 

•49 

•1 

•38 

•3 

•75 

•4 

■65 

•2 

•51 

•4 

•90 

•5 

■81 

•3 

•64 

•5 

11-06 

•6 

•97 

•4 

•77 

•6 

•20 

■7 

19^13 

•5 

•90 

•7 

•35 

•8 

•29 

•G 

403 

•8 

•50 

•9 

•44 

•7 

•16 

•9 

•65 

140 

•60 

•8 

•29 

90 

•80 

•1 

•76 

•9 

•43 

•1 

•95 

•2 

•92 

40 

•57 

•2 

12-11 

•3 

20-08 

■] 

•71 

•3 

•26 

•4 

-24 

■2 

•86 

•4 

•41 

•5 

-40 

■3 

5-00 

•5 

•56 

•6 

-56 

■4 

•14 

•6 

■71 

•7 

•71 

•5 

•29 

•7 

■86 

•8 

•87 

•6 

•43 

•8 

1301 

•9 

21-03 

•7 

•57 

•9 

•16 

150 

•19 

•8 

■71 

100 

-31 

•1 

•35 

:9 

•86 

•1 

•46 

•2 

.51 

60 

6'00 

•2 

•61 

•3 

•68 

•1 

•14 

•3 

•76 

-4 

•85 

•2 

•29 

•4 

•91 

•5 

22^02 

•3 

•43 

•5 

1406 

•6 

•18 

•4 

•57 

•6 

■21 

•7 

•35 

•5 

■71 

•7 

•37 

•8 

•52 

•6 

•86 

•8 

•52 

•9 

•69 

•7 

7-00 

•9 

•08 

160 

•86 

•8 

•14 

water  and  dilute  to  50  c.c.  with  boiled  distilled 
water.  The  presence  of  magnesia  salts  is  in- 
dicated in  the  soap  test  by  the  formation  of  a 
characteristic  light  curd,  and  also  by  the  prema- 
ture formation  of  a  lather,  which  again  disappears 
on  the  further  addition  of  soap  solution  and 
shaking.  If  these  signs  are  exhibited,  only  such 
a  volume  of  water  should  be  taken  as,  when 
diluted  to  60  c.c,  requires  not  more  than  7  c.c. 
of  the  soap  solution  ;  indeed,  it  is  a  very  good 
practice  to  inrarifibly  dilute  waters  sp  tjjat  not 


more  than  7  or  8  o.o.  of  soap  solution  are  re- 
quired. In  the  presence  of  magnesia  salts  the 
results  are  always  less  accurate,  and,  unless 
great  care  is  exercised,  may  become  wide  of  the 
truth. 

Permanent  hardness.  The  permanent  hard- 
ness is  most  conveniently  determined  by  taking 
a  small  flask  with  a  very  short  neck  (the  Erlen- 
meyer  shape  is  very  suitable),  and  addipg  the 
water  to  it  until  a  definite  weight  (e.g.  250 
grms.)  has  been  made  up.  The  water  is  then 
maintained  in  gentle,  ebulhtion  for  exactly 
half-an-hour,  and,  after  cooline,  the  weight  is 
again  made  up  to  the  original  Dy  the  addition 
of  boiled  distilled  water,  the  soap  titration  being 
then  performed  on  a  measured  portion  of  this, 
as  described  above.    . 

Some  analysts  prefer  to  take  a  given  volume 
of  water  and  restore  the  volume  after  boiling, 
then  removing  the  precipitated  carbonates  of 
lime  and  magnesia  by  passing  through  a  dry 
filter. 

The  standard  solution  of  soap  is  prepared  as 
follows.  A  cake  of  Castile  soap  is  scraped  with 
a  knife,  and  about  7  grms.  of  the  shavings  are 
dissolved  in  600  c.c.  of  a  mixture  of  2- vols,  of 
methylated  spirit  with  1  vol.  of  distilled  water. 
Filter  ofi  the  insoluble  matter,  and  dilute  the 
soap  solution  with  half  its  volume  of  water. 
A  portion  of  this  solution  is  then  further  care- 
fully diluted  with  a  mixture  of  2  vols,  methylated 
spirit  and  1  vol.  water  until  7  -8  c.c.  are  required 
to  form  a  permanent  lather  with  a  mixture  of 
25  0.0.  of  the  standard  calcium  chloride  solution 
(prepared  by  dissolving  0-2  grm.  of  Iceland  spar 
in  dilute  hydrochloric  acid,  and,  after  driving 
off  excess  of  acid  on  the  water-bath,  making  up 
to  1000  0.0.  with  distilled  water)  and  26  o.o.  of 
distilled  water. 

Poisonous  metals.  Of  these  the  only  ones 
which  are  of  practical  importance" in >  water 
analysis  are  lead,  zinc,  copper,  arsenic,  and 
barium.  As  they  are  generally  present  in  only 
very  minute  proportions,  it  is  necessary  to  evapo- 
rate large  volumes  (6  litres  and  upwards)  of 
water  in  order  to  obtain  gravimetric  determi- 
nations in  the  ordinary  way  ;  but  the  following 
special  methods  may  be  generally  employed. 

For  lead,  take  100  c.c.  of  the  water,  acidify 
with  a  few  drops  of  acetic  acid,  and  then  add 
about6c.c.of  a  saturated  solution  of  sulphuretted 
hydrogen.  The  colour  produced  is  imitated  by 
adding  a  known  quantity  of  a  standard  solution 
of  a  lead  salt  to  ICO  c.c.  of  distilled  water.  Even 
such  small  proportions  as  0-03  part  Pb  per  100,000 
should  be  invariably  recorded.  (For  the  stan- 
dard solution  of  lead,  dissolve  0-1831  grm. 
crystallised  normal  lead  acetate  in  1000>  c,o. 
distiUed  water  ;   1  c.c.  =  0-0001  Pb.) 

^For  copper,  the  same  colorimetric  method 
may  be  employed  as  for  lead,  using  for  com- 
parison a  solution  of  copper  sulphate  containing 
0-0001  grm.  Cu  in  1  c.c.  (0-3929  grm.  crystallised 
copper  sulphate  per  litre).  In  the  absence  of 
iron  a  very  delicate  colorimetric  method  may 
be  employed,  based  upon  the  reaction  between 
copper  salts  and  potassium  ferrocyanide,  the 
water  being  acidified  with  hydrochloric  acid, 
whilst  in  the  presence  of  iron  the  blue  colora- 
tion produced  by  ammonia  may  be  used. 

The  presence  of  zinc  is  generally  indicated 
by  the  gradual  formation  of  a  film  of  carbonftte 
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on  the  surface  of  the  water  when  the  latter  is 
exposed  to  the- air.  Some  of  thia  film  ignited 
on  platinum  foil  should  leave  a  residue,  which 
ia  yellow  when  hot  and  white  on  cooling.  The 
quantity  of  the  zinc  may  be  approximately  de- 
termined, in  the  absence  of  other  heavy  metals, 
by  acidifying  100  c.c.  of  the  water  with  dilute 
hydrochloric  acid,  and  then  adding  a  solution 
of  potassium  ferrooyanide.  The  white  turbidity 
produced  is  then  compared  with  that  obtained 
from  a  known  quantitv  of  a  standard  solution  of 
a  zinc  salt  (Snijders,  Ber.  1878,  939). 

Arsenic  is  best  detected  and  estimated  by 
Marsh's  test ;  500  c.c.  of  the  water  are  rendered 
slightly  alkaline  'nith  caustic  soda  or  potash 
free  from  arsenic,  and  evaporated  to  dryness. 
The  residue  is  extracted  with  strong  hydro- 
chloric acid,  and  the  liquid  introduced  into  a 
Marsh's  apparatus.  The  gas  is  passed  through 
di  small  0-tube  containing  pumice  soaked  in 
solution  of  lead  acetate,  and  then  through  a 
piece  of  combustion  tube  constricted  in  the 
middle,  where  it  is  heated  to  redness.  The 
passage  of  gas  through  the  heated  tube  Is  con- 
tinued (or  an  hour,  although  nearly  all  the 
arsenic  is  liberated  in  5  or  10  mins.  The  metallic 
ring  formed  is  compared  with  a  number  of 
standard  rings  similarly  obtained  with  known 
quantities  of  arsenic.  A  blank  experiment  must 
invariably  be  performed  previously,  to  control 
the  purity  of  the  chemicals  employed. 

Barium  may  be  detected  and  determined  by 
concentrating  a  considerable  volume  of  the 
water,  acidifying  with  hydrochloric  acid,  and 
after  filtering,  if  necessary,  adding  a  solution  of 
calcium  sulphate.  The  barium  sulphate  preci- 
pitated is  then  collected  and  weighed  in  the 
ordinary  manner. 

Iron  can  generally  be  estimated  colorime- 
trically  by  means  of  ferrocyanide  or  thiocyanate. 
Its  deternlination  is  frequently  of  importance  in 
waters  used  for  industrial  purposes. 

In  the  ferrocyanide  method,  the  water  residue 
is  dissolved  in  hydrochloric  acid  and  diluted  to 
100  CO.  Of  this  10  c.c.  are  transferred  to  a 
100  c.c.  cylinder  ;  add  1  c.c.  of  strong  nitric  acid, 
dilute  to  100  c.c,  stir,  and  then  add  1  c.c.  of 
potassium  ferrocyanide  solution  and  mix  well. 
The  colour  produced  is  compared  with  that  ob- 
tained from  a  standard  iron  solution,  but  the 
same  quantity  of  nitric  acid  must  be  present 
in  each  case  (Sutton.  Volum.  Analys.  6th  ed. 
194;  V.  also  Carter  Bell,  J.  Soc.  Chem.  Ind.  8, 
175). 

In  the  thiocyanate  method,  two  100  c.c. 
cylinders  are  taken,  and  into  each  5  c.c.  of  dilute 
hydrochloric  acid  (1:5)  and  5  c.c  of  dilute 
nitric  acid  (1:5),  together  with  15  c.c.  of  thio- 
cyanate solution,  are  poured  ;  then  introduce  a 
measured  volume  of  the  liquid  to  be  tested  into 
the  one  cylinder,  and  after  filling  up  both 
cylinders  to  the  mark  with  distilled  water, 
imitate  the  red  colour  obtained  with  the  liquid 
under  examination  by  running  in  a  standard 
solution  of  iron  from  a  burette  into  the  other 
cylinder.  In  this  way  one  part  of  iron  is  said 
to  be  recognisable  in  fifty  milUons  of  water 
(Thompson,  Chem.  Soc.  Trans.  1885,  493). 

Determination  of  organic  matter.  A  number 
of  processes  have  been  devised  for  the  determi- 
nation either  of  the  whole  or  part  of  the  organic 
substances  present  in  wafer,     Of  those  which 


lay  claim  to  discovering  the  whole  of  these 
organic  materials,  none  is  entitled  to  any  con. 
fidence,  whilst  even  those  which  attempt  to 
determine  a  part,  or  to  indirectly  obtain  a  com- 
parative measure  of  the  organic  matter,  are  also 
open  to  objections  on  the  score  of  accuracy. 
Only  those  methods  more  commonly  in  use  by 
water  analysts  will  be  described  here. 

(1)  Methods  depending  on  the  reduction  of 
potassium  permanganate. 

(a)  Kvbel's  process.  In  this  the  reduction  is 
efEected  in  acid  solution.  100  c.c.  of  the  water 
are  placed  in  a  flask  of  about  300  c.c.  capacity 
and  treated  with  5  c.c.  dilute  sulphuric  acid 
(1:3),  and  then  with  such  a  quantity  of  stan- 
dard dilute  permanganate  (equivalent  to  centi- 
normal  oxalic  acid)  that  the  liquid  is  of  a 
strong  red  colour.  The  mixture  is  then  boiled 
for  10  mins.,  and  the  excess  of  permanganate 
added  must  be  such  that  the  colour  is  not  dis- 
charged in  this  operation.  10  c.c.  of  centi- 
normal  oxalic  acid  are  now  added,  and  into  the 
resulting  colourless  liquid  standard  perman- 
ganate is  then  run  in  until  a  faint  red  colour  is 
obtained.  The  amount  of  oxygen  consumed  by 
the  organic  matter  in  the  water  can  then  be 
calculated. 

(b)  Schulze's  process.  In  this  the  reduction 
is  commenced  in  an  alkaline  and  completed  in 
an  acid  solution.  100  c.c.  of  the  water  are 
placed  in  a  flask  of  about  300  c.c.  capacity, 
0-5  c.c.  caustic  soda  solution  (1:2)  are  added,  as 
well  as  10-15  c.c  of  standard  dilute  perman- 
ganate (equivalent  to  centinormal  oxaUc  acid). 
The  liquid  is  boiled  for  10  mins.,  allowed  to 
cool  to  60°  or  GO°C.  and  then  6  c.c.  of  dilute 
sulphuric  acid  (1  :  3)  and  10  c.c.  of  centinormal 
oxaUo  acid  are  added,  the  liquid  being  shaken 
and  gently  warmed  until  the  colour  has  quite 
disappeared.  Then  the  standard  dilute '  per- 
manganate is  run  in  until  a  faint  red  colour, 
remaining  permanent  for  at  least  5  mins.,  ia 
obtained.  The  oxygen  consumed  by  the  organic 
matter  of  the  water  is  then  calculated. 

(c)  Forchhammer  process.  This  resembles 
Kubel's  method,  inasmuch  as  the  reduction  of 
the  permanganate  is  effected  in  an  acid  solu- 
tion, but  the  temperature  employed,  instead  of 
being  defined,  ia  that  of  the  air  of  the  labora- 
tory. 

Two  flasks  are  carefully  cleaned  and  into 
one  250  c.c.  of  the  water,  into  the  other  250  c.c. 
of  distilled  water,  are  introduced.  To  each  10 
c.c.  of  dilute  sulphuric  acid  (1 :  3)  and  10  c.c.  of 
standard  permanganate  (containing  0'396  grm. 
per  litre  or  O-OOl  grm.  available  oxygen  in  10 
c.c.)  are  added,  and  the  mixture  is  allowed  to 
stand  for  three  hours.  At  the  end  of  this  time 
the  excesa  of  permanganate  remaining  is  deter- 
mined by  adding  two  drops  of  potassium  iodide 
(1  :  10)  to  each  flask,  and  then  running  in  a 
standard  solution  of  sodium  thioaulphate  (1 
grm.  per  litre)  until  the  whole  of  the  free  iodine 
is  removed,  a  drop  of  clear  starch  solution 
being  added  at  the  close  of  the  operation.  The 
amount  of  permanganate  destroyed  in  the  blank 
experiment  must  of  course  be  deducted  from 
that  destroyed  in  the  case  of  the  water,  and 
from  the  difierenoe  the  oxygen  consumed  by 
the  organic  matter  of  the  water  can  be  calcu- 
lated (Tidy,  Chem.  Soc.  Trans.  1879,-66). 

In  this  Country  it  is  now  almost  the  inyariabls 
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CtistoM  oJ  tfatet  analysts  to  allow  the  acid  per- 
manganate to  act  for  4  hours  at  80°F.  (26'7°C.) ; 
Thorpe  (Metropolitan  Water  Reports,  1904)  has 
also  used  1  hour  at  122°F.  (50°C.),  under  which 
conditions  a  larger  amount  of  oxygen  is  con- 
sumed. 

It  must  be  pointed  out  that  in  these  several 
methods  depending  on  the  reduction  of  perman- 
ganate, the  results  are  only  comparative  for  the 
same  kind  of  organic  matter,  a  given  weight  of 
organic  carbon  in  different  kinds  of  water  con- 
suming different  quantities  of  oxygen  from  per- 
manganate under  the  same  conditions.  Thus 
it  has  been  found  that  for  surface  waters,  such 
as  those  of  the  rivers  Thames  and  Lea,  by  mul- 
tiplying the.  oxygen  consumed  in  the  Forch- 
hammer  process  by  the  factor  2-38,  the  propor- 
tion of  organic  carbon  (as  determined  by  com- 
bustion) is  approximately  obtained,  whilst  in 
the  case  of  deep  well  water  the  factor  which 
must  be  employed  is  5*8  (Woodland  Toms). 

Again,  all  these  methods  are  affected  by  the 
presence  of  nitrites,  ferrous  salts,  and  larger 
quantities  of  ammonia  compounds,  all  of  which 
exercise  a  leducing  action  on  permanganate. 
By  determining  the  nitrous  acid,  a  correction 
can  be  made  for  this,  whilst  the  ferrous  can  gene- 
rally be  converted  into  ferric  iron  by  shaking 
up  the  water  several  times  in  a  half-filled  bottle 
previously  to  the  oxidation  with  permanganate  ; 
and  the  error  due  to  ammonium  salts  is  so 
small  that  it  can  generally  be  neglected  (even 
one  part  NHj  per  100,000  has  no  appreciable 
reducing  effect)  (Freusse  and  Tiemann,  Ber. 
12,  1906). 

(2)  Determination  of  organic  carbon  by  oxida- 
tion of  organic  matter  with  potassium  diehromate 
and  sulphuric  acid  (Wolff,  Degener,  and  Hcrz- 
feld).  500-1000  c.c.  of  the  water  are  intro- 
duced into  a  capacious  retort,  the  neck  of  which 
is  drawn  out  and  bent  downwards  and  is  con- 
nected with  a  Liebig's  condenser.  This  arrange- 
ment enables  the  retort  to  be  turned -upwards 
and  the  condenser  downwards,  thus  preventing 
any  loss  by  spurting  during  distillation,  which  is 
carried  on  until  250-700  c.c.  (according  to  the 
volume  of  water  employed)  have  passed  over. 
The  distillate  is  submitted  to  Kubel's  method 
{v.  supra)  to  ascertain  whether  any  volatile 
organic  matters  are  present.  Alkaline  waters 
should  be  saturated  with  carbon  dioxide,  and 
acid  waters  carefully  neutralised  with  sodium 
carbonate  before  the  above  distillation.  The 
water  remaining  in  the  retort  is  evaporated 
down  to  15  c.c.  in  a  glass  dish  on  a  water-bath, 
the  access  of  dust  being  carefully  avoided.  This 
concentrated  liquid  is  introduced  into  a  flask  of 
250-300  c.c.  capacity,  and  the  dish  and  retort  are 
rinsed  with  10  c.c.  of  dilute  sulphuric  acid  (I  :  3), 
these  rinsings  being  also  add^d  to  the  water  in 
-  the  flask.  The  decomposition  of  carbonates 
caused  by  the  addition  of  this  acid  is  completed 
by  heating  to  50°C.  and  shaking,  and  the  evolved 
carbon  dioxide  completely  displaced  by  air. 
After  cooling  the  flask  and  its  contents,  10  grms. 
of  finely-powdered .  potassium  diehromate  are 
added,  and  the  flask  is  then  attached  to  the 
remainder  of  the  apparatus.  An  india-rubber 
stopper  with  three  holes  is  placed  in  the  flask ; 
through  one  hole  passes  a  thermometer  dipping 
into  tue  liquid,  through  a  second  passes  nearly 
to  the  bottom  of  the  flask  the  tube  of  a  bulb- 


funnel  (a)  provided  With  a  ttopcock,  whilst 
through  the  third  passes  the  bent  tube  of  an  in- 
verted Liebig's  condenser  (b).  The  upper  ex- 
tremity of  the  condenser  (u)  is  connected  with 
two  U -tubes  (c  and  n)  filled  with  fused  calcium 
chloride,  whilst  between  these  is  a  third  U  -tube 
(b)  containing  coarsely-powdered  antimony.  Of 
these,  c  and  d  are  intended  to  absorb  the  mois- 
ture pissing  the  condenser,  and  the  intermediate 
one,  E,  to  retain  any  chlorine.  Following  on 
these  tubes  is  a  set  of  Weighed  potash-bulbs  (f) 
for  the  absorption  of  carbon  dioxide,  and 
these  bulbs  are,  of  course,  protected  from  ingress 
of  air  on  the  other  side  by  means  of  a  calcium 
chloride  tube,  which  can  be  attached  to  an 
aspirator  at  the  close  of  the  experiment.  The 
apparatus  having  been  thus  put  together, 
60-60  c.c.  of  diluted  sulphuric  acid  (3 :  2)  are 
gradually  added  through  the  stoppered  funnel  (a). 
During  thei  first  half-hour  the  temperature  is 
kept  at  60°-55°C.,  whilst  during  the  second  half- 
hour  it  is  gradually  raised  to  boiling,  which  is 
maintained  from  5-10  mins.  The  aspirator 
is  then  attached,  the  air  which  enters  by  the 
funnel  (a)  having  been  previously  freed  from 
carbon  dioxide  by  bubbling  through  caustic 
potash.  .  The  increase  in  weight  of  the  potash 
bulbs  (r)  gives  the  weight  of  carbon  dioxide 
evolved,  from  which  the  carbon  itself  can  be 
calculated  (Ber.  1886,  2618  ;  Tiemanu-Gartner, 
Untersuch.  d.  Wassers,  247). 

For  a  somewhat  similar  method  of  deter- 
mining organic  carbon  in  which  permanganate 
is  iised  instead  of  diehromate,  see  Blair,  Organic 
Analysis  of  potable  Waters,  Churchill,  1891,  83. 
The  method  appears  worthy  of  more  extended 
trial. 

(3)  Determination  of  organic  carbon  and 
nitrogen  by  combustion,  (a)  Franhland  and 
Armstrong's  process  (Chem.  Soc.  Trans.  6,  77). 
This  method,  which  is  unquestionably  the  most 
rational  and  exact,  has  been  adopted  to  a  com- 
paratively limited  extent  by  water  analysts  in 
consequence  of  the  special  apparatus  and  manipu- 
lative skill  which  it  entails.  The  method  will  be 
only  described  in  outline  here,  and  for  full 
particulars  the  reader  is  referred  to  Sutton's 
Volumetric  Analysis,  whilst  for  a  critical  survey 
of  the  methods  employed  in  the  organic- analysis 
of  water  he  should  not  fail  to  consult  Mallet, 
Report  of  the  United  States  National  Board  of 
Health,  1882. 

The  process  is  divisible  into  three  parts : 
(1)  the  evaporation  of  the  water,  (2)  the  prepara- 
tion and  combustion  of  the  residue  thus  obtained, 
and  (3)  the  measurement  of  the  gases  evolved 
in  the-  combustion. 

For  the  evaporation,  from  100  o.o.  (in  the 
case  of  sewage  and  highly-polluted  waters)  to 
1000  c.c.  (in  the  case  of  very  pure  waters)  are 
measured  into  a  clean  flask,  20  c.c.  of  a  saturated 
solution  of  sulphurous  acid  being  added  together 
with  a  drop  of  a  solution  of  ferric  chloride  ;  the 
liquid  is  then  rapidly  boiled  for  a  few  seconds. 
This  treatment  secures  the  decomposition  of  C5,r- 
bonates,  nitrates  and  nitrites,  whilst  any  am- 
monia is  fixed  by  the  sulphurous  acid,  and  this 
ammoniaoal  nitrogen,  which  has  been  previously 
determined,  must  ,be  deducted  from  the  total 
amount  of  nitrogen  obtained  in  the  combustion. 
The  water  is  now  rapidly  cooled,  and  the  evapo- 
ration commenced  in  an  apparatus  specially 
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designed  for  the  purpose.  This  consists  of  a 
nearly  hemispherical  glass  dish  about  4  ins. 
in  diameter  and  without  a  lip.  It  is  floated  in  a 
shallow  copper  basin  heated  below  by  a  water- 
bath  provided  with  constant  feed,  and  on  the 
flange  of  this  copper  basin  there  rests  a  truncated 
conical  ring,  constructed  of  lead  or  copper,  and 
about  3  ins.  in  height,  whilst  upon  a  flapge  at 
the  top  of  this  again  rests  a  tall  glass  shade 
about  12-18  ins.  in  height.  The  water  for 
evaporation  is  placed  in  a  flask  which  is  provided 
with  a  delivery  tube  of  special  construction 
ground  on  to  its  neck,  and  which  serves,  when 
the  flask  is  turned  upside  down,  to  maintain  the 
water  at  a  constant  level  in  the  glass  dish  in 
which  the  evaporation  is  proceeding,  for  this 
delivery  tube  is  made  to  pass  through  a  notch 
in  the  truncated  conical  metal  ring,  just  beneath 
the  glass  shade  which  the  latter  supports,  and 
delivers  into  the  centre  of  the  glass  aish  within. 
In  the  writer's  laboratory,  the  evaporation  of 
500  0.0.  of  water  is  found  to  take  from  10-12 
hours.  The  evaporation  should  be  continued 
until  the  residue  is  quite  dry,  and  if  the  water 
contains  only  a  small  amount  of  total  solids  it  is 
advisable  to  add  a  little  ignited  calcium  phos- 
phate to  the  dish  before  commencing  the 
evaporation.  In  the  analysis  of  sewage,  or 
waters  containing  much  ammonia  and  no 
nitrates  or  nitrites,  it  is  advantageous  to  use 
10  o.c.  of  a  solution  of  metaphosphorio  acid 
(1 ;  10)  instead  of  the  sulphurous  acid,  as 
ammonium  phosphate  loses  much  less  ammonia 
during  evaporation  than  ammonium  sulphite. 
A  little  ignited  calcium  phosphate  should  also 
be  added  to 'dry  the  residue  in  this  case.  But 
if  there  are  no  nitrates  and  nitrites  and  much 
ammonia,  the  more  satisfactory,  although  more 
laborious,  plan  is  to  use  a  little  ignited  borax 
instead  of  the  sulphurous  or  metaphosphorio 
acid.  In  this  way  the  ammonia  is  completely 
dissipated  on  evaporation,  and  as  no  correction 
has,  therefore,  to  bo  applied  to  the  organic 
nitrogen  found,  the  result  is  more  correct.  But 
as  boric  acid  does  not  entirely  decompose 
carbonates  the  accuracy  of  the  organic  carbon 
found  by  this  method  may  be  seriously  affected, 
and  it  is  advisable  to  make  a  separate  determina- 
tion of  the  carbon  in  a  second  experiment  in 
which  the  sulphurous  acid  method  is  employed. 
Unless  this  method  be  adopted  the  results  for 
organic  nitrogen  in  the  presence*  of  much 
ainmonia  are  nearly  sure  to  be  highly  inaccurate. 
'  If  the  water  contains  more  than  0-5  part  per 
100,000  of  nitrogen  as  nitrates  and  nitrites,  the 
20  o.c.  of  sulphurous  acid  employed  above  may 
not  improbably  prove  insufficient  for  their  com- 
plete destruction,  and  in  the  case  of  such  waters 
the  residue  in  the  dish  should  be  further  treated 
with  10  c.c.  of  sulphurous  acid,  this  evapo- 
rated off,  and  if  the  amount  of  nitric  or  nitrous 
nitrogen  exceed  1  part  per  100,000  this  treat- 
ihent  of  the  residue  with  further  quantities  of 
sulphurous  acid  may  be  repeated  twice  or  three 
times  to  secure  complete  destruction  of  the 
nitrates  and  nitrites. 

The  preparation  and  combustion  of  the 
residue  thus  obtained  is  efiected  by  thoroughly- 
mixing  with  the  latter  in  the  dish  a  small 
quantity  of  finely  divided  and  carefully  ignited 
copper  oxide.  This  is  then  completely  transferred 
to  a  narrow  piece  of  combustion  tubing  about 


18  ins.  long  and  sealed  at  otie  eittremity.  Tke 
dish  is  again  nnsed  with  a  little  fine  oxide,  and 
this  also  transferred  to  the  tube.  Coarse  and 
carefully  ignited  oxide  of  copper  (preferably 
from  wire)  is  then  introduced  to  a  depth  of 
about  10  ins.,  whilst  the  fine  oxide  previously 
introduced  will  occupy  about  2  ins.  Upon 
the  stratum  of  coarse  oxide  follows  a  copper 
gauze  cylinder  3  ins.  in  length,  and  then  another 
layer  of  coarse  oxide  about  1  in.  long.  The 
open  extremity  of  the  tube  is  now  drawn  out 
over  the  blowpipe,  so  that  it  can  be  connected 
with  a  Sprengel  mercury  pump.  The  tube  is 
coinpletely  exhausted,  and  the  combustion 
performed  in  vacuo  in  the  ordinary  way,  the 
evolved  gases  being  then  drawn  over  by  the  pump 
and  collected  in  a  test  tube  filled  with  mercury 
and  placed  over  the  lower  open  extremity  of  the 
fall  tube  in  the  trough  below. 

The  volumetric  measurement  of  the  gases 
(consisting  of  carbon  dioxide,  nitrogen,  and 
possibly  also  nitric  oxide  and  sulphur  dioxide) 
collected  as  above  is  carried  out  in  the 
Frankland  gas  apparatus,  which  admits  of  the 
measurement  of  very  minute  quantities  of  gas. 
Three  measurements  only  are  necessary.  In 
the  first  place  the  gas  is  treated  with  a  few  drops 
of  a  saturated  solution  of  potassium  dichromate 
Uy  absorb  any  sulphur  dioxide  that  may  be 
present.  The  volume  of  the  gas  is  then  accu- 
rately measured,  after  which  it  is  treated  with  a 
few  drops  of  strong  caustic  potash,  which  rapidly 
removes  the  carbon  dioxide,  after  which  the 
volume  of  the  remaining  gas  is  again  carefully 
ascertained.  The. residual  gas  now  consists  of 
nitrogen,  with  possibly  a  little  nitric  oxide.  It 
is  mixed  with  a  bubble  of  pure  oxygen  in  order 
to  convert  any  nitric  oxide  into  nitrous  and 
nitric  acids,  which  are  immediately  absorbed  by 
the  caustic  potash  present,  and  then,  on  adding 
•a  drop  or  two  of  solution  of  pyrogalUo  acid,  the 
excess  of  oxygen  is  absorbed  and  the  remaining 
gas,  which  consists  of  nitrogen,  is  carefully 
measured.  The  diminution  in  volume  effected 
by  the  caustic  potash  in  the  first  instance 
obviously  represents  the  carbon  dioxide,  whilst 
the  final  volume  of  residual  gas,  together 
with  one-half  of  the  contraction  resulting  from 
the  addition  of  oxygen  and  pyrogalUo  acid, 
represent  the  total  volume  of  nitrogen.  !From 
these  volumes  the  weights  of  carbon  and  nitrogen 
respectively  can  be  calculated.  As  already 
X>ointed  out,  if  sulphurous  or  metaphosphoric 
acid  has  been  used  in  the  evaporation,  and 
ammonia  is  present  in  the  water,  the  am- 
moniacal  nitrogen  (subject  to  an  empirical  cor- 
rection for  loss  of  ammonia  during  evaporation) 
has  to  be  subtracted  from  the  total  nitrogen 
found  by  combustion.  A  small  correction  (ascer-i 
tained  by  blank  experiments  made  from  time  to 
time  with  the  reagents  employed  in  the  evapora- 
tion and  combustion)  has  also  to  be  applied  to 
the  carbon  and  nitrogen  thus  determined. 

For  Dwpri  and  Bake's  method,  see  Chem.  Soc 
Trans.  1879,  159. 

In  Dittmar  and  RobtTUon's  method  of  deter- 
mining organic  carbon,  the  gases  proceeding 
from  the  combustion  tube  are  first  passed  through 
a  U-tube  containing  a  solution  of  chromic  acid 
in  60  p.c.  sulphuric  acid  to  absorb  moisture  and 
sulphurous  acid  (the  water  is  evaporated  with 
sulphurous   acid   for   the    preparation   of   the 
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residue),  the  carbon  dioxide  being  absorbed  in 
a  weighed  soda-lime  tube  (Chem.  News,  1877, 
36,  26).  A  method  of  determining  organic 
nitrogen  has  also  been  devised  by  Dittmar  and 
Eobinson,  and  is  described  below. 

(4)  Methods  for  determination  of  organic 
nitrogen  only.  Of  these  the  most  common  one 
in  use  is  the  well-known 

(a)  '  Albuminoid  ammonia '  process  of 
Wanklyn,  Chapman,  and  Smith  (Chem.  Soc. 
Trans.  1867,  591),  which  ddes  not  yield  the 
whole,  but  only  very  variable  proportions,  of 
the  organic  nitrogen  in  different  nitrogenous 
organic  substances,  although  in  the  case  of  some 
— su(;^  as  leucine,  aspartio  acid,  tyrosine,  &c. 
— which  frequently  appear  as  decomposition 
products  of  albuminous  matters,  nearly  the 
whole  of  the  nitrogen  is  obtained  as  ammonia 
(Preusse  and  Tiemann,  Ber.  12,  1906 ;  Mallet, 
U.  S.  National  Board  of  Health  Report,  1882). 

The  method  has  already  been  described  on 
p.  711. 

(6)  Dittmar  and  Robinson's  process.  In  this 
process  the  residue,  obtained  in  the  same  way 
as  for  the  combustion  process,  is  heated  with 
fused  caustic  soda,  or  soda  and  baryta,  in  a 
copper  or  silver  boat  placed  in  a  combustion 
tube  in  a  current  of  hydrogen,  the  evolved  am- 
monia being  absorbed  by  very  dilute  hydro- 
chloric acid,  which  is  subsequently  '  Nesslerised ' 
(Chem.  News,  1877,  36,  26).  The  results  are 
accurate,  and  coincide  with  those  obtained  by 
the  combustion  process  of  Frankland  and  Arm- 
strong. 

(c)  KjeldaM's  process.  This  well-known  and 
now  much-employed  method  for  determining 
organic  nitrogen  was  adapted  for  use  in  water 
analysis  by  Drown  and  Martin  (Chem.  News,  69, 
272),  It  appears  to  give  accurate  results  unin- 
fluenced by  the  presence  of  nitrates  and  nitrites  in 
such  quantities  as  are  found  in  ordinary  waters, 
600  CO.  of  the  water  are  placed  in  a  round- 
bottomed  flask  of  about  900  Cic.  capacity  ;  the 
volume  is  then  reduced  to  about  200  c.c.  by 
boiling,  and  to  this,  after  cooling,  add  10  c.c.  of 
pure  concentrated  sulphuric'  acid.  The  mixture 
.  is  then  cautiously  boiled,  with  the  flask  in  an 
inclined  positidn,  until  all  the  water  has  been 
driven  on  and  the  acid  remains  of  a  white  or 
very  pale-yellow  colour.  After  removing  the 
source  of  heat,  add  a  little  powdered  perman- 
ganate until,  on  shaking,  the  liquid  becomes 
green,  showing  that  excess  has  been  added.  If 
a  purple  instead  of  a  green  colour  appears,  it 
shows  that  the  whole  of  the  water'has  not  been 
driven  o£E.  When  cool,  200  c.c.  of  water  free 
from  ammonia  are  added,  care  being  taken  to 
rinse  round  the  neck  of  the  flask,  and  thus  wash 
in  any  acid  which  may  be  adhering  there.  100 
c.c.  of  sodium  hydroxide  solution  are  then 
added,  and  the  mixture  distilled  with  a  Liebig's 
condenser.  (The  sodium  hydroxide  solution  is 
prepared  by  dissolving  200  grms.  of  good 
caustic  soda  in  1250  c.c.  of  distilled  water, 
adding  2  grms.  potassium  permanganate,  and 
boiling  down  until  the  volume  is  rather  less  than 
1000  c.c,  making  up  to  1000  c.c.  when  cold.) 
The  distillate  is  collected  in  a  flask  containing 
60  c.c.  of  water  free  from  ammonia,  and  1  c.c 
of  dilute  pure  hydrochloric  acid,  and  during  the 
distillation  of  the  first  50  c.c  the  delivery  tube 
of  the  condenser  is,  made  to  dip  into  this  acid 


liquid,  whilst  during  the  retnalnder  of  the  dis- 
tillation the  flask  is  lowered  so  that  the  delivery 
tube  is  just  above  the  liquid.  The  distillation 
is  carried  on  until  the  whole  of  the  ammonia  has 
passed  over,  and  the  contents  of  the  receiver 
are  then '  Nesslerised '  in  the  ordinary  Way.  The 
most  scrupulous  care  must  be  exercised  to 
prevent  access  of  ammonia  from  the  air  and 
reagents ;  a  blank  experiment  should  also  be 
made  for  control. 

Determination  of  dissolved  oxygen.  Much 
importance  is,  with  very  little  reason,  attributed 
by  some  analysts  to  this  determination  ;  it  can, 
moreover,  be  rarely  applied,  as  the  samples 
must  be  collected  with  special  precautions  if  the 
results  are  to  have  any  value  at  all.  The  various 
processes  in  use  have  been  examined  by  Kisoh 
(Chem.  Soc.  Abstr.  1892, 98).  Beichardt's  method 
(Zeitsch.  anal.  Chem.  1872,  11,  271),  as  modified 
by  Preusse  and  Tiemann  (Ber.  1879,  12,  1768  ; 
Tiemann- Gartner's  Untersuoh.  d.  Wassers,  278), 
consists  in  boiling  a  measured  volume  of  water, 
and  collecting  the  gases  over  a  hot  solution  of 
caustic  potash,  the  oxygen  being  then  estimated 
either  by  explosion  with  hydrogen,  or  by 
absorption  with  potassium  pyrogallate.  In 
Mohr's  method  (Mohr's  Titrirmethoden)  the 
sample  is  mixed  with  an  acid  solution  of  ferrous 
sulphate  of  kno^vn  strength,  then  with  caustic 
soda  to  throw  down  ferrous  hydroxide,  and 
after  remaining  for  a  few  hours  (air,  of  course, 
being  rigidly  excluded),  the  precipitate  Is  re- 
dlssolved  in  sulphuric  acid,  and  the  remaining 
ferrous  sulphate  titrated  with  permanganate. 
In  the  Schutzeriberger- Risler  process  (BuU.  Soc. 
ohim.  1873,  [ii.]  19,  162 ;  20,  145 ;  Tiemann- 
Gartner's  Untersuoh.  d.  Wassers,  277,  288 ; 
Catherine  Williams  and  Ramsay,  Chem.  Soc. 
Trans.  1886,  760;  Bernthsen,  Ber.  13,  2277; 
Eoscoe  and  Lunt,  Chem.  Soc.  Trans.  1889,  552  ; 
Dupr6,  Analyst,  1885,  10,  156)  the  water  is 
allowed  to  act  on  a  solution  of  sodium  hydrindi- 
gotin  disulphonate,  which  is  thereby  converted 
into  the  blue  compound,  a  standard  solution  of 
sodium  hydrosulphite  being  then  run  in  until 
the  liquid  is  again  colourless.  In  Winleler's 
process  (Ber.  21,  2843)  the  water  is  mixed  with 
a  solution  of  manganous  chloride,  and  then 
with  potassium  iodide  and  caustic  potash ;  the 
precipitated  manganous  hydroxide  absorbs  the 
oxygen,  passing  into  a  higher  state  of  oxidation. 
On  adding  hydrochloric  acid  the  higher  oxide 
of  manganese  gives  rise  to  the  Uberation  of  an 
equivalent  quantity  of  iodine,  the  amount  of 
which  is  determined  by  titration  with  sodium 
thiosulphate.  According  to  Kisoh  (I.e.),  the 
results  by  the  Reichardt-Preusse-Tiemann 
method  are  decidedly  lower  than  those  obtained 
by  the  Winkler  process,  which  is  in  harmony 
with  the  experience  of  the  writer.  The  results 
by  Mohr's  and  Schiitzenberger's  methods  accord 
very  well  with  those  by  Winkler  ;  but  Winkler's 
appears,  on  the  whole, to  be  the  most  trustworthy, 
and  the  easiest  to  carry  out.  A  modification  of 
Winkler's  method  has  been  made  by  Rideal  and 
Stewart  (Analyst,  1901,  26,  141),  and  a  more, 
recent  one  reducing  it  to  a  colorimetric  process 
by  Rideal  and  Burgess  (ibid.  1909,  34,  193). 

A  full  description  and  discussion  of  the 
several  methods  will  be  found  in  Sutton's 
Volumetric  Analysis. 

The  determination  of  dissolved  oxygen  has, 
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in  recent  yeftM,  been  much  practised  in  connec- 
tion ■nith-the  rate  at  which  dissolved  oxygen  is 
absorbed  by  sewage  and  effluents  from  sewage 
works.  This  matter  is  of  importance  as  affording 
a  measure  of  the  readiness  with  which  such 
liquids  will  remove  the  dissolved  oxygen  from 
a  stream  into  which  they  are  discharged.  For 
Scudder's  method,  see  Fowler's  Sewage  Worts 
Analyses,  or  Suttqn's  Volumetric  Analysis. 

DetermiTuUion  of  carbon  dioxide. _  (1)  The 
total  carbonic  acid  is  determined  by  completely 
precipitating  as  calcium  carbonate  with  an 
excess  of  calcium  hydroxide  (a  sufficient  quantity 
of  calcium  chloride  being  sidded  to  decompose 
alkaline  carbonates),  then  filtering  off  the  pre- 
cipitate, and  determining  the  carbon  dioxide 
in  it  in  the  usual  way  (E^esenius,  Quant.  An. ; 
Tiemann-Gartner,  Die  Untersuch.  d.  Wassers, 
213).  If  the  water  is  saturated  mth  carbon 
dioxide  under  pressure,  the  above  method  must 
be  preceded  by  Rochleder's  process  for  estimating 
the  gas  which  escapes  on  reducing  the  pressure 
to  that  of  the  atmosphere. 

(2)  The--  free  and  semi-combined  carbon 
dioxide  is  'determined'  by  Pettenkofer's  method, 
in  which  the  water  is  treated  with  an  excess  of 
standard  calcium  hydroxide  solution,  and,-  after 
the  precipitate  has  separated  in  a  crystalline 
form,  the  clear  liquid  is  decanted  o&,  and  the 
excess  of  lime  Eiscertained  in  an  aliquot  part  by 
titration  with  standard  dilute  oxaho  acid,  using 
phenolphthalein  as  indicator.  If  the  water 
contains  alkah'ne  carbonates,  sufficient  neutral 
calcium  chloride  solution  must  be  added  to  de- 
compose them,  whilst  if  there  is  a  considetable 
proportion  of  magnesia  salts,  some  ammonium 
chloride  must  also  be  added. 

If  the  carbonic  acid  thus  determined  is  sub- 
tracted from  the  total  obtained  according  to  (1), 
then  the  difference  represents  the  combined 
carbonic  acid.  To  this  combined  carbonic  acid 
there  corresjrands,  of  course,  an  equal  quantity 
of  semi-combined,  so  that  only  any  excess  over 
and  above  this  can  be  regarded  as  free  carbonic 
acid.  It  must,  however,  be  pointed  out  that  the 
determination  of  total  carbonic  acid  generally 
yields  results  which  are  below  the  truth  by  1-1 -6 
units  in  100,000  parts,  in  consequence  of  the 
solubility  of  normal  calcium  carbonate  itself 
{V.  Walker  and  Kay,  J.  Soc.  Chem.  Ind.  1912, 
31,  1013.) 

Determination  of  sulphuretted  hydrogen. 
Colorimetrically  with  a  solution  of  sodium  nitro- 
prusside,  using  for  comparison  a  standard  solu- 
tion of  sulphuretted  hydrogen.  The  latter  is 
standardised  by  taking  a  measured  volume  and 
adding  an  excess  of  decinormal  sodium  arsenite  ; 
shake  well,  and  then  acidify  with  hydrochloric 
acid.  After  the  arsenious  sulphide  has  com- 
pletely subsided,  dilute  to  300  c.c,  and  filter 
through  dry  paper.  Take  100  c.c.  of  the  filtrate, 
remove  acidity  by  means  of  solid  sodium  car- 
bonate, add  a  drop  of  starch  solution,  and  then 
run  in  decinormal  iodine  until  a  blue  colour  is 
obtained.  This  method  may,  of  course;  also  be 
employed  for  the  determination  of  the  sul- 
phuretted hydrogen  in  the  water  itself  if  present 
in  sufficient  quantity. 

In  using  the  colorimetrio  method,  300  c.c.  of 
the  water  are  treated  with  5  c.c.  sodium  carbonate 
and  3  c.c.  sodium  hydroxide ;  allow  the  pre- 
ci^iitate  to  subside  for  1-2  hours,  then  decant  | 


or  filter.  To  250  c.c.  of  the  filtrate  in  a  colour- 
less cylinder  add  1  c.c.  of  sodium  nitroprusside 
solution  (4  grms.  per  litre),  and  for  comparison 
take  245  c.c.  distilled  water,  to  which  add  2  c.c. 
sodium  hydroxide  and  as  much  of  the  standard 
solution  of  sulphuretted  hydrogen  as  is  re- 
quired to  produce  precisely  the  same  tint  as  is 
obtained  with  the  water  above.  In  this  manner 
0-1  part  HjS  per  100,000  can  be  determined 
(Tiemann-Gartner,  Untersuch.  d.  Wassers,  232). 
Sulphuretted  hydrogen  may  also  be  accu- 
rately determined  by  means  of  centinormal 
iodine  solution.  10  c.c.  or  other  suitable  volume 
of  the  latter  are  placed  in  a  500  c.c.  flask,  and 
the  water  added  until  the  colour  completely 
disappears ;  5  c.c.  of  starch  solution  are  then 
added,  and  centinormal  iodine  is  run  in  until 
a  blue  colour  is  obtained,  pure  distilled  water 
being  added  up  to  the  500  c.c.  mark  from  a 
burette.  On  subtracting  the  sum  of  the  volumes 
of  iodine,  starch  solution,  and  distilled  water 
added  from  500  c.c.,  the  volume  of  water  which 
reacted  with  the  iodine  solution  employed  is 
ascertained.  A  correction  should  be  made  for  the 
volume  of  iodine  solution  required  to  produce  a 
blue  colour. 

Bacteriology  op  Wateb. 

The  great  progress  which  has  been  made 
within  recent  years  in  our  knowledge  of  in- 
fectious diseases,  and  of  the  processes  dependent 
on  bacterial  life,  renders  it  imperative  that  the 
subject  of  water  supply  should  be  considered 
from  a  bacteriological,  as  well  as  a  chemical, 
point  of  view. 

It  has  long  been  recognised  that  in  making 
determinations  of  organic  matter,  ammonia, 
nitrates,  &o.,  with  a  view  to  ascertaining 
the  fitness  or  otherwise  of  water  for  drinking 
purposes,  the  concomitants  of  the  living  poisons 
of  zymotic  disease  and  not  the  morbific  matters 
themselves,  which  were  still  more  or  less  hypo- 
thetical entities,  were  being  tested  for,  and  that 
it  was  necessary  that  the  living  poisons  tiiem- 
selves  must  be  explored  by  biological,  and  not 
by  purely  chemical,  methods. 

Liquid  and  solid  media. 
The  classical  investigations  on  bacteria  by 
Pasteur,  Tyndall,  Lister,  Nageli,  Cohn,  Fitz, 
Schloesing,  Muntz,  and  others  prior  to  1880  were 
practically  all  made  with  liquid  culture  media 
only.  Such  culture  media  labour  under  several 
serious  disadvantages : — 

(1)  Facility  with  which  they  become  con- 
taminated with  bacteria  and  other  organisms 
from  the  air  and  other  surroundings  ; 

(2)  The  competition  which  arises  between 
the  difierent  microbes  present  may  lead  to  the 
entire  suppression  of  some  through  the  over- 
whelming multiplication  of  others ; 

(3)  The  great  difficulty  of  obtaining  pure 
cultivations  of  specific  micrO-organisms. 

The  introduction  of  solid  culture  media  by 
Koch  at  the  begiiming  of  the  eighties,  in  the  last 
century,  led  to  great  developments  in  bacteri- 
ology. An  immense  variety  of  investigations 
were  now  rendered  possible  which  had  long 
been  awaiting  attack.  These  new  methods  of 
bacteriologicEiI  study  were  at  once  apphed  to  the 
identification  of  the  specific  micro-organisms  of 
numerous  diseases,  and  to  the  investigation  of 
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tlie  hicteria  present,  in  air,  water,  soil,  and  all 
our  other  surroundings. 

>  '  By  means  of  gdatin-plate-ctdture  it  became 
possible  to  ascertain  the  number  and  the  nature 
of  most  bacteria  present  in  any  material.  Thus 
in  the  case  of  water  the  number  and  nature  of 
the  bacteria  present  in  any  sample  could  be 
determined,  and  by  this  means  it  was  possible 
to-  ascertain  the  effect  of  any  treatment  or 
process  of  purification  on  the  bacteria  present 
in  water.  Thus  it  was  applied  by  the  writer  in 
1885  to  the  study  of  the  removal  of  bacteria 
from  water  by  artificial  and  natural  filtration, 
by  avbsidence,  and  by  precipitation. 

The  results  obtained  in  investigations  of  this 
kind  led  to  a  great  modification  of  the  opinions 
which  had  previously  been  entertained  with 
regard  to  the  value  of  these  processes  in  removing 
the  zymotic  dangers  of  water.  Thus  it  was 
found  that  bacteria  could  be  almost  wholly 
removed  from  water  by  the  process  of  sand  filtra- 
tion which  had  a  comparatively  insignificant 
effect  on  the  organic  matter  and  other  ingredients 
discoverable  by  chemical  analysis. 

Similarly  these  methods  of  bacteriological 
investigation  enabled  such  processes  of  water 
purification  to  be  readily  controlled.  Thus  if  the 
safety  of  a  water-supply  depends  on  the  efScienoy 
with  which  the  removal  of  bacteria  by  filtration 
is  carried  out,  it  is  obvious  that  this  efSciency 
should  be  continually  controlled  by  bacterio- 
logical examination,  so  that  any  defect  in  the 
working  of  the  filters  may  be  at  once  detected 
and  rectified.  The  systematic  control  of  water- 
works by  bacteriological  examination  is  now 
being  very  widely  carried  on  with  great  benefit 
to  the  communities  concerned. 

With  the  discovery  of  the  specific  bacteria 
of  cholera,  of  typhoid  fever,  a.nd  of  many  other 
diseases,  attempts  were  naturally  made  to  find 
these  specific  pathogenic  bacteria  in  contami- 
nated water-supplies.  The  chance  of  such  dis" 
CO  very  by  the  ordinary  method  of  plate-oiiltivation 
is,  of  course,  hopelessly  remote,  because  a  single 
pathogenic  organism  must  almost  inevitably  oe 
accompanied  in  water  by  a  host  of  non-patho- 
genic individuals,  and  amongst  these  multitudes 
of  harmless  forms  the  few  harmful  ones  will 
under  ordinary  circumstances  be  overlooked, 
whilst,  in  the  small  quantities  of  water  operated 
on,  the  pathogenic  forms  may  be  absent,  although 
present  in  a  larger  bulk. 

To  surmount  these  difficulties,  the  natural 
device  was  to  provide  conditions  which  would 
be  favourable  to  the  particular  pathogenic  form 
being  sought  for  and  less  favourable  or  even 
antagonistic  to  the  multitude  of  non-pathogenic 
forms  with  which  it  would  be  accompanied. 
We  may  call  the  provision  of  such  conditions 
the  method  of  enrichment  or  preferential  culture. 
Such  a  method  of  enrichment  was  very  satis- 
factorily applied  by  Koch  to  the  discovery  of  the 
cholera-baciuus  in  the  water  of  the  Elbe  at  Ham- 
burg during  the  epidemic  of  1892.  If  90  o.c.  of 
the  water  under  examination  be  incubated  for 
18  hours  at  37°  with  10  c.c.  of  a  solution  con- 
taining peptone  10  p.c,  and  sodium  chloride 
10  p.c,  cholera  bacilli  will  be  found  in  the  thin 
Burftice  pellicle,  and  from  this  cultures  are  made. 
Typhoid  fever  is,  of  water-borne'  diseases, 
the  most  important  in  Western  Europe.  An 
'  enormous  amount  of  labour  and  ingenuity  have 
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been  devoted  in  recent  years  to  the  discovery 
of  the  bacillus  of  this  disease  in  water.  That 
the  problem  is  a  very  difficult  one  may  be 
gathered  from  the  fact  that  until  reoentlj^  its 
detection  even  in  the  discharges  of  typhoid  patients 
was  very  frequently  abortive. 

The  special  difficulty  attending  the  discovery 
of  the  typhoid  bacillus  depends  on  the  circum- 
stance that  even  in  the  intestine  of  the  typhoid 
patient  it  is  enormously  outnumbered  by  other 
bacteria,  and  especially  by  the  Bacilfua  coli 
communis,  which,  discovered  by  Esbherich  in 
1886,  has  in  -recent  years  achieved  the  very 
greatest  celebrity  in  the  bacterial  world. 

Practically  aU  conditions  which  are  favourable 
to  the  tjfphoid  bacillus  are  equally  or  even  still 
more  favourable  to  the  B.  coli,  and  for  a  long 
time  all  methods  of  favouring  the  typhoid 
bacillus  at  the  expense  of  the  B.  coli  proved 
futile.  Much  interest  was,  therefore,  excited 
when  in  1903  Both  announced  that  the  B.  coli 
was  more  disadvantageously  affected  than  the 
typhoid  bacillus  by  solutions  of  caffeine. 

Experiments  made  by  Kloumann  •  in  1904, 
however,  showed  that  the  differential  effect  on 
the  two  bacilli  was  only  very  slightly  in  favour 
of  the  typhoid  bacillus. 

A  method  of  testing  for  typhoid  bacilli  in 
water  and  other  liquids  vras  elaborated  by 
Hoffmann  and  Eicker  in  1904;  it  was  also 
based  on  the  inhibitory  action  of  caffeine  and 
of  crystal-violet  on  the  B.  coli.  The  method 
will  be  best  understood  by  the  following  descrip- 
tion of  the  manner  in  which  it  was  successfully 
employed  by  Jaksoh  and  Eau  (1904)  to  detect 
typhoid  bacilli  in  the  drinking  water  supplied 
to  ftague : — 

900  CO.  water  from  a  service  tap  were  added 
to  the  Hoffmann  and  Richer  cidture-medium, 
consisting  of  10  grms.  nutrose,  5  grms.  caffeine, 
and  0-01  grm.  crystal-violet,  in  100  o.c.  water. 

The  mixture  was  then  incubated  at  37°  for 
13  hours,  when  it  was  to  be  presumed  that  any 
typhoid  bacilli  originally  present  would  have 
extensively  multiplied.  Loopfuls  of  this  large 
cultivation  were  then  withdrawn  and  spread 
on  the  surface  of  Drigalski  and  Conradi  Plates 
(agar,  meat  extract,  peptone,  nutrose,  lactose, 
sodium  chloride,  crystal  violet  and  litmus), 
which  were  then  incubated  at  37°  for  24  hours. 
On  these  plates  the  B.  coli  colonies  are  red  (acid 
litmus)  and  non-transparent,  whilst  those  of  the 
tjrphoid  bacillus  are  blue  with  a  violet  tinge, 
transparent,  resembling  dewdrops,  and  smaller 
than  the  B.  coli  colonies,  ia  the  Prague 
experiment  these  plates  gave  only  a  few  red 
colonies,  the  majority  being  blue  and  transparent. 
The  latter  were  sub-cultured,  and,  according  to 
Jaksch  and  Rau,  gave  results  in  the  most  varied 
tests  (including  agglutination,  toxicity,  and 
immunisation)  which  were  identical  with  those 
obtained  with  the  true  typhoid  bacillus. 

Other  solid  media  which  have  proved  of  great 
value  in  distinguishing  between  coli-like  and 
typhoid-Eke  colonies  are  Loeffler's  malachite- 
green  agar,  and  McConkey's  bile-salt-neutral- 
red  agar,  both  of  which  will  be  referred  to  later. 

By  far  the  most  extensive,  interesting,  and 

systematic  search  which  has  ever  been   made 

for  the  typhoid  bacillus  in  natural  waters  ia 

'  Kloumann,    CentralW.  t.  Bskterlologie,  1904,  86, 
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that  carried  out  by  Houston  in  the  ■waters  of 
the  three  rivers — Thames,  Lea,  and  New  Elver 
— from  which  the  greater  part  of  the  London 
■Rater  supply  is  obtained.  As  this  mvestigation 
illustrates  the  most  approved  methods  which 
are  now  available  to  the  bacteriologist,  it  will 
be  considered  here  in  some  detail. 

Two  hundred  and  ninety-four  experiments  in 
8  series  were  made  with  166  samples  of  raw  river 
water  (52  Thames,  52  Lea,  and  52  New  River) 
during  the  12  months  ended  July  31,  1908.  The 
total  volume  of  water  dealt  with  was  294  x  100= 
29,400  o.c.  The  total  number  of  bacteria  in'this 
volume  of  water  (as  ascertained  by  gelatin- 
plate  cultivation  for  3  days  at  20°-22°)  was 
135,687,500.  'S^tB  total  number  of  colourless 
(or  nearly  colourless)  colonies  sub-cultured  from 
the  Drigaiski  or  similar  plates  was  7329.  These 
7329  selected  colonies  form  but  a  small  fraction 
of  the  millions  of  bacteria  which  were  excluded 
owing  to  the  temperature  of  incubation,  the 
composition  of  the  media  employed,  and  the 
fact  of  their  appearing  on  the  plate-cultures  as 
coloured  colonies. 

The   following   tabular   summary   indicates 
the  method  adopted  in  this  exhaustive  investiga- 
tion : — 
Direct  Plating  on  Solid  Media. 

Series  I.  100  c.c.  of  the  sample  of  water  were 
centrifuged  and  the  resulting  deposit  spread 
over  a  number  of  plates  consisting  of 
malachite-green  (1  in  5000),  saccharose, 
dvlcite,  salicin,  neiUral-red,  bile-salt,  peptone, 
lactose,  agar.  The  plates  were  incubated 
at  40°-42''  for  24  hours,  and  the  colourless 
colonies  sub-cultured  into  special  media,  as 
described  in  the  next  table. 
Series  IL  Same  as  Series  I,  but  the  proportion 
of  malachite-green  was  1  in  10,000. 


Series  IIL     Same  as  Series  I,  but  the  medium 
used  in  the  plates  contained  no  malachite- 
green.  ^ 
Series  IV.     Same  as  Series  I,  but  the  pro- 
portion of  malachite-green  was  1  in  20,000 ; 
1  in  40,000,  and  1  in  80,000. 
Primary  Liquid  Cultures  followed  by  Plating  on 
SoUd  Media. 
Series  A.     100  o.c.  of  the  sample  of  water  were 
added   to    bile-salt-glucose-peptone   medium 
containing  malachite-green  in  proportion  of 
1  in  1000,  1  in  2000,  1  in  4000.     This  liquid 
was  incubated  at  40°-42°  for  24  hours,  and 
then  plated  on  the  same  medium  as  was 
employed  in  Series  I,  10  colourless  colonies 
were  in  each  case  sub-oultured  and  tested 
as  described. 
Series  B.     Same  as  Series  A,  but  malachite- 
green  in  the  liquid  medium  was  in  proportion 
of  1  in  8000,  1  in  16,000,  1  in  32,000.     Sub- 
sequently plated  on  same  medium  as  that 
used  in  Series  11. 
Series  C.     Same  as  Series  A,  but  the  liquid 
culture   medium   consisted   of   meat-broth  ^ 
only  without  malachite-green  or  any  other 
additions.     Subsequently  plated  on  same 
medium  as  that  used  in  Series  L 
Series  D.     Same  as  Series   G,   but  instead 
of  cultivating   100    o.c.   of   water  in  one 
portion,  10  cultures  of   10  o.c.  each  were 
made. 
The  following  table  shows  the  behaviour  of 
32  strains  of  the  typhoid  bacillus,  on  the  one 
hand,    and    of    the    7329    suspicious    colonies 
isolated  from  the  raw  waters,  on  the  other.     It 
will  be  seen  that  not  one  out  of  all  these  7329 
different  microbes,  although  suspicious  in  certain 
features,  gave  reactions  agreeing  in  their  entirety 
with  those  of  the  typhoid  bacillus. 


Vbbifioation'  Tests  tob  Typhoid  Bacillus. 


~  Test  1 

Test  2 

Testa 

Test  4 

Tests 

Teste 

Description  of  microbe. 

Proskauer's 
and  Capal- 
di's  No.  2 
medium  * 
(with  inner 
tube). 

Xactose- 

saceharose- 

dulcite- 

salicin- 

medium, 

(with  inner 

tube). 

Proskauer's 
and  Capal- 
di's  No.  1 
medium  *■* 
modified 
(with  inner 
tube). 

Glucose- 
neutral  red 
broth  cul- 
tures (with 
inner  tube). 

Peptone- 
water 
medium. 

Gelatin  sugar  me- 
dia : — galactose, 
glucose,  laevulose, 
maltose,  and  man- 
tiite  respectively. 

Results  chakactebistic  of  Typhoid  BAciLLtrs. 

32  strains  of  typhoid 
bacillus  from  a  num- 
ber of  different   la- 
boratories. 

Acid,  no  gas 

No  visible 
change. 
(No  acid, 
DO  gas.) 

No  visible 
change. 
(No  acid, 
no  gas). 

Purplish 
tint.    (No 
gas,  no 
fluores- 
cence.) 

No  indole. 

Acid,  but  no  gas 

with  all  five  sugars. 

No  liquefaction. 

Results  which  exclude,  as  not  Typhoid  Bacillus,  the  Suspected  Micbobes. 

7329  colourless  (or  nearly 
colourless)    colonies, 
sub-cultured. 

No  acid,  or 
acid  and 

'    gas 

Acid  or 
formation. 

Acid  or 
gas- 
formation, 
or  decided 

growth. 

Gas  or 

fluorescence. 

(Absence  of 

purplish 

tint.) 

Indole. 

Gas  formation  in 

one  or  all  of  the 

sugar  media. 

(Liquefaction.) 

'  Solutton  of  peptone  and  mannite. 

^  Solution  of  asparagine,  mannite,  glucose,  galactose,  tevulose,  maltose,  magnesium  sulphate,  sodium  chloride, 
calcium  chloride,  potassium  hydrogen  phosphate,  and  litmus. 


From  the  very  nature  of  this  investigation — 
the  search  for  a  specific  microbe  in  a  natural 
water  which  at  some  period  of  its  history  is 


practically  oertain\to  have  received  this  microbe 
in  comparatively  small  numbers — it  is  impossible 
to   make  it  really  exhaustive.     Houston   has. 
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however,  amplified  his  previous  investigation 
in  a  very  suggestive  manner.  Eealiaing  that 
the  objection  might  be  raised  that  the  method 
adopted  may  not  be  capable  of  detecting  a 
very  small  number  of  typhoid  bacilli  in  the 
presence  of  u  very  large  number  of  other  mi- 
crobes, he  devised  a  mode  of  procedure  which 
enabled  him  to  affirm  that  in  each  particular 
sample  of  water  examined  there  were  not  more  than 
a  certain  definite  number  of  typhoid  bacilli  in  a 
given  volume.  The  method  adopted  was  this : — 

Each  sample  of  raw  river  water  was  divided 
into  two  equal  portions  of  500  c.o.  (A  and  B). 
The  A  sample  was  inoculated  with  a  very  small 
number  of  typhoid  bacilli.  The  B  sample  was 
not  so  infected,  and  was,  therefore,  normal  raw 
river  water.  The  subsequent  procedure  was 
exactly  the  same  in  each  case,  both  samples 
A  and  B  being  treated  exactly  alike.  The 
500  o.c.  of  water  were  centrifuged  and  the 
resulting  deposit  spread  over  16  plates  prepared 
with  soud  medium  of  the  following  composition  : 

Agar,  2  grms. ;  peptone,  2  grms. ;  bile-salt, 
0-6  grm. ;  lactose,  saccharose,  adonite,  raffimose, 
and  salicln,  each  0*2  grm.,  made  up  with  water  to 
100  c.c.  and  tinted  with  0-4  o.c.  of  a  1  p.c. 
solution  of  neutral  red.  In  some  of  the  experi- 
ments malachite-green  was  added  to  the  above, 
in  the  proportion  of  either  1  to  10,000,  or  1  to 
6000  of  the  medium. 

Of  the  24  experiments,  14  were  carried  out 
with  raw  Lea,  and  10  with  raw  Thames,  water. 
These  waters  contained  on  an  average  62,688 
bacteria  per  1  c.o.  (gelatin  at  20°-22°,  3  days' 
mcubation).  The  worst  sample  contained 
760,000  and  the  best  sample  1200  bacteria  per 
i  b.o.  Thus  in  the  12  litres  (500  c.o.  X  24)  of 
raw  water  (B  samples)  examined  for  typhoid 
bacilli  there  were  752,266,000  bacteria  present. 

The  total  number  of  colonies  selected  for 
study  was  5451  from  the  infected  A  samples,  and 
the  same  number  (5451)  from  the  non-infected 
B  samples.  The  average  number  of  typhoid 
bacilli  artificially  added  to  the  A  samples  was 
2-242  per  1  c.c.  or  1121  per  500  c.c.  The  average 
number  of  typhoid  bacilli  isolated  from  the  A 
samples  was  14-54  per  500  o.c.  of  sample.  It 
may  be  argued  fairly,  therefore,  that  if  only 
riV:  of  the  above  number  of   typhoid  bacilli 
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had  been  present  in  the  infected  sample  this 
microbe  would  still  have  been  detected  by  the 
method  of  investigation  adopted  ;  but  . . -,  X 
2-242  =  0-154  typhoid  bacillus  per  1  c.c,  or  1 
typhoid  bacillus  in  6-5  c.c.  would  have  been 
detected. 

iVom  the  uninfected  B  samples,  out  of  the 
6451  colonies  selected  for  special  study,  one, 
and  only  one,  consisted  of  bacteria  which  resemhled 
the  typhoid  hacillua  very  closely. 

It  will  be  instructive  to  record  the  observa- 
tions which  were  made  on  submitting  this 
■typhoid-like  microbe  {Lee  W.  694  ?  B.  typhosus, 
Houston)  to  the  several  tests  used  in  the  diagnosis 
of  typhoid  bacilli. 

Characterisation    of   typhoid-like    bacillus    from 
raw  river  water  (Lea  W.  694  ?   B.  typhosus, 
Houston). 
Morphology.     A  motile  multiflagellate  bacil- 
lus.   The  rods  seemed  shorter  than   in   mpst 
jatrams  of  B.  typhosus. 


Gelatin  and  agar  slope-cultures.  Possibly 
the  growth  was  slightly  less  filmy  in  character 
than  that  of  the  true  B.  typhosus. 

Qlucose-bile-salt  agar-slope  (neutral  red).  The 
streak  somewhat  brighter  and  cleaner  red  than 
in  most  strains  of  JS.  typhosus. 

Lactose-bile-salt  agar-slope  (neutral  rpd). 
Colourless  streak. 

Potato.    No  visible  growth  (5  days  at  37°). 

Nitrate-broth.     Reduces  nitrates  to  nitrites. 

Peptone-water  at  55°F.  No  visible  growth 
after  5  days  ;  on  transferring  tube  to  incubator 
at  37°C.  growth  occurred  within  24  hours. 

Indole  test.  No  indole  formation  (5  days  at 
37°). 

Liquid  peptone  (1  p.c.)  media  containing 
separately  1  p.c.  of  the  substances  stated  and 
tinted  with  litmus.  Sorbite  and  inosite  are  only 
used  in  0-2  p.c.  solution.  Acid  but  no  gas  in 
sorbite,  mannite,  glucose,  laevulose,  galactose, 
and  maltose  respectively  (2  days  at  37°).  No 
change  in  inuliu,  inosite,  saccharose,  salicln, 
adonite,  lactose,  duloite,  and  raffinose  respec- 
tively (5  days  at  37°). 

Gelatin  glucose  medium  tinted  with  litmus. 
Acid  but  no  gas  formation. 

Voges  and  Proshauer's  reaction.  Negative 
result,  5  days. 

Gelatin.  No  liquefaction  after  one  month  at 
20°. 

Litmus  milk.  Slight  acid  but  no  coagulation 
(5  days  at  37°). 

Glucose-neutral-red-broth  cultures.  No  gas, 
no  fluorescence  characteristic  purplish  tint. 

Lactose-saccharose-dulcite-salicin-peptone  rte- 
dium  tinted  with  litmus.  No  change  (2  days 
at  37°). 

Proskauer  and  Capaldi's  Medium  No.  1 
{modified).     No  change  (2  days  at  37°). 

Proskauer  and  Capaldi's  Medium  No.  2. 
Acid  but  no  gas. 

Agglutination  experiments  and  tests  for  patho- 
genicity. 

Anti-typhoid  serum.  Microscopically,  I  :  200 
almost  instantaneous  clumping,  1 :  800  very  fair 
clumping,  1  :  2000  little  or  none.  B.  typhosus 
tested  with  the  same  serum  gave  very  similar 
results  but  appeared  to  be  clumped  slightly 
more  rapidly  and  in  slightly  higher  dilutions. 
The  difference,  however,  if  any,  was  not  well 
marked. 

Serum  of  an  animal  immunised  with  the 
suspected  microbe  {Lea  W.  694  ?  B.  typhosus, 
Houston).  Microscopically,  1  :  200  very  rapid 
and  satisfactory  clumping  ;  1  :  2000  good,  but 
not  quite  complete  clumping  within  half  an  hour. 

B.  typhosus  tested  with  the  same  serum  gave 
very  similar  results,  but  was  perhaps  clumped  a 
little  more  slowly  and  in  slightly  lower  dilutions. 
The  difference,  however,  U  any,  was  not  well 
marked.  Microscopically,  the  tltre  limit  was 
about  1  :  8000  (18  hours)  and  was  practically  the 
same  for  both  microbes. 

Pathogenicity.  2  c.o.  of  a  broth-cultura 
injected  subcutaneously  into  a  guinea-pig  pro- 
duced a  swelling  and  iUnesa  with  recovery.  A 
guinea-pig  intraperitoneally  inoculated  with 
5  c.c.  of  aT)roth-culture  died  in  less  than  24  hours. 

On  the  results  of  this  laborious  Investigation, 
which  had  extended  over  more  than  two  years, 
and  which  had  been  conducted  with  the  moat 
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n^eticuloas  care  and  regardless  of"  time  and 
money.  Dr.  Houston  very  cautiously  remarks  : 
'  //  this  microbe  had  been  isolated  from  a  case  of 
typhoid  fever  {or  from  a  suspected  case)  I  do  not 
think  any  serious  hesitation  would  have  been  felt 
in  describing  it  as  B.  typhosus.' 

It  would  be  impossible  to  produce  more 
eloquent  testimony  than  the  above  as  to  the 
enormous  and  almost  prohibitive  trouble  which 
a  systematic  and  conscientious  search  for  the 
typhoid  bacillus  in  a  natural  water  entails. 

Comparative  unimportance"  of  searching  for 
the  typhoid  bacillus  in  vxder.  The  almost  hope- 
less nature  of  the  search  for  the  typhoid  bacillus 
in  natural  waters  is  of  the  less  importance  as 
the  anxiety  to  detect  this  microbe  in  water  is, 
for  the  most  part,  based  upon  an  entire  mis- 
conception of  the  objects  of  water  examination. 
The  object  of  a  water  examination  is,  in  general, 
not  to  determine  whether  the  particular  sample 
of  water  contains  typhoid  bacilli  and  is,  there- 
fore, capable  of  carrying  typhoid  to  the  con- 
sumer, but  to  discover  whether  the  water  is 
likely  at  any  time  to  contain  such  infective 
material. 

Now  any  water  which  receives  sewage  matters 
must  be  regarded  as  a  possible  carrier  of  typhoid 
infection,  for  at  any  time  these  sewage  matters 
may  be  derived  from  persons  suffering  from 
typhoid.  Thus  any  sewage-contaminated  water 
is  a  potential  carrier  of  typhoid  unless  it  h^s 
been  subjected  to  conditions  which  would  ensure 
the  removal  of  the  possibly  present  typhoid 
bacillus.  Thus  the  all-important  thing  is  to 
ascertain  whether  a  given  water  has  been  con- 
taminated with  sewage,  in  what  proportion  such 
contamination  has  tfiken  place,  and  whether  the 
water  since  such  contamination  has  been  sub- 
mitted to  conditions  which  would  remove  or 
destroy  typhoid  ba"cilli  should  they  have  gained 
access  with  the  sewage  matters. 

Firstly,  as  regard  the  detection  of  sewage 
contamination.  Exoremental  contamination,  if 
sufficient  in  amount,  can  be  revealed  with  more 
or  less  certainty  by  chemijal '  analysis,  which 
can  indeed  even  distinguish  between  whether 
such  pollution  is  recent  or  remote  in  point  of 
time,  but  in  order  to  ascertain  the  fate  of  bacteria 
gaining  access  to  water  recourse  must  be  had  to 
biological  methods.  If  there  were  bacteria 
absolutely  characteristic  of  sewage,  the  deter- 
mination of  their  presence  would  be  sufficient  to 
prove  the  danger  of  a  water.  Unfortunately  we 
do  not  know  of  any  bacteria  which  satisfy  the 
condition  of  being  absolutely  characteristic  of 
sewage,  so  we  must  be  satisfied  with  a  second 
best  qualification  for  diagnostic  purposes  by 
those  which  are  very  characteristic  of  sewage. 

The  microbe  which  is  most  characteristic  of 
the  intestinal  discharges  of  man  and  the  higher 
animals  is,  as  its  name  implies,  the  B.  coli 
communis,  and  a  great  amount  of  time  and 
ingenuity  has  been  devoted  to  its  accurate  and 
expeditious  discovery  in  water  and  other 
materials. 

In  identifying  a  particular  organism, 
whether  plant  or  animal,  we  depend  on  recog- 
nising in  the  individual  a  certain  group  of  specific 
characters  which  are  more  or  less  arbitrary. 
The  botanist  at  first  tried  to  classify  and  dis- 
tinguish bacteria  by  external  appearances 
ftlone ;   he  measured  the  length  and  breadth  of 


these  minute  organisms ;  he  counted  the 
number  of  flagella  with  wMoh  some  of  them  are 
provided ;  he  was  very  careful  to  observe 
whether  they  were  square  or  round  at  the  ends, 
and  so  forth. 

These  morphological  characters  have,  how- 
ever, long  been  recognised  as  inadequate  for 
purposes  of  identification,  since  organisms , 
exhibiting  the  closest  morphological  similarity 
have  been  found  to  differ  enormously  in  other 
respects. 

After  the  introduction  of  Koch's  methods 
much  attention  was  directed  to  the  macrosoopio 
appearances  to  which  the  organisms  give  rise 
when  grown  on  a  variety  of  solid  media,  by 
which  means  microscopically  similar  bacteria 
can  often  be  differentiated. 

Some  20  years  ago  the  writer  commenced 
distinguishing  bacteria,  which  were  similar  in 
form  and  in  cultural  appearances,  by  differences 
in  the  chemical  changes  which  they  could  bring 
about  in  certain  media.  Thus  he  found  that  the 
capacity  to  jeduce  nitrates  to  nitrites  was  in 
some  cases  a  valuable  means  of  distinguishing 
between  otherwise  similar  bacteria.  This  reduc- 
tion of  nitrates  has  been  extensively  used  for 
diagnostic  purposes,  more  especially  by  American 
bacteriologists.  Somewhat  later  he  devoted 
much  attention  to  the  fermentaion  of  carbo- 
hydrates, polyhydric  alcohols,  and  hydroxyacids, 
by  means  of  pure  cultivations  of  micro-organisms, 
and  showed  how  capricious  is  the  power  possessed 
by  different  bacteria  in  this  respect.  Thus 
perhaps  one  microbe  will  ferment  glucose, 
mannite,  and  glycerol,  but  not  dulcite  or 
glyceric  acid,  another  will  ferment  glucose, 
maimite  and  dulcite,  &c. 

This  mode  of  differentiating  between  other- 
wise very  similar  forms  of  bacteria  has  been 
greatly  extended  within  recent  years.  In  the 
following  table  the,  classification  of  the 
Typhoid-coli  group  of  bacteria  into  seven  sub- 
groups has  been  attempted  : — 

Typhoid-coli  Gbotjp. 
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s 

o  a 
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Sub-groups 

5  " 

■s  ^ 

.3  '3 

ej  '3 

■3-3 

s  « 

+  - 

Kl  < 
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I. 

B.  Typhomt        .        . 

B.  dysaderice 

+  - 

—   — 

—  — 

—  _ 

B.  facalisalcaligenes     . 





— 



n. 

B.  enferitidis  (Gaertner) 

+  + 

—    — 

+  + 



B.puralyph 

+  + 

—   — 

+  + 

_  _ 

B,  paracoli .-        .         .         , 

+  + 



+  + 



III. 

Bacillua  from  urine 

+  + 





+  + 

IV. 

B.  acidi  lactici  (Hueppe) 

V. 
B.  coli  (Esoherich) 

+  + 

+   + 

+  + 

+  -H 

+  + 

_  _ 

VI. 

B.  pneumonice  (Friedlander) . 

+  + 

+  + 

+  + 

+  + 

VII. 

B.  capmlatus  (Pfeifter) 

+  + 

+  + 

_  _ 

+  + 

B.  lactia  aerogme^  (Kscherich) 

+  + 

+  + 

_  _ 

+  + 

B.  cloaca  (Jordan) 

+  + 

+  + 

— 

+  + 

There  are,   however,   many   bacteria   which 
more  or   less   simulate   th^   characters  of  the 
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typhoid  bacillus  on  the  one  hand,  and  of  the 
B.  coli  on  the  other ;  such  forms  exhibit  almost 
every  degree  of  approximation  to  one  or  other 
of  these  two  types,  from  which  they  can  only 
be  distinguished  by  applying  a  number  of  fests. 
Such  forms  are  designated  as  atypical,  and  what 
their  relationship  to  the  typical  typhoid  and  coli 
bacteria  may  be  is  a  matter  of  uncertainty. 
Possibly  in  some  cases  they  may  have  been 
typical  forms  originally,  but  under  the  particular 
conditions  to  which  they  have  been  submitted 
they  have  lost  some  of  their  characters.  Thus 
it  is  often  found  that  the  B.  coli,  on  prolonged 
artificial  ciUture,  may  lose  either  or  both  its 
indole-producing  and  milk-curdling  properties. 

rt  is  obvious  that  by  increasing  the  number 
of  biochemical  tests  many  further  variations  of 
a  given  type  of  organism  may  be  discovered, 
and,  for  the  purpose  of  more  precisely  defining 
a  particular  microbe,  bacteriologists  have  intro- 
duced biochemical  tests  involving  the  use  of  a 
variety  of  organic  compounds — more  especially 
carbohydrates,  polyhydrio  alcohols,  and  gluco- 
sides.  These  tests  generally  consist  in  ascertain- 
ing whether  an  organism  under  investigation 
gives  rise  to  acid  or  gas,  or  both,  or  neither,  in 
a  suitable  nutritive  medium  containing  one  of 
these  substances.  The  following  list  of  sub- 
stances employed  in  this  manner  will  give  some 
idea  of  the  degree  to  which  these  biochemical 
tests  have  been  complicated  in  recent  years  : 
adonite,  asparagine,  dextrin,  dulcite,  erythrite, 
galactose,  glucose,  glycerol,  glycol,  t'iodulcite, 
lactose,  Isevulose,  maltose,  mannite,  mannose, 
nutrose,  raffinose,  sucrose,  salioin,  sorbite,  and 
starch.  The  above  list  by  no  means  exhausts 
the  number  of  organic  substances  which  are 
acted  on  by  bacteria,  and  by  means  of  which, 
therefore,  difierences  can  be  established. 

Although  such  tests  are  extremely  useful  for 
the  more  precise  definition  of  particular  micro- 
organisms, they  must  be  employed  with  dis- 
crimination, for  as  the  writer  long  ago  pointed 
out,  these  fermentations,  as  well  as  other 
characters  of  bacteria,  are  liable  to  be  lost 
through  conditions  of  environment,  and  he  has 
also  shown  how  in  some  cases  they  may  be 
restored  by"  resorting  to  particular  methods  of 
culture  and  training. 

It  is  obvious  that  it  would  be  impracticable 
to  resort  to  such  numerous  tests  in  the  ordinary 
bacteriological  examination  of  water  in  which 
we  are  concerned  vrith  the  detection  of  sewage 
'  or  excremental  contamination-,  unless  some  very 
great  advantage  should  result  from  such  multi- 
plication of  tests,  and  this  is  not  the  case  at 
present. 

Quantitative  determination  of  B.  coli  in  water. 
K  we  regard  the  B.  coli  provisionally  as  the  best 
indicator  of  contamination  with  the  living 
bacteria  of  animal  refuse,  we  shall  obviously 
view  its  presence  with  the  more  suspicion  the 
/larger  the  numbers  in  which  it  is  discovered  in  a 
given  volume  of  water. 

The  numerous  methods  which  have  from 
time  to  time  been  devised  for  detecting  B.  coli 
will  be  passed  over,  and  only  the  one  which  in 
this  country  at  any  rate  has  superseded  all 
others  will  be  described. 

An  important  departure  in  practical  bacterio- 
logy was  the  introduction  by  McConkey  and  Hill 
(•Bile-salt    broth.    A    simple    test    for  fseoal 


contamination.'  Thompson-Yates  Laboratories 
Report,  1901,  4,  [i.]  161)  of  a  medium  for  the 
preferential  culture  of  the  B.  coli  and  allied 
microbes  from  mixtures  of  micro-organisms. 
The  essential  ingredients  of  this  medium  are 
sodium  taurocholate  (bilC'Salt),  5  grms.,  glucose, 
5  grms.,  peptone,  20  grms.,  water  (tinted 
with  litmus),  1000  c.c.  Incubated  in  this  liquid 
at  37°-42°  bacteria  of  the  B.  coli  group  give  acid 
and  gas  in  48  hours.  Some  bacteriologists  use 
lactose  instead  of  glucose,  thus  restricting  the 
gas  production  to  E.  coli  and  its  still  closer  allies. 
With  this  liquid  medium  in  Durham  fermenta- 
tion-tubes cultivations  of  the  water  are  made 
in  the  following  quantities :  100,  10,  1,  0-1, 
0-01,  0-001,  0-0001,  0-00001  c.c.  The  concentra- 
tion of  the  medium  should  in  all  cases  be  approxi- 
mately the  same  as  that  given  above.  In  order, 
therefore,  that  the  volumes  of  liquid  incubated 
may  not  be  inconveniently  large,  the  10  and 
100  0.0.  of  water  are  introduced  into  corre- 
spondingly stronger  McConkey  media. 

A  positive  reaction,  i.e.  the  production  of 
acid  and  gas,  in  any  of  these  culture-tubes 
signifies  that  at  least  one  ooli-like,  microbe  must 
have  been  introduced  with  the  portion  of  water 
added.  Thus,  if  acid  and  gas  had  been  obtained, 
in  a  particular  case,  with  all  the  tubes  from 
100  to  0-1  c.c,  this  would  mean  the  'presump- 
tive '  presence  of  at  least  one  B.  coli  in  0-1  c.c, 
and  its  absence  in  0-01  c.c.  and  smaller  volumes 
of  water.* 

In  order  to  ascertain  whether  the  *  pre- 
sumptive '  B.  coli  is  typical  or  not,  the  tube 
containing  the  smallest  portion  of  water  which 
has  given  rise  to  acid  and  gas  in  the  McConkey . 
medium  is  plated  on  a  soUd  medium  of  the 
following  composition  :  Agar  20  grms.,  peptone 
20  grms.,  sodium  taurocholate  (bile-salt)  5 
grms.,  lactose  10  grms.,  neutral  red  (1  p.o. 
solution),  4  c.c,  made  up  to  1000  c.c  with 
water.  After  12  hours'  incubation  at  37°,  the 
colonies  will  be  distinctly  visible,  and  those 
which  are  most  Ukely  to  be  B.  coli  will  have  a 
strong  red  colour  owing  to  the  acid  produced 
by  this  microbe  in  the  medium.  Five  of  the 
most  typical  red  colonies  are  separately  inoculated 
into  5  glucose -Utmus  broth  tubes,  which  are 
then  incubated  at  37°.  Any  of  these  5  tubes 
which  develop  acid  and  gas  are  then  each 
further  inoculated  into  tubes  of  the  following 
media  which  are  then  incubated  at  37°  : — 

'  There  is  one  element  of  uncertainty  connected 
witli  sucli  tests  made  in  liquid  media  which  appears  to 
be  tacitly  ignored  by  all  bacteriologists  who  make  use  ol 
them,  and  that  is  that  the  particular  microbe  sought 
for  may  in  the  process  of  cultivation  in  the  liquid 
medium  become  hopelessly  outnumbered  or  even  sup- 
pressed by  the  much  more  abundant  proliferation  of. 
some  other  microbe  or  microbes  present  in  the  mixture. 

Thus  the  McConkey  medium  may  be  taken  as  speci- 
ally favourable  for  the  proliferation  of  bacteria  of  the 
B.  coli  type,  but  the  water-bacteriologist  is  in  general 
restricting  his  search  to  those  bacteria  which  are  suffi- 
ciently like  typical  B.  coli  as  to  produce  acid  and  gas  in 
the  medium.  Is  It  not  possible  that  the  bacteria 
capable  of  producing  both  acid  and  gas  may  be  so 
greatly  outnumbered  by  microbes  not  giving  this 
reaction  that  the  more  typical  B.  coli  forms  may  be  so 
much  kept  in  abeyance  that  no  acid  and  gas  reaction  is 
obtained  ?  Under  these  circumstances  he  would 
obviously  draw  the  conclusion,  and  quite  erroneously, 
that  acid  and  gas  producing  microbes  (and,  therefore, 
B.  coli  amongst  them)  were  absent.  This  Is  a  matter 
which  requires  much  further  investigation  before  the 
conclusions  as  to  absence  of  B.  coli  generally  drawn  cas 
be  ju3ti&e4. 
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(o)  Neutral  red  broth  to  be  examined  for. 
fluorescence. 

(ft)  Litmus  lactose-broth  to  be  examined  for 
acid  arid  gas. 

(c)  Ordinary  broth  to  be  examined  for  indole. 

(of)  Litmus-milk  to  be  examined  for  acid 
and  coagulation. 

(e)  Gelatin  to  be  examined  for  non-liquefac- 
tion. 

The  above  glucose-tubes  from  which,  these 
inoculations  have  been  made  are  also  micro- 
scopically examined  to  see  whether  the  microbe 
possesses  the  characteristic  form  and'  motility 
of  the  B.  coli. 

A  microbe  fulfilling  these  conditions  has  been 
designated  by  Houston  as  '  Flaginac '  B.  coli, 
from  M=fiuorescenoe  in  neutral-red  broth, 
ag=acid  and  gas  in  lactose,  in=indole  in  peptone 
broth,  ac=acid  and  coagiJation  in  litmus-milk. 

The  typical  B.  coli  from  human  fseces  gives 
these  reactions,  but,  of  course,  it  is  possible  to 
further  difEerentiate  between  coli-bacteria  by 
additional  tests,  such  as  fermentation  of  sucrose, 
dulcite,  mannite,  &c.,  but  at  present  there  would 
not  appear  to  be  any  advantage  in  such  multi- 
plication of  tests  in  the  ordinary  examination  of 
water. 

The  following  table  summarises  an  interesting 
investigation  made  by  Houston  on  the  propor- 


tion of  'Flaginac'  B.  coli  found  amongst  the, 
coli-like     microbes     obtained     from     difierent 
sources  :-^ 


Flaginac  B 

Coli. 

Number  ot  specimens 

otB. 

coli  or  coli-like 

P.O.  ol 

microbes    on 

which  flagin»c 

Source                  percentage  ig 

)ased 

B.  coli 

Milk 

343 

61 

Human  faeces     . 

101 

85 

Sewage      .         .         .  several  hundreds 

65-85 

Oysters      . 

464 

43 

Estuarial  waters 

183 

66 

Water-cress        .         . 

.81 

40 

Washings  of  cress 

52 

.52 

Water  in  which   cress 

was  grown 

42 

76 

London  filtered  water 

232 

31 

In  the  following  table  are  recorded  the 
results  of  some  very  suggestive  pioneering 
experiments  made  by  McConkey  (1905),  under- 
taken with  the  object  of  ascertaining  whether 
there  is  any  marked  difference  in  the  types  of 
B.  coli  found  in  the  excreta  of  man  and  some  of 
the  common  domestic  animals  respectively. 
Should  it  be  possible  to  establish  such  a  difference, 
an  important  means  of  distinguishing  bjstween 
human  and  animal  excrementitious  contamina- 
tion of  water  would  be  obtained. 


B.  Coli  fbom  Human  and  Animal  Excbbta  (McConkey). 


Group 

rermentation  oJ 

Number  ol  lactose-fermenting 
Coli-form  microbes  isolated 
and  experimented  with 

Results  in  percentages 

Saccharose 

Dulcite 

Human 

Anhnali 

Total 

Emnan 

Ammal 

Average 

L        .         .         . 
IL      . 

in.   . 
IV.    . 

+  +I    1 

+ 

+ 

83 

93      , 
36 
29 

37 
85 
74 
43 

120 

,     178 

110 

72 

34 
38 
15 
12 

15 
36 
31 

18 

25 
37 
23 

15 

241 

239 

480 

100 

100 

100 

*  Twenty-flvc  samples  of  animal  excreta,  of  which  5  were  from  horses,  6  from  cows,  S  from  rabbits,  1  from 
a  moBkey.  and  14  from  a  cat. 


Approximate  number  per  1  gram,  of  excreta 

Source 

B.  coli 

Streptococci 

B.  enteriiidis  sporogenei 
spores 

Horse  No.  1  .        ■ 
Horse  No.  2  .  • 
Horse  No.  3  . 
Cow  No.  1     . 
Cow  No.  2     . 
Cow  No.  3     . 
Cow  Np.  4    . 
Pig  No.  1      . 
Pig  No.  2      . 
Pig  No.  3      . 
Sheep  No.  1  . 
Sheep  No.  2  . 

Over  1  million 
t'h  to  1  million 
1000  to  10,000 
■fj,  to  1  million 
,10,000  to  100,000 
1  to  10  miUions 
1  to  10  millions 
Over  100  millions 
10  to  100  millions 
70  millions 
10  to  100  millions 
10  to  100  millions 

I'i]  to  1  million 
Over  1  million 
Over  1  million 
10,000  to  100,000 
^\  to  1  million 
Over,  10  millions 
,'5  to  1  miUion 

Absent 

Absent 

Absent 
1  to  10  millions 
10  to  100  millions 

10  to  100 

100  to  1000 

100  to  1000 

100  to  1000 

10  to  100 

10  to  100 

ICO  to  1000 

A  to  1  million' 

10,000  to  100,000 

1000  to  10,000 

10  to  100 

10  to  100 

Such  an   investigation   would  have   to   be  I  being  used  for  diagnostic   purposes  could  be 
onormously  extended  before  results  capable  of  ]  obtained. 
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An  attack  on  the  same  important  problem 
was  also  made  by  Dr.  Wm.  G.  Savage  (1904r-5) 
in  an  extremely  "laborious  investigation,  which 
he  has  summarised  in  the  foregoing  table. 

The  absence  of  streptococci  in  the  faeces  of 
the  pig  is  extremely  remarkable. 

It  is  convenient  to  classify  waters  tentatively 
according  to  the  results  of  the  examination  for 
B.  coli,  thus  :— 

Classiwcation  of  Water  by  B.  Coli  Test. 
(1  c.c.  of  sewage  is  assumed  to  contain  100,000  B.  coli.) 


Class 

Volume  of 

S.  coli 

Pollution  in 

water  examined 

per  1  CO. 

sewage 

c.c. 

\ 

per  cent. 

I 

-in  100 

0 

— 

II 

+  in  100 

001 

OOOOOI 

III 

+  inlO 

0-1 

00001 

IV 

+  inl 

1 

0-001 

V 

+  in  0-1 

10 

O-OI 

VI 

+  in  001 

100 

01 

VII 

+  in  O-OOI 

1000 

1 

VIII       , 

+  m  0-0001 

10,000 

10 

IX 

+  in  0-00001 

100,000 

100 
(pure  sewage) 

This  classification  must  not,  however,  be 
interpreted  too  rigidly,  as  it  is  based  on  the 
assumption  that  B.  coli  is  always  derived  from 
faeces  and  that  this   microbe  is  incapable  of 


multiplication  under  any  circumstances  after 
incorporation  in  what  is  known  as  '  sewage.' 

In  the  two  following  tables  are  recorded  the 
results  of  the  ordinary  bacteriological  examina- 
tion of  a  number  of  typical  waters.  The  tables 
sufficiently  explain  themselves. 

Storage  of  water.  In  1880  (Water  Purifica- 
tion, its  Biological  and  Chemical  Basis,  Trans. 
Inst.  Civil  Engineers,  1886)  the  writer  pointed 
out  the  great  importance  from  a  theoretical 
point  of  view  of  storage  for  the  purification  of 
surface  waters.  In  1892,  again,  he  investigated 
the  influence  of  storage  on  the  bacteriological 
purity  of  the  river  waters  abstracted  for  the 
supply  of  London,  and  showed  that  there  is  a 
most  striking  reduction  in  the  number  of 
suspended  micro-organisms  during  storage  in 
large  reservoirs.' 

The  great  importance  of  storage  frbm  the 
hygienic  point  of  view  was  further  manifest 
from  the  experiments  made  on  the  fate  of 
pathogenic  bacteria  introduced  into  natural 
waters,  and  which  showed  that  the  duration  of 
life  of  these  bacteria  under  such  conditions  is 
generally  very  short. 

In  1891-4  the  writer  had  the  opportunity 
of  greatly  extending  his  observations  on  this 
subject,  as  he  was  requested  by  a  Committee 
of  the  Royal  Society  to  make,  in  conjunction 
with  the  late  Professor  Marshall  Ward,  F.R.S., 
a  special  inquiry  into  the  vitality  of  pathogenic 
bacteria  in  potable  waters  {see  Froc.  Roy.  Soc), 
The  experiments  were  restricted  to  the  study  of 
the  behaviour  of  the  anthrax  bacUlus  (and  its 


BiBMiNOHAM  Water  Supply.     (P.  F.  Frankland.) 
Averages  for  1910. 


Number  of  bacteria 

Baciaus  coli  (typical) 

Qelatin  at 
20=0. 

Carbolic 

gelatin 

at20°C. 

7  days 

Tauro- 
cholate 

agar 
at37'>C. 
4  days 

100  c.c. 

100  CO. 

+ 

10  c.c. 

■^ 

1-0  c.c. 

+ 

01  cc 

+ 

001  c.c. 

+ 

0001  c.c. 

2  days 

7  days 

Whitacre'— 

Unfiltered     . 

Filtered 
Frankley  '— 

Inlet    . 

Reservoir      . 

Filtered 

City  mains    . 

3300 
12 

37 

64 

5 

19 

87 

237 

258 

38 

69 

167 
0 

0-7 
1-6 
0 
003 

1232 
6 

13 
40 

3 

6-3 

p.  c. 

750 

18-2 
41-7 
91-7 
78-4 

p.  c 

25-0 

45-5 

33-3 

8-3 

16-2 

p.c 

36-4 
25-0 

5-4 

p.c. 
8-3 

p.c. 
16-7 

p.c. 

58-3 

p.  u. 
16-7 

>  Snrface  water  from  more  or  less  cultivated  land. 

spores),  the  typhoid  bacillus,  and  the  S.  coli 
communis,  and  the  potable  waters  employed 
were  those  of  the  Thames,  Loch  Katrine,  and 
deep-well  Water  from  the  chalk,  these  being 
fairly  typical  of  the  different  kinds  of  water  used 
for  drinking  purposes  in  this  country.  Experi- 
ments were  made  with  these  waters  in  their 
natural,  and  also  in  a  sterilised,  condition. 

The  results  obtained  may  be  summarised  as 
follows : — 

(1)  Unsterilised  water  infected  with  anthrax 
bacilli  containing  spores  was  still  virulent  aftei 
being  kept  for  7  months. 


'  Moorland  water  from  Elan  Valley,  Wales. 

(2)  Anthrax  bacilli  taken  directly  from  an 
animal  dead  of  anthrax,  and,  therefore,  free  from 
spores,  died  rapidly  (mostly  in  6  days)  when 
introduced  into  unsterilised  water  kept  at  low 
temperatures  (5°  and  13°  in  these  experiments), 
but  when  introduced  into  the  same  waters  and 
kept  at  19°,  the  bacilli  formed  spores,  and  the 
latter  were  stUl  present  in  enormous  numbers 

>  Appendices  to  Minutes  of  Evidence,  Eoy.  Com- 
mission on  Metropolitan  Water  Supply,  1893, 469—475. 
See  also  "Micro-organisms  in  Water,"  P. Frankland  and 
G.  C.  Frankland,  London,. 1894,  pp.  99,  128, 131— U2, 
181. 
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London  Water  Supply.     (Houston.) . 
Averages  for  1908-9  and  1909-10. 


BaclUus  coli  (typical) 

li. 

■s.s«« 

1' 

s 

o 

iH 

s 

o 
b 

a 

r 

2 

b 

g+ 

b 

r-* 

b 

Kaw  River  Watere— 

Thames    at     Hampton, 

P.O. 

p.  c. 

p.  c. 

p.  c. 

p-c. 

p.  c. 

p.  c. 

p.  c. 

PC. 

P.O. 

1908-9       .       ,. 

2558 

21 

10-3 

401 

36-6 

10-4 

0-4 

Thames     at     Hampton, 

1909-10     . 

5268 

0-5 

0-5 

6-3 

26-9 

62-9 

12-8 

— 

— 

— 

— 

Lea    at    Fonder's    End, 

1908-9       .         .         . 

8794 

— 

0-8 

5-2 

34-9 

38-8 

15-6 

3-9 

0-8 

— 

-^ 

Lea    at    Pondei's    End, 

1909-10     . 

37,071 

— 

0-5 

,6-3 

31-4 

39-7 

13-2 

7-3 

0-5 

0-5 

0-5 

New  River  at  Homsey, 

1908-9       . 

1118 

21 

91 

40-9 

38-8" 

8-2 

,0-8 

— • 

— 

— 

— 

New  River  at  Hornsey, 

1909-10     . 

2801 

0-9 

8-3 

41-7 

36-8 

9-8 

2-4 

— 

— 

— 

— 

Filtered  Waters- 

- 

Thames,  1908-9     . 

89 

83-4 

11-8 

3-9 

0-7 

006 

— 

— 

— 

— 

- — 

1909-10    . 

55 

81-8 

14-6 

2-7 

0-7 

009 

002 

— 

— 

— 

— 

Lea,  1908-9  . 

163 

85-1 

101 

41 

0-7 

— 

— 

— 

— 

_ 

— 

„     1909-10 

237 

88-1 

8-9 

2-3 

0-6 

— 

— 

— 

— 

— 

New  River,  1908-9 

7 

88-3 

9-4 

2  0 

007 

0-07 

—  ' 

— 

— 

— 

— 

„      1909-10       . 

16 

82-6 

141 

2-9 

0-3 

— 

— 

— 

— 

-^ 

— 

Deep  WeUs— 

Kent,  1908-9 

e 

92-3 

4-7 

1-2 

1-7 

— 

— 

— 

— 

— 

— 

„       1909-10       . 

8 

96-2 

3-3 

0-4 

— 

— 

— 

— 

— 

— 

— 

Lea  VaUey,  1908-9 

19 

79-1 

13-6 

2-7 

4-5 

— 

— 

— 

■  — 

— 

— 

.,-        „      1909-10        . 

16 

890 

8-8 

2-i 

~ 

. 

— 

— 

even  42  days  later,  and  doubtless  for  a  much 
longer  period  still.  This  remarkable  difference 
in    behaviour   is   accounted   for    by   the   fact, 

Ereviously  discovered  by  Koch,  that  anthrax 
aoilU  do  not  form  spores  below  16°. 
The    following    results    were    obtained    by 
introducing  typhoid  bacilli  from  one  and  the 
same  cultivation  and  in  the  same  numbers  into 
each  of  the  waters  at  one  and  the  same  time  : — 


Unsterilised  water 

Lite  of  typhoid  bacilli 

Thames  water  (Oct.  19, 1893) 

9''-12='     .... 

Between  9  and  13  days 

Loch  Katrine  water  (Oct.  19, 

.1893)9'=-12°    . 

,j 

19    „    33    „ 

Deep  well   water   (Oct.   19, 

1893)  9M2°     . 

33    „    SB    „ 

In  two  other  separate  experi- 

ments    with     onsteriliEed 

Thames   water    (May   11, 

1893)      .... 

25    „    34    „ 

and  (Jan.  16, 1891)    . 

20    „    27    „ 

In  all  these  experiments  only  1  c.o.  of  water 
was  examined  for  typhoid  bacilli,  and  the 
method  of  search,  the  best  known  at  the  time, 
was  that  due  to  Parietti,  in  which  the  water  is 
cultivated  in  a  phenol-broth  medium  at  37°, 
which  on  becoming  turbid  is  submitted  to  plate  - 
cultivation,  the  colonies  obtained  being  then 
examined  iu  cletaU  for  identification 


It  is  particularly  interesting  to  compare 
with  the  above  results  those  obtained  by 
Houston  in  a  perfectly  similar  inquiry  and 
making  use  of  all  the  most  modem  developments 
of  bacteriological  technique.  Dr.  Houston  made 
18  experiments  on  raw  Thames,  Lea,  and  New 
River  waters,  infecting  them  with  typhoid 
bacilli  (the  number  added  being  in  all  but  three 
experiments  very  large,  see  table  belqw).  The 
presence  of  the  bacillus  was  tested  for  at  weekly 
intervals  iii  1  c.o.  by  means  of  a  medium  con- 
taining Agar-bOe-salt-dulcite-lactose-saccharoae- 
ealicin-peptone-nevtral-red-malaclite-greeTi,  and 
which  is  specially  designed  to  favour  the  growth 
of  this  microbe  whilst  repressing  that  of  most 
others.  The  results  may  be  summarised  in  the 
following  statement : — 

In'  3  experiments  the  typhoid  bacillus  was 
undisooveraue  in  1  c.c.  in  1  week. 

In  10  experiments  the  typhoid  bacillus  was 
undiscoverable  in  '1  c.o.  in'  3  weeks. 

In  16  experiments  the  typhoid  bacillus  was 
undiscoverable  in  1  c.c.  in  4  weeks. 

In  18  experiments  the  typhoid  bacillus  was 
undiscoverable  in  1  c.c,  in  6  weeks. 

Thus,  notwithstanding  the  great  advances 
made  in  the  technique  of  testing  for  the  typhoid 
bacillus,  the  results  obtained  oy  Houston  are 
essentially  similar  to  those  obtained  by  the 
writer  16  years  previously.  Houston  has, 
however,    extended    the    investigation    in    an 
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Interesting  manner  by  agceitaining  the.  length 
of  time  reauired  before  even  100  o.o.  of  the 
infected  water  gave  a  negative  result  on  being 
tested  by  the  most  modem  methods  for  the 


presence  of  the  typhoid  bacillus.  The  whole  of 
Houston's  investigation  (both  for  1  c.o.  and  for 
100  0.0.  of  water  tested)  is  instructively  sum- 
marised in  the  table  below. 


Description  ot 
water 

Initial  No.  of 
typhoid  bacilli 

m  1  c.c.  of 
infected  water 

Number  of  typhoid  bacilli  in  1  c.c,  of  infected 
water  after' 

Number  of  weeks 
required  for  des- 
truction ot  typhoid 
bacillus  in  100  c.c. 
of  infected  water 

1  week 

2  weeks 

3  weeks 

4  weeks 

5  weeks 

Thames  (I) 
Lea(l)     .    .      . 
New  River  (I)  . 

40 
40 
40 

0 
0 
0 

(p.c.  re- 
duction) 
100 
100 
100 

— 

— 

— 

— 

5     . 

5 

6 

Thames  (II)      . 
Lea  (II)    . 
New  River  (II) . 

170,000 
170,000 
170,000 

9 
63 
40 

99-9 
99-9 
99-9 

2 

2 
2 

0 
0 
0 





6 
5 
6 

Thames  (III)    , 
Lea  (III)  . 
New  RiTer  (III) 

470,000 
470,000 
470,000 

480 

850 

1430 

99-9 
99-8 
99-7 

31 
11 
14 

5 

7 
7 

0 
2 
0 

0 

8 

7 
7 

Thames  (IV)     . 
Lea  (IV)  . 
New  River  (IV) 

8,000,000 
8,000,000 
8,000,000 

3000 

2900 

400 

99-9 
99-9 
99-9 

30 

29 
22 

4    • 

5 

2 

0 
0 
0 



8 
8 
9 

Thames  (V)       . 
Lea(V)    . 
New  River  (V)  . 

525,000 
525,000 
525,000 

12 
32 

29 

99-9 
99-9 
99-9 

1 
2 
3 

0 
0 
0 

— 

8 
7 
5 

Thames  (VI)'    . 
Lea  (VI)  . 
New  River  (VI) 

475,000 
475,000 
476.000 

210 
80 
30 

99-9 
99-9 
99-9 

12 

11 

3 

2 
2 
0 

1 
0 

0 

9 

8 

7 

This  table  shows,  on  the  one  hand,  that 
whilst  in  each  case  nearly  all  the  typhoid  bacilli 
are  destroyed  by  a  single  week's  residence  in 
these  raw  river  waters  a  few  individijals  persist 
for  a  much  longer  period  of  time.  This  illustrates 
in  a  very  interesting  and  instructive  manner  a 
principle  emphasised  by  the  writer  some  16 
years  before,  that  one  of  the  factors  determming 
the  longevity  of  pathogenic  bacteria  placed  in 
water,  or  for  the  matter  of  that  placed  in  any 
unfavourable  surroundings,  is  the  absolute 
number  in  whicH  they  are  present.  In  other 
words,  amongst,  for  instance,  1000  bacteria 
taken  from  a  given  source  there  may  be  some 
individuals  which  will  resist  a  particular  adverse 
influence,  whilst  amongst  10  bacteria  taken  from 
the  same  source  there  may  be  none  capable  of 
resisting  the  adverse  influence  in  question'  (P.  F. 
Frankland,  Proo.  Roy.  Soo.  1894,  56,  486). 

Before  leaving  the  subject  of  the  behaviour 
of  the  typhoid  bacillus  in  water,  mention  must 
be  made  of  some  extremely  interesting  and 
ingenious  experiments  by  the  American  bacterio- 
logists, Jordan,  Russel,  and  Zeit,  in  1903.  These 
investigators  endeavoured  to  imitate  natural 
conditions  more  closely  than  has  been  done  in 
any  other  experiments  by  placing  the  typhoid- 
infected  waters  in  permeable  sacs  made  of 
celloidin  and  parchment,  and  then  by  submerging 
these  in  river,  canal,  or  lake  water,  their  contents 
were  exposed  to  the  influence  of  the  dialysable 
substances  present  in  the  water  under  natural 
conditions. 

Zeit  experimented  with  Lake  Michigan  water 
and  Chicago  river  water,  the  natural  bacterial 


content  of  which  varies  between  68  and  2000 
microbes  per  1  c.c.  in  the  case  of  the  Lake, 
and  between  80,000  and  1,500,000  microbes  per 
1  c.c.  in  that  of  the  river  water.  Parallel 
experiments  were  made  with  infected  water 
placed  in  ordinary  bottles  and  in  permeable 
sacs  respectively.  The  typhoid  bacilli  intro- 
duced varied  between  600  and  2,000,000  per 
1  c.c.  The  destruction  of  the  typhoid  baciUus 
was  taken  as  complete  when  negative  results 
were  obtained  on  cultivating  5  c.c.  of  the  water, 
the  death  of  the  typhoid  bacillus  being  generally 
confirmed  by  the  subsequent  cultivation,  a  few 
days  later,  of  much  larger  volumes,  sometimes 
as  much  as  800  c.c,  of  the  water.  Nine  experi- 
ments were  made  with  the  Michigan  Lake  water, 
the  typhoid  bacillus  being  never  found  after  the 
eighth  day.  Five  experiments  were  made  with 
the  Chicago  River  water,  the  typhoid  bacillus 
being  never  found  after  the  third  day. 

Jordan  experimented  with  the  water  of  the 
Chicago  Drainage  Canal,  which  usually  contains 
from  100,000  to  400,000  bacteria  per  1  c.o. 
This  water  was  infected  with  from  180  to 
857,000  typhoid  bacilli  per  1  o.o.  In  these 
experiments,  however,  the  maximum  volume 
submitted  to  cultivation  appears  to  have  been 
only  1  CO.,  and  from  negative  results  with  even 
smaller  volumes  the  death  of  the  typhoid  bacillus 
seems  to  have  been  concluded.  ,  Twenty-eight 
experiments  were  made  in  permeable  sacs 
submerged  in  the  canal,  the  typhoid  bacillus  being 
never  detected  after  the  second  day,  excepting  in 
one  experiment  in  which  it  was  still  fourid  on  the 
tenth  day. 
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Bussel's  experiments  were  made  with  the 
Illinois  River  water,  which  contains  from 
1800  to  4000  bacteria  per  1  o.c.  This  water 
was  infected  with  540  to  20,000  typhoid  bacilU 
per  1  CO.  However,  in  these  experiments, 
again,  1  o.c.  appears  to  have  been  the  maximum 
volume  of  water  cultivated  for  the  detection  of 
the  typhoid  bacillus.  Fourteen  experiments 
were  made  in  permeable  sacs  submerged  in  the 
Illinois  River,  the  typhoid  bacillus  being  never 
found  after  the  third  day,  excepting  in  One  case  in 
which  it  was  detected  on  the  ninth  day. 

More  recently,  again,  Houston  has  taken 
typhoid  baciUi  not  from  cultivations  but  from 
the  human  subject  and  introduced  them  into 
raw  Thames  water.  He  found  that  such  bacilU 
perished  very  rapidly — much  more  quickly  in 
fact  than  had  been  his  experience  with  cultivated 
strains  of  the  microbe. 

The  uncultivated  typhoid  bacteria  were 
obtained  from  the  urine  of  a  '  typhoid  carrier,' 
and  on  Aug.  9,  1910,  the  centrifugaUsed  deposit 
(3-5  c.c.)  from  389  c.c.  of  urine  was  &dded  to 
6000  o.c.  of  raw  Thames  water ;  the  number 
of  typhoid  baooilli  was  determined  as  follows  : — 

At  time  of  mixture,  770,000  typhoid  bacilli 
per  1  c.c.  of  river  water. 

After  1  week,  4  typhoid  bacilli  per  1  c.c.  of 
river  water. 

After  2  weeks,  0  tjrphoid  bacilli  in  100  c.c. 

On  the  24th  day  from  the  commencement  of 
the  experiment  half-a-pint  (about  284  c.c.)  of 
the  infected  water  was  drunk,  this  quantity 
of  water  having  originally  contained  218,680,0()0 
typhoid  bacilli.  Similar  amounts  were  drunk 
with  impunity  on  the  25th,  26th,  27th,  and  28th 
days  after  the  beginning  of  the  experiment. 

On  Aug.  19,  1910,  the  experiment  was 
repeated  with  a  fresh  sample  of  urine,  the  number 
of  typhoid  bacilU  per  1  c.c.  of  river-water  being 
1650.  A  week  later  no  typhoid  bacilli  could  be 
found,  and  on  the  23rd,  24th,  25th,  26th,  and 
27th  day  from  the  beginning  half-a-pint  of  the 
infected  water  Was  drunk  each  day  without  any 
iU-eSect  (Sixth  Research  Report,  Metrop. 
Water  Board,  Nov.  1910,  p.  7). 

If  this  drinking  part  of  the  experiment  is 
to  prove  anything  it  would  be  necessary  for  Dr. 
Houston  to  follow  it  up  by  drinking  a  similar 
number  of  fresh  typhoid  bacilli  from  the  same 
patient  and  contracting  the  disease,  for  without 
this  last  act  we  have  no  certainty  that  Dr.- 
Houston  is  susceptible  to  this  malady,  and, 
therefore,  a  fit  corpus  vHe  on  which  to  make  this 
crucial  test. 

Vitality  of  the  Spirillum  of  Asiatic  cholera 
in  potable  water,  Experiments  were  made 
by  Houston  with  the  cholera  spirillum  on 
exactly  the  same  lines  as  those  which  he  had 
previously  adopted  in  the  case  of  the  typhoid 
bacillus  in  raw  Thames,  Lea,  and  New  River 
water.  The  principal  conclusions  '  arrived  at 
may  be  summarised  as  follows  (4th  Report  on 
Research  Work,  Metrop.  Water  Board,  June, 
1909)  :— 

'  (1)  Cholera  vibrios  die  very  rapidly  in  raw 
Thames,  Lea,  and  New  River  water  as  the 
result  of  storage  in  the  laboratory.  At  least 
99-9  p.c.  perished  within  one  week,  and  in  none 
of  the  experiments  could  any  cholera  vibrios 
(recognisable  as  such)  be  found  even  in  100  c.c. 
of  water  3  weeks  after  its  infection.     In  more 


thSin  half  the  experiments  the  results  were 
negative  by  the  second  week, 

'  (2)  The  isolation  of  cholera  vibrios  from 
artificially  infected  raw  river  water  presents  no 
insuperable  difficulties  even  when  the  number 
artificially  added  is  very  small,  both  actually 
and  relatively  to  the  bacteria  nominally  present 
in  the  river  water. 

'  (3)  On  the  other  hand,  microbes  Uable 
(after  careful  study)  to  be  mistaken  for^  true 
cholera  vibrios  were  not  found  in  comparable, 
but  non-infected,  river  water  samples  examined 
under  precisely  similar  conditions.' 

Thus  the  cholera  vibrios  are  much  more 
perishable  in  these  raw  river  waters  than  are  the 
typhoid  bacilli  under  similar  conditions.     . 

The  comparatively  short  duration  of  life  of 
pathogenic  bacteria  when  introduced  into  natural 
waters  and  more  especially  into  surface  waters, 
which  these  numerous  and  independent  investiga- 
tions establish,  clearly  show  that  the  process  of 
storage  in  large  reservoirs  must  form  a  very 
important  safeguard  against  the  water-carriage 
of  zymotic  diseases.  This  safeguard,  which  is 
supplementary  to  and  quite  independent  of  that 
of  filtration,  has  the  great  advantage  of  being 
under  perfect  control  and  much  less  liable  to 
accidental  disturbances  than  are  most  other 
methods  of  water-purification.  It  is,  however, 
unfortunate  that  many  reservoirs  attached  to 
water  works  have  not  been  designed  so  as  to 
secure  the  maximum  advantages  of  storage,  and 
their  rearrangement  with  this  object  in  view  is 
generally  a  matter  of  great  expense  and  some- 
times impracticable.  It  is  to  be  hoped  that  in 
future  engineers  will  be  more  careful  to  arrange 
for  such  a  circulation  of  the  water  that  each 
particle  of  water  entering  shall  remain  as  long 
as  possible  in  the  reservoir  before  passing  out. 

The  influence  of  storage  on  the  bacteriology 
of  surface  waters  has  recently  been  made  the 
subject  of  very  extended  and  interesting 
investigations  by  Houston  in  connection  with  the 
London  water  supply.  There  can  be  no  doubt 
that  adequate  storage  brings  about  the  following 
beneficial  changes  : —  . 

(1)  Reduces  the  number  of  bacteria  of  all 
sorts, 

(2)  Reduces  the  number  of  bacteria  capable 
of  growing  on  agar  at  blood  heat. 

(3)  Reduces  the  number  of  bacteria  capable 
of  growing  in  a  bile-salt  medium  at  blood 
heat. 

(4)  Reduces  the  number  of  coli-like  microbes. 
(6)  Reduces  the  nUmber  of  typical  K  coli. 

(6)  Alters  certain  bacteriological  ratios  for 
river-waters,  e.g.  it  reduces  the  number  of 
typical  B.  coli  to  a  proportionately  greater  extent 
than  it  reduces  the  number  of  bacteria  of  all 
sorts. 

(7)  If  sufficiently  prolonged,  it  devitalises 
the  microbes  of  water-borne  disease  (e.g.  the 
typhoid  bacillus  and  the  cholera  vibrio). 

(8)  Reduces  the  amount  of  suspended  matter. 

(9)  Reduces  the  amount  of  colour. 

(10)  Reduces  the  amount  of  ammoniacal 
nitrogen. 

(11)  Reduces  the  amount  of  oxygen  absorbed 
from  permanganate. 

(12)  Usually  reduces  the  hardness  and  may 
reduce  (or  alter  the  quality  of)  the  albuminoid 
nitrogen. 
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(13)  Alters  certain  chemical  ratios  for  river- 
waters  ;  e.g.  the  colour  results  improTe  more 
than  the  results  yielded  by  the  permanganate 
test. 

(14)  Has  a  marked  'levelling '  effect  on  the 
totality  of  water  delivered  to  the  filter-beds. 

(15)  Tends  generally  to  lengthen  the  life  of 
the  filters  (only  under  exceptional  conditions  is 
the  contrary  true). 

(16)  An  adequately  stored  water  is  to  be 
regarded  as  a  '  safe  '  water,  and  the  '  safety 


change  "  which  has  occurred  in  »  stored  water 
can  be  recognised  by  appropriate  tests. 

(17)  The  use  of  adequately  stored  waters 
renders  any  accidental  breakdown  in  the  filtering 
arrangements  much  less  serious  than  might 
otherwise  be  the  case. 

The  experimental  basis  for  many  of  the 
above  statements  with  regard  to  the  benefits  of 
storage  will  be  found  in  the  following  table 
(Houston,  Annual  Report,  March  31,  1910, 
p.  52)  :- 


London  Wateb  Supply. 

Influence  of  storage  shown  by  samples  collected  during  12  months  ending  March,  31,  1910 

(Houston). 


No.  of  bacteria  per  1  c.c. 

B.  coli  (typical). 

Gelatin 

20— 

22"' C. 

3  Jays. 

Agar 
37°  C. 

2  days. 

Tauro- 
Agar 
37°  C. 

2  days. 

c.c. 
100 

c.c. 
100-0 

+ 

c.c. 

10-0 

+ 

c.c. 
10 
+ 

c.c. 
01 

+ 

c.c. 
0-01 

+ 

c.c. 
0-001 

+ 

CO. 

00001 

+ 

c.c. 
0-00001 

+ 

c.c. 

0-000001 

+ 

Baw  Thames  water  before 
storage  .... 

B268 

495 

63 

p.c. 
.0-5 

p.c. 
0-5 

p.c. 
6-3 

p.c. 
26-9 

p.c. 
52-9 

p.c. 
12-8 

p.c. 

p.c. 

p.c. 

p.c. 

Thames  water  after  storage 
at  Staines  Seaeivoiis  . 

240 

88 

3 

21-4 

47-1 

25-7 

4-3 

1-4 

— 

— 

— 

— 

— 

Thames  water  after  storage 
at  Chelsea  SeaerToirs  . 

442 

63 

8 

41-3 

28-0 

21-3 

93 

— 

— 

— 

— 

— 

— 

Thames  water  after  storage 
at  Lamheth  Keservoiia 

'    354 

54 

8 

20-8 

430 

31-9 

4-2 

— 

— 

— 

— 

— 

Saw   Iiea    water   before 
storage 

37,071 

837 

86 

0-0 

0-5 

6-3 

31-4 

39-7 

13-2 

7-3 

05 

0-5 

0-5 

Lea  water  after  storage  at 
Walthamatow  Keservoks 

121 

21 

4 

600 

30-6 

8-0 

1-3 

— 

— 

— 

— 

— 

- 

Faecal  streptococci  in  water-  Attempts  have 
been  made  to  supplement  the  indications  of 
fiecal  contamination  yielded  by  the  presence 
of  B.  coli.  The  most  recent  and  noteworthy  of 
these  is  the  examination  of  water  for  the  presence 
of  certain  streptococci  which  are  usually  very 
abundant,  sometimes  even  more  abundant,  in 
human  faeces  than  is  the  B.  coli.  This  matter 
has  been  engaging  the  attention  of  Dr.  Houston 
since  1898,  and  he  has  recently  (June,  1910) 
given  a  special  account  of  the 'results,  which  he 
has  obtained  up  to  the  present  time. 

At  the  outset  it  should  be  pointed  out  that  these 
streptococci  are  not  peculiar  to  human  excreta, 
but  are  also  abundantly  present  in  those  of  the 
higher  animals,  many  of  Houston's  experiments 
having  been  made  with  streptococci  obtained 
from  cow-dung.  The  study  of  these  micro- 
organisms does  not,  therefore,  at  present  put  us 
in  possession  of  that  all  important  desideratum 
— a  means  of  distinguishing  between  contamina- 
tion due  to  the  excrement  of  man  and  that  which 
is  due  to  the  lower  animals. 

According  to  Houston,  human  fseces  contain, 
roughly,  100,000  streptococci  per  1  grm.  On 
the  other  hand,  in  some  stools  streptococci  are 
either  absent  or  present  in  such  small  numbers 
relatively  to  those  of  other  bacteria  that  search 
for  them  is  useless.  Their  presence  in  water 
has  hitherto  been  asoertauied  by  spreading  1  c.c. 
of  the  water  on  a  Drigalski-Conradi  plate,  on 
which  medium,  after  incubation  at  37°,  the 
(treptococci  give  rise  to  very  minute  colonies. 


which  can  then  be  sub-cultivated  for  determina- 
tion of  their  biochemical  characters. 

Of  100  different  cultures  of  streptococci 
obtained  by  Houston  from  sewage  works  faeces,: 
(a)  100  produced  acid  in  lactose  and  in  rafiinose 
media,  and  all  of  them  clotted  milk.  (6)  Hone 
reduced  nitrates  to  nitrites,  (c)  Only  four 
produced  acid  in  a  maimite  medium,  (d) 
97  produced  acid  in  a  salicin  medium,  (e)  49 
produced  acid  in  a  saccharose  medium. 

The  grouping  of  these   properties   is   best 
indicated  by  means  of  a  convention  similar  to 
that  employed  in  the  case  of  B.  coli,  in  which, 
syllables  are  made  to  represent  definite   bio- 
chemical reactions,  thus : — 

la  =  acid  in  a  lactose  medium. 

ma  =   „      „    mannite      „ 

mi  =  clot  „    milk  „ 

ra   =  acid  „   .raffinose      „ 

sac  =     „     „    soccharose  „ 

sal  =     „     „    soHcin  „ 

The  100  streptococci  examined  may  then  be 
thus  classified : — 

la-mi-ra-sal         .  419        la-ma-mi-ra-sac-sal     4 

la-mi-ra-sac-sal  .  44        la-mi-ra-sao     .         .  1 

la-mi-ra  ,         ,  2 

Thus  97  p.o.  clotted  milk,  and  produced 
acid  in  lactose,  raffinose,  and  salicin  media,  and 
of  these  48  produced  acid  and  49  no  appreciable 
acidity  in  a  saccharose  medium. 

During  the  year  1909  Houston  examined  the 
raw  (unfiltered  and  unstored)  Thames,  Lea,  and 
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New  River  waters  for  streptococci,  employing 
1  u.c.  of  eacli  sample  on  Diigalski  plates  as  above, 
with  the  following  results  : — 

No.  of  times 
streptococci  were 
,    found  in  1  c.c. 
62  weekly  samples  of  Thames  water     .     13 
52  weekly  samples  of  Lea  water  .     13 

52  weekly  samples  of  New  Eiver  water       2 

As  regards  the  types  of  streptococci  found  in 
the  above  28  samples  of  the  71  sub-cultures  of 
streptococci  examined  the  follo^^'irig  combina- 
tions were  found : — 


Thames 

Lea 

New  River 

La-ma-mi-ra-sac-sal 

1 

2 

0 

La-ma-mi-sac-sal 

1 

3 

0 

La-mi-ra-sac-sal 

9 

17 

0 

La-ma-sac-sal 

0 

1 

0 

La-ma- mi-sac 

0 

3 

0 

La-mi-sac-sal  . 

4 

9 

0 

La-mi-ra-sac    . 

2 

10 

0 

La-sac-sal         . 

0 

1 

2 

La-mi-sal         . 

0 

1 

0 

Iia-mi-sac         . 

.  2 

0 

0 

La-ra-sao 

.  0 

3 

0 

Total 

19 

50 

2 

The  above  results  are  -especially  interesting 
as  showing  that  the  two  impurer  waters  (Thames 
and  Lea)  contained  streptococci  much  more 
frequently  than  the  far  purer  water  (New  River), 
and  further,  that  the  streptococci  actually 
discovered  in  the  latter  were  of  a  type  more 
remote  from  that  of  those  which  are  usually 
discovered  in  fseces. 

Bearing  in  mind  that,  on  an  average,  upwards 
of  90  p.c.  of  the  raw  Thames  and  Lea  samples, 
and  about  50  p.c.  of  the  raw  New  River  samples 
contain  typical  B.  coli  in  1  c.c.  or  under,  whilst 
in  only  25  p.c.  of  the  raw  Thames  and  Lea 
samples,  and  in  only  3-8  p.c.  of  the  raw  New 
River  samples  were  streptococci  found,  it  follows 
that  the  streptococci  are  a  far  less  delicate 


index  of  contamination  than  the  B'.  coU.  Th* 
absence  of  streptoooooi  in  1  c.c.  of  a  water 
cannot,  therefore^  be  regarded  as  any  criterion 
of  its  purity.  The  relative  scarcity  of  strepto- 
cocci in  waters  which  have  undoubtedly  received 
a  considerable  amount  of  sewage  matters  is 
accounte4  for  by  the  fact,  established  by  Hous- 
ton, that  streptococci  very  rapidly  die  off  when 
placed  in  water.  This  circumstance  points,  of 
course,  to  the  presence  of  streptococci  serving 
as  an  indication  of  very  recent  contamination. 

Eecent  bacteriological  methods  applied  to  other 
processes  of  water  purification.  From  the  evidence 
already  brought  forward  it  appears  that  con- 
fidence in  the  purification  which  can  be  effected 
by  storage  and  sand-filtration,  under  favourable 
conditions,  has  been  distinctly  strengthened  by 
the  application  of  the  more  recent  developments 
of  bacteriological  water  examination — search  for 
B.  coli  and  other  microbes  more  or  less  connected 
with  sewage  contamination. 

Certain  other  processes  of  water-purification 
which  are  employed  on  the  large  scale  may  now 
be  briefly  considered. 

Mechanical  filters.  The  use  of  mechanical 
filters  originated  in  America,  and  their  employ- 
ment in  our  own  country  is  becoming  more  and 
more  common.  Such  filters  are  in  use  at  Bolton, 
Burnley,  Heywood,  Edinbur^,  Crewe,  Glouces- 
ter, Shrewsbury,  and  other  places  in  Great 
Britain,  whilst  they  have  also  been  installed  in 
India,  Japan,  and  some  of  the  colonies.  Space 
does  not  permit  the  discussion  of  the  relative 
merits  of  the  two  different  processes  of  filtra- 
tion. They  each  possess  their  advantages  and 
disadvantages  ;  they  can  each  be  made  to  yield 
good  and  bad  results  according  to  the  manner 
in  which  they  are  employed.  The  following 
results  may  serve  as  an  illustration  of  the  very 
high  degree  of  purification  which  can  be  secured 
by  means  of  mechanical  filters,  which,  in  this 
instance,  were  employed  to  further  purify  a 
river  water,  which  was  being  very  imperfectly 
purified  by  some  defective  sand-filters. 


PUEIFICATION 

OF  RiVBK  Water  by  Mechanical  Filthes. 

Number  of  Bacteria  in  1  c.c. 

B.  coli  (typical)  in 

Gelatin  at  20°  C. 

Carbolic 
gelatin 

at  20°  C. 
7  days 

Bile-salt 

agar 

at  37°  C. 

4  days 

100  c.c. 

10  o.c. 

10  CO. 

0*1  C.C. 

2  days 

7  days 

Raw  river  water    . 
Ditto  after  passing  sand  filters 
Ditto    after    further    passing 
mechanical  filters 

3700 
130 

8 

405 
33 

35 
2 

0 

19 

2 

0 

+ 
+ 

0 

+ 

+ 

0 

+ 
0 

0 

+  ' 

0 
0 

Clark's  process  of  softening.  Already  in  1885 
the  writer  showed  that  in  softening  water  with 
lime,  a  very  large  proportion  of  the  bacteria  are 
carried  down  with  the  precipitated  chalk,  but 
that  if  the  latter  is  allowed  to  stand  in  contact 
with  the  softened  water  bacteria  again  piss 
from  the  precipitate  into  the  water.  In  the 
softening  process  this  removal  of  bacteria  may, 
under  favourable  conditions,  amount  to  upwards 
of  90  p.c. 

Recently  the  writer  had  occasion  to  deal 


with  a  chalk  well  water,  which  was  causing 
anxiety  in  consequence  of  its  frequently  con- 
taining B.  coli  in  rather  small  volumes.  The 
most  obvious  and  unobjectionable  method  of 
purification  which  suggested  itself  was  softening 
with  lime,  inasmuch  as  the  water  contained 
plenty  of  calcium  bicarbonate  in  solution.  The 
following  table  shows  the  results  obtained  in  a 
number  of  small  scale  experiments  in  which  this 
water  was  treated  with  lime,  and  sometimes  with 
aluminoferric,  and  in  which  the  softened  water 
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was  sometimes  decanted,  sometimes  filtered 
through  paper  without  disturbing  the  precipi- 
tate   ('clear    filtration'    in    the    table),    and 


sometimes  filtered  after  deliberately  disturbing 
the  precipitate  ('  turbid  filtration '  in  the 
table) : — 


Purification  of  Watbb  by  Lime  akd 

ALUMrSOPBRllIO. 

■ 

Gelatin 

B.  coli  in 

No.  of 

Days 

bacteria 

incubated 

100  c.c. 

50  c.c. 

10  CO. 

1-0  CO. 

O'l  CO. 

per  1  c.c. 

at  20°  C. 

Raw  well  water.         .         .     •    . 

10 
259 

2 

7 

+ 

+ 

+ 

0 

0 

Ditto  after    filtration  through    sterile 

7 

2 

+ 

+ 

+ 

0 

0 

paper 

236 

7 

Ditto -flime  water,  filtered  through  sterile 

0 

2 

+ 

+ 

0 

0 

0 

paper  after  1  hour's  subsidence 

90 

7 

Ditto  4-lime  water  and  aluminoferric. 

0 

2 

+ 

0 

0 

0 

0 

filtered  after  1  hour 

39 

7 

Ditto +lime  water;  clear  filtration  after 

1 

2 

+ 

0 

0 

0 

0 

3  hours .         .         .         .         .    -    . 

74 

7 

Ditto-f  lime  water  and  aluminoferric ; 

1 

2 

+ 

+ 

0 

0 

0 

clear  filtration  after  3  hours      . 

44 

7 

Ditto-f  lime    water ;    turbid    filtration 

0 

2 

+ 

+ 

0 

0 

0 

after  3  hours 

41 

7 

Ditto+lime  water  and  aluminoferric ; 

0 

2 

0 

0 

0 

0 

0 

turbid  filtration  after  3  hours  . 

41 

7 

Ditto-f  lime  water ;  clear  filtration  after 

3 

2 

+ 

-f 

+ 

\  0 

0 

2S  hours         ..... 

96 

6 

Ditto-flimo  water  and  aluminoferric ; 

0 

2 

clear  filtration  after  23  hours    . 

14 

6 

+ 

0 

0 

0 

0 

A  great  many  experiments  were  made  in 
addition  to  those  recorded  above,  but  always 
with  the  same  disappointing  result,  that  not- 
withstanding a  large  percentage  reduction  in 
the  total  number  of  bacteria  taking  place,  it 
was  on'y  in  rare  cases  that  the  B.  coli  was 
banished  from  ZOO  o.c.  of  the  water  by  the  pre- 
cipitation process.  It  must  be  remembered 
that  the  demands  now  commonly  made  on  a 
purification  process  with  regard  to  the  removal 
of  B.  coli  are  much  more  stringent  than  with 
regard  to  the  removal  of  bacteria  in  general. 
Thus,  should  an  untreated  water  contain  1000 
bacteria  per  1  c.c,  if  by  treatment  the  number 


were  reduced  to  50  per  1  c.c,  this  would  represent 
a  purification  of  95  p.c,  and  the  water  would 
be  regarded-  as  quite  satisfactory  from  the  point 
of  view  of  the  total  number  of  bacteria  present. 
But,  if  an  untreated  water  contained  the  B.  coli 
in  0-1  c.c,  and  after  treatment  this  microbe 
were  not  present  in  less  than  10  c.c,  this  would 
signify  a  removal  of  99  p.c  of  the  B.  coli  present 
in  the  original  water.  But  so  high  is  the  standard 
-of  purity  at  present  often  demanded  in  respect 
to  freedom  from  B.  coli,  that  the  water  which 
had  thus  been  purified  to  the  extent  of  99  p.c 
might  still  be  regarded  as  of  a  questionable 
degree  of  purity. 


Ozone  Treatment  or  Water. 


• 

Gelatin 

B.  coli  in 

2  « ' 
o 

n 

u 

•8 

d 

ci 

o 

d 

o 

d 
d 

o 

ci 
o 

d 

o 
o 

d 

d 

g 

Chalk  well-water  . 
+4  p.c.  polluted  canal-water 
Ditto  after  treatment  with  5 
times  its  volume  of  oiionised 
ajr  during  2  hours  ;  cultiva- 
tions made  2  hours  later    . 
Chalk  well-water  . 
+4  p.c.  polluted  canal-water 
Ditto  after  treatment  with  its 
own  volume  of  ozonised  air 
during  24.mintites ;  cultiva- 
tions  made    1   hour  later. 
(The  ozonised  air  contained 
0-23  p.c.  ozone) 

7000 
10,000 

0 

0 
4000 
7000 

0 
3 

2 

7 

2 

7 

2  ■ 
7 

2 

7 

+ 

0 

+ 

0 

+ 

0 

+ 

0 

+ 

0 

+ 

0 

+ 

0 

+ 

■'o 

+ 

0 

+ 

0 

+ 

0 

■    + 

0 

- 

+ 

0 

+ 

0 

?3i  ,         WATER. 

PCRIMCATION  OB  WaTBB  B*  TRBATMENT   WITH  BLBAOHING   PoWDBB. 


Untreated  chalk  well  water 


No.  of  bacteria 

gelatin  at 

20=  C. 


Z  days 


98 
13 
20 
22 
13 
18 

9 
16 

9 
12 
14 
54 
17 
17 


Av.  24 


7  days 


640 
260 
356 
202 
639 
528 
315 
794 
152 
80 
115 
350 
116 
567 


358 


B.  coli  in 


Av.  3 


79 
105 
353 
305 
129 
181 
244 
111 
102 
181 
157 
289 
316 
120 

80 


183 


Ghallc  well  water  after  treatment 
with  bleaching-powder 


TSo.  of  bacteria 

gelatin  at 

20=  C. 


2  days    7  days 


B.  coli  in 


First  series  of  experiments 


17 

83 

+ 

+ 

0 

5 

0' 

0 

0 

33 

0' 

0 

0 

1 

0 

0 

0 

9 

0 

0 

0 

1 

0 

0 

0 

4 

0 

0 

0 

6 

0 

0 

0 

2 

0 

0 

0 

9 

0 

0 

0 

10 

0 

0 

9 

63 

0 

0 

12 

37 

0 

0 

10 

22 

0 

0 

8 

38 

0 

0 

Av.  4 

21 

Second  series  of  experiment^ 


Millions  of  parts  of  water  treated 

per  1  part  of  available  chlorine 

used 


I  part 
1  part 
1  part 
1  part 
1  part 
1  part 
1  part 
1  part 
1  part 
1  part 
1  part 
1  part 
1  part 
Ipart 
Ipart 


chlorine  per 
chlorine  per 
chlorine  per 
chlorine  per 
chlorine  per 
chlorine  per 
chlorine  per 
chlorine  per 
chlorine  per 
chlorine  per 
chlorine  per 
chlorine  per 
chlorine  per 
chlorine  per 
chlorine  per 


1  million 

1  million 

2  million 
2  miUioD 
2  million 
2  million 
2  million 
4  million 
4  million 
4  million 
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'  B.  coli  found  absent  even  in  500  c.c. 


Ozone  treatment.  The  bactericidal  properties 
of  ozone  have  been  long  demonstrated,^  but  it 
is  only  in  quite  recent  years  that  it  has  been  used 
on  a  large  scale  for  the  sterilisation  of  town 
water-supplies.  In  France  the  drinking  waters 
of  the  towns  of  Nice,  Chartres,  and  Cosne  are 
being  subjected  to  ozone  treatment,  whilst  a 
plant  for  the  treatment  of  10  million  gallons  of 
water  will  be  shortly  erected  in  connection  with 
the  Paris  waterworks.     In  Germany  there  are 

'  Ohlmiiller,  Arbeiten  a.  d.  Kaiserl.  Gesundheit- 
samte,  1892,  229 ;  van  Ermengem,  Ann.  de  I'lnst. 
Pasteur,  1895,  673  ;  Ohlmiiller  and  Prall,  loc.  cit.  1902, 
417 ;  Proskauer  and  Schiider,  Zeitsch.  Hygiene  and 
Infectionskrahkheitcn,  41, 227, 243  ;  42,293;  Calmette, 
Ann.  de  I'lnst.  Pasteur,  1899, 13,  344. 


installations  at  Paderbom,  Sohiersteinv  and 
Hermannstadt. 

The  writer  has  recently  made  experiments 
with  ozone  in  connection  with  the  practicability 
of  purifying  the  chalk  well-water  to  which 
reference  has  just  been  made  above.  The 
extraordinary  efiSoacy  of  this  agent  will  be 
apparent  from  the  foregoing  results  obtained  in 
experiments  in  which  the  impurity  of  the  chalk 
well-water  was  enormously  exaggerated  by  the 
addition  of  4  p.c.  of  polluted  canal-water. 

Bleaching-powder  treatment.  The  bacterinidal 
action  of  hypochlorites,  again,  hag  been  long 
known,  ana  oleaching  powder  is  one  of  the 
oldest  and  commonest  of  disinfectants,    f hq 
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nse  of  lypochlotitea  for  the  sterilisation  of 
water-suppUes  was  first  brought  into  prominence 
in  this  country  by  Houston,  who  used  '  Chloros  ' 
which  is  an  electrolysed  solution  of  common 
salt,  for  the  treatment  of  the  Lincoln  water- 
supply  during  the  memorable  epidemic  of  typhoid 
which  occurred  in  that  city  in  1904-5.  * 

The  writer  has  recently  had  occasion  to 
investigate  the  efficiency  of  the  bleaohing-powder 
treatment  on  a  chalk  well-water,  the  experiment 
being  made  with  a  large  experimental  plant. 

From  the  results  given  on  p.  734  it  will  be  seen 
what  a  high  degree  of  purification  is  obtained 
by  this  simple  and  inexpensive  method  of  treat- 
■ment,  even  when  extremely  small  quantities  of 
bleach jng-powder,  are  added  to  the  water. 
Thus  the  only  occasions  on  which  B.  coli  was 
found  even  in  100  o.o.  of  the  treated  water  was 
on  the  first  day  of  each  of  the  two  series  of 
experiments  and  thus  when  the  apparatus  had 
presumably  not  yet  been  completely  washed 
out  with  treated  water.  On  several  occasions 
even  500  o.c.  of  treated  water  was  examined  for 
B.  coli,  and  this  iniorobe  was  on  each  such 
occasion  found  to  be  absent  even  in  that  large 
volume. 

Similar  results  have  been  obtained  by  Sims 
Woodhead,  Thresh,  Hehner,  Rideal,  and  others. 

Treatment  with  uUra-violet  light.  The  known 
bactericidaPaotion  of  the  ultra-violet  rays  has 
been  appUed  by  Victor  Henri  to  the  sterilisation 
of  water  on  a  large  scale.  The  rays  are  suppUed 
by  a  Cooper-Hewitt  mercury  lamp.  The  lamp 
is  worked  with  3  ampferes  at  220  volts,  and  is 
placed  in  the  bend  of  a  semi-circular  trough 
through  which  the  water  is  passed.  At  Marseilles 
the  process  has  been  tried  with  a  plant  yielding 
130,000  gallons  per  24  hours,  and  using  120  watts 
"  per  1000  gallons.  The  crude  water  always  con- 
tained some"  B.  coli,  and  the  total  number  of 
bacteria  varied  between  30  and  300  per  1  o.c, 
whilst,  in  the  treated  water,  B.  coli  was  absent 
and  the  total  number  of  bacteria  was  reduced 
^  to  an  average  of  1  per  1  o.c.  (Modem  Methods 
of  Water  Purification,  Don  and  Chisholm, 
London,  1911).  Seealso  W.  Clemence,  Engineer- 
ing, Jan.  27  and  Feb.  3,  1911. 

Conclusions.  During  the  25  years  that  the 
systematic  bacteriological  examination  of  water 
has  been  practised  an  enormous  amount  of  work 
has  been  carried  out  by  a  large  number  of 
in-vestigators,  but  notwithstanding  the  immense 
multiplication  of  results  it  must  be  admitted 
that  no  -  very  surprising  novelties  have  been 
brought  to  light  since  the  year  1895.  By  then 
all  the  salient  features  in  the  bacteriology  of 
water  had  been  mapped  out,  and  the  past 
15  years  have  more  especially  been  occupied  in 
filling  in  countless  details  and  in  confirming  over 
and  over  again  what  had  already  been  broadly 
established. 

Thus,  already  in  the  earlier  period,  the 
methods  of  bacteriology  had  been  successfully 
applied 'to  a  determination  of  the  value  of  the 
most  varied  processes  of  water  purification 
natural  and  artificial,  filtration,  storage,  pre- 
cipitation, sedimentation,  &o.  It  had  been 
shown  how  such  processes  should,  in  the  interests 
of  public  health,  be  continuously  watched  over 

'  In  that  epidemic  there  were  as  many  deaths  (119) 
from  typhoid  in  six  months  as  had  occurred  from  the 
same  cause  during  the  previous  eighteec  years. 


and  controlled  hy  bacteriological  examinations 
made  at  frequent  intervals.  Again,  the  vitality 
in  water  of  the  principal  bacteria  associated  with 
water-borne  zymotic  disease  had  been  investi- 
gated, and  the  results  then  obtained  were  sub- 
stantially the  same  as  those  which  have  been 
arrived  at  by  the  most  recent  developments  in 
bacteriological  technique.  In  a  word,  these 
most  recent  developments  in  the  methods  of 
bacteriology  have  served  to  confirm  and 
emphasise  the  conclusions  which  had  been 
generally  arrived  at  by  the  less  perfect  niethods 
of  the  earlier  period. 

The  all-important  questions  which  the 
water-examiner  has  to  answer  are  the  same  to- 
day as  they  have  been  all  along  :  (o)  has  the 
water  been  contaminated  with  the  excreta  of 
man  ?  -;  and  (6)  if  such  contamination  has  taken 
place,  has  the  water  in  its  subsequent  history  been 
subjected  to  conditions  which  would  insure  the 
destruction  or  removal  of  the  pathogenic  bacteria 
which  may  at  any  time  be  present  in  such  human 
refuse  ? 

To  the  first  of  these  questions  bacteriology 
cannot  give  a  categorical  answer  even  to-day, 
because  we  are  not  acquainted  with  any  microbes 
which  are  absolutely  characteristic  of  human 
excreta.  The  greatly  increased  facilities  for  the 
detection  and  quantitative  determination  of  the 
B.  coli,  however,  have  undoubtedly  placed  us  in 
a  position  to  readily  ascertain  whether  and  to 
what  extent  a  water  has  been  contaminated 
with  excremental  matter  irrespectively  of 
whether  the  latter  is  of  human  or  animal  origin, 
but  it  is  obvious  that  this  will  not,  in  general, 
carry  us  very  far,  inasmuch  as  practically  all 
surface  water  must  be  more  or  less  so  contami- 
nated. 

To  the  second  question  a  similarly  qualified 
answer,  again,  can  her  readily  given.  If  the 
water  is  free  from  .B.  coli  in  a,  large  volume,  it 
may  safely  be  concluded  that  a  fortiori  it  is  free 
from  the  typhoid  bacillus  in  a  similar  volume. 
But  should  the  B.  coli  be  found  in  a  small  volume, 
it  does  not  follow  that  the  water  may  at  any 
time  be  liable  to  contain  typhoid  bacilli,  because 
the  discovery  of  the  B.  coli  does  not  prove  that 
the  water  has  been  contaminated  by  man  at  all. 

Thus  with  regard  to  both  questions,  it  is 
obvious  that  we  are  in  a  much  stronger  position 
in  the  matter  of  exculpating  than  in  that  of 
incriminating  a  water.  However,  the  inference 
that  a  water  free  from  B.  coli  in  a  large  volume 
is,  therefore,  necessarily  a  safe  one,  requires  a 
slight  qualification  in  view  of  the  remarkable 
and  interesting  revelations  which  have  in  recent 
years  been  made  with  regard  to  what  are  known 
as  'typhoid  carriers.'  Some  of  these  persons 
suffering  from  ambulatory  typhoid  discharge 
typhoid  bacilli  in  the  urine,  and  it  is  thus 
possible  that  water  may  actually  become  con- 
taminated with  typhoid  baoilh  without  at  the 
same  time  receiving  any  B.  coli.  Although  this 
is  not  likely  to  be  of  frequent  occurrence,  still 
its  possibility,  especially  in  \he  case  of  men 
working  in  wells,  filter-beds,  and  service  reser- 
voirs, should  on  no  account  be  disregarded. 

Certainly  one  of  the  most  important  advances 
made  in  bacteriology  during  recent  years  is  the 
careful  characterisation  of  bacteria  by.  means 
of  biochemical  tests,  and  the  isolation  of  par- 
ticular types  of  bacteria  from  such  mixtures  aa 
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are  present  in  water  by  means  of  special  culture- 
media,  liquid  and  solid.  However,  until  bacterio  - 
logists  have  agreed  upon  uniform  tests  for  each 
particular  microbe  it  is  unavoidable  that  there 
should  be  much  confusion  and  that  the  results 
obtained  by  different  observers  should  be 
difficult  to  compare.  Under  these  circumstances 
the  interpretation  of  results  by  the  individual 
observer  is  a  matter  of  the  greatest  importance, 
and  it  is  needless  to  say  that  unless  the  individual 
observer  has  a,  wide  personal  experience  and  a 
thorough  knowledge  of  the  factors  affecting  the 
purity  of  water-supplies  of  different  kinds  his 
interpretation  of  the  results  obtained  will  not 
only  have  little  practical  value  but  may  easily 
lead  to  very  serious  mistakes. 

Thus,  whilst  the  outstanding  achievement 
in  bacteriological  water  examination  during  the 
past  15  years  is  the  systematisation  of  tests  for 
detecting  the  presence  in  w%ter  of  specific 
bacteria,  especially  B.  coli.  Streptococci,  and  the 
spores  of  B.  enteritidis  sporogenes,  the  different 
possible  sources  of  these  bacteria,  and  tlieir  different 
hygienic  significance  according  to  source  render 
any  hard  and  fast  application  of  standards 
based  on  the  presence  of  these  microbes  impossible 
without  liability  to  serious  errors  of  judgment 
being  committed. 

Space  has  not  permitted  reference  in  detail 
to  the  spores  of  B.  enteritidis  sporogenes  ^  as  an 
index  of  faecal  contamination.  The  figures  on 
p.  726  stow  how  much  less  abundant  in  faeces 
are  these  spores  than  is  the .  B.  coli  communis. 
They  do  not,  therefore,  form  such  a  delicate 
test  for  sewage  contamination  as  does  the  B. 
coli,  and  their  final  identification  is  much  less 
certain.  The  water-bacteriologist  should,  how- 
ever, not  neglect  a  search  for  these  spores,  but 
should  regard  the  evidence  which  their  presence 
or  absence  affords  as  supplementary  to  that 
which  is  furnished  by  the  B.  coli  results. 

In  conclusion  a  word  may  be  said  with 
regard  to  the  relative  value  of  the  chemical  and 
bacteriological  examination  of  water.  At  the 
present  time  it  is  often  supposed  that  the 
chemical  has  Ijeen  entirely  superseded  by  the 
bacteriological  examination,  and  that  the  chemi- 
cal analysis  of  drinking  water  can  be  dispensed 
with.  In  reality  the  two  methods  of  examina- 
tion supplement  each  other.  In  those  cases  in 
which  the  source  and  general  characters  of  a 
water  supply  are  well  known,  the  variations  in 
purity  from  day  to  day  or  from  week  to  week  can 
undoubtedly  be  more  satisfactorily  watched  by 
means  of  bacteriological  examination.  On  the 
other  hand,  it  is  often  desired  by  means  of  a 
single  examination  to  ascertain  the  fitness  or 
otherwise  of  a  water  for  domestic  use,  and  in 
such  cases  the  omission  of  a,  chemical  analysis 
may  lead  to  an  entirely  erroneous  opinion  being 
formed.  The  ingredients  detected  by  chemicEU 
analysis — organic  matter,  ammonia,  nitrates, 
chlorides,  &c. — on  which  an  opinion  as  to 
hygienic  quality  is  based,  are  all  much  more 
permanent  and  uniform  features  in  the  com- 
position of  the  water  than  are  the  amount  and" 
the  nature  of  the  bacterial  life  which  it  may 
contain.     The  chemical  analysis  will,  therefore, 

'  Klein,  Local  Government  Board;  Medical  Officer's 
Beports,  1897-8,  1898-9, 1901-2  ;  Klein  and  Houston, 
ihid.  1899-1900 ;  Hewlett,  Trans.  Jenner  Institute, 
Beries  II,  70;   Journ.  State  Medicine,  1904,  12,  JOS. 


if  skUfully  interpreted,  enable  a  much  better 
idea  of  the  potability  of  the  water  to  bo 
obtained  than  would  be  possible  from  a  single' 
bacteriological  examination. 

There  are  so  many  factors  and  considerations 
which  have  to  be  taken  into  account  if  an  opinion 
of  any  real  value  as  to  the  hygienic  quality  of 
water  is  to  be  formed,  that  no  knowledge  or 
information  which  can  be  gained  either  by 
chemical,  or  by  bacteriological  examination,  or 
by  inspection  of  source,  or  by  any  other  available 
means  whatsoever  should  be  neglected. 

P.  F.  F. 

WATER-GAS  v.  Gas,  vfateb. 

WATER  GLASS.    Soluble  glass  v.  Glass. 

WATER-OF-AYR  STONE  a.  Whetstone. 

WATERS,  AERATED  v.  Aerated  waters. 

WATER  STONES  v.  Agate. 

WAVELLITE.  A  mineral  consisting  of  hydr- 
ous aluminium  phosphate  3Al203'2P20g,12H20, 
forming  globular  or  stalactitic  masses  with  an 
internal  radiating  structure.  The  colour  is 
white,  yellowish,  or  green ;  sp.gr.  2-32.  The 
mineral  usually  occurs  on  the  joint  faces  of 
slaty  rock,  and  was  first  observed  in  the  eighteenth 
century  by  Dr.  W.  Wavell  in  the  slates  at 
Filleigh  near  Barnstaple  in  Devonshire.  Good 
specimens  have  also  been  found  in  Co.  Cork. 
In  larger  amounts  it  occurs  in .  Arkansas  and 
Pennsylvania.  At  South  Mountain  in  Pennsyl- 
vania it  has  beeq  mined  as  a  source  of  phosphorus, 
used  locally  for  making  matches.        L.  J.  S. 

WAX  VARNISH  v.  Varkish. 

WAXES,  ANIMAL  AND  VEGETABLE.  These 
waxes  are  a  group  of  substances  resembling 
beeswax  in  their  physical  properties,  and  are 
mixtures  of  compounds  composed  of  the  elements 
carbon,  hydrogen,  and  oxygen.  Waxes  of 
mineral  origin  such  as  paraffin  wax,  ozokerite, 
ceresin,  and  montan  wax  are  described  elsewhere. 
The  chief  proximate  constituents  of  the  waxes 
are :  (1)  esters  of  fatty  acids  with  alcohols 
containing  a  high  number  of  carbon  atoms  ;  (2) 
esters  of  fatty  acids  with  glycerol,  thus  palmitin 
and  myristin  seem  to  impart  wax-Uko  properties 
to  some  of  the  substances  containing  lihem  ;  (3) 
free  fatty  acids ;  (4)  free  alcohols  containing  a 
large  number  of  carbon  atoms  ;  (5)  hydrocarbons. 
The  formulae  assigned  to  the  compounds  with 
large  molecules  must  be  regarded  as  somewhat 
uncertain  and  may  be  alt»<ed  by  further  investi- 
gations. Physically  the  waxes  come  in  the  series ;. 
(1)  fixed  oils ;  (2)  soft  fats  ;  (3)  tallow-like  sub- 
stances and  solid  fats ;  (4)  waxes ;  and  (5) 
resins.  An  explanation  of  the  terms  saponifica- 
tion value,  iodine  value,  and  acid  value  will  be 
found  in  the  article  on  Oils,  fixed,  aud  fats. 
Many  of  the  waxes  are  difficult  to  saponify, 
and  require  special  treatment  to  effect  this. 
Descriptions  of  the  more  important  and  better- 
known  waxes  are  given  below.  Eeferences ; 
Sohaedler,  Technologie  der  Fette  und  Oele; 
Benedikt-Ulzer,  Ana^se  der  Fette  und  Wachs- 
arten ;  Lewkowitsoh,  Chemical  Technology 
and  Analysis  of  Oils,  Fats,  and  Waxes ;  Allen, 
Commercial  Organic  Analysis,  vol.  ii..  Fixed 
Oils,  Fats,  and  Waxes ;  Cowan,  Waxcraft. 

Ar  jun  wax  ( White  insect  wax  of  India).  About 
the  year  1786  a  wax  produced  by  an  insect  was 
noticed  in  Madras,  and  it  was  thought  that  it 
might  resemble  the  insect  wax  of  China,  but  it 
appears  to  be  different.     The  insect  has  been 
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named  Coccus  etrifirus,  and  also  Ceroplastes 
eeriferus ;  it  is  found  on  the  twigs  of  Terminalia 
Arjuna  (Wright  and  Am.)  and  several  other  trees ; 
it  is  not,  however,  at  all  abundant.  The  wax 
occurs  on  the  t\rigs  in  small  mounds  of  a  dull  bufi 
colour;  its  m.p.  is  given  as  from  65°  to  63°, 
and  its  sp.gr.  as  1-04  at  29°.  It  is  moderately 
hard  and  brittle,  and  has  a  s.omewhat  pleasant 
smell.  It  is  partially  soluble  in  cold  alcohol, 
and  almost  completely  soluble  in  boiling  alcohol ; 
it  dissolves  freely,  but  not  entirely  in  benzene 
and  in  ether ;  it  is  only  sparingly  soluble  in  oil 
of  turpentine  and  in  carbon  disulphide.  In 
composition  it  corresponds  to  the  formula 
CijH,,0  (Pearson,  Phil.  Trans.  1794,  84,  383; 
Indian  Museum  Notes,  1891,  2,  91). 

Balanophore  wax  is  derived  from  the  paren- 
chymatous cells  of  Langsdorffia  hypogma  (Mart.), 
a  native  of  Brazil,  and  of  Balanophora  species 
(a  native  of  Java  and  the  neighbouring  islands) ; 
which  are  parasitic  plants  some  5  or  6  cm.  long, 
growing  on  the  roots  of  other  plants.  These 
plants  are  so  rich  in  wax  that  they  can  be  set 
on  6re  and  bum  with  a  luminous  flame,  and 
torches  can  be  made  by  coating  wooden  sticks 
with  the  plant  made  into  a  paste. 

By  boiling  the  plant  the  wax  is  procured  as 
a  greyish  and  yellowish  mass.  Ether  .extracts  it 
from  the  plant,  and  as  thus  obtained  it  has  the 
colour  and  consistence  of  natural  beeswax ;  it 
melts  at  about  100°,  has  a  sp.gr.  of  0-995 
at  15°,  and  is  easily  soluble  in  ether,  and  only 
very  sparingly  soluble  in  alcohol.  The  wax  has 
the  property  of  dissolving  in  cold  sulphuric  acid 
and  being  repreoipitated  by  water.  It  is  a 
resinous  ^raz,  and  also  contains  a  glyceride 
(Sohaedler). 

Beeswax  is  produced  by  the  common  bee 
Apis  mellifica,  and  also  by  some  aUjed  species  ; 
it  is  not  collected  from  the  flowers  by  the  bee, 
but  is  the  secretion  of  certain  organs  situated 
on  the  underside  of  the  abdomen  of  the  ueuter 
or  working  bees,  and  is  used  by  them  in  forming 
the  cells  of  the  honeycomb.  They  are  said  to 
consume  about  10  lbs.  of  honey  in  order  io 
secrete  1  lb.  of  wax.  The  honey  is  allowed  to 
run  out  from  the  comb,  which  is  then  pressed 
to  separate  as  much  honey  as  possible;  The 
adhering  honey  and  other  impurities  are  next 
removed  by  melting  the  mass  in  hot  water ; 
the  tteltcd  wax  floats  on  the  surface,  and  is 
strained  to  remove  dead  bees  and  brood.  The 
residue  is  put  in  layers  with  straw,  and  is  pressed 
to  obtain  more  wax,  the  straw  acting  as  a  filter  ; 
this  product  is  known  as  '  press  wax.  The  mass 
then  remaining  is  sometimes  extracted  with 
benzene  to  obtain  still  more  wax,  the  product 
being  '  extraction  wax.'  The  '  extraction  wax  ' 
is  apt  to  be  impure  from  the  use  of  artificial 
comb,  and  also  from  substances  being  extracted 
from  the  dead  bees  and  straw ;  further,  wax 
compositions  and  adulterated  beeswax  are  also 
sold  under  the  name  of  '  extraction  wax ' 
(Hirschel,  Chem.  Zeit.  1904,  28,  212).  A 
common  practice  is  to  pare  off  the  capping,  of 
the  honey  cells  and  then  place  the  comb  -in  a 
centrifugal  machine,  which  removes  the  honey 
and  leaves  the  comb  undamaged,  so  that  it  can 
be  replaced  in  the  hive  to  be  refilled  by  the 
bees,  and  thiis  save  the  honey  that  they  would 
aee  to  produce  fresh  wax.  In  this  system  the 
oappine  only  is  melted  down  for  wajc,    , 


Beeswax  is  yellow  in  colour  and  varies  in 
tint,  according  to  the  materials  employed  by 
the  bees  and  the  care  taken  in  its  preparation ; 
sometimes  it  is  brownish,  reddish,  or  greenish. 
It  has  a  pleasant  honey-like  smell,  which  is 
made  more  apparent  by  warmth.  When  cold 
it  is  brittle;  at  ordinary  temperatures  it  is 
tenacious;  its  fracture  is  dry  and  granular. 
The  sp.gr.  at  15°  is  from  0-958  to  0-976, 
that  of  jnelted  wax  at  98°-99°  compared  with 
water  at  15-6°  is  0-822.  It  softens  when  held 
in  the  hand,  and  melts  at  62°-66° ;  it  solidifies 
at  60-5°-63°.  The  chief  components  of  bees- 
wax are  myricyl  palmitate  (C3(|H,i)Ci,H3i02, 
free  cerotio  acid  CjjHjjOj,  and  hydrocarbons 
(Schwalb,  Annalen,  1886,  235,  106).  It  is  in- 
soluble  in  water,  cold  alcohol  dissolves  very 
little,  boiling  alcohol  dissolves  a  good  deal, 
leaving  an  undissolved  residue  from  which, 
however,  something  is  dissolved  every  time  the 
treatment  with  boiling  alcohol  is  repeated. 
The  soluble  portion  was  called  cerin,  and  the 
less  soluble  residue  myricin  by  J.  F.  John  (Chern. 
Tabellen  dcrPflanz.  1814,  42) ;  he  first  separated 
the  wax  of  Myrica  cordifoUa  (Berg.),  from  Cape 
Colony,  into  a  soluble  and  an  insoluble  portion, 
and  then  separated  beeswax  in  the  same  way, 
and  gave  the  products  these  names.  The  cerin 
and  myricin  from  beeswax  and  from  M,  cordi- 
foUa, however,  must  not  now  be  regarded  as 
identical ;  the  latter  wax  Seems  not  to  have  been 
examined  recently  and  probably  Would  be  found 
to  resemble  myrtle  wax  in  its  composition. 
Brodie  (Phil.  Trans.  1848,  147;  1849,  91) 
found  a  new  acid  free  in  the  soluble  part  of  bees- 
wax, and  named  it  cerotic  acid ;  and  in  the  myricin 
or  insoluble  part  he  found  an  ester  of  palmitic 
acid  with  a  wax  alcohol,  which  he  called  melissin 
(now  called  myricyl  or  melissyl  alcohol).  The 
dissolved  substances  are  deposited  when  the 
alcohol  cools.  Beeswax  is  said  to  dissolve  in 
about  300  parts  of  boiling  alcohol,- leaving  only 
a  small  amount  of  yeUowish-brown  residue. 
Warm  ether  dissolves  it  readily,  part  being 
deposited  on  cooling.  Buchner  (Chem.  Zeit. 
1907,  31,  570)  allowed  beeswax  to  soak  in  ether 
at  the  ordinary  temperature  for  some  time, 
filtered  the  resulting  homogeneous  paste,  and 
washed  it  with  ether ;  after  getting  rid  of  the 
ether  he  obtained  from  the  filtrate  30  p.c.  of  a 
fairly  soft,  deep  yellow  mass,  and  from  the 
insoluble  residue  70  p.c.  of  a  bright  brownish 
wax,  considerably  harder  than  the  original  wax. 
The  soluble  portion  had  an  acid  value  of  40, 
and  a  saponification  value  of  83-8,  whilst  the 
insoluble  portion  had  an  acid  value  of  11-6,  and 
a  saponification  value  of  99-1 ;  thus  the  cerotio 
acid  and  colouring  matter  dissolve  in  cold  ether 
in  higher  proportion  than  the  myricyl  palmitate. 

Other  solvents  are  fixed  oUs,  carbon  disul- 
phide, chloroform,  and  oil  of  turpentine.  Cerotio 
acid  is  soluble  in  hot  alcohol,  but  separates 
almost  completely  on  cooling ;  it?  presence  in 
beeswax  probably  increases  the  solubility  of  the 
myricin.  Beeswax  contains  about  12-16  p.c. 
of  free  cerotio  acid,  but  this  probably  includes 
some  other  acids.  From  11  to  17-5  p.c.  of 
hydrocarbons  have  been  found  in  genuine 
samples  of  beeswax.  Indian  Ghedda  wax  con- 
tains less,  only  8-6  p.c.  having  been  found 
(Buchner,  Chem.  Zeit.  1905,  29,  79).  Arti- 
ticial  comb  containing   added  parafljn    wax  is 
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Bometimea '  used  ib  the  hives,  and  then  the 
percentage  of  hydrocarbons  in  the  wax  is 
increased.  Minor  constituents  and  colouring 
matter  are  also  present;  the  latter  remains 
dissolved  when  the  hot  alcoholic  solution  cools. 
Berg.  (Chem.  Zeit.  1908,  32,  777)  found  at  least. 
0'6  p.o.  of  cholesterol  esters  and  probably  con- 
siderably more,  which  are  hard  to  saponify  and 
have  high  saponification  values;  he  separated 
also  small  quantities  of  various  acids,  one  of 
them  having  the  specific  odour  of  beeswax. 
The  acid  value  of  yellow  beeswax  is  from  17  to 
23;  the  saponification  value  is  from  88  to  107  ; 
and  the  iodine  value  is  from  6  to  14,  thus  show- 
ing the  presence  of  unsaturated  compounds. 
Some  varieties  of  beeswax  vary  in  composition 
even  more  than  appears  above,  especially  those 
from  China  and  India,  the  latter  including  that 
known  as  Ghedda  wax  (Buchner,  Chem.  Zeit. 
1901,  25,  21,  39  ;  1905,  29,  33;  1906,  30,  528; 
Buchner  and  Fischer,  Zeitsch.  off.  Chem.  1913, 
19,  147).  Ghedda  or  East  Indian  wax  has  been 
exAnined  by  Lipp  and  Kuhn  (J.  pr.  Chem. 
1912,  86,  184),  who  found  that  it  contains  only 
one  alcoholic  radicle,  namely  ceryl,  present 
chiefly  as  ester,  thus  differing  from  ordinary 
beeswax,  which  contains  chiefly  myrioyl  ester 
with  only  a  little  oeryl  ester;  the  ester  acids 
also  differ  from  those  of  ordinary  beeswax,  but 
the  hydrocarbons  are  the  same,  namely  CjjHj, 
and  CrtHjj. 

Indian  beeswax  is  derived  from  three 
species  of  bees :  Apis  doraata,  A.  indica, 
and  A.  florea,  but  chiefly  from  A.  dorsata 
{A.  meUifica  does  not  occur  there  except  as  an 
importation).  The  wax  from  the  combs  of 
these  three  species  is  substantially  of  the  same 
composition.  It  differs  from  European  beeswax 
in  having-  a  lower  acid  value.;  in  the  case  of 
34  specimens  from  these  3  species  the  acid 
value  ranged  from  4-4  to  10-2,  viith  an  average 
of  about  7,  the  saponification  value  from  75-6  to 
130-5,  and  the  EKbl  iodine  value  from  4-8  to 
11-4.  Some  Indian  waxes  of  unknown  origin 
gave  higher  acid  values,  and  other  values  outside 
these  limits.  Turmeric  is  used  to  give  a.goIden- 
yeHow  colour  to  the  wax.  Another  kind  of 
beeswax  is  produced  in  India  from  a  small 
stingless  bee  known  as  the  dammar  bee,  Melipona 
or  Trigona  species ;  this  wax  is  of  a  blackish 
colour,  and  sticky  consistency.  In  8  specimens 
the  acid  value  ranged  from  16-1  to  22-9,  the 
saponification  value  from  73-7  to  160,  the  iodine 
value  from  30-2  to  49-6,  and  the  m.p.  from  66° 
to  76°  (Hooper,  Agricultural  Ledger,  1904, 1 1, 73). 

A  wax  called  Andaquies  wax  is  collected  by 
the  Indians  in  Colombia,  especially  by  the 
Tamas  tribe,  which  lives  near  the  Rio  Caqueta. 
It  is  probably  the  product  of  small  Mdipona 
•bees.  A  sample  was  examined  by  Lewy  (Ann. 
Ghim.  Phys.  1845,  [iii.]  13,  453) ;  after  purifying 
it  by  treatment  with  boiling  water  he  found 
that  its  m.p.  was  77°,  its  sp.gr.  at  0°  wag  0-917, 
and  that  it  contained  81-66  p.c.  of  carbon  and 
13-55  p.c.  of  hydrogen.  It  is  used  locally  for 
making  candles  for  religious  worship. 

•White  '■  beeswax.  Yellow  beeswax  is  not 
adapted  to  candle-making,  as  candles  made 
from  it  bum  badly  and  with  a  smoky  flame. 
It  is  J)urified  by  repeatedly  re-melting  in  hot 
water  until  it  is  no  longer  grey,  and  any  remaining 
h«mey  is  Temoved.      In   doing    this   the  grey 


underlayer  is  cut  off,  and  re-melted  with  th# 
raw  wax.  Dilute  sulphuric  acid  is  sometimes 
added  to  the  water  to  diminish  the  tendency  ot 
the  wax  and  water  to  form  an  emulsion. 

The  next  step  is  to  destroy  the  yellow  colour-' 
ing  matter.  Chlorine  and  many  other  bleach- 
ing agents  attack  the  wax  and  make  it  more 
brittle  and  friable,  and  thus  cause  it  to  lose  its 
softness,  and  tallow  has  to  be  added  to  restore 
it.  Chlorine  further  forms  chloro  substitution 
products  with  the  wax,  and  hydrogen  chloride 
is  liberated  when  the  candle  is  burnt. 

The  best  method  of '  bleaching  is  to  reduce 
the  wax  to  thin  strips  or  shavings  so  as  to  in- 
crease the  surface  as  much  as  possible,  and  to 
expose  it  to  moisture  and  sunlight.  The  melted 
wax  is  poured  from  a  ladle  into  a  square  box 
of  metal  plate,  in  the  bottom  of  which  are 
several  narrow  slits.  These  slits  are  directly 
over  a  horizontal  wooden  roller  revolving  in  a 
vessel  filled  with  water  which  covers  hsSf  the 
roller.  The  wax  escapes  from  the  slits  in  bands, 
which  pass  over  the  revolving  roller  and  solidify 
in  the  water  in  the  form  of  thin  ribbons. 

Another  plan  is  to  melt  the  wax  in  a  rotating 
vessel  of  tinned  copper  provided  with  taps  ;  from' 
these  the  wax  falls  in  drops  or  streams  into  ice- 
cold  water.  The  grains  or  threads  expose  more 
surface,  and  the  bleaching  takes  at  least  one- 
third  less  time,  than  when  ribbons  are  used. 

These  ribbons,  threads,  or  grains  are  removed 
from  the  water  and  spread  on  linen  stretched 
over  square  wooden  frames,  and  then  exposed  to 
the  sun.  Every  day  they  are  once  or  oftener 
sprinkled  with  water  to  keep- them  moist,  and' 
they  are  frequently  turned- over  to  «xpose^ fresh 
layers  to  the  sun.  After  a  longer' or  shorter 
period,  depending  on  the  intensity  of  the  sun- 
shine and  the  temperature,  the  bleaching  is 
complete. 

The  wax  is  then  once  more  melted  in  hot 
water,  strained,  and  allowed  to  solidify  in  suitable 
shapes.  The  inner  portion  of  the  ribbon  bleaches 
much  more  slowly  than  the  outer  surface,  and 
the  bleaching  occupies  20-35  days  or  more. 
To  accelerate  the  bleaching  the  partially 
bleached  wax  is  re-melted  and  again  made  into 
ribbons  so  that  new  surfaces  are  exposed ;  this 
causes  loss  of  from  2  to  10  p.c.  Thread  and 
granular  wax  rarely  require  re-melting.  Wax 
from  different  sources  bleaches  with  varying 
facility,  and  some  cannot  be  bleached,  so  it  is 
well'first  to  try  a  sample  on  a  small  scale. 

Since  the  sun-bleaching  is  probably  due  to 
the  formation  and  action  of  either  ozone  or 
hydrogen  peroxide,  the  action  can  be  aided  by 
melting  together  from  1  to  IJ  parts  of  rectified 
oil  of  turpentine,  free  from  resin,  with  8  parts  of 
yellow  wax,  and  then  making  into  ribbons,  and 
proceeding  aa  above ;  this  reduces  the  time 
some  6  or  8  days,  at  the  end  of  which  the  smell 
of  turpentine  will  have  disappeared..  Sometimes 
a  few  per  cent,  of  tallow  are  added  to  the  wax 
to  hasten  the  bleaching. 

Wax  bleachers  frequently  make  additions  to 
the  wax — such  as  argol,  alum,  white  arsenic — 
which,  however,  seem  to  have  no  great  value. 
They  are  removed  on  re-melting  the  wax  with 
water;  or  else  additions  of  tdlow,  vegetable 
waxes,  stearic  acid,  &c.,  are  made  to  increase 
the  whiteness  of  the  wax  after  bleaching. 

Wax  in  threads  and  grains  can  be  bleached 
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by  immersion  in  hydrogen  peroxide,  and  also  by_ 
treatment  with  Eodium  hypochlorite,  or  dUute' 
ohromio  acid  or  a  mixture  of  potassium  diohro- 
mate  and  sulphuric  acid,  but  the  products  are 
not  suitable  for  some  purposes.  Animal  char- 
coal can  abo  be  used  to  decolorise  it. 

White  wax  is  comparatively  hard  and 
brittle,  -with  a  splintery  fracture,  translucent  at 
the  edges ;  its  solubility  in  the  various  media,  its 
proximate  and  ultimate  composition,  are  nearly 
the  same  as  those  of  yellow  wax,  but  the  physical 
properties  and  chemical  values  are  somewhat 
altered  by  the  process  of  bleaching. 

Beeswax,  both  white  and  yellow,  is  liable  to 
adulteration.  The  substances  used  are  :  water ; 
powders  such  as  yellow  ochre,  clay,  brickdust, 
kaolin,  gypsum,  barium  sulphate,  litharge, 
sulphur,  pea  flour,  starch  and  flour  (but  small 
quantities  of  starch  and  flour  may  occur  in 
genuine  wax  that  has  been  rolled  or  pressed, 
as  the  rollers  or  presses  are  dusted  with,  flour  to 
prevent  the  wax  from  sticking) ;  carbon  com- 
pounds such  as  tallow,  wool  fat,  spermaceti, 
insect  wax,  stearin,  stearic  acid,  resin,  paraffin 
wax,  ceresin,  ozokerite,  and  various  plant 
waxes.  Methods  of  examining  wax  for  adulte- 
rants will  be  found  in  :  Lewkowitsoh's  CJhemical 
Technology  and  Analysis  of  Oils,  Fats  and 
Waxes,  1909 ;  Allen's  Commercial  Organic 
Analysis,  vol.  ii.  1910  ;  Foods  and  Food  Adulte- 
rants, U.S.  Dept.  Agric,  Chem.  Div.,  Bulletin 
No.  13,  pt.  vi.  1892;  (this  contains  a  very,  full 
bibh'ography,  which  is  abstracted  in  J.  Soc.  Chem. 
Ind.  1892,  11,  756) ;  and  in  various  original 
papers. 

Candelilla  wax  is  obtained  from  plants  grow- 
ing in  great  quantities  in  northern  Mexico  and 
the  southern  parts  of  the  United  .States ;  atten- 
tion was  called  to  the  wax  on  these  plants  by 
Sandera  in  1905.  The  analytical  results  pub- 
lished about  it  vary  widely,  and  samples  of  wax 
called  by  this  name  possibly  come  from  different 
plants,  and  may  also  vary  with  the  age  of  the 
plants  and  the  time  of  year  at  which  they  were 
gathered;  the  mode  of  preparation,  and  the 
presence  of  water  in  the  wax  may  also  account 
for  some  variations.  Euphorbia  cerif era  {A\oocei), 
E.  antisyphilitica  (Ziioo.),  and  Pedilanthus  Pa- 
vonis  (Boiss.)  have  been  given  as  the  plants 
from  which  the  wax  was  obtained. 

The  wax  occurs  as  an  excretion  covering  all 
parts  of  the  plant  except  the  roots ;  it  can  be 
obtained  by  boiling  the  plant  with  water  and 
skimming  off  the  layer  of  melted  wax;  the 
pieces  of  plant  must  be  kept  from  rising  by 
wrapping  them  in  wire  cloth  or  by  tying  them 
in  bundles  and  weighting  these  down.  Another 
plan  is  to  subject  them  to  live,  steam,  which 
melts  off  the  wax,  which  can  be  easily  separated 
from  the  condensed  water.  It  can  be  purified 
by  re-melting  and  straining  or  filtering  through 
animal  charcoal  in  steam-jaeketed  iron  filters. 
The  yield  is  from  2J  to  5  p.c.  of  the  dry  plant. 
The  wax  varies  in  colour  from  light  greenish- 
yellow  to  almost  chocolate-black ;  it  can  be 
bleached  sufficiently  to  compare  with  camaiiba 
wax.  It  is  harder  and  more  brittle  than  bees- 
wax, hut  not  so  hard  nor  so  brittle  as  camauba 
wax ;  at  first  sight  it  appears  more  hke  a  resin 
than  a  wax. 

The  following  are  some  of  the  analjrtical 
wlucs      recorded :.      m.p.      ()6''-80° ;       sp.gr. 


0-9820-0-9856  »t  ISVIS' ;  refractive  index  at 
85°  1-4545-1-4626 ;  acid  value  12-4-19-0 ; 
saponification  value  35'0-86'5  ;  Beichert-Meissl 
value  0-53-7-69;  iodine  value  14-0-2P-4 ; 
unsaponifiable  matter  76-7-77'3  p.c. ;  hydro- 
carbons 42'5-59-7  p.c.  Hydrocarbons  with 
formulae  near  to  that  of  hentriacontane  C]iHg« 
seem  to  be  present.  The  winter  wax  is  thought 
to  have  the  highest  melting-point,  density, 
adidity,  and  proportion  of  hydrocarbons. 
Sanders  (Chem.  Soc.  Proc.  1911,  27,  250) 
states  that  a  sample  of  the  Wax  prepared  in 
January  from  plants  collected  in  Coahuila  was 
greenish-white,  and  contained  a  considerable 
proportion  of  water.  When  freed  from  this 
it  was  dark  brown,  and  gave  the  following 
values  :  m.p.  67-5°  ;  sp.gr.  0-9850  ;  acid  vahie 
14-39  ;  saponification  value  46-76 ;  iodine  value 
(Hubl)  16-60;  unsaponifiable  matter  77-00 
p.c. ;  and  hydrocarbons  48-60  p.c.  He  states 
that  it  contained  hentriacontane  and  myricyl 
alcohol.  Olsson-Seffer  (Imp.  Inst.  Bull,  1909, 
7,  411)  and  other  analysts  give  some  values 
which  do  not  fall  within  the  limits  mentioned 
above. 

The  wax  is  soluble  in  oil  of  turpentine, 
chloroform,  ether,  benzene,  carbon  disulphide, 
and  acetone  when  hot ;  it  dissolves  partially 
in  boiling  alcohol,  but  the  greater  part  separates 
on  cooling.  A  mixture  of  3  parts  of  absolute 
alcohol  and  2  parts  of  90  p.c.  benzene  was 
found  to  be  an  excellent  solvent  for  it  when  hot. 
It  can  be  used  for  luaking  varnishes,  insulating 
materials,  shoe  polishes,  floor  polishes,  dental 
moulding  compositions,  sealing  wax,  lithographic 
inks,  waterproof  papers,  lacquers  for  metals, 
and  also  to  raise  the  melting-point  of  cheaper 
waxes  for  the  manufacture  of  candles  and 
matches.  Several  factories  are  engaged  in 
preparing  it  in  Mexico,  and  it  is.  coming  into 
European  commerce.  Further  references  are  : 
Sanders,  Anal.  Inst.  Med.  Nao.  Mexico,  1905, 
7,  498  ;  La  Candelilla,  pubd.  by  Instituto  Medico 
Nacional,  Mexico,  1910 ;  Hare  and  Bjerregaard, 
J.  Ind.  and  Engin.  Chem.  1910,  2,  203 ;  Fraps 
and  Bather,  ibid.  464 ;  Niederstadt,  Analyst, 
1911,  36,  598;  and  Chem.  Zeit.  1911,  35,  1190; 
Imp.  Inst.  Bull.  1912,  10,  128. 

Cape  berry  wax.  Samples  of  this  wax  have 
been  shown  at  exhibitions  in  London,  and  it  is 
capable  of  being  collected  in  quantities  in  Cape 
Colony,  but  it  has  not  yet  come  into  any  exten- 
sive use.  It  is  probably  derived  from  one  of 
the  species  of  Myrica  growing  in  South  Africa, 
which  include  Jl/.  quercifoUa  (Linn.),  M.cordi- 
folia  (Linn.),  and  M,  serrata  (Lam.) ;  it  is 
similar  to  myrtle  berry  wax  in  its  general 
characters  and  in  its  physical  and  chemical 
properties,  which  were  found  to  be :  sp.gr. 
0-874  at  99° ;  m.p.  40-5° ;  m.p.  of  the  fatty 
acids  47-5° ;  mean  molecular  weight  of  the 
fatty  acids  236-1 ;  acid  value  4-1 ;  saponifi- 
cation value  211-1  ;  iodine  value  1-1.  It 
yields  a  hard  white  soap,  but  docs  not  seem  to 
be  siiitable  for  candle  making  ,(Imp.  Inst.  Bull. 
1906, '  4,  300).  The  results  of  another  ex- 
amination are :  sp.gr.  0-9893 ;  m.p.  49° ; 
refractive  index  at  80*  1-4364  ;  acid  value  2-5  ; 
saponification  value  212-3 ;  iodine  value  2-03  ; 
unsaponifiable  matter  2-51  p.c. ;  fatty  acid* 
89-7  p.c. ;  m.p.  of  mixed>  fatty  acids  48-5°  ? 
solidifying-point  of  these  46-6° ;  mean  moleculae 
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weight  of  these  241'4 ;  it  was  described  as 
South  African  berry  wax,  and  was  pale  greenish- 
grey  with  a  granular  fracture ;  when  melted  it 
formed  a  greenish-brown  muddy  liquid,  and  it 
was  filtered  before  examination  (Cocking, 
Chem.  and  Drug.  1908,  73,  74). 

Carnaiiba  or  carnahuba  wax  is  derived  from 
the  camauba  palm,  Copemicia  cerifera  (Mart.) 
(Corypha  cerifera,  Linn.),  which  grows  in  Brazil, 
especially  in  the  provinces  of  Ceara,  Rio  Grande 
do  Norte,  and  Kauhy.  The  trunk  is  25-35  ft. 
high  with  a  crown  of  leaves  at  the  top.  The 
young  leaves  of  about  3  ft.  long  have  a  coating 
of  wax  on  both  the  upper  and  under  sides,  which 
appears  homogeneous  to  the  naked  eye.  The 
wax  layer  is  thicker  on  the  upper  side,  and 
comes  off  in  scales  ;  ofi  the  lower  side  it  is  thinner 
and  more  adherent.  The  harvesting  extends 
over  the  six  dry  months  of  the  year,  and  the 
leaves  are  cut  twice  a  month,  about  eight  leaves 
being  cut  from  a  palm  at  a  time,  those  leaves 
that  have  reached  a  certain  stage  of  develop- 
ment being  taken,  leaving  the  very  young 
leaves  to  develop  later.  If  the  leaves  are 
allowed  to  become  too  old  the  wax  is  easily 
detached,  and  is  lost  before  the  leaves  are  brought 
to  the  ground.  The  leaves  are  spread  out  to 
dry,  and  are  then  slit  up  with  a  knife  and 
beaten  over  a  cloth  to  detach  the  wax,  which 
comes  off  in  scales  or  as  a  greyish-white  powder. 
A  little  water  is  added  to  the  powder,  and  it 
is  melted  and  poured  into  moulds,  in  which  it 
solidifies  in  cakes  of  about  2  kilos.  About  850 
leaves  give  16  kilos,  of  wax;  about  1-8  kilos, 
of  wax,  valued  at  Is.  6d.,  are  obtained  from  one 
palm.  On  poor  land  1200  leaves,  and  on  good 
land  only  500  leaves  are  required  to  give  the 
16  kilos.  In  some  estimates,  however,  the 
yields  are  not  so  good  as  these. 

In  the  year  1908  the  exports  of  carnaiiba 
wax  from  Brazil  amounted  to  2,592,027  kilos., 
with  a  value  including  cost,  insurance,  and 
freight  of  £242,243  ;  in  1907  the  exports  were 
2,778i801  kilos,  with  a  value  of  £418,600. 

Raw  camauba  wax  is  of  a  dirty  yellowish  or 
greenish  colour,  amorphous,  hard,  brittle,  and 
easy  to  powder.  In  its  outward  appearance  it- 
is  compact,  but  penetrated  with  very  many  air 
spaces ;  it  is  tasteless,  and  smells,  when  fresh, 
somewhat  like  fresh  hay — i.e.  of  coumarin ; 
later  it  becomes  inodorous.  It  is  purified  by 
remelting,  and  has  then  a  greenish-yellow  or 
straw-yellow  colour.  The  m.p.  is  variously 
given  as  from  83°-86°,  and  an  old  specimen 
melted  at  90°-91°.  In  preparing  bleached 
carnaiiba  wax,  a  certain  amount  of  paraffin  wax 
is  added,  such  wax  consequently  has  a  lower 
meltine-point.  The  wax,  especially  wTien  fresh, 
on  melting  diffuses  a  slight  odour,  which  is 
not  unpleasant ;  on  distillation  it  gives  a 
paraffin-like  product.  The  sp.gr.  is  0-990-0-999 
at  15°.  The  acid  value  is  from  0-3  to  8-0 ; 
saponification  value  78-8S'3 ;  and  iodine  value 
7-13-5. 

The  composition  has  been  very  fully  examined 
by  StUrcke  (Annalen,  1884,  223,  283);  he 
found  that  the  principal  constituent  is  the 
myricyl  ester  of  cerotio  acid  (CjjH.jOj-CaoH,,), 
or  as  the  free  acid  was  not  crystalline,  it  may 
perhaps  be  the  ester  of  an  isomeride  closely 
resembling  cerotic  acid ;  th»t  it  contains  a 
OonsideTable  quantity  of  free  myricyl  alcohol 


CaoHjjOH ;  and  that  minor  constituenti, 
isolated  after  saponification,  are :  (1)  a  bj'dro- 
carbon  with  m.p.  59°-59-5° ;  (2)  an  alcohol 
CajHej-CHjOH  with  m.p.  76° ;  (3)  a  dihydrio 
alcohol  Cj,H„(CHjOH)j  •  with  m.p.  103-5°- 
103-8°;  (4)  an  acid  CjaH^j-COjH  with  m.p. 
72-5°,  isomeric  with  Ugnoceric  acid  ;  and  (5)  the 

lactone  C„H,j<^q2v^0  with  m.p.  103-5°. 

When  the  wax  is  extracted  with  boiling 
alcohol  the  myricyl  alcohol  dissolves  together 
with  a  small  amount  of  the  myricyl  ester,  and 
these  constituents  separate  when  the  alcohol 
cools ;  if  the  extraction  is  continued  the  later 
extracts  remove  small  quantities  of  the  ester, 
which  is  only  very  slightly  soluble  in  boiling 
alcohol,  the  last  extracts  containing  less  than 
a  gram  per  litre.  The  wax  is  not  easilv  saponi- 
fied;. Berg  (Chem.  Zeit.  1909,  33,  885)  recom- 
mends the  use  of  xj'lene  as  a  solvent  for  this 
purpose. 

Carnaiiba  wax  when  mixed  with  paraffin, 
ceresin,  beeswax,  &c.,  increases  their  hardness 
and  gives  a  peculiar  lustre ;  it  also  raises  their 
melting-points.  It  is  used  for  making  hard 
candles,  leather  polishes,  and  certain  varnishes. 
It  is  bleached  by  melting  and  filtering  through 
animal  charcoal,  but  some  paraffin  wax  is  added " 
to  facilitate  the  process,  and  this  lowers  the 
melting-point  of  the  bleached  wax.  Another 
use  of  the  wax  is  for  making  Edison's  phonograph 
cylinders. 

.Be/efcncc«.— Brande,  Phil.  Trans.  1811,  261 ; 
Berard,  Bull.  Soo.  chim.  1868,  9,  41 ;  Story 
Maskelyne,  J.  Chem.  Soc.  1869.  22,  87;  von 
Pieverling,  Annalen,  1876,  183,  344 ;  Sturcke, 
ibid.  1884,  223,  283;  Valenta,  Zeitsoh.  anal. 
Chem.  1884,  23,  257,  the  melting-points  of 
mixtures  of  the  wax  with  other  substances ; 
Liebermann,  Ber.  188S,  18,  1979,  a  substance 
isolated  from  the  wax ;  Schaedler,  Technologic 
der  Fette  und  Oele,  1892,  881 ;  Gasoard,  J.  Soc. 
Chem.  Ind.  1893,  955 ;  Villon,  Bull.  Soc.  chim. 
1893,  [3]  9,  1046,  the  bleaching  and  uses  of  the 
wax;  Kebler,  J.  Soc.  Chem.  Ind.  1894,  13, 
745,  the  constants  of  the  wax ;  Brannt,  Fats 
and  Oils,  1896,  144  ;  Semler,  Tropische  Agrikul- 
tur,  1897,  i.  732  ;  Lewkowitsch,  Analyst,  1899, 
321,  acetyl  values;  Eichhom,  J.  Soo. -Chem. 
Ind.  1901,  20,  74,  saponification  method; 
Radcliffe,  ibid.  1906,  25,  158,  the  constants  of 
the  wax;  Engler,  Chem.  Zeit.  1906,  30,  711, 
the  rotatory  power ;  Lewkowitsch,  Oils,  Fats 
and  Waxes,  1909,  ii.  736;  Berg,  Chem.  Zeit. 
1909,  33,  885 ;  and  Analyst,  1909.  445,  saponifi- 
cation method. 

Cochin  China  wax  [Cay  Cay  fat,  Irvingia 
butter).  This  is  obtained  from  the  fruit  of  th& 
Cay  Cay  tree,  Irvingia  Oliveri  (Pierre),  a  forest 
tree  reaching  the  height  of  100  ft.,  and  growing 
widely  in  the  east  of  Cochin  China.  The  fruit  ' 
is  the  size  of  a  lemon,  the  endocarp  has  the  size 
and  shape  of  an  almond  with  its  outer  covering, 
and  the  kernel,  too,  resembles  in  size  and  shape 
that  of  the  almond.  The  fruits  are  ripe  in  July, 
and  fall  to  the  ground  ;  they  are  gathered  into 
heaps  by  the  natives,  and  left  fortwo  months  to 
allow  the  soft  outer  parts  to  decompose ;  they  are 
then  carried  to  the  houses  and  dried  in  the  sun. 
They  are  opened  with  a  strong  knife,  and  the 
kernels  are  removed,  dried  in  the  sun,  and 
pounded  in  a  mprtar.     The  ^lulp  is  placed  in  • 
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tressel  having  a  bottom  of  plaited  material ;  this- 
is  fixed  above  water  in  another  vessel,  and  the 
water  is  heated,  but  not  to  boiling.  When  the 
pulp  has  become  a  sticky  paste  it  is  wrapped  in 
a  mat  of  rice  straw,  and  submitted  to  pressure 
in  a  crude  press,  the  operations  being  repeated 
several  times,  and  the  melted  wax  is  either 
allowed  to  solidify  in  moulds  or  else  is  cast  into 
candles  in  bamboo-  tubes.  In  the  laboratory 
the  dry  kernels  extracted  with  carbon  diaulphide 
gave  62  p.c.  of  wax.  The  wax  is  of  a  greyish- 
yellow  colour,  and  is  unctuous  to  the  touch. 
The  purified  wax  softens  at  37°,  melts  at  38°, 
and  soUdifies  at  34°  (Vignoli,  Le  Cay  Cay, 
Th^e  pr&ent^e  &  I'Ecole  Superieure  de  Phar- 
macie  de  MontpeUier,  1886). 

Bontoux  (Les  Matiires  Grasses,  1908, 
1276 ;  J.  Soo.  Chem.  Ind.  1909,  28,  429)  found 
that  100  dry  seeds  Weighed  360  grms.  and  gave 
78  p.c.  of  shells  and  22  p.c.  of  kernels.  The 
latter,  on  extraction  with  light  petroleum, 
gave  60-46  p.c.  of  wax.  The  wax  had  the  con- 
sistency and  texture  of  beeswax,  and  was  more 
brittle,  with  the  same  conohoidal  fracture  ;  its 
sp.gr.  at  40°  compared  with  water  at  40° 
was  0-913;  it  melted  at  39-7°  in  a  capillary 
tube,  and  solidified  at  31°  ;  its  acid  value  was 
0-86 ;  saponification  value  235-3  ;  unsaponifiable 
matter  0-42  p.c. ;  iodine  value  6-7 ;  Reichert- 
Meissl  value  0-62.  The  insoluble  fatty  acids, 
together  with  the  unsaponifiable  matter  were 
94-0  p.o.,  their  m.p.  was  38-8°  ;  sohdifying  point 
(titer  test)  36-6°  ;  neutrab'sation  value  250-2 ; 
and  mean  molecular  weight  224.  Two  samples 
of  the  wax  of  native  origin  had  nearly  the  same 
values,  but  the  acid  values  were  23-6  and  34-9, 
which,  however,  are  not  excessive,  and  they 
contained  0-16  p.c.  and  0-19  p.c.  of  unsaponifiable 
matter.  Bontoux  prepared  methyl  esters,  and 
concluded  that  the  wax  was  mainly  composed 
of  myristin  60-65  p.c,  laurin  30-36  p.c,  and 
about  6  p.c  of  olein.  The  wax  gives  a  hard 
white  soap.  The  production  in  Indo-Ohina 
has  declined,  owing  to  the  introduction  of 
petroleum.  A  Cay  Cay  wax  is  also  obtained 
from  the  fruit  of  the  tree  Irvingia  malaj/ana 
(OUver),  which  grows  in  Cambodia.  Other 
references  are :  Heckel,  Annales  de  I'Institut 
colonial  de  Marseille,  1893 ;  Apoth.  Zeit.  1898, 
169 ;  Crevost,  Les  arbres  k,  suif  de  I'Indochine, 
Hanoi,  1902 ;  Bulletin  ^conomique  de  I'Indo- 
chine, Hanoi,  1902. 

Cow  tree  wax  {Milk  tree  wax).  In  the  north 
of  Venezuela,  in  the  neighbourhood  of  Caracas 
and  of  Lake  Maracaibo,  and  in  the  valley  of 
Caucagua,  there  grows  a  tree  (Broaimwm  Galac- 
todendron)  called  Palo  de  vaca  or  Arbol  de  leche, 
which  yields  a  thick  milk  when  incisions  are 
made  in  its  trunk ;  this  is  drunk  like  milk  by 
the  inhabitants.  This  milk,  when  heated,  forms 
a  skin,  and  if  this  is  removed  and  evaporation 
continued,  an  oily  liquid  is  obtained,  together 
with  a  fibrous  mass.  The  oily  liquid  when  it 
has  soUdified,  is  a  yellowish-white,  hard  trans- 
lucent wax ;  it  begins  to  melt  at  40°,  and  is 
completely  melted  at  60°.  It  is  insoluble  in 
water,  but  is  easily  dissolved  by  essential  oils. 
It  dissolves  in  boiUng  alcohol  and  separates  on 
cooling ;  it  is  saponifiable  by  caustic  potash.' 
It  can  be  used  like  beeswax  for  making  candles. 
Humboldt,  Ann.  Chim.  Phys.  1817,  7,  182; 
Boussingault    and    Mariano    de    Bivero,    ibid. 


1823,  23,  219  J  Marchand,  J.  pr.  Chem.  1840, 
[i.]  21,  43. 

Fig  tree  wax  {jBondang  or  Kondang  or  Oelah 
wax,  Java  or  Sumatra  wax).  This  wax  is  ob- 
tained in  Java  from  the  milky  juice  which  runs 
from  incisions  made  in  the  bark  of  the  goudang, 
a  wild  fig  tree  {Ficus  variegata,  Blume.=i'. 
ceriflua,  Jungh.=j'.  eubracemosa,  Blume.).  The 
juice  is  boiled  with  water  until  the  wax  separates. 
It  forms  a  fairly  hard  cake,  cream  coloured 
within,  turning  brown  in  the  air ;  it  has  a  con- 
ohoidal fracture  and  can  be  powdered,  but  not 
readily.  The  crude  wax  melts  at  about  60° 
to  a  very  viscous  mass,  which,  on  cooUng, 
remains  viscous  for  a  long  time,  and  from 
which  an  aqueous  liquid  separates.  The  sp.gr. 
of  the  wax  after  melting  is  1-016  at  15°.  It 
softens  at  56°,  and  is  only  completely  melted 
at  73°.  It  is  soluble  in  benzene,  chloroform, 
carbon  disulphide,  oil  of  turpentine,  light 
petroleum,  and  boiling  ether.  BoUing  alcohol 
dissolves  it  slowly,  and  the  greater  part 
separates  on  cooling.  Cold  alcohol  keeps  in 
solution  a  little  over  5  p.c  of  the  wax.  By 
means  of  boiling  alcohol  over  70  p.c.  of 
white  crystalline  purified  wax  can  be  obtained, 
melting  at  61°,  insoluble  in  cold  alcohol,  but 
soluble  in  boiling  alcohol.  Greshofi  and  Sack 
(Rec  trav.  chim.  1901,  20,  68),  by  analyses  and 
saponification  of  the  wax  thus  purified,  obtained 
results  suggesting  that  it  is  an  ester  C,oHe20, 
of  an  alcohol  Cj,H2sO  (ficoceryl  alcohol),  with 
m.p.  198°,  and  of  an  acid  CigHjiO^  (ficocerio 
acid),  with  a  m.p.  67°,  this  ester  is  probably 
associated  with  some  accessory  substance  ;  they 
also  think  the  original  wax  contains  some  free 
ficoceryl  alcohol. 

Vogl  (Lotos,  pubd.  at  Prag,  1872,  22,  64) 
describes  Sumatra  wax  or  Getah  Lahoe  coming 
from  the  same  tree.  Kessel  (Ber.  1878,  11, 
2112)  assigns  formulse  to  components  of  the  wax 
which  differ  from  the  above. 

Insect  wax.  This  is  also  called  Chinese^  wax, 
Chinese  tree  wax.  Vegetable  spermaceti,  and  some- 
times, but  incorrectly,  Japanese  wax ;  it  must  not 
be  confused  with  Japan  wax.  It  is  the  secretion 
of  an  insect  Coccus  pela  (Westwood),  Coccus  ceri- 
ferua  (Fabr.).  The  industry  of  its  production  is 
pecuhar,  in  that  the  insects  are  bred  for  the 
purpose  of  producing  eggs  in  one  district,  and 
these  eggs  are  then  transported  to  another 
district  where  the  insects  are  reared  to  produce 
wax.  The  Chien-Chang  valley  in  the  prefecture 
of  Nine  Yuan  Fu  (Long.  102°  26',  Lat.  27°  54') 
in  the  Sze  Chuan  province  of  China  is  the  great 
breeding-ground  of  the  wax  insect ;  it  is  about 
6000  ft.  above  sea-level.  Here  the  insects  are 
reared  on  the  Ligustrum  lucidum  (Ait.)  or  large- 
leaved  privet.  In  March,  when  the  trees  were 
seen  by  Mr.  Hosie,  he  found  numerous  brown 
pea-shaped  excrescences  attached  to  the  bark 
of  the  boughs  and  twigs.  The  larger  of  these 
were  readfly  detachable,  and  when  opened 
presented  either  a  whity-brown  pulpy  mass  or 
a  crowd  of  minute  animals  like  flour,  whose 
movements  were  just  perceptible"  to  the  naked 
eye.  From  2  to  3  months  later  these  had 
developed  in  each  case  into  a  swarm  of  brown 
creatures,  each  provided  with  six  legs  and  a 
pair  of  antennae  ;  each  of  these  was  a  wax 
insect.  Two  hundred  miles  to  the  north-east  of 
the  Chien-Chang  valley,  and  separated  from  it 
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by  a  series  of  mountain  ranges,  ia'  tixe  prefecture 
of  Kia-ting-fu  (Long.  104°,  Lat.  29°  34'),  also 
called,  CSiia-tingrfu,  containing  the  district  of 
Omi  ajad  the  valley  of  the  -Ya  river,  the  head- 
quarters of  the  wax-producing  industry.  The 
Boaleg  produced  in  the  Chien-Ohang  valley  are 
ready  for  removal  by  the  end  of  April,  and  are 
then  full  of  eggs  ;  they  are  made  up  into  paper 
packets,  each  Weighing  about  16  oz.  Sixty  of 
these  packets  make  a  load,  and  are  conveyed  by 
coolies  from  the  Chien-Chang  valley  to  the 
town  of  Hung  Ya  iii  the  Kia-ting-fu  prefecture 
for  sale  to  the  farmers.  In  May  thousands  of 
coolies  are  engaged  in  the  traffic.  They  travel 
.only  at  night,  in  order  to  avoid  the  high  tempera- 
ture of  the  day,  which  would  tend  to  the  rapid 
development  of  the  insects  and  their  escape 
from  the  scales.  At  the  stopping  places  the 
packets  are  opened  out  in  cool  places ;,  but  in 
spite  of  this,  each  packet  is  found  to  have  lost 
on  an  average  an  ounce  in  transit.  A  pound  of 
scales  laid  down  in  Kia-ting-fu,  in  years  of 
plenty,  costs  about  half  a  crown ;  in  bad  years 
the  price  is  doubled.  In  favourable  years  a 
pound  of  scales  will  produce  4^6  lbs.  of  wax. 
In  the  plain  around  Kia-ting-fu  the  plots  of 
ground  are  thickly  edged  with  stumps  of 
Fraximis  chineneis  (Boxb.),  a  species  of  ash 
varying  from  3  or  4  to  12  ft,  high,  with  numerous 
sprouts  rising  from  their  gnarled  heads,  and 
resembling  at  a  distance  pollard  willows.  On 
the  arrival  of  the  scales  they  are  made  up 
into  small  packets  enclosed  in  a  leaf  of  the 
wood-oil  tree.  The  edges  of  the  leaf  are  tied 
together  with  a  rice  straw,  by  which  the  packet 
is  suispended  close  under  the  branches  of  this 
ash.  A  few  rough  holes  are  drilled  in  the  leaf 
with  a  blunt  needle,  so  that  the  insects  may 
find  their  way  through  to  the  branches.  On 
emerging  from  the  scales  the  insects  creep  rapidly 
up  to  the  leaves,  among  which  they  remain  for 
a  period  of  13  days.  They  then  descend  to  the 
branches,  on  the  underside  of  which  they  take 
up  their  position,  and  commence  to  deposit 
the  wax.  This  first  appears  as  an  under-coating 
on  the  sides  of  the  boughs  and  twigs,  and 
resembles  quinine  sulphate  or  a  covering  of 
snow.  It  gradually  spreads  over  the  whole 
branch,  and  attains,  after  3  months,  a  thickness 
of  about  a  quarter  of  an  inch.  After  the  lapse 
of  100  days  the  deposit  is  complete,  the  branches 
are  lopped  off,  and  as  much  of  the  wax  as 
possible  is  removed  by  hand.  This  is  placed 
in  an  iron  pot  of  boiling  water,  and  the  wax  on 
rising  to  the  surface  is  skimmed  off  and  placed 
in  a  round  mould,  whence  it  emerges  as  the 
insect  wax  of  commerce.  Where  it  ia  found 
impossible  to  remove  the  wax  by  hand,  the 
twigs  and  branches  are  thrown  into  the  pot, 
so  that  this  wax  is  darker  and  inferior.  The 
insects  which  have  sunk  to  the  bottom  of  the 
pot  are  placed  in  a  bag  and  squeezed  of  the  last 
drop  of  wax,  and  are  then  thrown  to  the  pigs. 
Not  only  the  Traxinua  chinenaia,  but  also  the 
JAgustrum  lucidum  is  used  in  the  final  wax- 
producing  stage  of  the  industry.  The  wax  is 
used  foi*  ooa^g  the  exterior  of  animal  &nd 
vegetable  tallow  candles,  as  it  serves  to  hold 
in  the  more  fusible  tallow  when  the  candle  is 
burning ;  a  little  is  also  mixed  with  the  tallow ; 
it  is  employed  to  give  a  gloss  to  paper,  for  coating 
pills,  and  as  a  polish  for  furniture  and  jade- 


ware  (Nature,  1891,  43,  291 ;   Wilson,  Chemist 
and  Druggist,  1906,  68,  143). 

Insect  wax  is  white  and  crystalline,  re- 
sembling spermaceti  in  appearance,  but  it  is 
harder  ana  more  fibrous ;  it  is  brittle,  and  at 
15°  can  be  powdered.  Its  sp.gr.  is  0-970  at  15° 
(0-926  at  15°,  Gehe  and  Co.,  Zeitsoh.  anal.  Chem. 
1895,  34,  765)  and  0-809-0'811  at  98°-99°;  m.p. 
80°-83° ;  saponification  value  80-93 ;  iodine  value 
1-4.  It  is  only  very  slightly  soluble  in  alcohol 
and  ether,  but  is  readfly  soluble  in  naphtha, 
from  which  it  can  be  crystStUised.  Brodie 
(Phil.  Trans.  1848,  159)  saponified  the  wax  by 
melting  it  with  potash,  and  obtained  an  alcohol 
and  an  acid ;  the  alcohol  he  named  cerotin, 
and  to  it  he  assigned  the  formula  CjjHgiO,  it 
is  now  called  ceryl  alcohol ;  the  acid  he  considered 
to  be  the  same  as  the  cerotic  aeid  he  had  ob- 
tained from  beeswax,  to  which  he  had  assigned 
the  formula  C^^'K^fii ;  the  wax  he  regarded  as 
ceryl  cerotate,  the  ester  of  this  alcohol  and 
acid.  Brodie's  formulse  cannot  be  regarded  as 
certain.  Marie  (J.  Chem.  Soc.  1897,  72,  i. 
318)  proposes  Cj.HjjOj  or  CajHjoOj  for  the 
cerotic  acid  of  beeswax;  and  Henriques  (Md. 
460)  regards  ceryl  alcohol  and  cerotic  acid  from 
insect  wax  as  GajHjjO  and  CajH^aOj,  and  it  is 
stated  that  the  identity  of  the  cerotic  acids  from  , 
insect  wax  and  from  beeswax  is  not  quite 
certain.  Other  substances  besides  ceryl  cerotate 
are  probably  present. 

Japan  wax  (Japan  iaMow,  Sumach  wax). 
This  must  not  be  Confused  with  insect  wax, 
which  is  sometimes  called  Japanese  wax.  Japan 
wax  is  one  of  the  most  important  of  the  vegetable 
waxes,  large  quantities  being  exported  from 
Japan ;  it  is  obtained  from  the  berries  of  Bhvs 
succedanea  (Linn.),  and  of  R.  vernicifera,  both 
of  which  grow  in  Japan  and  China ;  it  is  also 
said  to  be  obtained  from  B.  sylveMris,  which 
grows  in  Japan.  The  wax  is  obtained  in  various 
ways.  In  if.  aitccedanea  the  wax  lies  between 
the  kernel  and  the  outer  skin  of  the  berries ; 
the  meal  obtained  by  crushing  or  grmding  the 
berries  is  steamed  and  pressed,  PeriUa  oil  being 
often  added  in  the  course  of  the  pressing  in 
order  to  obtain  a  larger  yield  of  the  wax ;  such 
addition  renders  the  wax  softer  and  raises  its 
iodine  value.  Another  method  is  to  boil  the 
meal  with  water  and  remove  the  wax  which 
rises  to  the  surface.  Occasionally  the  wax  is 
obtained  by  extraction  with  solvents.  The 
wax  is  purified  by  remelting,  filtering,  and 
bleaching  in  flakes,  and  is  finaify  cast  into  cakes 
for  export. 

The  wax  is  pale  yellow  and  hard,  with  an 
even  or  oonchoidal  fracture ;  it  becomes  yellow 
or  brown  on  keeping,  and  acquires  a  white 
powdery  surface ;  it  melts  at  50°-56°,  but  if  it 
has  only  recently  solidified,  the  melting-point  is 
considerably  lower;  it  solidifies  at  about  41°, 
the  temperature  rising  to  48°  or  49°  as  it  solidi- 
fies. It  becomes  transparent  10°-12''  below  its 
melting-point,  which  should  be  remembered  in 
taking  its  melting-point.  The  sp.gr.  is  0-975- 
0-993  at  15°;  at  98°-99°  it  is  0-875-0-877, 
compared  with  water  at  16-5°.  Wax  that  has 
recently  solidified  has  a  lower  density  than  that 
which  has  been  kept  for  some  time  (Kleinstilck, 
Chem.  Zeit.  1890,  14,  1303).,  The  saponification 
value  is  214-237-5,  and  the  iodine  value  is 
4-2-15.    The  fatty  acids  obtained  from  it  melt 
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at  5i°-62°.  The  unsaponifiable  matter  is 
l'l-l-6  p.o.  It  dissolves  in  boiling  alcohol,  but 
nearly  all  separates  on  cooling.  It  ia  liable  to 
adulteration  with  water  and  starch.  It  is  used 
for  making  polishes  and  also  for  currying  leather. 

The  wax  consists  chiefly  of  palmitiu  with 
some  free  palmitic  acid.  Its  composition  has 
been  investigated  by  Eberhardt  (Inaug.  Diss. 
Strassburg,  1888),  and  by  Geitel  and  van  der 
Want  (J.  pr.  Chem.  1900,  [ii.]  61, 151) ;  the  latter 
found  in  the  cakes  they  used  acid  values  of 
21-7-32-6,  saponifloation  values  of  217-5-237-5, 
and  iodine  values  8-3-8-5.  In  one  sample  by 
saponification  they  obtained  5-96  p.o.  of  soluble 
and  90-62  p.c.  of  insoluble,  fatty  acids.  By 
saponifying  a  large  quantity  they  obtained 
glycerol  and  insoluble  fatty  acids,  which  con- 
tained a  littl&  oleic  acid,  and  which  were  chiefly 
palmitic  acid,  and  also  contained  an  acid  which 
they  called  japonic  acid,  melting  at  117-7'°- 
1 17-9''  with  a  suggested  formula  C2i,Hio(CO,H)2 ; 
they  think  it  probable  that  this  acid  occurs  in 
the  wax  as  a  mixed  glyceride  of  palmitic  and 
japanic  ^cids.  Schaal  (Ber.  1907,  40,  4784)  did 
not  find  the  acid  C2oHjj(COjH)2  in  the  liberated 
fatty  acids,  but  found  small  quantities  of  the 
acids  C„H„(C02H:)j,  Ci,H3.(C02H)„  and 
C.jHatiCOjH),,  V.  also  Japau  Wax,  VoL  III. 
187. 

Mexican  myrica  wax  {Mexican  myrtle  wax). 
This  wax  is  obtained  by  the  Indians  in  Mexico 
from  the  fruit  of  Myrica  jalapeneis,  and  is  sold 
in  Mexico  city,  where  it  is  used  for  making 
candles.  The  tree  is  known  locally  as  'arhol 
de  la  cera,'  and  occurs  in  Vera  Cruz,  sometimes 
in  dense  thickets  covering  considerable  areas. 
The  wax  forms  a  greenish-white  layer  on  the 
outer  surface  of  the  fruit,  and  is  obtained  by 
boiling  the  fruit  in  water  and  skimming  off  the 
floating  melted  was: ;  it  is  refined  by  melting 
and  straining.  On  examination  it  gave  the 
following  values,  which  resemble  those  of  Cape 
berry  wax :  sp.gr.  0-8763  at  99° ;  m.p.  43-2° ; 
acid  value  4-07 ;  saponification  value  214-5 ; 
iodine  value  2-38.  It  is  considered  that 
it  would  be  suitable  for  making  candles  and 
soap  (01sson-Se£Eer,  Bull.  Imp.  Inst.  1909,  7, 
410). 

Myrtle  berry  wax  (Myrtle  wax,  Laurel  wax, 
Bayberry  tallow)  is  obtained  from  the  wax 
myrtle,  Myrica  cerifera  (Linn.),  a  shrub  growing 
on  peaty  soil  in  North  America,  and  common 
along  the  North  Atlantic  sea  coast.  The  fruit 
is  brown  or  blackish  and  the  size  of  a  pea ;  it 
secretes  the  wax  and  becomes  covered  with  a 
snow-white  crust,  penetrated  by  brown  or 
black  points  of  the.  skin,  so  that  the  wax  can 
only  be  got  off  as  a  powder  and  not  in  coherent 
pieces. 

Wax  is  also  got  from  other  Myricacese, 
namely  M.  caracasana  (Humb,  and  Bonpl.)  in 
South  America,  especially  in  Columbia  and 
Venezuela,  and  M.  aelhiopica  (Linn.)  in  Abys- 
sinia, See  also  Cape  berry  wax  and  Mexican 
myrica  wax  above. 

To  obtain  the  wax  the  berries  are  boiled  with 
water,  and  the  fatty  mass  that  floats  on  the 
surface  is  skimmed  off  and  poured  into  flat 
dishes ;  the  yield  of  wax  is  from  20  to  25  p.o., 
and  a  bush  yields  from  10  to  15  kilos,  of  berries. 
The  wax  which  comes  from  the  United  States 
bag  a  deep  green  colour,  probably  due  to  chloro- 


phyll ;  this  colour  is  bleached  t6  a  grey-yellowish 
tint  by  exposure  to  light  and  air  for  several 
years,^  but  the  change  extends  only  a  few 
milliiuetres  below  the  surface. 

The  statements  as  to  its  composition  are  not 
concordant.  Smith  and  Wade  (J,  Amer,  Chem, 
Soc.  1903,  25,  629),  however,  examined  the  wax, 
preparing  it  by  extracting  the  berries  with 
light  petroleum,  and  concluded  that  it  was 
mainly  palmitin  (glyceryl  tripalmitate)  with 
some  lower  glyceride  and  a,  small  amount  of 
free  acid ;  they  obtained  pure  palmitin  by 
crystallising  four  times  from  light  petroleum. 
The  berries  they  used  were  picked  in  September, 
and  the  extraction  and  examination  were 
made  in  November.  The  values  they  record 
are:  sp.gr.  0-9806  at  22715-5°,  and  0-878 
at  99°/15-5°;  refractive  index  at  80°  1-4363; 
acid  value  30-7 ;  saponification  value  217 ;. 
iodine  value  (Hubl)  3-9 ;  Keiohert-Meissl  number" 
0-5.  Prom  these  they  inferred  the  absence  of 
oleic  and  volatile  acids.  They  also  concluded 
that  no  stearin  was  present.  The  m.p.  in  this 
sample  wag  48°,  as  determined  by  Allen  s  method 
( vol.  ii.  pt.  i.  34),  and  the  solidif ying-point  was 
45°;  but  it  was  found  that  the  melting-point 
rises  considerably  on  keeping  the  wax.  A  re- 
determination in  March  of  the  m.p.  gave  it  as 
52-5°,  a  rise  of  4-5°  in  4  months.  A  specimen 
of  wax  about  4  years  old  melted  at  57°  and 
solidified  at  68-3°.  Wax  from  berries  obtained 
in  August  and  extracted  in  March  melted  at 
55-4°. 

Some  other  observers  have  found  the  acid 
value  to  be  only  about  4.  It  is  inferior  to 
beeswax  in  ductility  and  plasticity ;  mixed 
with  beeswax  it  can  be  employed  for  making 
candles ;  these  are  said  to  give  a  pleasant  smell 
when  extinguished.  It  could,  probably  be  used 
for  soap  making.  Chittenden  and  Smith 
(Amer,  Qiem.  J.  1884,  6, 217)  employed  this  wax 
as  a  source  for  preparing  pure  palmitic  acid. 

Ocuba  wax  is  obtained  from  the  fruit  of 
a  shrub  Myrislica  ocuba  (Humb,  and  Bonp.), 
growing  in  the  Para  province. of  Brazil.  It 
grows  well  in  marshy  places,  and  is  found  in 
abundance  along  the  banks  of  the  Amazon 
river.  The  fruit  encloses  a  nut  covered  with  a 
thick  skin.  The  skin  extracted  by  water  gives 
a  fine  red  colour  (Ocuba  red) ;  after  washing 
with  water  the  nuts  are  thrown  in  heaps, 
crushed  to  a  paste,  and  boiled,  when  the  wax 
separates  and  floats  on  the  surface.  The  crude 
wax  resembles  beeswax,  and  by  purification  can 
be  obtained  white  and  suitable  for  candle- 
making.  100  kilos,  of  the  seeds  give  20-22 
kilos,  of  wax.  The  product  is  said  to  be  a  mixture 
of  wax,  fat,  and  resin,  to  melt  at  40°,  and  to 
have  a  sp.gr.  of  0-920  at  15°;  it  is  only 
slightly  soluble  in  cold  alcohol,  but  is  com- 
pletely soluble  in  boiling  alcohol  and  ethei 
(Chem.  Eevue  fiber  die  Fett-  und  Harz-  Industrie, 
1901,  8,  213). 

Palm  tree  wax  is  the  product  of  a  palm  tree 
Ceroxylon  andicolum  (Humb.  and  Bonpl.),  which 
grows  on  the  Andes  in  Columbia  at  altitudes  of 
7900-9700  ft. ;  it  attains  a  height  of  160  ft., 
and  the  trunk  is  coated  with  the  wax,  which 

fives  it  a  white  and  marble-like  appearance, 
he  wax  is  obtained  by  cutting  down  the  tree 
and  scraping  off  the  coating,  which  is  then 
boile.d  with  water ;    the  wax  is  thus  eof  tene^ 
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and  floats  on  the  surface,  and  impurities  are 
removed.  One  tree  is  said  to  yield  25  lbs. 
The  wax  is  iuade  into  balls  and  dried  in  the 
sun.  Candles  are  made  from  it  by  the  addition 
of  a  little  tallow,  and  are  sold  in  Carthago.  That 
which  is  obtained  from  the  Indiana  is  yellowiah- 
white,  porous,  and  friable.  When  melted  it  is 
dark  yellow,  slightly  translucent  and  fragile 
like  resin.  It  is  partly  wax  and  partly  resin, 
and  melts  at  a  temperature  a  little  above  that 
of  boiling  water;  it  becomes  strongly  electric 
by  friction.  It  is  readily  soluble  in  hot  alcohol ; 
on  cooling  the  solution  becomes  a  white  con- 
gealed mass.  By  using  large  quantities  of 
alcohol  and  allowing  the  solution  to  cool  the 
waxy  part  separates  and  the  more  soluble  resin 
remains  in  solution  ;  by  repeating  this  operation 
several  times  the  wax  can  be  separated  from 
the  resin  and  from  a  small  amount  of  a  bitter 
"substance.  Ether  also  dissolves  it,  and  by 
evaporation  feathery  crystals  can  be  obtained. 
The  purified  wax  melts  below  the  temperature 
of  boiling  water,  and  then  resembles  beeswax, 
whilst  the  resinous  matter  melts  above  this 
temperature  (Boussingault,  Ann.  Chim.  Phys. 
1826,  29,  330 ;  1835,  59,  19 ;  Seemann,  Pop. 
Hist,  of  the  Palms,  1856,  222). 

Bonastre  (J.  Pharm.  Chim.  1828,  1-1,  349)_ 
obtained  purified  wax  by  repeated  extractions' 
with  cold  alcohol,  and  then  dissolving  the  residue 
in  boiling  alcohol  and  filtering.  When  cold  the 
solution  became  thick  and  opaque,  like  an 
aqueous  starch  solution  ;  on  standing  for  some 
months  crystals  appeared.  On  removing  the 
alcohol  white  sUky  crystals  were  obtained  ;  when 
dried  and  ground  in  a  mortar  it  gave  luminous 
sparks.  Se  named  this  purified  wax  ceroxyline 
or  cerosUine.  Lewy  (Ann.  Chim.  Phys.  1845, 
[iii  ]  13,  447)  found  that  the  wax  purified  from 
the  resin  melted  at  72°,  and  contained  carbon 
80-73  p.c,  and  hydrogen  13-30  p.c.  Tesche- 
macher  (Mem.  and  Proos.  Chem.  Soc.  1845,  25) 
also  describes  this  wax. 

Peat  wax.  Waxy  substances  are  obtained 
when  peat  is  extracted  with  suitable  solvents. 
By  means  of  benzene  or  toluene  from  1  to  8 
parts  of  crude  wax  have  been  obtained  from 
100  parts  of  the  dry  material  of  samples  from 
different  sources.  This  crude  wax  was  found  to 
contain  sulphur,  usually  amounting  to  less  than 
1  p.c.  of  the  wax,  but  in  one  case  reaching 
10-5  p.c.  The  crude  wax  consisted  of  some 
resinous  matter,  but  principally  of  a  mixture  of 
ester  and  free  acid.  The  acid  or  acids  obtained 
by  the  saponification  of  the  crude  wax  corre- 
sponded in  composition  to  a  fatty  acid  containing 
about  22  carbon  atoms ;  the  alcohols  thus  ob- 
tained appeared  to  contain  about  the  same 
number.  No  trroe  of  glycerides  was  found 
(Kraemer  and  EpUker,  Ber.  1902,  35,  1212). 
A  process  was  paiented  in  1903  by  Bouchaud- 
Praceiq  (Fr.  Pat.  338736)  for  extracting  peat, 
lignite,  &c.,  with  alcohol  or  ethyl  esters,  &o., 
and  recoveriug  the  wax  from  the  solvent.  The 
wax  is  said  to  be  hard  and  to  resemble  bees- 
wax, and  to  have  a  higher  melting-point  and 
a  sp.gr,  above  1-000  (J.  Soc.  Chem.  Ind.  1904, 
23,  710). 

Zaloziecki  and  Hausmann  (Zeitsch.  angew. 
Chem.  1907,  20,  1141),  by  extracting  peat  with 
alcohol,  obtained  a  dark ,  yellow  or  brown 
waxy  substance,  but  the  yield  was  only  10  grms. 


from  some  kilograms.  It  had  no  sharp  melting- 
point,  melting  between  80°  and  96°;  it  dissolved 
very  easily  in  amyl  alcohol,  and  leas  readily  in 
ethyl  and  methyl  alcohols.  In  ethyl  ether  or 
benzene  it  dissolved  only  partially,  giving  a 
dark  green  liquid  and  leaving  a  brown  insoluble 
residue.  By  saponifying  the  substance  soluble 
in  ethyl  ether  a,n  alcohol  was  obtained,  melting 
between  124°  and  130°,  and  having  a  composi- 
tion and  .  molecular  weight  corresponding  to 
CjoHjoO,,  and  also  an  acid  which  began  to  soften 
at  145°  and  melted  at  184°,  having  a  composition 
and  molecular  weight  corresponding  to  Ci,H,50|. 
The  part  insoluble  in  ether  gave  on  saponifica- 
tion an  alcohol  having  the  same  melting-point, 
composition  and  molecular  weight  aa  the  other 
alcohol,  but  differing  a  little  in  ifs  behaviour, 
and  also  an  acid  which  had  not  melted  when 
260°  was  reached,  and  which  had  a  composition 
and  molecular  weight  corresponding  to  C21H35O,. 
Small  quantities  of  other  substances  appeared 
also  to  be  present  in  the  wax,  and  the  above 
substances  are  very  possibly  mixtures. 

Pisang  wax.  This  wax  occurs  as  an  ex- 
cretion on  the  leaves  of  a  species  of  Musa, 
which  grows  wild  in  Java,  especially  in  the 
uncultivated  regions  of  Tjilatjap  and  Koen- 
ingan-.  •  Pisang  is  the  Msulay  name  for  the 
banana.  The  natives  obtain  the  wax  by 
scraping  the  leaves,  throwing  the  scrapings  into 
boiling  water,  and  then  collecting  the  melted 
wax.  It  is  said  that  one  stem  bears  on  the 
average  seven  leaves  (a  leaf  may  be  as  much  as 
6  ft.  in  length),  and  that  100  leaves  yield  J  kilo, 
of  wax.  The  cakes  of  wax  are  white,  cream,  or 
slightly  greenish  in  colour,  and  shghtly  trans- 
parent ;  the  wax  is  hard  with  a  coarsely  granular 
or  crystalline  fracture  and  is  very  friable.  It . 
has  been  examined  by  Greshoff  and  Sack  (Rec. 
trav.  chim.  1901,  20,  65),  who  record  the 
following:  sp.gr.  0-963-0-970  at  15°;  m.p. 
79°-81° ;  acid  value  2-3;  it  is  very  hard  to 
saponify,  and  the  saponification  value  found  was 
109.  Boiling  alcohol  dissolves  very  Uttle  (about 
1  p.o.),  and  on  cooling  only  retains  0-2  p.c.  It 
is  easUy  soluble  in  boUing  oil  of  turpentine, 
amyl  alcohol,  or  carbon  disulphide.  At  15° 
petroleum,  ether,  acetone,  and  oil  cf  turpentine 
retain  1  p.c.  or  less ;  chloroform  and  carbon 
disulphide  retain  less  than  2  p.o.  On  the  basis 
of  ultimate  analyses  of  the  wax,  freed  from  the 
part  soluble  in  boiling  alcohol,  and  of  the  acid 
and  alcohol  obtained  by  saponification,  the 
authors  propose  provisionally  the  formula 
C3,H,40j  for  the  wax,  regarding  it  as  an  ester 
formed  from  C24Hj802  pisangceric  acid,  and 
CjsHjgO  pisangceryl  alcohol.  The  acid  melts  at 
71°,  and  the  alcohol  at  78°. 

Raphia  wax.  The  raphia  palm,  Baphia 
pedunculata  (Beauv.)  or  Buffia,  which  grows  in 
Madagascar,  furnishes  the  fibrous  material  used 
by  gardeners  and  -known  as  '  bass  ' ;  this  is  the 
epidermis  of  the  upper  side  of  the  palm  leaf. 
The  dull  under  surface  is  coated  with  a  whitish 
layer  or  bloom,  which  can  be  easily  rubbed  off. 
Alter  the  bass  is  removed  large  quantities  of  the 
residues  are  available  as  a  source  of  the  wax. 
They  are  spread  out  to  dry  on  cloths  in  the  open 
air,  but  must  be  sheltered  from  the  wind  as  the 
light  waxy  matter  is  easily  blown  away.  After 
drying  for  2-4  days  a  white  coating  is  apparent 
on  the  under  surfaces  of  the  leaves ;    this  ill 
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detached  as  a  powder  by  shaking  or  rubbmg  the 
leaves  between  the  hands.  The  powder  is 
oollected,  freed  from  foreign  matter  by  sifting, 
and  then  put  into  boiling  water  when  the  wax 
melts  ana  floats  on  the  surface,  and  earthy 
impurities  settle  to  the  bottom.  The  melted 
wax  is  separated  and  allowed  to  solidify.  It  Is 
yellow  to  dark  brown,  in  colour,  and  rather 
harder  and  more  brittle  than  beeswax.  In  an 
experimental  trial  it  was  found  that  ten  leaves 
of  medium  size  (SJ--4J  metres  in  length)  weighed 
104-5  kilos,  and  yielded  0-75  p.o.  of  wax;  the 
yield  in  practice,  however,  would  be  less  than 
this. 

Baphia  wax  ia  its  physical  properties  re- 
sembles camauba  wax  but  differs  chemically ; 
it  seems  likely  to  be~applicable  to  the  manu- 
facture of  candles,  polishes,  &c.,  if  it  can  be 
produced  at  a  sufficiently  low  cost. 

Two  specimens  were  found  to  have  the 
following"  properties :  m.p.  82°,  83° ;  sp.gr. 
0-836,  0-832  at  99°/15-5°;  acid  valuer  4-9, 
6-5;  saponification  value'  61-3,  60-3;  iodine 
value  7-7.  10-7  (Bull.  Imp.  Inst.  1908,  6,  380). 
It  is  only  slightly  soluble  in  alcohol,  ether, 
acetone,  chloroform,  light  petroleum,  and 
carbon  disulphide.  It  dissolves,  but  not  com- 
pletely, in  boiling  alcohol,  and  separates  on 
cooling.  It  appears  to  be  mostly  composed  of 
an  alcohol  or  mixture  of  alcohols  having  a  com- 
position corresponding  to  CjoHjjO,  but  differing 
from  arachio  alcohol  (Compt.  rend.  1905,  141, 
1251 ;   1907,  144,  594). 

Spermaceti  occurs  in  special  cavities  in  the 
head  of  the  sperm  whale  or  cachalot,  Physeter 
macrocephalvs  (Linn.),  and  also  in  the  blubber ; 
it  is  held  in  solution  by  the  sperm  oil  at  the 
temperature  of  the  whale's  body.  It  also  occurs 
in  the  bottle-nose  whale  Balaena  rostrata,  and 
in  some  other  cetaceans,  but  not  in  the  oil  of 
the  whalebone  whales.  The  spermaceti  from 
Balaena  rostrata  has  a  slightly  higher  melting- 
point  than  that  from  the  sperm  whale.  The 
great  bulk  of  the  head  of  the  sperm  whale  con- 
sists of  dense  cellular  tissue  infiltrated  with 
spermaceti,  this  is  surmounted  by  the  '  case  ' 
which  holds  nearly  a  ton  of  very  fine  oil  and 
spermaceti  known  as  'head  matter.'  When 
removed  this  head  matter  is  full  of  spermaceti 
crystals.  The  blubber  surrounds  the  whole 
body  in  a  layer  about  18  ins.  thick ;  it  is 
'  tried  down,'  that  is  heated  to  separate  the  oil 
from  the  tissue ;  on  cooling  the  oil  deposits 
thick  scales  of  spermaceti  and  becomes  semi- 
solid. The  *  trying  down '  is  sometimes  done 
on  the  ship  and  sometimes  at  the  factories.  At 
the  latter  the  semi-solid  mass  undergoes  several 
filtrations  and  pressings  to  separate  the  oil 
from  the  spermaceti,  which  is  melted  and  cast 
into  moulds  once  or  twice  during  the  series  of 
pressings.  Finally,  the  wax  is  warmed  and 
agitated  with  a  little  caustic  potash  solution  to 
remove  the  last  traces  of  colour  and  to  neutralise 
traces  of  acid,  and  is  cast  into  blocks  forming 
an  almost  blue-white  glistening  semi-crystalline 
soUd  (Keld,  Soc.  Arts.  Cantor  Lectures,  1883). 
It  is  said  that  for  some  purposes  it  ia  best  not 
to  free  it  entirely  from  the  sperm  oil. 

The  sp.gr.  at  ordinary  temperatures  is 
about  0-945,  but  values  as  divergent  as  0-905 
and  0-960  have  been  given,  owing  probably 
to    irregularities    caused    by    the    crystalline 


structure.  The  sp.gr.  of  melted  spermaceti 
at  gS'-Og"  is  from  0-808  to  0-816  as  compared 
with  water  at  15°  (Kebler,  Amer.  J.  Pharm. 
1897,  69,  104).  The  m.p.  is  from  41°  to 
49°,  but  by  repeated  pui-ifioations  it  reaches 
53-5°.  The  acid  value  is  from  0  to  1-8  ;  saponi- 
fication value  from  120-6  to  134-6 ;  the  iodine 
value  of  highly  purified  spermaceti  is  0,  but 
values  up  to  9-3  (by  Wijs'  method)  have  been 
found,  caused,  no  doubt,  by  the  presence  of 
sperm  oil  (Dunlop,  J.  Spc.  Chem.  Ind.  1908,  27, 
63).  It  is  insoluble  in  water;  cold  alcohol 
dissolves  little  except  the  adhering  oil,  it  is 
soluble  in  boiling  alcohol,  ether,  chloroform, 
carbon  disulphide  ;  it  separates  in  a  crystalline 
form  from  its  solution  in  hot  alcohol  or  ether. 

Spermaceti  is  mainly  composed  of  cetyl 
palmitate  (Ci,H33)C,,H3i02.  It  was  examined 
by  Chevreul  in  1814,  and  the  purified  substance 
was  named  by  him  c6tine  ;  in  1818  he  described 
the  alcohol  obtained  by  its  saponification  (now 
known  as  cetyl  alcohol)  under  the  name  ethal, 
formed  from  the  first  syllables  of  ether  and 
alcohol  (Reoherohes,  Chim.  sur  les  Corps  Gras. 
1889,  148).  The  acid  with  which  the  cetyl 
alcohol  CijHjjOH  is  combined  was  found  later 
to  be  palmitic  acid.  Although  spermaceti  has 
a  crystalline  appearance,  it  contains  com- 
pounds other  than  cetyl  palmitate.  Heintz 
(Pogg.  Ann.  1854,  92,  609,  93,  536)  beUeves 
that  it  yields  on  saponification  stearic,  palmitic, 
myristic,  and  lauric  acids,  and  the  alcohols 
CisHjsO,  C„H„0,  C„H3„0,  and  C.jHj.O  ;  he 
named  the  first,  third,  and  fourth  of  these 
stethal,  methal,  and  Idhalia  analogy  to  Chevreul's 
ethal.  These  very  probably  exist  in  the  sper- 
maceti as  esters  oT  the  corresponding  acids.  He 
also  found  another  liquid  substance  in  the 
products  of  saponification. 

Spermaceti  is  used  for  making  candles  which 
bum  brightly  and  in  pharmacy  for  making  oint- 
ments. For  candle-making  the  addition  of  a  few 
per  cent,  of  beeswax  or  paraffin  is  advantageous 
to  remove  the  brittleness  of  the  spermaceti. 
Sperm  candles  of  prescribed  composition  and 
properties  were  formerly  used  as  the  standard  for 
measuring  the  illuminating  power  of  different 
Ughta  (Young,  J.  Soc.  Chem.  Ind.  1891, 10, 185 ; 
Met.  Gas  Befeiees,  ibid.  1894,  13,  65);  but 
now  a  pentane  lamp  is  used,  representing  ten 
standard  candles.  \ 

Sugar  cane  wax.  A  waxy  substance  is  pro- 
duced by  the  sugar  cane,  and  is  noticeable  on 
the  rind  of  some  varieties,  especially  near  the 
nodes ;  it  is  most  abundant  on  the  violet  cane. 
It  was  first  described  by  Avequin  (Ann.  Chim. 
Phys.  1840,  [ii.]  75,  218),  who  named  it  cirosie. 
Cold  alcohol  removes  some  colouring  matter, 
chlorophyll  probably,  but  does  not  dissolve  the 
wax.  The  purified  wax  can  be  obtained  by 
removing  the  portion  soluble  in  cold  alcohol,  then 
dissolving  in  boiling  alcohol,  cooling,  pressing, 
driving  off  the  alcohol,  and  melting.  It  is  dull 
yellow,  hard,  and  can  be  powdered ;  it  is  in- 
soluble in  water,  cold  alcohol  and  cold  ether; 
hot  ether  dissolves  it  to  some  slight  extent, 
and  deposits  it  on  cooling  in  small  crystalline 
grains ;  boiling  alcohol  dissolves  it  completely, 
and  the  solution  on  cooling  becomes  semi-solid, 
just  as  does  an  alcoholic  soap  solution.  It 
melts  at  82°  and  solidifies  at  80°,  and  its  sp.gr. 
ia  0-961  at  10°.    When  made  into  a  taper  it 
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bums  with  a  fine"  white  flame  like  wax  or 
spermaceti, 

Analyses,  of  the  wax  were  made  by  Dumas 
.(«6»(?,222)  and  Lewy  {ibid.  1845,  [iii.]  13, 451)  who 
assigned  formulee  to  it  on  the.  supposition  that  it 
was  a  single  compound,  but  from  Wijnberg's  ex- 
p,eriments  (Het  Bietwas  en  de  Mogelijkheid  zijnei 
Teohnisohe  Winning,  1909 ;  J.  Soc.  Chem.  Ind. 
1909,  28,  991)  the  wax  appears  to  contain  about 
45  p.e.  of  mjrricyl  alcohol  OaoHjjO,  and  also  a 
substance  with  a  composition  corresponding  to 
CsjH^O,  which  is  neither  an  ester  nor  a  primary 
alcohol,  since  it  yields  no  hydrogen  when  heated 
with  soda  lime.  Prinsen  Geerfigs  (Arch.  v.  d. 
Java-Suikerindustrie,  1893,  1,  67)  also  examined 
the  wax. 

In  the, manufacture  of  cane  sugar  the  juice 
is  purified  by  treatment  with  lime  and  heatmg  ; 
the  resulting  muddy  precipitate  is  filtered  off 
and  forms,  a  waste  product.  Wijnberg  proposes 
to  extract  the  wax  from  this  by  the  use  of 
benzine  or  other  solvents  and  utilise  it  (Fr.  Pat. 
397843,  1908).  He  finds  that  the  extract  from 
fresh  mud  contains  a  large  proportion  of  fatty 
matters  besides  the  wax,  but  that  in  mud  which 
has  been  kept  for  some  time  the  fatty  matters 
undergo  a  kmd  of  fermentation,  and  are  decom- 
posed and  a  product  is  obtained  approximating 
more  closely  to  the  wax  got  by  scraping  the 
cane.  It  is  stated  that  extractioit  of  the  wax 
has  been  undertaken  in  Java.  The  subject  is 
treated  of  very  fully  in  Wijnberg's  book  men- 
tioned above.  H.  H.  R. 

WEED  KILLERS.  The  best  weed  killer 
for  the  purpose  of  the  agriculturist  is  generally 
the  hoe  in  some  form  or  other,  aided  by  the 
sun  and  wind.  To  permit  of  The  ready  discrimi- 
nation, by  mechanical  means,  between  the  crop 
and  the  accompanying  weeds  is  one  of  the- most 
important  advantages  of  regular  drilling  or 
planting.  It  is  only  in  a  few  cases  that  the 
farmer  can  derive  much  advantage  from  the 
application  of  chemical  methods  of  destroying 
weeds,  since,  as  a  rule,  any  means  which  will 
destroy  weeds,  will  render  the  soil,  for  a  time  at 
least,  unfitted  for  the  growth  of  any  plant. 

For  destroying  all  vegetation,  e.g.  for  keeping 
garden  paths  free  from  weeds,  any  general  plant 
poison  may  be  used.  Of  these  there  are  many ; 
indeed  any  soluble  salt,  applied  in  strong  solu- 
tion, will  kill  plants  by  producing  plasmolysis. 
In  practice,  strong  solutions  of  common  salt, 
10  p.c,  i.e.  1  lb.  per  gallon ;  dilute  sulphuric  acid 
(1  part  in  25  to  30  of  water) ;  dilute  solution  of 
phenol  (about  1  oz.  commercial  carbolic  acid  to 
a  gallon  of  water);  of  sodium  arsenite  (about 
1-5  p.c.  solution) ;  or  of  calcium  sulphide  (made 
by  .boiling  1  part  of  sulphur  with  50  parts  of 
i^ter  and  10  parts  of  quicklime)  are  often  used, 
the  liquid  being  simply  applied  to  the  surface 
of  the  walks  from  a  watering  pot,  which  should 
be  well  painted  on  the  inside.  Sulphides, 
thiocyanates,  and  sulphites  act  as  effective 
-plant  poisons,  and  to  theii'  presence  the  poisonous 
action  of  fresh  '  gas  lime  '  is  largely  due.  Many 
metalUc  salts  act  as  plant  poisons,  even  in 
excessively  dilute  solution.  According  to  Coupin 
(Compt.  rend.  1901,  645)  the  weakest  solutions 
of  the  various  salts  which  had  an  injurious  effect 
upon  the  growth  of  the  roots  of  the  seedlings  of 
wheat,  contained  1  part  of  the  anhydrous  salt 
and  the  following  parts.of  distilled  water  :^-    .- 


Copper  sulphate  .  .  700,000,000 
Mercuric  chloride  ,  .  30,000,000 
Cadmium  chloride  ,       10,000,000 

SUver  nitrate  .  .         1,000,000 

Zinc  sulphate  .         .  ,  40,000 

Lithium  chloride    .         .  12,000 

Calcium  iodide        .         .  10,000 

Barium  nitrate       ,         .  4,200 

Borax  ....  1,000 

Manganese  chloride         .  1,000 

Calcium  bromide    .         .  400 

Calcium  chloride     .         .  200 

.  The  extreme  dilution  of  the  copper  sulphate, 
which  can  produce  a  poisonous  effect,  vihen 
applied  in  solution  to  the  roots,  is  remarkable.  In 
the  presence  of  soil,  however,  many  of  these 
substances,  including  copper  sulphate,  are  con- 
verted into  insoluble  and  harmless  compounds. 

But  the  use  of  these  plant  poisons  in  agri- 
cultural practice  is  limited,  owing  to  the  difficulty 
of  restricting,  their  action  to  the  weeds.  In 
some  countries,  where  a  particular  weed  has 
become  a  scourge,  recourse  to  these  drastic 
measures  is  sometimes  made,'  e.g.  prickly  pear 
in  Cape  Colony  has  been  destroyed  in  many 
districts  by  the  use  of  sodium  arsenite,  or  of 
solutions  of  arsenical  sheep  dips,  1  or  2  p.c. 
solution  of  the  former  being  sprayed  over  the 
uprooted  trees,  which  then  die  and  can  after- 
wards be  burnt. 

Of  more  importance  to  the  farmer  is  the  dif- 
ferential or  selective  poisonmg  of  weeds,  by  the 
use  of  solutions  which,  while  destroying  certain 
weeds,  produce  no  injurious  effect  upon  the  crop 
itself. '  The  best  known  of  such  methods  is  in  the 
destruction  of  charlock  or  ^nld  mustard  (Sina/pis 
arvensis  [Linn.]  or  Brassica  Sinapistrum  [Boiss.]), 
The  method,  due  to  an  accidental  observation 
by  Girard  in  France,  in  1897,  is  to  spray  the 
barley  or  oat  field  infested  with  the  charlock 
in  the  spring,  when  the  charlock  plants  are 
about  2  or  3  ins.  high,  with  from  40  to  70  gallons 
per  acre  of  a  3  p.c.  solution  of  crystallised 
copper  sulphate,  best  on  a  still,  dry,  duU  day. 
Unless  rain  soon  follows  the  spraying,  in  which 
case  the  result  is  spoiled,  it  will  be  found  that 
the  charlock  plants  quicUy  blacken  and  die, 
while  the  barley  or  oats  and  clover  (if  that  be 
also  present)  are  uninjured.  In  addition  to 
charlock,  known  in  various  districts  as '  ketlock,' 
'  wOd  mustard,'  '  yellow  flower,'  and  in  Ireland 
as  '  preshaugh,'  other  cruciferous  weeds,  of  which 
'  runches  '  {Baphanus  raphaniatrum)  is  the  most 
important,  can  be  killed  by  the  same  treatment. 
Ferrous  sulphate  in  10  or  12  p.c.  solution  may  be 
substituted  for  the  copper  sulphate,  but  accord- 
ing to  experience  in  Ireland  (Leaflet  No  6, 
Dept.  of  Agric.  and  Tech.  Instruction  for  Ireland, 
1901)  is  not  so  efficient.  Cereals,  clovers  (and 
most  other  Uguniinosce)  are  uninjured  by  the 
treatment,  but  docks  and  thistles,  although  not 
usually  killed,  are  seriously  checked  in  growth. 

Various  explanations  of  this  differential 
action  of  copper  and  iron  sulphate  solutions  have 
been  offered.  Girard  ascribed  it  to  the  solution 
being  retained  by  the  rough  and  more  or  less 
horizontal  leaves  of  the  charlock,  while  the 
smooth  erect  leaves  of  the  cereals  would  permit 
of  the  solution  running  off.  Against  this  is  the 
fact  that  other  plants  with  horizontal  leaves, 
e.g.  clovers,  suffer  little  damage.  Another 
possible,  explanation  is  that  interaction  between 
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the  metal  of  the  copper  or  iron  sulphate  and 
the  sulphur  compounds  which  are  characteristic 
.  of  the  criicijerce,  may  take  place  and  lead  to  the 
.  destruction  of  the  plant. 

A  third  and  probable  theory  is  that  the  cell 
walla  of  the  leaves  of  charlock  are  thinner  or 
weaker  than  those  of  cereals,  and  more  readily 
permit  of  plasmolysis  being  set  up,  when  they 
are  brought  into  contact  with  saline  solutions 
applied  to  the  exterior  of  the  leaves.  This  view 
receives  some  support  from  the  fact,  observed 
by  Heinrich  (Jahresb.  fur  Agrioultur-Chemie, 
1901,  351),  that  15  or  20  p.o.  solutions  of  sodium 
aitrate,  ammonium  sulphate,  or  potassium 
chloride — substances  which  cannot  exert  any 
chemical  toxic  effect — are  also  effective  in 
destroying  charlock.  Moreover,  the  importance 
of  a  dull,  still,  dry  day  for  the  spraying,  which  is 
always  shown  in  field  trials,  is  in  acqprdance 
with  this  explanation,  for  under  such  conditions, 
the  droplets  of  the  solution,  deposited  on  the 
leaves  of  the  plant,  would  retain  their  original 
concentration  for  a  longer  period  than  on 
windy  or  sunny  days  when  evaporation  would 
be  hastened. 

The  experience  of  the  Irish  Department  of 
Agriculture  is  that  from  50  to  70  gallons  per 
acre  of  a  3  p.c.  solution  of  copper  sulphate, 
under  favourable  conditions  of  weather,  is  the 
most  effective  spray  for  destroying  charlock  in 
cereal  crops,  and  that  even  vfhen  the  weed  has 
come  into  flower,  it  can  be  successfully  destroyed 
by  this  treatment,  whilst  the  cereals  and  clover 
,are  uninjured. 

A  certain  amount  of  indirect  '  weed  '  killing 
can  be  achieved  by  suitable  manuring ;  thus  the 
growth  of  grasses  is  favoured  at  the  expense  of 
admixed  leguminous  plants,  by  repeated  appli- 
cations of  nitrogenous  manures,  yrmlst  the  oppo- 
site effect  is  produced  by  application  of  cal- 
careous, phpspbatic,,  and  potash  manures  with 
avoidance  of  nitrogenous  ones.  But  this 
method  is  of  limited  application,  and  is  rarely 
of  service  to  the  farmer.  It  may,  however,  be 
used  in  the  adjustment  of  the  relative  propor- 
tions of  grasses  and  clovers  in  a  lawn.  But  for 
the  destruction  of  the  more  important  and 
troublesome  weeds  of  the  farm  and  garden 
reliance  has  chiefly  to  be  placed  upon  the 
mechanical  method^  of  cultivating  the  SOU  at 
the  most  suitable  season.  H.  I. 

WEISSENFELS  LIGNITE  RESINS  v.  Bbsins. 

WEISS6ILTIGERZ  or  WEISSGULTIGERZ 
■V.  Freiberqite. 

WELD  is  the  dried  herbaceous  plant  known 
as  the  Boseda  Ivieola  formerly  cultivated  to  a 
considerable  extent  in  IVanoe;  Germany,  and 
Austria,  Its  cultivation  in  this  country  has 
nearly  ceased,  because  not  only  is  the  quantity 
of  colouring  matter  present  very  small,  but  the 
carriage  of  the  plant,  owing  to  its  bulky  nature, 
is  extremely  expensive.  A  special  interest, 
however,  attaches  to  weld,  for  it  is  said  to  be  the 
oldest  European  dyestuff  known,  and  was  used 
by  the  Gauls  and  other  nations  dwelling  north 
of  the  Alps  in  the  time  of  Julius  Ceesar. 

The  plant  attains  a  height  of  about  3  feet, 
is  pale  brown  in  colour,  and  is  sold  in  sheaves 
like  straw.  The  colouring  matter  is  disseminated 
throughout  the  entire  plant,  but  the  greater 
quantity  occurs  in  the  upper  extremity  and  the 


Lvieoliix,  the  main  colouring  matter  of  weld, 
was  examined  by  Chevreul  (J.  Chim.  Med, 
6,  157 ;  Annalen,  82,  63),  who  obtamed  it 
in  a  crude  condition;  its  isolation  in  a 
state  of  chemical  purity  was  first  achieved 
by  Moldenhauer  (Annalen,  100,  180),  who 
assigned  to  it  the  formula  CjoHuOg.  It.  was 
subsequently  investigated  by  Schiitzenberger 
and  Paraf  (Bull.  Soo.  chim.  1861,  [i.]  J8),  who 
proposed  the  formula  CiaHjOs  and  purified  it 
in  a  somewhat  novel  manner  which  is  worthy  of 
mention.  Weld  was  exhausted,  with  alcohol, 
the  extract  evaporated,  and  treated  with  water, 
which  threw  down  a  dirty  greenish  precipitate. 
This  was  collected,  introduced  with  a  little 
water  into  a  sealed  tube  and  heated  to  250°. 
On  cooling  the  sides  of  the  tube  were  found  to 
be  coated  with  golden-yellow  needles  of  luteolin, 
and  the  impurities  had  collected  at  the  bottom 
of  the  tube  to  form  a  resinous  cake. 

Hlaziwetz  suggested  that  luteolin  had  the 
formula  C15H15O5,  and  was  isomeric  with  the 
paradiscetin,  which  he  obtained  during  the 
fusion  of  quercetin  with  alkali  (Annalen,  112, 
107). 

For  the  preparation  of  luteolin  in  quantity 
Perkui  (Chem.  Soc.  Trans.  1896,  69,  206,  799) 
employs  weld  extract. 

300  grms.  of  the  extract  dissolved  in  3  litres 
of  water  is  treated  with  100  c.c.  of  hydrochloric 
acid  (33  p.c),  and  the  mixture  is  digested  at 
the  boiling  temperature  for  some  hours.  A 
quantity  of  a  black  resinous  substance  separates, 
which  is  collected  while  hot,  and  the  filtrate, 
which  contains  the  colouring  matter,  is  allowed 
to  stand  for  12  hours.  A  brown  precipitate  of 
impure  luteolin  is  slowly  deposited,  and  is 
coUeoted,  washed,  and  dissolved  in  a  little  hot 
alcohol.  On  pouring  this  solution  into  ether, 
the  main  bulk  of  the  impurity  is  precipitated, 
and  the  ethereal  liquid  on  evaporation  yields 
a  yellow  residue,  which  is  crystallised  from 
dilute  alcohol.  The  product  in  addition  to 
luteolin  contains  apigenin  (Chem.  Soc.  Trans. 
1900,  77,  1315),  and  the  latter  can  only  be 
removed  with  certainty  by  the  following  method. 
The  mixture  dissolved  in  boiling  glacial  acetic 
acid  is  treated  with  a  few  drops  of  strong  hydro- 
chloric acid ;  this  causes  the  almost  immediate 
separation  of  luteolin  as  hydrochloride,  whereas 
the  apigenin  remains  in  solution.  The  hydro- 
chloride is  collected,  decomposed  by  water,  and 
the  luteolin  crystallised  from  dilute  alcohol. 

Luteolin  CisHjoO,  crystallises  in  yellow 
needles  or  leaflets,  m.p.  327°-329°  (Perkin), 
327°  (Kostanecki,  Ed4ycki  and  Tambor,  Ber. 
1900,  33,  3416),  soluble  in  alkaline  solutions 
with  a  yellow  coloration.  With  alcoholic  lead 
acetate  it  gives  a  bright  yellow  precipitate,  and 
with  alcoholic  ferric  chloride  a  green  solution. 

Imteolin  mlphaU  Cj  jHjoOj-H  jSO,,  orange-red 
needles;  luteolin  Ai/dnodidcOisHioOj-HI, orange 
prisms;  luteolin  hydrobromide 

C,5Hi„0,-HBr,HjO, 
ochre  needles ;  and  luteolin  hydrochhride 

0,sHi„0,-HCl,HjO 
(Perkin;  I.e.)  are  readily  prepared-  by  the  action 
of  the  acids  on  luteolin  in  the  presence  of  boiling 
acetic  acid.  By  treatment  'with  wa,ter  th^se 
compounds  are  quantitatively  decomposed  into 
luteolin  and  the  acid. 
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MoHOpotassium  luteolin  CjsHjOjK,  fine 
yellow  needles,  from  luteolin  by  means  of  alco- 
holic potassium  acetate,  is  decomposed  by  boiling 
water  with  separation  of  luteolin.  The  sodium 
compound  GaoHuOjjNa  behaves  similarly. 

Teira-acetyl  luteolin  GisH|,0j(C2H30)4,  Per- 
kin,  also  Herzig  (Ber.  1896,  29,  1013),  colour- 
less needles,  melts  at  221°-223''  (P.),  i.iS'-IIT 
(H.).  Tetrabenzoyl  luteolin  CijH.OjICjHsO),, 
colourless  needles,  melts  at  200°-201°  (P.). 

Dibromluteolin  CijIIgBrjO,,  yellow  needles, 
melts  at  305°. 

By  the  action  of  nitric  acid  on  luteolin 
Eochleder  (Zeitsch.  Chem.  1886,  602)  obtained 
oxalic  acid,  and  with  fused  alkali  protocatechuic 
acid  and  pJiloroglucinol.  Digested  with  boiling 
50  p.c.  potassium  hydroxide  solution,  phloro- 
glucinol  and  acetykatechol  are  produced  (Perkin 
and  Horstall,  Chem.  Soc.  Trans.  1900,  77, 1322). 


Jf!0— ( 


'CO— OH, 


OH 
OH 


When  methylated  in  the  usual  manner 
luteolin  behaves  somewhat  peculiarly,  for  it 
yields,  in  addition  to  luteolin  trimethyl  ether,  also 
methyl  luteolin  trimethyl  ether  (P.  and  H.). 

Luteolin  trimethyl  ether  Ci5H,03(OCH3)3, 
lemon-yellow  needles,  m.p.  161°-163°,  forms  a 
monoacetyl  derivative  C,5H,03(C2HjO)(OCH3)3, 
colourless  prisms,  m.p.  156°— 158°,  and  with 
alcoholic  potash  gives  a  bright  yellow  crystalline 
salt,  which  is  decomposed  by  water. 

On  hydrolysis  with  alcoholic  potash  at  170° 
the  trimethyl  ether  gives  veratric  acid,  and  pMoro- 
glucinol  monomethyl  ether,  which  was  isolated  in 
the  form  of  disazobenzene  phloroglucinol  memo- 
methyl  ether,  orange  needles,  m.p.  251°-252°. 

Methyl  luteolin  trimethyl  ether 
C,.Hs03(OCH3)3, 
melts  at  191°-192°,  and  the  monacetyl  derivative 
C„H303(OCH3)3(C3H,0)  at  175°-176°.  By 
means  of  alcohoUc  potash  veratric  acid  and 
methyl  phloroglucinol  methyl  ether  (identified  as 
disazobenzene  methyl  phloroglucinol  monomethyl 
ether,  orange-red  needles,  m.p.  198°-201°)  are 
produced. 

By  digestion  with  boiling  hydriodio  acid 
methyl  luteolin  C],H,oO,,  yellow  leaflets,  is 
formed,  m.p.  about  307°-309°,  and  gives  an  acetyl 
compound  melting  at  235°-236°. 

Perkin  (I.e.)  assigned  to  luteolin  the  con- 
stitution of  a  tetrahydroxyflavone 

oh/V^ 


>0H 


\/\co/ 

OH    ^" 

and  the  more  recent  synthesis  of  this  colouring 
matter  by  v.  Kostanecld,  Rdzycki  and  Tambor 
[I.e.)  has  indicated  that  this  formula  is  correct. 

When  phloracetophenone  trimethyl  ether  is 
cc^ndensed  with  ethyl  veratrate  it  gives  2:4: 
f( :  3' :  4'  pentamethoxybenzoylacetophenone, 

/^— OCH,   CO-/~^OCH, 


OCH, 


OCH, 


10 — c: 


H, 


OCH, 


and  this  by  long  digestion  with  boiling  hydriodic 
acid  (sp.gr.  1-96)  is  converted  into  luteolin. 


When  air  is  aspirated  through  alkaline 
solutions  of  luteolin  (aid  also  those  of  chiysin 
and  apigenin),  oxidation  does  not  occur.  Thig 
property,  according  to  Perkin  (I.e.),  distinguishes 
the  colouring  matters  of  the  flavone  from  those 
of  the  flavonol  class,  which  are  readily  oxidised 
by  this  treatment. 

It  has  already  been  stated  that  weld  contains 
a  second  colouring  matter  Apiginin,  v.  Parsley, 

Dyeing  properties  of  weld.  The  importance 
of  weld  as  a  dyestuff  in  silk  and  wool  dyeing 
has  greatly  diminished  in  consequence  of  ite 
low  colouring  power  compared  with  quercitron 
bark,  flavin,  and  old  fustic.  This  in  one  respect 
is  unfortunate,  because  of  all  the  natural  yellow 
colouring  matters,  it  yields  the  purest  and 
fastest  shades.  In  conjunction  with  aluminium 
and  tin  mordants  it  gives  very  bright  pure 
lemon'>yellow  colours,  and  these  do  not  change 
to  an  olive  or  reddish  tint  as  is  the  case  with 
other  vegetable  yellows.  With  chromium  and 
iron  mordants  weld  gives  yellowish  and  greenish 
oUves  respectively.  For  yellow,  wool  and  silk 
are  mordanted  with  alum  and  tartar  in  the  usual 
manner  and  dyed  subsequently  in  a  decoction 
of  weld  with  the  addition  of  chalk  to  the  dye- 
bath.  Weld  alumina  yellow  is  to  some  extent 
still  employ  ed~  for  certain  army  cloths  and  braid 
in  this  country.  For  silk  dyeing,  weld  extract 
is  manufactured  in  small  quantity,  and  is  used 
for  the  production  of  yellow  and  olive  colours. 

A.  G.  P. 

WELDING  (Sonde,  Fr. ;  Schweissen,  Ger.) 
is  the  joining  of  two  pieces  of  metal  under  the 
hammer  at  a  sufficiently  high  temperature. 

WESELSKY'S  DYES  v.  OxAzori:  coloubino 

MATTERS. 

WESTFALITES.  Explosives  consisting  of 
mixtures  of  ammonium  nitrate  and  resin,  with 
or  without  potassium  nitrate,  v.  Explosives. 

WETTER  DYNAMITE,  WETTEREN  POW- 
DER, V.  KXPLOSIVES. 

WHALE  OIL  is  obtained  from  the  blubber 
of  various  species  of  the  genus  Balaena,  viz. 
Balaena  mysticetus,  Greenland  or  '  right '  whale 
(northerh  whale  oil) ;  Balaena  australis  (southern 
whale  oil) ;  Balaenoptera  longimana,  Balaenop- 
tera  musculus  (common  rorqual,  the  largest  of 
all  known  animals),  Balaenoptera  borealis 
(northern  or  Rudolphi's  rorqual;  finback  oil, 
finner-whale  oil,  humpback  oil) ;  Nedbalaena 
marginata  (Australian  whale) ;  Bhachianectes 
glauca.  Cope  (Japan).  Other  cetaceans,  the 
zoological  species  of  which  have  not  been  deter- 
mined yet,  or  which  are  identical  vrith  the  fore- 
going species,  are  known  as  bowhead  whale, 
Califomian  grey  whale,  orca  or  killer  whale, 
beluga  or  white  whale ;  these  are  chiefly  caught, 
by  American  whalers  in  the  Northern  Pacific. 
The  northern  whale  oil  is  the  '  train  oil '  of 
commerce  proper  ;  but  this  name  has  become  a 
generic  name,  and  has  been  extended  to  all  other 
blubber  oils '  included  in  this  group  and  even 
to  fish  oils  (see  Oils,  Fixed,  and  FatS). 

The  blubber  of  whales  caught  in  the  northern 
seas  of  Europe  was,  in  the  early  days  of  the 
whaling  industry,  '  tried  '  on  board  the  whalers ; 
but  in  consequence  of  the  low  yield,  and  also  of 
the  low  quality  of  oil  thus  obtained,  the  whales 
are  now  brought  into  the  '  trying '  stationa 
situated  in  Finmarken,  on  the  Lofotes,  Faro, 
Shetland,  Hebrides,  and  in  Iceland. 
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To  a  large  extent  the  American  whalers  still 
'  try '  the  blubber  on  board  ship  and  deliver 
the  crude  oil  into  the  refineries  of  New  Bedford, 
Mass.,  on  the  east  coast,  and  of  San  Francisco 
on  the  west  coast.  In  British  Columbia  the 
most  modem  methods  {«ee  below)  are  now  in 
vogue. 

During  recent  years  a  very  extensive  whale 
oil  industry  has  sprung  up  in  the  whaling 
grounds  adjacent  to  the  South  African  coast, 
especially  to  that  of  Natal.  The  whale,  killed 
by  a  gun  shot,  is  blown  up  with  air  so  as  to  float 
the  carcase,  which  is  brought  immediately  into 
the  trying  stations.  When  the  whale  is  hoisted 
on  to  a  working  platform  where  the  blubber  is 
stripped  clean  from  flesh,  and  care  is  taken  to 
leave  as  little  flesh  as  possible  on  the  blubber. 
The  latter  is  then  cut  into  strips,  which  are 
thrown  into  chopping  machines,  whence  the 
comminuted  mass  is  immediately  delivered  into 
melting-pans,  and  '  boiled  '  with  steam.  Five 
different  qualities  of  whale  oil  are  produced. 
The  best  quality  is  the  oil  which  first  runs  off 
the  blubber  at  the  lowest  temperature,  known 
in  commerce  as  '  Whale  Oil  No.  0 ' ;  it  is  of  a 
pale-yellow  colour,  and  has  but  a  faintly  fishy 
smell.  This  oil  contains  a  very^small  quantity 
of  free  fatty  acids.  The  best  brands  are  '  water- 
white,'  and  are  free  from  volatile  fatty  acids. 
On  further  boiling,  the  second  quality — '  Whale 
Oil  No.  1 ' — ^runs  off ;  it  is  a  Uttle  darker  in 
colour,  although  still  pale  yellow.  Its  fishy  smell 
is  more  pronounced  than  the  oil  of  the  first 
running. 

These  two  qualities  of  oil  are.stored  in  large 
vessels,  whereby  they  become  clarified  whilst 
depositing  '  stearine,'  which  is  filtered  off, 
pressed  in  hydraulic  presses,  and  sold  as  '  whale 
tallow,'  '  whale  stearine,'  for  soap-making. 

The  residual  mass  in  the  boiling  pansy 
together  with  the  flesh  of  the  whale,  is  cut  up 
into  strips  or  fairly  large  lumps,  and  is  '  tried 
down  '  in  a  digester  under  a  pressure  of  40-50 
lbs.  The  oil  classed  as  '  No.  2  oil '  is  thus  ob- 
tained. This  oil  has  a  bro^vn  colour  and  a 
^  strongly  developed  fishy  smell ;  its  proportion  of 
free  fatty  acids  is  considerably  higher  than  in 
'  ojl  No.  1.'  In  some  stations  '  whale  oil  No. 
2 '  is  made  from  €fie  blubber  residues  only,  and 
does  not  contain  any  oil  from  the  flesh.  Hence 
it  represents  a  superior  article  to  the  'No.  2  oil.' 

The  bones  are  worked  up  in  the  same 
manner,  and  yield  a  still  inferior  quality  of  oil. 
Such  oil  ('whale  oil  No.  3  ')  is  darker  still,  has  a 
more  strongly  developed  odour,  and  a  high 
percentage  of  free  fatty  acids.  '  Whale  bone 
oil '  of  commerce  is,  however,  not  exclusively 
made  from  the  bones,  except  in  those  cases 
where  the  product  is  sold  under  guarantee  as 
'  bone  oil.' 

All  these  operations  are  carried  out  with 
the  greatest  rapidity  and  precision  simulating 
the  routine  of  the  Chicago  packing  houses  which 
have  served  as  a  prototype  to  the  arrangement 
of  a  modem  whaling  station. 

In  the  old  whaling  stations  where  the  carcase 
cannot  be  handled  so  expeditiously,  the  oil 
remains  for  a  longer  or  shorter  time  in  contact 
with  the  flesh,  which  rapidly  undergoes  putre- 
factive changes.  The  oil  suffers  in  consequence 
and  becomes  dark,  and  is  more  objectionable  as 
regards  smell  and  free  fatty  acids  than  the 


preceding  qualities.  This  oil  is  known  in  the 
trade  as  '  carcase  oil,''  '  whale  oil  No.  4.' 

The  residue  remaining  after  the  removal  of 
the  oil  is  worked  up  for  manure,  '  whale  guano.' 

This  process  is  carried  out  in  Newfoundland 
•(at  Balena)  Pacific  coast,  and  South  Africa, 
where  the  Government  has  established  several 
new  plants.  The  carcasses  of  the  whale  are 
there  completely  used  up  in  the  manufacture  of 
oil,  '  stearine','  bone  meal  or  bones,  and  other 
articles  of  commerce. 

If  the  whale  is  landed  in  a  perfectly  fresh 
state,  cattle  meat  can  be  prepared  from  the 
fresh  meat,  as  is  being  done  in  Iceland  arid  ii> 
the  Faro  Islands,  and  in  South  Africa.  Some 
fresh  meat  is  also  consumed  by  the  inhabitants 
locally  (Iceland  and  Faro  Islands). 

The  '  right  whale  '  oil  is  of  better  quality 
than  the  '  southern  whale  '  oil.  .  The  '  finner 
whale  '  oil  is  of  still  lower  quality.  Hence  the 
finner  whale  was  formerly  neglected  by  the 
whalers,  but  at  present  even  this  kind  of  whale  is 
eagerly  pursued  by  them  along  the  coasts  of 
Norway  and  Newfoundland,  as  also  to  a  smaller 
extent  on  the  Asiatic  coast  of  Russia,  and  the 
coast  of  Japan.  For  the  chemical  character- 
istics of  whale  oil,  see  Oils,  Fixed,  and  Fats. 

The  chemical  composition  of  the  whale  oil 
fatty  acids  has  not  yet  been  established  satis- 
factorily. The  deposited  '  stearine  '  consists  to 
a  large  extent  of  palmitin.  The  iodine  value 
of  a  sample  of  pressed  cake  examined  in  the 
author's  laboratory  was  37'9.  ;  Volatile  fatty 
acids  are  absent ;  the  high  Beichert  values 
recorded  by  earlier  observers  are  undoubtedly 
due  to  the  specimens  examined  having  been 
highly  rancid.  The  liquid  fatty  acids  are 
characterised  by  the  occurrence  of  clupanodonic 
acid,  of  which  about  10  p.c.  can  be  isolated  from 
whale  oil  in  the  form  of  its  octobrOmide. 

Whale  oil  is  not  infrequently  adulterated 
with  rosin  oil,  the  detection  of  which  is  simple. 
More  difficult  is  the  detection  of  admixed  seal 
oil,  on  account  of  the  great  similarity  of  the  two 
oils  ;  at  present  this  is  practically  impossible 
by  chemical  means  ;  taste  alone  permits  the 
recognition  of  seal  oil. 

The  '  water-white  '  and  -'  pale  '  brands  of 
whale  oil  are  used  as  burning  oU,  and  very 
extensively  in  soap-making.  The  lower  qualities 
are  employed'for  leather-dressing. 

Whale  oil  is  also  used  as  a  batching  oil  for 
jute,  for  tempering  steel,  and.  as  a  lubricant  for 
screw-cutting  machines.  J.  L." 

WHEEL  ORE  v.  BoiniNONiTB. 

WHETSLATES  v.  Whetstone. 

WHETSTONE.  Some  of  the  finest  whet- 
stones for  sharpening  edged  tools,  such  as  the 

*  Arkansas  stones,'  are  made  from  novaculitf.,  a 
rock  so  called  from  novacvla,  a  razor.  The 
sharpening  quality  is  said  to  be  due  to  the  pre- 
sence of  disseminated  crystalline  silica,  or,  in 
some  varieties,  to  minute  crystals  of  garnet  or 
rutile.  The  rock  is  so  hard  that  it  has  to  be  cut 
with  diamond  dust.  Some  of  the  pure  white 
novaculite  seems  to  he  a  silicious  deposit  from 
hot  springs,  whilst  other  varieties  are  altered 
schistose   rocks    of    fine   grain.     The    so-called 

•  Hindostan  whetstone'  is  worked  in  the  State  of 
Indiana,  whilst  the  stone  known  as  '  chocolate 
whetstone'  is  a  mica-schist  from  New  Hamp- 
shire;    The  famous  '  German  razor  hones  '  are 
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formed  of  a  fine-grained  argillaceous  rock,  occur- 
ring in  slate  near  Batisbon.  The  Scotch  '  snake 
stone  '  or  '  Water-of-A3rr  stone  '  is  used  for  rub- 
bing down  the  surfaces  of  other  stones  and  of 
copper-plates.v  '  Tarn  o'.  Shanter  hones '  are 
employed  as  ordinary  whetstones.  Coarse  whet-' 
stones,  used  chiefly  for  scythes,  have  been 
worked  for  many  years  near  BlackdoWn  in 
Devonshire,  and  are  known  as  '  Devonshire 
batts.'  They  are  made  from  silioious  concre- 
tions embedded  in  sand,  probably  of  Upper 
Greensand  age.  Somewhat  similar  scythe  stones 
have  been  worked  at  Penzlewood  near  Stdurton 
in  Wiltshire. 

(H.  B.  Woodward,  Geol.  Eng.  1887  ;  Renard, 
Mem.  Ac.  TR.  Belgiqne ;  Rep.  Geol.  Surv. 
Arkansas,  1890,  vol.  3,  Whetsones,  by  L.  S. 
Griswold ;  G.  P.  Merrill,  The  Non-Metallic 
Minerals,  2nd  ed.  New  York,  1910) ;  v.  Oilstone. 

WHISKEY.  The  term  'whiskey,'  applied 
to  the  national  beverage  of  Scotland  and  Ireland, 
only  came  into  common  use  in  the  latter  part  of 
the  eighteenth  century,  and  is  derived  from  the 
Celtic  '  uisque-beatha  '  or  '  usquebaugh,'  mean- 
ing '  water  of  life,'  no  doubt  in  reference  to  its 
stimulating  properties.  A  similar  signification 
is  seen  iii  the  terms  applied  to  strong  alcoholic 
liquors  in  other  countries,  as  '  aqua  vitse,'  and 
'  eau  de  vie.'  Bums  employs  the  three  terms 
'  aqua  vitae,'  '  useqnbse,'  and  '  whiskey '  synony- 
mously. 

The  introduction  of  the  manufacture  of 
alcohol  into  Europe  is,  as  the  Word  suggests, 
due  to  the  Arabs,  but  in  the  grape-growing 
countries  of  the  south,  the  spirit  is  naturally 
produced- chiefly  from  wine,  and  in  the  north, 
from  different  kinds  of  grain,  the  difEerenfe 
materials  used  giving  rise  to  the  distinctive 
flavours  characteristic  of  the  spirits  of-  different 
countries.  ' 

In  Scotland  the  manufacture  of  whiskey 
was  a  subject  for  legislation  as  early  as  the 
sixteenth  century,  and  extracts  from  the 
statutes  show  that  "  aqua  vitse  '  was  not  the 
exclusive  product  of  malted  barley,  but  that 
unmalted  grain  was  also  used  in  the  early  days 
of  spirit  distillation  in  Scotland,  and  this  has 
been  the  practice  in  Ireland  up  to  the  present 
day. 

In  1805,  during  the  Napoleoi^c  wars,  and 
owing  no  doubt  to  the  possibility  of  a  shortage 
in  the  supply  of  grain  for  food,  the  use  of  grain 
for  the  manufacture  of  spirits  was  prohibited 
throughout  the  United  Kingdom. 

In  both  Scotland  and  Ireland  the  pot-still 
was  used  prior  to  the  invention  of  the  patent 
continuous  still  by  Aeneas  Coffey  in  1831,  since 
when  the  patent  still  has  been  increasingly 
employed  for  the  manufacture  of  spirit  from  a 
mixture  of  malt  and  unmalted  grain,  and 
known  locally  as  '  whiskey.'  About  two -thirds 
of  the  potable  spirit  made  in  Scotland  and 
Ireland  at  the  present  time  is  of  this  description. 
The  spirit  produced  from  other  materials  as 
molasses,  rice,  starch,  potatos,  dates,  currants, 
A;c.,  is  almost  invariably  distilled  from  a  'patent 
stiU,'  and  is  used  chiefly  for  industrial. purposes. 
This  applies  particularly  to  the  spirit  made  in 
the  English  distilleries  (about  eight  in  number), 
where  patent  stills  .are  almost  exclusively 
employed."  When  mall  only  is  used  the  whiskey 
in  ptoduced  in  Scotland  chiefly,  and  in'  Ireland 


exclusively,  from  pot-stills.  In  Scotland  there 
are  ISO  cUstilleries,  137  of  which  use  pot-stills 
only ;  10,  patent-stills ;  and  3,  both  pot  and 
patent-stUls.  In  Ireland,  out  of  27  distilleries, 
18  use  pot-stills  only ;  2,  patent-stills  only ;  and 
7,  both  pot-  and  patent-stUls. 

The  different  characters  of  the  various 
kinds  of  whiskey  are  due  to  the  presence  of 
small  amounts  of  secondary  products,  some- 
times referred  to  as  '  impurities  '  or  '  l(y-pro- 
'  ducts  '  (as  esters,  higher- alcohols,  &o.),  rarely 
exceeding  in  the  aggregate  one-half  p.c.  of  the 
ethylic  alcohol  present,  but  sufficient  to  im- 
part a  distinctive  flavour  and  aroma  to  the 
spirit. 

These  differences  in  character  depend  mainly 
upon  (a)  the  kind  and  relative  proportions  of 
the  materials  used  in  the  wash  ;  (6)  the  methods 
of  mashing  and  fermentation  employed ;  and 
(c)  the  type  of  still  used  and  the  manner  in 
which  it  is  worked. 

For  the  processes  of  mashing,  fermentation, 
and  distillation  employed  in  the  manufacture 
of  ordinary  alcohol,  and  for  a  description  and 
diagram  of  Coffey's  patent  still,  see  article 
Alcohol. 

This  is  known  as  '  silent '  or  neutral  spirit, 
but  grain  spirit,  distilled  from  patent  stills, 
when  intended  for  potable  purposes,  is  not  so 
highly  rectified  as  to  be  deprived  of  its  'whiskey ' 
character. 

In  the  manufacture  of  pot-still  whiskey  in 
Scotland,  barley-malt  is  practically  the  only 
material  employed  in  the  mash,  whilst  in  the 
Irish  pot-still  distilleries  the  mash  consists  of 
a  mixture  of  barley-malt  with  unmalted  barley' 
or  other  grain.  The  proportions  vary  with  a 
view  to  securing  particular  flavours  in  the 
whiskey,  but-  a  typical  mash  consists  of  about 
four-fifths  barley  (malted  and  unmalted),'  and 
one-fifth  of  wheat,  oats,  and  rye,  the  propor- 
tions decreasing  in  the  order  of  enumeration. 
Maize  is  generally  excluded  from  the  pot-still 
whiskies. 

Besides  the  formation  of  sugar  by  the  action 
of  diastase  during  the  mashing  process,  other 
substances,  the  exact  nature  of  which  is  not 
thoroughly  understood,  are  obtained  in  solution, 
from  which  the  secondary  constituents  of  the 
finished  whiskey  are  both  directly  and  indirectly 
derived.  According  to  Bell  (Select  Committee  of 
the  House  of  Commons  on  British  and  Foreign 
Spirits,  1890-1)  some  of  the  essential  oils 
naturally  existing  in  the  malt  and  grain,  and  the 
empyreumatic,  and  creosotic  bodies  with  which 
the  malt  becomes  impregnated  during  the 
process  of  .drying  over  peat,  anthracite,  or  coke 
fires,  pass  through  the  operations  in  a  more  or 
less  chemically  unchanged  condition,  thus  . 
imparting  distinctive  characters  to  the  whiskey, 
particularly  when  the  ordinary  pot-still  is 
employed  for  the  distillation. 

Similarly  during  the  process  of  fermentation, 
the  conversion  of  tne  sugar  into  ethyl  alcohol  is 
accompanied  by  other  chemical  changes  resulting 
in  the  formation  of  substances  which  also 
infliience  the  flavour  of  the  finished  whiskey. 
Of  these  the  principal  are  the  higher  alcohols, 
which  have  been  shown  by  Ehrlich  and  others 
to  be  due  to  the  spUtting  up  of  certain  nitro- 
genous substances  (amino  acids)  produced 
by  'th6  peptonising  aotiofa  of  the  malt  iri  the  ' 
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i  process.  The  ultimate  result  is  affected 
by  the  special  nature  of  the  yeast,  the  tempera- 
ture at  which  it  works,  arid  the  time  occupied 
in  fermentation. 

The  simplest  form  of  pot-stiUs  employed  in 
Scotland  are  heated  by  direct  fire,  and  have  no 
special  means  of  rectification.  The  long  neck  of 
the  stiU,  howe^'fer.'although  originally  designed 
siinply  to  prevent  particles  of  the  boiling  mash 
being  mechanically  carried  over  by  frothing  or 
spraying,  incidentally  has  the  further  important 
practical  use  of  effecting  considerable  rectifica- 
tion. 

The  pot-stills  sometimes  have  their  rectifying 
power  increased  by  means  of  perforated  plates 
placed  transversely  in  the  neck  of  the  stil),  or 
by  the  use  of  '  purifiers,'  pipes  or  circular  vessels 
cooled  by  water  and  fitted  between  the  neck  of 
the  still  and  the  condenser. 

Some  stills  are  heated  by  means  of  steam- 
jackets  or  coils  instead  of  direct  fire,  and  this 
difference  in  the  method  of  heating  is  said  to 
have  an  important  influence  on  the  flavour  of 
the  whiskey.  Certain  empyreumatic  bodies  are 
thought  to  be  generated  by  the  open  fire 
method,  but  according  to  Bell,  Sohidrowitz, 
and  Thorpe,  these  are  more  probably  derived 
from  the  peat  or  coke  used  for  heating  the  malt 
kilns. 

In  the  manufacture  of  Scotch  whiskey,  two 
distillations  only  are  usually  made,  .first  from 
the  '  Wash  still '  from  which  the  whole  of  the 
volatile  constituents  are  collected  as '  low  wines ' ; 
and  second,  from  the  'low  wines  still,'  the 
distillate  from  which  is  collected  in  -  three 
fractions,  viz.  (1)  '  foreshots,'  (2)  clean  spirit 
or  '  whiskey,'  and  (3)  'feints.'  The  first  and 
third  fi^actibnB'afe  added  to  the  low  wines  of 
the  next  distilling  period,  and  so  on  throughout 
the  distilling  season,  the  -  residue  left  in  the 
wash  still  ('  pot  ale  '),  and  that  in  the  low-wines 
still  C^  spent  lees  ')  being  run  to  waste. 

.The  whiskey  is  generally  run  off  at  a  strength 
of  11-25  overproof,  but  in  the  Lowlands,  where 
a  third  distillation  or  '  rectification  '  is  generally 
made,  the  strength  of  the  whiskey  distillate'  is 
from  40  to  45  overproof. 

In  Ireland  the  pot-stills  are  generally  much 
larger  than  in  Scotland,  having  sometimes  a 
capacity  of  20,000  gallons.  The  head  of  the  still 
is  shorter,  and  the  still  for  low  wines  and  feints 
is  provided  with  a  '  lyne  arm,'  or  long  pipe 
which  passes  through  a  tub  of  water,  the 
liquid  thus  condensed  between  the  head  of  the 
StiU  and  the  worm  being  conveyed  by  a  '  re- 
turn pipe  '  to  the  body  of  the  stiU.  By  this 
means  a  considerable  degree  of  rectification  is 
effected. 

Three  distillations  are  the  rule  for  Irish 
pot-stm  whiskey,  and  the  fractions  are  more 
numerous  than  in  the  manufacture  of  Scotch 
whiskey,  consisting  of  strong  low  wines,  weak 
low  wines,  strong  feints,  and, weak  feints.  The 
middle  or  '  whiskey  '  fraction  is  also  fun  off  at  a 
higher  strength  than  in  the  Scotch  process,  viz. 
from  24  to  30  overproof. 

The  point  at  which  the  collection  of  fore- 
shots  is  stopped  and  that  of  whiskey  com- 
menced, as  well  as  that  at  which  the  running  of 
whiskey  ceases  and  the  collection  -of  feints 
begins,  is  determined  liy  the  judgment  and 
^experience  of  the  distiller,  but  various  pjmpie 


devices  are  employed  for  testing  the  distillate 
at  different  stsiges,  as  glass  floats  or  hydrometers, 
specific  gravity  beads,  and  samplers  for  testing 
the  distillate  by  dilution  with  water  and  ob- 
serving whether  the  mixture  is  opalescent  or 
clear. 

Scotch  wUsheys  may  be  divided  into  the 
following  five  principal  classes;  (1)  Highland 
malts;  (2)  Lowland  malts  ;  (3)  Campbeltowns  ; 
(4)  Islays  ;  all  made  from  malt  in  pot  stiUs  ; 
and  (5)  grains,  a  name  given  to  patent-still 
whiskeys.  Irish  whiskeys  have  no  correspond- 
ing classification,  all  the  '  self '  or  non- 
blended  whiskeys  being  sold  under  distinctive 
names.  < 

The  secondary  products;  and  therefore  the 
character  of  the  spirit,  are  considerably  affected 
by  the  strength  at  which  the  whiskey  is  run-off. 
Some  of  these  products  (especially  esters)  suffer 
partial  decomposition  in  both  the  mash  and  low 
wines  stiUs,  whilst  others,  of  higher bcfihng-point, 
remain  in  the  stills  and  are  run  to  waste  with  the 
pot  ale  and  spirit  lees.  More  than  two -thirds 
of  the  secondary  products  are  lost  in  this 
manner,  only  from  10  to  30  p.c.  passing  into  the 
finished  whiskey.  (For  the  recovery  and 
utilisation  of  the  esters  left  in  still  residues,  see 
art.  Rum.) 

It  has  not  yet  been  found  possible  to  trace 
a,ny  definite  relationship  between  the  com- 
mercial characteristics  of  various  pot-still 
whiskeys,  and  their,  composition  as.  ascertained 
by  "analysis,  for  the  reason  that  the  secondary 
constituents  are  not  individually  identified  by 
chemical  analysis,  but  are  assessed-  in  -groups- 
consisting  of  members  -of  ,the  same  family 
though  in  varying  proportions,  e.g.  acids,  alde- 
hydes, esters,  and  higher  alcohols. 

There  is  some  reason  to  believe,  from  the 
researches  of  Guareschi  aid  Mosso  (on  behalf 
of  the  Italian  Government),  Vaughan  of  Michigan 
University,  and  Husz  of  Sweden,  that  other 
bodies  may  be  present  due  to  decomposition  of 
albuminous  matter  in  the  grain  and  having 
alkaloidal  properties.  They  are  alleged  to  be 
largely  aceountahle"  for  the  deleterious  effects 
of  spirit  drinking,  but,  if  present,  they  occur  in 
such  minute  quantities  as  to  elude  identification 
hitherto. 

Husz  attributed .  the  unusually  deleterious 
character  of  the  spirits  drunk  in  Sweden  in  a 
certain  year  to  the  use  of  unsound  grain,  and 
Lombroso  has  shown  that  an  alkaloid  having  an 
action  like  strychnine  is  generated  in  decaying 
maize.  Lauder  Brunton,  whilst  attributing 
much  of  the  harmful  effects  of  new  spirit  to 
furfural,  also  supports  the  theory  that  these 
effects  may  be  partly  due  to  the  presence  in 
minute  quantities  of  alkaloidal  bodies,  especially 
in  potato  spirit. 

Schidrowitz  has  determined  the  percentage 
of  nitrogen  in  new  pot-still  whiskies  with  the 
results  shown  below,  but  failed  to  detect  the  least 
trace  of  substances  giving  alkaloidal  reactions. 
The  nitrogen  is  calculated  as  NH3,  and  expressed 
as  grams  per  100  litres  of  absolute  alcohol — 

Highland  malts        .         .         .  009-0-19 

Lowland  malts         .         .- ^  0:11^-30 

Campbeltowns  (malt)      , .         ,  O-08-O-14 

Grains 0'03-0-14 

American  rye  whiskies  (matured)  0'2fl-fl'39 
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No  definite  evidence  was,  however,  obtained 
by  the  Royal  Commission  on  Whiskey,  &c., 
that  the  deleterious  effects  attributed  to  the 
consumption  of  spirits  are  directly  due  to  the 
presence  of  poisonous  secondary  products,  and 
the  bulk  of  the  medicaf  evidence  was  to  the 
effect  that  the  actual  amount  of  the  secondary 
products  is  so  small  compared  with  that  of  the 
ethyl  alcohol,  that  the  physiological  effects 
produced  by  them  must  also  be  extremely  small 
in  comparison  with  those  due  to  the  ethyl' 
alcohol  itself.  It  would  appear  to  follow, 
therefore,  that  whiskey  derived  either  from  pot 
or  patent  still  has  much  the  same  toxic  effect  if 
taken  in  the  same  quantity  and  at  the  same 
alcoholic  strength. 

At  the  same  time,  since  many  siibstances  are 
known  to  produce  marked  effects  on  the  digestive 
system  merely  as  a  result  of  the  sensation  pro- 
duced by  their  flavour,  this  plays  an  important 
part  from  a  dietetic  point  of  view,  and  the.  more 
agreeable  flavour  of  a  mature  whiskey  may  exert 
a  favourable  mental  effect  which  promotes  the 


activity  of  the  digestive  processes,  whilst  the 
unpalatable  flavour  of  new  '  silent '  or  neutral 
spirits  may  tend  to  interfere  with  digestion 
apart  from  the  direct  effect  due  to  the  alcohol 
itself. 

The  methods  usually  employed  for  the 
estimation  of  the  different  groups  of  secondary 
constituents  are  given  in  detail- in  the  Minutes 
of  Evidence  taken  by  the  Royal  Commission  on 
Whiskey  and  other  Potable  Spirits;  1908-9, 
vol.  ii.  App.  Q,  xii.  Thorpe ;  see  also  vol.  i; 
App.  F.  Schidrowitz. 

The  following  tables  give  the  results  of 
analyses  of  various  kinds  of  whiskey  by  Schidro- 
witz, Tatlock,  and  Thorpe,  expressed  in  all 
cases  as  parts  by  weight  in  100,000  parts  by 
volume  of  absolute  alcohol  (e.g.  grams  per 
100  litres). 

Schidrowitz  and  Kaye's ,  results  of  analyses 
of  100  samples  of  the  principal  classes  of  Scotch 
pot-still  whiskey  are  summarised  in  the  following 
table,  showing  the  minima,  maxima,  and 
averages — 


No.  of 
samples 

Description 

Total  acid 

Esters 

Higher 
alcohols 
(A-M) 

Aldehydes 

Furfural 

Average 
total  'im- 
purities-* ; 

39 
16 

16  . 
5 
24 

Highland  malts  >  . 
Lowland  malts 
Campbeltowns 
Islays  . 
Grains 

10-83 

6-60 

12-100 

15-36 

3-69 

33-185 

27-87 

53-140 

40-86 

20-55 

112-235 

82-228 

160-259 

155-200 

33-80 

4-66  ■ 

8-54 

11-85 

17-40 

trace- 17 

1  •6-6-3 

0-5-2 

2-4-80 

3-8-5-2 

0-0-9 

292 
255    > 
335 

294       : 

120      . 

100 

Average     . 

30-9 

60-6 

143 

18-6 

3-2 

252     , 

Analysbs  of  Ibisb  Pot-stiix  Whiskey  (Sohidrowita). 


Description 

Total 
acid 

Esters 

Higher 

alcohols 

(A-M) 

Aldehydes 

Furfural 

Total 

A.  Now 

„    13  years'  plain  wood     . 

B.  New 

„    13  years'  plain  wood     . 

C.  14  years  sherry    . 

B.  Mature        ..... 

7 
29 

6 
32 
87 
67 

34 
38 

28 
47 
87 
59 

145 
185 
233 
264 
226 
147 

12 
6.8 
8 
21 
32 
16 

5-5 
3-3 

4-1 
4-4 
4-5 
2-6 

203 
323 
279 
368 
436 
291 

Average 

38 

■49 

200 

26 

4-1 

317 

Scotch  Patent  Still  Whiskeys  (Schidrowitz). 


Description 

Total 
acid 

Esters 

Higher 
alcohols 
(A-M) 

Aldehydes 

Furfural 

Total 

New  whiskey            .... 
4  months'  sherry  wood     .         . 
2  years'  plain  wood           .         . 
2  years'  sherry  wood 

4 
24 
14 

58 

25 
26 
25 
40 

65 

31 

100 

44 

2 
4 
5 

7 

0-07 
trace 
015 

90 

85 

144     / 
149 

Average 

25 

29 

60 

4-5 

0-05 

118-6 

' wj 
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Description 

Total 
acid 

Esters 

Hifher 
alcohols 
(A-M) 

Aldehydes 

Furfural 

Total 

Distillery  A — new    .... 
»               i>      •         •         •         ' 

2  years 
Distillery  B — new    .... 

IJ  years       . 
Distillery  C — new    .... 

17 

21 

10 

3 

9 

25 
41 
24 
19 
25 
33 

.    38  . 
,    50 

48. 

52  . 

46 

50 

3 

'  Z 
11 

trace 
trace 

trace 

80 
112 

85 
74 
81 
94 

Average       .... 

10 

28 

47 

2-6 

trace 

87-6 

The  following  analyses  by  Tatlock  show  the 
maxima,  minima,  and  averages  obtained  from 
75  samples  of  Scotch  and  Irish  malt-pot-still 


whiskeys,   grain    patent 
blended  whiskeys — 


still,    American,   and 


High- 
lands, 31 

samples 

Low- 
lands, 
9  samples 

Islays, 
4  samples 

Campbel- 

towns, 
2  samples 

Irish, 
2  samples 

Ameri- 
can, 
4  samples 

Grains, 

7  samples 

Blends,  16 
samples 

Esters — 
Maximum 
Minimum 
True  average 

Higher  alcohols — 
Maximum 
Minimum       .    _    . 
True  average 

Volatile  acids — 
Maximum 
Minimum 
True  average 

Aldehydes — 
Maximum 
Minimum 
True  average 

Furfural — 
Maximum 
Minimum 
True  average 

Total  secondary  pro- 
ducts— 
Maximum 
Minimum 
True  average 

154-16 
4501 
8306 

85-80 
34-52 
66-19 

78-05 
48-31 
61-51 

85-62 
61-42 
73-52 

44-22 
38-42 
41-32 

119-52 
111-06 
115-99 

50-90 
22-04 
33-26 

92  05 
33-56 
68-96 

190-40 

73-51 

144-61 

240-66 
103-49 
140-40 

161-70 
130-20 
144-55 

206-70 
139-58 
173-14 

169-10 
154-93 
162-01 

177-34 
102-56 
156-99 

68-47 
32-47 
45-32 

111-25 

48-71 
80-76 

8906 
21-76 
41-78 

39-86 

4-70 

17-35 

32-41 
17-11 
25-86 

66-35 
3116 
43-75 

49-23 

4-55 

26-89 

132-11 
65-24 
99-43 

32-93 

2-86 

16-67 

100-13 
13-12 
40-61 

35-06 

3-21 

19-48 

33-59 

4-70 

20-42 

31-74 
19-82 
28-40 

33-54 
32-45 
32-99 

21-12 

4-34 

12-73 

32-85 
17-01 
26-53 

12-95 
1-59 
7-66 

26-60 
1-26 
9-29 

7-34 
1-58 
4-19 

6-85 
2-65 
4-39 

6-29 
3-25 
502 

3-77 
3-23 
3-50 

302 
2-73 
2-87 

3-86 
1-95 
3-00 

0-50 
0-10 
0-25 

3-17 
0-43 
1-63 

382-35 
218-94 
294-41 

314-81 
218-52 
282-03 

294-99 
225-94 
265-37 

385-98 
267-84 
326-91 

269-62 
222  04 
245-83 

452-92 
328-76 
396-89 

L30-38 

68-04 

10208 

267-64 
106-22 
191-25 

The  results  of  analysis  of  7  samples  of  high- 
class  whiskeys  as  supplied  by  Government  con- 
tractors for  hospital  use  are  given  in  the  following 
table  (Thorpe) : — 


-a  « 

O,^^ 

V 

X 

??S-s 

S 

§ 

Age 

^11 

Hi 

■3 

S 

p- 

< 

m 

W 

H 

7  years   . 

28-2 

9-6 

90-0 

175-5 

2-7 

306-0 

28-2 

9-6 

87-9 

175-5 

2-7 

303-9 

,> 

28-2 

9-6 

90-0 

175-5 

2-7 

306-0 

10  years   . 

24-3 

12-1 

92-1 

877-1 

3-6 

1009-1 

31-5 

9-8 

93-0 

300-0 

3-3 

437-6 

» 

32-9 

9-8 

1140 

456-1 

3-3 

616-1 

i»      • 

41-0 

12-1 

124-5 

578-9 

31 

759-6 

Average 

30-6 

10-4 

98-8 

391-2 

3-0 

534-0 

Vol.  V.—T. 


Results  of  analyses  of  5  samples  of  spirits 
made  in  Germany  and  sold  as  cheap  whiskey  in 
Hong  Kong  are  given  on  p.  754. 

Samples  A  and  B  consisted  of  '  silent ' 
spirit,  with  an  admixture  of  pot-still  whiskey  for 
the  purpose  of  imparting  the  genuine  flavour  of 
whiskey.  They  are  very  similar  to  what  is 
usually  sold  as  '  whiskey  '  in  public  houses  in 
England.  Samples  C,  D,  and  E  consisted  of 
highly  rectified  '  silent '  spirit  coloured  and 
flavoured  to  imitate  whiskey.  The  fusel-oil 
impurities  were  much  less  than  is  usually 
found  in  genuine  Scotch  and  Irish  pot-still 
whiskeys  of  high  commercial  quality,  whilst 
furfural  and  other  aldehydes  were  practically 
absent,  and  there  was  no  evidence,  that  these 
spirits  contained  anything  of  a  deleterious 
nature  apart  from  the  alcohol  itself. 

'Pot-sliU'  and  'patent-still'  apirita  (Thorpe, 
Royal  Comm.  on  Whiskey  and  other  Potable 
Spirits,  App.  Q,  vi.,  vii.,  viii,).    An  examinatioq 

a  g 


?§4 

Wttl 

SitRf. 

- 

Secondary  products 

A 

B 

C 

D 

E 

Average 

Volatile  acidity  (as  acetic  acid)      . 
Furfural     ..... 
Aldehydes  (a«  acetic  aldehyde)      . 
Estara  (as  acetic  ester) 
Higher  alcohols  .... 

50-7 
1-5 
1-8 

87-5 
225-7 

63-7 

1-2 

2-1 

109-5 

205-4 

10-5 
Nil 
Trace 
150 
20-4 

14-0 

Nil 

Trace 

7-8 

22-6 

70 
Trace 
Trace 

3-6 
33-2 

29-2 

0-5 

0-8 

44-7 

101 -4 

Total  secondary  constituents     . 

367-2 

381-9 

45-9 

44-4 

43-8 

1761 

of  the  tables,  pp.  755, 756,  giving  the  results  of  the 
analyses  of  a  numberof  representative  samples  of 
both  kinds  of  spirits  shows  very  clearly  the 
broad  distinction  between  the  '  pot-still '  and 
'  patent-still  '  spirit. 

There  is  always  a  much  larger  amount  of  the 
secondary  constituents  in  the  '  pot-still '  spirit. 
Speaking  generally,  the  percentage  of  every  one 
of  the  s'econdary  constituents  usually  determined 
is  greater  in  the  '  pot '  than  in  the  '  patent ' 
spirit,  but  the  most  marked  differences  are  in 
the  '  higher  alcohols  '  and  '  furfural.'  '  Patent ' 
spirit  contains  no  furfural  when  new,  although 
after  storage  in  wooden  casks  it  is  sometimes 
found  to  contain  traces  of  this  substance,  but 
always  in  much  smaller  amount  than  in  '  pot- 
still  '  spirit,  in  which  it  is  never  absent.  The  low 
percentage  of  the  '  higher  alcohols,'  and  the 
absence  of  all  but  mere  traces  of  furfural  render 
it  a  comparatively  easy  matter  to  distinguish 
*  patent '  from  '  pot-still '  spirit.  But  the 
variations  in  the  amounts  of  the  secondary 
constituents  in  both  classes  of  spirits  renders  it 
less  easy  to ,  estimate  the  exact  proportion  of 
each  kind  of  spirit  present  in  mixtures.  Com- 
paring the  '  pot-still '  spirit*  among  themselves, 
it  will  be  observed  that  there  are  considerable 
variations  in  both  the  total  amount  and  in  each 
constituent  of  the  secondary  bodies.  The 
Scotch  whiskeys  generally  show  a  somewhat  less 
total  amount  than  the  Irish,  and  the  Speyside, 
Banffshire,  and  Highland  samples  have  a  rather 
smaller  amount  than  the  Islay  and  Campbeltown 
samples.  The  latter,  as  well  as  most  of  the 
Irish  samples,  are  mainly  '  blending '  as  dis- 
tinguished from  '  self  '  whiskeys. 

The  differences  between  new  and  old  '  pot- 
still  '  whiskeys,  so  far  as  shown  by  analysis,  are 
mainly  in  the  increased  amounts  of  the  volatile 
acids  and  aldehydes,  and  to  a  less  extent  of  the 
esters  found  in  the  old  spirit  when  stored  in 
wooden  casks.  The  higher  alcohols  and  furfural 
appear  to  remain  very  much  the  same.  Any 
changes  that  occur  in  '  patent '  spirit  are  of  a 
similar  kind. 

'  Pot-still '  whiskey  is  almost  always  stored 
in  sherry  casks,  or  in  other  well-seasoned  wooden 
casks  that  have  formerly  contained  similar 
spirit.  A  large  proportion  of  the  increases  in 
the  secondary  constituents  which  occur  in 
spirit  stored  in  such  casks  takes  place  in  the 
&:st  few  months,  and  is  due  to  a  process  of 
extraction  of  these  products  absorbed  in  the 
wood  of  the  casks  from  former  spirits.  This 
absorption  is  to  some  extent  selective.  The 
ethyl  alcohol  slowly  diffuses  through  the  wood 
of  the  cask  and  passes  into  the  air,  leaving  some 
of  the  esters  and  higher  alcohols  behind  in  the 
wood,  which  thus  becomes  more  or  less  charged 
with  the  secondary  constituents,  according  to 


the  length  of  time  and  other  circumstances 
attending  the  storage  of  spirit  in  the  warehouse. 

Probably  also,  especially  when  the  casks  are 
empty,  there  is  some  production  of  acids,  alde- 
hydes, and  esters  by  the  slow  oxidation  of 
alcohols  in  the  wood  of  the  casks. 

A  comparison  of  the  ordinary  '  patent ' 
spirits  with  British  and  foreign  spirits  of  high 
strength  which  are  not  usually  stored  in  wooden 
casks,  but  in  metal  drums  or  vats,  shows  that 
the  latter  spirits  contain  still  less  of  the  secondary 
constituents,  and  that  the  slight  changes  which 
occur  in  ordinary  patent  spirits  do  not  take 
place  in  these  high  strength  spirits.  These 
spirits  are  used  manly  for  technical  and  indus- 
trial purposes,  and  are  often  of  very  great 
purity,  although  made  from  molasses,  potatos, 
and  beetroot  sugar  residues,  or  other  materials 
not  employed  for  making  spirits  intended  for 
consumption  in  this  country. 

Maturation  or  ageing.  In  addition  to  the 
changes  above  referred  to  in  the  secondary  con- 
stituents due  to  storing  in  casks,  there  are  other 
changes  due  to  the  presence  of  substances  not 
included  in  the  ordinary  analysis  of  spirits,  but 
which  have  much  to  do  with  the  difference  in 
flavour  of  new  and  old  whiskeys.  Thorpe,  for 
example,  found  indications  of  pyridine  bases, 
allyl  alcohol,  and  allyl  aldehyde  derived  from 
the  peat  used  as  fuel  in  malting,  and  acrolein, 
due  either  to  the  fat  in  the  wash  extracted  from 
the  grain  or  possibly  from  the  soap  which  is 
occasionally  added  to  the  contents  of  the  still 
to  prevent  frothing.  Sohidrowitz  found  in  new 
pot-still  whiskey  distinct  evidence  of  the  presence 
of  pyrrole,  phenolic  bodies,  an  alkaline  substance 
(probably  an  ammonium  salt),  sulphuretted 
hydrogen,  sulphurous  acid,  and  a  trace  of 
nitriles.  All  of  these  are  readily  changed  on 
exposure  to  air  and  moisture,  as  in  storage  in 
casks.  The  pyrrole  probably  resinifies,  the 
phenols  interact  with  aldehydes,  acids,  and 
alcohols,  forming  condensation  products  ;  the 
sulphuretted  hydrogen  and  sulphurous  acid 
would  readily  oxidise,  and  the  nitriles  (if  present) 
rapidly  condense  or  be  transformed  mto  acids. 
None  of  these  substances  was  found  in  mature 
spirit. 

Numerous  processes  have  been  suggested  for 
the  artificial  ageing  or  maturing  of  whiskey. 
These  are,  for  the  most  part,  oxidation  processes, 
as  by  treatment  with  charcoal,  or  (as  in  Carroll's 
process)  by  passing  the  spirit  vapour  mixed  with 
air,  and  superheated  to  SOO"!*.  through  a  pipe 
enclosed  in  a  steam  jacket  also  heated  to  300°F. 
Hewitt's  method,  which  is  a  de-aldehyding 
process,  consists  of  the  addition  of  phenyl- 
hydrazine-sulphonate  of  sodium  or  calcium  to 
the  low  wines  still,  by  which  means  the  aldehydes, 
,  including  furfural,  are  held  back,  and  the  amount 
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of  these  passing  into  the  distillate  -considerably 
reduced.  The  effect  o{  all  these  processes  is  to 
remove  the  harsh  flavour  of  new  spirits,  and  im- 
part the  softer  character  of  mature  whiskey, 
thus  accelerating  the  time  when  the  spirit  becomes 
ready  for  consumption  as  a  beverage,  but 
without  necessarily  imparting  to  it  the  true 
characteristic  flavour  of  whiskey  which  has  been 
matured  by  long  storage. 

The  changes  in  the  secondary  products  due 
to  storage  of  whiskey  in  wooden  casks  and 
bottles  are  shown  by  Thorpe  in  Appendix  Q,  ix., 
X.,  xi.  The  results  show  that  there  is  a  well- 
marked  increase  in  each  of  the  secondary  con- 
stituents during  the  first  six  months'  storage. 
After    9-12  months  the  higher  alcohols  and 


furfural  remain  practically  constant,  and  the  in- 
creases ill  the  other  constituents  were  very  slow. 
After  about  18  months  the  differences  were 
within  the  limits  of  experimental  error.  Practi- 
cally no  change  occurs  in  spirits  stored  in  glass 
bottles. 

Crampton  and  Tolman  (J.  Amer.  CJhem.  Soo. 
1908, 30,  98)  examined  the  spirit  stored  in  casks 
by  sampling  annually  for  a  period  of  8  years, 
and  found  an  increase  in  the  higher  alcohols 
due  to  the  fact  that  the  wood  was  less  pervious 
to  these  than  to  ethyl  alcohol  and  water.  The 
other  secondary  constituents  increased  rapidly 
for  3  or  4  years,  and  then  only  very  slowly. 
An  increase  of  furfural  was  probably  due  to  tlie 
charred  wood  of  the  interior  of  the  caiska.    It 


Spieits  from  Pot  Still  Dismllbeibs  (Thorpe). 


No. 

1 

2 

3 

4 

5 

6 

7 

8 

9 

10 

11 

12 

13. 

14 

15 

16 

17 

18 

19 

20 

21 

Age 

Volatile 

acid  (as 

acetic 

acid) 

Alde- 
hydes (as 

acetic 
aldehyde) 

Esters  (as 
acetic 
ester) 

Higher 
alcoliols 

Furfural 

Total 

District 

New     . 

6  years 
New     . 

7  years 

New     . 

• 

7  years 

»»      • 

New     . 
4  years 
10  years 
New     . 
6  years 
New     . 

f»        • 

8  years 
New     . 
6  years 
New     . 
1  year  . 
New     . 

16-9 

52-2 

13-2 

53-6 

9-8 

15-0 

30-1 

460 

17-0 

37-5 

47-3 

3-3 

32-6 

1-7 

1-7 

17-5 

4-2 

21-0 

1-4 

6-2 

1-4 

9-2 
19-6 

6-4 
32-2 

9-8 
21-8 
41-6 
43-2 
33-6 
34-8 
10  0 
50-2 
55-9 
26-3 

8-7 
10-5 

7-0 
12-2 

4-6 

7-0 
11-5 

77-4 
93-9 
63-2 
91-0 
631 
63-8 
92-0 
990 
72-9 
81-4 
98-8 

102-8 
86-4 
73-7 
73-0 
30  0 
13-6 
35-0 
75-9 

106-6 
46-1 

407-2 
472-1 
471-4 
371-4 
490  0 
461-6 
460-5 
663-2 
410-9 
453  0 
322-8 
622-6 
771-2 
861-4 
729-8 
894-7 
701-7 
789  0 
336-9 
571-9 
857-9 

2-9 
1-9 
2-9 
1-9 
2-8 
4-2 
3-6 
3-6 
3-5 
3-3 
5-7 
31 
2-9 
2-2 
0-1 
31 
11 
1-4 
Nil 

8-5 

81-3-6  ' 

639^7 ' 

655-1 

6601 

575-5 

656-4 

627-8 

755-0 

537-9 

6100 

484-6 

682-0 

949-0 

965-3 

813-3 

965-8 

727-6 

858-6 

418-8 

690-7 

925-4  ' 

Speyside. 

»» 
Banffshire. 
It 

Islay. 

Campbeltown.         , 
Highland. 
Irish. 
*» 

ft 

Irish. 

>» 

1* 

Average 

20-4 

21-7 

73-3 

567-3 

2-8 

685-3 

Patent  Still 

Gkain 

Spirits  (Thorpe). 

No. 

Age 

Volatile 
acid  (as 

Alde- 
hydes (as 
acetic 

Esters  (as 
acetic 
ester) 

Higher 
alcohols 

Furfural 

Total 

District 

1 

acid) 

aldehyde) 

New     . 

1-9 

'  9-6 

30-8 

39-0 

NU 

81.31 

Scotch  Distillery 

2 
3 

7  years 

19-0 
36-9 

10-8 
120 

35-0 
47-9 

21-8 
21-1 

0-1 
0-3 

86-7) 
117-2) 

r 
f 

4 

New     . 

1-9 

4-7 

41-1 

97-8 

Nil 

14^-51 
157-4/ 

» 

5 

4i  years 

16-6 

14-1 

46-4 

81-3 

»» 

• 

6 

New     .         • 

3-8 

trace 

22-8 

14-0 

,, 

40-6 

9    ■ 

7 

3  months       . 

5-2 

45-6 

42-0 

tt 

92-8 

f 

8 
9 

New     . 
7  years 

3-6 
40-0 

3-3 

12-2 
22-8 

28-0 
57-8 

0-3 

43-71 

124-2/ 

Irish  Distillery. 

Average       .        • 

14-2 

6-1 

33-8 

44-6 

01 

98-8 
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WHISKEY, 
Patent  Still  Spirits  op  High  Stbekgth  (Thorpe). 


Ms.' 

Description 

VolatUe 

acid  (as 

acetic 

acid) 

Alde- 
hydes (as 

acetic 
aldehyde) 

Esters  (as 
acetic 
ester) 

Higher 
alcohols 

Furtaial 

Total 

1 
2 

3 

4 
6 

6 

7 

British  spirit  from  molasses    . 

British  spirit  from  grain,  highly 
rectified     ..... 

British  spirit  from  molasses,  highly 
rectified     ..... 

British  spirit  crude,  from  molasses  . 

Foreign  spirit  imported  from  Ham- 
burg  

Foreign  spirit  imported  from  Ham- 
burg  

Foreign  spirit  imported  from  Stettin 

1-2 

1-2 

1-2 
2-5 
1-2 

1-2 

1-2 

351 

trace 

3-5 
97-3 

Nil 

Nil 
2-2 

62-5 
111 

7-3 

187-7 
5-5 

91 

7-2 

84-0 

21-2 

63  0 
20-9 
10-4 

20-9 

83-7 

NU 

»»  ' 

Jf 
ft 

»» 

182-8 

33-5 

75-0 

308-4 

17-1 

31-2 

94-3 

Average 

1-4 

19-7 

41-5 

43-4 

99 

106-0 

was  found  also  that  water  passed  through  the 
wood  of  the  cask  more  rapidly  than  the  ethyl 
alcohol,  thus  giving  rise  to  an  increase  in  atrength. 
This  is  unusual  and  was  no  doubt  due  to  the 
exceptionally  warm  and  strongly  ventilated 
place  of  storage. 

American  whiskey.  The  United  States 
Pharmacopoeia  prescribes  the  following  require- 
ments for .  whiskey.  It  should  be  at  least  2 
years  old;  its  sp.gr.  should  lie  between  0-930 
and  0-970  ;  its  alcoholic  content  should  be  not 
less  than  44  p.c,  nor  more  than  55  p.c.  by 
weight ;  its  residue  not  more  than  0-25  p.c. ; 
the  residue  from  100  c.c,  which  should  be  neither 
sweet  nor  spicy,  should  dissolve  in  10  c.c.  of 
cold  water,  and  this  solution  should  be  coloured 
only  a  pale  green  when  treated  with  a  drop  of 
very  dilute  ferric  chloride  solution  (a  deeper 


colour  would  indicate  more  than  traces  of 
tannin).  In  evaporating  the  liquor  on  the 
^vater-bath  for  the  residue,  the  last  traces  volati- 
lised should  have  an  agreeable  odour  free  from 
harshness,  indicative  of  the  absence  of  fusel  oil. 
Its  reaction  should  be  slightly  acid,  but  not 
more  than  1-2  c.c.  of  deci-normal  alkali  should 
be  required  to  neutralise  100  c.c.  of  the  Uquor 
using  phenolphthalein  as  indicator. 

Rye  whiskey  is  made  in  the  United  States 
and  Canada  from  rye  and  malt  only.  Bourbon 
whiskey  (so-called  from  Bourbon  County,  Ken- 
tucky, where  it  was  originally  made)  is  prepared 
from  a  mixture  consisting  of  50-60  p.c.  maize, 
10  p.c.  malt,  and  the  remainder  rye_. 

The  following  table  gives  the  results  of 
analysis  of  Bourbon  and  rye  whiskeys  by 
Sohidrowitz : — 


Description 

Total 
acid 

Esters 

Higher 
alcohols 
(A-M) 

Aldehydes 

Purfural 

Total 

Bourbon  whiskey — 5  years 
„              „          mature 
Eye  whiskey — 7  years 
mature 

tt                 ff                               »»                      • 

»»                  »»                               J»                       • 

10  years     . 

126 
122 
140 
160 
135 
82 
70 

99 

78 

134 

141 

125 

71 

79 

197 
129 

277 
268 
187 
150 
98 

11     . 

14 

20 

18 

21 

13 

11 

2-2 
30 
3-9 
3-4 
3-9 
3-6 
2-7 

435 
346 
575 
590 
472 
320 
261 

Average     • 

119 

104 

172 

15 

3-2 

428 

Results  of  analyses  of  188  samples  of  new 
and  old  Bourbon  and  rye  whiskey  examined  in 
the  laboratory  of  the  United  States  Department 
of  Agriculture  (Wiley)  are  shown  on  next  page. 

Imitation  whiskey  is  sometimes  prepared 
from  strong  neutral  or  '  silent '  spirit  diluted  to 
the  proper  strength  and  flavoured  with  certain 
essential  oils,  or  artificial  fruit  essences,  as  oil  of 
wintergreen,  oenanthic  and  pelargonic  esters, 
and  coloured  with  caramel.  Prune  juice  is 
sometimes  added  to  give  '  body  '  to  this  mixture. 

Fleischman  quotes  the  following  as  a  recipe 
lot  a  low  grade  '  blended  whiskey  ' ;    spirits. 


32  gallons  ;  water,  16  gallons  ;  caramel,  4  oz. ; 
beading  oil,  1  oz.  '  Beading  oil '  (so-called  from 
its  use  in  producing  an  artificial  bead  on  cheap 
hquors)  is  prepared  by  mixing  48  oz.  of  sweet  oU 
of  almonds  with  8  oz.  of  commercial  sulphuric 
acid,  neutralising  with  ammonia,  adding  double 
the  volume  of  proof  spirit,  and  distilling  the 
mixture  (The  Art  of  Blending  and  Compounding 
Liquors  and  Wines,  New  Yofls,  1885). 

Adulteration  of  whiskey.  Under  the  Sale  of 
Food  and  Drugs  Act,  whiskey  (like  brandy  and 
rum)  may  not  be  sold  below  a  strength  of  25  p.c. 
under  proof  unless  the  fact  of  dilution  is  notined* 
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Desciiption 

Total  acid 

Esters 

Alde- 
hydes 

Furfural 

Higher 
alcohols 
(A.  M.) 

Total 

New  rye  whiskeys  (19  samples) — 

Average            .... 

11-4 

50-6 

17-8 

2-4 

266-4 

348-6 

Maximum         .... 

28-2 

132-8 

86-0 

5-2 

378-4 

-  Minimum          .... 

2-6 

8-8 

00 

0-0 

187-0 

Old  rye  whiskeys  (76  samples) — 

Average            .... 

147-6 

137-0 

27-6 

4-6 

332-0 

661-8 

Maximum         .... 

312-4 

287-4 

47-2 

14-0 

585-8 

Minimum          .... 

72-8 

60-0 

4-4 

0-8 

146-6 

NewBourbon  whiskeys  (ISsamples) — 

Average            .... 

16-4 

450 

7-8 

1-7 

229-4 

300-3 

Maximum        .... 

39-2 

112-8 

36-2 

12-8 

343-4 

Minimum          .... 

3-6 

1-8 

0-0 

trace 

70-6 

Old  Bourbon  whiskeys  (75  samples)— 

Average  -       ,,         .         . 

137-6 

103-6 

19-4 

3-8 

287-2 

651-6 

Maximum         .         .         . 

203-8 

209-0 

46-4 

16-2 

517-0 

Minimum          .... 

69-4 

39-0 

7-2 

1-4 

60-4 

and  the  great  majority  of  prosecutions  under 
the  Act  for  the  adulteration  of  whiskey  are  on 
account  of  dilution  with  water  below  the  legal 
limit  of  strength.  For  the  method  of  calculating 
the  degree  of  dilution,  see.  art.  Bkaudy. 

Sometimes  a  neutral  or  '  silent '  spirit  made 
from  substances  other  than  grain  (as  potatos, 
beet-sugar  residues,  &o.)  is  mixed  with  sufScient 
genuine  whiskey  to  give  it  a  more  or  less  whiskey 
character,  and  such  adulteration  is  best  detected 
by  expert  tasting  ('  degustation ')  combined  with 
a  determination  of  the  secondary  constituents 
and  a  comparison  of  the  relations  which_they 
bear  to  each  other. 

Amongst  the  various  substances  alleged  to 
have  been  used  for  the  grosser  forms  of  adultera- 
tion may  be  mentioned  creosote,  fusel  oil, 
methylated  spirit,  sulphuric  acid,  and  salt. 
Traces  of  copper,  tin,  and  lead  have  been  found 


as  accidental  impurities  derived  from  the  stills 
and  other  apparatus  employed. 

In  consequence  of  representations  made  as 
to  the  deleterious  character  of  the  whiskey  sold 
in  public-houses  in  the  poorer  class  districts  of 
the  larger  towns  in  England,  Scotland,  and  Ire- 
land, and  at  fairs  and  markets,  particularly  in 
the  west  of  Ireland,  an  investigation  into  the 
matter  was  made  a  few  years  ago  by  the  Excise 
Authorities.  Nearly  100  samples  were  taken 
from  all  parts  of  the  United  Kingdom  and 
analysed  in  the  Government  Laboratory,  but, 
apart  from  the  fact  that  most  of  these  consisted 
mamly  of  plain  patent-stUI  spirit,  no  evidence  of 
the  presence  of  the  deleterious  adulterants 
above  referred  to  could  be  found. 

The  results  of  analyses  (showing  the 
maxima,  minima,  and  averages)  are  summarised 
in  the  following  table  (Thorpe) : — 


Volatile 
acid 

Alde- 
hydes 

Esters 

Higher 
alcohols 

rurtural 

Total 

England  (38  samples) — 

Maximum           .... 
Minimum  •         •         .         . 
Average     .         .         .         .         • 

Scotland  (23  samples)— 

Maximum           .         .         .         • 
Minimum  ..... 
Average 

Irdand  (30  samples) — 

Maximum           .         •         •         • 

Minimum 

Average 

25-1 
1-4 
7-3 

180 
1-2 
6-1 

64-6 
1-4 

8-2 

22-5 
2-2 
90 

23-8 

1-7 

105 

37-2 

2-4 

11-1 

127-9 
30-1 
62-2- 

85-7 
30-8 
47-2 

71-5 
29-5 

47-8 

310-5 
11-2 
95-8 

179-6 

43-7 
88-2 

649-2 

32-2 

232-0 

1-9 
Nil 
0-7 

1-6 
Nil 
0-5 

4-2 

Na 

1-2 

370-7 
'  67-0 
1650 

260-6 

77-8 

152-5 

767-3 

73-3 

300-3 

There  is  no  legal  definition  of  "  whiskey  '  in 
(the  United  Kingdom,  but  numerous  suggestions 
were  made  by  witnesses  before  the  Select  Com- 
mittee on  British  and  Foreign  Spirits  in  1890-1, 
jsind  the  Royal  Commission  on  Whiskey  and 
(Other  Potable  Spirits  in  1908-9,  differing 
essentially  in  principle  and  depending  chiefly 
upon  the  poipt  o{  view  of  the  wtnesB, 


The  strictest  definition  suggested  was  that 
'  whiskey  '  should  be  manufactured  in  a  pot  still 
exclusively  and  from  certain  prescribed  materials 
grown  in  the  country,  as  malted  barley  alone  in 
the  case  of  '  Scotch  '  whiskey,  and  malted  barley 
with  unmalted  grain  (barley,  wheat,  oate,  or 
rye)  in  the  case  of  '  Irish  '  whiskey. 

Others    woujd     admit    patent-still    spirit, 
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restricting,  however,  the  materials  to  cereal 
grains  (incIudiDg  maizel!  and  the  saccharifying 
agent  to  the  diastase  of  malt,  whilst  in  a  few 
oases  the  extreme  view  was  held  that  no  restric- 
tion should  be  imposed  either  on  the  materials 
used  or  the  process  of  distillation. 

Since  much  of  the  barley  used  in  both 
Scotland  and  Ireland  is  of  foreign  growth,  the 
definition  of  Scotch  and  Irish  whiskey  cannot 
well  exclude  the  use  of  foreign  grain,  and  there- 
fore maize  (which  came  into  use  in  1846  immedi- 
ately after  the  repeal  of  the  Com  Laws)  is  not 
excluded  in  the  manufacture  of  '  whiskey.' 

With  respect  to  the  blending  of  patent-stiU 
spirit  made  from  grain  with  pot-still  spirit,  it 
was  held  that  since  whiskey  (consisting  as  it 
does  of  alcohol  and  water,  with  certain  by- 
products derived  from  malt  and  grain )  does  not 
cease  to  be  whiskey  when  diluted  with  water, 
so  the  addition  of  patent-still  spirit,  also  made 
from  grain,  does  not  remove  the  mixture  out  of 
the  category  of  '  whiskey.' 

After  full  consideration  of  all  the  evidence 
the  Koyal  Commission  of  1908-9  arrived  at  the 
following  conclusions  and  definitions  : — 

(1)  That  the  term  'whiskey'  having  been 
recognised  in  the  past  as  applicable  to  a  potable 
spirit  manufactured  from  (a)  malt,  or  (5)  malted 
and  unmalted  barley  or  other  cereals,  the 
application  of  the  term  '  whiskey '  should  not 
be  denied  to  the  product  manufactured  from 
such  materials. 

(2)  That  no  restrictions  should  be  placed 
upon  the  processes  of,  or  apparatus  used  in,  the 
distillation  of  any  spirit  to  which  the  term 
'  whiskey  '  may  be  appUed  as  a  trade  description. 

(3)  Definition.  '  Whiskey  '  is  a  spirit  obtained 
by  distillation  from  a  mash  of  cereal  grains 
saccharified  by  the  diastase  of  malt ;  that 
'  Scotch  whiskey '  is  whiskey,  as  above  defined, 
distilled  in  Scotland  ;  and  that '  Irish  whiskey  ' 
is  whiskey,  tis  above  defined,  distilled  in  Ireland, 

J.  C. 
WHITE  ANTIMONY.       Vakntinite  v.  Anti- 
mony. 

WHITE  ARSENIC.    Araeniwie  oxide  v.  Ae- 

SBNIO. 

WHITE  COPPERAS.  Native  ferric  sulphate 
or  coquimbite  rej(S04)3,9HjO. 

WHITE  IRON  PYRITES.  Ferric  sulphide 
or  marcaaite  FeS.  v.  Ieon. 

WHITE  LEAD  v.  Lead  ;  also  Painis  and 
Pigments. 

WHITE  LEAD-ORE  v.  Cekussite. 

WHITE  METAL  v.  Tin. 

WHITE  MUNDIC.    Mispickd  v.  Aksenic. 

WHITE  PRECIPITATE.  Mercuric  ammo- 
nium  chloride  v.  Mercury. 

WHITE  VITRIOL.    Zinc  sulphate 
ZnSO„7HjO  V.  Zinc. 

WHITING  V.  Chalk. 

WIIKITE.  A  rare  mineral  consisting  of 
tantalio  and  titanic  acids,  zirconia,  silica,  cerium, 
and  yttrium  earths,  thoria,  uranic  oxide,  ferrous 
oxide,  &c.,  andof  interest  in  containing  scandium 
(ScjO,,  1-17  p.c.)  in  relatively  large  amount. 
It  is  a  black,  brown,  or  yellow,  amorphous 
mineral  resembling  euxenite  or  yttrotantalite  in 
appearance,  and  has  been  found,  together  with 
monazite,  in  a  felspar  quarry  at  Impilaks,  Lake 
Lagoda,  Finland.  It  supplied  the  material  for 
Cioofees's  work  op  ecftndium  (Proc.  Roy.  Soo, 


1908,  A,  80,  616;  Phil.  Trans.  1908,  A,  209,  15). 
Orthite  from  the  same  locality  has  also  been 
found  to  contain  0-8-1-0  p.c.  of  scandia  (R.  J. 
Heyen,  Sitz-Ber.  Akad.  Berlin,  1911,  379).  More 
recently  (Dec,  1911)  a  mineral  containing  scan- 
dium as  an  essential  constituent  has  been 
described  (v.  Thobtveititb).  L.  J.  S. 

WILLEMITE.  A  Ininer&l  consistin'g  of  zinc 
orthosilicate  Zn^SiOi,  crystallising  in  the 
rhombohedral  system  (with  parallel-faced  hemi- 
hedrism).  It  is  abundant  at  Franklin  Furnace, 
and  Sterling  Hill  in  New  Jersey,  where  it  ia 
mined,  together  with  zincite  and  franklinite,  as 
an  ore  of  zinc  (ZnO,  73  p.c).  At  a  few  other 
localities  it  ia  of  sparing  occurrence.  It  varies 
considerably  in  colour,  being  yello^vish,  apple- 
green,  fiesh-red,  &c. ;  the  lustre  is  vitreous  to 
resinous ;  sp.gr.  4-0-4'l.  Troostite  is  a  variety 
containing  up  to  10  p.c.  of  MnO  replacing  the 
zinc  oxide.  When  struck  with  a  hammer  or 
when  exposed  to  the  emanations  of  a  radium 
salt,  the  mineral  displays  a  brilliant  green  phps- 
phorescence.  L.  J.  S. 

WILLESDEN  FABRICS  AND  PAPER  v. 
Cellulose. 

WILLOW  BARKS  v.  Tannins. 

WINE.  Wine,  strictly  speaking,  is  the  fer- 
mented juice  of  the  fmit  of  Vitis  vinifera.  The 
term  British  wines  is  applied  to  beverages  made 
after  the  manner  of  wine  from  substances  oth^r 
than  the  juice  of  fresh  grapes. 

The  vine  is  cultivated  for  the  manufacture 
of  wine  in  the  middle  and  south  of  Europe,  the 
northern  and  southern  extremities  of  Africa, 
some  of  the  western  parts  of  Asia,  the  islands  of 
the  Atlantic,  portions  of  America— ^-from  the 
Potomac  in  the  north  to  the  centre  of  Mexico 
in  the  south — ^in  California,  and  in  Australia. 
The  number  of  varieties  is  very  large  ;  but  expe- 
rience shows  that  the  vines  employed  in  par- 
ticular districts  should  either  be  indigenous  to 
those  districts  or  be  improved  varieties  of  the 
indigenous  strain.  Thus,  European  vines  when 
tried  in  America  were  but  partially  successful ; 
whilst,  on  the  other  hand,  American  vines  trans- 
planted to  the  Gironde  degenerated  and  yielded 
no  potable  wine.  The  vine  grows  on  chalky, 
silicious,  aluminous,  and  magnesian  soil,  beet 
along  the  borders  of  rivers,  and  on  ground  which, 
though  not  itself  soaked  with  water,  can  con- 
stantly attract  it  from  the  subsoil. 

Vintage  and  vinification.  The  methods  of 
procedure  vary  with  the  character  of  the  wine 
— i.e.  whether  white  or  red  wine  is  to  be  pro- 
duced. The  practice  as  regards  the  period  of 
ripeness  at  which  the  grape  is  gathered  varies 
considerably ;  thus,  in  the  case  of  champagne, 
where  the  greatest  attainable  paleness  is  desired, 
the  grapes  are  gathered  before  the  point  of 
fullest  maturity,  whereas  the  wines  of  Burgundy 
are  vintaged  when  the  grapes  produce  the  deepest 
colour.  Wines  from  imperfectly-ripened  grapes 
require  longer  time  to  mature  after  manufac- 
ture, and,  theoretically  speaking,  the  grapes 
should  hang  until  excessive  drjTiess  or  danger 
of  frost  threatens ;  but  other  and  conven- 
tional considerations,  such  as  colour,  have  to  be 
taken  into  account.  In  exceptional  instances, 
as  in  the  Sauteme  district,  those  berries  only 
are  out  out  of  the  bunch  which  have  attained 
the  desired  pomt  of  ripeness  ;  but  the  common 
practice  is  to  gather  all  the  grapes  carried  by  tbs 
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vines,. (he  vintagers  either  separating  immature 
and  spoiled  berries  as  they  proceed,  or  carrying 
the  whole  bulk  to  a  kind  of  specialist,  who  per- 
forms this  part  of  the  labour.  Whichever  course 
may  be  taken,  the  selected  fruit  is  carried  to  the 
press  house,  and  the  question  then  arises  whether 
the  stalks  are  to  be  removed  or  pressed  with  the 
grapes.  In  the  case  of  white  wines  the  almost 
universal  practice  is  to  leave  the  grapes  upon 
the  stalks,  for  the  reason  that  the  resulting 
liquor  is  almost  at  once  separated  from  the 
marc,  and  before  the  astringent  principle  of 
the  stalks  can  be  communicated  to  it, 
whereas  red  wines  must  be  allowed  to  remain 
upon  the  marc  for  some  time,  and  the  stalks 
are  removed.  The  commonest  mode  of  separa- 
tion is  to  cause  the  grapes  to  pass  through 
a  series  of  sieves,  by  which  the  stalks  are  re- 
tained. The  grapes  are  now  crushed,  either  by 
being  trodden  underfoot  in  vats  or  by  being 
passed  tlirough  machines  furnished  with  grooved 
rollers,  the  one  thing  to  be  avoided  in  either 
case  being  the  bruising  of  the  seeds  and  stalks 
if  these  have  not  been  removed.  The  next  pro- 
cess is  pressing.  The  machines  employed  for 
this  purpose  were  formerly  boxes,  so  made 
that  the  must  was  expelled  throueh  apertures  by 
superincumbent  pressure  exerted  by  a  screw ; 
but  latterly  centrifugal  machines  have  been 
employed,  with  a  saving  of  labour  and  time.  In 
white  wines  the  must  is  separated  as  much  as 
possible  from  the  marc  before  pressing  ;  whilst 
in  the  preparation  of  champagne  the  grapes  are 
not  crushed  at  all  previous  to  being  placed  in 
the  press.  In  the  case  of  red  wines  the  colour 
is  obtained  by  allowing  the  juice  from  the 
crushing  to  ferment,  after  which  it  is  stirred 
with  the  grape  husks,  whereby  the  requisite 
amount  of  colouring  matter  ('  aenolin '  or 
'  amocyanin ')  is  dissolved.  So  much  of  the  must 
as  can  be  drawn  o£E  by  taps  is  run  off  by  that 
means,  and  the  marc  is  pressed ;  the  two 
portions  of  the  must  are  then  added  together. 
The  proportion  of  must  depends  upon  whether 
the  stallis  are  removed  or  not ;  in  the  former  case 
it  is  about  95-97  p.c.  of  the  whole,  in  the  latter 
it  may  only  be  70  p.c. 

The  following  is  a  summary  of  analyses  by 
Konig  of  i>  large  number  of  musts  of  different 
origin : — 

Other 
Nitro-  non-nitro- 

Speciflc  Water  genous  genous 

gravity  p.c.  matter  Sugar  Acid  matter  Ash 
Minimum  .  10690  61-53  Oil  1289  020  168  020 
Maximum  12075  8210  057  3545  118  1162  063 
Average    .    11024   74-49  028   1971   064     4-48  040 

Fermentation. — The  natural  fermentation  of 
grape  JBice  is  due  to  the  action  of  a  yeast 
{Saccharomyces  Mlipsoideus)  existing  on  the 
.■skin  of  the  grape.  White  wines  are  generally 
fermented  at  a  temperature  of  10°  or  12°  in 
barrels  with  only  the  bunghole  open  for  the 
escape  of  carbon  dioxide.  Red  wines  are 
ordinarily  fermented  in  vats  open  at  the  top,  on 
account  of  the  bulk  caused  by  the  retention  of 
the  husks  and  the  necessity  of  stirring,  an 
operation  variously  performed  during  or  at  the 
completed  period  of  fermentation,  according  to 
the  district.  The  higher  the  temperature  the 
sooner  the  fermentation  is  finished ;  at  low 
temperatures  a  moderatt  fermentation  takes 
p^ace,  which  becomes  moye  violent  io  the  liijuid 


becomes  warmer,  and  reaches  a  maximum  at  27°. 
By  the  employment  of  high  temperatures  a  must 
rich  in  sugar  can  be  converted  into  a  wine  feebly 
alcoholic,  sweet,  and  yet  having  tasting  proper- 
ties. Medium  musts  are  best  fermented  at  from 
20°  to  24°,  and  this  temperature  is  reached  when 
the  fermentation  begins  at  15°.  When  fermenta- 
tion is  completed — i.e.  after  10  to  14  days — the 
liquor  has  become  clear,  the  yeast  cells  and  other 
suspended  matters  are  deposited  at  the  bottom 
of  the  vessel,  and  the  '  young  '  wine  is  racked  off 
and  allowed  to  rest  for  some  weeks. 

The  young  wine  slowly  loses  its  sugar  by 
after-fermentation,  and  albuminous  substances, 
colouring  matters,  together  with  the  acid  potas- 
sium tartrate,  and  calcium  tartrate,  separate  out, 
forming  a  crust  known  as  argol  or  argal  {q.v. ; 
also  Tartaric  acid).  It  is  then  racked  again 
into  clean  casks  (which  are  often  '  sulphured ' 
before  use),  fined,  if  necessary,  with  isinglass 
or  white  of  egg,  and  occasionally  with  dried 
blood  or  with  potassium  ferrocyanide.  When 
clear  it  is  racked  again  and  sometimes  pasteurised 
before  being  bottled  or  stored  in  casJis  to  mature. 
Influence  of  the  '  marc  '  on  wine.  By  allow- 
ing the  skins  and  stones  of  ripe  grapes  to  remain 
in  contact  with  the  must,  the  resulting  wine  is 
said  to  improve  in  bouquet,  &c.,  and  is  less  liable 
to  become  stale  and  ropy.  In  order  to  redden 
■wine  with  the  skins  of  black  grapes  the  tempera- 
ture of  the  wine  should  be  between  15°  and  17°. 
Bad  grapes  impart  to  white  and  red  wines 
a  brown  colour.  Such  wines  soon  become 
turbid.  Bad  grapes  and  mildewed  skins,  as  well 
as  bad  casks  and  puncheons,  precipitate  the  red 
colouring  matter,  so  that  the  wine  becomes  pale. 
The  foIlo-wing  are  some  of  the  cases  in  which  the 
treatment  of  wine  with  '  marc  '  has  been  success- 
ful : — Wine  which  is  muddy  and  cannot  be 
clarified  by  the  ordinary  fining  agents  ;  wine  in 
which  a  fining  agent  has  been  used  which  failed 
to  sink  to  the  bottom  ;  wine  which  has  become 
weak  and  flat ;  wine  which  is  assuming  or  has 
assumed  a  black  colour ;  wine  having  a  barrel 
taste  or  a  by-taste  ;  wine  which  is  corked  ' ; 
wine  remaining  after  casking  oS ;  and  wine 
which  is  obtained  by  pressing  the  lees.  In  cases 
where  the  fermentation  of  new  wine  has  been 
checked  suddenly,  the  addition  of  marc  prevents 
the  separation  of  yeast  (.J.  Nessler,  Chem.  Zentr. 
1882,  265 ;  Chem.  Soc.  Abstr.  1882,  1014). 

Composition,  Wine  contains  alcohols, 
glycerol,  acids, salts,  extractive  matter,and  those 
principles  which  give  to  it  its  particular  colour, 
special  flavour,  smell,  or  bloom  {bovqtiet,  Elumx). 
Whilst  some  of  the  constituents  can  be  accurately 
isolated  and  described,  others  can  only  be 
detected  by  the  smell. 

The  principal  alcohol  is  ethyl  alcohol.  In 
rare  instances  some  butyl  alcohol,  and  in  others 
amyl  alcohol,  together  with  ethylene  glycol  and 
isobutyl  glycol  (Henniger)  are  present.  The 
quantity  of  alcohol  in  natural  wines  from  grapes 
varies  from  6  to  12  p.c.  by  weight,  or  from 
13  to  26  p.c.  proof  spirit,  but  these  limits  are 
extended  in  exceptional  cases.  The  quantity 
of  glycerol  is  usually  from  7  to  14  p.c,  of  t)»« 
alcohol  present. 

The  principal  acids  present  are  tartaric, 
malic,  and  tannic  acids,  due  to  the  origin  »J 
grape  juice,  and  carbonic,  formic,  acetic,  and 
succinic    apids     fts   products   of   fej:mentatioa> 
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These  greatly  aid  in  the  preservation  of  the  wine 
bj  preventing  the  formation  of  fungi.  Traces 
of  propionic,  butyric,  and  oenanthic  acids  also 
occur  in  wine,  together  with  acetaldehyde  and 
possibly  some  of  its  homologues.  Salicylic  and 
boric  acids  have  also  been  found  as  natural 
constituents  of  wine.  As  regards  the  origin  of 
the  fixed  vegetable  acids  of  wine,  H.  Brunner 
points  out  (C!heni.  Zentr.  1877,  4)  that  malic, 
succinic,  glycollic,  and  oxalic  acids — which  are 
found  in  unripe  grapes,  together  with  tar- 
taric acid — may  either  be  formed  by  direct 
building  up  of  the  molecules  in  the  plant,  or 
their  formation  may  be  partly  direct  and  partly 
indirect. 

It  can  be  demonstrated  in  the  laboratory 
that  the  first  reduction  products  of  carbonic  acid 
are  formic  and  oxalic  acids,  and  that,  from  the 
latter,  we  can  (by  the  action  of  hydrogen)  pass 
successively  through  glyoxylic,  tartaric,  and 
malic,  to  succinic  acid,  and  all  these  acids  have 
been  found  in  the  grape  in  its  various  stages  of 
growth.  The  principal  reactions  may  be 
represented  as  follows  : — 

2CHj03+Hj=CjHj04+2FjO  ;" 
Carbonic  acid.  Oxalic  acid. 

Glyoxylic  acid. 
2CjH,03+H,=C,H,0.; 

Tartaric  acid. 
C4H,0,+H3=C4H.05+HjO; 
Malic  acid. 

Succinic  acid. 

Tartaric  acid  occurs  mainly  as  the  dextro- 
variety ;  IsBVO-tartaric  acid  is  only  of  com- 
paratively infrequent  occurrence.  If  tartaric 
acid  is  not  found — as,  for  example,  in  certain 
samples  of  sherry — its  absence  is  probably  due 
to  its  removal  by  '  plastering,'  to  which  refer- 
ence is  made  later  on.  The  amount  of  free  acid 
in  sound  wine,  reckoned  as  tartaric  acid,  varies 
between  0-3  and  0-7  p.c.  (inclusive  of  volatile 
acid,  which  should  not  exceed  0'15  p.c);  a 
greater  amount  than  this  imparts  sourness  to  the 
%vine. 

The  characteristic  smell  of  wine  is  said  to 
be  due  to  oenanthic  and  other  esters.  These 
esters  probably  confer  the  bouquets  which  dis- 
tinguish one  vintage  from  another.  Among 
them  are  acetopropyl,  butyl,  amyl,  capryH 
butyro-ethyl,  caprylo-ethyl,  capro-ethyl  and 
pelargo-ethyl,  and  the  tartaric  esters. 

According  to  Jacquemin  (Compt.  rend.  110, 
1140),  the  cnaracteristio  bouquets  of  wines  are 
due  to  the  special  characters  of  the  yeast  used 
in  each  district.  One  and  the  same  must 
fermented  with  the  yeaat  obtained  from  several 
different  districts  gave  wines  having  the  bouquet 
characteristic  of  the  district  from  which  the 
particular  yeast  had  come. 

Babo  states  that  the  bouquet  of  the  wine 
from  Riesling  grapes  is  produced  by  the  action 
of  frost ;  Avines  from  other  grapes  also  possess  a 
like  bouquet  if  the  grapes  are  frozen.  Rommer 
(Bull.  Soo.  chim.  fiii.]  2,  297)  fermented  the  juice 
of  an  inferior  grape  and  of  hot-houee  grapes 
respectively  with  yeast  cultures  obtained  from 
the  Champagne,  C6te  d'Or,  and  Bazy  districts, 
and  found  that  in  each  case  the  wines  had  the 
bouquet  of  those  from  which  the  yesist  has  been 
derived,     Ortajn  of  the  odoriferous  principles 


are  no  doubt  in  the  nature  of  essential  oils, 
which  have  hot  hitherto  been  isolated  owing  to 
their  small  amount  and  extremely  unstable 
character  under  the  influence  of  heat  and 
air.  In  order  to  retain  the  bouquet,  wines 
should  be  bottled  as  soon  as  they  have  attained 
their  maximum  bouquet. 

According  to  Berthelot,  the  amount  of  the 
esters  in  wine  is,  after  a  certain  time,  a  constant 
quantity  independent  of  the  nature  of  the 
alcohols  and  acids,  but  a  function  only  of  their 
relative  amount :  If  .4  be  the  percentage  weight 
of  alcohol  in  the  mixture,  a  the  amount  of  alcohol  • 
equivalent  to  the  total  free  acid  contained  in 
one  litre  of  wine,  on  the  assumption  that  it  is 
acetic  acid  (46  alcohol=60  acetic  acid),  y  the 
proportion  p!c.  of  a  present  as  ester  in  one 
litre  of  wine  when  the  alcoholic  strength  of 
the  wine  is  A,  and  x  be  the  amount  of  alcohol 
present  in  the  compound  ethers  of  one  litre  of 
wine ;  then 

y=l-nA+2-8 
yxa 

'^"100 
The  alcohols  other  than  ethyl  alcohol  present 
are  left  out  of  the  account,  but  as  they  are  insig- 
nificant in  amount  the  error  is  trifling.  This 
formula  aSords  a  mode  of  judging  of  the  age 
and  genuineness  of  wjines,  except  in  the  case 
of  very  young  wines,  or  wines  which  have  been 
recently  fortified,  the  esters  in  these  cases  being 
less  than  that  required  by  the  formula.  The 
maximum  esterification  is  reached  in  from  4  to  6 
years.  The  alcohol  obtained  by  the.  decom- 
position of  all  the  esters  rarely  exceeds  0-06  p.c. 
of  the  wine.  (For  Thudichum  and  Dupri's 
method,  v.  I.e.  203.) 

Sugar  in  wine.  The  sugars  occurring  in 
must  and  in  wine  are  dextrose  and  laewuoae. 
Cane  sugar  is  never  naturally  present  in  must, 
but  it  is  sometimes  added,  as  in  the  case  of 
champagne,  but  even  then  it  is  rapidly  trans- 
formed into  invert  sugar.  Glycerol  is  formed 
as  a  by-product  of  the  growth  of  yeast  during 
the  process  of  fermentation,  and  is  accompanied 
(amongst  other  changes)  by  the  decomposition 
of  sugar.  For  every  100  parts  of  sugar  which 
disappear,  from  3  to  4  parts  of  glycerol  are 
produced.  After  complete  fermentation  the 
sugar  seldom  reaches  0-5  p.c,  but  when  fer-' 
mentation  is  arrested  by  the  addition  of  alcohol, 
as  in  the  liqueur  wines  of  France  and  Spain 
made  from  dried  grapes,  and  the  sweet  wines 
of  Hungary,  the  sugar  may  be  as  much  as  20  p.c. 
or  more.  In  some  wines — as  e.g.  Sautemes  and 
sweet  Rhine  wines — sugar  occurs  in  the  form  of 
inositol. 

The  colouring  matters  in  wine  are  due  to 
two  .sources.  In  white  wines — which  range  from 
an  almost  colourless  liquid,  as  champagne,  to 
the  deep  yellow  sherry — the  colour  is  derived 
from  the  oxidation  of  the  so-called  extractives 
contained  in  the  juice,  which,  as  was  before 
explained,  is  separated  from  the  husks  as  quickly 
as  possible.  The  grapes  of  some  of  the  best 
red  wines  yield  an  sdmost  colourless  juice  if 
pressed  before  fermentation,  and  it  is  only  by 
the  joint  action  of  alcohol  and  acid  upon  the 
husks,  stalks,  and  seeds  during  fermentation, 
that  the  red  colour  is  extracted  from  the  marc. 
Mulder  separated  the  colouring  matter  con- 
tained in  red  wines  by  means  of  lead  aoetatei 
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and  found  it  to  consist  of  a  substance  wliich  was 
bluish-blaclc  in  colour  and  amorphous  in  struc- 
ture. It  is  only  sparingly  soluble  in  alcohol, 
insoluble  in  water,  ether,  chloroform,  carbon 
disulphide,  dil  of  turpentine,  oil  of  olives  j  but 
soluble  in  solution  of  tartaric  acid  or  cream  of 
tartar,  and  in  alcohol  containing  a  trace  of 
acetic  acid,  the  saturated  solution  showing  a 
blue  colour  ;  more  acetic  acid  turns  the  solution 
red.  It  is  soluble  also  in  alcohol  containing 
tartaric  acid,  exhibiting  a  red  colour,  but 
neither  of  these  acids  renders  it  soluble  in  ether 
or  chloroform.  The  colour  of  wine,  conse- 
quently, depends  both  upon  the  amount  of 
colouring  matter  and  the  amount  of  free  acid 
contained  in  it,  as  the  violet  colour  becomes 
redder  in  proportion  to  the  quantity  of  free  acid 
acting  upon  the  blue  colouring  matter. 

The  colouring  matter  precipitated  lay  hydro- 
chloric acid — in  which  it  is  deposited  slowly  at 
the  ordmary  temperature,  but  more  rapidly  on 
boiling— has  been  examined  by  Terrell  (Bull. 
Soc.  chim.  [ii.]  44,  2).  The  precipitate  always 
contains  a  substance  resembling  ulmic  acid,  from 
which  the  colouring  principle  may  be  dissolved 
■  out  by  alcohol.  Thus  obtained  it  forms  brittle 
varnish-like  scales,  insoluble  in  water  and  ether, 
but  readily  soluble  in  alcohol,  forming  a  brownish- 
red  solution  with  a  slightly  yellow  tinge.  Acids 
change  this  colour  to  an  intense  red,  while  alkalis 
give  a  green  colouration,  which  changes  rapidly 
to  a  brownish-yellow  on  exposure  to  the  air  (c/. 
O.  Griessmayer,  Dingl.  poly.  J.  123,  531 :  Oiem. 
Soc.  Trans.  1887,  368). 

The  colouring  matter  of  red  wines  {cenolin  or 
osnocyanin)  may  be  estimated  with  sufficient 
accuracy  for  technical  purposes  by  the  method 
of  Cari  Mantrand  (Bull.  Soc.  chim.  1906,  [iii.]  35. 
1017),  by  precipitating  with  lead  acetate,  decom- 
posing the  precipitate  with  sulphuric  acid,  filter- 
ing, and  weighing  the  residue  from  an  evaporated 
portion  of  the  futrate.  The  cenocyanin  may  be 
concentrated  and  preserved  in  glycerol  for  use 
in  confectionery,  &c.  The  maximum  amount 
found  was  17-2  grms.  per  litre  in  Algerian  wine. 
Some  additional  colour  is  imparted  to  white 
wine  by  the  tannin  extracted  from  the  oak  casks 
during  maturing.  On  the  other  hand,  the 
natural  colouring  matter  of  red  wine  is  reduced 
by  the  operation  of  fining  as  well  as  on  ageing. 

Caramel  is  frequently  used  to  colour  white 
wines  [e.g.  brown  sherry),  and  occasionally  boiled 
must  is  added  either  to  the  juice  before  fermenta- 
tion or  to  the  finished  wine.  (For  forei^  colour- 
ing matters,  see  below.) 

Tannin  is  derived  from  the  grape  skins  and 
stalks,  the  juice  itself  being  practically  free. 
It  is  sometimes  added,  however,  to  champagne 
and  other  white  wines  to  prevent  'scuddiness  ' 
or  turbidity.  The  natural  tannin  of  grapes  is 
decomposed  by  acids  or  by  fermentation  into 
glucose  and  an  acid  which  is  not  gallic  acid. 

The  albuminous  substances  in  the  grape, 
which  set  up  the  ferment,  ought  by  that  action 
to  be  removed  in  the  yeast  when  the  fermenta- 
tion is  properly  carried  out,  and '  should  not 
exceed  4  parts  per  1000  of  wine,  unless  the  latter 
has  been  '  fined.'  The  albummous  matter  is 
also  reduced  by  '  plastering,'  and  in  old  wines 
it  is  thrown  out  together  with  tannin  and 
colouring  matter.  In  imperfectly  fermented 
wines  9  certain  ampunt  remains,  apcl,  in  the  ease 


761 

of  white  wines,  may  again  render  them  liable  to 
fresh  fermentation.  In  red  wines  this  danger 
is  obviated  by  the  presence  of  the  tannin  of  the 
husks,  which  preserves  the  albuminous  matter 
from  change. 

The  small  quantity  of  ammonia  which  is 
present  in  grape  juice,  or  is  formed  durmg 
fermentation  out  of  albuminous  substances,  is, 
for  the  most  part,  precipitated  during  fermen- 
tation as  magnesium-ammonium  phosphate  ;  a 
small  amount,  however,  remains,  and  m  some 
wines  is  accompanied  by  minute  traces  of 
trimethylamine. 

Under  the  term  •  extractives,'  some  chemists 
include  all  matters  other  than  water,  alcohol, 
and  volatile  acids  ;  others  only  those  substances 
which  are  not  volatile  up  to  100°  or  1 10°.  The 
latter  would,  however,  exclude  glycerol,  which  is 
properly  included  amongst  the  extractives.  The 
composition  of  certain  constituents  of  the 
extract  which  contribute  to  the  smell  and  taste 
of  the  wine  is  still  very  obscure.  The  extractives 
are,  of  course,  abnormally  increased  by  plastering 
and  addition  of  sugar  {v.  infra). 

The  mineral  constituents  of  wine,  as  found  in 
the  ash,  are  potash,  soda,  and  Ume  as  phosphates, 
chlorides,  carbonates,  and  sulphates,  traces  of 
iron,  magnesia,  and  sUioa,  and  occasionally 
alumina,  lithia,  and  manganese.  In  pure 
natural  wines  the  ash  rarely  exceeds  0-3  p.c, 
but  may  be  much  higher  in  wines  which  have 
been  plastered,  or  to  which  alkalis  have  been 
added  to  reduce  their  acidity. 

As  regards  the  amount  of  alcohol,  a,  very 
comprehensive  set  of  tables,  embracing  the 
results  of  the  examination  ^of  133  wmes,  is  given 
by  Thudichum  and  .Duprfi  (Treatise  on  the 
Origin,  Nature,  and  Varieties  of  Wine,  128-304), 
from  which  the  following  resume  is  compiled  : — 

Strength  of  wines 
in  degree  ol 
prool  spirit 
.  16-2-26-3 
.  18-0-37-2 
.  26'7-41-7 
.  33-5-36-3 
.  21  •9-42-5 
.  19-2-26-4 
.  17-8-32  1 
.  36-1-51-7 
.     38-2-39-1 

34-9 
.     23-5-40-1 


German  wines,  35  samples 
French  wines,  22  samples 
Spanish  wines,  22  samples 
SiciUan  wines,  6  samples 
Portuguese  wines,  14  samples  . 
Hungarian  wines,  10  samples  . 
Greek  wines,  8  samples    . 
Cape  wines,  7  samples     .         . 
Atlantic  Islands,  3  samples 
Elba  wines,  1  sample 
AustraUan  wines,  S  samples 

Sugar  solution  wines.  Musts  which  are  too 
thin,  and  deficient  in  sugar,  are  sometimes  con- 
centrated by  evaporation  (as  in  Portugal)  or, 
more  frequently,  a  solution  of  sugar  is  added. 
The  latter  process  was  first  sanctioned  by 
the  French  minister,  Chaptal,  and  is  known 
as  '  Chaptalising.'  A  similar  process  (applied 
chiefly  to  acid  musts),  tind  known  as  '  Galfising,' 
from  its  inventor  GaU,  is  also  practised  in 
Germany.  The  must  of  bad  years,  which  con- 
tains a  deficiency  of  sugar  and  an  excess  of  acid, 
is  mixed  with  sugar,  preferably  cane  sugar,  so 
as  to  bring  the  amount  of  sugar  in  the  liquid  to 
about  20  p.c,  and  to  reduce  the  amount  of  acid 
to  about  2  p.c.  Frequently,  however,  com- 
mercial glucose  is  used,  and  its  addition  can 
frequently  be  detected  in  the  finished  product  by 
its  dextrorotatory  polarisation. 

The  acidity  pf  natural  mne  can  ajsp   ba 
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reduced,  as  suggested  by  Liebig,  by  the  addition 
of  neutral  potassium  tartrate,  wliich  throws  down 
the  free  acid,  if  present  aa  tartaric  acid,  as  acid 
potassium  tartrate.  Wine  deficient  in  alcohol 
and  containing  much  acid  may  often  be  im- 
proved by  adding  to  it  the  pressed  residue  of  a 
succeeding  vintage  (c/.  J.  Nessler,  Bied.  Zentr. 
1884). 

A  considerable  quantity  of  wine  is  now  made 
by 'covering  the  marc  with  an  aqueous  solution 
of  sugar,  and  allowing  the  mixture  to  ferment. 
The  sugar  solution  contains  18  grms.  per  litrfe 
for  every  degree  of  alcohol  which  it  is  desired 
to  obtain,  and  250  grms.  of  marc  are  used  for 
each  litre  of  solution.  Analyses  of  wines  pre- 
pared in  this  way  by  Girard,  and  of  other 
samples  found  in  commerce,  prove  that  these 
wines  have  an  approximately  definite  composi- 
tion. When  they  contain  from  9  to  10  degrees 
of  alcohol,  the  proportion  of  soluble  matter, 
cream  of  tartar,  tannin,  and  colouring  matter  is 
much  less  than  in  the  ordinary  vintage  wines. 
The  amount  of  solid  matter  varies  from  14  to 
18  grms.  per  litre ;  the  amount  of  cream  of 
tartar  is  about  2  grms.,  but  not  less  than  1-6 
grm.  per  litre ;  whilst  the  proportion  of  tannin 
and  colouring  matter  varies  considerably  with 
the  nature  of  the  marc.  Girard  concludes  that 
those  \vines  constitute  a  highly  useful  beverage, 
and  can  be  produced  at  a  very  low  cost  (A. 
Girard,  Compt.  rend.  95,  227 ;  Chem.  Soc. 
Abstr.  1882,  1335). 

Plastering  of  wine.    The  practice  of  adding 

fypsum  or  plaster  of  Paris  to  must,  either 
efore  or  after  fermentation,  which  prevails  in 
Spain,  Portugal,  and  the  South  of  France,  is 
said  to  have  for  its  object  the  reduction  of  the 
amount  of  the  water  in  the  juice,  and  the  pro- 
duction, consequently,  of  a  must  relatively  richer 
in  sugar.  The  fermentation  is  much  more  rapid 
and  complete,  and  it  is  alleged  that  the  wine 
keeps  longer  when  it  has  been  plastered,  and 
that  the  colour  is  richer  and  more  lasting.  This 
explanation  leaves  something  to  be  desired,  be- 
cause the  sacrifice  of  other  constituents  of  juice 
than  water  by  the  absorption  of  plaster  is 
entirely  out  of  proportion  to  any  gain  by  the 
absorption  of  the  water,  and  the  result  desired 
could  be  attained  either  by  the  addition  of 
sugar  or  the  evaporation  or  freezing  out  of 
water.  It  is  probable  that  the  reason  for  the 
practice,  although  unknown  to  those  who 
employ  it,  is  that  gypsum  precipitates  some 
albuminous  matters  which  injuriously  affect  the 
wine.  An  obvious  advantage  to  the  wine-maker 
is  that  it  clarifies  the  wine  rapidly  and  so 
enables  it  to  be  brought  sooner  to  market. 

The  plaster  of  Paris,  in  the  form  of  powder, 
is  either  thrown  upon  the  grapes  before  they  are 
crushed,  or  added  to  the  must  after  fermenta- 
tion has  commenced,  or  even  to  the  finished 
wine,  and  the  chemical  changes  that  take  place 
vary  accordingly.  The  quantity  used  is  gene- 
rally from  1  to  2  kilos,  to  every  100  kilos,  of 
fruit,  although  sometimes  it  reaches  as  much  as 
10  Mlos. 

According  to  Griessmayer,  when  gypsum  is 
added  to  the  must,  it  forms,  with  the  tartar 
present,  neutral  calcium  sulphate  and  free  tar- 
taric acid,  which  latter  reacts  on  the  sulphate, 
forming  bitartrate  and  acid  calcium  sulphate. 
Th?  ash  of  Ettch  wine  ia  neutral,  and  does  pot 


give  o£E  carbon  dioxide  when  treated  with  hydro- 
chloric acid.  When  gypsum  is  added  to  the 
finished  wine,  the  alcohol  prevents  its  solution, 
but  it  carries  down  many  impurities.  Kayser 
(Bied.  Zentr.  1881,  632)  made  experiments 
which  confirmed  these  conclusions,  and  states 
that  from  the  proportions  of  the  ash  to  the 
extractive  matter,  it  is  possible  to  declare  with 
certainty  whether  the  wine  has  been  plastered 
as  must  or  as  finished  wine ;  in  the  first  case 
the  ash  is  disproportionately  high,  in  the  other  it 
remains  normal.  Kayser  also  states  that  by 
the  interaction  of  KHSO,  and  KHjPO,,  free 
phosphoric  acid  is  formed  together  with  neutral 
potassium  sulphate,  the  former  producing  the 
bright  colour  of  plastered  red  wines.  The'  main 
change,  however,  appears  to  be  a  decrease  in 
the  tartrates  and  an  increase  in  the  proportion 
of  potash  and  sulphates. 

The  injurious  effects  attributed  to  plastered 
wines  have  been  the  subject  of  investigation  by 
several  commissions  appointed  ■  by  various 
foreign  governments.  The  most  exhaustive 
inquiry  yet  made  on  the  hygienic  aspect  of  the 
subject  was  by  a  commission  appointed  by  the 
French  War  Department  owing  to  complaints 
made  by  the  French  army  in  Algeria,  where 
many  cases  of  illness  were  said  to  be  due  to  the 
use  of  plastered  wines.  The  symptoms  are  said  to 
be  colic,  and  slight  vomiting.  The  acid  potas- 
sium tartrate  acts  towards  many  reagents  in 
the  same  manner  as  free  sulphuric  acid,  and 
when  introduced  into  the  system  may  have  the 
effect  of  reducing  the  alkalinity  of  the  blood.    . 

In  view  of  the  inconclusive  nature  of  the 
evidence,  the  Commission  recommended  the 
maintenance  of  the  regulation  forbidding  the 
sale  of  wines  containing  more  sulphate  than 
that  corresponding  with  2  grms.  of  potassium 
sulphate  in  the  litre,  and  this  limit  has  been  also 
adopted  in  Germany,  Switzerland,  and  other 
countries. 

The  attempts  to  '  de-plaster '  wine  are,  from 
a  hygienic  point  of  view,  more  injurious  than 
the  plastering,  owing  to  the  use  of  poisonous 
barium  and  strontium  salts. 

_  Wine  is  liable  to  be  affected  by  a  number  of 
injurious  ferments,  and  is  especially  subject  to 
acetous  fermentation,  due  to  Mycoderma  aceti, 
which  principally  attacks  the  alcohol  with  pro- 
duction of  acetic  acid,  whilst  Mycoderma  vini 
attacks  principally  the  cream  of  tartar  and 
extractive  matters.  The  action  of  foreign 
ferments  may  frequently  be  prevented  by  the 
process  devised  by  Pasteur,  which  consists  in 
heating  the  wine  for  some  time  to  about  70°  in 
absence  of  air.  The  bouquet,  and  in  some  cases 
the  colour,  is  thus  found  to  be  improved.  The 
heating  must  be  quickly  performed,  and,  as  far 
as  possible,  out  of  contact  with  air. 

Numerous  substances  are  employed  for  the 
preservation  of  wine  by  chemical  means  as 
abrastol  OT  asaprol  (the  calcium  salt  of  fl-naphthol 
sulphonic  acid),  benzoic,  boric,  and  cinnamic 
acids,  fluorides,  formaldehyde,  saccJuirmy  salicylic 
acid,  sulphurous  acid,  and  sulphites.  It  should 
be  noted  that  of  these,  boric  acid,  fluorine,  and 
salicylic  acid  may  be  present  in  minute  quantities 
as  natural  constituents  of  the  wine  (v.  infra). 

Manufacture  of  '  sparkling '  wines.  The 
effervescence  of  a  sparkling  wine  is  due  to  the 
presence    of   carbonic   acjd,  produced  by  tfee 
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fermentation  of  added  sugar.  The  chief  wines 
of  this  class  (champagne)  are  produced  in  the 
departments  of  Mame  and  Haute  Mame,  and  in 
the  vicinity  of  the  Moselle  and  the  Rhine.  Both 
white  and  red  grapes  are  used,  and  the  wine  is 
amber  in  colour,  the  depth  of  tint  depending  on 
the  vintage  and  the  proportion  of  dark  grapes 
employed.  The  vintage  is  in  the  early  part  of 
October,  and  in  the  pressing  the  must  is  sepa- 
rated into  two  portions,  that  first  produced  being 
of  the  higher  qualitj'.  The  young  wine  is  allowed 
to  ferment  until  the  winter,  when  it  is  racked, 
and  after  the  expiration  of  a  month  the  operation 
is  repeated,  when  the  wine  is  fined.  It  is  then 
mixed  with  a  certain  proportion  of  old  wine,  and 
the  amount  present  determined.  If  necessary,  a 
quantity  of  cane  sugar  is  added,  and  the  wine  is 
bottled,  the  bottles  being  placed  horizontally  in 
piles  and  left  at  rest  throughout  the  summer. 
Carbonic  acid  is  formed,  together  with  a  quantity 
of  sediment.  The  pressure  of  the  gas  in  the 
bottles  can  readily  be  ascertained,  when  desired, 
by  means  of  a.  manometer  (such  as  Salleron's 
modification  of  Maumeni's  '  Aphrometre '), 
and  ranges  from  5  atmospheres  in  grand  mousseux 
to  less  than  4J  in  crimant  wine ;  in  ordinary 
mousseux  wine  the  pressure  varies  between 
4  and  4J  atmospheres.  When  required  for  the 
market,  the  bottles  are  first  carefully  brought 
into  an  inclined  position,  so  as  to  cause  the 
sedimentary  matter  to  fall  gradually  on  to  the 
cork ;  on  removing  the  clip  which  holds  the  cork 
withm  the  neck  the  pressure  of  the  dissolved  gas 
forces  out  the  cork,  together  with  the  sediment. 
A  certain  amount  (from  1  to  4  p.c.,  depending 
upon  the  sweetness  desired)  of  Uqueur,  made  of 
fine  wine,  sugar,  and  cognac  or  a  still  spirit,  is 
quickly  added,  and  the  oottles  are  again  filled 
up,  corked,  and  wired. 

Dry  champagnes — i.e.  containing  relatively 
little  sugar — are  mainly  exported  to  this  country, 
the  sweeter  varieties  being  usually  consumed  in 
America  and  on  the  Continent. 

Wines  ol  France.  The  chief  wine-growing 
district  in  France  is  the  Gironde,  which  is  prac- 
tically divided  into  five  portions,  viz.,  the  Mldoc, 
the  Graves,  the  Cotes,  the  Falus,  and  the  Entre- 
deux-Mers.  In  the  M^doo  some  six  or  seven 
different  varieties  of  vine  are  cultivated. 

Most  of  the  red  wine  is  obtained  from  the 
Carbenet  Sauvignon,  Franc  Carbenet,  Malbec, 
and  Merlot  grapes.  The  vintage  usually  begins 
towards  the  end  of  September,  and  lasts  about 
a  fortnight.  The  wines  (usually  known  as 
'  clarets ')  are  divided  into  paysan,  artisan, 
bourgeois,  and  fine  growths,  the  last  group 
being  further  sub-divided  into  what  are  known 
as  '  crus  '  or  '  classed  growths,'  named  after  the 
place  (Ch3,teau  or  Commune)  where  they  are 
produced ;  e.g.  Chdteav,  Latour,  Pauillac ; 
Ghdteau  Lagrange,  St.  Julien ;  Chdteau  Margaux ; 
Ch&teau  Cantenac,   &c. 

The  chief  white  wine  producing  district  is  to 
the  south  of  Bordeaux.  The  principal  vines  are 
the  Semillon,  Sauvignon,  and  MuscateUe.  The 
vintage  is  much  later  than  in  the  MSdoo — viz. 
in  the  last  weeks  of  October  or  early  part  of 
November,  when  the  grapes  have  entirely 
ripened.  Three  qualities  of  must  are  produced  ! 
the  first  and  ripest  juice  yields  a  sweet  luscioiis 
wine  {vin  de  tsie),  mainly  consumed  in  Russia ; 
^be  secOfi<i  fornjs  fin  ds  milieu,  the  wine  usually 


Imown  as  Sauterne;  the  third  quality,  or 
queue,  yields  a  dry  white  wine.  The  principal, 
varieties  are  Barsae,  Sauterne,  Graves,  and 
Bommes,  Chdteau  Latour -blanche,  and  Chateau 
T'quem. 

The  department  of  the  Pyr^nfies  Orientales 
produces  a  considerable  quantity  of  wine,  mostly 
from  the  Grenache  noir  and  Carignane  grapes. 
The  generic  name  of  the  wine  of  the  district  is 
Eoussillon,  of  which  the  most  esteemed  varieties 
are  muscat  of  Rivesaltes,  Maccabeo,  Malvoisie, 
and  Orenache,  which  are  liqueur  wines  (the  last- 
mentioned  being  simply  unfermented  must 
preserved  by  means  of  added  spirit  and  sul- 
phurous acid,  with  frequent  racking  from 
deposits) ;  and  Rancios,  dry  Malvoisie,  and 
Picfoule.  Languedoc  also  produces  a  large 
quantity  of  wine  {vins  du  Midi),  much  of  which 
is  mixed  with  the  wines  of  the  Gironde  and  of 
Burgundy  ;  whilst  a  considerable  amount  of  the 
rest  is  distilled  to  make  '  trois-six '  and  eau  de 
vie.  Cognac  is  produced  from  the  wines  of  the 
Charente  district  {v.  Bbandy). 

The  Rhone  and  Saone  valleys  produce  the 
chief  wines  of  the  east  of  France,  which,  with 
the  exception  of  Hermitage  and  the  wines  of  the 
Beaujolais,  seldom  occur  in  trade  under  their 
ovm  names. 

The  best  quaUties  of  cliampagne  (v.  supra. 
Sparkling  wines)a,Te  produced  in  the  departments 
of  Marne  and  Haute-Marne,  the  chief  centres  of 
the  trade  being  at  Rheims,  Epemay,  Ay,  Avize, 
Chalons,  and  Dizy.  The  most  famous  brands 
are  Ayala,  Cliquot,  Heidsieck,  Irroy,  Mogt, 
Mumm,  Perrier  Jouit,  Pommery-Greno,  Soederer, 
and  St.  Marceaux.  Large  quantities  of  sparkling 
wine  are  produced  in  the  Saumur,  in  the  depart- 
ment of  Maine-et-Loire.  Sparkling  Saumur  is 
made  from  both  black  and  white  grapes — the 
black  being  the  product  of  the  Breton  vine,  the 
white  that  of  the  Pineau  blano.  The  wine  is 
made  much  in  the  same  way  as  champagne, 
except  that,  as  a  rule,  the  finished  product  is  a 
mixture  of  two  successive  vintages. 

The  wines  of  Burgundy  (both  red  and  white) 
are  produced  in  the  departments  of  Cote-d'Or, 
Yonne,  and  Saone-et-Loire.  The  principal  red 
wines  are  Mdcon,  Beaune,  Le  Corton,  RortMnie 
Conti,  Chambertin  and  Clos  Vougeot.  Hermitage, 
when  it  can  be  obtained  genuine,  is  a  rich  wine 
with  purple  colour,  produced  in  the  department 
of  Drome.  The  white  wine  of  Yonne  is  known 
as  Chablis. 

Spain.  Sherry,  the  best  known  of  Spanish 
white  wines,  is  mainly  produced  in  Andalusia, 
and  derives  its  name  from  Jerez  or  Xeres  de  la 
Frontera,  the  chief  centre  of  the  trade,  and  where 
most  of  the  wine  is  produced  from  must  or  fruit 
purchased  from  the  growers.  Sherries  are 
usually  broadly  classed  as  Amontillados  and 
ManzaniUas.  The  foriner  are  usually  deeper  in 
colour  and  more  alcoholic  from  added  spirit ; 
the  latter  are  lighter  and  drier,  and  are,  as  a 
rule,  shipped  unbrandied.  Mowlilla  produced  in 
the  province  of  Cordova  somewhat  resembles 
Manzanilla.  Sherries  are  almost  invariably 
fortified  and  plastered,  and  the  commoner  kinds 
sulphured  in  addition,  for  the  British  market. 
The  sweet  red  wine  known  as  'tent,'  which  is 
used  for  ecclesiastical  purposes,  is  main  ly  obtained 
from  the  Rota  district.  This  and  the  somewhat 
similar  wines  t'tom  tfee  Tfij^ragona,  Valencia,  aiji} 
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Alicante  districts  are  frequently  sold  under  the 
name  of  '  Spanish  port.' 

Portugal.  Port  is  mainly  the  produce  of  the 
rugged  and  mountainous  district  of  the  Alto 
Douro  in  the  north-east  of  Portugal.  The  vin- 
tage usually  begins  at  the  end  of  September. 
The  grapes,  from  which  the  stalks  are  removed, 
are  emptied  into  stone  tanks  holding  from  seven 
to  thirty  pipes,  and  are  pressed,  first  by  treading 
and  then  by  means  of  a  beam  or  screw  press. 
After  from  48  to  60  hours'  treading  the  must  is 
left  to  ferment,  drawn  ofi  into  vats,  and  mixed 
with  a  sufficient  quantity  of  alcohol  to  prevent 
acetous  fermentation.  After  the  lees  are  de- 
posited the  wine  Is  again  racked  and  mixed  with 
more  alcohol,  which  is  usually  obtained  by  dis- 
tilUng  wine.  If  necessary,  the  wine  is  sweetened 
with  'jeropica,'  or  sweet  must  preserved  vnih 
brandy.  In  the  spring  it  is  sent  down  to 
Oporto,  where  it  is  stored  previous  to  ship- 
ment. '  Vintage  wines  '  are  those  of  the  game 
origin,  year,  and  quality,  and  are  kept  separately, 
whSst '  factory  ports,'  which  constitute  the  bulk 
of  the  Wine  exported  are  a  mixture  of  wines  of 
diiierent  year  and  origin.  Nearly  half  the  wine 
exported  from  Oporto  is  sent  to  the  United 
Kmgdom. 

Port  first  appeared  in  England  at  about  the 
end  of  the  seventeenth  century,  and  its  con- 
sumption in  this  country  gradually  increased  up 
to  the  middle  of  the  eighteenth  century,  since 
when  it  has  gradually  declined. 

The  South  of  Portugal  (Torres  Yedras  and 
Collares)  produces  a  considerable  quantity  of  a 
rough  kind  of  claret,  and  also  a  white  wine 
known  in  England  as  Bucellas  Hock,  which  is 
obtained  from  the  Riesling  grape. 

Italy.  It  is  only  within  recent  years  that 
Italian  wines  have  found  much  favour  in  this 
country.  Northern  Italy  produces  Montferrat 
and  Asti,  together  with  a  certain  amount  of 
sparkling  wine.  Monlepvlciano  and  Chianti  are 
made  in  Central  Italy;  whilst  the  Neapolitan 
district  yields  Laoryma  Christi  and  a  variety  of 
Malvoisie  and  good  class  Muscat  wines. 
-  Sicily.  The  chief  Sicilian  wine  is  Marsala 
(a  white  wine  of  light  amber  or  brown  colotiT; 
somewhat  resembling  sherry),  obtained  from  a 
mixture  of  selected  and  thoroughly  ripe  grapes 
of  the  Madeira  variety.  It  is  carefully  manu- 
factured and  is  very  uniform  in  quality,  although, 
as  a  rule,  somewhat  heavily  fortified,  but  not 
plastered. 

Anstro-Hungary.  Both  white  and  red  wines 
are  made,  but  those  of  German  Austria  are 
consumed  for  the  most  part  locally.  The  best 
known  are  from  Voslau  and  Gumpolds-Kirchen, 
and  the  Tyrol.  The  most  famous  of  Hungarian 
wines  is  the  Sweet  Tokay  or  Essentia,  which  is 
made  from  the  first  runnings  of  the  ripe  grapes 
obtained  without  pressure.  Only  a  small 
portion  is  so  obtained,  and  it  rarely,  if  ever, 
appears  in  the  market.  Other  varieties  of  Tokay 
are  known  as  Awbruch  and  Mdstde,  Carlowitz 
resembles  port  in  character,  and  is  produced  on 
the  banks  of  the  Danube,  about  40  miles  to  the 
north-west  of  Belgrade. 

Excellent  red  wines,  resembling  Burgundy, 
are  now  made  in  Dalmatia.  The  most  esteemed 
varieties  are  Moscain  Soso,  Maraschino,  and 
Malvasia. 

gerinany.    The    phief    wine-prodviping   (lis- 


tricts  of  Germany  are  Alsace-Lorraine,  Baden, 
Bavaria,  Hesse,  the  Bheingau,  and  Wurtemberg. 
The  celebrated  Steinberg,  Johannisberg,  Budes- 
heim,  OrCCfenberg,  and  BaueMhal  wines  are 
produced  in  the  neighbourhood  of  the  Rhine, 
not  far  from  Mainz,  which  is  the  centre  of  tho 
hock  trade.  The  vineyards  of  Hesse  yield 
tiebfraumilch,  Nierstein,  and  Scharlachberg ; 
Hochheimer  is  obtained  from  the  Maingau.  The 
chief  Rhine  vine  is  the  Riesling,  which  is  said 
to  be  indigenous,  and  which  has  been  trans- 
planted andsuccessfully  cultivated  in  many  other 
parts  of  the  world  as  South  Africa,  Australia, 
and  the  United  States  of  America.  The  MoseUe 
district  also  produces  excellent  wines  of  charac- 
teristic but  rather  weak  flavour,  which  is  often 
artificially  enhanced  by  the  addition  of  tincture 
of  elder  flowers. 

The  chief  product  is  a  white  wine.  A  certain 
amount  of  red  wine  is  obtained,  notably  Ass- 
mannshausen,  from  Riesling  and  mixed  grapes. 
The  results  of  analyses  by  Konig  of  wines  from 
the  principal  European  countries  are  shown  in 
the  table  on  next  page. 

The  Atlantic  Isles.  Grand  Canary  and 
Teneriffe  produce  a  small  quantity  of  wine,  but 
since  the  production  of  cochineal  has  fallen  ofl 
on  account  of  the  preference  for  coal-tar  colouring 
matters,  vine  culture  is  increasing,  and  wines  of 
the  Madeira  type  are  being  made  in  larger 
quantity. 

Madeira.  The  best-known  varieties  of  Madeira 
wine  are  Malmsey,  Sercial,  Baal,  and  Tinta. 
It  is  a  white  wine,  usually  dry  («.e.  free  from 
sugar),  and  its  characteristic  flavour  is  probably 
due  to  the  practice  of  heating  the  wine  shortly 
after  its  manufacture  to  a  temperature  varying 
from  25°  to  45°.  Formerly  the  same  condition 
was  obtained  by  sending  the  wine  a  voyage  to 
the  East  or  West  Indies  and  back.  Very  little 
red  wine  is  made  in  Madeira. 

A  small  quantity  of  wine  is  made  in  the 
Azores,  particularly  on  Pico,  but  it  is  of  very 
indifferent  quality,  and  is  mainly  exported  as 
low-class  sherry. 

Cape  ot  Good  Hope.  Comparatively  little 
inne  is  now  sent  to  this  country  from  South 
Africa,  although  a  century  ago  the  importation 
of  Cape  wine  into  the  United  Kingdom  exceeded 
that  from  France.  The  decline  is  due  to  vine 
diseases  and  insect  pests,  to  faulty  manufacture, 
and  to  fiscal  changes.  The  best-known  wines 
are  Drakenstein  or  Cape  Hock  from  Paarl ;  tho 
sweet  pale-red  Constantias  produced  near  Cape 
Town  ;  and  Hermitage,  a  red  wirie  of  Burgundy 
charcter. 

Australia.  Of  late  years  the  amount  of  wine 
from  Victoria,  New  South  Wales,  and  South 
Australia  imported  into  this  country  has  in- 
creased enormously.  The  industry  may  be  said 
to  be  still  in  its  infancy,  but  the  most  scientific 
methods  and  appliances  are  adopted,  and  the 
produce  of  such  vineyards  as  Albur}',  Great 
Western,  Highercombe,  and  Tintara  bids  fair 
to  rival  the  rest  European  wines  of  similar  type. 
United  States.  The  manufacture  of  wine  is 
now  firmly  established  in  California.  The  pro- 
duce was  originally  derived  from  the  '  Mission  ' 
trape,  supposed  to  have  been  imported  froni 
lexico  by  Franciscan  monks,  but  German, 
IVench,  and  Spanish  varieties  have  now  been 
introdttPed,  ^nd  irinps  jn  spffle  dpgree  ^esejnbliiig 
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Bhine 

23 

1-0005 

8-00 

2-60 

0-81 

— 

0-200 

— 

0-85 
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Baden  ... 
Wiutemburg,  white  wine 

46 

— 

6-65 

2-16 

0-91 

0018 

0-358 



0-09 

0-49 



0-207 

15 

0-9995 

6-10 

2-27 

0-95 

0-095 

0-262 



0-57 



0-250 

„          red  wine  . 

6 

— 

4-73 

2-64 

1-14 

0-091 

0-026 





0-46 



0-250 

Alsace 

15 

— 

6-69 

2-07 

0-70 

0-018 

0-168 

0-052 



0-55 

0-028 

0-229 

Lorraine,  red  wine 

France  : 
Red  wine    .        .        . 

10 

0-9967 

8-08 

2-27 

0-56 

0032 

0-155 

0-09 

0-50 

0-019 

0-185 

29 

0-9982 

7-80 
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0-57 

_ 

_ 

_ 

0-30 

0-73 

0-043 
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Wbite  wine  . 

5 
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8-30 

3-03 

0-66 
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Austria: 

Tyrol,  red  wine    . 

60 

0-9940 

9-08 

2-34 

0-62 









0-65 

0-021 

0-222 

„      white  wine 
Russia  : 

17 

0-9927 

8-84 

1-87 

0-59 

— 

— 

— 

— 

0-65 

0-020 

0-175 

' 

Ked  wine    .        .        . 

10 

0-9939 

10-76 

2-76 

0-56 
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0-64 

0-036 

0-267 

White  wine 

12 

0-9931 

11-96 

2-57 

0-49 

— 

— 

0-100 

0-46 

0-59 

0-026 

0-204 

Italy         .         .         . 
Spain  .- 
Ordinary  red  wine 

20 

— 

10-61 

3-44 

0-52 

— 

<- 

1-44 

0-45 

0-290 
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12-30 

3-53 

0-49 



_ 

_ 

0-38 

1-09 

_ 

0-610 

Sweet  wine  , 

4 

1-0233 

12'78 

9-69 

0-59 

— 

— 

— 

6-55 

0-63 

— 

0-740 

those  of  these  countries  (and  named  after  their 
original  types)  are  now  made  on  a  considerable 
scale.  The  vine  is  abo  cultivated  on  a  large 
scale  in  Ohio,  and  clarets  and  champagnes  are 
made  in  the  vicinity  of  Cleveland  and  Sandusky. 
Other  wine-producing  States  are  New  York, 
Missouri,   Illinois,   and    Pennsylvania.     Wliilst 


the  finer  wines  consumed  in  the  United  State 
are  still  obtained  from  France  and  Germany,  the 
importation  of  foreign  wines  is  steadily  deoresis- 
ing  in  favour  of  the  home  product. 

The  following  are  analyses,  by  Bigelow  (U.S. 
Dept.  of  Agric.  Bur.  of  CSiem.  Bull.  59f,  of  525 
samples  of  wines  manufactured  in  California  : — - 


Description 

11 

o  g 

^1 

Grams  per  100  c.c.                                | 

^ 

I 

11 

■8 

1 

■g.s§' 

CO 

M 

5 

Red  wines  (204  samples) : 
Bordeaux,  Bbine,  Burmindy )  Min. 

and  South  French  types    !  Max. 

White  nines  (321  samples): 
Btaine,      Sauterne,      Souths  u.-.. 

French,  Sherry  and  Ma-  ^f' 

deira  types                        ;iaai. 

0-9900 
1-0050 

0-9866 
1-0560 

8-00 
19-28 

5-00 
22-19 

6-35 
15-30 

8-98 
17-61 

0-330 
0-852 

0-163 
0-971 

0-201 
0-888 

0-181 
0-798 

1-91 

6-88 

109 
19-66 

0080 
0-628 

0060 
17-210 

0-1864 
0-5544 

00859 
0-9379 

0-0455 
0-2515 

00453 
01861 

0-188 
0-430 

0-050 
0-447 

Analysis  o»  Wine. 

The  chemical  examination  of  wine  is  usually 
restricted  to  the  determination  of  those  consti- 
tuents which  enable  an  opinion  to  be  formed 
concerning  its  purity  or  freedom  from  adultera- 
tion, but  expert  tasting  is  of  great  importance, 
and  mici-oscopical  examination  of  the  deposits 
obtained  from  wine  may  afEord  useful  informa- 
tion. 

For  the  estimation  of  the  specific  gravity  a 
determination  should  be  made  by  the  bottle 
or  other  form  of  pyknometer  and  given  accurately 
to  four  decimal  places.  Carbonic  acid  should 
first  be  removed  by  vigorous  agitation. 

The  results  are  usually  given  in  grms.  per 
100  c.c,  or  per  litre.  Koenig  (Zeitsch.  anal. 
Chem.  28, 202),  however,  deprecates  this  practice, 
on  the  ground  that  for  sweet  wines,  which  are 
liable  to  differ  widely  in  sp.gr.,  the  results  are 
no  longer  directly  comparable. 

The  alcohol  is  best  determined  by  the  dis- 
tillation method,  the  sp.gr.  of  the  weighed 
distillate  being  taken  and  the  proportion  of 
alcohol  found  from   tables.    For   more   exact 


determinations,  the  volatile  acids  should  be 
neutralised  before  distillation. 

Determination  of  extract.  The  various  methods 
in  use  for  determining  extractive  matter  in  wine 
differ  considerably  both  in  principle  and  in  the 
details  of  manipulation.  The  direct  method 
(by  evaporation)  does  not  give  comparable 
results  unless  the  sugar  of  sweet  wines  and  the 
potassium  sulphate  in  plastered  wines  are 
deducted,  and  not  then  unless  the  estimation  is 
conducted  under  exactly  similar  conditions. 

The  French  official  method  of  prolonged 
heating  on  a  water-bath  gives  low  results, 
owing  chiefly  to  loss  of  glycerol.  The  sugar 
and  potassium  sulphate  are  deducted,  an 
allowance  of  1  grm.  of  each  per  litre  being  made 
to  cover  the  amount  of  these  substances  assumed 
to  be  naturally  present  in  fully  fermented 
wine.  The  result  is  known  as  the  'reduced 
extract.' 

The  most  exact  determination  of  extract 
is  made  by  evaporation  (at  the  ordinary  tempera- 
ture) over  sulphuric  acid  in  vacud,  but  as  this 
requires  from  3  to  6  days  (according  to  the 
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temperature)  it  is  unsuitable  for  ordinary 
commercial  use. 

The  German  official  method  is  as  follows  : — 

(a)  For  wines  with  an  extract  amounting  to 
not  more  than  3  grms.  per  100  c.c.  (ascertained 
by  the  indirect  method  (c)  given  below) :  60  c.o., 
measured  at  15°,  are  evaporated  to  a  syrupy 
consistency  on  the  water-bath  in  a  platinum 
basin  of  85  mm.  diameter,  20  mm.  height,  and 
75  c.o.  capacity,  and  the  residue  is  dried  for  2J 
hours  in  the  water  oven. 

(6)  For  wines  containing  from  3  to  4  grms. 
of  extract  per  100  c.c.  an  amount  yielding  from 
1  to  1-5  grm.  of  residue  is  taken.  For  the 
necessity  of  using  dishes  of  similar  area  and 
surface  in  order  to  obtain  comparable  results, 
i>.  Bouilhon  (Compt.  rend.  103,  498). 

(c)  For  sweet  wines,  or  those  containing 
over  4  grms.  of  extract  per  100  c.c,  the  indirect 
method  of  determining  the  extract  from  the 
sp.gr.  of  the  wine  after  removal  of  the  alcohol  is 
to  be  preferred  {v.  Tables  in  Windisch,  Die 
Chemische  Untersuchung  und  Beurtheilung  des 
Weines,  338 ;  abstracted,  J.  Soo.  Chem.  Ind. 
1898,  280). 

The  amount  both  of  extract  and  of  alcohol 
may  be  determined  by  Riegler's  refractometer 
method  (Zeitsch.  anal.  Chem.  1896,  27).  One 
grm.-  of  alcohol  and  of  extract  in  160  c.c.  of  wine 
are  found  to  raise  the  refraction  by  0'00068  and 
0-00145  respectively  above  that  of  water,  Theii 
if  o=the  refraction  of  pure  distilled  water ; 
(o+5)  =the  refraction  of  the  wine  from  which  the 
alcohol  has  been  removed  made  up  to  the 
original  volume  taken  ;  and  N=the  refraction  of 

the  original  wine  ;   then  the  formula  ' 


0-00068 
gives  the  weight  of  alcohol,  and  frj^iyj-n:  ^^at  of 

the  extract  as  grams  per  100  c.c.  of  the  wine. 

In  completely  fermented  wines  the  amount 
of  feltract  is  seldom  less  than  14  grms.  per  litre. 
Wines  containing  less  than  this  amount  after  re- 
moval of  the  sugar  may  be  suspected  of  dilution. 

After  separation  of  the  non -volatile  acids, 
the  remaining  extract  in  natural  wine  is  seldom 
less  than  11  grms.  per  litre,  and  after  separation 
of  the  free  acids,  as  a  rule,  not  less  than  lOgrms. 
per  litre.  The  mineral  constituents  are  usually 
about  10  p.c.  of  the  extract. 

The  free  acid  is  determined  by  titration  with 
standard  potash  or  soda-solution,  using  litmus- 
paper  as  indicator,  and  calculating  the  result  as 
tartaric  acid  (CjH,0,).  Carbonic  acid  should 
first  be  expelled,  either  by  heating  just  below 
boiling-point  (but  rapidly  so  as  to  avoid  loss  of 
acetic  acid),  or  by  agitation  and  subsequent 
titration  in  the  cold.  Volatile  acids  are  deter- 
mined by  distillation  in  steam,  or,  since  this 
partially  volatilises  lactic  acid  (Windisch, 
Zeitsch.  Nahr.  Genussm.  1905,  9,  70),  by  the 
difference  in  the  acidity  of  the  wine  before  and 
after  evaporation  to  a  small  bulk,  and  are 
expressed  as  acetic  acid  (CjHjOj).  The  fixed 
acids  are  estimated  by  difference  between  the 
total  and  volatile  acids,  or  by  direct  titration  of 
the  extract  obtained  by  evaporation  in  vacnS, 
and  are  expressed  as  tartaric  acid.  In  France 
the  acidity  is  usually  given  in  terms  of  sulphuric 
acid  (HjSO,). 

Old  wines  have  an  acid  reaction,  in  conse- 
qience  of  the  presence  of  a  certain  amount  of  free 


acid  and  jjotassum  hydrogen  tartrate.  A  wine  not 
exhibiting  this  acid  reaction  tastes  flat.  For  a 
long  time  it  was  believed  that  the  free  acid 
of  wine  is  tartaric  acid  alone.  Nessler's  re- 
searches have,  however,  shown  that  this  is 
seldom  the  case.  Tartaric  and  malic  acids  often 
exist  together,  and  more  frequraitly  the  free 
acida  consist  of  malic  acid  entirely.  Wines  con- 
taining tartaric  acid  alone  taste  more  tart  than 
those  with  only  malic  acid,  or  a  mixture  of 
malic  and  tartaric  acids. 

The  presence  of  free  tartaric  acid  in  wine 
does  not  necessarily  show  an  improper  admixture 
of  tartaric  acid  with  the  wine.  According  to  Mach 
and  Bolondi,  the  amount  of  free  tartaric  acid  in 
the  grape  increases  in  proportion  to  the  degree 
of  unripeness,  so  that  its  absence  from  wine  can 
only  occur  under  certain  conditions  of  ripeness 
of  the  grapes  employed.  Although  unripe  grapes 
are  frequently  used  in  considerable  quantity  in 
wine-making,  yet  if  the  ripe  grapes  are  in  excess, 
the  potash  salts  in  them  are  more  than  sufficient 
to  separate  the  free  tartaric  acid  in  the  form  of 
tartar,  and  this  explains  the  fact  that  wine  so 
made  generally  contains  no  free  tartaric  acid.  A 
wine  may  be  suspected  of  having  been  sophisti- 
cated if,  with  a  small  amount  of  free  acid,  an 
undue  proportion  of  it  is  tartaric  (J.  Nessler  and 
H.  Wachter,  Bied.  Zentr.  1880;  Chem.  Soc. 
Abstr.  1880,  775). 

The  estimation  of  total  tartaric  acid,  free 
tartaric  acid,  potassium  bi-tartrate,  and  tartrates 
of  the  alkaline  earths  (lime  and  magnesia)  is  best 
made  by  the  methods  of  Halenke  and  Moslinger, 
and  of  Barth  (Zeitsch.  anal.  Chem.  1895,  279- 
290).  These  methods  were  officially  adopted  by 
a  German  Imperial  Decree  of  1896,  an  abstract 
of  which  is  given  in  the  J.  Soc.  Chem.  Ind. 
1898,  277.  Certain  modifications  were  intro- 
duced by  Kulisch  in  1901.  Full  details  of  these,  as 
well  as  the  French  official  methods,  wUl  be  found 
in  Post  and  Neumann's  Traits  complet  d'analyse 
cUmique  appliquSe  aux  essais  industrielle,  1910, 
tome  ii.  661.  The  last  three  estimations  are 
necessarily  empirical,  being  founded  on  the 
assumption  that  all  the  bases  present  in  the 
organic  salts  of  the  wine,  or  as  carbonates  in  the 
ash,  were  originally  combined  with  tartaric  acid 
to  form  bi-tartrates. 

Numerous  methods  have  been  suggested  for 
the  estimation  of  malic  and  sitccinic  acids,  but 
they  are  too  uncertain  and  inexact  to  be  of  inuch 
value  for  analytical  purposes.  The  methods  for 
lactic  and  citric  acids  are  more  reliable,  and  the 
estimation  of  these  is  more  important,  since  the 
former  is  a  constant  constituent  of  wines,  and  is 
often  the  cause  of  their  excessive  acidity,  whilst 
the  latter  is  rarely  present  in  genuine  wines, 
except  in  slight  traces,  but  is  sometimes  added  to 
sophisticated  wines. 

The  best  methods  for  estimating  lactic  acid 
are  those  of  Kunz  (Zeitsch.  Nahr.  Genussm.  1901, 
4,  673)  and  Moslinger  {ibid.  1901,  4,  1123). 
Citric  acid  may  be  estimated  by  MSslinger's 
method,  weighmg  as  lead  citrate,  as  officially 
adopted  by  the  U.S.  Dept.  of  Agriculture  (Bur. 
of  Chem.  BuU.  107,  81). 

The  determination  of  glycerol  in  wine  has 
given  rise  to  numerous  processes,  the  best 
known  of  which  are  based  upon  either  extraction 
by  means  of  alcohol  and  ether  and  weighing,  or 
oxidation  to  and  estimation  as  oxalic  acid, 
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Various  metliods  have  been  proposed  as 
Bteam-distillation  undecreduoed  pressure  (Bordas 
and  Baczkowski,  Compt.  rend.  1897,  124,  240) ; 
or  by  conversion  into  triacetin  (Bottinger,  Chem. 
Zeit.  1897,  659) ;  or  into  isopropyl  iodide  and 
weighing  as  silver  iodide  (Zeisel  and  Fanto, 
Zeitsch.  anal.  Chem.  1903,  649).  A  method  by 
Rothenfusser,  claimed  to  be  more  rapid  and  less 
laborious  and  expensive  than  the  ofiScial  method 
described  below,  is  given  in  Zeitsch.  Nahr. 
Genussm.  1912,  23,  332. 

The  older  methods,  especially  extraction  with 
alcohol  and  ether,  are  generally  preferred,  since, 
although  somewhat  empirical,  they  yield 
results  which  are  comparable  with  the  enormous 
amount  of  similar  data  acquired  by  previous 
observers.  It  is  essential,  however,  that  the 
exact  details  of  the  given  methods  should  be 
rigidly  followed. 

The  method  officially  adopted  in  Germany 
is  as  follows,  (a)  being  adopted  in  the  case  of 
dry  wines  or  those  containing  less  than  2  grms. 
of  sugar  per  100  c.c. ;  and  (6)  for  sweet  wines 
containing  more  than  this  proportion  of  sugar. 

(o)  100  c.c.  of  wine  is  evaporated  down  to 
10  c.c.  in  a  porcelain  capsule  on  a  water-bath. 
I  grm.  of  quartz  sand  is  added  and  mUk  of  lime 
(40  p.c.)  equivalent  to  lJ-2  grms.  CaHjOj  for 
each  gram  of  extract  present,  and  evaporation 
continued  almost  to  dryness.  The  residue  is 
then  repeatedly  boiled  with  small  quantities  of 
96  p.c.  alcohol,  the  various  extracts  being 
decanted  into  a  100  c.c.  flask,  made  up  to  bulk 
at  15°,  filtered,  and.  90  c.c.  of  the  filtrate  evapo- 
rated in  a  porcelain  capsule  on  the  water-bath 
(without  boiling).  The  residue  is  washed  into  a 
stoppered  graduated  cylinder  with  small  quan- 
tities of  absolute  alcohol  until  15  c.c.  are  col- 
lected, then  shaken  up  with  three  successive 
portions  of  ether  (7*5  c.c.  each  time),  and,  when 
clear,  the  whole  (including  the  rinsings  of  the 
cylinder  with  alcohol-ether,  2:3)  evaporated  on 
the  water-bath  to  a  syrup,  but  without  boiling. 
The  residue  is  dried  for  1  hour  at  100°,  cooled, 
and  weighed.  The  weight  in  grams,  multiplied 
by  l-m,  gives  the  number  of  grams  of  glycerol 
in  100  c.c.  of  the  wine. 

(6)  50  c.c.  of  wine  are  heated  on  the  water- 
bath  in  a  large  flask,  1  grm.  of  quartz  sand  added, 
also  milk  of  lime  until  the  dark  colour  at  flrst 
produced  disappears,  and  an  alkaline  odour  be- 
comes evident.  After  cooling,  100  c.c.  of  96  p.c. 
alcohol  are  added,  the  precipitate  filtered  off 
and  washed  with  alcohol.  The  filtrate  is 
evaporated  and  treated  as  in  (a).  The  factor 
2-222  is  necessary  in  this  case  to  obtain  the 
number  of  grams  of  glycerol  in  100  c.c.  of  the 
wine. 

The  sugar  in  wine  is  a  variable  mixture 
of  dextrose  and  Isevulose,  and  occasionally 
sucrose.  The  usual  method  of  examination  con- 
sists in  estimating  the  total  quantity  of  sugar  by 
titration  with  copper  solution,  then  ascertaining 
by  the  optical  method  the  proportions  of  the 
two  glucoses  and  estimating  the  sucrose  after 
inversion  with  hydrochloric  acid. 

Valuable  information  as  to  the  nature  and 
proportions  of  the  sugars  (both  natural  and 
added),  as  well  as  of  other  optically  active 
substances  introduced  for  the  purpose  of 
sophistication,  may  be  obtained  by  the  use  of 
the  poiarimeter.     Pure  wine  which  still  contains 


unfcrmented  sugars  turns  the  plane  of  polarisa- 
tion to  the  left,  whilst  perfectly  fermented  wine 
either  does  not  polarise  at  all,  or  only  very 
slightly  to  the  right.  Wines  sweetened  with  com- 
mercial glucose  may  contain  considerable  pro- 
portions of  dextrorotatory  non-fermentable  sub- 
stances. 

It  is  essential  to  remove  alcohol  and  colouring 
matters,  and  Nessler  and  Barth  show  that  it  is 
a  matter  of  considerable  importance  also  to 
remove  the  tartaric  acid  present  in  the  wine, 
and  they  add,  before  precipitating  with  alcohol, 
a  few  drops  of  a  strosg  solution  of  potassium 
acetate,  thus  separating  the  tartaric  acid  as 
potassium  hydrogen  tartrate. 

The  wine  is  carefully  neutralised,  and  the 
alcohol  eliminated  by  evaporation,  the  residue 
filtered,  if  necessary,  and  made  up  to  original 
bulk,  decolorised  with  lead  acetate,  the  excess 
of  lead  removed  with  sodium  carbonate  or 
sulphate,  and  the  poiarimeter  reading  corrected 
for  the  increased  volume  due  to  these  additions. 
The  use  of  bone  black  should  be  avoided  if 
possible,  and  complete  decolorisation  is  not 
necessary  if  the  liquid  is  clear.  Turbidity  can 
be  removed  by  the  addition  of  alumina  cream. 

A  complete  scheme,  based  upon  the  German 
official  methods  (Veroflentl.  d.  Kaiserl.  Gesund- 
heitsamts,  1896,  20,  557)  is  given  in  Allen's 
Commercial  Organic  Analysis,  1909,  vol.  i.  171. 
The  results  are'  obtained  from  observations  in  a 
200  mm.  tube,  and  expressed  in  terms  of  the 
sugar  scale  of  the  Schmidt  and  Hcensch  half- 
shadow  saocharimeter. 

For  the  estimation  of  sugar  by  Fehling's 
solution,  the  tannin  must  first  be  removed  by 
lead  acetate,  the  excess  of  lead  being  precipitated 
by.  sodium  carbonate  or  sulphate.  Ordinary 
fully  fermented  wine  usually  contains  under 
0-1  p.c.  sugar,  and  may  be  decolorised  by  a 
small  quantity  of  animal  charcoal.  Either  the 
gravimetric  method  (weighing  the  precipitated 
copper  as  CuO)  or  the  volumetric  (using  as 
indicator  either  potassium  ferrocyanide  or 
ferrous  thiocyanate  as  recommended  by  Ling 
(Analyst,  1905,  182  ;   1908,  160)  may  be  used. 

Sucrose  may  be  determined  by  difference 
between  the  directly  reducing  sugars  formed  as 
just  described,  and  the  total  reducing  sugar  after 
inversion  with  hydrochloric  acid  on  the  water- 
bath,  deducting  one-twentieth  of  the  difference 
(invert  sugar)  thus  found  to  obtain  its  equivalent 
as  sucrose ;  or  the  Clerget  polariscopic  method 
may  be  employed,  using  Herzfeld's  modification 
of  the  Clerget  formula  {v.  art.  Sttgab). 

Oum  arabic  and  dextrin,  which  are  sometimes 
used  for  sophisticating  wines,  may  be  detected 
by  adding  to  a  little  of  the  wine  about  twice 
its  bulk  of  the  strongest  alcohol.  If  a  decided 
flooculent  and  viscous  precipitate  be  formed, 
the  gum  is  obtained  by  evaporating  100  c.c.  of 
the  wine  to  about  5  c.c,  and  precipitating  by 
the  gradual  addition  of  90  p.c.  alcohol.  The 
precipitate  is  filtered  off,  dissolved  in  about 
30  c.c.  of  water,  1  c.c.  of  strong  hydrochloric  acid 
added,  and  the  Uquid  heated  in  a  flask  provided 
with  a  long  glass  tube  as  a  reflux  condenser  for 
3  hours  on  a  bath  of  boiling  water.  The  sugar 
thus  produced  is  then  estimated  in  the  usual 
manner  by  Fehling's  solution. 

Tannin.  There  is  no  very  exact  method  for 
the   estimation   of   tannin   in    wine.     That   of 
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Nenbauer-Lowenthal  is  reootnmended,  and  is 
described,  with  modifications,  by  Freseiiius  and 
Borgmann  in  '  Analyse  des  Weiues,'  p.  99. 

Mineral  matter  is  found  by  cautious  incinera- 
tion of  the  residue  from  the  evaporation  of  50 
0.0.  of  the  wine,  taking  the  usual  precautions  for 
separation'  of  carbon  from  the  alkaline  salts. 
Rapid  weighing  is  essential  owing  to  the  hygro- 
scopic nature  of  potassium  carbonate. 

The  determination  of  the  ash  (and  of  several 
other  constituents)  of  wine  containing  much 
sugar  is  often  facilitated  and  made  more  exact 
by  eliiuinating  the  alcohol  and  removing  the 
sugar  by  fermentation. 

Wine  containing  less  than  1-3  mineral  matter 
per  litre  may  be  suspected  unless  it  can  be 
show.i  that  natural  wine  from  the  same  district 
and  of  the  same  vintage  actually  contains  so 
small  an  amount  of  inorganic  matter.  The  ratio 
of  mineral  matter  to  extract  is,  as  a  rule,  about 
1  to  10. 

Estimation  oj  chlorine  in  wine.  It  is  well 
known  to  wine  falsifiers  that  chemists  lay  much 
stress  on  the  proportion  of  mineral  matters  con- 
tained in  wine,  and  therefore  they  frequently 
add  sodium  chloride  to  artificial  or  adulterated 
wines  in  order  to  increase  the  extract  and  to 
bring  the  total  amount  of  ash  up  to  the  normal 
quantity.  It  is  also  said  to  hasten  clarification 
and  to  have  a  preservative  effect.  Owing  to  the 
volatility  of  sodium  and  calcium  chlorides  on 
incineration,  chlorine  is  best  determined  in  the 
wine  itself  and  not  in  the  ash,  but  the  ordinary 
method  of  titration  is  inapplicable  owing  to  the 
solubility  of  silver  chromate  in  the  free  acid  of 
the  wine.  The  chlorine  is  either  precipitated 
and  weighed  as  silver  chloride,  or  the  method  of 
Nessler  and  Barth  may  be  employed  as  follows  : — 
50  c.c.  of  the  decolorised  wine  are  acidified 
with  nitric  acid,  an  excess  of  standard  silver 
solution  is  added,  and  then  standard  thiocyanate 
solution  is  run  in  until  a  drop  of  the  liquid  when 
mixed  on  a  plate  with  ferric  sulphate  solution 
just  shows  a  pink  coloration. 

Wines  containing  more  than 005 p.c. sodium 
chloride  may  as  a  rule  be  suspected.  Exceptions 
may  occur  in  the  case  of  wines  which  have  been 
produced  in  the  neighbourhood  of  the  sea-shore. 

Alkaline  earths  in  wine.  The  ash  of  wine 
always  contains  calcium  and  magnesium  salts. 
The  amount  of  calcium  (3-11-4  mg.  in  100  c.c. 
of  wine)  is  greatest  in  young  wines  and  gradually 
diminishes  with  age,  probably  in  consequence 
of  the  separation  of  neutral  calcium  tartrate. 
The  amount  of  magnesium,  on  the  other  hand, 
remains  almost  constant  and  is  always  in 
excess  of  the  calcium.  The  largest  amount  of 
magnesium  found  by  Kayser  was  24  mg.  in 
100  c.c.  of  Malaga  wine.  The  phosphoric  acid 
and  magnesia  show  a  constant  proportion  of 
10  :  6,  corresponding  with  the  formula  MgHPO^ 
(Kayser,  Chem.  Zentr.  1881,  394;  Chem.  Soc. 
Abstr.  1882,  121). 

Barium  and  strontium  salts  are  sometimes 
added,  to  remove  sulphuric  acid,  in  the  process 
of  '  deplastering '  wines,  and  are  best  detected 
in  the  ash,  which  should  he  taken  up  with  dilute 
hydrochlorio  acid,  filtered,  and  the  filtrate 
evaporated  to  dryness.  The  dry  residue  is  then 
examined  by  the  spectroscope.  If  barium  or 
strontium  is  present  they  are  determined 
Quantitatively  in  the  usual  manner. 


Sulphuric  acid  is  precipitated  diredtlj  with 
barium  chloride  in  wine  acidified  with  hydro- 
chloric acid,  and  determined  in  the  ordinary 
manner. 

A  normal  wine  contains  not  more  than  1-3 
grm.  KjSOj  per  litre,  and  when  the  amount 
exceeds  2  grms.,  the  wine  may  be  regarded  aa 
plastered  or  sulphured. 

The  determination  of  phosphoric  acid  is  to 
be  effected  in  the  ash  by  the  molybdic  method. 
(For  details,  see  J.  Soc.  Chem.  Ind.  1898,  280.) 

The  addition  of  dicalcium  phosphate  is 
sometimes  made  instead  of  '  plaster,'  and  is 
said  to  have  certain  advantages  over  the  use  of 
gypsum. 

Nitric  acid  is  sought  for  by  carefully  adding 
a  few  c.c.  of  the  wine  to  a  solution  of  diphenyl- 
amine  in  (pure)  concentrated  sulphuric  acid, 
without  mixing,  and  avoiding  rise  in  tempera- 
ture. An  intense  blue  colour  at  the  junction  of 
the  liquids  indicates  the  presence  of  nitric  acid. 

Fresenius  (Zei^ch.  anal.  Chem.  28,  67)  finds 
that  in  wines  containing  much  sugar  a  loss  of 
phosphoric  acid  takes  place  during  the  incinera- 
tion of  the  residue.  A  higher  result  is  obtained 
when  the  residue  is  deflagrated  with  alkaline 
carbonate  and  nitrate.  Destruction  of  the  sugar 
by  fermentation  by  addition  of  a  very  small 
quantity  of  yeast  leads  to  the  same  result. 

The  assumption  that  the  better  kinds  of  wine 
always  contain  more  phosphoric  acid  than  the 
poorer  ones  is  unfounded.  At  the  same  time 
the  amount  of  the  phosphoric  acid  can,  in  many 
cases,  serve  as  a  valuable  means  of  ascertaining 
the  character  of  a  wine,  especially  of  wines  used 
for  medical  purposes,  or  of  those  of  a  particular 
district  in  which  the  amount  of  phosphoric  acid 
varies  between  definite  limits. 

Examination  for  colouring  matters.  The 
principal  substances  used  in  red  wines  are 
vegetable  colouring  matters,  coal-tar  colours 
(especially  fuchsines),  and  cochineal.  White 
wines  are  frequently  coloured  with  caramel  or 
coal-tar  colours  used  as  substitutes. 

According  to  Jean  and  Frabot  (Ann.  Chim. 
anal.  1907,  12,  52),  wines  artificially  coloured 
may  be  distinguished  from  natural  wines  by  the 
following  test.  The  wine  (50  c.c.)  is  heated  on 
a  water- bath  with  a  little  formalin  (1  c.c.)  and 
hydrochloric  acid  (4  c.c),  and  when  a  precipitate 
is  formed  the  liquid  is  made  alkaline  with 
ammonia  aiid  the  excess  expelled  by  further 
heating.  The  liquid,  on  cooling  and  filtration, 
yields  a  colourless  filtrate  in  the  case  of  genuine 
wines,  whilst  artificially  coloured  winea  yield  a 
coloured  filtrate. 

(o)  Vegetable  colours.  These  are  derived 
chiefly  from  bilberries,  black  cherries,  elder- 
berries, hollyhock  or  rose-mallow,  poke-berries 
(Phytoleuxa),  indigo  and  lichens  (archil,  &c.), 
alkanet  root,  Campeachy,  Pemambuco,  and 
other  dye-woods. 

The  wine  is  mixed  with  an  excess  of  lead 
acetate  and  filtered.  The  colour  of  the  pre- 
cipitate in  a  genuine  red  wine  may  be  greyish- 
blue,  bluish-grey,  ash"  colour,  or  greenish.  If  a 
precipitate  is  obtained  not  greatly  differing  from 
these  colours,  the  search  for  other  vegetable 
pigments  can  give  no  certain  result.  The 
colouring  matter  of  bilberries  gives  a  blue  pre- 
cipitate ;  mallow  and  elderberries  a  green.  The 
colour  of  Phytolacca  berries  differs  from  that  of 
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red  wuie  by  giving  a  red-viotet  lead  precipitate 
{see  also  Lenz,  Zeitsch.  anal.  Chem.  1895,  635). 

AlkanTia-red,  which,  with  Dupr^'s  test  (v. 
infra),  behaves  very  like  the  natural  colouring 
matter  of  wine,  is  very  easily  taken  up  from  its 
solutions  by  amyl  alcohol.  On  adding  to  the 
ainyl  alcohol  a  solution  of  a  few  drops  of  olive 
oil  or  oil  of  almonds  and  evaporating  o£E  the 
alcohol,  the  oily  'residue  (after  washing  with 
water)  has  a  fine  red  colour,  which,  on  saponifica- 
tion becomes  a  rich  blue,  or  if  the  alkanna  used 
was  old,  a  green  (Herz,  Zeitsch.  anal.  Chem.  23, 
637 ;   Chem.  Soo.  Abstr.  1890,  311). 

Beetroot  juice  is  used  in  colouring  wines 
for  the  purpose  of  concealing  the  presence  of 
magenta.  The  absorption-bands  of  magenta 
are  hidden  by  those  of  beetroot,  but  if  a  few 
drops  of  copper  sulphate  solution  are  added  to 
the  wine,  the  beetroot  bands  gradually  vanish 
and  the  magenta  spectrum  becomes  visible. 

The  fresh  colouring  matters  of  bilberries  and 
wines  are  similar  but  not  identical,  and,  accord- 
ing to  H.  W.  Vogel  (Ber.  2^,  1746),  they  are 
readily  distinguished  by  their  absorption  spectra 
after  careful  neutralisation  with  ammonia,  or, 
better  still,  when  they  are  treated  with  a  trace 
of  alum  before  addition  of  ammonia.  Care  must 
be  taken  that  the  wine  is  not  too  concentrated 
or  the  ammonia  in  too  great  excess. 

Detection  of  logwood  in  wine.  When  a  solu- 
tion of  logwood  is  treated  with  manganese 
dioxide  it  becomes  brown,  and  this  brown  Squid, 
by  the  action  of  zinc  and  hydrochloric  acid, 
gives  a  colourless  solution  of  hsematoxylin.  This 
may  be  detected  by  the  ordinary  reagents  for  that 
substance,  alkahs  and  their  carbonates  giving 
a  blue-violet  colouration,  calcium  hydroxide 
a  red-violet,  stannous  chloride  or  ammonium 
molybdate,  in  a  solution  slightly  acid  with  nitric 
acid,  a  violet  colouration.  Advantage  has  been 
taken  of  this  reaction  for  the  detection  of  log- 
wood in  wines.  20  o.c.  of  the  wine  is  agitated 
with  2  grms.  finely  powdered  manganese  dioxide, 
filtered,  and  the  brown  liquid  treated  with  zinc 
and  hydrochloric  acid,  which  reduces  the  oxi- 
dised logwood  colouring  matter  to  hsematoxylin. 
The  solution  is  then  divided  into  several  por- 
tions, and  tested  with  the  reagents  given  above. 
Pizzi  has  examined  wines  to  which  other  red 
colouring  matters  have  been  added,  and  although 
these  yield  brown  solutions  with"  manganese 
dioxide,  the  reduced  solution  does  not  give  the 
hsematoxylin  reactions.  Brazilwood  is  the  only 
one  which  has  any  analogy  to  logwood,  but 
here  also  there  are  differences  (Chem.  Soc.  Abstr. 
1881,  761). 

Spaeth  (Zeitsch.  Nahr.  Genussm.  1899,  ii. 
635 ;  Analyst,  1900, 11)  gives  a  table  of  reactions 
which  may  be  found  useful  for  the  detection  of 
the  most  commonly  used  vegetable  colours. 

(5)  Coal-tar  colours.  In  most  cases  the 
presence  of  a  coal-tar  colour  in  wine  may  be 
lecognised  by  the  following  methods  : — 

a.  By  shaking  the  filtrate  after  precipitating 
with  basic  lead  acetate  with  amyl  alcohol,  or 
(i.)  the  wine  itself,  also  (ii.)  a  portion  of  the  wine 
acidified,  with  sidphuric  acid,  and  (iii.)  a  portion 
made  alkaline  with  ammonia.  In  the  latter  case, 
excess  of  ammonia  should  be  avoided,  as,  if 
more  than  3  p.c.  the  amyl  alcohol  may  remain 
colourless,  although  the  wine  contains  a  coal-tar 
colour.  The  amyl  alcohol  extract  in  (i.)  and 
Vol.  Y,—T, 


(ii.)  may  contain  natural  colouring  matter  of 
the  wine,  but  if  the  colour  remain  unchanged  by 
ammonia,  the  presence  of  a  coal-tar  colour  may 
be  inferred.  The  amyl  alcohol  extract  from 
(ii.)  should  be  shaken  up  with  water  and  the 
aqueous  solution  tested  with  ammonia  or  by  the 
wool  test. 

6.  By  the  wool  test,  using  alum  and  sodium 
acetate  as  a  mordant,  and  adding  about  1  p.c.  of 
potassium  sulphate  in  solution. 

c.  By  Cazeneuve's  oxide  test  (Vierteljahr- 
sohrift  fiir  Chemie  der  Nahrungsmittel,  1886, 
80  ;  (3ompt.  rend.  102,  62).. 

The  oxides  employed  are  yellow  mercuric 
oxide  in  the  proportion  of  0'2  grm.  per  10  o.c. 
of  wine ;  lead  hydroxide,  containing  50  p.c.  of 
water,  in  the  proportion  of  2  grms.  per  10  o.c. ; 
and  gelatinous  ferric  hydroxide,  containing  90 
p.c.  of  water,  in  the  proportion  of  10  grms.  per 
10  c.c. 

Mercuric  oxide  completely  absorbs  the 
natural  colouring  matter,  cochineal  and  foreign 
vegetable  colours,  erythrosin,  eosin  J,  methylene 
blue,  Coupler's  blue,  and  diphenylamine  blue. 
It  partially  absorbs  orange  I.,  safranine,  chryso- 
idine,  chrysome,  methyleosin,  yellow  II.,  red  NN, 
red  I.,  and  Ponceau  RR.  It  does  not  absorb  the 
sulpho-conjugatcd  derivative  of  rosaniline,  Bor- 
deaux red  B,  Ponceau  R,  Ponceau  B,  orange  R, 
orange  RRR,  orange  II.,  orange  RR,  tropseoline 
M,  tropaeoline  II.,  yellow  I.,  solid  yellow,  dinitro- 
naphthol  yellow,  U.  S.  yellow. 

Lead  hydroxide  completely  absorbs  the  na- 
tural colouring  matter,  cochineal  and  foreign 
vegetable  colours,  methylene  blue.  Coupler's 
blue,  diphenylamine  blue,  and  erythrosin.  It 
differs  from  mercuric  oxide  in  not  absorbing  the 
rosanUines,  and  also  in  absorbing  the  sulphp- 
oonjugated  derivative  of  rosanilme,  Bordeaux 
red  B,  the  purple  red,  and  soluble  red  of  rooellino, 
Ferric  hydroxide  does  not  absorb  erythrosin. 
the  sulpho-conjugated  derivative  of  rosaniline, 
Bordeaux  red  B,  purple  red,  soluble  red,  and 
solid  yellow.  It  absorbs  the  natural  colouring 
matter  and  foreign  vegetable  colours,  cochineal, 
and  all  the  derivatives  of  rosanUine,  except  the 
sulpho-conjugated  derivative. 

Zinc  hydroades  and  stannous  hydroxide 
behave  sinularly.  The  latter  retains  the  natural 
colouring  matter,  but  does  not  absorb  cochineal 
or  orchil.  After  the  wine  has  been  treated  with 
the  hydroxides,  the  colouring  matters  must  bo 
distinguished  by  special  tests.  If  the  wine  is 
treated  with  magnesia  and  hot  amyl  alcohol,  a 
number  of  blues  which  are  precipitated  by  the 
above-mentioned  hydroxides  can  be  isolated  and 
distinguished. 

d.  Shaking  the  wine  with  ether  before  and 
after  supersaturation  with  ammonia. 

Five  to  6  c.c.  of  the  wine  to  be  tested  are 
poured  into  a  glass  test-tube  of  about  20  c.c. 
capacity,  and  then  three-quarters  of  its  bulk  of 
ether  is  added.  After  a  few  minutes  the  ether 
rises  to  the  surface  of  the  wine.  If  the  ether  be 
coloured  yellow,  and  assumes,  on  addition  of 
some  drops  of  ammonia,  a  deep-red  tint.  Cam- 
peachy-wood  has  been  used  to  colour  the  wine. 
If  the  ether  becomes  red  and  violet,  and  remains 
so  even  on  addition  of  a  large  quantity  of 
ammonia,  the  wine  contains  colouring  matter 
derived  from  some  of  the  lichens. 

If  the  red-coloured  ether  loses  its  tint  vn 
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mjzing  with  ammonia,  without  passing  into 
violet,  then  only  the  natural  colouring  matter 
of  the  wine,  oenolin,  is  present.  If  the  red- 
coloured  ether  loses  its  red  tint  with  ammonia, 
without  imparting  any  colour  to  the  latter,  then 
fuchsine  has  been  added  to  the  wine.  When  the 
ether  rises  uncoloured,  a  fresh  sample  of  the 
wine  to-be  tested  is  taken,  twice  its  volume  of 
water  is  poured  into  it,  and  half  its  volume  of 
ammonia  added.'  H  the  wine  now  assumes  a 
brownish-red  colour,  it  contains  cochuical ;  if, 
however,  it  turns  green,  then  it  can  be  assumed 
that  none  of  the*  substances  mentioned  is 
present. 

e.  The  formation  of  tsonitriles  when  aniline 
derivatives  are  warmed  with  potash  and  chloro- 
form serves  for  the  direct  determination  in  wine 
of  even  minute  traces  of  many  of  the  aniline 
colours.  The  evolution  of  the  isonitrile  is  acce- 
lerated by  adding  excess  of  strong  sulphuric 
acid. 

According  to  A.  Duprfi,  fraudulent  colouring 
matters  added  to  red  wines  may  be  detected 
by  dialysis,  which  is  best  accomplished  by 
placing  in  the  wine  a  cube  of  jelly  about  J-inch 
square.  These  cubes  are  made  by  dissolving 
10  grms.  of  gelatin  in  100  c.c.  of  warm  water,  and 
pouring  the  solution  into  a  flat  dish  or  mould  ; 
from  the  plate  thus  obtained  the  cubes  are  cut. 
After  24-48  hours  the  cube,  on  examination  by 
transmitted  light,  will  be  found  to  be  coloured 
more  or  less  deeply  by  any  colouring  matter 
present,  excepting  the  natural  colouring  matter, 
which  penetrates  only  to  a  depth  of  J-inoh  at 
the  most.  The  colouring  matter  of  alkanet  root 
also  penetrates  but  slowly,  whereas  rosaniline, 
cochineal,  logwood,  brazilwood,  indigo,  litmus, 
red  cabbage,  beet-root,  Malva  sylvestris,  and 
AUhea  officinalis  penetrate  rapidly  into  jelly 
(Chem.  Soc.  Trans.  1880,  572). 

The  nature  of  the  colouring  matter  may  be 
determined  either  by  the  colour  Of  the  jelly 
or  spectroscopically,  or  by  the  action  of  dilute 
ammonia,  which  turns  cochineal  purple,  log- 
wood brown,  red  cabbage  dark  green,  and 
decolorises  rosaniline  {v.  Speotbtjm  analysis). 

Bordeaux  verdissant  or  '  colorant  introu- 
vable '  is  a  mixture  of  acid  fuchsine  with 
methylene  blue  and  diphenylamine  orange,  the 
two  latter  colours  being  used  to  produce  a  green 
which  becomes  visible  on  decolorising  the 
Bordeaux  red  with  ammonia,  thus  simulating 
the  effect  of  ammonia  on  natural  red  wine.  The 
diphenylamine  orange  can  be  extracted  with 
amyl  alcohol,  the  acid  fuchsine  detected  by 
Girard's  mercuric  acetate  test,  and  the  methylene 
blue  by  dyeing  cotton  fibre. 

A  substance  known  as  TiiUura  por  los  vinos 
is  said  to  have  been  largely  used  for  colouring 
certain  Spanish  wines.  It  contains  Biebrich 
red,  sodium  sulphate,  and  arsenious  oxide.  The 
presence  of  arsenic  is  of  special  importance. 

The  methods  employed  in  the  Paris  Municipal 
Laboratory  for  the  investigation  of  the  colouring 
matters  in  wine  will  be  found  in  Girard  and 
Dupr^'s  '  Analyse  des  mati^res  alimentaires.' 

Detection  and  estimation  of  preservatives 
most  commonly  used  in  wine.  Ahraslol  or 
oaoproZ  (calcium  o-monosulphonateof/3-naphthol) 
is  a  white  or  slightly  reddish  scaly  powder 
readily  soluble  in  water  and  alcohol,  and  decom- 
posing at  60°.     It  is  extracted  from   alkaline 


solution  by  amyl  alcohol,  the  eitract  evaporated 
to  dryness,  and  the  residue  tested  by  Sinibaldi's 
method  (Mon.  Sci.  1893,  [iv.]  7,  842  ;  U.S.  Dept. 
of  Agric.  Bur.  of  Chem.  Bui,  59,  91). 

Boric  acid  (according  to  Baumert,  Ber.  21, 
3290)  is  naturally  present  iii  many  wines  as  well 
as  in  the  leaves  and  tendrils  of  the  grape-vine. 
It  is  detected  in  the  ash  by  ejctracting  with  a 
large  excess  of  strong  hyiuochloric  acid,  and 
testing  with  turmeric  paper.  Tor  its  quantita- 
tive estimation,  see  Windisch,  Die  CJhemische 
Untersuchung  und  Beurtheilung  des  Weines,  235. 

Fluorides  are  strongly  antiseptic  and  are 
usually  employed  in  very  small  quantity  in  the 
form  of  the  ammonium  or  sodium  salts  which 
are  soluble  in  water.  The  fluorine  is  precipitated 
as  calcium  fluoride  from  alkaline  solution  by 
means  of  calcium  chloride,  and  the  precipitate, 
after  filtering,  washing,-  drying,  and  igniting  in 
a  platinum  crucible,  is  tested  by  means  of  the 
'  etching  '  test.  A  blank  experiment  should  be 
made  with  the  Reagents  employed.  For  fiuo- 
borates  and  fiuosilicates  the  ash  containing  the 
calcium  salts  is  extracted  with  dilute  acetic  acid 
and  filtered.  The  filtrate  contains  the  boric 
acid  which,  it  present,  is  detected  as  above. 
The  calcium  fluoride  and  silicate  remain  in  the 
insoluble  portion,  and  can  be  detected  by  the 
usual  methods  (v.  Bull.  59,  63,  U.S.  Dept.  of 
Agric.  Bur.  of  Chem.). 

For  detecting  saccharin  (which  is  used  as  a 
preservative  as  well  as  a  sweetening  agent),  the 
wine  (about  100  c.c.)  is  shaken  up  with  a  mixture 
in  equal  parts  of  ether  and  Ught  petroleum, 
and  the  extract,  after  evaporating  ofi  the 
solvent,  is  fused  with  sodium  hydroxide  and  tested 
by  means  of  ferric  chloride  for  saUcylic  acid.  It 
is  assumed,  of  course,  that  the  absence  of  salicylic 
acid  in  the  original  wine  has  been  proved  and 
the  presence  of  saccharin  indicated  by  the  sweet 
taste  of  the  residue  from  the  ether  extraction. 

The  estimation  of  the  saccharin  may  be 
made  by  acidifying  (if  necessary)  with  phosphoric 
acid,  extracting  with  ethej:  as  above,  and 
fusing  the  evaporated  residue  with  a  mixture 
of  sodium  carbonate  and  nitre,  precipitating  the 
resulting  sulphate  with  barium  chloride  and  cal- 
culating the  saccharin  from  the  weight  of  barium 
sulphate  obtained  (BaSO«XO'785=saccharin). 

Saccharin  may  also  be  estimated  by  hydrolis- 
ing  the  residue  from  the  ether  extract  with 
hydrochloric  acid,  and  estimating  the  ammonia 
thus  formed  by  distillation  into  standard  acid 
(Proctor,  Chem.  Soc.  Trans.  1905,  242). 

Salicylic  acid  is  best  sought  for  by  agitating 
the  wine  with  carbon  disulphide  or  a  mixture  of 
equal  volumes  of  ether  and  light  petroleum 
(taking  care  to  avoid  an  emubion),  evaporating 
down  and  testing  the  residue  with  ferric  chloride, 
If  much  more  than  100  c.c.  are  used,  a  faint 
colour  may  be  occasioned  by  other  substaiices 
giving  a  similar  reaction  and  present  as  normal 
constituents  of  the  wine. 

An  approximate  estimation  of  the  quantity 
of  salicyuc  acid  may  be  made  colorometrically, 
by  comparing  the  colour  given  by  an  alcohoUd 
solution  of  the  ^esidu^  after  ether  extraction 
with  that  yielded  by  standard  alcoholic  solutions 
of  sahoylic  acid  of  known  strength,  using,  if 
possible,  a  liquid  similai  to  that  under  investiga- 
tion. 

Bulphurout  acid  and  svlphiteg.    Wine  will 
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absorb  as  much  as  0-36  gi*!!!.  of  sulphurous  aoid 
per  litre  when  it  ia  shaken  ii^  a  barrel  in  which 
sulphur  has  been  burnt,  and  if  the  treatment  is 
repeated  the  sulphurous  acid  may  reach  0-5 
grm.  per  litre.  Sulphur  is  bu^pt  in  the  barrels 
to  prevent  the  formation  of  mildew,  and  sulphites 
are  sometimes  used  as  a  preservative.  Much  of 
the  sulphurous  aoid  is  combined  with  aldehyde 
when  it  is  considered  to  be  much  less  objection- 
able than  in  the  free  state. 

Sulpkurcms  acid  is  determined  by  distilling 
a  portion  of  the  wine,  to  which  phosphoric  acid 
has  been  added,  in  a  stream  of  carbon  dioxide, 
receiving  the  distillate  in  solution  of  iodine,  and 
determining  the  sulphuric  acid  thus  formed. 
The  details  of  the  method  are  as  follows  (B. 
Haas,  Ber.  15,  154) :  the  wine,  to  which  5  grms. 
of  syrupy  phosphoric  aoid  have  been  added,  is 
distilled  in  a  current  of  carbon  dioxide,  and  the 
distillate  is  collected  in  a  suitable  apparatus  (a 
bulbed  U-tube)  containing  50  c.e.  of  iodine 
solution,  containing  5  grms.  pure  iodine  and  7-6 
grms.  potassium  iodide  per  litre,  thus  oxidising 
the  sulphurous  acid.  As  soon  as  the  distillate 
amounts  to  about  half  the  original  volume  of 
the  wine  used,  the  contents  of  the  U-tube  are 
washed  out,  acidified  with  hydrochloric  aoid, 
precipitated  with  barium  chloride,  and  the 
barium  sulphate  washed,  dried,  heated  to  red- 
ness, and  weighed.  This  method  gives  very 
good  results. 

Opinions  vary  as  to  how  much  sulphurous  aoid 
a  wine  may  contain.  According  to  the  medical 
faculty  of  the  University  of  Vienna,  not  more 
than  8  mg.  per  Utre  should  be  allowed,  whereas 
other  authorities  regard  80  mg.  as  not  an  exces- 
sive amount.  In  France  and  Switzerland  the 
maximum  limit  is  fixed  at  200  mg.  of  SO^  per 
litre,  of  which,  in  France,  not  more  than  30 
mg.,  and  in  Switzerland,  not  more  than  20 
mg.  should  be  '  free  '  or  uncombined. 

Poisonous  metallic  substances  in  wine.  Traces 
of  arsenic  may  be  present  owing  to  the  use  of 
impure  coal-tar  colours  (acid  fuchsine,  &c.),  and 
commercial  glucose.  Copper  and  mercury  may 
be  due  to  the  compounds  used  as  insecticides  and 
fungicides,  but  are,  no  doubt,  largely  removed 
in  an  insoluble  form  during  the  process  of  fer- 
mentation. Lead  has  been  traced  to  the  use 
of  litharge  to  mask  acidity  and  to  lead  shot 
used  for  cleaning  bottles.  Zinc  is  often  present 
in  appreciable  quantities  when  the  wine  has 
been  stored  in  vessels  of  unalloyed  zinc.  These 
metals  may  be  detected  and  estimated  by  the 
usual  methods. 

Alum  is  occasionally  present  in  the  coal-tar 
colours  employed,  and  is  sometimes  added  to 
wine  as  a  clarifying  agent,  and  to  impart 
astringency,  particularly  to  wines  which  have 
been  diluted.  The  alumina  may  be  estimated 
as  follows  (Louvet,  Chem.  Zentr.  1881,  252) : 
200  CO.  of  wine  are  evaporated  to  dryness,  the 
residue  incinerated,  and  the  ash  fused  in  a 
platinum  crucible  with  3  grms.  sodium  carbonate, 
whereby  the  lime,  magnesia,  and  ferric  02dde  are 
converted  into  insoluble  carbonates.  The  mass 
is  dissolved  in  water,  and  the  solution  filtered. 
As  the  solution  may  contain  sodium  aluminate, 
it  is  acidified  with  hydrochloric  aoid  treated  with 
a  large  excess  of  sodium  oarbonate,  and  the 
alumina  collected  on  a  tared  filter.  The  insoluble 
portion  of  the  fu«ed  mass,  containing  the  chief 


portion  of  the  alumina,  Is  fusecj  with  a  few  grms. 
of  pure  soda,  and  the  fused  product  digested 
with  water  and  the  solution  treated  for  alumina 
as  above  described.  The  precipitates  are  col- 
lected, thoroughly  washed,  dried,  ignited,  and 
weighed.  If  any  considerable  proportion  of 
phosphate  is  present,  the  phosphoric  acid  should 
be  estimated  and  deducted  from  the  total 
weight,  the  difEerenoe  being  AljOj. 

Adulteration  of  wine.  Of  the  various  pro; 
cesses  already  described  which,  strictly  speamng, 
might  be  considered  as  '  adulteration,'  some,  as 
fortifying   with  spirit,  sweetening  with  sugar, 

§lucose,  or  glycerol  and  '  plastering,'  are 
efended  as  legitimate  trade  practices  of  long 
standing  or  are  officially  tolerated  within  certain 
limits.  Others,  as  dUution  with  water,  the 
addition  of  antiseptics,  astringents,  colouring 
matters,  and  mineral  acids,  and  of  potassium 
hydrogen  tartrate  and  oenanthic  ether  to  give 
the  fictitious  character  of  age,  have,  as  a  rule, 
no  other  object  than  that  of  fraud. 

In  addition,  wine  is  mixed  with  the  juice  of 
fruit  other  than  the  grape,  and  spurious  wines 
containing  no  grape-juice  whatever  are  made  to 
simulate  well-known  types,  as  port,  sherry, 
claret,  and  burgundy.  The  fruit  basis  of  these 
is  usually  apple  juice,  the  other  principal 
ingredients  employed  being  crushed  raisins, 
alcohol,  sugar,  tartar,  flavouring  essences,  and 
colouring  matters  derived  generally  from  the 
juice  of  such  fruits  as  bUberry,  elderberry, 
black  currant,  &c. 

For  the  detection  of  dilution  with  water, 
fortifying  with  spirit,  the  addition  of  acids, 
tartar,  glycerol,  sugar,  and  other  forms  of 
sophistication  of  wines,  rehance  is  placed  in 
France  and  Germany  upon  the  ratios  which  the 
proportions  of  the  principal  constituents  of  the 
genuine  wines  of  those  countries  bear  to  each 
other  (e.g.  in  France,  alcohol :  extract  (reduced) ; 
and  in  Germany,  alcohol :  glycerol) ;  and  certain 
maxima  and  minima  are  adopted  for  the  con- 
stants of  genuine  wines  ;  but  it  does  not  neces- 
sarily follow  that  these  can  be  accepted  as  stan- 
dards appUoable  to  the  wines  made  in  other 
countries  and  by  different  methods  of  manu- 
facture.  Whenever  possible  the  suspected  wine 
should  be  compared  with  a  similar  wine  from 
the  same  district  and  vintage  and  known  to  be 
genuine.  A  concise  and  clear  resumi  of  these 
constants  and  ratios  will  be  found  in  Allen's 
Commercial  Organic  Analysis,  1909,  vol.  i. 
182-186 ;  see  also  Thudichum  and  Dupre'a 
Treatise  on  the  Origin,  Nature,  and  Varieties  of 
Wine  ;  Windisoh's  Die  chemische  Untersuchung 
und  Beurtheilung  des  Weinos ;  Villiers  et  Collin, 
Traits  des  alterations  et  falsifications  des  sub- 
stances alimentaires  ;  Leach's  Food  Inspection 
and  Analysis ;  and  Post  and  Neumann's  Traits 
complet  d'analyse  ohimique  appliqu6e  aux  essais 
industriels.  J.  C. 

WINE  GUM  V.  Gxms. 

WINTER  GREEN,  OIL  OF,  v.  Oils,  essential, 
and  Salioylio  acid. 

WITHERITE.  Native  barium  carbonate 
(BaCO,)  crystallising  in  the  orthorhombio 
system  and  isomorpnous  with  aragonite  and 
cerussite.  The  crystals  are,  however,  invariably 
twinned,  giving  rise  to  pseudo-hexagonal 
fo^ms  ;  these  may  be  either  lenticular  oi  pyra-; 
midal   in   habit,   and  in   th»  latter  coia  the 
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Bix-sided  pyramids  ptfesfeht  ft  certain  degree  of 
resemblance  to  crystals-  of  quartz.  Globular 
aggregates  and  compact  fibrous  masses  also 
occur.  The  colour  is  white  or  grey  ;  sp.gr.  4-3  ; 
H.  34.  The  mineral  occurs  in  some  abundance 
in  the  lead-bearing  veins  traversing  limestones, 
&o.,  at  several  places  in  the  north  of  England 
and  on  the  borders  of  Shropshire  and  Montgomery  - 
Bhire.  It  has  been  formed,  in  some  instances 
at  least,  by  the  action  of  carbonated  waters 
on  barytes  (L.  J.  Spencer,  Min.  Mag.  1910,  15, 
310) ;  and  it  is  itself  sometimes  altered  to 
barytes,  as  shown  by  the  pseudomorphs  of 
barytes  after  witherite.  The  best  known 
locality,  which  has  yielded  many  finely  crystal- 
lised specimens,  is  the  T'allowfield  mine  near 
Hexham ;  whilst  the  largest  quantity  (about 
8000  tons  per  annum)  is  produced  by  the  Settling- 
stones  mine  also  in  Northumberland.  The 
mineral  is  also  known  from  a  few  foreign  locali- 
ties, but  only  in  small  amounts. 

Witherite  is  used  in  the  manufacture  of 
plate  glass  and  porcelain,  and  for  the  preparation 
of  barium  dioxide  (used  in  the  manufacture  of 
hydrogen  peroxide),  barium  hydroxide  (for  re- 
fining oeet-sugar),  and  barium  salts  (used,  e.g., 
for  giving  the  green  light  of  fireworks).  The 
addition  of  a  small  proportion  of  witherite  to 
clay  (1  oz.  per  owt.)  in  brick  making  prevents 
any  efflorescence  and  discoloration  due  to  soluble 
sulphates.  Although  insoluble  in  water,  it  is 
poisonous,  since  it  is  readily  acted  upon  by  the 
gastric  juice  ;  and  the  powdered  mineral,  mixed 
with  meal,  is  used  as  rat  poison.  L.  J.  S. 
WOAD  {VouSde,  Pastel,  I"r. ;  Waid,  Ger.). 
This  commercial  product  is  a  dark  clay-Uke 
preparation  made  from  the  leaves  of  the  woad- 
plant,  Isatis  tinctoria  (Linn.),  an  erect,  herba- 
ceous, biennial  plant,  belonging  to  the  Cruciferce, 
bearing  yellow  flowers,  small  flat  elliptical  pods, 
and  large  smooth  lanceolate  or  spathulate  leaves. 
The  term  '  woad '  is  derived  from  the 
Saxon  '  wad,'  which  it  has  been  suggested  is 
derived  from  Woden,  the  Saxon  God  of  War. 
It  is  synonymous  with  the  Gallic  glastum, 
■mth  which,  according  to  Pliny,  the  ancient 
Britons  dyed  their  skin  blue,  in  time  of  war  and 
in  connection  with  certain  religious  observances. 
The  plant  is  a  native  of  Southern  Europe, 
and  from  very  early  times  has  been  employed 
in  dyeing  blue,  for  which  purpose,  previous  to 
the  introduction  of  indigo  from  India,  it  was 
largely  cultivated  in  various  parts  of  Europe-— 
e.g.  Thuringia,  Languedoo,  Piedmont,  &c.  Its 
cultivation  has  now  declined  almost  to  the 
vanishing  point. 

In  this  country,  woad  is  now  only  grown,  to 
a  very  small  extent,  in  the  fen  lands  of  Lihcolh- 
shire  and  Huntingdon.  The  seed  is  sown  in  the 
early  spring,  March  or  April,  and,  the  young 
plants  having  been  duly  thinned  and  weeded, 
the  leaves  are  ready  for  the  first  plucking  in 
June,  which,  at  intervals  of  6  or  6  weeks,  is 
repeated  once  or  twice,  or  as  often  as  fresh 
leaves  shoot  up. 

The  newly-gathered  leaves  are  at  once 
crushed  or  ground  in  edge-runner  mills  to  a  pulp, 
which  is  then  placed  in  small  heaps  to  c&ain, 
till  sufficiently  dry  to  cohere  and  be  submitted 
to  the  '  balling  '  process.  This  consists  in  work- 
in);  the  pasty  mass  by  hand  into  balls,  4-6  ins. 
to  diameter.    These  are  at  once  spread  out  on 


wicker-work  trays  oir  '  fleaks,*  and  thorodghly 
dried  in  well- ventilated  sheds.  The  baUs  are 
stored  in  a  dry  airy  place  till  the  whole,  crop 
has  been  gathered,  and  are  then  submitted  to 
the  so-called  '  couching  ' — i.e.  a  fermentation — 
process.  Tor  this  purpose  the  balls  arc  ground 
to  a  coarse  powder,  which  is  spread  on  the  floor 
of  the  couohing-house  to  a  depth  of  2  or  3 
ft.,  and  there  reduced  again  to  the  consistency 
of  a  paste  by  frequent  sprinkling  with  water 
and  turning  over  with  shovels.  During  this 
process,  which  lasts  from  20  to  40  days,  the 
mass  becomes  heated  and  abundant  offensive 
odours  are  given  off.  The  operation  needs 
to  be  conducted  with  some  care  and  skill,  so 
that  the  fermentation  is  neither  so  slow  that  a 
'  heavy  '  product  is  obtained,  nor  so  rapid  as  to 
give  one  which  is  '  foxy.'  When  the  fermenta- 
tion has  subsided,  and  the  stiff,  pasty  mass  is 
sufficiently  cooled,  it  is  packed  in  casks  ready 
for  the  market. 

It  has  been  calculated  that  9  parts  by 
weight  of  woad  leaves  yield  1  part  of  the  pre- 
pared product. 

Although  woad  was  formerly  used  for  the 
indigo  contained  in  it,  it  is  at  present  only 
employed  for  the  purpose  of  exciting  fermenta- 
tion in  the  indigo-vat  ordinarily  used  by  the 
woollen  dyer,  which  is  therefore  termed  the 
'  woad-vat.' 

According  to  Wendelstadt  and  Binz  (Ber. 
1906,  39,  1627)  woad  contains  two  distinct 
micro-organisms,  one  of  which  under  suitable 
conditions  appears  to  be  able  to  reduce  indigo. 

Spurious  woad  was  sometimes  prepared 
from  the  leaves  of  the  rhubarb,  cabbage,  &c., 
but  these  products  were  very  inferior  to  the  true 
woad. 

The  colouring  principle  of  woad  leaves,  con- 
sidered by  Schunck  to  be  identical  with  that 
present  in  the  Indigoferoe,  is  now  known  to  be  a 
distinct  substance.  This  has  not  been  isolated 
in  a  pure  condition,  but  in  its  general"  reactions 
resembles  indoxylic  acid  (see  Indigo,  natukal). 
Literature. — Chevreul,  J.  Pharm.  Chim.  1808, 
66,  369  ;  1817,  350  ;  Ann.  Chim.  Phys.  68,  284  ; 
Gilbert,  Annalen,  41,  245;  42,  315;  Trommsdorff, 
J.  Pharm.  Chim.  19,  93  ;  Paris,  Mus.  Hist.  Nat. 
Ann.  18,  251.  A.  G.  P. 

WOLFRAMITE  or  WOLFRAM.  A  mineral 
consisting  of  iron  and  manganese  tungstate 
(Fe,Mn)WO„  crystallising  in  the  monoclinic 
system.  The  name  ferberite  is  applied  to  the 
members  at  the  iron  end  of  the  series  (FeWOi), 
and  hubnerite  to  those  richest  in  manganese 
(MnWOj).  With  this  wide  difference  in  com- 
position the  percentage  of  tungsten  varies  only 
slightly  (WO3,  76-3-76-6  p.c. ;  analyses  of  the 
pure  mineral  show  74-77  p.c).  The  mineral 
fuses  readily  before  the  blowpipe  to  a  black, 
magnetic  bead;  and  it  is  deconaposed  by  aqua 
regia,  with  the  separation  of  yellow  tungstio 
oxide.  Distinctly  formed  crystals  are  rare,  but 
cleavage  masses  are  of  common  occurrence. 
There  is  a  perfect  cleavage  in  one  direction, 
parallel  to  the  plane  of  symmetry.  The  mineral 
is  opaque  with  a  bright,  sub-metallic  lustre  and 
a  dark  brown  to  black  colour ;  the  streak  is 
dark  reddish-brown  to  black ;  H.  6^.  The  high 
sp.gr.  (7'2-7'5)  and  the  perfect  cleavage  are 
characters  which  assist  in  the  identification  d! 
the  mineral. 
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Wolframite  usually  occurs  in  veins  traversing 
granitic  rocks,  and  is  often  associated  with  tin 
ore.  It  is,  in  fact,  obtained  commercially  mainly 
from  tin  mining  districts  ;  and  formerly,  before 
the  mineral  was  of  value,  it  was  a  source  of 
trouble  to  the  tin  miner,  since  having  about  the 
same  density  as  cassiterite  it  could  not  be  sepa- 
rated from  the  ore  by  the  ordinary  mechanical 
methods.  At  one  time  it  was  eliminated  in  a 
soluble  form  by  fusing  the  ore  with  soda  (Oxland's 
process) ;  but  now  it  is  extracted  by  the  electro- 
magnet (wolframite  being  weakly  magnetic), 
and  it  forms  a  product  as  valuable  as  the  tin 
ore  itself.  The  principal  wolfram-producing 
countries,  arranged  approximately  in  the  order 
of  their  outputs,  are:  North  Queensland  (at 
Wolfram  Camp,  Ac),  United  States  (Black 
Hills  in  South  Dakota,  Boulder  and  Gilpin 
counties  in  Colorado,  Arizona,  Nevada,  &c.), 
Portugal,  Bolivia,  Spain,  Cornwall  (near  Red- 
ruth), France,  and  Rhodesia. 

The  mineral  is  used  mainly  for  the  manu- 
facture of  ferro-tungsten  and  the  hard  and 
tough  tungsten-steel,  and  of  some  other  alloys 
(e.g.  'partinum,'  an  alloy  of  txmgsten  and 
aluminium).  MetalUo  tungsten  is  now  used  as 
the  filament  of  the  so-called  '  osram '  electric 
lamps.  Wolframite  is  also  used  for  the  prepara- 
tion of  sodium  tungstate  and  other  salts. 

For  bibliography  v.  R.  D.  George,  1st  Rep. 
Colorado  Geol.  Survey  (1908),  1909;  G.  P. 
Merrill,  The  Non -Metallic  Minerals,  2nd  ed. 
New  York,  1910 ;  Mennicke,  Die  MetaUurgie  des 
Wolfram's,  Berlin,  1911.  L.  J.  S. 

WOLLASTONITE  v.  Calcium. 

WONGSKY,  WONGSHY,  WONGSCHY, 
HOANG-TCHY.  A  Chinese  yellow  dyestuff,  It 
consists  of  the  fruit  of  the  Gardenia  grandiflora. 
According  to  Rochleder  (J.  1858, 475),  it  contains 
rubichlonc  acid  {see  Maddbb)  and  crocin,  the 
glucoside  of  Crocetin,  which  is  also  present  in 
saffron  {Crocus  sativus  [Linn.]).  Wongsky  dyes 
aluminium  and  tin  mordanted  fabrics  a  yellow, 
whereas  with  iron  mordant  an  olive  colour  is 
produced. 

WOOD  APPLE  GOM  v.  Gums. 

WOODBURYTYPE  v.  Photooeaphy. 

WOOD,  DESTRUCTIVE  DISTILLATION  OF.' 
Wood  completely  freed  from  water  has  the 
following  composition  : — ■ 

Carbon,  50  p.o. 
Hydrogen,  6  p.c. 
Oxygen,  42-75  p.c. 
Ash,  I  -25  p.c. 

The  chemical  nature  of  wood  may  be  said  to 
consist  principally  of  ceUulose,  lignin,  water, 
and  of  ash-forming  materials. 

If  wood  is  heated  in  a  closed  vessel  with  the 
air  partly  or  entirely  excluded  and  the  vapours 
and  gases  are  allowed  to  escape,  the  cellulose 
and  ugnin  molecules  are  broken  up  by  pro- 
cesses, the  nature  of  which  is  little  understood, 
but  which  are  characterised  by  the  formation 
of  charcoal,  which  is  left  as  a  residue,  and  by  the 
formation  of  gases  and  vapours,  the  latter  of 
which,  when  condensed,  is  Imown  as  pyro- 
ligneous  acid.  P.  Klason,  Heidenstam  and 
Norlin  '  concluded  that  the  destructive  distilla- 

'  M.  Bllar,  Technologie  der  HoIzverkoUung,  1910. 
Second  Edition.    Julius  Springer,  Berlin. 
»  Alii.  Kemi  Miu.  %  Opol,,  JUPS.  H<1-  3,  », 


tion  of  wood  may  be  represented  by  the  follow- 
ing equation  :  — 
2C«aH5,025=3CijH,oO.+28H,0+5COj+3CO+Cj8H3jO, 


Wood 


Charcoal 


Total  amount 
of  products,  con- 
tained in  ttie  pyro- 
ligneous  acid,  in 
tile  tar,  and  in  the 
wood  gaseB 

They  proved  further  that  the  destructive  dis- 
tillation of  cellulose  forms  the  most  important 
products,  viz.  charcoal,  acetic  acid  and  tar;  whilst 
Ugnin  forms  principally  charcoal,  acetic  acid, 
wood  alcohol  and  tar. 

The  destructive  distillation  of  wood  is 
occasionally  carried  out  for  the  purpose  of  pro- 
ducing charcoal  only,  but  at  present  it  is  more 
frequerAly  the  case  that  the  by-products,  acetic 
acid  and  the  wood  alcohol,  are  the  most  im- 
portant substances  yielded. 

As  regards  the  value  of  various  kinds  of  wood 
lor  the  process  of  destructive  distillation,  it  has 
been  shown  that  hard  woods  give  the  best  yields 
of  charcoal,  acetic  acid,  and  wood  alcohol, 
whilst  soft  woods  give  smaller  amounts  of 
these  products.  Soft  woods,  however,  show 
a  larger  yield  than  pine  wood,  which  yields, 
besides  the  above-named  products,  a  certaj-i 
amount  of  turpentine,  pine  oils  and  pine  tar  oils. 
Local  market  conditions  must  decide  in  each  case 
what  is  the  most  desirable  wood  for  the  purpose. 

All  wood  for  destructive  distillation  is  split 
into  cord -wood  averaging  6  ins.  in  diameter  and 
4  ft.  long.  This  initial  preparation  is  usually 
carried  out  in  the  forest,  but  at  manufactories 
recently  erected  in  the  United  States  large  logs 
are  brought  to  the  saw  mill  where  all  the 
timber  is  utilised,  and  only  those  logs  unfit  for 
other  purposes  are  used  for  cord  wood.  The  cord 
wood  is  stacked  in  an  exposed  situation  if 
possible,  where  it  is  allowed  to  dry  and  season 
for  about  18  months,  after  which  the  mois- 
ture content  will  be  found  to  be  quite  con- 
stant. The  length  of  tin5e  required  for  this 
seasoning  varies  with  the  climate,  and  although 
it  is  thought  that  the  moisture  content  of  20  p.c, 
is  the  most  desirable,  it  is  frequently  found 
necessary  to  use  wood  containing  30  p.c.  or 
more.  A  high  percentage  of  moisture  in  the 
wood  is  undesirable  owing  to  the  fact  that  it 
delays  the  distilling  process,  decreases  tho 
yields  of  acetic  acid,  wood  alcohol  and  charcoal, 
whilst  at  the  same  time  it  increases  the  amount 
of  noncondensable  gases  and  also  the  amount  of 
fuel  used  for  the  purpose  of  supplying  heat  for 
the  distillation. 

The  process  of  destructive  distillation  is 
carried  out  in  closed  vessels  built  of  brick  or 
iron,  and  heated  either  by  allowing  the  products 
of  combustion  to  come  directly  in  contact  with 
tho  wood,  excluding  any  excess  of  air ;  or  by 
transmitting  the  heat  through  the  walls  of  the 
vessel.  In  either  case  the  distilling  apparatus 
is  connected  with  a  condenser,  the  purpose  of 
which  is  to  condense  the  vapours  formed  during 
the  reaction. 

The  apparatus  for  the  destructive  distillation 
of  wood  may  be  said  to  consist  of  three  princi. 
pal  parts  : — 

1st.  The  container  for  the  wood. 

2nd.  The  arrangement  for  generating  anij 
gupplying  the  beat  to  the  poiitaiiity, 
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3rd.  A  condenser  connected  with  the  con- 
tainer by  an  intermediate  vapour  pipe. 

After  the  wood  haa  been  placed  in  the  dis- 
tilling apparatus  and  the  heating  started,  the 
water  contained  in  the  wood  is  first  driven  off ; 
when  this  is  accompUshed  the  destructive  dis- 
tillation of  the  cellulose  and  lignin  begins  and 
will  be  indicated  by  the  formation  of  non- 
condensable  gases  and  by  the  appearance  of  the 
so-called  pyrohgneous  acid,  a  brown  liquor  of 
characteristic  odour,  in  wluch  considerable  tar 
is  found.  When  the  temperature  reaches  270° 
an  exothermic  reaction  sets  in  which  supplies 
most  of  the  heat  necessary  for  the  distillation 
process.  The  end  of  the  process  will  be  indicated 
by  the  cooling  of  the  pipe  which  connects  the 
distilling  apparatus  with  the  condenser. 

In  carrying  out  this  distilling  process  on  a 
commercial  scale,' the  three  phases  of  the  dis- 
tillation, namely :  the  expulsion  of  the  water, 
the  heating  of  the  wood  to  the  point  at  which 
the  exothermic  reaction  sets  in,  and  the  com- 
pletion of  the  process  by  means  of  the  above- 
named  reaction,  will  not -necessarily  take  place 
consecutively,  owing  to  the  fact  that  the  large- 
sized  apparatus  used  will  not  allow  the  heat  to 
be  transmitted  uniformly  to  all  the  wood  in  the 
vessel.  Hence  part  of  the  wood  situated  near 
the  heating  surface  may  be  in  the  third  phase  of 
the  process,  whilst  that  not  so  near  the  source  of 
heat  may  be  still  in  the  first  phase. 

In  general,  yields  of  various  products  from 
air-dried  hard  wood  in  percentage  by  weight 
will  be  as  follows  : — 

Charooa],  25  to  27  p.c. 
Crude  pyroligneous  acid,  45  to  50  p.c. 
Gases,  25  to  28  p.c. 
The  composition  of  the  charcoal  will  be  variable, 
depending  upon  the  process  used  and  particu- 
larly upon  the  temperature  at  which  the  dis- 
tillation has  been  finished.     The  following  table 
gives  the  composition  of  charcoal  produced  by 
several  processes  : — 


Process 


OM    '  Meiler ' 

process 
Kiln  process    . 
Ketort  process 


P.c. 

P.c. 

P.c. 

P.c. 

C 

a 

0+N 

ash 

90-36 

2-74 

5-72 

1-1 

84-18 

3-S2 

11-72 

0-78 

81-15 

4-24 

13-64 

0-97 

Tempe- 
rature 


above  600° 
450° 
350° 


The  crvde  pyroligneous  acid  will  be  found  to 
bo  composed  chiefly  as  follows  : — 

Water,  81  p.c. 

Wood  alcohol,  3  to  4  p.c. 

Acetic  acid,  6  to  8  p.c. 

Dissolved  and  suspended  tar,  7  p.c. 
Otlier  compounds  contained,  such  as  aldehydes, 
ketones,  allyl  alcohol,  amines,  phenols,  and 
hydrocarbons  are  not  of  commercial  importance 
and  are  of  interest  only  in  the  refining  of  wood, 
alcohol.  The  wood  tar  obtained  from  hard 
wood  has  little  commercial  value  and  is  generally 
used  as  fuel.  Small  amounts,  however,  are  used 
for  the  manufacture  of  creosote  and  wood  tar 
pitch. 

The  non-condensable  gas  obtained  by  the 
destructive  distillation  of  wood,  amounting  to 
25-28  p.c.  of  the  weight  of  the  wood,  varies  in 
composition  during  the  different  phases  of  the 
process,  and  ia  composed  on  an  average  of 
carbon   dios'de,   60  p.c, ;    carbon   monoxide, 


30  p.c. ;  hydrogen  and  hydrocarbons,  10  p.c. 
This  gas  is  generally  used  for  heating  the 
retorts  otboilers,  and  ita  heating  value  is  equiva- 
lent to  about  4-5  p.c.  of  the  heating  value  of 
the  wood  decomposed  in  the  process  of  dis- 
tillation. 

Destettctive  Distillation  of  Pine  Wood. 
The  destructive  distillation  of  pine  wood 
containing  rosin  and  turpentine,  besides  tlie 
cellulose  and  lignin,  will  produce  products 
different  from  those  obtained  from  hard  wood. 
The  turpentine  being  volatile  with  water  vapour 
is  almost  completely  distilled  over  during  the 
first  phase  of  the  distillation.  In  this  phase, 
also,  the  rosin  melting  and  flowing  from  the 
wood  cells,  covers  the  surface  of  the  wood  and 
the  bottom  of  the  distillation  retort.  During 
the  second  phase,  this  rosin  will  be  decomposed, 
yielding  such  products  as  pinohne,  rosin  oils, 
and  a  residue  of  rosin  coke.  The  pinoline  will 
be  mixed,  more  or  less,  with  the  turpentine  origi- 
nally contained  in  the  wood,  the  rosin  oils  will 
combine  with  the  tar  formed  in  the  usual  course 
of  wood  distillation,  and  the  rosin  coke  will  be 
mixed  with  the  charcoal.  The  mixture  of 
turpentine  and  pinohne  is  Imown  as  crude  wood 
turpentine.  The  presence  of  the  rosin  oils  in 
the  pine  wood  tar  gives  it  a  pecuhar  orange 
colour  when  painted  on  wood,  which  property 
makes  it  of  considerable  value.  The  amounts 
of  acetic  acid,  wood  alcohol  and  charcoal  ob- 
tained from  pine  wood  are  considerably  less 
than  in  the  case  of  hard  wood  distillation. 

An  active  demand  for  wood  turpentine,  for 
pine  wood  tar  and  pine  wood  tar  oils,  with  good 
prices  for  these  products  and  cheap  prices  for 
the  wood,  may  cause,  under  certain  circum- 
stances, pine  wood  to  be  preferred  to  hard  wood. 
But  these  conditions  will  not  be  frequent,  and 
since  the  yielda  of  acetic  acid  and  wood  alcohol 
and  also  of  charcoal  are  considerably  less,  as 
the  container  can  be  filled  with  a  larger  weight 
of  hard  wood  than  of  pine  wood  (on  account  of 
the  lower  specific  gravity  of  the  latter),  the 
efficiency  of  a  distilling  plant  using  hard  wood  is 
higher  than  one  of  the  same  size  employing  pine 
wood. ' 

Vabious  Forms  of  Distilling  ArpARATCS 
FOB  Coed  Wood. 
The  number  of  forms  of  apparatus  actually 
used  for  this  purpose  is  large,  and  still  larger  is 
the  number  of  designs  which  have  been  described 
in  the  literature  or  by  patents  taken  out  in 
different  countries. 

Only  the  most  important  types  in  practical 
use  are  given  in  what  foUows. 

I.  Distilling  Apparatus  made  of  Brick. 

a.  Charring  of  the  tvood  in  hrich  kilns  hy  fire. 

gases  which  come  directly   in  contact  with 

the  wood. 

I.  Fire  gases  generated  inside  the  distilling 
apparatus  by  biUming  a  part  of  the  charge.  To 
this  type  belongs  the  so-called  '  American  kiln,' 
seen  in  Fig.  1,  This  apparatus  consists  of  a 
brick  chamber,  of  about  15,000  cubic  ft.  capacity, 
holding  80  cords  of  wood  filled  in  by  a  top  iron 
door  a.  There  is  a  bottom  iron  door  provided 
for  discharging  the  charcoal.  4  ins.  X  4  ins.  air 
inlet  boles  d,  4  are  provided  in  the  lower  parts  of 
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the  wall,  and  a  couple  of  these  kilns  are  connected 
by  a  brick  goose  neck  e  with  the  main  smoke 
pipe,  mostly  built  of  wood.  This  main  smoke 
pipe  connects  the  kilns  with  the  condenser 
plant  f  g  h,  and  a  fan  is  used  for  transporting 
the  vapours  and  the  gases  from  the  kilns  to  the 
oondensers  and  also  for  supplying  the  kilns  with 
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a  certain  amount  of  air,  sufScient  to  generate 
the  heat  required  for  the  destructive  distillation 
of  the  wood  by  burning  a  certain  amoimt  of  the 
wood,  but  avoiding  any  excess  of  air. 

In  the  large  plants  at  work  in  Michigan, 
often  as  many  as  80  kilns  are  connected  with 
condensers,  using  as  much  as  250  cords  of  wood 


Fio.  1. 
Brick  wood-distilling  apparatus  for  an  80-cord  charge  heated  by  burning  a  portion  of  the  charge. 


per  day,  and  condensing  up  to  50,000  gallons  of 
crude  pryoligneous  acid.  Unfortunately  these 
kilns  do  not  afford  the  proper  amount  of  volatile 
by-products  (acetic  acid  and  wood  alcohol)  and 
about  50  p.c.  of  the  possible  yield  is  lost  by 
being  burnt  to  carbon  dioxide  and  water.  These 
kilns  should  only  be ,  used  when  wood  is  very 
cheap  and  fuel  and  labour  prices  high  and  when 
there  is  not  much  demand  for  calcium  acetate 
and  wood  alcohol.  As  these  conditions  seldom 
coexist,,  the  kiln  system  must  be  considered 
wasteful  and  should  be  no  longer  used. 

2.  Fin  gases  are  generated  outside  of  the  dis- 
tilling apparatus  by  fuel  (mostty  wood)  in  a  special 
fireplace  and  conducted  from  there  to  the  wood. 
Fig.  2  represents  such  a  type,  originally  known 


Fio.  2. 

Brick  wood-distilling  apparatus,  according  to  Schwartz, 
heated  by  a  special  open  fire; 

as  the  'Schwartz  kiln."  The  Swedish  kilns  of 
Ljungberg  and  of  Ottelinska  are  of  a  similar 
type. 

b.  Heating  the  wood  in  hrich  hilns  hy  fire  gas 
which,  passed  through  radiatgrs,  transmits 
the  heat  By  radiation  to  the  wood. 

Inside  a  brick  chamber,  cast-iron  or  steel 
radiators  are  provided,  through  which  fire  gases 
are  passed,  which  transmit  the  heat  by  radiation 
to  the  wood  surrounding  these  radiators. 

The  oldest  type  of  this  kind  of  a  wood  dis- 
tillmg  apparatus  is  represented  by  the  '  Eeichen- 
back  -kihi.' 

Swedpn  developed  a  new  form  of  this  type 
caBed  the  '  Tube  Oven,'  seen  in  Fig.  3. 


These  brick  Ulns  do  not  permit  the  charcoal 
to  be  discharged  immediately  after  the  distilla- 
tion is  finished.  In  fact,  every  hole  of  the  oven 
has  to  be  closed  by  bricks  so  as  to  allow  the 
charcoal  to  cool  with  absolute  exclusion  of  air. 
This  cooling  process  requires,  in  the  case  of 
large  sized  kilns  (50  cords  or  more)  as  much  as 
eight  days,  and  the  efiicienoy  is  decreased  corre- 
spondingly. In  order  to  discharge  the  charcoal 
from  kilns  heated  by  radiators,  immediately 
after  the  close  of  the  distillation,  the  wood  must 
be  loaded  on  iron  cars  capable  of  being  puUed 
or  pushed  into  the  brick  container.  After  the 
distillation  is  finished  the  cars,  loaded  with  hot 
charcoal,  are  pulled  o,ut  quickly  and  transferred 
to  a  steel  chamber  of  the  shape  of  the  brick 


FiQ.  3. 

Brick  wood-distilling  apparatus  heated  by  steel  coll 
radiators. 

container,  when  cooling  will  not  require  more 
than  24  to  48  hours.  After  the  oars  are  with- 
drawn, other  cars,  already  loaded  with  new 
wood  and  ready  for  charging,  wiU  be  put  into 
the  brick  chamber,,  still  hot  by  the  previous 
operation. 

These  brick  kilns,  heated  by  radiators, 
charged  and  discharged  by  iron  oars,  are 
the  newest  form  of  brick  distilling  appa- 
ratus. ,    .,,      V    ,   .  t     . 

A  distilling  apparatus  built  of  bnck  _  is 
cheaper  to  build  and  possibly  cheaper  to  main- 
tain, but  gives  lower,  yields  than  steel  appa- 
ratus a,s  regards  acetic  acid  and  wood  alcohol, 
on  account  of  the  difBculty  of  preventing  th« 
byick  walls  f^om  leaking. 
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A  couple  of  inner  vertical  heating  tube*, 
instead  of  one  large  one,  is  the  charactenatio 
feature  of  the  bosnio  steel  distilling  apparatus. 


II.  Steel  Distilling  Apparatus, 

A.  Intermittently  operated  apparatus. 


The  most  important  representative  of  this 
type  is  the  Swedish  '  Carboven,"  shown  in 
Kg.   4.    This  apparatus  can   be   loaded  with 


Fig.  4. 

Vertical  etoel  wood-distilliDg  apparatns  for  large 
chaiges,  heated  by  iire-gases  circulating  around 
the  steel  container,  called  '  Carboven ' ;  used  in 
Sweden. 

100  cords  of  wood,  and  will  require  about 
three  weeks  for  filling,  distilling,  cooling  and 
discharging. 


B.  Apparatus  for  discharging  tAe   charcoal 
immediately  after  the  close  of  the  disttlla-, 
Hon  without  cooling  the  charcoal  before 
discharging. 
1.  Horizontal  types.— a.  Apparatus  for  small 
charges.      To  these  belong  the  distilling  appara- 
tus,  generally  called  'retorts,'  largely  used  in 
the  past  and  still  employed  in  Germany,  Austria, 
Russia,  Pennsylvania,  and  other  countries  or 
states.      These  retorts    are    about  39  ins.  in 
diameter  by  10  ft.  in  length,  are  round  in  section, 
and  contain  |  cord  wood.     But  they  are  also 
built  for  one  cord  capacity.     Usually,  one  pair 
of  these  retorts  is  heated  by  the  same  fireplace, 
the  products  of  combustion   bemg  conducted 
around  the  horizontally  placed  steel  cylinders. 
One  side  of  the  retort  is  provided  with  a  cast- 
iron  door,  the  other  tight  end  with  a  nozzle 
which  serves  to  connect  the  retort  with  a  con- 
denser (see  Kg.  5). 

The  wood  is  loaded  by  hand  into  these 
retorts.  Inside  the  retort  there  is  a  semi- 
oircular  scraper,  which  is  pushed  to  the  rear 
before  the  retort  is  loaded  and  is  provided  with 
a  rod  with  a  handle  ending  near  the  door.  After 
the  distillation  is  finished,  a  steel  container  is 
placed  underneath  the  front  of  the  door.  The 
door  is  opened,  and  by  means  of  the  scraper  the 
hot  and  burning  charcoal  is  quickly  emptied 
into  the  steel  container,  the  cover  of  which  is 


Fig.  5. 
Horizontal  steel  retort  lor  small  charges ;  type,  F.  H.  Meyer,  Hanover-Hainholz. 


then  closed  air  tight.  A  new  charge  is  loaded 
immediately  after  discharging.  While  the  new 
charge  is  distilling,  the  charcoal  cools  inside  the 
container,  which  is  built  of  thin  sheet  steel. 

As  one  of  these  39  ina.  X  10  ft.  retorts  can 
handle  only  }  cord  of  wood  in  24  hours,  this  type 
of  distilling  apparatus  is  not  well  adapted  for 
the  destructive'  distillation  of  wood  on  a  large 
scale. 

These  small,  horizontal  retorts  have  the 
further  disadvantage  that  the  scraper  used  in 
discharging  them  causes  much  of  the  charcoal 
to  be  broken  into  small  pieces.  The  charging 
of  the  retort  by  hand  also  requires  many  work- 
men, causing  loss  of  time  and  dec):easing  the 
efficiency  of  the  plant. 


;8.  Wood-distilling  apparatus  for  large  charges 
arranged  fat  mechanically  charging  and  discharging. 
The  disadvantages  above  mentioned  may  be 
avoided  by  employing  retorts  of  large  capacity, 
provided  with  mechanioaj  contrivances  for 
fiUing  them  with  wood  and  also  for  discharging 
the  charcoal.  The  distilling  apparatus  which 
meets  these  conditions  best  is  the  so-called  '  car 
retort.'  A  distilling  apparatus  of  this  kind 
consists  of  a  horizontal  steel  retort,  capable  of 
working  off  a  charge  of  6  to  10  cords  of  wood 
(see  Fig.  6).  The  wood  is  loaded  on  cars  which 
are  pulled  or  pushed  into  the  retort;  this 
has  rails  on  the  bottom  and,  according  to  its 
capacity,  one  or  two  doors  for  filling  and 
discharging.     Each  car^  wade  ot,  s^eel,  contaipg 
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nsually  two  cords  of  wood.  The  retort  is  con- 
nected by  necks  with  one  or  two  condensers  of 
the  usual  tube  type.  The  heating  of  these 
retorts  is  mainly  effected  by  an  open  wood  or 
coal  fire  and,  to  some  extent,  also  by  burning 
the  tar  and  the  gases  obtained  in  the  destructive 
distillation  of  the  wood.  The  combustion  gases 
travel  by  flues  round  the  retort  and  escape  in 


a  smoke  stack.  The  heating  by  an  open  fire 
has  latterly  been  replaced  by  producer-gas, 
obtained  either  in  the  usual  way,  that  is  gene- 
rated by  gas  producers,  or  as  a  by-product  in 
the  destructive  distillation  of  the  wood.  A  gas- 
heated  retort  will  last  longer,  will  use  less  fuel, 
and  will  yield  higher  results.  The  question  of 
the  best  kind  of  gas  producer  for  this  purpose  is 


Fig.  6. 

Horizontal  steel  retort,  filled  and  discharged  by  cars ;  for  charges  up  to  10  cords ;  type,  F.  H.  Meyer, 

Hanover-Hainholz. 


dealt  with  later.  After  the  distillation  is 
finished  the  doors  of  the  retort  are  opened  and 
the  cars,  containing  the  hot  charcoal,  withdrawn 
and  transferred  as  soon  as  possible  to  a  hori- 
zontal steel  cylinder,  exactly  corresponding  in 
shape  with  the  retort  and  also  provided  with 
doors  for  filling  and  discharging.  The  with- 
drawal of  the  cars  is  mostly  done  by  means  of  a 
locomotive  or  by  means  of  transportable  electric 
or  steam  hoists,  and  has  to  be  done  quickly  in 
order  to  avoid  the  combustion  of  the  charcoal. 
After  the  cars  containing  the  hot  charcoal  are 
transferred  to  the  horizontal  steel  cylinder, 
placed  opposite  the  retort,  the  doors  of  the  oylin  - 
der  are  closed  air  tight  and  the  charcoal  allowed 
to  cool  with  exclusion  of  air.  The  cooling  re- 
quires, according  to  the  weather  and  character 
of  the  \500drfrom  24  to  40  hours. 

This  kind  of  wood-distiUing  apparatus  further 
allows  of  the  preliminary  heating  of  the  wood 
before  filling  it  into  the  retort,  by  means  of  the 
waste  combustion  gases,  which  escape  from  the 
last  retort  flue  into  the  smoke  stack.  In  order 
to  utilise  this  waste  heat,  the  oars  loaded  with 
the  wood  are  placed  in  a  brick  channel  located 
opposite  the  charging  door  of  the  retort.  The 
waste  combustion  gases  are  driven  over  the 
wood  by  means  of  a  fan. 

Kg.  6  shows  a  modem  distilling  apparatus, 
having  a  higher  efBcienoy  than  any  other  wood- 
distUlmg  apparatus  in  practical  operation. 

A  charge  of  10  cords  of  wood  is  worked  off 
in  24  hours,  including  filling,  distilling  and  dis- 
charging, and  it  requires  also  very  few  workmen 
to  attend  to  the  firing,  charging  and  discharging. 
By  discharging  the  charcoal  in  a  cold  state  and 
without  the  use  of  scrapers,  a  better  class 
charcoal  is  obtained  with  the  production  of  only 
a  very  small  amount  of  powder  or  small  pieces. 
A  revolving  retort  of  a  capacity  corre- 
sponding to  a  charge  of  6  to  10  cords  of  wood 
has  been  tried  but  discarded  on  account  of 
the  difficulty  of  contriving  proper  outlets  and 
of  keeping  these  outlets  tight.  Moreover, 
revolving  retorts  gave,  of  course,  large  amounts 
of  charcoal  powder  and  small  charcoal. 

2.  Vertical  steel  retorts.  Vertical  steel  re- 
torts, either  built  stationary  or  transportable, 
are  in  use  in  Germany,  Belgium,  France,  Italy, 
and  also  in  Russia.  France,  in  particular,  is 
the  country  of  ycrtjcal  fetorts,  whicti  aje  ftlippsf 


always  constructed  as  transportable  ones.  These 
retorts  contain  a  charge  of  1  to  1 J  cords  of  wood 
and  are  heated  by  an  open  fire  or  by  a  gas  fire 
from  underneath  (see  Kg  7).  They  are  filled 
outside  of  the  settings,  after  being  placed  in  a 
horizontal  position.  After  the  retort  is  loaded 
and  closed  it  is  lifted,  by  means  of  a  travelling 
crane,  above  the  open  space  in  the  settings  to 
which  the  retort  belongs.    Then  the  retort  is 


Fio.  7. 

Vertical  transportable  retort;  type,  F.  H.  Meyer 
Hanover-Hainholz. 

lowered  into  its  place  and  its  cover  connected, 
by  means  of  a  copper  goose-neck,  with  the 
condenser.  After  the  distillation  is  finished,  this 
copper  goose-neck  is  taken  off,  the  goose-neck 
hole  in  the  cover  closed,  and  then  the  whole 
retort  is  lifted  out  of  the  settings  by  means  of 
the  crane  and  transported  outside  of  the  build- 
ing,  placed  in  a  horizontal  position  and  then 
allowed  to  cool  down,  which  wiU  require  from 
I g  to  24  l>ouis,  ftpcQrdjng  to  tfee  cjjarge  and  the 
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weather.  These  letoits  give  good  yields  and 
aSord  good  charcoal,  but  their  efiiciency  is  not 
so  good  as  that  of  the  car  letoits  already 
described. 

Sometimes  these  vertical  retorts  are  con- 
structed stationary  and  provided  with  a  charcoal 
discharging  door  on  the  bottom.  They  are  not 
as  convenient  as  the  transportable  ones  and  do 
not  give  the  same  quality  of  charcoal,  because 
the  discharging  is  done  by  duniping,  which  cause 
breakages  of  the  charcoal. 

C.  Continuously -working  wood-distilling 
apparatus. 

The  distilling  apparatus  above  described  is 
either  operated  intermittently  or  only  partly 
continuously.  , 

But  there  are  some  types  of  distilling  appara- 
tus which  are  designed  for  continuous  working, 
as,  for  instance,  the  Swedish  Groendal  retort, 
which  belongs  to  the  type  of  the  car  retorts 
described  on  p.  777. 

The  Groendal  retort  consists  of  three  main 
parts,  namely : 

1st.  The  dr3ring  chamber,  built  either  of 
brick  or  of  steel. 

2nd.  The  distilling  apparatus  consisting  of 
a  horizontal  steel  retorti 

3rd.  The  cooling  apparatus  for  the  charcoal; 
consisting  of  a  steel  cylinder  of  the  shape  of  the 
retort. 

These  three  parts  are  connected  together  but 
can  be  separated  one  from  the  otheroy  means 
of  vertical  sliding  doors  of  iron.  The  wood, 
loaded  on  cars,  is  filled  in  the  drying  chamber 
through  which  the  exhaust  combustion  gases, 
escaping  from  the  retort  flues,  are  passed. 
After  the  drying  is  complete,  the  sliding  doors 
between  this  drying  chamber  and  the  retort  are 
lifted  and  the  load  transferred  into  the  dis- 
tilling zone  of  the  system.  This  distilling  ap- 
paratus is  heated  by  any  kind  of  heat  generated 
by  open  fire  or  gas  producers.  The  combustion 
gases  travel  around  the  steel  shells,  thus  trans- 
mitting the  heat  to  the  wood  inside  the  shell. 

After  thei  wood  cars  have ,  passed  the  dis- 
tilling part  of  the  system,  another-  slide  door  is 
opened  and  the  cars  with  the  finished  charcoal 
are  transferred  into  the  charcoal  oooUng  chamber, 
through  which  the  cold  non -condensable  gases, 
escaping  from  the  condensers  of  the  wood-dis- 
tilling apparatus,  are  passed  in  order  to  do 
the  cooling  work  and  preheat  the  gases.  A 
double  sliding  door  at  the  other  end  of  the 
system  allows  the  cooled  oars  with  the  cooled 
charcoal  to  be  continuously  passed  out. 

Another  continuously  working  wood-dis- 
tilling apparatus  which  may  be  mentioned  here 
is  the  wood -gas  producer,  which,  however,  does 
not  yield  any  charcoal.  This  wood -gas  producer 
is  used  for  the  generating  of  heating  gas  from 
second-class  cord  wood  or  wood  refuse  in 
order  to  heat  boilers  and  retorts ,  but  also  to 
recover,  at  the  same  time,  the  by-products  of 
the  destructive  distillation  of  wood,  viz.  acetic 
acid  and  wood  alcohol.  These  gas  producers 
(Fig.  8)  consist  gf  a  vertical  brick  or  brick-lined 
steel  furnace  provided  on  the  top  with  a  funnel 
with  double  doors  for  filling  the  gas  producer 
with  wood  while  in  work.  The  bottom  of  this 
gas  producer  is  provided  with  an  iron  grate 
through  which  a  certain  amount  of  air  is  allowed 


to;  enter.  The  upper  part 'is  dtonnected  with  « 
condenser.  In  order  to  start  the  gas  producers, 
charcoal  has  to  be  put  upon  the  grate  and 
allowed  to  become  red  hot.  Then  the  filling  in 
of  the  wood  is  started  by  means  of  the  double- 
door  funnel  above-mentioned.  The  condenser, 
connected  with  this  gas  producer,  communicates 
by  means  of  a  gas  flue  with  the  smoke  stack  of 
the  boilers  or  the  retorts,  and  by  the  natural 
draught  of  this  smoke  stack  a  certain  amount  of  air 
enters  through  the  grate  into  the  gas  producer, 
generating  producer  gas  when  coming  in  ccintact 


W'oDd-gas producers rtype,  F.  H.  Meyar. 
Hanover-Hainholz. 

with  the  hot  charcoal.  This  hot  producer  gas 
carbonises  the  wood  on  the  top  of  the  fiharcoal 
zone  on  its  way  up  to  the  outlet,  and  forms,  at 
the  same  time,  the  products  of  the  destructive 
distillation.  These  escape,  together  with  the 
producer  gas  obtained  by  passing  air  through 
the  hot  charcoal  layer,  into  the  cpndenser,  and 
while  the  non -condensable  gases  escape  by  the 
main  gas  flue,  the  vapours  of  pyijoligneous  acid 
and  of  tar  are  condensed  and  discharged  by 
means  of  a  siphon.  In  such  a  gas  producer, 
there  will  be  a  hot  charcoal  zone  on  the  bottom, 
above  this  there  will  be  wood  in  the  distillmg 
state,  and  above  this  zoiie  there  will  be  another 
zone  of  wpod  in  the  drying  period,  and  on  the  top 
of  this  di^^g  zone  there  will  be  tte  zone  of  the 
green  wood,  filled  through  the  funnel. 

These  gas  producers  are  not  very  eBScient ; 
they  yield  no  charcoal  and  only  50  p.b.  of  the 
amount  of  acetic  acid  and  wood  alcohol  obtain- 
able from  the  same  amount  of_  wood  when 
distilled  in  retorts.  But  considering  that  they 
produce  heating  gas  and  at  the  same  time  allow 
50  p.c.  of  the  acetip  acid  and  the  wood  alcohol 
to  be  recovered,  they  are  important  and  economi- 
cal in  working  under  favourable  conditions. 

Apparatus  for  the  destructive  distillation  of 
pin^  wood,  rich  in  turpfintine  and  rosin.  As 
already  mentioned,  some  varieties  of  pine  wood 
contain,  besides  oeliulpse  and  lignin, large  quanti- 
ties of  rosin  and  turpentine. 

As  it  is  the  purpose  of  the  pine  wood  distilla- 
tion to  separate  the  turpentme.in  its  original 
state  as  much  as  possible  before  the  destrnctif* 
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distillation  of  the  oelluloee,  lignin  and  rosin  sets 
in,  the  apparatus  for  the  destructive  distilla- 
tion of  pine  wood  of  this  kind  must  be  provided 
by  a  heating  system  which  allows  a  uniform 
transmission  of  heat  to  any'  and  every  part  of 
the  wood  contained  in  the  retort,  or  which  at 
least  allows  the  temperature  to  be  under  control. 

It  has  been  proposed  to  heat  the  retorts  for 
this  purpose  by  electricity  instead  of  by  an  open 
fire  or  by  superheated  air  or  gases  circulating 
around  the  retort ;  by  oil  or  metal  bath  contained 
in  a  double  jacket;  or  by  superheated  steam 
brought  directly  in  contact  with  the  wood. 

These  proposals  are  still  in  the  experimental 
stage,  but  it  would  seem  that  these  methods  of 
heatinff  are  too  expensive,  inasmuch  as  a  care- 
fully designed  gas-heating  system,  using  gas 
producer  gas  or  natural  gas,  will  do  the  same 
work  more  economically. 

Any  one  of  the  apparatus  already  described 
may  in  general  be  employed  for  pine  wood 
distillation.  But  for  recovering  the  turpentine 
in  its  original  state,  or  at  least  not  very  much 
contaminated  with  the  products  of  the  de- 
structive distillation  of  the  wood  and  rosin,  the 
smaller  units  (6  cords  capacity)  of  car  retorts, 
heated  by  means  of  uniformly  distributed  gas 
burners,  are  most  to  be  recommended. 

Destructive  Distillation  or  Waste  Wood 
OE  Spent  Wood. 
The  splitting  of  the  logs  and  cutting  these 
into  cord  wood  furnishes  a  large  amount  of 


small-sized  wood  waste.  Also  cutting  the  log 
into  timber  and  working  up  the  timber  fur- 
nishes another  class  of  waste  wood  known  as 
slabs,  edgings,  shavings,  sawdust,  and  so  on. 

As  long  as  this  wood  waste  consists  of  pieces 
large  enough  to  furnish  charcoal  of  the  usual 
size,  it  can  be  handled  just  as  cord  wood  in  the 
standard  retorts,  and  it  will  yield  almost  the 
same  amount  of  charcoal,  wood  alcohol  and 
calcium  acetate  as  cord  wood  obtained  from  the 
same  log,  when  these  figures  are  referred  to  the 
weight  and  not  to  the  volume  of  the  wood,  as 
a  cord  of  slabs  or  edgings  will  weigh  very  much 
less  than  a  cord  of  real  cord  wood. 

With  regard  to  the  destructive  distillation  of 
sawdust  or  shavings,  this  raw  material  is  not 
capable  of  being  distilled  in  any  one  of  the  stan- 
dard apparatus  previously  described,  on  account 
of  its  voluminous  character  or  by  reason  of  the 
fact  that  there  is  not  enough  air  space  between 
the  small,  single  wood  pieces  whereby  the 
escape  of  the  vapours  and  gases,  formed  on 
distillation,  is  rendered  impossible.  Back 
pressure,  and  under  unfavourable  circumstances 
even  an  explosion,  will  be  the  consequence  of 
trying  to  distil  sawdust  or  other  wood  of  this 
form  in  the  standard  wood -distilling  apparatus. 

There  have  been  numerous  proposal  to  distil 
sawdust  or  other  fine  wood,  and  almost  every 
one  of  "these  proposals  is  based  either  on  the  use 
of  thin  layers  of  sawdust  or  the  use  of  stirring 
contrivances,  or  of  a  combined  system  of  thin 
sawdust    layers    and    stirring   contrivances   or 
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Fig.  9. 
Betort  for  distilling  small  wood  waste. 


scrapers,  or  finally  on  the  briquetting  of  the 
sawdust  before  it  is  distilled. 

None  of  these  apparatus  has  taken  a  practical 
form,  at  least  on  a  large  scale.  Up  to  the 
present  time,  neither  small  nor  large  plants 
which  handle  sawdust  or  a  similar  class  of  wood, 
are  operated  economically  on  account  of  the 
large  initial  outlay,  which  is  out  of  proportion 
to  the  value  of  the  output  and  on  account  of  the 
fact  that  there  is  no  market,  at  a  sufficient  price, 
for  the  large  quantities  of  charcoal  powder 
produced. 

Figs.  9  and  10  show  types  of  apparatus  which 
are  used  for  this  purpose.  The  apparatus 
(Kg.  9)  transfers  the  sawdust  continuously  by 
means  of  scrapers  over  fire-heated  steel  plates, 
while  in  the  apparatus  in  Fig.  10  the  sawdust 


continuously  drops  down  in  thin  layers  by  its 
own  gravity  between  the  space  of  the  fire-heated 
shell  of  the  vertical  retort  and  the  cast-iron 
rings,  which  serve  as  outlets  for  the  vapours  and 


TkeATING  the  CkUDE  PrEOLlGNEOTTS   AolD. 

Crude  pyroligneous  acid  consists  of  a  watery 
solution  containing  acetic  acid,  wood  alcohol  and 
its  companions  (aldehydes,  ethers,  ketoiies,  allyl 
alcohol,  phenols)  and  tarry  matters  in  solution. 
This  brown  Uquid  is  further  mixed  with  tar  in 
suspension. 

Crude  pyroligneous  acid  cannot  be  sold  in 
large  quantities,  but  acetate  of  lime  and  crude 
wood  alcohol  are  in  large  demand. 

The  ebjeot  of  treating  the  crude  pyroligneo«« 
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acid  is  to  separate  the  acetic  acid  and  the 
wood  alcohol  from  the  water  and  the  tarry 
materials. 

First  the  tar,  suspended  in  the  liquid,  is 
separated  bj'  allowing  the  liquor  to  stand.    The 


Fio.  10. 

Vertical  retort  for  the  continuous  distillation  of  small 
wood  waste ;  type,  F.  H.  Meyer. 

tar  wiU  settle  either  on  the  top  or  on  the  bottom 
of  the  pyroligneous  acid  and  is  then  drawn  off. 

But  the  remaining  liquid  still  holds  tar  in 
solution  and  this  dissolved  tar  must  be  separated 
in  order  to  make  marketable  acetate  of  lime, 
which  must  contain  at  least  80  to  82  p.c. 
(0H,C00)2Ca. 

There  are  several  methods  employed  in  order 
to  separate  the  tarr;  matters  in  solution  or 
suspension  from  the  crude  pyroligneous  acid. 
The  oldest  process,  still  in  use  in  some  plants, 
consists  in  a  simple  redistillation  of  the  crude 
pyroligneous  acid  in  copper  stills,  jipnnected 
with  a  condenser  and  heated  either  by  an  open 
fire  or  better  by  a  steam  coil  (Fig.  11).  The  tar 
remains  as  a  residue.  The  distillate  is  a  more 
or  less  water-white  liquid,  which  is  now  practi- 
cally free  from  tar  and  contains  principally 
water,  acetic  acid,  wood  alcohol-  and  its 
associated  products  above  mentioned. 

This  method  of  removing  the  dissolved  tar 
by  simple  distilla,tion  requires  about  50  p.c.  of 
the  total  amount  of  fuel  or  steam  generated  in 
a  wood -distilling  plant. 

The  author  of  this  article  introduced  new 
methods  of  distillation  of  the  crude  pyroligneous 
acid,  and  up  to  date  the  crude  pyroligneous 
acid  of  about  1000  cords  of  wood  is  so  treated. 

This  process  is  based  on  the  principle  of  the 
multiple  effect  evaporators,  originally  used  in 
the  manufacture  of  sugar  (Fig.  12).  Two  or 
more  distiUing  stillB  are  used,  one  connected 
with  the  other  and  provided  with  contrivances 
to  maintain  a  different  but  gradually  lowered 
boiling-point  or  (V  diffefejit  but  gradually  lowered 


working  pressure  in  each  one  of  the  stills.  Fo» 
instance,  still  1  will  be  heated  by  steam  of 
15  lbs.  pressure,  using  a  steam  coil  or  any  other 
heating  contrivance.       i 

The  liquor,  surrounding  this  steam-heated 
contrivance,  is  kept  under  atmospheric  pressure. 
The  pyroligneous  acid  vapours,  generated  in 
stiU  1  by  means  of  the  heating  effect  of  the 
steam,  enter  the  heating  contrivance  of  the 
second  still,  kept  under  a  lower  pressure  by 
means  of  vacuum  and  therefore  a  lower 
boiling-point  of    the    liquid    than    in    still  1. 


Fra.  11. 


Apparatus  for  distilling  crude  pyroligneous  acid ; 
type,  F.  H.  Meyer. 

Therefore  the  pyroligneous  acid  vapours,  escap- 
ing from  the  first  still,  heat  and  distil  the  crude 
pyroligneous  acid  in  the  second  still.  This 
system  can  be  continued  indefinitely  theoreti- 
cally, but  a  system  of  four  combined  stills  is  all 
that  can  be  reached  practically. 

A  distilliiigapparatus  of  this  type  requires  only 
one-third  of  the  amount  of  steam  or  fuel  hitherto 
used  for  distilling  the  crude  pyroligneous  acid 
in  simple  distilling  apparatus ;  or  the  saving 
may  amount  to  100  p.c.  when  suflicient  exhaust 
steam   is   available.     Fig.    12   shows   such  an 


Fio.  12. 

Apparatus  for  continuous  distillation  of  crude  pyro- 
ligneous acid  in  multiple  effect  distillers;  type, 
F.  H.  Meyer. 

installation,  based  on  the  multiple  effect  dis- 
tilling system. 

Besides  these  two  processes,  used  for  re- 
distilling the  crude  pyroligneous  acid,  there  ia 
another,  employed  more  particularly  in  German 
plants. 

This  proppsB  combines  the  distillation  of  the 
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etudi  pyroligttebUS  acid  with  the  neutralisation 
6t  the  tat-free  distillate  by  means  of  milk  of 
lime  or  soda  ash  and  the  separation  of  the  wood 
alcohol  from  the  acetate  solution. 

The  pyroligneous  acid  is  distilled  in  a  copper 
BtiU,  heated  by  a  steam  ooil.  Instead  of  passing 
the  vapours  of  pyroligneous  acid  into  a  con- 
denser, they  are  forced  through  milk  of  lime  or 
soda  ash  solution,  contained  in  closed  copper  or 
iron  tanks,  which  are  connected  with  a  con- 
denser (Fig.  13).  The  acetic  acid  thus  combines 
with  the  lime  or  the  soda,  forming  acetate 
solutions,  whilst  the  wood  alcohol  and  water 


vapours  escape  to  the  condenses  from  which  an 
aqueous  solution  of  the  alcohol  is  discharged 
Containing  5  to  12  p.o.  wood  spirit. 

All  the  processes  described  above  fof 
removing  tarry  matters  before  treating  the 
pyroligneous  acid  with  milk  of  lime  or  soda,  ash 
solution,  are  based  on  the  dislillation  principle 
and  handle  the  gross  distillate  discharged  from 
the  condensers  connected  with  the  wood  dis- 
tilling apparatus. 

The  writer  has  introduced  another  patented 
process  which  is  not  based  on  the  redistillation 
of   crude   pyroligneous   acid,  but   depends  on 
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Fro.  13. 

Apparatus  for  distUling  crude  pyroligneous  acid  by  passing  acid  vapours  through  layers  of  milk  of  lime ; 
•^^  type,  F.  H.  Meyer. 


separating  the  total  amount  of  tarry  matters 
from  the  vapours  escaping  from  the  Wood-dis- 
tilling apparatus  before  these  vapours  are 
condensed.  This  is  effected  by  washing  the 
vapours  and  gases  by  means  of  crude  wood  tar 
or  a  mixture  of  crude  wood  tar  and  pyroUgneous 
acid  in  two  or  more  gas  washing  apparatus, 
which  are  combined  together,  and  maintainmg 
in  each  one  a  gradually  decreasing  temperature. 

For  instance,  in  the  tar  washer  1,  a  tempera- 
ture of  about  300°F.  may  be  maintained  and 
in  the  last  tar  washer,  or  the  washer  next  the 
condenser,  a  temperature  of  212°F.  may  be 
maintained.  .       , 

By  the  oombmed  effect  of  the  fractional 
condensation  of  the  tar  and  of  the  absorbmg 
affinity  of  the  large  amounts  of  tar  used  as  a 
washiiig  liquid,  for  the  small  amounts  of  tar 
contained  in  the  form  of  vapours  in  the  products, 
the  pyrobgneous  acid  discharged  from  the  con- 
denser wm  be  practically  free  from  tar  and 
ready  to  be  neutralised  by  milk  of  hme  or 
goda  ash.  .   . 

Ibis  process  is  successfully  used  m  many 


wood -distilling  plants    and  saves  entirely  the 
expenses  of  the  redistillation  of  the  crude  liquor. 

Manufactubb  of  Acetate  oi'  Limb  rKOM 

Cbude  Pyeolignbous  Acid. 

As  already  mentioned,  gray  acetate  of  lime 

80  to  82  p.c,  is  the  product  into  which  the 

acetic  acid,  contained  in  the  pyroligneous  acid, 

has    to    be   transformed   for   the  purposes  of 

^he  manufacture  of  gray  acetate  of  lime 
starts  with  the  tar-free  distiUate,  obtained  from 
the  crude  tar  containing  pyroHgneous  acid  by 
one  of  the  processes  already  described,  ihia 
distillate  is  neutralised  either  by  mixing  it  with 
milk  of  lime  in  a  wooden  tank,  provided  with  a 
stirrer  and  cover,  or  by  passing  the  vapours 
through  layers  of.  milk  of  lime. 

The  milk  of  lime  combmes  with  the  acetic 
acid  ;  it  partlysaponifies  any  methyl  acptate; 
it  transforms  some  of  the  aldehydes  mto  in- 
soluble rosins;  and  it  combmes  with  pheno^, 
forming  insoluble  Ume  compounds.  After  add- 
ing the  milk  of  lime,  the  neutrahsed  Uquor  W 
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allowed  to  stand  in  order  that  the  precipitates, 
formed  by  the  neutralising  processes,  shall 
settle. 

The  next  operation  on  the  settled  liquid, 
containing  principally  wood  alcohol  and  its 
associates,  acetate  of  lime  and  water,  consists 
in  separating  the  wood  alcohol  from  the  aqueous 
solution  of  the  acetate  of  lime,  either  in  form  of 
a  weak  alcohol  solution  by  means  of  a  simple 
intermittently  operated  still,  or  in  form  of 
concentrated"  wood  alcohol  by  means  of  an 
intermittently  or  continuously  operated  rectifier. 

The  simple  distUling  still  furnishes  a  weak 
wOod  alcohol  solution,  containing  from  8  to  10 
p.e.  of  wood  alcohol,  whilst  the  rectifier  turns  out 
by  a  single  operation  crude  wood  alcohol  from 
30  to  95  p.c,  depending  upon  the  design  of  the 
rectifier. 

The  simple  still  consists  of  a  steel  or  copper 
still,  providled  with  a  copper  heating  coil  and 
connected  with  a  condenser. 

.The  intermittently  operated  rectifier,  shown 
in  Fig.  14.  is  built  of  a  steel  or  copper  still  with 


FlQ.  14. 

Intermittent-working  rectifier  for  wood  alcohol; 
type,  F.  H.  Meyer. 

a  copper  heating  coil,  a  copper  column  with 
rectifying  sieve  or  bell  plates,  a  separator  and 
condenser.  The  working  principle  of.  these 
rectifiers  is  based  on  fractional  distillation,  and 
the  '  columns '  used  tot  this  purpose  are  very 
similar  to  those  employed  in  manufacturing 
'grain  alcohol  and  known  as  the  '  Savalle  appara- 
tus '  from  the  name  of  the  inventor.  The 
continuously  working  rectifiers,  for  separating 
the  crude  wood  alcohol  in  a  concentrated' state 
from  the  neutralised'  liquolr,'  are  the  most 
modem  and  most  economically  working  appara- 
tus for  this  purpose  (Re.  16).  They  have  been 
introduced  in  the  wood -distilling   industry  by 


the  author  of  this  article,  and  they  furnish  by 
a  single  operation  the  so-called  crude  wood 
alcohol '  of  95  p.c.  and  separate  at  the  same 
time  the  oils,  originally  contained  in  the  neutra- 
lised liquor  and  also  the  acetone,  if  desired. 

■  The   continuously    workiag    apparatus   are 
priiicipally  built  of  two  columns  ;  at  the  top  of 


Continuous- working  rectifier  for  wood  alcohol ; 
type,  F.  H.  Meyer. 

one  column  the  neutralised  liquor  enters  and 
the  second  column  takes  the  wood-alcohol 
vapours  escaping  from  the  first  column.'  The. 
neutralised  liquor  travels  in  the  first  column 
downwards  from  plate  to  plate  and  meets  on  its 
way  down  the  steam,  entering  into  the  bottom 
section.  The  wood  alcohol,  containing  about 
30  p.c.  of  wood  alcohol  and  70  p.c.  of  water, 
escapes  from  the  top  section  of  the  first  column, 
while  the  acetate  of  lime  solution'  freed  from 
wood  alcohol,  is  continuously  discharged  from 
the  bottom  section  of  this  column.  The  30  p.c. 
wood  alcohol  vapours  enter  the  bottom  part  of 
second  column,  and  on  their  way  upward  from 
plate  to  plate  they  are  concentrated  by  means 
of  fractional  distillation  and  discharged  from 
the  top  section  to  a  separator  and  from  there  to 
a  final  condenser,  leaving  the  latter  as  a  product 
containing  up  to  95  p.c.  wood  alcohol. 

This  product  corresponds  in  chemical  com- 
position and  physical  characters  with  the  so- 
called  *  American  Crude  'Wood  Alcohol,'  shipped 
in  immense  quantities  from  the  United  States  to 
Europe^  It  still  contains  the  total  amount  of 
acetone,  aldehydeis,  ketones,  esters,  ammonia, 
amines,  and  ailyl  alcohol,  originally  contained 
in  the  neutralised  liquor,  and  also  some  of  tlM 
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'  wood  oils,'  which  alwaj's  accompany  the  wood 
alcohol. 

The  average  composition  of  this  product 
may  be  given  as  follows  : — 

16  p.c.  acetone  and  other  ketones. 

6  p.c.  aldehydes,  methyl  acetate,  amines, 
aUyl  alcohol  and  oUs.  ^ 

70  p.c.  inethyl  alcohol.  " 

8  p.c.  water. 

In  order  to  manufacture  '  pure '  methyl 
alcohol  from  the  crude  wood  alcohol,  all  these 
contaminating  products  have  to  be  separated. 

This  is  done  by  fractional  distillation,  carried 
out  systematically  by  means  of  intermittently 
or  continuously  operated  rectifiers,  similar  to 
those  above  described.  The  separation  is 
usually  assisted,  by  adding  chemicals — ^for  in- 
staiioe,  caustic  soda  and  sulphuric  acid — which 
destroy,  polymerise,  or  saponify  the  products 
to  be  separated — for  instance,  aldehydes,  esters, 
ketones,  phenols,  amines  and  so  on. 

The  separation  of  the  acetone  and  the  allyl 
alcohol,  which  are  always  associated  with  the 
methyl  alcohol,  is  entirely  done  by  a  carefully 
repeated' fractional  distillation,  which  yields  the 
concentrated  acetone  in  form  of  '  head  ends  ' 
and  theallyl  alcohol  in  form  of  '  tail  ends.' 

A  mixture  containing  in  specified  proportion 
these  head  ends  and  tail  ends  represents  the 
'  denaturing  wood  alcohol,'  used  practically 
everywhere  for  denaturing  alcohol.  This 
material  must  conform  to  certain  specifications 
and  tests  prescribed  by  the  different  Gfoverh- 
ments. 

The  final  product  of  such  a  repeated  fractional 
distillation,  carried  out  either  by  intermittently 
working  or  continuously  working  rectifiers, 
represents  the  'pure'  methyl  alcohol,  which  is 
free  from  acetone  or  contains  only  traces  of  it, 
and  contains  up  to  99  p.c.  real  CHjOH. 

Besides  this  final  product,  free  from  acetone, 
and  the  '  denaturing  wood  alcohol '  containing 
acetone,  allyl  alcohol,  and  other  impurities,  a 
number  of  other  wood  alcohol  grades  are  on  the 
market ;  for  instance,  •  pure  '  methyl  alcohol  of 
99J  p.c.  with  O'l  to  1  p.c.  of  acetone  and  many 
other  grades  demanded  by  customers. 

The  pure  grades  are  used  for  the  manufactur- 
ing of  aniline  colours,  of  .  formaldehyde,  of 
perfumes ;  the  other  grades  for  varnishes,  as 
solvents,  and  the  poorest  grades  for  denaturing 
or  burning. 

The  distillation  of  the  neutralised  liquor 
yields,  as  above  shown,  two  products  : 

Wood  alcohol,  as  a  volatile  product ; 

Acetate  of  lime  solution  as  a  non-volatile 
residue. 

This  latter  solution  holds  in  suspension 
insoluble  polymerised  products,  formed  by  a 
reaction  between  phenols  and  aldehydes  with 
acetate  of  lime  or  traces  of  lime  in  excess,  which 
must  be  settled  by  allowing  the  liquor  to  stand. 

The  settled  solution  contains  varying  quanti- 
ties of  acetate  of  lime,  according  to  the  nature 
of  the  original  liquor  and  to  the  process  used 
for  distilling  ofi  the  crude  wood  alcohol. 

These  quantities  differ  from  7  to  25  p.c.  ; 
this  means,  100  lbs.  acetate  of  lime  solution  may 
contain  from  7  to  25  lbs.  dry  acetate  of  lime, 
80-B2  p.c.  -As  it  is  impossible  to  recover  the 
acetate  of  lime  by  a  crystallising  process  on 
account  of  its  equal  solubility  ii?  cold  and  hot 
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water,  the  solution  must  be  boiled  down  until 
the  salt  is  left  in  the  solid  state. 

Up  to  the  present  this  boiling  was  done  in 
two  steps.  By  the  first  step,  the  acdtate  of 
lime  solution  is  evaporated  in  open,  steam- 
heated,  double-jacket  pans  (Kg.  16)  just  to  the 
point  at  which  the  concentrated  solution  becomes 


Fig.  16. 
Open  pan  for  evaporating  acetate  of  lime  solution. 

solidified  by  crystallising.  This  point  is  reached 
when  the  acetate  of  Ume  solution  contains  about 
35  to  40  p.c.  of  the  dry  salt.  The  crystallised 
magma'  is  then  spread  out  in  thin  layers  upon  an 
open  drying  floor,  built  of  oast-iron  plates  or 
steel  plates,  heated  by  an  open  fire  or  by  waste 
fire  gases. 

The  operation  of  boiling  down  the  acetate 
of  Unie  solution  to  a  magma  of  crystal  requires 
very  large  amounts  of  steam  on  account  of  the 
coating  of  the  heating  surface  by  crystals  and 
scales  and  by  the  immense  reduction  of  the  heat 
transmitting  capacity. 

Furthermore,  the  drying  upon  an  open 
drying  floor  necessitates  much  hand  work,  as 
the  material  must  be  turned  over  and 
gradually  transferred  from  one  end  of  the 
drying  floor  to  the  opposite  one,  whereby  it 
travels  with  the  current  of  the  fire  gases.  This 
ensures  that  the  wet  acetate  of  Ume,  which 
can  stand  a  high  temperature,  oornes  in  contact 
with  the  hot  fire  gases,  while  the  dried  salt  or 
partly  dried  salt  comes  only  in  contact  with 
the  fire  gases  of  a  lower  temperature,  in  order 
to  protect  it  against  decomposition  into  acetone.^ 

The  author  has  introduced  a  drying  process, 
in  which  the  solution  of  acetate  of  lime  will  be 
continuously  and  mechanically  evaporated  and 
dried,  doing  away  entirely  with  the  steam- 
heated  open  pans  and  the  high  wages  required 
by  open  drying  floors. 

By  this  new  process,  already  in  successful 
operation  in  plants  of  all  sizes  from  30  cords 
up  to  250  cords,  the  acetate  of  lime  solution  is 
continuously  evaporated  in  specially  designed 
multiple  effect  evaporating  apparatus,  pperated 
on  the  same  principle  as  above  described  for 
the  multiple  green  hquor  distillers. 

Tihe  weak  solution  enters  the  first  evaporator, 
travels  from  there  to  the  second,  and  from  the 
second  to  the  third,  leaving  the  same  or  the  last 
one  as  -a  concentrated  liquor,  which  contains  up 
to  30  to  35  p.c.  dry  salt.  This  Uquor  will  not 
crystallise  when  kept  hot. 
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Tlie  liquor  flows  to  a  pan  into  whicli  a  rotary 
drum  is  dipping,  heated  inside  by  steaiq.  Tiiip 
drum  becomes  coated  with  a  thin  layer  of  the 
concentrated  solution. 

While  rotating,  the  thin  layer  dries  quickly, 
and  before  the  drum  dips  again  into  the  concen- 
trated solution  the  magma  of  crystals,  which  now 
coat  the  surface  of  the  drum,  is  scraped  off  by 
means  of  kniveB,  working  on  the  surface  of  the 
drum  (Fig.  17). 


FiQ.   17. 

Continuous-working  rotary  evaporator  for  evaporating 
and  drying  acetate  of  lime;  type,  F.  H.  Meyer.  - 

The  magma  of  crystals  then  travels  by 
means  of  a  conveyor  to  a  belt  dryer,  built  of 
endless  canvas  belts  or  wire  cloth  belts,  upon 
which  the  wet  salt  is  transferred  against  a 
current  of  hot  air  or  over  pipe  coils,  heated  by 
exhaust  steam.  This  new  type  of  apparatus  tor 
evaporating  and  drying  acetate  of  lime  does 
away  with  any  kind  of  hand  work ;  it  obviates 
the  disagreeable  and  imhealthy  work  of  drying 


upon  an  open  floor ;  and  it  saves,  almost  all  tli& 
wages  hitherto  spent  for  drying,  and  it  saves,  too, 
large  amounts  of  fuel.  Moreover,  the  acetate  of 
lime  obtained  by  this  process,  is  ot  an  even 
form  like  peas  ;  it  does  not  contain  much  dnst ; 
it>  is  of  a  brighter  colour  and  is  soft  and  volu- 
minous, yielding  on  this  account  more  acetic 
acid  and  acetone,  when  worked  up  into  these 
products. 

Makufactuhb  of  Acetate  of  Soda. 

Next  to  acetate  of  lime,  acetate  of  soda  is 
the  most  important  salt  of  acetic  acid  manufac- 
tured in  wood-distilling  factories. 

In  order  to  produce  sodium  acetate  in  a 
crystallised  state,  the  distillate  of  pyrolieneous 
acid,  obtained  by  one  of  the  processes  already 
described,  is  neutralised  by  soda  ash.  The 
acetate  of  soda  solution  is  then  freed  from  wood 
alcohol  by  the  methods  before  mentioned,  and 
boiled  down  by  open  double- jacket  pans,  or  by 
modem  multiple  effect  evaporating  apparatus, 
until  the  crystaUising  point  is  reached.  By 
the  next  step  the  condensed  solution  is  completely 
dried  in  cast-iron,  fiie-heated  pans,  provided 
with  scrapers,  and  the  heating  is  continued  until 
the  whole  of  the  water  is  driven  off  and 
the  anhydrous  sodium  acetate  is  completely 
melted,  when  the  liquid  mass  will  have  a  tempera- 
ture of  about  320°.  At  this  temperature, 
sodium  acetate  is  not  decomposed,  but  sodium 
propionate  and  butyrate,  as  well  as  tarry  or 
resinous  matters  present  in  the  original  product, 
will  be  destroyed  and  converted  into  insoluble 
matters. 

After  melting,  the  mass  is  dissolved  in  water 
to  form  a  concentrated  solution  and  the  charred 
matter  separated  by  filtering  the  solution, 
usually  by  a  filter  press.  The  filtrate  is  trans- 
ferred to  crystaUising  vessels  and  the  crystals 


Fio.  18. 
OMt-lron  still  toi  decomposing  acetate  of  lime  by  sulphuriracid;  type,  F.  H.  Meyer,  Hanover-Hainhol* 
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ftnd  mother  liquor  separated  by  li  centrifugal 
machine.  The  crystals  are~  recrystallised  and 
the  mother  lees  returned  to  the  evaporating 
pans. 

Treatino  of  the  Primary  Marketable  Pro- 
bncts  resulting  from  the  destructive 
Distillation  of  Wood. 
The  first    products  resulting  from  the  de- 
structive distillation  of    wood  are :    charcoal, 
crude  pyroligneous  acid,  tar,  when  hard  wood  is 
distilled ;  or  charcoal,  crude  pyroligneous  acid, 
crude  turpentine,  crude  pine  oU  and  crude  pine 
tar,   when    pine    wood,  containing   turpentine 
and  rosin,  is  employed.     Of  these,  the  charcoal 
only  is  ready  for  sale.    The  other   products 


Apparatus  for  rectifying  crude  acetic  acid  in  order  to 
manufacture  glacial  acetic  acid ;  type,  F.  H.  Meyer. 

must  be  further  treated  in  order  to  convert 
them  into  marketable  commodities. 

From  the  crude  pyroligneous  acid  acetate  of 
lime,  acetate  of  soda  and  crude  wood  alcohol 
are  obtained,  and  from  the  latter  the  '  pure ' 
methyl  alcohol,  the  refined  wood  alcohol,  ?.nd 
the  denaturing  alcohol  as  above  described. 

Many  of  the  wood  distilling  factories  work 
Up  the  aoetat«  of  lime  into  acetic  acid  or  acetone 
and  the  methyl  alcohol  into  formaldehyde. 

Manufacture  of  acetic  acid.  In  order  to 
manufacture  acetic  acid,  only  acetate  of  lime, 
80-82  p.c,  is  used  nowadays  as  raw  material. 
This  is  mixed  with  sulphuric  acid  of  92  to  98  p.c. 
in  a  closed  cast-iron  still,  provided  with  stirrer 
and  scrapers  and  heated  by  high-pressure  steam, 
(Fig.  18).  After  the  mixing  process  ip  finished 
Vol.  v.— T. 


the  acetic  acid  is  distilled  oft,  a  vacuum  being 
maintained  in  the  still  during  the  process  of  dis- 
tilling. The  crude  acetic  acid,  resulting  from 
the  process,  contains  about  80  p.o.  acetic  acid 
(propionic  and  butyric  acid  included),  traces  of 
sulphur  dioxide,  and  is  of  a  yellow  colour. 
This  acid  can  be  used  for  many  purposes  in  the 
arts,  as,  for  instance,  manufacturing  white  lead, 
Elmyl  acetate,  &c. 

In  order  to  produce  '  pure  '  glacial  acetic  acid 
of  96  to  99J  p.c,  the  crude  80  p.c.  acetic  acid, 
obtained  by  the  action  of  sulphuric  acid  on 
acetate  of  lime,  must  be  rectified  in  a  copper 
rectifier  (Fig.  19). 

First  a  weak  acetic  acid  is.  obtained  con- 
taining propionic  and  butyric  acid ;  then  the 
distillate  becomes  gradually  stronger  and  after 
distilling  over  40  to  50  p.c.  of  the  original 
charge,  glacial  acetic  acid  distils  over  :  this  has 
a  melting-point  of  14°-I6°  and  contains  99  to 
99J  CHaOOOH.  At  the  end  of  the  process  the 
melting-point  again  falls,  and  with  it  the  content 
of  acetic  acid  owing  to  the  presence  of  propionic 
and  butyric  acids. 

In  order  to  manufacture  '  pure '  acetic  acid, 
99i  p.c,  corresponding  to  the  requirements  of 
the  pharmacopceas  of  different  countries,  the 
glacial  acetic  acid,  obtained  from  the  first 
rectification  of  the  crude  80  p.o.  acetic  acid,  will 


Eetort  for  decomposing  calcium  acetate ; 
type,  P.  H.  Meyer. 

be  oxidised  and  then  redistilled  by  use  of  a, 
simple  still  connected  with  a  silver  condenser. 

Manufacture  of  acetone.  Acetone  is  manu- 
factured by  the  dry  or  destructive  distillation  of 
calcium  acetate.  The  process  corresponds 
theoretically  with  the  equation  : 

CH^COo}^=^*^*^'+™»"-^°~^^' 
According  to  the  author's  patented  process, 
used  in  most  of  the  existing  acetone  factories, 
acetate  of  lime  is  spread  out  in  thin  layers  on 
steel  plates,  to  be  placed  one  above  the  other 
upon  platforms  on  steel  cars,  allowing  sufficient 
clearance  from  platform  to  platform  (Fig.  20). 
These  cars  are  pushed  into  horizontal  steel 
retorts,  heated  by  fire  gases.  The  retorts  are 
capable  of  treating  from  3000  to  15,000  lbs.  of 
calcium  acetate  in  24  hours  and  are  connected 
with  a  condenser.  The  destructive  distillation 
sets  in  at  about  300°.  After  the  charge  ia 
charred,  the  cars  are  withdrawn  and  other  cars, 
already  loaded,  charged  into  the  retort. 

By  the  older  acetone  process,  calcium  acetate 
was  distilled  in  charges  not  exceeding  lOOP  "ivt, 
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by  meana  of  fire-heated,  closed,  oast-iron  pans, 
provided  with  a  stirrer  and  scrapers.  But 
these  forms  of  apparatus  jrtelded  only  17  lbs. 
'pure'  acetone  from  100  lbs.  of  calcium  acetate 
instead  of  from  20  to  21  lbs.  as  obtained  by  the 
process  above  described. 

There  is  a  third  process  used,  based  on  the 
distillation  of  calcium  acetate  by  means  of  a 
stream  of  superheated  steam  which  is  brought 
directly  in  contact  with  the  acetate. 

The  crude  acetone  obtained  by  one  or  other 
processes  contains,  besides  the  acetone,  tarry 
matters,  formic  and  acetic  acids,  aldehydes, 
ketones  formed  by  the  propionic  acid  and 
butyric  acid  originally  contained  in  the  crude 
material,  hydrocarbons,  and  other  products. 

By  means  of  repeated  fractional  distilla- 
tion, assisted  by  the  use  of  small  amounts  of 
caustic  soda  and  sulphuric  acid,  acetone  of 
99J  p.c.  is  obtained,  whilst  the  tarry  matters 
remain  in  the  residue.  The  acidS  are  fixed  by 
the  alkalis,  which  destroy  the  aldehydes,  and 
the  foreign  ketones  and  hydrocarbons  are  ob- 
tained as  '  tail  ends  '  from  the  rectifier,  from 
the*  fact  that  their  boiling-point  is  considerably 
higher  than  that  of  acetone. 

FORMAIDEHYDS. 

This  important  disinfectant  is  obSjined  from 
the  'pure'  methyl  alcohol  by  oxidising -it  by  the 
oxygen  of  the  air  under  the  influence  of  caS^ilytio 
agents:  2CH3-OH-l-20=2CHjO+2H20.  The 
manufacturing  process  differs  in  some  respects 
from  the  theoretical  equation,  as  side  reactions 
set  in  whereby  a  part  of  this  formaldehyde  is 
broken  up  into  carbon  monoxide  and  hydrogen, 
according  to  the  equation  CHjO=00-|-2H. 

The  excess  of  oxygen  under  the  influence  of 
the  red  hot  catalytic  material  combines  with 
the  carbon  monoxi4e  as  well  as  the  hydrogen : 

C0-|-0=C0j 
HjH-0=Hj0 

Carbon  dioxide  and  water  are  products  formed 
by  another  side  reaction. 

Theory  indicates  that  9.?'75  lbs.  of  formalde- 
hyde of  100  p.c.  should  be  obtained  from  100  lbs., 
methyl  alooliol  of  100  p.c,  but  by  the  best 
practical  process  only  80  lbs.  formaldehyde,  as 
a  maximum,  can  be  obtained,  which  means  only 
about  85  p.c.  of  the  theoretical  yield. 

The  product  on  the  market  is  an  aqueous 
solution  of  formaldehyde,  containing  from  35  to 
40  p.c.  CHjO  by  weight.  This  solution  is 
liable  to  polymerise,  forming  paraformaldehyde 
by  the  condensation  of  3  mols.of  CHjO,  a  product 
which  is  not  soluble  in  water  and  therefore  causes 
the  solution  to  become  more  or  less  turbid. 

In  order  to  avoid  this  polymerisation  and 
to  meet  commercial  demands,  various  sub- 
stances are  added  to  the  formaldehyde  solution. 
As  methyl  alcohol  has  the  pecuUar  property  of 
preventing  polymerisation,  a  certain  amount  is 
added  to  the  formaldehyde  solution  of  the 
market,  which  averages 

35-40  p.c.  (by  weight)  CHjO 
12-15  p.c.  CH,-OH 

53-45  p.c.  H,0 

This  solution  is  manufactured  by  mixing 
vapours  of  methyl  alcohol  with  a  corresponding 
amount  of  air. 


The  processes  adopted  for.  manufacturing, 
formaldehyde  differ  in  regard  to  the  apparatus 
or  contrivances  used  for  furnishing  this  vapour 
mixture  6/  o  constant  composition. 

About  half  the  factories  existing  at  present 
are  using  the  author's  process,  which  is  a  con- 
tinuous one,  whereby  fiquid  methyl  alcohol  is 
introduced  in  the  form  of  a  spray  into  the  top 
section  of  a  so-called  '  carburatpr  '  (constructed 
on  the  same  principle  as  that  used  for  carburet- 
ting  coal  gas  with  benzene)  and  at  the  same 
time  blowing  a  stream  of  hot  air  which  enters  the 
bottom  of  the  '  carburator  '  against  the  methyl 
alcohol  spray,  whereby  the  methyl  alcohol  will 
be  evaporated  and  mixed  with  the  air  in 
the  right  proportion.  The  mixture  of  methyl 
alcohol  vapour  and  air  is  passed  over  the 
catalytic  material,  consisting  of  rolls  of  copper 
wire-net  heated  to  about  400°,  before  allowing 
the  mixture  of  methyl  alcohol  and  air  to  enter. 

To  avoid  explosions  and  to  prevent  the 
methyl  alcohol  burning  into  carbon  dioxide  and 
water,  an  excess  of  methyl  alcohol  must  be 
used. 

The  product  of  the  reaction,  that  is  the 
vapours  escaping  from  the  apparatus,  contain 
this  excess  of  methyl  alcohol,  which  is  recovered 
by  a,  fractional  condensation  of  the  escaping 
vapours,  whereby  the  formaldehyde  solution 
will  be  condensed  first  and  the  methyl  alcohol 
last. 

As  already  mentioned,  the  whole  process  is 
a  continuous  one,  as  methyl  alcohol  and  air 
enter  ai;  one  end  of  the  apparatus,  and  the 
formaldehyde  solution,  the  excess  of  the  methyl 
alcohol  used,  and  the  nitrogen  with  the  gases 
formed  by  the  reactions  mU.  be  discharged,  of 
course  each  one  separately,  on  the  other  end  of 
the  apparatus  {v.  Fobmaldehyde). 

Cbitde  Hakd-wood  Tab. 

The  hardrwood  distilling  process  yields  two 
kinds  of  tar,  namely :  the  settled  tar,  deposited 
from  the  crude  pyroligneous  acid ;  the  residue 
tar,  obtained  as  a  residue  by  distilling  the  crude 
pyrohgneous  acid. 

The  composition  of  these  two  varieties  of 
tar  is  quite  different,  as  the  '  residue  tar  '  Con- 
tains principally  pitch  and  pyroligneous  acid, 
whilst  the  '  settled  tar '  contains,  besides  pitch 
and  pyrohgneous  acid,  the  total  amount  of 
phenols  and  hydrocarbons,  usually  called  'tar 
oils.' 

There  are  no  two  samples,  taken  from 
different  plants,  which  are  afike,  and  therefore 
exact  figures  concerning  the  composition  of  tar, 
obtained  by  the  destructive  distillation  of  wood, 
cannot  be  given. 

Wood-tar  is  a  burden  on  the  hands  of  the 
wood  distillers,  on  account  of  the  difficulties  it 
causes  in  the  treatment  of  the  pyrohgneous  acid, 
and  on  account  of  its  small  value  as  a  com- 
mercial article. 

The  coal  tar  industry  furnishes  pitch  and  tar 
oils  much  cheaper  and  in  much  greater  quantitijea 
than  can  be  obtained  from  wood  tar.  The 
treatment  of  tar  has  therefore  no  great  impor- 
tance for  the  wqod  distiller,  and  usually  it  is 
limited  to  the  recovery  of  the  wood  alcohol  and 
acetic  acid,  the  remaining  tar  compounds  being, 
for  the  most  part,  used  as  fuel. 

In   order   to   recover   methyl   alcohol   and 
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pyroligncous.  acid,  contained  in  both  varieties 
of  tar,  the  tar  ia  Bubjeoted  to  distiUation  in 
copper  stills,  provided  with  a  heating  coil  and 
also  a  perforated  coil  for  adding  live  steam. 

The  water  with  the  acetic  acid,  as  well  as 
with  the  wood  alcohol,  and  light  wood  oils 
floating^  on  water,  is  distilled,  and  when  by  in- 
creased steam  supply  the  amount  of  distillate 
diminishes,  Uve  steam  is  added  by  the  perforated 
coil  and  the  distillation  continued  until  the  dis- 
tillate contains  only  a  small  amount  of  acids. 
The  distillate  is  allowed  to  stand;  whereby  the 
light  oils  rise  to  the  top.  The  clear  liquid  is 
drawn  ofi  and  treated  together  with  the  dis- 
tillate obtained  from  the  bulk  of  the  crude 
pyroligneous  acid. 

The  residue  of  this  tar  distillation,  or  that 
obtained  by  distilling  off  the  pyroligneous  acid 
from  the  tar,  is  a  liquid  similar  to  thick  molasses, 
and  is  generally  used  as  fuel  which  is  burned  by 
-  spraying  it  by  means  of  steam  into  the  fireplaces 
of  boilers  or  retorts.  Sometimes  the  settled  tar 
is  subjected  to  distillation  in  order  to  recover 
the  heavy  tar  oils,  containing  the  phenols  and 
creosote  and  to  manufacture  pitch.  Such  dis- 
tillation must  be  carried  out  in  cast-iron  stills, 
heated  by  an  open  fire.  First  the  light  oils, 
floating  on  water,  and  the  pyroUgneous  acid  distil 
over,  as  in  the  process  described  above.  This 
phase  of  the  distillation  must  be  done  very 
carefully  on  account  of  the  frothing  to  which 
the  tar  is  liable.  After  this  period  is  over 
and  when  only  small  amounts  of  water  flow 
from  the  condenser,  the  fire  can  be  increased, 
when  heavy  tar  oils,  sinking  in  water,  distil 
over.  The  distillation  will  be  continued  until 
the  pitch,  left  as  a  residue  in  the  still,  proves  to 
have  the  melting-point  desired. 

Sometimes  hard  pitch  with  a  high  melting- 
point,  sometimes  soft  pitch  with  a  low  melting- 
point  is  the  purpose  of  this  distillation. 

The  heavy  tar  oils  or  the  oil  which  sinks  in 
water  are  usually  sold  to  chemical  works, 
which  manufacture  creosote,  and  only  excep- 
tionally are  they  sold  for  the  manufacture  of 
dyes  Only  a  very  few  factories  deal  with  the 
recovery  of  creosote,  which  ia  contained  up  to 
1  p.o.in  the  hard  wood  tar,  particularly  in  beech 

The  raw  material  is  the  '  heavy  tar  oil '  ob- 
tained by  the  distillation  of  the  settled  tar  m 
flre-heated  stills.  These  oils  stiU  contain  con- 
siderable amounts  of  tar  and  must  be  redutiEed 
before  being  subjected  to  any  other  treatment. 
The  redistiUed  oils  are  then  subjected  to  a 
systematic  extraction  by  means  of  caustic 
soda  solution,  which  separates  the  total  amount 
of  phenob,  from  the  bulk  of  hydrocarbons  con- 
tained in  the  tar  oils.  ,     .       i     •     n.^„ 

The  alkaline  solution  of  phenols  is  then 
mixed  with  acid.  usuaUy  a  mineral  acid  hberat- 
mc  the  phenols,  which  are  drawn  off  ftom  the 

saft  solution,  after  all°^i°g^.*^«  ^J.^Y;  the 
stand.     Repeated  fractional  distillation  is  the 

nextoperation  to  which  these  ^^^^^^°l^^^Il°^ 
are  subjected  m  order  to  <^^^^''^'<'^J^'>J^Z 
tions  which  contain  the  real  creosote.  These 
fSons  are  again  subjected  to.  repe'tted  treaV 
ment  with  caustic  soda  and  mineral  *oid.  and 
from  the  la«t  fractions  of  the  distilled  creosote, 
^pure'  creosote  is  obtained. 

Crude  turpetUine  and  crude  pine  tar,      ab 


described  above,  the  destructive  distillation  of 
pine  wood,  rich  in  turpentine  and  rosin,  yields 
the  turpentine,  partly  in  the  state  as  originally 
contained  in  the  wood,  partly  contaminated  or 
■mixed  with  the  products  of  the  destructive  dis- 
tillation of  cellulose,  lignin  and  rosin,  t.e.  with 
tar,  tar  oils,  rosin  oils,  &c.  The  more  nearly 
the  distilling  apparatus  allows  of  a  uniform 
distribution  of  heat  to  each  piece  of  wood  con- 
tained in  the  retort,  the  better  will  be  the  separa: 
tion  of  the  real  turpentine,  unoontaminated 
with  the  products  above  mentioned. 

The  destructive  distillation  of  pine  wood 
containing  turpentine  and  rosin,  yields  three 
fractions,  which  are  usually  taken  separately : 

Fraction  I,  containing  only  small  amounts  of 
tar,  tar  oils  and  rosin  oils. 

Fraction  2,  containing  less  than  50  p.c.  of 
the  contaminating  products. 

Fraction  3,  containing  more  than  50  p.c.  of 
the  contaminating  products. 

Fraction  1  represents  the  material,  called 
'  crude  wood  turpentine,'  which  is  exported 
from  Sweden  and  Russia  and  which  is  also 
manufactured  in  many  factories  situated  in  the 
Southern  States  of  America,  as  Georgia,  Ala- 
bama, Virginia,  &c. 

The  '  crude  wood  turpentine '  obtained  by 
destructive  distillation  consists  principally  of 
terpenes.  In  addition  it  contains  tar,  acids, 
phenol,  aldehydes,  furfural,  'silvan,'  dimethyl- 
furfural,  benzene,  toluene,  xylene,  diacetyl,  , 
acetyl-propionyl,  &c. 

The  first  treatment  consists  in  fractionally 
distilling  the  crude  wood  turpentine  by  means 
of  steam-heated  stills,  which  allows  also  of  the 
addition  of  Uve  steam  (Fig.  21),  whereby  the 


Fig.  21. 
DistUIine  apparatus  for  separating  turpentine  from 
nine-wiMd  tar-oils  and  pine-wood  tar;  type,  F.  H. 


Sine-wood  tar-< 
[eyer. 

turpentme  is  separated  from  the  Products  of 
lower  and  higher  boihng-point.  After^  the 
products  of  lower  boiling-pomt  have  beeri  got 
rid  of  Uve  steam  is  turned  on  and  the  mixture 
of  vaiiours  of  turpentine  and  water  is  passed 
?Lough  caustic  soda  solution  or  ™lk  <>* /™ 
^»  container  connected  with  the  stiU  and  the 

■^"ISnois,  rosin  oil,  aldehydes;  acids  &c  are 
tent  back  or  destroyed  by  the  alkahne  bath. 
Wfflst  the  turpentine  and  water  vapours  escape 
to  the  condenser  and  are  separated  after  their 
condensation  bv  thek  varymg  specific  gMJitJ- 

The   refined   turpentme  obtamed    by  this 
process  ia  of  a  water-white  colour,  but  its  smeU 
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is  not  '  sweet '  enough  to  meet  the  requirements 
of  the  market. 

It  is  therefore  subjected  to  a  second  alkaline 
treatment  and  then  to  a  treatment  with  sul-. 
phuric  acid,  whereby  other  contaminating 
products  will  be  separated  or  destroyed. 

Finally  a  fractional  vacuum  distillation  by 
means  of  steam-heated  rectifiers  yields  a  pro- 
duct, which  is  now  of  a  water- white  colour, 
of  a  '  sweet '  smell,  and  has  the  same  boiling- 
point,  specific  gravity,  and  optical  character- 
istics as  ordinary  turpentine. 

'  Pine  wood  tar  '  is  obtained  as  the  residue 
of  the  first  distillation  of  the  crude  wood 
turpentine. 

The  second  fraction  of  the  destructive  dis- 
tillation of  pine  wood,  containing  up  to  50  p.c. 
tar  and  rosin  oils,  is  also  subjected  to  distillation 
as  above  described.  The  distillate  is  a  mixture 
of  turpentine,  other  terpenes  and  hydrocarbons 
of  a  lugher  boihng-point,  called  'pine  oil,'  and 
the  residue  consists  of  pine  tar. 

The  mixture  of  turpentine  and  pine  oil  is 
then  subjected  to  fractional  distillation  by 
means  of  a  vacuum  rectifier  and  the  turpentine 
obtained  by  this  treatment  mixed  and  treated 
together  with  the  refined  turpentine  obtained 
from  the  first  fraction. 

The  third  crude  fraction,  mainly  consisting 

of  tar,  is  subjected  to  similar  treatment  and 

furnishes  pine  oils  and,  as  a  residue,  the  bulk  of 

.  pine  tar.  M.  K. 

WOOD  GUM  V.  Gums. 

WOOD  NAPHTHA  v.  Wood,  dbstkuctive 

DISTILLATION  OF. 

WOOD  OIL  or  GURGUN  v.  Olbo-kesiks. 
WOOD-PITCH,  WOOD-SPIRIT,  WOODTAR, 

V.  Wood,  dbstbuctivb  distillation  op. 

WOOD'S  ALLOY  v.  Tm. 

WOOD-TIN  V.  Cassiteritb. 

WOODY  NIGHTSHADE  v.  Ditlcamara. 

WOOL.  The  woolly  covering  of  the  sheep  is 
composed  of  modified  hairs  which  grow  in  the 
same  manner  as  the  hairs  of  other  animals,  but 
differ  from  them  considerably  in  physical 
structure  and  characteristics,  including  fineness, 
softness,  waviness,  and  highly  serrated  surface. 
The  wool  fibre  arises  in  the  dermis  or  middle 
layer  of  the  skin.  Its  root  or  foUicle  is  a  gland 
which  produces  a  lymph-like  secretion  which 
nourishes  the  hair  during  its  development  and 
growth.  This  gland  also  secretes  an  oily 
substance,  the  wool-oil,  which  becomes  a  con- 
stituent part  of  the  fibre  and  improves  its 
elasticity  and  flexibility.  Contiguous  to  the 
follicle  are  the  sebaceous  glands  which  secrete  a 
fatty  substance,  the  wool-grease,  which  coats 
the  surface  of  the  fibres,  thereby  protecting 
them  from  mechanical  injury  during  growth 
and  preventing  them  from  becoming  matted  or 
felted  together. 

The  dried  perspiration  of  the  animal  also 
adheres  to  the  fibres  and  can  be  removed  by 
means  of  cold  water  in  which  it  is  soluble.  It 
consists  largely  of  a  mixture  of  potassium  salts, 
and  is  usually  recovered  as  a  by-product  of  the 
industry.  The  residue  obtained  after  treating 
the  wool  with  cold  water  and  evaporating  the 
solution  to  dryness  is  known  as  sudorate  of 
potash.'  Raw  wool  yields  about  8  p.c.  of  this 
product. 

Peioro  the  wwl  cftn  be  used  for  the  mani^- 


faeture  of  textiles,  not  only  must  the  dried  per- 
spiration be  removed,  but  also  the  wool-grease  ; 
the  extraction  of  the  latter  is  generally  effected 
by  the  process  of  scouring  with  soap  and  water. 
In  order  to  avoid  the  removal  of  the  wool-oil 
from  the  interior  of  the  fibre,  the  temperature  at 
which  the  scouring  is  carried  out  does  not  usually 
exceed  50". 

When  examined  with  the  microscope,  the 
typical  wool  fibre  presents  the  appearance  of  a 
more  or  less  cylindrical  rod  covered  with 
irregularly-shaped  scales  which  overlap  one 
another  by  their  free  margins  and  cause  the  fibre 
to  exhibit  numerous  serrations.  The  free  edges 
of  the  scales  always  point  in  the  direction  of 
growth  of  the  fibre.  It  is  to  this  peculiar 
imbricated  nature  of  the  surface  that  the  felting 
property  of  wool  is  due.  The  shrinking  which 
wool  fabrics  undergo  on  washing  is^lso  attribut- 
able to  the  serrations ;  the  rubbing  of  the  material 
causes  the  projecting  edges  of  the  scales  to 
become  closely  interlocked,  and  thus  reduces  the 
amount  of  space  occupied  by  the  fibres,  and  this 
behaviour  is  faciUtated  by  the  lubricating  action 
of  the  soap.  The  cortical  layer  beneath  the 
scales  constitutes  the  bulk  of  the  fibre  and  is 
composed  of  long,  narrow  cells  with  pointed 
ends.  Within  this  is  the  medulla  which  consists 
of  larger  and  rounded  cells  and  often  contains 
pigment  to  which  certain  wools  owe  theii 
characteristic  colour.  In  the  finer  wools,  the 
medulla  is  often  so  much  reduced  as  to  be  almost 
indistinguishable.  The  wool  of  carelessly-bred 
sheep  frequently  contains  defective  fibres  in 
which  the  scales  and  cellular  structure  are  but 
slightly  developed ;  these  appear  as  stiff, 
straight,  coarse,  opaque  hairs  which  cannot  be 
dyed,  and  are  termed  '  kemps.' 

The  value  of  wools  and  their  suitability  for 
different  purposes  depend  very  largely  on  their 
physical  properties,  such  as  length,  strength, 
elasticity,  fineness,  softness,  curliness  or  wavi- 
ness, lustre,  felting  property,  colour,  and  freedom 
from  impurities  and  kemps.  The  extent  to  which 
a  wool  possesses  these  characters  varies  greatly 
with  the  particular  breed  of  sheep,  the  cUmatio 
conditions,  the  nature  of  the  pasturage,  and  the 
care  exercised  in  selection  and  rearing.  Tiie 
quality  of  the  fibre  also  varies  considerably  in 
different  parts  of  the  same  fleece.  The  wools 
of  commerce  may  be  roughly  divided  into  three 
classes :  (I)  long-stapled,  (2)  medium-stapled, 
and  (3)  short-stapled. 

(1)  The  long-stapled  class  includes  the 
typical  English  varieties,  such  as  the  Lincoln, 
Leicester,  and  Cotswold  wools.  The  fibre  is 
from  6  to  10  ins.,  or  even  up  to  15  ins.  in  length, 
has  an  average  diameter  of  about  O-OOl  inch, 
and  bears  from  600  to  1400  serrations  per  inch. 
It  is  nearly  white,  lustrous,  of  good  elasticity, 
and  has  a  smoother  surface  and  less  wavy 
character  than  the  fibres  of  the  other  classes. 
The  scales  are  horny  and  closely  attached  to 
the  cortical  layer  and,  in  consequence,  the 
felting  power  is  poor.  These  wools  are  specially 
adapted  for  the  manufacture  of  worsted  yarns. 

(2)  The  medium-stapled  class  is  represented 
by  the  wools  produced  by  the  Southdown  sheep 
and  those  of  the  Cheviot  Hills,  Shropshire, 
Hampshire,  Oxfordshire,  and  Dorsetshire ;  it, 
also  includes  certain  cross-bred  wools,  such  as 
those  of  Australia,   New  Zealand,  and  South 


WOOL. 


789 


America,  tt-tich  are  produced  in  very  large 
quantities.  The  oharaoters  of  the  fibre  are 
intermediate  between  those  of  the  long-  and 
short-stapled  kinds.  The  length  is  from  3  to  8 
ins.,  the  average  diameter  about  0-0008  in., 
and  the  average  number  of  serrations  is  about 
2000  per  inch. 

(3)  The  short-stapled  class  comprises  the 
finest  grades  of  wool,  including  those  of  the 
merino  type  of  Australia,  South  America,  and 
the  Cape  Province  of  South  Africa.  The  fibre 
is  from  2  to  5  ins.  long,  has  an  average  diameter 
of  about  0-0005  in.,  and  bears  about  2800 
Berrationa  per  inch.  It  is  either  white  or  of  a 
greyish  tint,  has  little  or  no  lustre,  and  is  very 
elastic,  very  soft,  and  curly.  The  scales  are 
small  and  adhere  to  the  cortical  layer  by  only 
a  small  portion  of  their  length,  so  that  the 
upper  part  is  free  and  protruding,  and  for  this 
reason  the  wool  has  good  felting  properties. 
Wools  of  this  class  are  particularly  suitable  for 
the  manufacture  of  woollen  fabrics. 

Wool  fibre  is  composed  of  a  protein  substance 
of  the  group  known  as  the  keratins,  which  also 
includes  those  derived  from  hair,  horn,  whale- 
bone, feathers,  and  egg-membrane.  All  the 
members  of  this  class  differ  from  other  proteins 
in  yielding  a  large  proportion  of  cystine  on 
hydrolysis.  The  average  elementary  composi- 
tion of  wool  keratin  is  approximately  as  follows  : 
C,  61  ;  H,  7  ;  0,  21 ;  N,  17  ;  S,  4  p.o. 

Sulphur  is  the  most  variable-  constituent  and 
ranges  from  2-5  to  4-5  p.c.  Raikow  (Chem. 
Zfeit.  1905,  29,  900)  found  that  when  wool  is 
kept  for  some  time  in  contact  with  syrupy 
phosphoric  acid,  sulphur  dioxide  is  evolved. 
Baudisch  {ibid.  1908,  32,  620)  confirmed  this 
result  and  also  showed  that  the  sulphur  of  wool 
is  partly  oxidised  to  sulphur  trioxide  by  the 
action  of  hydrogen  peroxide.  The  experiments 
indicate  that  some  of  the  sulphur  is  in  direct 
combination  with  oxygen  and  is  probably 
present  in  the  form  of  a  sulphite-like  complex. 
This  conclusion,  however,  has  been  ch  '^nged 
by  Strunk  and  Priess  (Zeitsch.  physiol.  Chem. 
1912,  76,  136). 

Sohutzenberger  (Compt.  rend.  1878,  86,  767) 
investigated  the  decomposition  of  wool  keratin 
by  solution  of  barium  hydroxide  at  170°,  and 
found  that  100  grms.  of  purified  wool  yielded 
nitrogen  (evolved  as  ammonia),  5-25  grms. ; 
carbon  dioidde,  4-27  grms. ;  oxalic  acid,  5-72 
grms. ;  '  acetic  acid,  3-2  grms. ;  pyrrole  and 
volatile  products,  1-1-5  grm. ;  whilst  the 
residue  consisted  of  leucine,  tyrosine,  and  other 
nitrogenous  substances. 

The  hydrolysis  of  wool  keratin  by  hydro- 
chloric acid  was  studied  by  Abderhalden  and 
Voitinovici  (Zeitsch.  physiol.  Chem.  1907,  52, 
348),  and  it  was  found  that  various  amino 
acids  were  produced  in  the  following  quantities 
P.O. :  glycine,  0-6  ;  alanine,  4-4  ;  valine,  2-8  ; 
leucine,  11-5  ;  tyrosine,  2-9  ;  serine,  0-1 ;  cystine, 
7-3 ;  proline,  4-4 ;  aspartio  acid,  2-3 ;  and 
glutamic  acid,    12-9.     A  comparison   of  these 

;  results  with  those  obtained  by  the  hydrolysis 

.of   the   keratins   of   hair,   horn,   and   feathers 
•  .showed  that  all  these  substances  are  different, 

.and  led  to   the  conclusion   that   keratin  is  a 

I  mixture  of  proteins. 

Purified  wool  contams  1-2  p.o.  of  mmeral 

•  constituents.    The   following   analyses   of   the 


ash  of  a  sample  of  Lincoln  wool  are  due  to  ' 
Bowman.     The     wool,     after     being     scoUred, 
washed,  and  dried,  yielded  1  p.c.  of  ash,  of  which 
75  p.o.  was  soluble  in  water. 

Whole  Soluble  Insoluble 

Potassium  oiide  KjO  .  31-1  42-3  trace 

Sodium  DSide  NajO  .     8-2  17-3  trace 

Calcium  oxide  CaO   .  .   16-9  4-5  51-2 

Alumina  AljO,          ,  .1  .. 

Ferric  oxide  FcjO,   .  ./^^^  ^°  "^^  ' 

SiHcaSiOa        .         .  .5-8  4-1  11-1 

Sulphur  trioxide  SO3  .  20-5  24-8  trace 

Cailjon  dioxide  00.^  .     4-2  3-4  — 

Phosphorus  pentoxidoP20  5  trace  trace  trace 

Chlorine           .         .  .  trace  trace.  — 

100-0     1000    1000 

Scoured  wool  usually  contains  about  13-14 
p.o.  of  water.  The  fibre  is  hygroscopic  and  the 
amount  of  moisture  present  therefore  varies  a 
good  deal  with  the  state  of  the  atmosphere. 
On  this  account,  it  is  the  custom  for  the  moisture 
in  a  consignment  of  wool  to  be  estimated  before 
sale,  and  the  true  selling  weight  calculated  on  a 
certain  standard  percentage  of  moisture,  the 
so-called  '  regain.'  The  standard  adopted  at 
Bradford  and  Manchester  for  scoured  wools  is 
16  p.c.  of  the  weight  of  the  dried  fibre. 

Wool  is  very  susceptible  to  attack  by  dilute 
alkali  hydroxide  and  is  easily  dissolved  by  a 
boiling  5  p.c,  solution  of  sodium  hydroxide. 
This  reaction  is  employed  for  estimating  the 
amount  of  wool  in  a  material  composed  of  a 
mixture  of  this  fibre  and  cotton.  When,  how- 
ever, wool  is  treated  at  the  ordinary  temperature 
with  a  strong  solution  of  sodium  hydroxide 
(sp.gr.  1-4-1-5),  the  fibre  is  not  destroyed,  but 
becomes  white  and  lustrous,  acquires  a  '  scroop  ' 
(the  grating  sound  caused  by  rubbing  the  fibre) 
resembling  that  of  silk,  shows  a  greater  affinity 
for  dyestuffs,  and  increases  in  strength  to  an 
extent  of  about  30  p.c.  Wool  treated  in  this 
manner  is  said  to  be  mercerised.'  The  process 
results  in  the  removal  of  a  large  proportion  of 
the  sulphur ;  Matthews  found  that  a  sample  of 
wool,  originally  containing  3-42  p.c.  of  sulphur, 
retained  only  0-53  p.o.  after  being  mercerised. 

Strong  solutions  of  potassium  and  sodium 
carbonate  at,  high  temperatures  cause  the 
disintegration  of  the  fibre ;  but  weak  solutions  at 
moderate  temperatures  are  not  injurious,  and 
are  extensively  used  in  the  scouring  process. 

By  boiling  purified  wool  with  solution  of 
barium  hydroxide,  removing  the  excess  of  the 
reagent  with  carbon  dioxide,  and  adding  solution 
of  lead  nitrate,  a  precipitate  is  produced^  which 
on  treatment  with  hydrogen  sulphide  yields  a 
product  termed  '  lanuginio  acid '  (Champion, 
Compt.  rend.  1871,  72,  330).  This  substance 
has  been  re-examined  by  Knecht  (J.  Soc.  Dyers, 
1889,  71),  who  describes  it  as  a  brownish-yellow 
solid  which  dissolves  slowly  in  cold  water  and 
easily  in  hot  water.  Its  aqueous  sohitiou  pre- 
cipitates acid  and  basic  colouring  mattsra  with 
formation  of  coloured  lakes.  Knecht  found  thp 
substance  to  have  the  following  composition  j 
C=4i-61;  H=r7-3I;  N5=10,?fi;  8=3-36  j 
0=31-44.  ,    , 

Wool  is  completely  destroyed  by  strong 
mineral  acids,  bjjt  is  little  affected  by  dilute 
acids.    When  heated  with  dilute  nitric  acid,  th» 
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wool: 


fibie  assumes  a  permanent  yellow  colouf.  If  it 
18  warmed  with  dilute  Gulphuiio  or  hydrochloric 
acid,  it  becomes  harsher  to  the  touch  and 
acquires  an  increased  afSuity  fof  dyes.  The 
resistance  of  wool  to  the  action  of  sulphuric  acid 
enables  it  to  be  qua,ntitatively  estimated  in  a 
fabric  composed  of  a  mixture  ojf  wool  and  cotton 
or  other  vegetable  fibre.  The  fabric  is  steeped 
for  some  hours  in  a  mixture  of  equal  volumes  of 
concentrated  sulphuric  acid  and  water,  with 
the  result  that  the  vegetable  fibre  is  destroyed, 
whilst  the  wool  is  not  attacked  and  can  be 
collected,  washed,  dried,  and  weighed. 

Nitrous  acid  seems  to  diazotise  the 'amino 
groups  of  wool  keratin.  Wool  which  has  been 
treated  with  this  reagent  is  harsh  to  the  touch, 
non-hygroscopic,  and  assumes  various  colours 
when  brought  into  contact  with  alkaline  solutions 
of  certain  phenols. 

Wool  is  very  little  affected  by  dry  chlorine, 
but  is  decomposed  by  the  gas  in  presence  of 
moisture.  The  fibre  is  capable  of  absorbing 
chlorine  from  weak  solutions  and  becomes 
harsh,  acquires  a  'scroop,'  loses  its  felting 
properties,  thus  becoming  '  unshrinkable,'  and 
also  acquires  an  increased  afSnity  for  colouring 
matters. 

For  further  information,  reference  should  be 
made  to  Bowman's-  Structure  of  the  Wool 
Kbre,  or  to  Matthews'  Textile  Kbres.     E.  G. 

WOOL  BLACK,  v.  Azo-  coloueing  matters. 

WOOL  OILS.  Under  the  trade  term  '  wool 
oils  '  or  '  cloth  oils  '  are  comprised  all  those  oUs 
that  are  used  by  woollen  manufacturers  for 
lubricating  the  wool  before  spinning,  or  for  oiling 
the  rags  before  '  grinding  '  and  '  pulling." 

The  best  wool  oils  consist  of  pure  fatty  oils, 
such  as  olive  oil,  lard  oil,  neat's  foot  oil.  Besides 
these,  oleic  acid  ('  saponification  oleine '  or 
'  saponified  oleine,'  '  distillation  oleine '  or 
•distilled  oleine '  {see  Saponipication))  is  used 
largely  as  a  cheaper  kind  of  wool  oil. 

The  tendency  to  produce  cheap  wool  oils, 
especially  those  for  use  with  the  lowest  textile 
goods,  has  led  to  the  employment  of  'distilled 
grease  oleine,'  and  even  '  waste  oils,'  such  as 
'^ black  recovered  oil,'  'seek  oil,'  and  'brown 
grease  oil.'  The  last-named  oils  contain  con- 
siderable amounts  of  unsaponifiable  matter. 
Besides  these  oils  there  are  found  in  commerce 
lajge  quantities  of  '  manufactured  oils,'  repre- 
senting blends  of  the  above-named  wool  oils,  as 
also  blends  containing  mineral  oils.    X'or  the 


examination  of  wool  oil  see  Lewkowitsch,  Chem, 
Techn.  iii.  77.  _  .  J-  L. 

WOOL    SCARLET    v.    Azo-     coloubikci 

MATTEBS. 

WOOTZ.    An  Indian  name  for  steel. 

WORMSEED  e.  Santonica. 

WORMSEED,  OIL  OF,  v.  Oils,  essential. 

WORMWOOD.  The  leaves  and  tops  of 
Artemisia  Absinthium  (Linn.)  contain  a  volatile 
oil,  dbainthol  (g.v.)  and  a  bitter  principle, 
(Asinihin  {g.v.).  Wormwood  is  a  bitter  stomachic 
tonic,  and  is  used  in  medicine  as  a  remedy  for 
atonic  dyspepsia,  and  as  an  anthelmintic. 

WORT  V.  Bbewdtq. 

WOURALI,    WOURARA,    WOURARI     ». 

CXTBABA.         

WULFENITE  {GeWbleierz  Molyhdanbleispat, 
Ger.).  A  mineral  consisting  of  lead  molybdate 
PbMoOj  crystallising  in  the  tetragonal  system 
(hemimorphic-tetratohedral  class)  and  isomer- 
phous  with  scheelite  (q.v.).  Next  to  molybdenite 
(^.v.)  it  is  the  most  abundant  of  the  few  minerals 
containing  molybdenum.  It  has  been  found  in 
some  quantity  at  Bleiberg  in  Carinthia,  and  at 
several  places  in  Arizona,  Nevada,  and  Utah, 
often  as  beautifully  crystallised  specimens  of 
rich  yellow  or  red  colours.  L.  J.  S. 

WURTZITE.  A  native  form  of  zinc  sulphide 
(ZnS)  crystallising  in  the  hexagonal  system,  and 
thus  dimorphous  with  the  more  conunon  cubio 
mineral  blende  {q.v.).  It  Wa,s  described  from 
Oruro  in  Bolivia  by  C.  Friedel,  and  named  after 
the  French  chemist  C.  A.  Wurtz  (1817-1884). 
Crystals  are  hemimorphic  and  very  like  those  of 
zincite  (ZnO,  q.v.) ;  but,  as  a  rule,  the  mineral 
forms  fibrous  masses.  Much  fibrous  and  shelly 
blende  which  is  optically  birefringent,  and 
known  by  the  names  spiauterite  '  and '  Schalen- 
blende,'  really  belongs  to  this  species;  and  it 
sometimes,  no  doubt,  forms  an  important  .part 
of  massive  zinc  sulphide  ore.  The  phosphores- 
cence shown  bythe  mineral  when  struckhas  often 
been  observed  by  miners.  The  hexagonal  zinc 
sulphide  used  for  coating  phosphorescing  screens 
in  Bontgen  ray  work  is  the  artificially  prepared 
material.  This  was  first  obtayied  by  J.  Dttro- 
cher  in  1851,  by  E.  H.  Sainte-Qaire  JDeville  and 
L.  Troost  in  1861,  and  more  successfully  by  T. 
Sidot  in  1866  (Compt.  rend.  62,  999 ;  63, 
188).  Sidot  obtained  long, '  colourless  and 
transparent,  hexagonal  prisms  by  subliming 
blende  in  a  current  of  sulphur  dioxide. 

L.  J.  S. 


XANTHEIN.  The  name  applied  by  Fremy 
and  Cloez  to  the  soluble  yellow  colouring  matter 
of  flowers. 

xanthene  colouring  matters,  a 

name  sometimes  applied  to  the  dyestufis  con- 

taining  the  group  |      {  and  including  the  pyro- 
AqA 


ninM,  qolpuring  matters  and  triphenylmethane 
colouring  matters  {q.v.). 

XANTHIC  ACIDS  {Alkyhxydithiocarbonie 
acids)  BO-CS-SH,  may  be  prepared  by  dissolving 
sodium  in  the  required  pure  dry  alcohol  and 
adding  the  calculated  quantity  of  dry  carbon 
disulpnide,  the  mixture  being  stirred  and  cooled. 
In  this  way  a  sodium  xanthate  is  formed,  which, 
on      treatment     with     dilute    sulphuric     oi 
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hydrochloric  acid,  yields  tlie  free  xanthio  acid 
(Bagg,  Chem.  Zeit.  1908,  32,  030,  654,  677  :  ibid. 
1910,  34,  82). 

Xanthic  acid  (ethoxydithiocarionic  acid)  is 
a  colourless,  transparent,  heavy  oil,  insoluble  in 
water  and  decomposing  at  24°  into  alcohol  and 
carbon  disulphide.  It  forms  a  large  number  of 
metallio  salts.  The  sodium  or  potassium  salts 
when  treated  with  a  copper  salt  yield  cuprous 
xanthate  and  ethyldioxythiocarboiiate  (dixanthogen) 
thus :   , 

4NaSCS-OEt+2CuSOj 

=Cu2(S-CS-OEt)2+S2(CS-OEt)j+2Na;,SOi. 

The  cuprous  salt  is  yellow,  and  it  is  this  reaction 
which  led  to  the  adoption  of  the  name  for  these 
salts.  When  the  metallic  xanthates  are  heated 
to  350°  they  decompose  mth.  evolution  of  hydro- 
gen sulphide,  carbon  dioxide,  and  small  quan- 
tities of  combustible  gases  containing  carbon 
monoxide.  Amongst  the  liquid  products  are 
carbon  di-  and  oxy-sulphide,  ethyl  hydrogen 
sulphide,  ethyl  mono-  and  disulphide,  and  ethyl 
alcohol,  but  in  the  case  of  the  silver  and  nickel 
salts,  the  liquid  product  consists  of  almost  pure 
ethyl  xanthate  and  the  dry  distillation  of  the 
nickel  salt  is  recommended  for  the  preparation 
of  the  ethyl  salt  (He'bert,  Compt.  rend.  1911, 152, 
869). 

J?otassium  propylxanthate  has  been  pro- 
posed as  a  reagent  for  cobalt  and  nickel  salts ; 
with  the  latter  it  yields  a  yellow  precipitate, 
whilst  with  the  former  a  green  precipitate  is 
formed.  In  dilute  solutions  the  nickel  is  pre- 
cipitated before  the  cobalt.  Potassium  methyl 
xanthate  is  also  a  good  reagent  giving  with  nickel 
a  soluble,  with  cobalt  an  insoluble,  salt  in 
ammonia  (Ferrer  Hernandez  and  Campo  y  Cerdan, 
Anal  Fis.  Quim.  1911,  9,  173). 

When  sodium  or  potassium  alkyl  xanthate 
is  treated  with  chloraoetyl  carbamides,  the 
following  products  are  obtained :  chloracetyl 
carbamates,  arylamines,  xanthylacetyl  carba- 
mides, ethyl  carbamates,  and  arylamides  (Fre- 
riehs  and  Rentschler,  Arch.  Pharm.  1906,  244, 
77). 

The  esters  of  xanthio  acid  and  its  homologues 
may  be  obtained  by  treating  the  alkali  salts 
with  alkyl  halide.  They  are  volatile  liquids 
which  react  with  alkali  alkoxides  thus  ; 

ROCSj-R-l-R'OK-fHjO 

=R'0-COSK+R-OH+R-SH 

(Salomon,  Ber.  1875,  8,  1507 ;  .Wallach,  ibid. 
1880, 13,  530). 

When  treated  with  ammonia  they  yield 
mercaptan  and  xanihamides  (alkylthiocarba- 
mates)  RO-CS-NHj.    The  ethyl  salt 

CjHjOCS-NHj, 

which  is  known  as  xanthimide,  has  m.p.  40°-41° 
(Debus,  Annalen,  1850,  75,  128 ;  ibid.  1852,  82, 
262;  Salomon,  J.  pr.  Chem.  1874,  [ii.]  8  115; 
Rosenheim  and  Stadler,  Zeitsch.  anorg.  Chem. 
1906,  49,  1).  p 

Xanthio  derivatives  of  certaki  darbohydratea 
such  as  starch,  have  been  prepared  by  first 
saturating  the  dry  powdered  carbohydrate  with 
carbon  disulphide  and  then  adding  the  required 
quantity  of  caustic  soda  solution  (Fr.  Pat. 
370505,  1906 ;    J.  Soo.  Chem.  Ind.  1907,  267). 


For  other  literature,  see  Tschugaeff,  Ber.  1900, 
33,  735;  Bull.  Soc.  chim.  1901,  [iii.]  26,  184, 
298,  502  ;  L^uokart,  J.  pr.  Chem.  1890,  [ii.]  41, 
179 ;  Holmberg,  ibid.  1905,  [ii.]  71,  264 ;  BiU- 
mann,  Annalen,  1906,  348,  133. 
XANTHINE,  2 : 6-dioxypuruiB 

NH— CO 
00     CV-NH.. 


>H 


NH— C N-^ 

was  discovered  in  1817  by  Marcet  in  a  urinary 
calculus  and  called  '  xanthic  oxide,'  because  of 
the  yellow  residue  it  left  when  evaporated  to 
dryness  with  nitric  acid.  Wohler  and  Liebig 
analysed  the  compound,  which  they  isolated 
from  another  calculus,  and  found  that  it  differed 
from  uric  acid  in  containing  one  atom  of  oxygen 
less  in  the  molecule  (Annalen,  1838,  26,  340). 
It  occurs  in  guano  (Strecker,  ibid.  1861,  118, 
157),  to  a  small  extent  in  urine,  10,000  litres 
contain  10-11  grms.  (Kriiger  and  Salomon, 
Zeitsch.  physiol.  Chem.  1898,  24,  371 ;  26,  367) ; 
in  the  muscles,  liver,  spleen,  pancreas,  thymus 
and  brain  (Micko,  Zeitsch.  Nahr.  Genussm.  1903, 
6,  781 ;  1904,  7,  257).  It  is  also  found  in  the 
actively  growing  tissues  of  plants,  in  yeast,  tea, 
and  seedlings  of  lupins  and  malt ;  and  has  been 
isolated,  together  with  other  purine  bases,  from 
the  soil  (Sohreiner  and  Shorey,  J.  Biol.  Chem. 
1910,  8,  385). 

Synthesis.  Xanthine  can  be  prepared  by 
heating  2 : 6 : 8-trichlorojpurine  with  ~  sodium 
ethoxide,  and  reducing  the  2 : 6-diethoxy-8- 
ohloropurine  either  directly  by  hydrogen  iodide, 
or  after  preliminary  hydrolysis,  to  2 :  6-dioxy-8- 
chloropurine  (Fischer,  Ber.  1897,  30,  2232). 


N=ca 


N=C-OEt 


CIC     C— NH.         -$-EtO-C    C— NH^ 
II     II          \CCI              II     II  \cci 

N— C N<^  N— C N<^ 


NH— CO 
CO      " 


NH— CO 
I         I 
C— NH.  ->  CO     C— NH, 

I         11           >CC1         I         ir  >CH 

NH— C n/  NH— C ^'^ 

Xanthine  is  also  obtained  by  heating  2 : 6- 
di-iodopurine  with  hydrochldrio  acid  under 
pressure  (Fischer,  ibid.  1898,  31,"2550).  Traube 
{ibid.  1900,  33,  1371,  3043)  has  effected  the 
synthesis  of  xanthine  from  oyanacetyl  urea; 
this  is  converted  by  the  action  of  alkalis  into 
4-amuio-2 : 6-dioxypyrimidine  which,  by  the 
action  of  nitrous  acid  and  subsequent  reduc- 
tion, yields  4:5-diamino-2:6-dioxypyrimidin3j 
on  heating  the  sodium  salt  of  the  formyl 
derivative  of  this  compound,  xanthine  is 
obtained  (see  scheme  at  top  of  next  page). 

When  uric  acid  is  reduced  by  nascent  formic 
acid,  it  yields  xanthine.  This  may  be  effected 
by  heating  a  mixture  of  uric  acid,  formic  acid, 
chloroform,  and  alkali  on  the  water  bath ;  or  by 
heating  a  mixture  of  equal  weights  of  urio  acid, 
calcium  formate  and  calcium  hydroxide  in  a 
combustion  furnace  until  evolution  of  gaa 
begins ;  or,  more  simply  and  with  a  yield  of 
30-33  p.c,  by  heating  at  200°  uric  acid  mixed 
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with  oxalic  acid  and  excess  of  glycerol  (Sundvik, 
Zeitsoh.  physiol.  Chem.  1897,  23,  476  ;  1898,  26, 
131  ;  1912,  76,  486  ;  Skan.  Aioh.  Physiol.  1911, 
25,  256). 

The  following  technical  preparation  of 
xanthine  from  thioxanthine  is  described  by 
C.  F.  Boehringer  and  Soehne,  D.R.PP.  141974, 
142468,  143725.  An  alkaline  solution  of  t«ouric 
acid  absorbs  sulphuretted  hydrogen,  forming  a 
salt  of  7-thio-i)(-uric  acid,  wluch  is  converted  by 
boiling  with  mineral  acids  into  thioxanthine 
(2  :  6-dioxy-8-thiopurine) ;  or  the  thioxanthine 
may  be  prepared  by  warming  4 : 5-diamino- 
2 :  6-dihydroxypyrimidine  with  carbon  disul- 
phide  and  potassium  hydroxide.  On  oxidising 
thioxanthine  by  means  of  nitrous  acid,  hydrogen 
dioxide  in  alkaline  solution  or  manganese 
dioxide  in  neutral  solution,  it  is  converted  into 
xanthine. 

Xanthine  is  most  conveniently  prepared 
from  guanine  by  the  action  of  nitrous  acid,  or 
more  readily  and  with  a  yield  of  60-70  p.c,  by 
heating  in  a  reflux  apparatus  for  32  hours  with 
25  p.c.  hydrochloric  acid  (Kscher,  Ber.  1910,  43, 
805) 

NH CO'G-NH.  NH-CO-C— NH, 

I                 II           >0H->|            II  \CH 

C(NH2):N-C N^  CO-NH-C N^ 

Properties.  Xanthine  crystallises  with  one 
molecule  of  water  which  it  loses  at  125°-130°, 
forming  a  colourless  micro-crystalline  powder 
tliat  acquires  a  waxy  lustre  by  friction  (Wohler 
and  Liebig,  I.e.) ;  it  dissolves  in  14,151  parts  of 
water  at  16°  or  1300-1500  parts  at  100°,  and  is 
insoluble  in  alcohol  or  ether.  It  dissolves 
readily  in  solutions  of  sodium  or  potassium 
h3-droxides  or  in  ammonia,  but  is  precipitated 
from  the  solution  by  acids,  even  carbon  dioxide. 
Xanthine  sublimes  slightly  when  heated,  but 
decomposes  without  melting,  yielding  carbon 
dioxide,  ammonia,  hydrocyanic  acid  and 
cyanogen. 

Xanthine  is  oxidised  by  chlorine  oxides  or 
chlorine  water,  yielding  alloxan  and  urea 
(Fischer,  Annalen,  1882,  215,  253). 

Detection  and  estimation.  Xanthine  gives 
the  murexide  reaction  when  evaporated  to 
dryness  with  chlorine  water  or  hydrochloric  acid 
and  potassium  chlorate  and  the  residue  moist- 
ened with  ammonia  solution  ;  this  is  commonly 
called  '  Weidel's  test '  for  xanthine,  although 
this  author  described  it  as  a  test  for  hypo- 
xanthine  (Annalen,  1871,  158,  366),  and  Kossel 
showed  that  the  reaction  was  due  to  the  presence 
of  xanthine,  pure  hypoxanthine  not  responding  to 
the  test  (Zeitsoh.  physiol.  Chem.  1882,  6,  431). 

Xanthine  dissolves  in  hot  nitric  acid  without 
evolution  of  gas,  and  the  yellow  residue  obtained 
on  cautious  evaporation  of  the  acid  solution 
turns  reddish-yellow  on  addition  of  sodium  or 
potassium  hydroxide  and  changes  to  reddish- 
violet  on  heating.  If  ammonia  be  used  instead 
of  the  alkali  hydroxides,  no  violet  colour  is 


produced,  and  this  test  distinguishes  xaiilhina 
from  uric  acid  which  gives  the  murexide  re- 
action when  similarly  treated. 

If  dry  xanthine  be  sprinkled  on  an  alkaline 
solution  of  bleaching  powder,  each  particle 
becomes  surrounded  with  a  dark  green  ring  or 
scum  which  quickly  changes  to  brown^  and 
finally  disappears.  Xanthine  develops  &  red 
colour  when  added  to  an  alkaline  solution  of 
diazobenzenesulphonio  acid. 

Xanthine  can  be  estimated  by  precipitating 
the  insoluble  silver  compound  by  means  of 
silver  nitrate  from  an  ammoniafcal  solution, 
and  estimating  the  nitrogen  present  in  the  care- 
fully washed  precipitate  by  the  Kjeldahl  method  ; 
or  the  silver  may  be  estimated  gravimetrically 
or  volumetrically. 

For  the  separation  of  xanthine  from  the 
purine  bases  in  urine  or  extract  of  tissues,  see 
Abderhalden's  Handbuoh  der  Biochemischeu 
Arbeitsmethoden,  vol.  iii.  part  2,  p.  894. 

Salts  and  derivatives.  Xanthine  forms  com- 
pounds with  certain  metallic  oxides  and  salts, 
the  compound  with  silver  oxide 

CsH.OaNi-Ag.O 
is  a  flocculent  precipitate  obtained  by  precipi- 
tating an  ammoniacal  solution  of  xanthine  with 
ammoniacal  silver  nitrate ;  with  silver  nitrate 
OjHiOjNj-AgNOj  a  flocculent  precipitate  pre- 
pared by  mixing  a  nitric  acid  solution  of  xan- 
thine with  silver  nitrate  solution  ;  the  compound 
with  lead  CjHjOzNjPb  is  white  and  crystal- 
line ;  and  the  compound  with  barium  hydroxide 
C5Hj02N4'Ba(OH)2  is  sparingly  soluble.  Xan- 
thine forms  crystalline  salts  with  the  mineral 
acids  which  are  generally  readily  hydrolysed  by 
solution  in  water ;  the  sulphate 

C5H402N4-H2SOj,H20 

crystallises  in  pearly  rhombic  plates  from  hot 
strong  sulphuric  acid,  or  in  microscopic  needles 
from  dilute  acid  ;  the  hydrochloride 

CsHjO^Nj-Ha 

crystalUses  in  warty  masses ;  the  nitrate 
CjH^OjNj-HNOs  is  precipitated  as  a  heavy 
crystalline  powder,  when  a  warm  solution  of 
xanthine  in  sodium  hydroxide  is  added  to  a  cold 
solution  of  nitric  acid  (2:3);  the  periodide 
C5HiOjN4'HI-l3  forms  characteristic  green 
crystals  from  alcohol  (Liuarix,  J.  Pharm.  Chim. 
1909,  [vi.]  30,  241). 

Xanthine-i-diazobenzensulphonic  acid 
(C5H,OjN3)N-N :  N-C,H.-SO,H 
dark  red  crystalline  needles  that  do  not  decom- 
pose at  265°,  soluble  in  water  or  alkalis,  insoluble 
in  ether,  sparingly  soluble  in  alcohol  (Burian, 
Ber.  1904,  37,  703). 

8-Ohloroxanthine  CjHjCIOjN,,  obtained  by 
hydrolysin^  2  :  6-diethoxy-8-chloropurine  with 
hydrochloric  acid,  forms  a  sparingly  soluble 
crystalline  powder  that  blackens  without  melt- 
ing when  heated  (Fischer,  Ber.  1887,  30,  2236), 
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S-Sromoxanthtne  C.HjBrO^N^  obtained  by 
ttireot  brominatioB  at  100°,  or  by  the  action  of 
nitrous  acid  on  bromoguanidine  ;  is  a  crystalline 
powder,  uisoluble  in  cold,  sparingly  soluble  in 
hot  water,  insoluble  in  alcohol  or  ether,  and 
decomposes  without  melting  (Kscher  and  Reese 
Annalen,  1883,  221,  343). 

8-Thioxanthine  CtH3(SH)02N4,  obtained  by 
heatme  8-bromoxanthme  with  potassium  hydro- 
gen sulphide  solution  in  a  sealed  tube  at  120° 
(Fischer,  Ber.  1898,  31,  433),  or  by  methods 
already  referred  to  in  the  description  of  the 
synthesis  o^  xanthine :  is  a  colourless  heavy 
crystalline  powder  that  blackens  without 
melting  on  being  heated,  sparingly  soluble  in 
concentrated  hydrochloric  acid  and  readily 
soluble  in  alkahs. 

NH-CH,-C— NH. 

Deoxyxanthtne      |  ||  >CH     ob- 

CO-NH-C N^ 

tained  by  the  electrolytic  reduction  of  xanthine 
dissolved  in  sulphuric  acid,  using  lead  electrodes  ; 
forms  colourless  crystals  that  decompose  with- 
out melting  after  becoming  brown  at  250° 
(Tafel  and  Ach,  Ber.  1901,  34,  1166).  It  is  very 
readily  hydrolysed  when  gently  heated  with 
acids,  yielding  carbon  dioxide,  ammonia  and 
6-aminomethyl-4-iminazolone 
CHj(NHj)CH-NH, 

CO— N'<**' 
(Tafel  and  Mayer,  Ber.  1908,  41,  2546). 

M.  A.  W. 

XANTHINE  (CHRYSANILINE)  v.  Acridine 
dyestufm. 

XANTHOCREATININE,  CRUSOCREATININE 
and  AMPHICREATININE  are  the  chief  membersof 
the  creatinineleucomaines  isolated  by  Gautierf  rom 
the  muscles  of  large  animals  ;  they  are  alkaloidal 
in  properties,  and  when  administered  to  animals 
act  more  or  less  powerfully  on  the  nerve  centres 
inducing  sleep,  and  in  some  cases  vomiting  and 
purging  in  a  manner  similar  to  the  alkaloids  of 
snake  poison.  These  bases  are  formed  during 
life  and  occur  in  the  urine,  saliva,  and  various 
glandular  secretions  (J.,  Pharm.  Chim.,  [v.]  13, 
354,  401). 

Xanthocreatinine  CjHijONj  is  the  most 
abundant  of  the  creatinine  leueomaine  group  of 
bEisea.  It  was  extracted  from  muscle  by 
Gautier  and  also  by  Monari  (Gazz.  chim.  ital. 
1887,  16,  538)  and  from  the  urine  of  the  lion  by 
Colosanti  {ibid.  21,  ii.  188).  In  chemical  proper- 
ties it  closely  resembles  creatinine  from  which  it 
differs  in  empirical  constitution  by  CHjN.  It 
crystallises  in  light  sulphur-yellow  spangles, 
which  have  a  slightly  bitter  taste  and  an  odour 
similar  to  that  of  crude  aoetamide.  The  base  is 
soluble  in  cold  water  and  can  be  crystaUised 
from  boiling  alcohol.  It  is  amphoteric  in  charac- 
ter, turning  blue  Utmus  red  and  red  litmus  blue. 
It  forms  a  salt  with  hydrochloric  acid  which 
yields  soluble  crystalline  double  salts,  with  the 
chlorides  of  gold,  platinum,  mercury  and  zinc. 
The  latter  compound  has  the  formula 
(C5H,„N,0)jZna,. 

Crueocreatinine  CtHgON,,  crystaUises  in 
orange-yellow  crystals,  is  feebly  alkaline  towards 
litmus  paper  and  has  a  slightly  bitter  taste.  It 
forms  a  crystalline  non-deliquescent  hydro- 
chloride, which  yields  crystalline  double  salts 
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with  platinio,  auric  and  zinc  chlorides  respec- 
tively. 

Amphicreatinine  CgHuO^N,  crystaUises  from 
boiling  water  in  bright,  pale  yellow  prisms  and 
IS  less  readily  soluble  than  either  of  the  two 
preceding  bases.  When  heated  at  110°  the 
crystals  become  colourless  and  opaque  without, 
however,  changing  their  form.  It  forms  a 
crystalline  hydrochloride.  The  plalinochloride  ia 
soluble  in  water,  and  insoluble  in  alcohol  and 
crystaUises  in  lozenge-shaped  plates,  and  the 
aurichloride  is  very  readily  soluble  and  crystal- 
lises in  microscopic  hexhahedral  and  tetrahedral 
crystals. 

XANTHONE  AND  XANTHONE  COLOURING 
MATTERS.  Xanthone,  Diphenylenekeione  oxide, 
Benzophenone  oxide,  Carbonyldiphenylene  oxide, 
OiaHgOa,  was  first  prepared  by  Kolbe  and 
Lautemann  (Annalen,  1860,  115,  197)  by  the 
action  of  phosphorus  oxychloride  on  sodium 
salicylate,  and  has  been  subsequently  obtained 
from  saUcyUc  acid  and  its  derivatives  by 
the  employment  of  various  dehydrating 
agents.  The  most  convenient  method  consists 
in  distilling  a  mixture  of  acetic  anhydride  and 
saUcyUo  acid  (Perkin,  Cihem.  Soc.  Trans.  1883, 
43,  35 ;  cf.  also  Graebe,  Annalen,  254,  265), 
when  the  higher  boiling  fraction,  on  cooling,  de- 
posits crystals  of  xanthone.  Phenyl  salicylate 
(Siefert,  J.  pr.  chem.  [ii.]  31,  472)  by  long 
digestion  at  the  boiling  temperature  yields 
xanthone,  and  it  is  also  produced  when  salicylic 
acid  phenylether  COOH-CeH^-O-CjHj  is  warmed 
with  sulphuric  acid  (Graebe,  Ber.  21,  503). 
Other  methods  of  this  type  have  been  de- 
scribed by  Richter  (J.  pr.  chem.  [ii.]  28,  275), 
Jeiteles  (Monatsh.  17,  66),  Staedel  (Annalen, 
283,  179),  Goldschmiedt  (Monatsh.  4,  123). 
and  Klepl  (J.  pr.  chem.  [ii.]  28,  217). 
For  the  theory  of  xanthone  formation  the 
paper  of  Strohbach  (Ber.  34,  4136)  should  be 
consulted.  UUmann  and  Zlokasoff  [ibid.  1905, 
2111),  by  the  interaction  of  sodium  phenoxide 
and  sodium  o-cblorbenzoate  in  presence  of 
copper  powder,  obtained  o-phenoxybenzoic  acid 
(1)  which,  by  eUmination  of  water,  passes  into 
xanthone  (2). 

,/\/0\/\      ,^   /\^0\/,\ 
(1     I.       InnnJ.       .1      (2)1       1  J     - 
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and  this  method  is  generally  appUcable  for  the 
production  of  xanthone  derivatives. 

Xanthone  crystallises  in  long  colourless 
needles,  m.p.  173°-174°,  and  dissolves  in  sul- 
phuric acid  to  form  a  blue  fluorescent  Uquid. 
By  distiUation  with  zinc  dust  or  by  the  action 
of  fuming  hydriodic  acid  at  160°,  it  is  converted 
into  xanihcne  (methylene  diphenylene  oxide) 

from  which  by  oxidation  with  chromic  acid, 
xanthone  can  be  reproduced  (Merz  and  Weith, 
Ber.  14,  192).  Boiling  aloohoUc  soda  and  zino 
dust  gives  xanthydrol  (Meyer  and  Laub,  Ber.  26, 
1276), 

^vAcH-(OH)/\/ 
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zinc    dust    and     acetic    acid    dioxyxanthyhne  I 
(Gurgenjanz  and  v.  Kostaneoki,  Ber.  28,  2310), 

C„H,<g>C.H. 

whereas  by  fusion  with  alkali  xanthome  acid 
(dihydroxydiphenylene  ketone)  CO(CeH4{OH))2 
is  obtained. 

a-Diniiro-xanthone,  m.p.  190°  (Richter,  I.e. ; 
Graebe,  I.e.),  b-dinitroxanthone,  m.p.  262°  (Porkin, 
Chem.  Soo.  Trans.  43,  189),  a-diamino-xanthone, 
m.p.  209  (G),  b-diaminoxanthone  (P),  xanthonedi- 
sulphonic  acid  (P.),  monobromixanthone,  m.p. 
125°-127°  (G.),  dibramxanthone,  m.p.  212°  (P.), 
thioxantlume,  m.p.  209°  (Graobe  and  Sohultess, 
Annalen,  263,  8),  xanthone  phenylimine,  m.p. 
134°-135°  (Graebe  and  Roder,  B|gr.  32,.  1689), 
xanthmeoxime  (G.  and  R.),  xantMone,  m.p.  156° 
(G.  and  R.) 


o<c:i:>cs 


and  ditJiioxanihone 


'CjHj 


s<c:h:>cs 

(Meyer  and  Szanecki,  Ber.  33,  2580)  have  been 
described. 

Special  interest  is  attached  to  the  hydroxy- 
xanthones  in  that  certain  natural  representatives, 
euxanthone  and  gentisin,  are  included  in  this 
■  group.  A  general  method  for  the  preparation 
of  these  compounds  consists  in  distilling  a 
mixture  of  a  phenol,  and  an  o-hydroxycarboxylic 
acid  with  acetic  anhydride,  and  this  has  been 
employed  in  numerous  sjmtheses.  In  this 
manner  1-hydroxyxanthone  (Michael,  Amer.  Chem. 
Soc.  5,  91 ;  Graebe,  Annalen,  64,  290),  m.p. 
146°-147°,  2-hydroxyxanihone  (v.  Kostaneoki 
and  Rutishauser,  Ber.  25,  1648),  m.p.  231°, 
i-hydroxyxanthone  (K.  and  R.),  m.p.  224°,  3- 
hydroxyxanthone  (v.  Kostanecki  and  Nessler, 
Ber.  24,  3981),  m.p.  242°,  S:S:dihydroxyxanthone 
{iaoeuxanthone]  (v.  Kostanecki,  ibid.  18,  1986), 
m.p.  243°,  2:5-dihydroxyxantbone  (y.  Kostanecki, 
ibid.  27,  1991),  m.p.  280°,  gentisein  (1:3: 7-tri- 
hydroxyxanthone)  (v.  Kostanecki,  Monatsh.  12, 
207),  and  etucantJwne  (3:5-dihydroxyxanthone) 
(v.  Kostanecki  and  Nessler,  Ber.  24,  3983)  can  be 
prepared.  Whereas  euxanthone  is  the  colouring 
matter  of  Indian  yellow,  gentisein  monomethyl 
ether  is  identical  with  the  gentisin  of  gentian 
root  (see  articles).  According  to  Tschiioh  and 
Polaoco  (Arch.  Pharm.  1900,  238,  459),  rhamno- 
citrin,  a  yellow  colouring  matter  which  is  present 
in  the  berries  of  the  JShamnus  cathartica  (L.)  is 
proljably  a  trihydroxydihydroxanthone  (see 
article  Pbesian  Bekbies).  For  the  preparation 
of  euxanthone  see  also  Ullmann  and  Panchaud 
(Annalen,  350,  108).  A.  6.  P. 

XANTHORHAMNIN  j;.   Glucosidbs  ;  Pbe- 

SUN  BEBSIES. 

XANTHORBH(EA  RESINS  or  BALSAMS 
e.  Balsam. 

XENON.    Sym.  X.    At.wt.  130-2. 

An  inert  gas,  discovered  along  with  kryptoo 
in  the  final  residues  obtained  after  evaporating 
considerable  quantities  of  liquid  air  (Ramsay 
and  Travers,  Proc  Roy.  Soo.  1898,  63,  406). 


For  the  separation  of  xenon  from  these  residues, 
V.  Kbyptdn.  Xenon  may  also  be  separated  by 
passing  a  current  of  air  through  a  spiral  tube  filled 
with  glass  wool  and  immersed  in  liquid  air 
(Dewar,  ibid.  1901,  68,  360).  Xenon  occurs  in 
the  gases  evolved  from  many  thermal  springs 
(Moureu  and  Lepape,  Compt.  rend.  1909,  149, 
1171).  ^     ^ 

Xenon  is  the  least  volatile  and  least  abundant 
of  the  inert  gases  which  exist  in  the  atmosphere, 
being  present  only  to  the  extent  of  1  part  in 
170  million  parts  of  air  by  volume  (Ramsay, 
Proc.  Roy.  Soc.  1903,  71,  421  ;  1908,  80,  A, 
599).  It  boils  at  —109-1°,  at  which  temperature 
its  density  is  3-063  and  its  atomic  volume  42-7. 
The  critical  temperature  is  4-16-6°,  the  critical 
pressure  58-2  atmospheres,  and  the  critical 
density  1-115  grms.  per  o.o.  The  'rectihnear 
diametei '  is  given  by  the  equation 

D,  =  1-205  -  0003055< 
where  D,  =  mean  density  of  liquid  and  saturated 
vapour  at  t°C.  (Patterson,  Cripps  and  Whytlaw- 
Gray,  Proc.  Roy.  Soo.  1912,  A,  579).  At  the 
temperature  of  liquid  air  xenon  readily  soUdifies 
(Ramsay  and  Travers,  Proc.  Roy.  Soo.  1901, 
67,  329). 

At  N.T.P.  1  litre  of  xenon  weighs  6-851 
grms.;  its  density  is  therefore  65-35  (0=16) 
(Moore,  Chem.  Soc.  Trans.  1908,  93,  2181; 
Watson,  ibid.  1910,  97,  833).  The  retractive 
index  at  N.T.P.  for  the  green  mercury  line 
(\=5461)  is  1-0007055  (Cuthbertson  and  Cuth- 
bertson,  Proc.  Roy.  Soo.  1908,  81,  A,  440; 
1910,  84,  A,  13).  At  20°  the  absorption  coeffi- 
cient is  0-1109  (Antropoff,  ibid.  1910,  83,  A, 
474).  For  the  spectrum  of  xenon  v.  Baly, 
(Phil.  Trans.  1903,  A,  202,  183) ;  Livemg  and 
Dewar  (Proc.  Roy.  Soc.  1901,  68,  389). 

Xenon  is  monatomio  since  the  ratio  of  its 
specific  heats  is  1-66  (Ramsay). 

XEROFORM,  Trade  name  for  bismuth 
tribromophenoxide  used  as  an  antiseptic,  v. 
Bismuth,  okqanic  compounds  of;  Synthetic 

DRUGS. 

XYLENES,  DimeOiyXbenzenes, 

C,H„  or  C.H,(CH3),. 

A  hydrocarbon  of  the  formula  C^Hiq  (in  reality  a 
mixture)  was  obtained  by  various  investigators 
from  the  fraction  of  coal-tar,  or  of  wood-tar, 
boiling  between  137-5°-142°.  De  la  Rue  and 
H.  ifiiller  isolated  a  similar  substance  from 
Rangoon  tar.  Fittig  (Annalen,  1870,  153,  265) 
showed  that  the  crude  xylene  from  coal  tar 
contained  two  isomeric  hydrocarbons — m-xy- 
lene,  which  he  had  previously  obtained  by  dis- 
tilling mesitylenic  acid 

C.H3(COOH)(CH,)j(l:3:5) 

with  lime ;  and  p-xyhne,  which  he  had  pre- 
pared by  the  action  of  sodium  on  a  mixture  of 
crude  bromotoluene  and  methyl  iodide ;  this 
was  first  prepared  in  a  purer  form  by  Jannasch 
(Annalen,  1874,  171,  79),  by  employing  pure 
p-bromtoluene  in  the  same  reaction.  o-Xy- 
lene  was  first  isolated  from  coal-tar  by  Jacobseu 
(Ber.  1877,  10,  1010),  but  had  previously  been 
obtained  by  Fittig  and  Bieber  (Annalen,  1870, 
166,  230)  by  the  distillation  of  p-xylie  acid 
C,H,(COOH)(CH5)j(l:3:4)  with  iime. 

(>ude  coal-tar  xylene,  containiog  parafBns 
and  other  hydrocarbons,  was  formerly  used  only 
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as  solrent  naphtha.  At  present,  purified  xylene 
IB  employed  in  the  manufacture  of  xylidiue 
scarlet  and  other  a^o-  colours. 

The  xylenes  are  formed,  like  other  methyl 
homologues  of  benzene,  by  the  decomposition  of 
complex  organic  substances  by  heat,  hence  their 
occurrence  in  coal-tar  and  wbod-tar.  The  m- 
compound  b  formed  in  the  largest  quantity  ;  but 
the  relative  proportion  of  the  three  isomerides 
varies  both  with  the  material  distilled  and  with 
the  temperature  at  which  the  distillation  is  con- 
ducted. In  like  manner  xylenes  are  formed, 
together  with  other  hydrocarbons,  when  the 
vapour  of  oil  of  turpentine  is  passed  through  a 
red-hot  tube.  0-xylene,  with  about  5  p.c. 
of  para-xylene,  is  formed  when  methyl  Chloride 
is  passed  into  warm  toluene  containing  aluminium 
chloride.  The  xylenes  are  also  formed  by  the 
distillation  of  the  dimethylbenzoic  acids  with 
lime. 

In  order  to  separate  the  isomerides,  a  com- 
mercial xylene,  boiling  at  about  140°,  and  freed 
from  phenols  and  bases  by  treatment  with  alkali 
and  acid,  is  employed  as  the  starting-point.  If 
only  the  m-  compound,  which  alone  is  of 
technical  importance,  is  required,  the  mixture  is 
boiled  with  dilute  nitric  acid  (1  part  of  commer- 
cial acid  of  sp.gr.  1-4  with  2  parts  of  water); 
the  o-  and  p-  compounds  are  thus  con- 
verted into  acids,  whilst  the  m-  compound  is 
hardly  attacked  (Fittig  and  Velguth,  Aunalen, 
1868,  148,  10).  The  product  is  steam-distilled, 
the  distillate  shakeil  with  alkali  to  free  it 
from  acids  and  nitro-xylenes,  dried,  and 
rectified-.   • 

0.  Jacobsen  (Ber.  1877,  10,  1013 ;  1878,  11, 
17)  has  described  a  method  by  which  the  three 
isomerides  may  be  isolated  from  coal-tar  xylene. 
The  crude  xylene  is  shaken  in  the  cold  with  con- 
centrated sulphuric  acid,  which  dissolves  o- 
and  TO-xylene,  converting  them  into  sulphonic 
acids,  whereas-  p-xylene  is  hardly- -attacked, 
even  on  heating.  In  order  to  obtain  the  o- 
ahd  tn-xylene,  the  acid  solution  is  treated 
with  excess  of  calciuiu '  carbonate,  filtered  from 
calcium  sulphate,  the  filtrate,  containing  the 
calcium  sulphonates,  precipitated  vnth  sodium 
carbonate,  and  the  solution  of  the  sodium 
xylene-sulphonates  concentrated  by  evaporation 
and  allowed  to  crystallise.  Sodium  o- 
xylene-sulphonate  separates,  whilst  the  sodium 
salts  of  two  isomeric  m-xylene-sulphonio  acids 
remain  in  solution.  In  order  to  purify  the  p- 
xylene,  it  is  gently  warmed  with  fuming  sul- 
phuric acid,  in  which  it  dissolves,  leaving 
behind  a  parafiin  and  other  impurities.  The 
three  xylenes  are  then  liberated  from  their 
sulphonic  acids  by  hydrolysis  with  concentrated 
hydrochloric  acid  at  195°  (see  also  Armstrong 
and  Miller,  J.  Chem.  Soc.  1884,  161 ;  Levinstein, 
J.  Soc.  Chem.  Lid.  1884,  354). 

The  hydrocarbons  may,  of  course,  also  be 
regenerated  from  the  sulphonic  acids  by  the 
dry  distillation  of  the  ammonium  salts  alone, 
or  of  the  other  salts  with  dry  ammonium 
chloride. 

A  somewhat  modified  form  of  Jaoobsen's 
separation  which  may  also  te  employed  for  esti- 
mating the  relative  quantities  of  the  isomerides 
in  the  mixture  is  described  by  Crafts  (Compt, 
rend.  1892,  114,  1110;  see  also  Eng,  Pat 
1898). 


Noelting  and  Palmer  (Ber.  1891,  24,  1955) 
have  shown  that  commercial  xylene  contains 
ethylbenzene,  and  that  in  Jacobsen's  method  of 
separating  the  isomerides  the  jj-xylene  is 
obtained  mixed  with  this  hydrocarbon  (see  also 
Moore  and  Roaf,  Proc.  Roy.  Soc.  1905,  B,  77, 
80 ;  Ward,  Proc.  Cambridge  Phil.  Soc.  1906,  IS, 
81 ;  Stohmann,  J.  pr.  Chem.  1887,  [ii.l  35, 
41).  . 

Commercial  xylene  should  have  been  pre- 
viously washed  with  sulphuric  acid,  and  should, 
therefore,  give  only  a  pale-brown  colouration  on 
treatment  with  concentrated  sulphuric  acid. 
■The  boiling-point  of  the  product  should  lie 
within  a  few  degrees  ;  thus  not  more  than  10  p.c. 
should  distil  below  138°,  and  not  more  than  10 
p.c.  above  140-6°,  the  remainder  passing  over 
between  these  two  temperatures. 

The  xylene  of  commerce  is  a  product  of  very 
variable  composition.  The  relative  proportion 
of  the  three  isomerides  varies  in  different 
samples,  and  as  these  three  compounds  have 
almost  identical  boiling-points,  the  boiling-point 
of  such  a  mixture  affords  no  clue  to  its  composi- 
tion. The  value  of  a  commercial  xylene  de- 
pends on  the  quantity  of  m-xylene  which  it 
contains. 

To  identify  the  m-  and  p-xyleneS  in  a  mixture 
of  the  three  isomerides;  50  c:c.  of  the  mixture  may 
be  heated  -with  a  mixture  of  chromic  arid  sul- 
phuric acids,  whereby  o-xylene  is'  completely 
oxidised  to  carbon  dioxide,  whereas  m-xylene 
yields  »«o-phthalic  acid  and  ^-xylene  yields 
terephthalio  acid  (Worstall  and  Burwell,  Amer. 
Chem.  J.  1897,  19,  830). 

Methods  for  the  quantitative  estimation  of 
the  three  xylenes  in  the  commercial  product 
have  been  devised  (v.  Levinstein,  I.e. ;  Eeuter, 
Ber.  1884,  2028 ;  and  J.  Soc.  Chem.  Ind.  1884, 
626;  ibid.  1889,  874;  Chem.  Zeit.  13,  830; 
Crafts,  I.e.). 

When  the  xylenes  are-oxidised  with  chromic 
acid  in  the  presence  of  acetic  anhydride  and 
sulphuric,  acid,  the  corresponding  tetra  acetate 
of  phthalaldehyde  is  formed  (Thiele  and  Winter, 
Annalen,  1900,  311,  353). 

The  xylenes  and  similar  coal-tar  hydro- 
carbons may  be  rendered  soluble  in  water  by 
heating  them  with  a  suitable  soap,  as,  for 
instance,  with  oleic  acid  and  potash.  The 
products  which  are  soluble  both  in  ordinary 
and  in  sea  water  may  be  used  for  washing  and 
other  purposes  such  as  drilling,  turning,  and 
similar  processes  in  the  working  of  metals 
(Fr.  Pat.  422963,  1910;  J.' Soc.  Chem.  Ind. 
1911,  610). 

Xylene  has  also  been  employed  in  the  re- 
moval of  naphthalene  stoppages  in  pipes  (Breit- 
kopf,  J.  Gasbeleucht.  1899,  42,  671). 

like  the  other  homologues  of  benzene, 
xylene  reacts  with  cellulose  forming  desoxyns 
(Nastukbff,  Zeitsch.  Farb.  Ind.  1907,  6,  70). 

oriho-Xylene  C,Hj(CH3)j.  Liquid,  boiling 
at  144°  (corr.),  m.p.  —25°  (Fischer,  Zeitsch. 
Elektrochem.  1910,  16,  161),  sp.gr.  0-8903  at 
4°/4°;  sp.gr.  0-8818  at  15°/15°.  Oxidised 
by  dilute  nitric  acid  to  o-toluic  acid 

C,H,(CH,)(COOH), 
melting  at  102°.    A  hot  solution  of  potassium 
permanganate     oxidises    it     to    o-toluic    and 
phthaUc  acids,  whilst  chromic  acid  totally  de- 
stroys it.     When  heated  with  hydrogen  iodide 
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at  250°-280°  o-xylene  yields  toluene,  methyl-  and 
dimethylcycJohexane,  and  methylvted  penta- 
methylene  (Markownikow,  Ber.  1891,  30,  1218). 

TO-Xylene  (iso-xylene)  C,Hi(CH3)-,.  Liqiiid, 
boiling  at  139°  (corr.) ;  m.p.  —50^  (Fischer, 
?.c.);  sp.gr.  0-8779  at  474°;  sp.gr.  0-8691 
at  15°/^15  .  Not  attacked  by  dilute  nitric  acid. 
Chromic  acid  oxidises  it  to  tsophthalic  acid. 
When  warmed  \vith  concentrated  nitric  acid  it 
yields  a  trinitro  derivative  C8H(CH3)j(N02)„ 
melting  at  176°,  very  sparingly  soluble  in  alcohol. 

For  its  reaction  with  aluminium  chloride, 
see  Ansohutz,  Annalen,  1886,  233,  182,  323; 
Heise  and  T5hl,  ibid.  1892,  270,  169  ;  Jacobsen, 
Ber.  1885,  18,  342 ;  also  Boeseken,  Bee.  trav: 
chim.  1905,  24,  1. 

p-Xylene  C,H4(CH5),.  Monoclinic  prisms, 
m.p.  +5°  (Fischer,  I.e.),  +15°  (Jannasch, 
Annalen,  1874,  171,  80),  b.p.  138-5°;  sp.gr. 
0-8661  at  15°/15°;  sp.gr.  0-8593  at  25°/25°. 
Dilute  nitric  acid  oxidises  it  to  p-toluio  acid 

C,H4(CH,)(C00H), 
melting  at  178° ;   chromic  acid  to  terephthalic 
acid.  . 

When  j)-xvlene  is  heated  with  sulphur  at 
250°-300°,  4":  4'-dimethylstilbene  and  4  :  4'- 
dimethyldibenzyl  are  formed  (Aronstein  and 
Nierop,  Proo;  K.  Akad.  Wetensoh.  Amsterdam, 
1902,  5,  288  ;  Reo.  trav.  chim.  1902,  21,  448). 

Halogen  derivatives.  The  bromo  and  di- 
bromo  derivatives  of  all  three  xylenes  may  be 
obtained  by  direct  bromination  of  the  hydro- 
carbon, the  product  obtained  depending  on  the 
conditions  of  the  experiment  (Atkinson  and 
Thorpe,  Chem.  Soo.  Trans.  1907,  1695). 

The  magnesium  derivative  of  bromo-j)-xylene 
condenses  with  chloral  forming  3j8j8-triohloro-n- 
xylyl  ethyl  alcohol,  b.p.  168°/10  mm.,  which 
on  prolonged  boiling  with  potassium  carbonate 
solution  yields  xylylaldehyde  CeHjMej-CHO 
(Bavarian,  Compt.  rend.  1908,  146,  297  ;  Carr6, 
ibid.  1909,  148,  1108).  o-Xylyl  bromide  reacts 
with  methyl  aniline  yielding  o-xylylmethyl- 
aniline,  b.p.  200°/35  mm.,  m.p.  34°  (Von  Braun, 
Ber.  1910,  43,  135^). 

o-Xylylene    bromide    when    treated    with 

CH 
potash  forms  o-xyh/lene  oxide  G^iKqtj'^0, 

b.p.  192°  (Willstatter  and  Veraguth,  Ber.  1907, 
40,  957).  It  also  condenses  with  quinolines, 
aliphatic  amines,  and  with  p-amino-acetophenone 
(Scholtz  and  Wolfrum,  ibid.  1910,  43,  2304). 

The  six  possible  tribromo  xylenes  have  been 
obtained  by  Jaeger  and  Blanksma,  by  brominat- 
ing  the  corresponding  xyUdines  in  glacial  acetic 
acid  and  subjecting  the  dibromo  xylidines  so 
obtained  to  Sandmeyer's  reaction  ;  also  by  other 
methods  (Proc.  K.  Akad.  Wetensch,  Amsterdam, 
1905,  8,  153. 

Recent  literature  on  the  xylyl  and  xylylene 
halogen  derivatives :  Radziewanowsla  and 
Schramm,  Chem.  Zentr.  1898,  ii.  1019  ;  Gabriel 
and  Pinkua,  Ber.  1893,  26,  2210;  Klages  and 
Knoevenagel,  ibid.  1894,  27,  3024;  ibid.  1896, 
29, 310  ;  Rupp,  ibid.  1628 ;  Curtius  and  Sprenger 
J.  pr.  Chem.  pi.]  62,  111 ;  Halfpaap,  Ber.  1903, 
36,  1672;  Noelting,  ibid.  656;  Fries,  Hid. 
1904,  37,  2338;  Thiele  and  Balhom,  ibid. 
1463  ;  Willgerodt  and  Schmierer,  ibid.  1905,  38, 
1472;  Dinesmann,  Compt.  rend.  1905,  141, 
201 ;  Stallard,  Chem.  Soc.  Trans.  1906,  808 ; 
D,  R.  P.  230172. 


Bromo-  and  dibromd-ra-xytylindigoUii  dfO 
described  in  D.  R.  P.  154338,  1904. 

Nitro  derivatives.  The  nitration  of  o-xylene 
is  fully  described  by  Crossley  and  Renouf  (Chem. 
Soo.  Trans.  1909,  202);  Crossley  and  Wren 
(ibid.  1911,  2341);  Crossley  and  Morrell  (ibid. 
2345).  The  products  obtained  depend  on  the 
relative  quantity  of  nitric  acid  used,  on  the 
temperature,  the  admixture  of  acetic  or  sul- 
phuric acid,  and  on  whether  the  nitric  acid  is 
added  to  the  xylene  or  wee  versa  [see  also  Errera 
and  Maltese,  Gazz.  chim.  ital.  1903,  33,  ii.  277 ; 
Konowaloff,  J.  Russ.  Phys.  Chem.  Soo.  1905,  37, 
530,  537). 

Some  recent  literature  :  Morgan  and  Mickle- 
thwait,  Chem.  Soc.  Trans.  1907,  360;  Green, 
Davies  and  Eorsfallj  ibid.  2080 ;  Errera  and 
Maltese,  Gazz.  chim.  ital.  1905,  35,  ii.  370; 
ibid.  1909,  39,  i.  517 ;  Meisenheimer,  Ber.  1906, 
39,  2526 ;  Blanksma,  Rec.  trav.  chim.  1909,  28, 
92  ;  Chem.  Weekblad,  1910,  7,  727). 

Halogen  nitro  compounds  are  described  by 
Crossley  (Chem.  Soc.  Trans.  1904,  266) ;  Kono- 
walofi  (J.  Russ.  Phys.  Chem.  Soc.  1904,  36, 
537) ;  Blanksma  (Rec.  trav.  chim.  1906,  25,  373). 

p-Xylylhydazine  C.HaMej-NH-NHj  is  formed 
by  the  reduction  of  sodium-jj-xylenediazonium 
sulphite  with  zinc  dust  and  acetic  acid.  ^  The 
product  is  decomposed  with  hydrochloric  acid 
and  then  treated  with  sodium  hydroxide.  It 
forms  glistening,  white  slender  needles,  m.p. 
78°,  and  yields  many  derivatives  (Willgerodt 
and  Lindenberg,  J.  pr.  Chem.  1905,  [ii.]  71, 
398;  Busoh  and  MeussdorfEer,  ibid.  1907,  [ii.] 
75,  121 ;  Plancher  and  Caravaggi,  Atti.  R. 
Accad.  Uncei,  1905,  [v.]  14,  i.  157). 

1:2:  i-Xylylhydrazine  forms  yellowish- white 
needles,  m.p.  57°. 

Xylyl  hydrazones  and  a  number  of  their 
double  compounds  with  aldehydes  and  their 
phototropy  .are  discussed  by  Graziani  (Atti.  R. 
Accad.  Lincei,  - 1910,  [v.]  19,  i.  489;  ibid.  ii. 
193). 

The  reactions  of  xylyl  hydroxylamines  are 
described  by  Bamberger  (Ber.  1902,  35,  3886 ; 
ibid.  1907,  40,  1893). 

Xylyltriazine  compounds  have  been  pre- 
pared (Jovitschitsch,  ibid.  1900,  39,  3821). 

o-Xylylene  cyanide  condenses  in  presence  of 
sodium  ethoxide  with  o-diketones,  keto  acids, 
and  esters  of  oxalic  acid  forming  naphthalene 
derivatives  (Hmsberg,  Ber.  1910,  43,  1360; 
Wislicenus  and  Penndorf,  ibid.  1837). 

Xylene  suVphonaies  are  obtained  by  treating 
xylene  with  fuming  sulphuric  acid,  and  also  by 
other  methods  (Jacobsen,  I.e. ;  Wischin,  Ber. 
1890,  23,  3113  ;  Pfannenstill,  J.  pr.  Chem.  1892, 
[ii.]  46, 152, 154 ;  Moody,  Chem.  Soo.  Proc.  1891, 
189;  Junghahn,  Chem.  Zentr.  1903,  i.  572; 
Maud,  Annalen,  1903,  330,  46 ;  Stallard,  Chem. 
Soc.  Tians.  1906,  808 ;  Karslake  and  Bond,  J. 
Amer.  Chem.  Soc.  1909,  31,  405). 

Xylene  suVphinic  acids,  -anhydride,  and 
•sulphoxide  are  described  by  Smiles  and  Rossignol 
(Chem.  Soc.  Trans.  1908,  761) ;  HUditch  (ibid. 
1621) ;  Knoevenagel  and  Polack  (Ber.  1908,  41, 
3323) ;  Knoevenagel  and  Kenner  (ibid.  3315). 

V-Xylylene  hydrosulphide  is  prepared  by 
adding  a  boiling  solution  of  p-xylylene  bromide 
to  alcoholic  potassium  hydrosulphide  saturated 
with  hydrogen  sulphide.  It  is  then  separated 
from  the  glycol  which  forms  at  the  same  time, 
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by  means  of  aqueous  caustic  soda.  In  the 
presence  of  hydrochloric  acid  it  condenses  with 
ahphatio  aldehydes  forming  amorphous  inde- 
finite compounds,  but  mth  aromatic  aldehydes 
it  yields  beautiful  crystalline  stable  duplo- 
meroaptals  containing  an  eighteen-membered 
ring.  The  m-  and  o-  compounds  yield 
similar  derivatives  (Autenrieth  and  Beuttel, 
Ber.  1909,  42,  4346,  4367). 

Sulphides  and  svlphones  have  been  prepared 
by  Martynowicz  (Chem.  Zentr.  1910,  ii.  1048), 
~  Strzelecka  {ibid.  1135). 

Xylyl  ethers  (C,H4Me-CHj)20  are  described 
by  Pawlowsky  (J.  Russ.  Phjs.  Chem.  Soc.  1911, 
43,  214). 

Xylene  forms  a  large  number  of  other 
derivatives,  the  following  being  some  of  the 
more  recent  litaiature  on  these  :  Blanksma,  Rec. 
trav.  chim.  1902,  21,  327 ;  Stoermer  and  Aten- 
sladt,  Ber.  1902,  35,  3560 ;  SohoU  and  Kaoer, 
ibid.  1903,  36,  322;  Kuhling  and  Falk,  ibid. 
1905,  38,  1215;  Ullmann  and  Zlokasoff,  ibid. 
2111 ;  Sohmid  and  Decker,  ibid.  1906,  39,  933  ; 
Bresler,  Friedemann  and  Mai,  ibid.  876 ;  Jawe- 
lofif,  ibid.  1195;  Fecht,  ibid.  1907,  40,  3890; 
Bamberger  and  others,  ibid.  1932,  1949,  1956, 
2258;  Jacobson  and  Huber,  tjid.  1908,  41, 
660 ;  Biilow  and  Schaub,  ibid.  2355 ;  Zeltner 
and  Tarassoff,  ibid.  1910,  43,  941 ;  Braun,  ibid. 
1350 ;  Morgan  and  Micklethwait,  Cliem.  Soc. 
Trans.  1905,  1307;  aayton,  ibid.  1906,  1054, 
1295  ;  Troger  and  Hille,  J.  pr.  Chem.  1905,  [ii.] 
71,  201,  236;  Johnson,  J.  Amer.  Chem.  Soc. 
1903,  25,  483  ;  Andreasch  and  Zipser,  Monatsh. 
1905,  26,  1191 ;  Haager  and  Debt,  ihid.  1906, 
27,  267 ;  Barbier  and  Grimard,  Compt.  rend. 
1909,  148,  646;  Guyot  and  Esteva,  ibid.  564; 
Layraud,  Bull.  Soc.  chim.  1906,  [iii.l  35,  223 ; 
Kozniewski  and  Marchlewski,  Bull.  Soc.  Acad. 
Sci.  Cracow,  1906,  81 ;  Strzelecka,  ibid.  1909, 
731;  Soholtz,  Arch.  Pharm.  1909,  247,  634; 
Promm  and  Schneider,  Annalen,  1906, 348,  161 ; 
Zincke,  ibid.  1905,  339,  202;  Gattermann, 
ibid.  1907,  367,  313 ;  Auwers,  ibid.  1909,  366, 
291;  Heinrich,  ibid.  1910,  376,  139;  Haller 
and  Bauer,  Compt.  rend.  1911,  153,  21 ;  Zincke 
and  Breitwieser,  Ber.  1911,  44,  176;  Scholtz, 
iJ>id.  480;  Diepolder,  ihid.  2498;  D.  R.  P. 
234917  ;  Halla,  Monatsh.  1911,  32,  747  ;  Buchner 
and  Schulze,  Annalen,  1910,  377,  259  (v.  Azo- 

COtOtJEINO  MATTEES). 

XYLENOL  V.  Phenol  and  its  homologijes 
XYLIDINES  (Aminoxyhnes,  Aminodimethyl- 
benzenes).  Theory  predicts  the  existence  of  six 
isomeric  aminodimethylbenzenes,  all  of  which 
are  known.  They  are  obtained  by  the  reduction 
of  the  corresponding  nitro  compounds  with  tin 
and  hydrochloric  acid,  or  with  iron  filings  and 
acetic  acid,  or,  in  the  case  of  the  commercial 
product,  with  iron  turnings  and  hydrochloric 
acid. 

1.  o-3-Xylidine 

C,H3(CH3),NH2,(CH3:CH,:NH,=1:2:3). 
Liquid,  boiling  at  225°  (corr.j ;  sp.gr.  0-991  at 
15°.  Melting-point  of  the  acetyl  compound 
C,H3(CH3)2NH(C2H30),  131°  (Tohl,  Ber.  1885, 
18,  2562 ;  Jaeper  and  Blanksma,  Reo.  trav. 
chim.  1906.  25,  352). 

2.  o-4-Xylidine 
C,H8(CH3)2NH2,(CH3:CH3;NHj  =  1  ;2:4). 

Lustrous  rhomboidal  tables,  or  large  monoclinio 


crystals,  melting  at  60";  b.p.  226";  sp.gr. 
1-0755  at  17-5°;  m.p.  of  acetyl  compound  99° 
(Limpaoh,  Ber.  1888,  21,  646;  Jaeger  and 
Blanksma,  I.e.). 

3.  m-2.Xylidine 
C,Ha(CH,)jNH3,(CH,:NH,;CH,,=l:2:3), 

Liquid,  boiling  at  216°  (corr.) ;  m.p.  of  acetyl 
compound  177°  (Grevingfc,  ibid.  1884,  17,  2430). 

4.  m-4-Xylidine  or  a«-»i-xylidine 
C,Ha(CH3),NH2,(CH,:CH3:NH, =1:3:4). 

Liquid,  boiling  at  212° ;  sp.gr.  0-9184  at  15" ; 
m.p.   of  acetyl   compound    129°   (Miiller,   ibid. 

1887,  20,    1041 ;     Limpach,    ibid.    871 ;     ibid. 

1888,  21,  641 ;  D.  R.  P.  34854). 

5.  m-5-Xylidine  or  ^-m-xylidine 
C,H3(CH3)jNH3,(CH3:CH3:NH3=l:3:5). 

Liquid,  boiling  at  220°-221°  (corr.);  sp.gr. 
0-9935  at  0°;  m.p.  of  acetyl  compound  140-5° 
(Noyes,  Amer.  Chem.  J.  20,  800;  Tohl,  Ber. 
1885,  18,  362). 

6.  2)-Xylidine 
C,H3(CH3)3NH3,(CH3:NH3:CH3=1:2:4). 

Liquid,  boiling  at  215°;  sp.gr.  0-980  at  15°; 
m.p.  of  acetyl  compound  138°-139°  (Witt, 
Noelting  and  Forel,  Ber.  1885, 18, 2064 ;  D.  R.  P. 
34854 ;  Frdl.  i.  19). 

According  to  Michael  (Ber.  1893,  26,  39)  p- 
xylidine,  if  chemically  pure,  crystallises  when 
subjected  to  prolonged  cooling,  in  large  colourless 
tablets,  m.p.  16-6°.  b.p.  213-5°/762  mm.  The 
acetyl  derivative  has  m.p.  139-5°. 

Commercial  Xtlidine. 

The  nitroxylene  used  in  the  manufacture  of 
this  product  is  prepared  by  the  action  of  nitric 
acid  on  coal-tar  xylene — a  mixture  of  the  three 
isomeric  xylenes  together  with  a  small  quantity 
of  ethylbenzene  {v.  Xylene).  As  o-xylene 
yields  by  direct  nitration  two  mononitroxylenes, 
m-xylene  two,  and  y-xylene  one,  it  is  evi- 
dent that  these  five  nitroxylenes  will  be  con- 
tained in  commercial  nitroxylene,  and,  there- 
fore, that  the  five  corresponding  xyUdines  will 
be  present  in  the  commercial  xylidine  obtained 
from  it  by  reduction  with  iron  turnings  and 
hydrochloric  acid.  m-4-Xylidine  is  present 
in  largest  quantity ;  next  to  it,  y-xylidine  is 
the  chief  constituent,  occurring  to  the  extent  of 
20-25  p.c.  Vaubel  (J.  Soc.  Chem.  Ind.  1897, 
639)  describes  a  method  for  estimating  the 
various  xylidines.  If  commercial  xylidme  is 
mixed  with  excess  of  concentrated  hydrochloric 
acid,  a  magma  of  crystals  separates,  consisting 
mainly  of  the  hydrochloride  of  m-4-xylidine 
(Sohultz,  Steinkohlentheer,  1,  339).  p- 
Xylidine  may  be  separated  by  the  greater 
solubility  of  its  sulphonio  acid  in  dilute  sulphuric 
acid,  the  base  being  afterwards  regenerated  bj' 
distilhng  the  sodium  salt  of  the  sulphonic  acid 
with  dry  ammonium  chloride  (Witt,  Noelting, 
and  Forel,  J.  Soc.  Chem.  Ind.  1889, 274 ;  D.  B.  P. 
139457).  Commercial  xylidine  also  contains 
amino-ethylbenzene  (Noelting  and  Palmer,  Ber. 
1891,  24,  1957). 

For  the  preparation  of  colouring  matters, 
Limpach  (Eng.  Pat.  6899,  May  9,  1888  ;  J.  Soc. 
Chem.  Ind.  1889,  281). described  the  following 
method  of  separating  the  xylidines  from  the 
commercial  product ;  121  grms.  of  commercial 
xylidine  are  treated  with  30  grms.  of  100  p.c. 
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acetic  acid,  and  allowed  to  stand  for  24  hours. 
Crjrstals'  separate,  which  consist  of  pure 
tn-i-xylidine  acetate.  The  mothei  liquors  are 
treated  with  hydrochloric  acid,  and  after  stand- 
ing 3-4  days,  .about  20  p.c.  of  2>-^li<^6 
separates  as  hydrochloride. 

A  slightly  modified  form  of  this  prdcess  has 
been  described  by  Hodgkinson  and  Limpach 
(Chem.  Soc.  Trans.  1900,  65).  The  last  filtrate 
which  contains  2*7  p.c,  of  the  jn-2-xyUdine.  and 
the  two  o-  isomerides  may  be  evaporated,  and 
when  the  excess  of  acid  and  water  is  removed, 
on  gently,  heating,  the  ni-2-xylidine  sublimes  as 
the  hydrochloride  in  beautiful '  silky  needles. 
It  may  also  be  separated  on  a  larger  scale  by 
conversion  into  the  formyl  derivative.  The 
black  residue,  after  the  separation  of  the  m- 
hydrochloride,  is  now  dissolved  in  water  and 
hydrolysed  with  sodium  hydroxide.  The. pro- 
duct obtained  on  distilhng  alone  or  with  steam 
is  treated  with  formic'  acid,  and  the  formyl 
derivatives  of  the  two  o-xyUdines.are  separated 
by  fractional  crystallisation,  the  o-3-isomeride 
crystallising  fairly  readily,  the'  o-4-isomeride 
only  with  difficulty.  The  p-  and  m-  xyhdines 
may  8,lso  be  separated  by  means  of  benzaldehyde, 
with  which  the  p-  isomeride  yields  di-p-amino- 
di-p-xylyl  phenyl  methane,  m.p.  208°  (Sohultz, 
J.  pr.  Chem.  1907,  [ii.]  76,  331). 

Commercial  xylidine  is  employed  exclusively 
in  the  preparation  of  azo-  colours,  for  which 
purpose  it  is  either  converted  direct  into  diazo- 
xylene,  or  first  into  amino-azo-xylene  or  into 
cumidine. 

It  should  distil  for  the  most  part  between  the 
temperatures  of  212°  and  218°. 

The  xylidines  form  a  large  number  of 
halogen,  nitro-,  sulphonio,  and  -many  other 
derivatives,  many  of  Which  are  uspd  in  the 
preparation  of  dyestuSs,  thus  : 

m-i-Xylidine-S-sulphonic  acid  is  obtained 
by  heating  »»i-4-xylidine  (121  grms.)  with  con. 
sulphuric  acid    (106   grms.)  in   vacuS  or  in   a 


current  of  aur  or  indifierent  gas  for  about  3  houri. 
It  forms  wliite,  flat,  quadratic  rods  or  plates,  is 
insoluble  in  common  organic  solvents  and 
dissolves  in  water  to  the  extent  of  1  in  28-5 
parts  of  water  at  100°,  and  1  in  250  at  0°.  When 
diazotised  it  combines  with  ;3-naphthol,  forming 
yellow  and  orange  dyes  for  wool  (Junghaim,  Ber. 
1902,  36,  3747). 

Some  of  the  more  recent  literature  on  ths 
xylidines  and  their  derivatives  :  Jablin-Gonnet, 
Bull.  Soc.  chim.    1891,    [iii.]  6,  21 ;    Menton 
Annalen,  1891,  263,  361;  Jacobson,  ibid.  1895, 
287,  211 ;  Pries,  ibid.  1906,  346,  128;  Wallach, 
ibid.  1907,  353,  318;    Heller,  ibid.  1908,  358, 
349;    Lemoult;  Compt.  rend.  1904,  138,  816 
ibid.  1906,  142,  1193  ;  Simonet,  ibid.  1905,  140, 
788 ;  Blanksma,  Heo.  trav.  chim.  1905,  24,  46 
Mannino   and  Donate,  Gazz.  chim.  ital.  1908, 
38,  ii.  20 ;   Fries.  Ber.  1904,  37,  2338 ;    Kno 
evenagel,  ibid.   4073;    ibid.    1909,   42,    3619 
Diepolder,  ibid.  2916  ;  D.  E.  PP.  87616 ;  39947, 
56322,   71969,   219210;    Frdl.    1877-87,   i.   9 
1890-94,  iii.  20,  1001 ;    1894-97.  iv.  66 ;   Orton 
tind    King,    Chem.    Soc.    Trans.    1911,    1188 
CroBsley  and  MorreU,  ibid.  2345. 

XYLIDINE  PONCEAU  v.  Azo-  colottrino 

MATTBES. 

XYLIDINE  RED  v.  Azo-  coLOTTBrNG  matters. 
XYLIDINE    SCARLET  v,  Azo-  coLOURmo 

MATTERS. 

XYLOHYDROqUINONE  v.  Phenol  and  its 

HOMOIiOOITES. 

XYLOi'DIN.  A  name  applied  by  Braconnot 
to  an  explosive  product  C.H,(N02)05,  obtained 
by  the  action  of  nitric  acid  on  starch ;  and  also 
to  some  varieties  of  collodion  prepared  by  the 
action  of  nitric  acid  on  wood-ceUulose. 

XYLONITE  V.  CBliTJLOiD. 

XYLORCINOL  v.  Phenol  and  its  homo- 

LOGUES. 

XYLOBETIN  v..  Resins. 
XYLOSE  V.  Carbohydrates. 


YEAST  V.  Fermentation. 
YEASTS,  FERMENTS  OF,  v.  Fermentation. 
YELLOW,  ACID,  v.  Azo-  ■  colourino  mat- 
ters ;  also  Naphthalene. 

YELLOW,  ANILINE,   v.    Azo-    colourino 

MATTERS. 

YELLOW,  BRILLIANT,  v.  Azo-  colouring 
MATTERS ;  a;lso  Naphthalene. 

YELLOW,  BUTTER,  t>.  Azo-  colouring  mat- 
ters. 

YELLOW,  CAMPOBELLO,  v.  Naphthalene. 

YELLOW,  CHROME,  v.  Chromium. 

YELLOW,  CITRON,  v.  Chromium. 

YELLOW,  COLOGNE  v.  Chromium, 

YELLOW,  CROCEiN,  v.  Naphthalene. 

YELLOW,  FAST,  y.  Azo-  colouring  mat- 
tees.  '  , ' 

YELLOW,  GOLDEN,  Martins  yellow,  v. 
Naphthalene. 

YELLOW,  HESSIAN,  v.  Azo-  coiourino 
mattbbs. 


YELLOW, 
YELLOW, 

MENTS. 

YELLOW, 
YELLOW, 
YELLOW, 

LENB. 

YELLOW, 
YELLOW, 

MATTERS.     . 

YELLOW, 

LBNE. 

YELLOW, 
YELLOW, 
YELLOW, 

MATTERS. 

YELLOW, 

Chromium. 
YELLOW, 

MATTERS. 

XELLOW, 


IMPERIAL,  V.  AURANTLA. 

KING'S,  V.  Arsenic  ;    also  Pio. 

LEIP^C,  V.  Chromium. 
LEMON,  V.  Chromium. 
MANCHESTER,    v.    Naphtha- 

MARTIUS,  V.  Naphthalene. 
MET  ANIL,  V.  Azo-    colourino 

NAPHTHALENE,  v.    Naphtha- 

NAPHTHOL,  V.  Naphthalene. 
NEW,  V.  Naphthalene. 
ORANGE,   V.   Azo-    colouring 

PARIS.      Lead     ckromate     v. 

RESORCIN,  V.  Azo-  colouedig 

SALICYLIC,  v.  Sauoylio  acid. 


YOUNG  FUSTIC. 
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YELLOW,  SUN,  y.  Azo-  colqurdiq  mat- 
ters ;  also  Stilbene. 

YELLOW,  TURNER'S,  u  Piqments. 

YELLOW  ULTRAMARINE.  Citron  yeUow, 
Lemon  yellow.  Barium  chromate,  v.  Chromium  ; 
also  Piqments. 

YELLOW  WOOD  v.  Old  pustic. 

YELLOW  CEDAR.  The  RJiodoaphacra  rho- 
danthema  [Engl.]  or  yellow  cedar,  a  tree  growing 
to  the  height  of  70  or  80  ft.,  is  indigenous  to 
the  northern  part  of  New  South  Wales. 

The  colouring  matter  of  this  dyewood  is 
fisetin,  which  is  readily  isolated  by  the  method 
described  in  connection  with  Yotrao  Fustic 
(Perkin,  Chem.  Soo.  Trans.  1897,  71,  1194). 

A  second  substance  CsjHjdOi,  ?,  colourless 
needles,  m.p.  215°-217°,  is  also  present  in  small 
amount,  and  may  be  identical  with  fusiin,  the 
glucoside  of  fisetin  (Sohmid,  Ber.  1886,  19, 
1756). 

The  sliades  given  by  the  yeUow  cedar  are 
slightly  weaker  and  differ  considerably  from 
those  given  by  young  fustic  (Rhus  Cotinus), 
although  both  contain  the  same  colouring 
matter.  Emplo3'ing  mordanted  woollen  cloth, 
the  following  distinctions  are  observed — 

■  Chromium  Aluminium      Tin        Iron 
Young  fustic  .  Keddish       Orange       Orange    Brown 

brown  yellow     olive 

Vellow  cedar .-  Yellowish    Brownish    Golden    Olive 

brown         yellow         yellow 

and  these  may  be  due  to  varying  amounts  of  a 
brown  extractive  matter,  which  is  contained  in 
both  plants.  A.  G.  P. 

YEW(?'aa;MS;  If  commun,  Ft.  ;  Eibe,  Gei.). 
It-  has  long  been  known  that  the  leaves  and 
berries  of  the  common  yfew,  Taaus  baecata  (Linn. ), 
(Bentl.  and  Trim.  253),  posfeess  powerful  toxic 
properties.  Yew  is -a  reputed  emmenagogue, 
and  it  has  been  used  for  the  purpose  of  procuring 
criminal  abortion,  but  its  efficiency  is  more  thaii 
doubtful,  and  its  employment  often  leads  to  fatal 
consequences  (c/.  Redwood,  Pharm.  J.  [iii.]  8, 
361).  The  first  thing  to  do  in  oases  of  poisoning 
is  to  empty  the  stomach ;  milk  may  then  be 
given  to  allay  irritation,  and  such  stimulants  as 
alcohol  or  ammonia  employed.  Yew  is  seldom 
used  in  medicine. 

Chevallier  and  Lassaigne  (J.  Pharm.  Chim. 
1818,  4,  658),  Peretti  {ibid.  1828,  14,  637), 
Lucas  (Arch.  Pharm.  [ii.]  85,  145),  and  others 
have  examined  yew  chemically,  but  no  definite 
compound  was  isolated  till  the  discovery  of  an 
alkaloid  taxine  by  Marm6  in  1876  (Chem.  Zentr. 
1876,  166).  Taxine  was  further  studied  by 
Amato  and  Capparelli  (Gazz.  chim.  ital.  10,  349), 
who  also  obtained  a  non-nitrogenous  crystalline 
compound  milossin,  arid  a  iK)lalile  oil  which 
distils  with  steam,  and  has  the  odour  of  fennel. 
The  chemical  reactions  of  taxine  obtained  by 
Marmi's  process  have  been  examined  by  Hilger 
and  Brands  (Ber.  23,  464).  Taxine  is  prepared 
by  exhausting  yew  leaves  or  seeds  with  alcohol 
or  ether.  The  residue,  after  distilling  off  the 
alcohol  or  ether,  is  extracted  with  acidiued 
water,  and  from  the  clear  aqueous  solution 
alkalis  preoipitato  the  base  in  white  flakes, 
which,  when  washed  and.dried  over  sulphuric 
acid,  assume  the  appearance  of  a  white  orysta.1- 
'line  powder.  The  leaves  opntain  more  alkaloid 
than  the  seeds.  The  preliminary  extractions  of 
the  laftves  with,  alcohol  or  ether  may  be  dispensed 


with ;  they  pan  be  treated  directly,  with  a  weak 
solution  of  an  acid.  Thorpe  and  Stuhbs  (Chem. 
Soc.  Trans.  81,  874)  have  investigated  the 
conditions  under  which  taxine  can  be  extracted. 
They  find  that  it  undergoes  change  with  extreme 
ease  during  the  process  of  extraction,  thus, 
accounting  for  the  difference  in  the  description 
of  its  properties  by  earlier  investigators.  The 
method  of  extractioh  giving  the  best  results  was 
found  to  be  treatment  with  dilute  sulphuric 
acid  (1  p.c.)  in  the  cold.  Taxine,  so  obtained, 
consists  of  very  fine  glistening  particles  or  a 
white  amorphous  powder.  It  does  not  crystallise. 
It  is  odourless,  but  possesses  a  very  bitter  taste. 
It  is  very  slightly  soluble  in  water,  is  soluble  in 
dilute  acids,  alcohol,  ether,  benzene,  or  chloro- 
form, and  insoluble  in  light  petroleum.  At 
82°  taxine  practically  melts,  undergoing  at  the 
same,  time  some  decomposition,  i&alysis  gives 
figures  agreeing  with  the"  formula  CjjHjjOioN 
proposed  by  Hilger  and  Brande.  Taxine' gives 
reactions  characteristic  of  the  alkaloids  when 
treated  with  the  usual  reagents,  and  also  com- 
bines with  acids  to  form  definite  salts,  which 
have,  however,  not  been  obtained  crystalline. 
From  the  residue,  insoluble  in  very  dilute  acids, 
after  the  removal  of  the  taxine,  alcohol  and 
animal  charcoal  extracts  milossin.  Its  purifica- 
tion is  tedious  and  difficult.  It  CrystaUises  ic 
stellate  groups  of  needles,,  which  melt  at  86°-87°, 
and  which  are  insoluble  in  water,  but  soluble  in 
boiUng  alcohol  (Amato  and  Caparelli). 

A  glucoside,  taxicatin,  has  been  found  in  the 
leaves  of  the  yew  by  Bourquelot  (J.  Pharm. 
Chim.  [vi.]  23,  369).  Taxicatin  CiaHjaO,, 
crystallises  from  alcohol  in  colourless  needles, 
m.p.  169°-170°  (corr.) ;  the  crystals  obtained 
from  aqueous  solutions  contain  2HjO.  It  is 
hydrolysed  by  emulsin  or  by  2  p.c.  sulphiirio 
acid  into  dextrose  and  a  substance  readily 
soluble  in  ether  or  chloroform  (Lefebvre,  ibid. 
[vi.]  26,  241). 

The  twigs  of  Taxus  baccaia  were  found  to 
contain  invertm  and  emulsin  (Lefebvre),  and 
raffinose  and  sucrose  have  been  isolated  from 
the  leaves  and  twigs  (HSrissey  and  Lefebvre, 
ibid,  [vi.]  26,  56). 

.  The  amount  of  taxine  present  in  the  Irish 
yew,  TcKcus  baecata,  var.  Fastigiata  has  been 
investigated  by  Moss  (Sci.  Proo.  Eoy.  Dubl.  Soc. 
12,  92).  The  results  seem  to  indicate  that  the 
Irish  yew  contains  much  more  taxine  than  the 
common  yew  (o.  Veoeto-alkaioids).  A.  S. 
YLANG-YLANG  v.  Oils,  Essential. 
YOUNG  FUSTIC  consists  of  the  wood  of  the 
stem  and  larger  branches  of  the  Shus  Gotinua 
(Linn.),  a  small  tree  which  is  a  native  of  Southern 
Europe,  and  the  West  Indian  Islands.  It  is  a  hard 
compact  yellow  wood,  and  is  usually  imported  in 
small  bundles  or  faggots.  Within  the  last  few 
years  young  fustic  haa  almost  disappeared  from 
the  market,  not  only  on  account  of  the  artificial 
colouring  matters,  but  because  the  shades  it 
yields  lack  permanence,  and  the  percentage  of 
colouring  matter  it  contains  is  small.  The 
leaves  of  the  B.  Cotinus  constitute  Vineiian 
sumach,  a  tanning  material  which  is  employed 
to  some  extent  in  Italy  and  Southern  Europe. 

Fisetin  C,,HjoO„  the.  colouring  matter  of 
young  fustic  was  first  isolated  by  Cheyreul 
(Lemons  de  Chemie  appliqufe  k  la  Teinture,  A,  ii. 
150),  who  gave  it  the  name  '  Fustin.'    EoUejr 
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(Sohweiz.  polyt.  Zeitschr.  1864,  9,  22)  con- 
sidered that  it  was  identical  with  queroetin, 
but  Koch  (Ber.  5,  285)  maintained  that  fisetin 
was  probably  an  aldehyde  of  quercetinio  acid. 

Schmid  (Ber.  1886,  19,  1734),  who  carried 
out  an  exhaustive  examination  of  this  dyewood, 
obtained  fisetin  in  a  pure  condition  and  proved 
that  it  was  not  identical  with  queroetin.  He 
found  that  in  addition  to  the  free  colouring 
matter,  young  fustic  contains  a  glucoside  of 
fisetin  combined  with  tannic  acid  to  which  he 
gave  the  name  of  Justin  tannide. 

To  prepare  fisetin,  Schmid  {I.e.),  and  later 
Herzig  (Monatsh.  12,  178)  employed  '  cotinin ' 
(».  ifijra),  a  commercial  preparation  of  young 
fustic  which  is  no  longer  on  the  market.  Accord- 
ing to  Perkin  and  Pate  (Chem.  Soc.  Trans. 
1895,  67,  648)  fisetin  is  readily  isolated  from  the 
dyewood  as  follows  : — 

Young  fustic  is  extracted  with  boiling  water, 
and  the  extract  treated  with  lead  acetate  solu- 
tion. The  lead  compound  of  the  colouring 
matter  is  collected,  made  into  a  thin  paste  with 
water,  and  in  a  fine  stream  run  into  boiling 
dilute  sulphuric  acid.  After  removal  of  lead 
sulphate  the  dark-coloured  filtrate,  on  cooling, 
deposits  a  Bemi-crystalUne  brownish  mass, 
which  is  collected  and  purified  by  crystallisation 
from  dilute  alcohol. 

Schmid  assigned  the  formula  CjsHijOj  to 
fisetin,  but  it  was  found  by  Herzig  that  the 
analyses  agreed  equally  well  with  C,bHi„0,,  and 
that  this  formula  was  correct  was  supported  by 
the  work  of  Perkin  and  Pate  (I.e.),  who  gave  to 
fisetin  sulphate  the  formula  CijHuOj-HjSOj. 

Ksetin  forms  yellow  needles,  melting  at 
above  360°,  easily  soluble  in  alcohol.  Alkaline 
solutions  dissolve  it  with  a  deep  yellow  colour 
which,  on  exposure  to  air,  graduaUy  changes  to 
brown  ;  with  alcoholic  ferric  chloride  it  gives  a 
deep  green  colouration,  and  with  lead  acetate  a 
bright  orange-red  precipitate.  Teira-acetyl fisetin 
C,jH,0,(G2H30)4,  m.p.  196°-198'',  crystaUises 
in  colourless  needles,  and  the  benzoyl  derivative 
C.5H,0j{C,H50),  needles,  melts  at  180°-181° 
(P.  and  P.)  (Schmid,  184°-185°).  Fisetin  gives 
with  mineral  acids  in  the  presence  of  acetic 
acid  crystalline  salt's.     Fisetin  sulphate 

CisHioOj-HjSOj, 
scarlet  needles,  fisetin  hydrobromide 

CjjHjoOj-HBr, 
orange  needles,  and  fisetin  hydrochloride  have 
been  prepared  in  this  manner  (P.  and  P.). 
These  compounds  are  readily  decomposed  by 
water.  Monopotassium  fisetin-  .CijHjOeK, 
yellow  needles  (Perkin,  Chem.  Soc.  Trans. 
1899,  75,  433)  is  obtained  from  fisetin  by  means 
of  alcoholic  potassium  acetate. 

By  fusion  with  alkali  or  by  the  oxidation  of 
its  alkaline  solution  by  exposure  to  air  fisetin 
gives  resorcitiol  and  protocatechuic  acid  (Herzig). 

On  ethylation  with  ethyl  iodide  lisetin  is 
converted  into  fisetin  tetraethyl  ether 

C„H,0,(OC,H,)„ 
colourless  needles,  m.p.   106°-107° ;  the  corre- 
sponding   methyl    derivative   C,jH,02(OCH3)j 
melts  at  152''-153°. 

When  fisetin  tetraethyl  ether  is  submitted 
to  the  action  of  boiling  alcoholic  potash  it 
gives  protocatechuic  acid  diethyl  ether,  and  fisetol 
diethyl  ether  (Herzig),  colourless  needles,  (n.p. 


42°-44°.  This  latter  compound,  by  oxidation 
with  permanganate,  ia  converted  into  the  mono- 
ethyl  ether  of  resorcylic  acid,  and  the  mmwethyl 
ether  of  rtsorcincHglyoxylic  acid,  and  consequently 
fisetol  diethyl  ether  may  be  thus  represented 

OCsHs/^,— OH 

-"O— CH,-OC,H, 


A»  a  result  of  his  investigation  Herzig 
assigned  to  fisetin  the  constitution  of  a  tri- 
hydroxy fiavonol. 

0H_ 

oh/V"°^c-/  \oh 

II     \-/ 
'>.     i         /COH 

The  tetraethyl  derivative  of  this  compound 
suffers  hydrolysis  according  to  the  following 
scheme — 

_0C,H. 

OCjHefY-OH  HO-C-/    ^OCjH, 


\J CO COCjH, 

OCi-CH-0C,H54C0 
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OCjH, 


OC,H,j 
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OC,H, 


OH 


!,^^^J— C0-€H,-0C2H, 

Fisetol  diethyl  ether. 

_OC,H, 

+COOH— ^    ^OC,H. 

Protocatechuic  acid  diethyl  ether. 

Fisetin  has  been  synthe^ised  by  v.  Kostanecki, 
Lampe,  and  Tambor  (Ber.  1904,  37,  784). 

Z'-Hydroxy-i'-eihoxy-Z:irdimethmcychdlione{}) 


C,H,Or' 


-OH 


OCH, 


\/' 


!— CO— CH=CH— <^    ^OCH, 

prepared  by  the  condensation  of  resacetophenone- 
monoethyl  ether  with  veratrlo  aldehyde,  when 
digested  with  boiling  dilute  alcoholic  sulphuric 
acid  gives  3-ethoxy-3'  :4'-dimethoxyflavanone  (II) 

OCH, 

jj   C,H,Oj/Y^°"-<IH-/^OCH, 

Uxco>' 

and  this,  when  treated  with  amyl  nitrite  and 
strong  hydrochloric  acid  in  alcohoHc  solution,  ia 
converted  into  the  tsonitroso  compound  (III) — 

OCH, 


III. 


C,H 


OCH, 


IV.  <^»«eO^^,— 0~(>-<^' 


OCH, 


-\ 


OCH, 


n/ 


!— C' 


o-J*. 


OH 


When  boiled  in  acetic  acid  solution  with 
10  p.c.  sulphuric  acid  this  substance  givea 
3-ethoxy-3'-4'-dimetho3syflavonol     (IV).     itom 


YTTRIUM. 


wWoh  feetin  (V)  is  readily  produced  by  the 
action  of  boiling  hydriodio  acid. 


SOI 


_  I  Ksetin  is  a  strong  colouring  matter  and 
gives  sliades  wliicli  are  almost  identical  with 
those  produced  by  quercetin,  rhamnetin,  and 
myrioetin.  The  colours  given  with  wool  mor- 
danted with  chromium,  aluminium,  and  tin  are, 
respectively,  red-brown,  brown-orange,  and 
bright  red-orange  (Perkin  and  Hummel,  Chem. 
Soo.  Trans.  1896,  69,  1290). 

The  glucoside  of  fisetin,  according  to 
Schmid  {I.e.),  is  prepared  as  foUovra  :  A  boiling 
aqueous  extract  of  young  fustic  is  treated 
with  lead  acetate,  the  precipitate  removed, 
the  clear  liquid  freed  from  lead  by  means 
of  sulphuretted  hydrogen,  and  saturated  with 
salt.  The  mixture  is  filtered,  extracted  with 
ethyl  acetate,  and  the  extract  evaporated.  There 
is  thus  obtained  a  residue  consisting  of  the 
crude  fustin-tannide,  which  is  purified  by 
solution  in  water,  precipitation  with  salt,  and 
extraction  with  ethyl  acetate. 

Fustin  tannide  crystallises  in  long  yellowish- 
white  needles,  which  are  easily  soluble  in  water, 
alcohol,  and  ether.  When  heated  it  decomposes 
above  200°.  If  a  solution  of  fustin  tannide  in 
hot  acetic  acid  is  treated  with  water,  and 
allowed  to  stand  for  some  time,  colourless 
crystals  of  fustin  are  gradually  deposited. 

Fustin  crystallises  from  water  in  yellowish- 
white  needles,  m.p.  218°-219°,  and  when  digested 
with  boiling  dilute  sulphuric  acid  gives  fisetirt 
and  a  sugar,  the  nature  of  which  has  not  been 
determined.  The  formula  given  to  this  glucoside 
^ss^ig'^as  ^y  Schmid  cannot  be  regarded  as 
correct,  in  view  of  the  fact  that  the  true  formula 
of  fisetin  is  now  known  to  be  CuHtjO,. 

Dyeing  properties  of  young  fustic.  The 
colours  derived  from  young  fustic  are  all 
fugitive  to  light,  hence  this  dyestufl  has  lost 
its  importance.  In  silk  dyeing  it  was  formerly 
used  for  dyeing  brown,  the  sUk  being  mordanted 
with  alum,  and  afterwards  dyed  with  a  decoction 
of  young  fustic,  peachwood,  and  logwood.  With 
the  various  metallic  salts  as  mordants  young 
fustic  yields  colours  somewhat  similar  to  those 
obtained  from  old  fustic,  the  chromium  colour 
is,  however,  much  redder,  being  a  reddish-brown, 
and  th?  aluminium  yellow  is  much  duller ; 
stannous  chloride  on  the  contrary  gives  an 
incomparably  more  brilliant  orange,  not  unlike 
that  obtainable  from  flavin  or  from  Persian 
berries  (Hummel).  A.  G.  P. 

YTTERBIUM(2\reoy<ter6t«m).  Sym.  Yb.  At.wt. 
172-0.  In  1878  Marignac,  by  the  fractional 
decomposition  of  the  nitrates,  isolated  from 
crude  erbia  the  earth  ytterhia,  which  has  since 
been  resolved  by  Urbain  into  two  components 
neoytterbia  and  lutecia  (Compt.  rend.  1907,  146, 
759  ;'c/,  Auer  von  Welsbaoh,  Monatsh.  1906, 
27,  935 ;  1908,  29,  181  ;  Wenzel,  Zeitsch.  anorg. 
Chem.  1909,  64,  119  ;  Urbain,  Chem.  Zeit.  1908, 
32,  730). 

Occurrence.  Xenotime,  ytterbite  (gadolinite), 
pionazite. 

Separation   and    purification,  v.    Lutecium 
Vol.  V.—T. 


(cf.   Urbain,   Congress  of  Applied   Chemistry, 
1909,  X.  94J. 

Ytterbium  oxide  ( Ytterhia)  "YbjO,,  a  colourless 
mass  when  free  from  thuUa ;  it  dissolyes  slowly 
in  cold,  and  readily  in  hot,  dilute  acids.  With 
the  exception  of  soandia  and  lutecia,  ytterhia 
(neoytterbia)  is  the  weakest  base  of  the  yttrium 
earth  series. 

Ytterbium  hydroxide  Yb(OH)j  is  a  •colourless 
gelatinous  precipitate. 

Ytterbium  chloride  Ybaj.OHjO  (Matignon, 
Ann.  Chim.  Phys.  1906,  [viii.]  8,  440),  prepared 
by  the  action  of  hydrochloric  acid  on  ytterhia, 
separates  in  deliquescent  crystals,  m.p.  150°- 
155°  ;  it  gives  rise  to  the  readily  soluble  platini- 
chloride  2Yba3,Pta„22HjO,  and  aurichloride 
ybCl3,AuCl„9H20. 

Ytterbium  nitrate  Yb(NO,)3,4HjO  crystallises 
from  strong  nitric  acid  in  transparent  hygro- 
scopic prisms ;  a  trihydrate  separating  in 
colourless  plates  is  obtained  from  solutions 
evaporated  over  strong  sulphuric  acid. 

Ytterbium  sulphate  Ybj(S04)3,8HjO,  lustrous 
colourless  crystals,  the  solubility  of  which 
diminishes  with  rise  of  temperature  ;  this  salt 
is  partially  hydrolysed  in  dilute  solutions. 

"  Ytterbium  orthophosphate  YbPO„4iH20,  a 
gelatinous  precipitate  obtained  from  soluble 
ytterbium  salts  and  sodium  phosphate ;  the 
metaphosphate  Yb(P0j)3,  a  crystalline  powder, 
produced  by  melting  together  anhydrous 
ytterbium  sulphate  and  metaphosphoric  acid. 

Ytterbium  borate  YbBO,,  obtained  by  fusing 
together  ytterbia  and  boric  anhydride,  is  a 
crystalline  mass  insoluble  in  dilute  hydrochloric 
acid. 

Ytterbium  carbonate  Yb2(C03)3,4H.O,  a  gela- 
tinous precipitate  produced  by  mixing'  solutions 
of  ytterbium  nitrate  and  ammonium  carbonate  ; 
the  basic  carbonate  Yb(OH}C03,HjO  is  formed 
by  passing  carbon  dioxide  through  freshly- 
precipitated  ytterbium  hydroxide. 

Ytterbium  oxalate  Yb2(CaOi)„10H,O  is  a 
crystalline  powder  distinctly  more  soluble  in 
dilute  sulphuric  acid  than  the  oxalates  of 
yttrium  and  gadolinium  (NUson,  Compt.  rend 
1879,  89,  419  ;  1880,  91,  56,  118).  The  normal 
ytterbium  salts  of  the  lower  fatty  acids  are  very 
soluble  substances. 

Spectra.  Spark  spectrum  (i.)  visible  region 
(Thalen,  ibid.  1880,  91,  326) ;  (ii.)  ultra-violet 
(v.  Welsbach,  Monatsh.  1884,  5,  1 ;  Crookes, 
Proo.  Boy.  Soo.  1906,  78,  A,  154).  Arc  spectrum 
(Exner  and  Hasohek,  Die  Wellenlangen  der 
Bogenspektra,  1904).  G.  T.  M. 

YTTRIUM.  Sym.  Y.  At.wt.  89-0.  Yttria, 
the  predominant  and  most  basic  constituent  of 
the  yttrium  earths,  was  first  recognised  by 
Mosander  in  1843,  and  is  the  most  easily  purified 
oxide  of  this  series. 

Sources.  The  yttrium  earths  from  the 
following  minerals  :  ytterbite,  xenotime,  fergu- 
sonite,  yttrotantalite,  samarskite,  polyorase, 
euxenite,  yttrooraaite  (Amer.  J.  Sci.  190ft  [iv.] 
22,  515).  It  also  occurs  in  smaller  quantities  in 
the  rare  earths  from  cerite  and  allied  minerals 
{v.  Ceritjm  metals  and  earths). 

t- Separation  and  purificaiion.  In  its  basicity 
yttria  follows  the  more  basic  cerite  earths  and 
is  separated  by  methods  founded  on  differences 
in  basic  ^strength  from  the  other  less  basio 
yttrium  earths,  erbia,  dysprosia,  thulia ,  ytterbia, 
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lutecia,  and  scandia/  the  following  piocesses 
being  employed  for  this  purpose  :  ■  (1)  decom- 
position of  nitrates ;  (2)  the  basic  salt  method 
(».  Lanthanum  and  Scandhtm)  ;  (3)  fractional 
precipitation  with  alkalis  or  aniline  ;  (4)  succes- 
sive treatment  with  ammonium  carbonate  and 
acetic  acid. 

Crystallisation  methods  are  less  practicable 
in  the  yttrium  than  in  the  cerium  group,  because 
of  the  greater  solubility  of  the  salts  and  the 
instability  of  the  double  nitrates,  which  in  the 
3rttrium  series  are  unstable  at  the  ordinary 
temperatures  in  aqueous  or  nitric  acid  solutions. 
Nevertheless,  the  final  purification  of  yttrium 
from  erbium,  &c.,  may  be  effected  by  fractiona- 
tion of  the  bromates,  chromates,  formates, 
acetates,  oxalates,  acetylacetonates,  ethyl^sul- 
phates,  and  ferrocyanides  (v.  ERBnm). 

Metallic  yttrium  has  been  obtained  by  the 
reduction  of  yttrium  chloride  or  ytteium  sodium 
chloride  with  sodium  or  by  the  electrolysis  of 
the  latter  salt ;  it  is  an  iron-grey  substance 
easily  oxidisable  and  decomposing  hot  water 
(Oeve,  Bull.  Soo.  chim.  1873,  [ii.]  18,  193,  289 ; 
1-874,  [ii-l  21,  344 ;  cf.  Winkler,  Ber.  1890,  23, 
44,  120,  772,  2642). 

Yttrium  oxide  {Ytiria)  Yfi„  white  powder, 
sp.gr.  6-353,  sp.ht.  0-1173,  absorbing  carbon 
dioxide  from  the  atmosphere  ;  obtained  crystal- 
line by  fusion  with  calcium  chloride  (Compt. 
rend.  1888,  107,  99;  J.  Russ.  Phys.  Chem.  Sec. 
1910,  42,  96). 

Yttrium  hydroxide  Y(OH)„  gelatinous  pre- 
cipitate ;  the  product  obtained  with  ammonia  in 
presence  of  hydrogen  peroxide  is  a  hydrated 
peroxide  Yj09,a;HjO  (Cleve,  Bull.  Soc.  chim. 
•  1885,  [ii.1  43,  53). 

Yttrium  carbide  YCj,  yellow  crystalline  mass, 
sp.gr.  4'13,  produced  by  heating  the  oxide  with 
carbon  in  the  electric  furnace,  is  decomposed  by 
water  evolving  acetylene,  mixed  with  hydrogen, 
methane,  and  ethylene  (Moissan  and  lltard, 
Compt;  rend;  1896,  122,  573). 

The  salts  of  yttrium  with  colourless  acid 
radicles  are  devoid  of  colour,  and  their  solutions 
show  no  selective  absorption  in  the  visible 
region  of  the  spectrum. 

Yttrium  fluoride  YEj.JHjO  is  obtained  in  the 
wet  way  as  a  gelatinous  precipitate  ;  the  anhy- 
drous substance  is  produced  by  the  action  of 
fluorine  on  the  carbide  (Moissan  and  ^fitard. 
i,c.). 

Yttrium  chloride  YCl,  can  be  produced  by 
the  methods  generally,  applicable  for  the  pre- 
paration of  the  anhydrous  chlorides  of  the  rare 
earths  («.  CekiuM).     The  hexahydrate 

YCI„6H20, 
colourless  deliquescent  prisms,  melts  at  160°,  and 
is  readilv  soluble  in  water  or  alcohol  (Matignon, 
Ann.  Chim.  Phys.  1906,  [viii.]  8,  433). 

Yttrium  sulphate  yj(SO,)3,8HjO,  monoclinic 
crystals,  isomorphous  with  the  octahydrated 
sulphates  of  erbium,  neodymium,  and  praseody- 
mium (Kraus,  Zeitsch.  Krist.  1901,  34,  307). 
The  acid  sulphate  Yj^OjH),  separates  from 
concentrated  solutions  in  sulphuric  acid  (Brauner 
and  Picek.  Zeitsch.  anorg.  Chem.  1904,  38,  322). 


With  alkali  sulphates,  yttrium  forms   soluble 
double  sulphates,  e.g.  2Y2(S04)3,3KsS04 ; 

Y,(S04)3,Na3S04,2H,0  ; 
Y»(S04)„2(NH4)jS04,9H20  ;  these  salts  crystal- 
lise  on  concentrating  the  aqueous  solution  of 
their  components. 

Yttrium  nitrate  Y(N03)3,6H20,  very  soluble 
deliquescent  crystals  ;  a  dihydrate  has  also  been 
described  (Tanatar  and  Voljanski,  J.  Russ. 
Phys.  Chem.  Soc.  1910,  42,  586) ;  basic  nitrates, 
e.g.  3YjO3,4NjO5,20HjO,  are  produced  by  the 
partial  decomposition  of  the  normal  salt  (James 
and  Pratt,  J.  Amer.  Chem.  Soc.  1910,  32, 
873). 

Yttrium  phosphates.  The  ortho-phosphate 
YPO,,  which  occurs  native  as  xenotime  {v. 
lupra),  has  been  obtained  in  lustrous  needles  by 
melting  together  yttrium  chloride  and  the 
amorphous  phosphate  (Compt.  rend.  1875,  80, 
304 ;  1888,  107,  622).  When  prepared  ui  the 
wet  way  the  crystalline  salt  has  the  composition 
YP04,2HsO.  The  normal  pyro-  and  meta- 
phosphates  y4(P20,)3  and  YiPOj),  have  been 
described  together  with  several  acid  and 
double  phosphates  (Cleve,  I.e. ;  Johnson,  Ber. 
1889,  22,  976). 

Yttrium  carbonate  Y2(C0,)3,3H,O,  white 
precipitate  obtained  either  from  a  soluble 
yttrium  salt  and  an  alkali  carbonate,  or  by  pass- 
ing carbon  dioxide  into  freshly-precipitated 
yttrium  hydroxide ;  it  dissolves  in  excess  of 
aqueous  alkali  carbonate  forming  double  carbon- 
ates, e.g.  Yj(C03)3,Nas,C03,4H30. 

Yttrium  oxalate  Yj(C204)s,9H30,  a  white 
crystalline  powder,  dissolving  in  aqueous  potas- 
sium oxalate  to  form  Y2(Gj04),,3K2C304,18HjO ; 
it  is  soluble  in  dilute  sulphuric  acid  to  approxi- 
mately the  same  extent  as  lanthanum  oxalate. 

Yttrium  salts  of  other  organic,  acids  {v. 
Cleve,  I.e. ;  Tanatar  and  Voljansky,  l.c;  Benner, 
J.  Amer.  Chem.  Soc.  1911,  33,  60). 

Spectra.  Spark  spectrum ;  visible  recion 
(Thslfin,  Bull.  Soo.  chim.  1873,  [ii.]  22,  350; 
Bunsen,  Pogg.  Ann.  1875,  165,  230,  366;  v. 
Welsbach,  Monatsh.  1884,  6,  1);  ultra-violet 
region  (Lohse,  Ber.  Berlin  Aka4.  1897,  179); 
Exner  and  Haschek,  Ber.  Wien.  Akad.  1900, 
109,  IIo,  122).  Arc  spectrum  (Exner  and 
Haschek,  Die  Wellenlangen  der  Bogenspektra, 
1904 ;  Eberhard,  Zeitsch.  wiss.  Hiotograph. 
Photophysik.  Photochem.  1909,  7, 245).  Cathode 
luminescence  (Crookes,  Chem.  Soc.  Trans.  1889, 
55,  255 ;  Chem.  News,  1889,  60,  27,  39,  51,  63  ; 
Muthmann  and  Baur,  Ber,  1900,  33,  1748; 
Banr  and  Marc,  ibid.  1901,  34,  2460). 

G.  T.  M. 

YTTROTANTALITE.  A  complex  mineral 
consisting  essentially  of  yttrium  tantalate  and 
crystallising  in  the  orthorhombio  system.  It  is 
black  with  a  bright,  conchoidal  fracture,  and 
dlosely  resembles  samarskite  (?.«.)  in  appearance. 
Masses  several  jpounds  in  weight  have  been 
found  in  the  felspar  quarries  at  Ytterby  and 
Fahlun  in  Sweden  and  in  the  south  of  Norway 
(W.  C.  Brogger,  Die  Mineralien  der  sijdnorweg- 
ischen  Granitpegmatitgange,  Vid.-Selsk.  Sw, 
Kristiania,  1906.  No.  0,  152).  I^  J.  S, 
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Stilbite 
Heiilandite 
Chabazite 
Analcite  . 
Thomsonite 


ZAFFRE.  Cobalt  blue  v.  Cobalt:  also  Pig- 
ments. 

ZALA.    A  synonym  for  Borax. 

ZANTHOXYLUM.  The  bark  of  the  prickly 
ash,  Zanthoxylum  americanum  (Mill.),  and  Z. 
earolinianum,  which  are  rutaoeous  plants.  Is 
used  in  medicine  in  the  treatment  of  rheumatism 
and  to  relieve  toothache.  It  contains  a  volatile 
oil  and  resin, 

ZEIN  V.  Maize,  art.  Cbseals. 

ZEIODELITE.  The  name  of  a  mixture  ob- 
tained by  stirring  24  parts  of  finely-powdered 
glass  into  20  parts  of  melted  sulphur ;  used 
as  a  cement  and  for  taking  casts  instead  of  sul- 
phur or  plaster. 

ZEOLITES.    A    large    group    of    minerals 
consisting  of  hydrated  silicates  of  aluminium 
with  alkalis  and  alkaline  earths.    A  few  of  the 
more  important  are — 
NatroUte  {q.v.)  .         .     NajAljSi30,„,2H80 
CaAl2Si,0,„6HjO 
.       CaAl2Si,Oi5,5HjO 
CaAls,Si40,2,6H20 
NaAlSijOs,HjO 
.      CaAl2SijOj,2iH50 

Harmotome  and  edingtonite  contain  barium  ; 
brewsterite  contains  some  •  strontium ;  and 
potassium  is  present  in  phillipsite.  These 
minerals  hold  their  water  of  crystallisation  very 
loosely,  and  it  is  replaceable  by  a  variety  of 
substances  {e.g.  ammonia,  alcohol,  &c.).  They 
fuse  readily  irith  intumescence,  hence  the  name 
zeolite,  from  feTi',  to  boil,  and  xWos,  a  stone. 
They  are  readily  decomposed  by  acids,  usually 
with  the  separation  of  gelatinous  silica ;  and 
by  the  action  of  various  reagents  several  sub- 
stitution products  have  been  prepared.  They 
are  minerals  of  secondary  origin,  occurring 
usually  in  the  steam-cavities  of  volcanic  rocks, 
and  have  been  derived  from  the  decomposition 
of  felspar  and  other  alkali-bearing  minerals 
(with  which  they  show  certain  chemical  analo- 
gies). 

The  zeolites  present  many  points  of  mineralo- 
gical  interest,  and  they  afford  beautifully 
crystallised  specimens,  but  they  are  of 
no  direct  economic  importance.  They  appear, 
however,  to  play  an  important  part  in  soils  by 
retaining  in  a  readily  soluble  form  the  alkalis 
set  free  on  the  weathering  of  felspar.  The 
indefinite  zeolitic  constituent  of  soils  has  been 
named  geolyte  (Ger.  Bodenzeolitli)  (E.  A.  Wul- 
fing,  Jahresh.  Ver.  Naturk.  Wiirttemberg,  1900, 
66,  35 ;  R.  Gans,  Zeolithe  und  ahnliohe  Ver- 
bindungen  ihre  Konstitution  und  Bedeutung 
fiir  Technik  und  Landwirtschaft,  Jahrb.  K. 
Pfeuas.  Geol.  Landesanst,  Berlin,  for  1905, 
1906,  179-211.) 

On  permiUite,  an  artifiqial  zeolite-like  sub- 
stance employed  for  softening  water  and  for 
removing  manganese  and  iron  from  water,  and 
also  used  in  sugar  refining,  ».  B.  Gans,  Chem. 
Zentr.  1909,  i.  2031  :  also  art.  Watee. 

L.  J.  S. 

ZINC.    Sym.  Zn.     At.wt.  64-88. 

'f%ia    metal    wafi    mentioned    by    Albertus 


Magnus,  who  died  in  1280,  the  name  then 
employed  being '  golden  marcasite.'  The  modem 
word  zinc  appears  first  in  the  writings  of  Para- 
celsus, about  1500. 

The  metal  had,  however,  been  produced  at  a 
much  earlier  date,  probably  by  accident.  Zinc 
bracelets  were  discovered  in  the  ruins  of 
Cameros,  destroyed  circa  500  B.C.  Libavius 
carefully  examined  the  properties  of  zinc  about 
1595. 

Ores  of  zinc  were  known  to  the  ancients, 
and  were  employed  by  them  both  for  the  manu- 
facture of  brass  by  the  calamine  process,  and  also 
in  medicine.  The  working  of  zinc  ores  in 
Europe  in  modem  times  dates  from  the  intro- 
duction of  the  use  of  brass,  and  there  are  records 
extant  which  show  that  in  1439  the  Vieille 
Montagne  calamine  mines  had  been  worked  for 
a  considerable  time  by  the  men  of  Aix.  Metallic 
zinc  was  sometimes  produced  accidentally 
during  the  smelting  of  copper,  but  is  stated  to 
have  been  first  made  directly  from  calamine  by 
Henckel  in  1721  (Percy,  Metallurgj*,  i.  520). 
A  zinc  factory  was  erected  at  Bristol  by  Champion 
in  1743 ;  but  the  production  in  this  country 
was  small,  the  greater  part  of  the  metal 
required  being  imported  from  China  and  India, 
and  zinc  is  stated  to  have  sold  in  1731  for  £260 
per  ton,  or  more  than  ten  times  its  present 
value.  Other  works  were  erected  in  the  United 
Kingdom,  and  the  demand  gradually  increased 
with  the  introduction  of  the  direct  method  for 
the  manufacture  of  brass.  In  England  the 
process  of  distillation  per  deacensum  in  fireclay 
crucibles  was  adopted ;  this  has  scarcely  been 
used  elsewhere,  and  is  now  completely  abandoned 
in  this  country.  The  important  zinc  industry 
of  Silesia  in  Germany  was  commenced  in  1799 
by  Ruhberg,  who  had  learned  the  process  in 
England.  The  Libge  (or  Belgian)  process  was 
invented  by  Daniel  Douy  in  1809,  and  works 
were  immediately  erected  for  carrying  out  the 
process  at  Liege.  These  works  ultimately 
developed  into  the  Sooi6t6  de  la  Vieille  Montagne 
in  1837,  and  this  Soci6t6  is  now  the  largest  zinc- 
producing  company  in  the  world.  Zinc  smelting 
was  not  introduced  into  the  United  States  until 
1850.  It  was  not  till  1820  that  the  exports  of 
zinc  from  England  to  India  about  equalled  the 
total  imports,  and  this  country  could  be  con- 
sidered for  the  first  time  to  supply  itself  with 
zinc.  Since  that  time,  however,  the  trade  has 
fluctuated  considerably,  so  that  in  1864  the  total 
production  of  zinc  in  the  United  Kingdom  did 
not  equal  one  half  of  that  required  in  the 
Birmingham  brass  trade  alone. 

In  recent  years  the  world's  production  of 
zinc  (or  '  spelter  ')  has  steadily  increased,  though 
the  industry  is  limited  to  comparatively  few 
centres.  On  the  continent  smelting  is  conducted 
in  Belgium,  Westphalia,  and  Silesia  ;  in  America 
the  centres  are  Kansas,  Illiuois,^nd  New  Jersey  ; 
in  the  United  Kingdom  at  Swansea  and  near 
Birmingham.  The  world's  production  of  zino 
in  1907  was  737,500  metric  tons,  the  chief 
producers  being — 
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United  States        . 

.     226,400  tons 

Germany      .         . 

.     208,200    „ 

Belgium        .         , 

.     154,470    „ 

France  and  Spain 

.       65,730    „ 

United  Kingdom  . 

.       65,600    „ 

The  greater  part  of  the  zinc  smelted  in  the 
United  Kingdom  is  now  obtained  from  imported 
ores,  the  zinc  ore  raised  in  1911  being  only 
17,652  tons.  The  Derbyshire  mines  were  once 
of  great  importance,  but  their  output  now  is 
negligible.  Between  1880  and  1910  the  British 
production  of  zinc  increased  tenfold.  In  addi- 
tion about  _  100,000  tons  of  crude  spelter  are 
annually  imported.  At  the  end  of  the  nineteenth 
century  a  very  important  zinc  industry  had 
grown  up  in  Kansas.  It  depended  largely  on 
natural  gas  for  fuel,  and  with  the  gradual 
exhaustion  of  the  gas  supply  many  spelter  works 
were  closed,  and  the  industry  migrated  to  the 
coalfields  of  Illinois  or  to  Joplin. 

Ores  of  zinc.  The  most  important  ores  of 
zinc  are  the  sulphide  and  carbonate.  Zinc 
hlende  (ZnS)  is  commonly  called  '  black  jack ' 
by  the  miner  on  account  of  its  dead  black 
colour  and  high  lustre.  The  use  of  blende  for, 
,  the  manufacture  of  zinc  and  brass  was  patented 
in  1758  by  Champion  of  Bristol.  Previously 
the  source  of  the  metal  was  the  carbonate, 
calamine  (ZnCOj),  and  this  was  the  only  ore 
used  in  Belgium  until  about  1855,  when  roast- 
ing of  blende  was  adopted.  Both  these  ores  are 
widely  distributed  and  are  now  extensively  em- 
ployed. Of  less  importance  are  the  oxide 
(which  usually  contains  oxide  of  manganese, 
and  from  its  colour  is  called  red  oxide  of  zinc), 
and  the  silicates. 

In  Kew  Jersey  red  oxide  of  zinc  occurs  to- 
gether with  magnetic  oxide  of  iron  in  Franlc- 
Ijinite  from  which  the  zinc  is  first  extracted, 
and  the  residue  is  afterwards  smelted  for 
spiegel-eisen  in  the  blast  furnace.  For  ores 
which  consist  largely  of  oxide  of  zinc,  but  with 
some  iron,  magnetic  concentration  is  now 
eipployed,  the  magnetite  being  removed,  and 
an  ore  suitable  for  the  zinc  smelter  obtained. 
The  flue  dust  from  the  blast  furnace  used  in  the 
manufacture  of  iron  is  also  frequently  sufficiently 
rich  in  zinc  to  render  its  extraction  advantageous. 

Extraction  of  zinc.  It  is  necessary  that  the 
ores  used  for  the  extraction  of  zinc  should  be  as 
rich  and  as  uniform  in  character  as  possible. 
The  ore  as  purchased  by  the  smelter  usually 
contains  at  least  60  p.c.  of  zinc,  though  45  or 
even  40  p.c.  ores  are  used  if  they  contain  other 
valuable  materials  to  replace  the  decrease  in  zinc. 
The  ores  as  they  occur  are  often  only  poor  in 
zinc,  and  require  to  be  concentrated  by  washing ; 
in  the  case  of  calamine  ores  this  is  usually  a 
simple  matter,  but  with  blendes  which  are 
frequently  associated  with  other  sulphides  con- 
centration is  a  more  complicated  operation, 
though  with  modern  appliances,  careful  sizing, 
and  the  necessary  attention,  a  remarkably  perfect 
separation  can  be  effected.  The  slimes  produced 
during  concentration  are  again  treated,  '  frue 
vanners '  being  now  used  for  this  purpose,  and 
such  portions  as  are  rich  in  zinc  are  dried  and 
smelted  in  mixture  with  other  materials  as 
afterwards  described. 

'  Complex '  ores,  i.e.  ores  containing  other 
metals  in  addition  to  zinc,  have  been  the  cause 
of  considerable  loss  in  times  past,  and  enormous 


quantities  of  taUings  were  accumulated.  These 
are  now  treated  by  flotation,  processes  which 
separate  the  metallic  sulphides  from  the  gangue. 
In  oil  separation  processes  the  dry,  finely-crushed 
ore  is  mixed  with  a  small  quantity  of  oil,  and  is 
then  washed  with  water.  The  metallic  particles, 
or  other  bodies  with  smooth  surfaces  like 
sulphides,  are  wetted  by  the  oil,  and  float  upon 
the  water,  while  the  earthy  portions  sink  to  the 
bottom.  In  the  Elmore  oil  vacuum  process 
separation  is  assisted  by  the  aid  of  partial 
e:rfiaustion  of  a  large  metal  receiver  into  whicti 
the  oiled  slimes  and  water  enter.  The  air  films 
surrounding  the  oiled  particles  are  thus  ex- 
panded and  the  separation  much  improved.  In 
other  cases  diluted  acid  is  employed,  and  with 
suitable  ores  gas  bubbles  are  produced  which 
cause  the  particles  rich  in  metal  to  rise  to  the 
surface  of  the  liquid.  These  flotation  processes 
are  now  of  such  importance  that  from  the  Central 
mine  at  Broken  Hill  in  Australia  one-tenth  of 
the  total  zinc  ore  of  the  world  is  obtained.  The 
original  ore  contains  16-5  p.c.  lead,  18-5  p.c.  zinc, 
and  13  oz.  of  silver  per  ton.  The  concentrates 
account  for  90  p.c.  of  the  lead  present,  85  p.c. 
of  the  zinc,  and  88  p.c.  of  the  silver  (Sulman, 
Jour.  Inst.  Min.  and  Metallurgy,  1911,  47,  20). 

When  the  ores  have  been  thus  concentrated, 
they  are  calcined  or  roasted  to  convert  them  as 
completely  as  possible  into  zinc  oxide.  Cala- 
mine is  readily  calcined,'  and  this  is  frequently 
conducted  in  kilns  with  the  waste  heat  from  the 
smelting  furnaces.  On  the  other  hand,  blende 
requires  much  care  and  experience  in  roasting, 
so  as  to  prevent  the  formation  of  difficultly 
decomposable  sulphate.  Blende  is  generally 
roasted  in  multiple-bedded  reverberatory-fur- 
naces,  sometimes  with  the  waste  heat  from  the 
smelting  furnaces.  By  the  use  of  multiple- 
bedded  roasting  furnaces  a  considerable  economy 
of  fuel  and  more  uniform  heating  are  obtained. 
It  has  generally  been  considered  that  the 
presence  of  any  sulphur  in  roasted  blende  leads 
to  loss  of  zinc,  owing  to  sulphide  being  left  in 
the  retort,  but,  according  to  A.  Voigt  (J.  Soc.  ' 
Chem.  Ind.  8,  986),  the  zinc  left  in  the  retort  is 
chiefly  in  the  form  of  oxide,  while  the  sulphur 
in  roasted  blende  is  in  the  form  of  sulphates  of 
metals  generally  other  than  zinc,  and  the 
presence  of  a  small  quantity  of  sulphur  in 
roasted  blende  does  not  reduce  the  yield  of  zinc. 

In  roasting  blendes  a  quantity  of  zinc  fume 
is  produced,  and  may  lead  to  a  somewhat  con- 
siderable loss  of  zinc.  This  fume  has  been 
utilised  by  Krause-Cothen  for  the  manufac- 
ture of  zinc  carbonate  (Berg.  u.  Hiitt.  Zeit.  1891, 
246).  The  blende  roasted  at  Oberhausen  con- 
tains 0-02  p.c.  of  mercury.  The  dust  deposited 
from  the  roasting  kilns  contains  about  7  p.c.  of 
mercury,  which  is  extracted,  and  the  sulphur 
dioxide  from  the  gases  is  used  for  the  manufac- 
ture of  sulphuric  acid  (Chem.  Zeit.  10,  1039). 

Great  advances  have  been  made  in  recent 
years  in  the  furnaces  used  for  roasting  blende, 
the  object  being  to  economise  fuel  and  labour 
to  obtain  a  more  uniform  product,  and  to  utilise 
the  sulphur  dioxide  evolved.  This  branch  of  the 
subject  has  been  historically  treated  and  fully 
illustrated  by  E.  Schiitz,  Metallurgie,  1911,  635. 
One  form  of  such  furnace  which  has  met  with 
considerable  favour  is  known  as  the  Merton.  It 
i?  mulfciple-bedded,  and  mecljanioally  stirred- 
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After  oalcin&tion  the  finely -divided  ore  is  in 
all  casea  mixed  with  a  suitable  proportion  of 
ground  coal  (non-caking),  or  other  carbonaceous 
material,  and  heated  toT)right  redness  in  a  retort, 
the  form  and  dimensions  ot  which  vary  with  the 
locality  and  the  nature  of  the  ore.  The  carbon 
unites  with  the  oxygon  of  the  ore  to  form  car- 
bon monoxide,  and  zinc  is  set  free  ;  the  metal  at 
the  high  temperature  employed  is  converted 
into  vapour,  which  is  caused  to  pass  into  suitable 
receptacles,  and  condensed.  The  processes 
which  are,  or  have-been,  used  for  the  extraction 
of  zinc  differ  merely  in  the  form,  arrangement, 
and  number  of  the  retorts,  and  in  the  methods 
adop^d  for  supporting  and  heating  them. 

As  the  temperature  at  which  the  reaction 
ZnO+C=Zn-|-CO  takes  place  under  ordinary 
atmospheric  pressure  is  about  1050°,  and  nearly 
as  high  in  a  vacuum,  the  temperature  of  the 
retorts  is  necessarily  high.  The  fuel  consump- 
tion is  therefore  high,  and  the  wear  and  tear  of 
the  retorts  considerable.  The  difficulty  of  con- 
densing the  zinc  vapOur  is  increased  by  the  fact 
that  it  is  accompanied  by  carbon  monoxide  and 
other  gases. 

It  is  advantageous  to  thoroughly  crush  the 
materials,  and  to  have  as  large  a  condensing 
space  as  possible.  The  condensers  should  be 
just  sufficiently  hot  to  keep  the  condensed  metal 
in  the  liquid  state,  as,  if  the  receivers  are  too 
hot,  zinc  is  lost  by  volatilisation,  while  if  the 
temperature  is  too  low  a  coarse  crystalline  pro- 
duct is  obtained.  It  is  necessary  that  the  retorts 
should  be  kept  filled  with  carbon  monoxide  ;  if 
carbon  dioxide  is  present,  part  of  the  zinc  is 
oxidised  and  zinc  and  zinc  oxide  distil  over  to- 
gether. For  this  reason  it  is  necessary  to  leave  a 
little  of  the  ore  unreduced  in  the  retort  at  the  end 
of  the  process  (Steger,  J.  Soc.  Chem.  Ind.  5,  607). 

The  following  general  principles  have  been 
laid  down  for  the  construction  of  zinc  furnaces 
by  M.  F.  Laur  (Bull.  Soc.  Indust.  Min^rale,  1874, 
3,  395 ;  Inst.  C.  E.  41,  317)  :— 

1.  That  it  is  not  prudent  to  construct  fur- 
naces the  internal  capacity  of  which  exceeds 
about  32-5  cubic  yards. 

2.  The  thickness  of  the  charge  to  be  reduced 
in  the  muffles  should  not  exceed  7  ins.,  and 
the  vessels  should  not  exceed  20  ins.  in  height, 
or  5  ft.  in  length. 

3.  The  maximum  capacity  which  can  be  ad  van  - 
tageously  given  to  the  retorts  is  about  22  gallons. 

4.  The  total  internal  volume  of  the  retorts 
should  be  about  one-third  of  the  volume  of  the 
furnace  in  which  they  are  heated,  since  experi- 
ence shows  that  about  two-thirds  of  the  space 
is  required  for  supports  and  free  eirculation. 

Four  processes  for  the  extraction  of  zino 
have  been  actually  worked  on  a  considerable 
scale — ^namely,  the  English,  Carinthian,  Belgian, 
and  Silesian. 

1.  In  the  English  process,  adopted  by 
Champion  at  Bristol,  large  fira-clay  crucibles 
were  used,  and  the  method  was  that  known  as 
distillation  per  descensum.  The  process  involved 
the  use  of  an  excessive  amount  of  fuel,  and  only 
a  comparatively  small  amount  of  zinc  could  be 
produced.  This  manufacture  forms  a  very  in- 
teresting chapter  in  the  metallurgy  of  zino,  and 
has  been  fully  treated  by  Dr.  Percy  (Metallurgy, 
i.  650),  but  as  it  has  been  entirely  superseded, 
Till  not  be  here  described  in  detail. 


2.  The  Carinthian  procisa.  The  process 
formerly  adoJ)ted  in  Carinthia  was  in  principle 
'similar  to  the  English  method,  the  ore  being 
charged  into  vertical  pipes  or  retorts  of  fire-clay, 
and  distillation  being  effected  per  descensum  ;  a 
single  furnace  sometimes  contained  over  250 
such  pipes.  This  process  is  also  now  aban- 
doned. 

3  and  4.  Belgian  and  Silesian  processes.  The 
only  processes  now  in  extensive  operation  for 
the  smelting  of  zinc  are  the  Belgian  and  Silesian, 
neither  of  which  is  confined  to  the  countries  in 
which  it  was  invented.  The  two  systems  are 
sometimes  combined  in  the  same  furnace,  the 
retorts  in  the  lower  or  hotter  part  being  on 
the  Silesian  principle,  and  in  the  upper  part  on 
the  Belgian,  In  each  case  the  retorts  are  of 
fire-clay,  and  are  generally  made  on  the  premises. 
In  this  country  they  are  still  frequently  moulded 
by  hand,  then  air-dried  for  about  a  fortnight, 
and  afterwards  heated  to  redness  in  a  separate 
furnace  before  being  set  in  position.  By  an 
improvement,  the  invention  of  M.  Dor,  which 
has  been  largely  adopted  on  the  Continent,  and 
to  some  extent  in  the  United  Kingdom,  the 
retorts  are  subjected  to  a  pressure  of  3000  lbs. 
to  the  square  inch  during  manufacture.  Great 
care  is  taken  in  the  selection  ot  suitable  clays,  in 
the  preparation  and  tempering,  and  in  pressing 
the  retorts.  They  are  thus  made  very  thin, 
and  yet  possess  great  durability.  The  differences 
between  the  Belgian  and  Silesian  systems  are 
in  the  shape,  size,  and  method  of  supporting  the 
retorts,  in  the  amount  of  chaise  used,  and  in 
the  arrangeirent  of  the  retorts  in  the  furnace. 
In  each  system  direct  firing  by  coal  was  formerly 
universal  and  is  still  occasionally  used,  but  gas- 
firing  is  no  w  very  generally  employed.  In  Wales 
and  in  the  United  States  regeneration  by 
reversals,  on  the  Siemens'  principle,  is  generally 
adopted,  but  in  Belgium  continuous  regeneration 
is  preferred.  In  thLs  system  the  gas  producers  are 
not  separate  from  the  furnace,  but  are  placed 
in  the  furnace  below  the  retorts.  The  products . 
of  combustion  circulate  by  a  zig-zag  course 
through  firebricks.  The  firebricks  are  provided 
with  hollow  channels,  through  which  is  drawn 
the  air  used  for  combustion.  Such  furnaces 
appear  to  work  very  satisfactorily  and  to  require 
little  attention  or  repair.  The  introduction  of 
gas  furnaces  has  led  to  considerable  saving  of 
fuel,  which  in  Silesia  was  formerly  3-5  tons  of 
coal  per  ton  of  ore,  and  is  now  about  one-third 
of  that  quantity ;  gas  firing  has  also  led  to  the 
use  of  larger  furnaces  and  given  longer  lite  to 
the  retorts.  The  result  has  been  that,  in  Silesia, 
while  the  number  of  works  has  actually  decreased , 
the  production  of  zino  has  greatly  increased  (v.  M. 
Georgi,  Zinc  Industry  of  Upper  Silesia  ;  Berg.  u. 
Hiitt.  Zeitung,  30,  71, 78, 97;  Inst.  C.  E.  49, 369). 

The  retorts  used  in  the  Belgian  process  are 
cylindrical  or  elUptical  in  shape,  being  closed 
at  one  end ;  these  retorts  are  supported  at  the 
extremities,  and  are  set  m  the  furnace  in  tiers, 
each  retort  being  inclined,  and  higher  at  the 
back  than  the  front.  The  elliptical  retorts  are 
used  for  the  lower  tiers,  where  the  temperature 
is  highest,  and  they  are  sometimes  air-cooled  at 
the  bottom.  The  introduction  ot  the  charge 
involves  considerable  skill.  As  the  material  is 
finely  divided,  particularly  when  fine  concentrates 
are  employed,  it  has  been  found  advantageous 
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to  brifxuette  the  miiture  by  pressure,  and  this 
improvement  is  steadily  gaining  ground.  The 
mouths  of  the  retorts  are  fitted  with  condensing 
tubes  of  clay  iu  which  the  zinc  collects,  partly 
in  the  form  of  metal  and  partly  in  the  form  of 
more  or  less  oxidised  dust,  which  deposits 
chiefly  in  a  sheet-iron  nozzle  fitted  to  the  clay 
tube.  The  workman  judges  of  the  progress  of 
^e  operation  by  the  colour  of  the  flame  or 
vapours  which  are  evolved.  Brown  vapours  are 
first  given  o£E,  and  with  these  any  cadmium 
passes  over ;  they  are  succeeded  by  the  charac- 
teristic flame  of  zinc,  which  continues  until  the 
operation  is  completed.  The  loss  of  zinc  by  the 
Belgian  process  is  about  10-15  p.c.  of  that  origi- 
nally present  in  the  ore ;  while  in  the  Silesian 
process,  in  which  poorer  and  more  refractory 
ores  are  employed,  the  loss  is  5,  or  even  10,  p.c. 
greater  (F.  Juretzka,  Metallurgie,  1911,  viii.  1). 

In  the  Silesian  process  the  retorts  are  ^~\ 
shaped ;  the  width  is  the  same  as  that  of  the 
Belgian  retorts,  but  the  height  is  greater,  and  as 
the  retorts  are  supported  in  the  furnace  from 
beneath,  they  are  made  longer  than  in  the  Bel- 
gian process — consequently  the  charge  is  greater. 
The  retorts  are  usually  placed  in  a  single  row  in 
the  furnace,  which  occasionally  contains  as 
many  as  forty  such  retorts,  though  about  thirty- 
two  is  stated  to  give  the  best  results,  and  a 
smaller  number  is  frequently  employed.  At 
Freiberg  the  muflBes  are  arranged  in  two  rows 
one  above  the  other,  and  each  row  contains 
sixteen  muSfles.  In  recent  years  the  tendency 
has  been  to  use  a  much  larger  number  of  retorts 
than  formerly,  so  that  the  charge  of  ore  per  fur- 
nace has  been  raised  from  15  cwt.  to  8  or  10  tons. 

In  the  lower  part  of  the  front  of  a  Silesian 
muf?ae  a  hole  is  provided  for  the  purpose  of  in- 
troducing the  charge,  and  removing  the  residue 
after  the  distillation  is  complete.  This  method 
of  charging,  combined  with  the  imderneath  sup- 
port, gives  greater  durability  to  the  Silesian 
muffles,  so  that,  though  in  a  given  time  the 
Belgian  furnace  may  make  more  zinc,  the  annual 
production  is  rather  in  favour  of  the  Silesian  (v. 
F.  A.  Thum.  Notes  on  Zinc  Smelting,  Eng.  and 
Min.  Jour.  1879,  275  ;  Inst.  C.  E.  68,  407).  The 
cost  of  calcining  the  ore,  and  smelting,  the  zinc, 
in  a  modem  works .  in  South  Wales,  averages 
about  £3  per  ton  of  spelter  produced  (1911). 

The  zinc  works  of  Prince  Hohenlohe  in 
Silesia  include  three  smelting  works,  with  a 
total  of  106  furnaces,  and  a  separate  calcining 
works  for  the  preparation  of  zinc  blende  for 
distillation.  The  fourteen  long  double-bedded 
calcining  furnaces  employed  have  each  an  out- 
put of  220  lbs.  of  roasted  ore  every  6  hours. 
Each  zinc  furnace  contains  thirty-two  muffles, 
heated  by  gas  from  Boetius  producers.  Every 
furnace  is  arranged  with  sixteen  niches,  each 
containing  two  muffles,  while  two  furnaces  are 
built  together  so  as  to  form  a  double  furnace.. 
Two  spaces  are  provided  at  either  end  of  the 
double  furnace,  one  for  tempering  the  muffles, 
and  the  other  for  calcining  the  lump  calamine. 
Most  of  the  calamine  is  charged  raw,  as  the 
carbon  dioxide  is  driven  o£E  long  before  the 
temperature  of  reduction  is  reached.  The.charge 
per  muffle  weighs  607  lbs,,  and  consists  of  a 
mixture  of  roasted  blende,  lump  calamine,  and 
dried  slimes.  The  daily  yield  is  about  108  lbs. 
of  zinc.    The  zinc  contains  3-4  p.c.  of  lead, 


which  is  reduced  by  refining  to  LO?  p.c.  The 
refining  is  conducted  in  a  reverberatory  furnace 
with  an  inclined  base,  in  the  well  of  which 
the  metal  collects,  the  lead  at  the  bottom  and 
the  zino  above.  Every  12  hours  about  half  a 
ton  of  zinc  is  tapped,  and  the  same  amount  of 
raw  zinc  is  charged  in ;  the  lead  is  removed  at 
longer  intervals.  An  exactly  similar  process  is 
used  in  Birmingham  for  refining  Continental 
zinc  previous  to  rolling.  The  refined  zinc  con- 
tains about  1  p.c.  of  lead,  0-02  p.c.  of  iron,  and 
0-04  p.c.  of  sulphur  (Berg,  imd  Hutt.  J.  1889, 
389  ;  Inst.  C.  E.  101, 382). 

For  full  particulars  of  modem  practice  in  zino 
smelting,  especially  in  reference  to  theJUnitcd 
States  of  America,  W. R.  Ingall's  standard  treatise 
on  the  Metallurgy  of  Zinc  should  be  consulted. 

The  demaqd  for  spelter  of  high  chemical 
purity  is  now  considerable,  such  metal  being 
required  for  the  production  of  the  ductile  brasses. 
One  of  the  most  remarkable  advances  in  con- 
nection with  the  metallurgy  of  zinc  in  recent 
years  has  been  the  improvement  in  the  quality 
of  the  product  when  required  for  special  purposes. 
Formerly  98  or  98-6  p.c.  zinc  was  considered 
satisfactory,  upwards  of  1  p.c.  of  lead  and  a 
few  tenths  p.c.  of  iron  being  present.  It  is  now 
possible  to  regularly  obtain  considerable  quan- 
tities of  metal  guaranteed  to  contain  over 
99'75  p.c.  of  zinc,  and  upwards  of  99-9  p.c.  is 
also  sold  at  a  rather  higher  price.  Such  metal  is 
either  produced  electrolytically,  as  afterwards 
mentioned,  or  by  the  use  of  a  filter  of  carbon., 
firebrick,  or  other  crushed  and  porous  material 
placed  in  the  mouth  of  the  ordinary  zinc  retort. 
This  filter  retains  the  lead,  while  zinc  vapour, 
passes  through  and  is  condensed  (jee  Primrose, 
Production  of  Pure  Spelter,  Inst,  of  Metals, 
1909,  ii.  231  ;  Bannister,  Carbonaceous  Filters  in 
the  Smelting  of  Zinc,  Inst,  of  Metals,  1910,  i.  213). 

Treatment  of  zinc  ores  in  the  blast  furnace. 
In  order. to  reduce  the  consumption  of  fuel  and 
labour  in  the  extraction  of  zinc  a  number  of 
attempts  have  been  made  to  reduce  zinc  in  the 
blast  furnace,  but  hitherto  without  much  success. 
The  difficulty  experienced  is  due  to  the  fact  that 
the  vapour  of  zinc  and  the  furnace  gases  must,  in 
such  a  furnace,  pass  away  together,  and  during 
the  condensation  which  ensues  u  reaction  takes 
place  between  th'e  zinc  and  the  carbon  diomde 
of  the  gases,  thus  Zn-)-C02=ZnO+CO  repro- 
ducing oxide  of  zinc,  and  the  ultimate  result  of 
the  operation  is  merely  to  carry  zinc  oxide  out 
of  the  blast  furnace  into  the  condensing  appara- 
tus. This  action  has  been  studied  by  Lencau- 
chez  (M6m.  Soc.  Ingdn.  Civils,  1877,  5fi8 ;  Inst. 
C.  E.  61,  332),  who  found  that  zino  was  still 
oxidised  when  the  proportion  of  carbon  dioxide 
was  only  0-5  p.c.  of  the  gas  employed.  Zinc 
vapour  is  also,  oxidised  by  any  water  vapour 
which  may  be  present.  By  very  rapid  cooling 
of  the  gases  Lencauchez  succeeded  in  reducing 
the  oxidation  of  the  zino  to  as  little  as  6  p.c, 
but  after  numerous  experiments  he  concluded 
that  this  process  is  not  likely  to  be  commercially 
successful. 

In  some  cases,  with  relatively  poor  complex 
ores  containing  zinc,  a  blast  furnace  smelting  is 
adopted  with  uie  deliberate  intention  of  volatilis- 
ing the  zinc  as  oxide.  This  is  condensed,  usually 
with  the  aid  of  bag  filtration,  and  sold. to  the 
smelters  to  be  dealt  with  in  the  ordinary  way. 
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ja  1S7S  Binon  and  Grandfils,  in  Stolberg, 
made  the  atteinpt  to  use  a  zino  oven  with  up. 
right  retorta.  They  aimed  at  making  the  old 
Caiinthian  method  continuous.  The  materials 
containing  aino  were  heated  with  reduoing-agents 
by  gas  in  reduction  spaces  in  the  form  o?  shafts, 
wliioh  were  filled  above  and  emptied  below. 

Electric  ameliing  of  zinc.  Considerable  atten- 
tion  has  been  devoted  to  this  subject  during  the 
past  few  years,  and  a  lengthy  list  of  patents  has 
resulted.  In  the  opinion  of  competent  and 
disinterested  observers  the  solution  of  the 
problem  of  the  blast  furnace  reduction  of  zinc 
ores  will  come  by  means  of  the  appUoation  of 
electricity.  Two  typical  processes  may  be  here 
mentioned.  In  that  of  Snyder,  adopted  in 
British  Columbia,  complex  ores  are  calcined  to 
oxides,  mixed  with  fluxes  to  give  a  slag  melting 
at  about  1050°,  and  treated  in  an  electric 
furnace.  The  current  passes  through  the  molten 
slag,  under  which  the  lead  is  collected  in  a  well. 
The  zinc  is  volatilised  and  condensed  in  suitable 
chambers.  The  De  Laval  process,  worked  in 
S\veden,  is  conducted  in  an  arc  furnace  into 
which  the  roasted  ores  are  charged  after  mixing 
with  flux  and  coal.  The  product  is  a  coarse 
metal  containing  zinc,  lead,  and  other  impurities. 
This  coarse  metal  is  refined  by  distillation  in 
"  another  furnace,  and  zinc  of  high  purity  is 
obtained,  together  with  zino  dust  or  fume  and 
base  lead  buUion.  One  h.p.  year  is  claimed  to 
produce  800-1000  k.  of  metaJlic  zinc,  much  of 
which  is,  however,  in  the  form  of  dust.  The 
current  cost  is  about  half  the  total  charges. 
The  electric  processes  depend  for  their  success 
upon  electricity  from  cheap  water  power,  and 
are  not  likely  to  seriously  compete  with  the 
old-established  reduction  centres,  at  all  events 
for  some  time  to  come  (see  Sulman,  J.  Inst.  Min. 
and  Met.  1911,  bd.;  Min.  Mag.  1911.  310,  389). 

Wet  methods  of  extracting  zinc.  One  of  the 
most  difiScult  problems  connected  with  the  metal- 
lurgy of  zinc  is  that  of  the  treatment  of  complex 
ores.  These  may  contain,  in  the  aggregate,  very 
considerable  proportions  of  metallic  constituents, 
but  in  that  a  number  of  metals  are  present  to- 
gether the  ores  cannot  be  treated  by  ordinary 
methods.  Such  ores  usually  contain  about  12-^ 
28  p.c.  of  zino,  and  5-15  p.c.  of  lead,  together 
with  a  few  p.c.  of  copper,  some  ounces  of  silver 
per  ton,  and  frequently  small  proportions  of 
other  constituents.  Such  ores  are  now  frequently 
treated  by  oil  vacuum  or  other  concentration 
"processes  so  as  to  classify  the  metalliferous 
portions  into  separate  saleable  products  whenever 
possible.  Various  wet  methods  of  extraction, 
usually  connected  with  electro-deposition,  have 
from  time  to  time  been  suggested,  and  have 
been  worked  on  a  more  or  less  considerable 
sc^ale,  though  as  yet  usually  without  much  com- 
mercial success.  It  was  only  after  many  trials 
that  copper-refining  byelectro-deposition  became 
a  commercial  success  :  and  yet  copper  is  worth 
more  than  double  the  price  of  zino.  The 
electro-motive  force  required  for  the  deposition 
of  copper  is  less  than  that  necessary  for  zinc,  and 
the  strength  of  current  that  may  be  used  with 
copper  is  greater.  Thus  electrolytic  methods  of 
extraction  of  zino  have  to  contend  with  the  dis- 
advantages of  the  comparatively  low  intrinsic 
value  of  the  metal,  and  of  comparatively  slow 
deposition. 


Where  electro-deposition  is  employed,  there 
are  two  methods  open  for  extracting  the  zinc ; 
in  the  first  the  ore  itself  may  be  used  as  anode ;  or, 
secondly,  the  ore  may  be  roasted  or  treated  with 
solvents  to  convert  the  zinc  into  a  soluble  form: 

1.  Luckow  proposed  to  mix  the  ore  with 
coke  in  order  to  render  it  a  conductor,  and  to 
place  it  in  an  open  chest  in  an  electrolyte  con- 
sisting of  a  somewhat  strong  and  acid  solution 
of  commoii  salt  or  zino  chloride  (20-30  p.c. 
Zn).  The  meta,l  was  deposited  either  upon  a 
zinc  plate  or  upon  a  cathode  of  coke.  Higga 
(Eng.  Pat.  9158.  1886)  proposed  a  simflar 
method,  but  used  magnesium  chloride  as  elec- 
trolyte, and  adopted  special  arrangements  for 
collecting  the  evolved  chlorine. 

2.  Many  processes  have  been  proposed  for 
rendering  the  zino  in  complex  ores  soluble,  and 
in  a  number  of  these  it  is  proposed  to  recover 
the  zinc  from  solution  by  electro-deposition. 

Lambotte  and  Doucet  proposed  to  roast 
blende  to  oxide,  dissolve  in  crude  hydrochloric 
acid,  precipitate  the  iron  with  chloride  of  lime 
and  zinc  oxide,  and  electrolyse  the  solution. 

FameU  calcined  complex  ores  to  oxide,  dis' 
solved  in  dilute  sulphuric  acid,  which  was  ob- 
tained as  a  by-product,  precipitated  the  copper 
by  metallic  iron,  and  evaporated  the  hquor  to  a 
mud.  Zinc  sulphide  was  then  added,  and  zino 
oxide  produced  by  heating  the  mixture  strongly^ 
The  zinc  oxide  so  obtained  was  sold  to  the 
smelters.  Maxwell  Lyte  calcined  the  ore,  and 
dissolved  in  hot  dilute  hydrochloric  acid ;  the 
lead  was  allowed  to  separate  as  chloride  on 
cooling,  the  iron  precipitated  by  limestone^ 
the  copper  with  scrap  iron,  and  the  zinc  as 
oxide  by  lime.  L6trange  was  one  of  the 
earliest  workers  in  the  direction  of  electro-depo4 
sition  of  zinc ;  in  his  process  blende  was  care- 
fully roasted  at  low  temperatures  to  produce 
zino  sulphate,  which  was  dissolved  with  hot 
water  and  dilute  sulphuric  acid.  The  solution 
was  then  electrolysed,  using  an  anode  of  lead 
(or  carbon)  and  a  cathode  of  zinc.  The  current 
used  must  have  a  high  electro-motive  force  owing 
to  the  peroxidation  of  the  surface  of  the  lead. 

Among  other  suggestions  the  follovring  are 
worthy  of  notice.  la  1886  Lea  and  Hammond 
(Eng.  Fat.  10868)  suggested  the  use  of  hydro* 
chloric  acid  as  a  solvent  for  roasted  ores  previous 
to  electro-deposition,  while  in  the  same  year 
Squire  and  Currie  (Eng.  Fats.  12249  and  12630) 
proposed  the  use  of  an  alkaline  solution  for  the 
same  purpose,  and  in  1887  Watt  patented  (Eng, 
Fat.  6294)  the  appUcation  of  dUute  vegetable 
acids  for  a  similar  .object.  Again,  Burghard^ 
(Eng.  Fats.  8986  and  13182,  1888 ;  659,  1889) 
proposed  the  use  of  an  alkaline  solution  made 
by  adding  the  roasted  ore,  previously  mixed 
■with  3-7  p.c.  of  powdered  coal  or  charooa},  to 
melted  caustic  potash  or  soda,  The  mass  was 
extracted  with  water,  the  zinc  electro-deposited, 
and  the  alkali  recovered  to  be  used  over  again. 
Croselmire  (Eng.  Fat.  4286,  1888)  proposed  to 
mix  the  eroimd  ore  with  clay,  and  form  into 
perforated  pressed  bricks  which  are  roasted  into, 
sulphate  in  kilns.  The  roasted  mass  is  extracted, 
with  hot  water  and  an  equivalent  of  dilute 
suiphurio  acid,  air  is  blown  through  the  liquors 
to  precipitate  iron  and  manganese,  and,  after 
settUng,  the  clear  liquor  is  electrolysed,  or  the 
zinc   may   be   precipitated   by   soda   ash.    Iq 
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1889,  also,  Cunningham  (Eng.  Pat.  9987)  again 
patented  the  use  of  an  alkaline  solution  obtained 
by  fusion  with  caustic  soda. 

Among  methods  of  another  class  proposed 
for  the  treatment  of  complex  zinc  ores  may  be 
mentioned  that  of  Perino   (Eng.   Pat.    10657, 

1888)  who  fused  the  blende  in  clay  retorts  at 
150°-200°  with  ferric  nitrate  in  the  proportion 
of  about  5  parts  of  nitrate  of  iron  to  1  of  zinc. 
The  mass  was  extracted  with  water  and  a  solu- 
tion of  zinc  sulphate  obtained.  Arrangements 
were  made  for  recovering  the  ferric  nitrate. 
Siemens    and    Halske   also    (Eng.    Pat.    3533, 

1889)  use  ferric  sulphate  for  extracting  zinc 
from  complex  ores,  while  Seegall  (Eng.  Pat. 
4871, 1889)  employs  a  slightly  acidified  solution 
of  ferric  chloride  for  the  same  purpose. 

The  complex  ores  of  Leadville,  U.S.A.,  con- 
taining 25  p.c.  zinc,  15  p.c^  lead,  20  p.c.  iron, 
are  roasted  to  sulphate,  extracted  with  water ; 
the  residue  chlorinised  to  complete  the  extrac- 
tion of  the  zinc,  and  the  zinc  precipitated  from 
the  solutions  as  oxide  (J.  Soc.  Cliem.  Ihd.  7,  572). 

The  only  process  for  the  electrolytic  produc- 
tion of  zinc  which  is  at  present  successfully 
conducted  on  a  considerable  scale  in  the  United 
Kingdom  is  a  modification  of  the  Hopfner  patent, 
introduced  at  Northwioh  by  Messrs.  Brunner, 
Mond,  Ltd.  The  primary  object  ia  the  produc- 
tion of  chlorine  from  the  calcium  chloride 
liquors  made  in  the  ammonia-soda  alkali  process. 
These  Uquors  are  treated  with  zinc  oxide  (roasted 
zinc  ores)  and  carbon  dioxide,  when  calcium 
carbonate  is  produced  and  zinc  chloride  hquors 
obtained.  This  solution,  after  the  removal  of 
all  the  more  electro-negative  elements,  is 
electrolysed,  a  current  density  of  as  much  as 
80  amperes  per  sq.  ft.  of  cathode  surface  being 
allowable.  The  products  are  zinc  and  chlorine. 
The  cathode  consists  of  a  series  of  discs  of  iion 
which  revolve  on  a  horizontal  axis ;  the  anodes 
are  of  carbon  and  are  enclosed  in  wooden  frames, 
the  sides  of  which  are  enclosed  with  cloth 
diaphragms.  The  chlorine  evolved  is  subse- 
quently converted  into  bleaching  powder.  The 
zinc  is  stripped  ofi  the  cathode  plates,  re- 
melted,  and  cast  into  ingots.  The  great  difficulty 
is  to  obtain  a  smooth  adherent  coating  of  zinc, 
and  to  prevent,  as  far  as  possible,  the  formation 
of  spongy  zinc.  The  exact  nature  of  the  latter 
product,  and  the  cause  of  its  formation,  are 
still  not  thoroughly  understood.  This  is  doubt- 
less the  reason  for  the  monopoly  enjoyed  by  the 
above  firm,  the  precise  details  of  the  process 
'being  kept  secret.  The  zinc  obtained  is  sold 
with  a  -guaranteed  purity  of  99-96  p.c,  which 
makes  it  of  great  value  in  the  production  of 
ductile  brasses,  and  for  other  purposes  where 
the  presence  of  lead,  &c.  would  be  detrimental. 

To  avoid  the  necessity  for  electrolysis  of  the 
zinc  solutions  obtained  from  complex  ores 
processes  have  been  introduced  to  precipitate 
the  zinc  in  a  form  suitable  for  sale,  to  the  zinc 
smelter.  A  typical  process  is  that  in  which  sul- 
phur dioxide,  obtained  from  blende  roasting,  is 
used  to  extract  zinc  from  roasted  ores.  With 
excess  of  sulphur  dioxide  the  zinc  passes  into 
solution  as  bisulphite,  and  is  separated  from  the 
residues.  These  contain  lead,  silver,  &o.,  and 
are  sold  to  the  smelters.  By  the  removal  of 
half  the  sulphur  dioxide  from  the  solution 
insoluble  zinc  sulphite  is  thrown  down.    This 


sulphite  is  filtered  oft,  dried,  and  calcined  in  ft 
muffle  at  a  low  temperature.  Zinc  oxide  is 
obtained  in  a  form  suitable  for  spelter  produc- 
tion, and  the  sulphur  dioxide  is  added  to  the 
calciner  gases  to  enrich  them  for  fresh  leaching 
operations  (Eng.  Pat.  21759,  1908). 

Properties.  Zinc  is  a  bluish-white  metal, 
which  at  ordinary  temperatures  is  brittle,  and 
when  pure  exhibits  a  beautifully  crystalline 
fracture.  The  presence  of  impurities  usually 
renders  the  fracture  closer  in  the  grain  and  less 
brilliant.  Zinc  melts  at  420°,  and  boils  at  930°. 
It  can,  however,  be  readily  distilled  in  glass 
vessels  in  a  vacuum,  under  atmospheric  pressure. 
It  undergoes  two  marked  changes  in  electric 
conductivity,  one  at  170°,  and  the  second  at 
340°.  It  is,  therefore,  believed  by  Benedicks 
to  exist  in  these  allotropic  modifications  (Metal- 
lurgie,  1910,  7,  531).  Its  tensile  strength 
varies  greatly  according  to  the  mode  of  pre- 
paration ;  cast  zinc  has  a  tenacity  of  only 
1-2  tons  per  square  inch,  whUst  an  annealed  rod 
gave  a  tenacity  of  7*9  tons  per  square  inch,  and 
zinc  wire  10  tons  per  square  inch.  Its  hardness 
is  intermediate  between  that  of  tin  and  copper, 
being  equal  to  6  on  Turner's  Sclerometer  and 
2^  on  Moh's  scale. 

Though  zinc  is  brittle  at  ordinary  tem- 
peratures, and  BO  tender  above  200°  that  it 
can  readily  be  crushed  to  powder,  it  can  be 
rolled  into  sheet  or  drawn  into  wire  at  an  inter- 
mediate temperature  of  about  100°-150°.  It 
is  a  remarkable  fact  that  the  metal  when  so 
treated  retains  its  malleability  in  the  cold.  Zinc 
was  first  rolled  early  in  the  present  century  in 
Birmingham,  and  rolled  zinc  now  forms  one  of 
the  most  important  applications  of  the  metal, 
the  greater  part  of  the  zinc  produced  in  Europe 
being  used  for  this  purpose.  Commercial  zinc 
always  contains  more  or  less  lead  and  iron, 
together  with  traces  of  cadmium,  arsenic,  and 
sulphur,  the  lead  being  volatilised  with  the  zinc 
in  the  process  of  ibanufacture.  Kosmann 
has  also  found  comparatively  large  quantities  of 
thallium  in  commercial  zinc  (Chem.  Zeit.  10,  762). 
The  chief  technical  methods  for  the  assay  of 
zinc  have  been  described  and  discussed  in  con- 
nection with  a  paper  by  Greenwood  and  Brislee 
(Inst,  of  Metals,  1909,  2,  249).  The  presence  of 
lead,  which  is  objectionable  in  zinc  to  be  used 
for  the  manufacture  of  the  best  quaUties  of 
strong  brass,  is  an  advantage  in  zinc  that  is  to 
be  rolled.  As  English  zinc  is  relatively  free 
from  lead,  it  is  usual  to  employ  this  variety  for 
the  production  of  alloys  in  which  lead  would 
be  objectionable,  while  Continental  zinc  is  im- 
ported for  rolling.  If  the  state  of  the  market 
renders  it  advantageous  to  roll  Engh'sh  zinc,  this 
can  be  improved  by  the  addition  of  a  small  pro- 
portion of  lead.  In  addition  to  what  is  made 
here,  more  thaii  20,000  tons  of  sheet  zinc  is 
annually  imported  into  the  United  Kingdom. 
The  density  of  zinc  varies  from'6"8  to  about  7*2 
according  to  the  mode  of  preparation. 

When  heated  in  the  air  much  above  its  melt- 
ing-point, zino  readily  bums  with  a  brilliant 
greenish-white  flame,  producing  the  oxide  (ZnO) 
which  condenses  in  a  bulky  flocculent  condition 
formerly  known  as  '  philosopher's  wool.'  The 
white  fume  produced  when  casting  brass  or  other 
zinc  alloys  that  melt  at  a  tolerably  high  tem- 
perature coiisistB  of  zinc  oxide.    Though  zinc  is 
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feadily  volatile,  the  osdde  is  fixed  at  all  ordinary 
furnace  temperatures.  Zino  is  not  affected  by 
dry  air  at  ordinary  temperatures,  but  tarnishes 
superficially  in  moist  air.  The  metal  is  also 
not  attacked  by  mineral  lubricating  oils,  and  of 
ordinary  animal  oils  it  is  attacked  most  by  sperm 
oil  and  least  by  lard  oil  (Redwood,  J.  Soc.  Chem. 
Ind.  S,  362).  Zinc,  both  pure  and  commercial, 
dissolves  readily  in  alkalis.  Pure  zino  is  unat- 
tacked  by  water  at  boiling-point,  and  is  almost 
unaffected  by  ordinary  acids  either  diluted  or 
strong.  Commerci&l  zinc,  on  the  other  hand,  de- 
composes boiling  water  with  the  evolution  of 
hydrogen,  and  is  readily  attacked  by  diluted  sul- 
phuric acid  and  by  hydrochloric  acid  either  di- 
luted or  strong.  Impure  zinc  when  amalgamated 
resists  the  action  of  acids  exactly  Uke  pure  zinc, 
and  hence  the  zinc  plates  used  in  electric  bat- 
teries are  amalgamated  so  as  to  prevent  the 
loss  due  to  '  local  action.' 

This  difference  in  the  behaviour  of  pure  and 
impure  zinc  towards  acids  has  attracted  much 
attention  from  chemists  since  the  fact  was  first 
pointed  out  by  A.  de  la  Rive  in  1830.  Among 
the  more  important  observations  on  the  subject 
are  those  of  PuUinger  (Chem.  Soc.  Trans.  57, 
815)  and  Weeren  (Ber.  24,  1785). 

Pullingcr's  conclusions  are  as  follows : — 
Pure  zinc  with  a  perfectly  smooth  surface  is  not 
acted  upon  by  dilute  sulphuric  acid  that  has  been 
previously  well  boiled  ;  pure  zino  with  a  rough 
surface  is  readily  acted  upon,  but  less  by  acids 
that  have  been  boiled  than  by  those  which  have 
not.  The  presence  of  oxidising  agents  such  as 
nitric  acid,  hydrogen  peroxide,  or  electrolysed 
.sulphuric  acid,  increases  the  rate  of  dissolution, 
while  a  reducing  agent,  such  as  hydriodic  acid, 
almost  entirely  prevents  dissolution ;  but  re- 
ducing agents  containing  sulphur,  such  as  sul- 
phur dioxide,  are  without  effect.  It  is  not 
improbable  that  when  zinc  with  a  rough  surface 
dissolves  in  dilute  sulphuric  acid  the  cause  of 
dissolution  is  persulphuric  acid,  which  acts 
catalyticaUy,  and  in  all  probabiUty  pure  dilute 
sulphuric  acid  would  be  without  action  upon 
metallic  zino,  whether  the  surface  of  the  latter 
be  rough  Or  smooth. 

The  solubility  of  impure  zinc  in  diluted  acids 
has  been  generally  explained  on  the  supposition 
that  local  electric  currents  are  set  up  owing  to 
the  presence  of  the  impurities,  whilst  with  pure 
zinc  no  such  currents  are  produced.  Weeren, 
however,  shows  (I.e.)  that  the  insolubiUty  of 
pure  zino  is  due  simply  to  the  formation  of  a 
layer  of  condensed  hydrogen  on  the  surface  of 
,  the  metal,  and  thus  the  further  action  of  the 
acid  is  stopped.  Oxidising  agents  remove  this 
film  and  assist  dissolution ;  in  impure  zino 
the  hydrogen,  obeying  ordinary  electrical  laws, 
is  evolved  from  the  surface  of  the  impuri- 
ties. The  fact  :that  dissolution  is  much  pro- 
moted by  simply  brushing  the  surface  of  the 
metal,  or  by  allowing  the  action  to  take  place  in 
a  vacuum,  appears  to  afford  strong  support  of 
this  view,  which  is  also  quite  in  harmony  vrith 
the  fact  that  pure  zino  dissolves  much  more 
rapidly  in  boiling  dilute  sulphuric  acid,  when  the 
ebullition  of  the  liquid  removes  any  hydrogen 
from  the  surface  of  the  metal,  than  at  98°  where 
no  ebullition  occurs.  Pure  zmo  with  a  rough 
surface,  as  PuUinger  ha«  shown,  dissolves  much 
more  readily  in  diluted  sulphuric  acid  than  the 


same  metal  when  the  surface  is  perfectly  smooth. 
Weeren  suggests  from  the  above  facts  that  the 
difference  in  the  action  of  diluted  sulphuric  acid 
on  piire  and  impure  zinc  is  capable  of  a  simple 
mechanical  explanation. 

The  question  of  the  corrosion  of  zinc  sheet 
and  pipes,  and  of  articles  coated  with  zinc,  when 
in  use,  is  of  great  commercial  importance.  In 
dry  pure  air,  as  for  instance  in  parts  far  removed 
from  manufactories  and  towns,  zino  roofing, 
when  properly  attached,  lasts  almost  indefinitely 
with  only  a  surface  oxidation.  But  in  the  neigh- 
bourhood of  towns,  and  especially  in  the  vicinity 
of  chemical  manufactories,  commercial  zinc  is 
rapidly  corroded  and  spoiled.  The  presence  of 
the  slightest  trace  of  free  sulphuric  or  hydro- 
chloric acid  in  the  drainage  water  is  very  preju- 
dicial. The  presence  of  copper  in  any  form  in 
contact  with  zinc,  should  also  be  carefully 
avoided.  Thus  MiiUer  has  shown  (Dingl.  poly.  J. 
269,  280),  that  the  zinc  pipes  which  carried  the 
drainage  water  from  the  copper  dome  of  the 
royal  castle  at  Brunswick,  were  rapidly  attacked 
and  corroded,  while  similar  pipes  on  the  opposite 
side  of  the  same  building  were  unaffected.  The 
explanation  of  this  difference  probably  was  that 
in  the  presence  of  ammonia  or  of  acids  in  the 
atmosphere  some  copper  was  dissolved  by  the 
rain  water,  and  this  copper  being  afterwards 
deposited  on  the  surface  of  the  zinc,  set  up  an 
electric  action  resulting  in  the  destruction  of  the 
pipes. 

The  use  of  galvanised  iron  tanks  for  water- 
cisterns  has  led  to  much  controversy,  particularly 
in  the  colonies,  as  to  the  effect  of  such  storage 
on  the  health  of  persons  who  drink  the  water  so 
stored.  According  to  Bunte,  the  use  of  zinc- 
coated  iron  water-pipes  is  not  deleterious  to 
health,  and^this  view  is  supported  by  Dr. 
Ehmann,  late  director  of  the  water  supply  of 
Wiirtemburg,  and  by  Dr.  Boardman,  of  Boston 
(J.  Soc.  Chem.  Ind.  6,  557).  But  a  strong 
feeling  exists  to  the  contrary,  and,  after  careful 
inquiry,  the  use  of  galvanised  tanks  for  drinking- 
water  was  condemned  in  the  British  and  French 
Navies.  From  the  well-known  properties  of 
zinc  it  might  be  anticipated  that  some  waters^ 
which  are  either  sli^tly  acid  or  alkaline,  would 
attack  zinc  vessels,  while  other  waters  might  be 
almost  without  action.  The  presence  of  chlorides 
would  probably  also  be  prejudicial.  It  is  not 
unlikely,  therefore,  that  the  differences  in  the 
action  of  water  on  zinc  cisterns  as  noticed  by 
various  observers,  is  due  in  great  measure  to 
the  character  of  the  water.  It  is,  however, 
certain  that  zinc  or  galvanised  vessels  should 
not  be  employed  with  acid  waters. 

Zinc-dust  is  employed  somewhat  largely  as 
a  reducing  agent,  as  a  precipitant  for  gold  in 
the  cyanide  process  for  the  extraction  of  gold 
from  gold  ores,  and  in  the  manufacture  of 
fireworks.  It  is  obtained,  mixed  with  more  or 
less  oxide,  in  the  distillation  of  the  metal,  or  can 
be  produced  by  crushing  the  metal  in  a  mortar  at  a 
temperature  somewhat  below  its  melting-point. 

In  castings  zinc  takes  a  very  sharp  impres- 
sion of  the  mould,  and,  as  it  melts  at  a  low 
temperature,  it  has  been  used  to  a  considerable 
extent,  especially  in  France,  for  the  production 
of  statuettes  and  other  objects  of  great  beauty, 
which  are  afterwards  usually  coloured  or  bronzed. 
Some  of  these  bronzes  contain-about  17  p.o.  ol 
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copper  ;  this  alloy  expands  in  the .  mould,  an4 
OTves  very  sharp  ,and  clear  impressions  {see 
Turner  and  Murray,  Inst,  of  Metals,  1909,  U.  115). 
The  introduction  of  photo-engraving  has  also  in 
recent  years  led  to  the  use  of  considerahle 
quantities  of  sheet  zinc  of  special  quality. 

Oalvaniaing.  An  important  application  of 
zinc,  known  as  galvanising,  was  patented  by 
Crawfurd  in  1837.  The  object  of  the  process  is 
to  coat  the  surface  of  iron  with  a  thin  layer  of 
zinc,  which  protects  the  metal  underneath  frbm 
oxidation.  In  this  respect  zino  acts  more  per- 
fectly than  tin,  which  is  negative  to  iron ;  in 
the  case  of  tin  plates  the  protection  only  lasts 
so  long  as  the  surface  of  the  iron  is  covered  with 
tin,  but  as  soon  as  any  portion  of  the  iron  is 
exposed  to  the  action  of  the  atmosphere  oxida- 
tion proceeds  more  rapidly  than  in  the  absence 
of  tin.  Zino,  on  the  contrary,  is  more  positive 
than  iron,  and  thus,  even  though  the  coating  of 
zinc  may  be  removed  in  places,  the  protection 
continues  so  long  as  any  zinc  remains.  Gal- 
vanised iron,  however,  cannot  be  used  in  con- 
tact with  acids  or  alkalis,  nor  for  the  canning  of 
fruits,  meat,  &c.,  on  account  of  the  action  of 
vegetaible  acids  and  animal  juices  on  the  surface 
of  the  zinc. 

The  operation  of  galvanising  is  not  in  any 
way  an  electric  process,  as  might  be  inferred 
from  its  name,  but  is  simply  a  method  of  coating 
clean  iron  with  zino  by  immersion  in  a  molten 
bath  of  the  latter  metal.  Numerous  patents 
have  befcn  obtained  for  suggested  improvements 
in  galvanising  since  Crawfurd  introduced  the 

Erocess,  particularly  by  Mallet  and  Morewood, 
ut  the  old  process  is  still  almost  universally 
adopted  with  a  few  improvements  in  details  for 
saving  of  labour  and  the  production  of  a  better 
surface  with  a  smaller  consumption  of  zinc. 
Galvanising  is  conducted  largely  in  the  United 
Kingdom,  and  particularly  in  the  neighbourhood 
of  Birmingham  and  Wolverhampton,  and  in 
South  Wales. 

The  iron  or  steel  which  is  to  be  galvanised  is 
received  in  the  black  state,  coated  with  scale 
from  the  process  of  maviufacture.  Sheets  are 
close  annealed  (t.e.  atmealed  in  large  iron  boxes, 
while  carefully  protected  from  access  of  air)  to 
render  them  soft,  but  many  other  articles  are 
treated  without  annealing.  The  scale  is  next 
removed,  by  pickling  in  hydrochloric  acid,  which 
is  used  cold,  or  nearly  cold,  and  which  is  con- 
tained in  stone  troughs.  Tanks  built  of  blue 
brick,  set  with  sulphur  joints,  are  also  frequently 
used  for  containing  the  pickling  acid.  The 
strength  of  the  acid  depends  on  the  character 
of  the  work ;  for  wire  12  p.c.  of  real  HCl  is 
sufBcient ;  for  tubes,  buckets,  and  general  work 
an  intermediate  strength  is  best ;  while  for 
sheets  about  20  p.c.  is  generally  used,  and  some- 
times the  undiluted  muriatic  acid  of  commerce 
(26-30  p.c.)  is  employed.  By  this  method  of 
working,  pickling  is  usually  complete  in  a  few 
minutes ;  but  on  the  Continent,s  where  acid  is 
dearer  and  economy  is  necessary,  a  dilute  pickle 
is  used,  the  water  is  heated,  and  the  sheets  are 
allowed  to  remain  in  the  picUe  for  about  2  hours. 
The  scale  having  been  thus  dissolved  or  loosened, 
the  iron  is  washed  with  water,  and,  if  necessary, 
rubbed  with  sand  to  complete  the  cleansing. 
The  molten  zinc  is  contained  in  a  wronght-iron 
pot,  the  dimensions  of  which  vary  according  to 


the  character  of  the  work  to  be  done,  aed  which 
is  heated  by  means  of  a  slow  coke  fire  around  the 
sides  and  under  the  bottom  of  the  pot.  The 
surface  of  the  zinc  is  covered  with  powdered  sal- 
ammoniac,  which  acts  as  a  flux,  and  when  best 
sheets  are  being  treated  it  is  usual  to  add  about 
2  or  3  p.c.  of  tin  to  the  bath  so  as  to  assist 
in  the  production  of  a  crystalline  appearance  of 
'  spangle '  on  the  surface.  In  other  cases  re-r 
melted  zinc,  i.e.  zinc  containing  some  tin  and 
lead  solder,  is  added  to  <Jhe  bath  for  the  same 
purpose.  In  galvanising  sheets  also  fit  is  usual 
to  have  a  pair  of  rolls  in  the  bath  to  guide  the 
sheet  in  its  passage  thi/ough  the  zino  and  to 
improve  the  surface.  Tne  consumption  of  zinc 
can  be  somewhat  reduced,  and  the  surface  con- 
siderably improved,  by  the  use  of  rolls  or  wire 
brushes  as  the  sheet  leaves  the  bath.  Koffler 
and  Breden  (Eng.  Pat.  12485,  1885  ;  and  16674, 
1888)  have  patented  the  use  of  wire  brushes  for 
this  purpose ;  whilst  Heathfield  (Eng.  Fat.  10089, 
1886 ;  and  1682,  1890)  has  introduced  brushes 
which  press  evenly  on  the  surface  of  the  sheet 
as  it  leaves  the  bath,  and  he  also  adds  fine 
wire  brushes,  together  with  improved  rolls  for 
feeding  in  the  sheets.  Corrugated  sheets  form 
a  considerable  portion  of  the  trade ;  these  are 
galvanised  plain,  and  afterwards  passed  through 
corrugating  machines  in  the  cold.  In  galvan- 
ising wire,  it  is  reeled  through  the  pickle  trough 
and  the  zinc-bath  continuously,  while  netting  is 
woven  in  the  black,  and  afterwards  reeled  like 
wire.  A  continuous  arrangement  for  this  pur- 
pose has  been  patented  by  Vibart  (Eng.  Pat, 
14297,  1889).  The  proportion  of  zinc  taken  up 
by  the  iron  in  galvanising  varies  considerably, 
being  as  high  as  25  p.c.  with  moderately  small 
wire,  and  less  than  one-fourth  of  this  with 
many  articles  -such  as  anchors,  chains,  and 
large  elbows.  In  some  galvanising  works  the 
sheets  are  pickled  with  not  diluted  sulphuiio 
acid,  and  the  molten  zinc  is  covered  with  zinc 
chloride  instead  of  ammonium  chloride ;  but 
the  process  above  described  is  in  much  more 
general  use. 

The  molten  zino  gradually  takes  up  iron 
during  the  galvanising  process,  and  forms  an 
alloy  which  is  heavier  than  zinc,  and  which 
sinks  to  the  bottom  of  the  bath.  This  is  re- 
moved from  time  to  time  and  cast  in  plates, 
which,  when  broken,  exhibit  a  close-grained 
fracture  with  black  spots.  This  alloy  is  known 
as  '  hard  zinc,'  and  contains  from  about  2  to  5 
p.c.  of  metallic  iron.  It  is  usually  re-melted  at 
a  higher  temperature,  when  it  separates  into 
two  portions,  one  being  tolerably  pure  zino.  The 
other  portion  is  much  less  fusible,  and  forms  a 
crystalline  or  granular  material  of  the  colour 
of  zinc ;  it  is  very  friable,  and  frequently 
exhibits  surface  colourations  of  great  beauty. 
In  this  form  it  is  generally  sold  to  the  smelter, 
and  contains  about  7'5  p.c.  of  iron,  though  ex- 
ceptionally compounds  are  produced  which  con- 
tain upwards  of  25  p.c.  of  iron. 

The  ammonium  chloride  used  as  a  flux  in 
galvanising  is  gradually  lost  during  the  process, 
and  fresh  ad<utions  have  to  be  made  as  re- 
quired. This  loss  is  doubtless  due  in  part  to 
volatilisation  of  the  salt  Itself,  but  aUo  to  a  re- 
action which  takes  place,  whereby  zino  chloride 
is  formed  and  ammonia  set  free.  It  has  been 
proposed   to   collect   the  fume   of  ammonium 
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Bompolinds  evolved  from  the  galvanising  bath 
by  suitable  exhausting  arrangements  and  scrub- 
bers in  -which  the  gases  are  washed  by  diluted 
aoid,  and  it  is  stated  that  such  an  arrangement 
not  only  very  much  improves  the  atmosphere  of 
the  manufactory,  but  actually  yields  a  profit  in 
working. 

The  result  of  the  action  of  the  ammonium 
chloride  and  of  atmospheric  oxygen  on  the 
molten  zinc  during  galvanising  is  the  production 
of  a  scum  which  is  Iknown  as  '  flux  skimmings,' 
and  which  is  removed  from  time  to  time.  This 
material  consists  of  chloride  and  oxide  of  zinc, 
together  with  some  ammonium  chloride  and 
dirt ;  it  is  usually  sold  to  the  smelters.  Heath- 
field  (Eng.  Pat.  14411,  1885)  proposed  to 
dissolve  the  chlorides  in  virater  and  deposit 
the  zinc  electrically ;  Richards  (Engi  Pat. 
13982,  1885)  dissolves  the  oxide  of  zinc,  to- 
gether with  the  chlorides,  in  the  minimum 
quantity  of  hydrochloric  acid,  and  after  evapora- 
tion electrolyses  the  concentrated  solution  of 
zino  chloride  (c/.  Ingalls,  Metallurgy  of  Zinc, 
and  ed.  578). 

The  electrolytic  method  has  also  been  ap- 
plied to  the  treatment  of  the  zinc  scum  obtained 
during  desilverising,  and  Rosing  states  (Dingl. 
-poly.  J.  263,  87)  that  this  method  is  the  most 
suitable  for  the  purpose  of  any  process  at  present 
known.  The  powdered  scum  is  spread  on  a 
lead  plate  at  the  bottom  of  a  wooden  vat  which 
is  filled  with  a  solution  of  zinc  sulphate.  The 
lead  plate  acts  as  anode,  and  when  the  current 
is  passed,  zinc  deposits  on  the'  cathode,  and  a 
corresponding  weight  of  zinc  is  dissolved  from 
the  scum.  When  the  surface  zinc  has  been  thus 
removed,  the  residual  mass  is  dried  and  heated 
to  redness  in  a  cupellation  furnace  and  again 
electrolysed. 

The  quantity  of  hydrochloric  acid  annually 
used  for  pickling  in  the  country  is  very  great,  as 
a  number  of  firms  engaged  in  the  galvanising 
trade  each  require  some  thousands  of  tons  of 
commercial  muriatic  acid  (2&-30  p.c.)  per 
annum,  but  no  statistics  on  this  point  are  avail- 
able. When  the  works  are  situated  near  the 
sea  the  waste  pickle  is  readily  disposed  of,  but 
the  Midland  manufacturers  have  during  the  last 
few  years  met  with  increasing  difficulty  in 
getting  rid  of  their  waste  acid.  The  nuisance 
has  become  intolerable,  and  costly  litigation  has 
been  undertaken  by  the  local  corporations  to 
enforce  some  efficient  system  of  treatment. 
Hitherto  the  usual  system  has  been  that  of 
neutralisation  vrith  lime  and  subsequent  filtra- 
tion, vrith  or  without  subsequent  roasting  of  the 
ferrous  precipitate,  to  convert  it  into  red  oxide 
of  iron.  Turner  (Eng.  Pat.  1889,  1890)  intro- 
duced a  method  of  recovering  the  hydrochloric 
aoid,  and  the  process  has  been  in  operation  in 
South  Staffordshire  for  over  20  years.  The 
waste  liquor,  which  consists  of  an  acid  solution 
of  ferrous  chloride,  contains  slightly  under  10  p.c. 
of  iron  and  about  16  p.c.  of  aoid,  chiefly  in  com- 
bination. ,  The  liquor  is  allowed  to  trickle 
slowly  into  a  fire-brick  reverberatory  furnace  of 
special  construction ;  this  is  connected  with 
condensers  for  the  acid,  which  are  arranged  in 
the  xocdinary  way.  A  bath  of  concentrated 
ferrous  chloride  solution  is  maintained  in  the 
furnace  and  thus  prevents  leakage,  as  the 
tiaturated  solution  penetrates  any  crack,  and 


solidifies  in  coming  ia  contact  with  the  cool 
exterior  of  the  furnace.  The  ferrous  chloride  ia 
more  strongly  heated  near  the  firebridge,  and 
decomposes  thus : — 

2FeCIs-f  2HjO+0=4HCl+Fe.,03. 
Hydrochloric  acid  is  thus  recovered  and  used 
over  again,  while  the  ferric  «kxide  is  raked  out 
of  the  furnace  and  used  as  fettling  in  the 
puddling  process.  The  fuel  consumption  is 
about  4  cwt.  of  gas  coke  per  ton  of  waste  liquor 
treated.    ' 

When  sulphuric  acid  is  used  for  pickling,  the 
solution  is  evaporated  and  crystallised  to  pro- 
duce copperas  (commercial  ferrous  sulphate), 
for  which  there  is  a  limited  demand.  In  a  few 
instances  the  copperas  is  afterwards  decomposed 
by  heat  for  the  production  of  rouge,  and  other 
varieties  of  bright-red  ferric  oxide. 

Dry  galvanising.  In  the  process  known  aa 
'sherardising,*  introduced  by  S.  Cowper-Coles, 
the  articles  which  are  to  be  coated  with  zinc  are 
carefully  cleaned  and  placed  in  closed  boxes  with 
zinc  in  a  state  of  fine  division.  The  boxes  with 
their  contents  are  then  heated  to  a  temperature 
insufficient  to  cause  the  zinc-dust  to  melt,  and 
the  vapour  evolved  gradually  combines  with  the 
surface  of  the  iron,  and  produces  a  closely 
adherent  and  protective  coating  of  zinc.  This 
process  has  been  applied  on  a  considerable 
scale,  and  is  specially  suited  for  articles  which 
have  sharp  patterns  upon  their  surfaces,  or 
crevices  which  would  be  obliterated  or  filled  up 
with  zinc  in  the  usual  processes  of  dipping  in 
molten  zinc.  The  surface  is  somewhat  less 
bright  than  usual,  but  is  pleasing  in  appearance, 
and  its  wear  is  quite  satisfactory. 

Eltdro-galvaniaing,  Iron  or  steel  articles  are 
now  also  frequently  covered  with  zinc  by 
deposition,  with  the  electric  current,  from  a 
neutral  solution  of  zinc  sulphate,  or  from  zinc 
salts  dissolved  in  caustic  alkali.  This  process  is 
not  used  for  the  general  run  of  galvanising  work, 
but  more  particularly  for  articles  which  are  in 
a  partly  finished  condition,  or  which  are  of  such 
a  special  size  or  shape  as  to  render  the  ordinary 
process  unsuitable.  Zinc  coatings  can  thus  be 
obtained  which  are  quite  satisfactory  in  wear  and 
appearance,  but  they  are  apt  at  times  to  be  soft 
and  spongy,  and  not  to  adhere  firmly  to  the 
surface  of  the  iron.  They  are  also  more  than 
usually  subject  to  trouble  from  the  development 
of  black  spiots  on  the  surface  when  exposed  to 
moist  air. 

The  nature  of  the  zinc  coating  obtained  by 
varioas  processes  ha's  been  studied  in  detail  by 
Guertler,  Metallographie,  1911,  353.  The  most 
complete  account  of  the  various  processes  of 
galvanizing  is  that  given  by  M.  A.  Sing  (Le 
Zingage  du  fer  et  de  I'aoier,  Revue  de 
Metallurgie,  1912,  1,  78,  160). 

Alloys  op  Zinc. 
Zino  readily  unites  with  most  metals  when 
the  temperature  is  raised  sufficiently  to  insure 
fusion.  The  binary  alloys  of  zinc  are  generally 
white,  crystalline,  brittle  materials,  of  limited 
importance.  These  alloys  are  usually  of  uniform 
composition  ;  with  lead  and  with  bismuth,  how;- 
ever,  zinc  unites  at  a  temperature  above  it^ 
melting-point,  but  the  alloys  separate  on. cooling 
into  two  distinct  layers,  the  upper  layer  in  eacfi 
case  consisting  of  nearly  pure  zinc.    The  most 
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impoitant  series  o(  binary  alloys  of  zinc  is  the 
oopper-zino  (oi  brass)  series,  which  is  sexiarately 
described. 

With  aluminium  zinc  readily  unites  when  the 
metala  are  melted  together  in  any  proportions. 
The  constitution  of  the  series  of  alloys  ha«  been 
studied  by  Heycack  and  Neville  (Caiem.  Soc. 
Trans.  1897,  389;  Shepherd,  J.  Phys.  Chem. 
1905,  9,  504)  /  Ewen  and  Turner  (-lour.  Inst,  of 
Metals,  1910,  2,  140) ;  and  Bosenhain  and 
Archbutt  (Phil.  Trans.  A,  211,  315 ;  also  10th 
Report  Alloys  Research,  1912).  The  phases 
which  are  recognised  are  a,  which  is  zinc,  or  a 
solid  solution  containing  less  than  1  p.c.  of 
aluminium ;  fi,  which  is  a  definite  compound, 
probably  AljZn,  ;  and  y,  which  is  a  solid  solution 
of  zinc  in  aluminium,  and  may  contain  as  much 
as  40  p.c.  of  zinc.  There  is  one  eutectic,  with 
95  p.c.  of  zinc,  melting  at  380°,  there  is  ako  a 
small  break  on  the  freezing-point  curve  at  85  p.c. 
of  zinc,  and  an  inversion  at  256°,  when  the  j9- 
phase  on  coolmg  breaks  up  into  a  and  7.  The 
commercially  interesting  alloys  are  at  the  alumi- 
nium end  of  the  series,  and  these  have  assumed 
very  considerable  importance  in  recent  years. 
The  so-called  aluminium  castings  used  for  motor 
cylinders  and  many  similar  purposes  usually  con- 
sist of  about  10  p.c.  of  zinc  ;  not  unfrequently  a 
few  p.c.  of  copper  or  other  metal  or  metals,  and 
the  residue  aluminium.  These  alloys  are  rather 
more  fusible  than  pure  aluminium  and  are 
stronger  and  work  better.  They  are  also  slightly 
cheaper.  Alloys  containing  up  to  25  p.c.  of 
zinc  can  be  rolled  hot,  at  suitable  temperatures, 
and  material  with  tensile  strength  up  to  34  tons 
per  sq.  in.  obtained.  The  strength  of  these 
alloys  is  thus  equal  to  that  of  mild  steel,  and  as 
their  density  is  only  about  3-3'2  they  have  found 
considerable  applications  where  lightness  and 
strength  are  required.  In  sand  cast  alloys  the 
maximum  tensile  strength  is  obtained  with  from 
20  to  60  p.c.  of  aluminium,  and  the  maximpm 
hardness  is  within  the  same  range.  The  tensile 
strength  of  all  these  alloys  rapidly  falls  as  the 
temperature  rises.  They  are,  therefore,  not 
suitable  for  use  when  subjected  to  the  effect  of 
heat. 

With  arUimony,  zinc  readily  unites  in  all 
proportions ;  the  resulting  alloys  are  brittle, 
and  exhibit  a  close-grained,  dark-grey  fracture 
when  much  antimony  is  present ;  when  anti- 
mony is  in  excess,  the  surface  of  the  alloys 
readily  tarnishes  during  the  process  of  casting, 
and  the  ingot  becomes  coated  with  a  dark-grey 
crust  of  oxide.  When  the  constituent  metals 
are  present  in  about  equal  proportions,  surface 
colorations  of  great  beauty  can  be  obtained  by 
oxidation,  the  tints  obtainable  including  yellow, 
green,  red,  purple,  and  blue.  A  small  propor- 
tion of  antimony  renders  the  surface  colour  of 
cast  zinc  distinctly  more  blue  than  usual,  and 
with  care  the  presence  of  0-5  p.c.  of  antimony 
can  be  readily  detected  by  this  test.  The  usual 
colour  of  the  surface  of  ingots,  of  equal  parts  of 
antimony  and  zino,  is  a  bright  sl^-blue,  and 
the  alloy  has  the  peculiar  property  of  mark- 
ing glass  (Tomer).  Antimony -zinc  alloys  are 
readuy  fusible,  and  in  this  respect  the  inflvence 
of  antimony  is  quite  different  from  that  of 
arsenic  or  phosphorus,  both  of  which  raise  the 
melting-point  of  zinc.  Zinc -antimony  alloys 
have  met  with  an  application  for  the  production 


of  thermopUes,  for  which  purl)ose  they  ate  Well 
suited. 

With  bismvih,  zinc  unites  when  the  metab 
are  melted  together,  but  on  cooling  the  alloy 
separates  into  two  layers,  the  upper  consistilig  of 
zino  containing  bismuth,  while  the  lower  layer 
consists  of  bismuth  containing  zinc.  The  com- 
position of  the  two  layers  varies  with  the  tem- 
perature, the  solubility  of  each  metal  in  the  other 
steadily  increasing  as  the  temperature  rises 
until  at  about  850°  the  whole  is  of  uniform  com- 
position (Heycock  and  Neville,  Chem.  Soc. 
Trans.  1897,  71,  390).  With  gold,  zinc  forms  a 
series  of  alloys  which  are  pale  yellow,  with 
excess  of  gold,  and  greenish  as  the  proportion  of 
zinc  increases  ;  all  these  alloys  are  more  or  less 
brittle.  In  the  production  of  jewellery  part  of 
the  copper  used  in  the  preparation  of  the  gold 
alloys  is  often  replaced  by  brass,  as  the  colour  of 
the  resulting  gold  can  be  thus  improved,  whUe 
the  cost  of  the  alloy  is  slightly  reduced.  The 
presence  of  much  zinc  renders  the  gold  hard 
and  difficult  to  work,  and  as  the  zinc  is  volatile 
at  high  temperatures  this  alloy  is  not  suitable 
for  use  where  the  article  has  to  be  reheated 
during  manufacture.  The  compound  AuZn, 
with  75-1  p.e.  Au  can  be  obtained  by  distilling 
off  the  excess  of  zinc  from  gold  zinc  alloys,  in  a 
vacuum,  at  500°  (Groves  and  Turner,  Chem.  Soc. 
Trans.  1912,  585). 

With  iron,  zinc  forms  a  series  of  alloys 
which  are  generally  white,  hard,  and  brittle. 
With  not  more  than  5  p.c.  of  iron  the  alloys  are 
close-grained  and  darker  in  colour  than  pure 
zinc  ;  such  alloys  are  produced  in  the  process  of 
galvanising,  and  are  known  as  '  hard  zinc' 
With  more  iron  the  character  of  the  alloy  varies 
according  to  the  method  of  preparation.  The 
ferriferous  residue  left  on  liquating  '  hard  zinc  ' 
is  very  friable,  and  readily  crushes  into  a  coarse 
dust,  consisting  of  bright  flakes  or  spangles  ;  on 
the  other  hand,  the  material  obtained  by  fusion 
is  compact,  white,  hard,  and  brittle.  The  alloy 
of  zino  and  iron  obtained  by  saturating  zinc 
near  to  its  temperature  of  volatilisation  with 
iron,  is  not  attracted  by  a  magnet ;  it  does  not 
rust,  nor  give  sparks  by  friction  or  blows.  It  is 
dense  in  structure,  but  is  only  semi-metallic  in 
fracture,  and  contains  about  22  p.o.  of  iron. 
These  alloys  have  a  somewhat  important  appli- 
cation in  the  preparation  of  -'  delta  metal,'  and 
also  of  Aich,  sterro,  and  Gedge's  metal,  all  of 
which  are  yellow  brasses  containing  about  60  p.c. 
of  copper  and  nearly  40  p.c.  of  zinc.  The  ad- 
dition of  iron  to  these  brasses,  first  suggested 
by  Keir  in  1779,  imparts  special  hardness, 
toughness,  tenacity,  and  wearing  properties, 
whue  the  alloy  can  be  rolled  either  hot  or  cold, 
and  the  constituents  of  the  mixture  are  rela- 
tively cheap.  The  proportion  of  iron  present 
usually  varies  from  about  }  to  4  p.c,  according 
to  the  purpose  for  which  the  alloy  is  to  be 
applied.  The  necessary  zinc-iron  aUoy  can  be 
prejiared  by  one  of  the  following  methods  : — 

1.  By  immersing  clean  iron  wire,  or  sheet, 
in  a  bath  of  molten  zinc  heated  to  near  its^ 
boiling-point.  The  addition  of  a  little  charcoal 
and  some  solid  ammonium  chloride  assists  the 
action.  Where  the  presence  of  a  little  tin  in  the 
alloy  is  not  objectionable  (as  for  stere-metal) 
a  convenient  method  is  to  employ  clean  tid- 
plate  scrap ;   the  coating  of  tin  readily  unites 
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iHth  the'zino  and  leaves  a  clean  Burface  of 
iron  exposed  to  the  action  of  the  molten  metal. 

2.  &  order  to  reduce  the  waste  of  zinc 
Dsually  accompanymg  the  production  of  such 
alloys,  a  zinc  of  hig^  boiling-point  may  be 
advantageously  used  in  some  cases.  Bull  (Eng. 
Pat.  4086.  1888)  proposed  the  addition  of 
phosphorus  or  arsenic  for  this  purpose,  while 
the  addition  of  a  little  copper  to  the  zinc  assists 
the  action  without  the  introduction  of  any 
injurious  constituent. 

3.  Alloys  rich  in  iron  can  also  be  obtained 
by  liquating  the  '  hard  zinc  '  from  galvanising 
works,  and  strongly  heating  the  ferriferous 
residue  in  a  closed  crucible.  The  excess  of 
zinc  is  volatilised,  and  the  percentage  of  iron 
increases  with  the  temperature  employed.  The 
alloys  actually  used  in  practice  contain  from 
about  7  to  nearly  30  p.o.  of  metallic  iron. 

The  equilibrium  of  the  iron-zinc  series  has 
been  studied  by  V.  Vegesack  (Zeitsch.  anorg. 
Chem.  52,  1907,  30).  .The  diagram  is  somewhat 
complicated.  At  the  iron  end  there  is  a  series  of 
solid  solutions  in  a,  p,  and  ^iron  with  a  maximum 
of  about  35  p.o.  of  zinc  at  1100°.  At  the  zinc 
end  t^vo  compounds  are  recognised  FcZn,  (or 
perhaps  FeZn,)  and  FeZn,.  These  compounds 
undergo  decomposition  at  777°  and  662°  respec- 
tively. W.  Guertler  (Metallographie,  1911,  353) 
has  recognised  the  compound  FeZn,  as  an 
intermediate,  electro-negative  layer  in  the 
coating  of  galvanised  iron,  and  occurring  between 
the  iron  and  the  zinc  coating.  He  has  also 
recognised  crystals  of  FeZn,  in  the  external 
coating  of  zinc. 

With  lead;  zinc  readily  combines  when  the 
two  metals  are  melted  together,  but  on  cooling 
the  mixture,  or  allowing  it  to  remain  at  rest,  the 
zinc  collects  as  a  layer  at  the  upper  surface, 
while  the  lead  is  found  at  the  bottom  of  the 
mass.  Neither  of  the  metals  is,  however,  quite 
pure,  for  the  lead  on  cooling  retains  1-6  p.c. 
of  zinc,  while  the  zinc  retains  1*2  p.c.  of  lead 
(Percy,  Metallurgy,  90).  These  proportions  vary 
according  to  the  method  of  treatment  and  the 
temperature  employed.  Thus  E.  Kraut  has 
examined  the  behaviour  of  zinc  containing  lead 
on  remelting  (J.  Soc.  Chem.  Ind.  6,  537).  The 
sample  was  melted,  well  mixed,  and  a  quantity 
removed  and  granulated.  The  residue  was 
allowed  to  cool  slowly,  and  the  top,  middle,  and 
bottom  of  the  mass  separately  analysed.  The 
top  contained  0-943  p.c.  of  lead,  the  middle 
2-847  p.c,  and  a  smaU  quantity  at  the  bottom 
as  much  as  4-121  p.c. ;  whilst  the  original  zinc 
contained  1-543  p.c.  of  lead.  In  these  ex- 
periments only  2  Mlos.  of  metal  was  employed  ; 
on  the  large  scale  the  separation  of  the  two 
metals  is  still  more  complete. 

The  rolled  zinc  of  commerce  is  a  nearly 
saturated  solution  of  lead  in  zinc,  and  usually 
contains  about  1  p.c.  of  lead.  An  excess  of  lead 
injuriously  affects  the  rolling  properties  :  hence 
it  is  usual  when  rolling  Continental  zinc  to  re- 
melt  it  in  a  reverberatory  furnace  with  an 
inclined  bed.  The  metal  is  allowed  to  reniain 
fluid  at  a  temperature  a  little  above  its  melting- 
point,  and  the  zinc  is  ladled  off  from  the  top 
from  time  to  time.  The  excess  of  lead  separates 
and  collects  as  a  layer  in  the  lower  end  or 
'  sump  '  of  the  furnace,  beneath  th«  zmo,  and  is 
removed  at  suitable  intervals. 


On  strongly  heating  lead-zino  alloys,  the 
excess  of  zinc  is  at  first  volatilised,  but  as  the 
temperature  rises  both  lead  and  zinc  distil  over 
together.  This  curious  volatility  of  lead  in  the 
presence  of  zinc  is  doubtless  the  cause  of  the 
occurrence  of  lead  in  commercial  zinc,  obtained 
from  ores  containing  lead.  The  presence  of  a 
small  proportion  of  zinc  in  commercial  lead 
communicates  hardness  and  allows  the  lead  to 
receive  a  good  polish  without  destroying  its 
malleability. 

With  mercury,  zinc  readily  unites  to  form  a 
series  of  white  brittle  amalgams  which  bejome 
pasty  when  mercury  is  in  excess.  Zinc  amal- 
gams are  easily  obtained  by  mixing  mercury 
with  molten  zinc,  or  by  adding  zinc  to  mercury 
heated  nearly  to  its  Imiling-point.  Zinc  plateS 
for  galvanic  batteries  are  coated  with  mercury 
by  first  cleaning  the  surface  of  the  zinc  with 
dilute  sulphuric  acid  and  then  rubbing  the  mer- 
cury over  the  clean  surface.  An  amalgam  of 
zinc  and  tin  is  used  on  the  rubbers  of  frictional 
electrical  machines.  On  the  literature  of  zinc- 
amalgams  V.  J.  Soc.  Chem.  Ind.  9,  512. 

With  silver,  zinc  does  not  very  rapidly  unite 
at  the  melting-point  of  the  latter,  but  at  higher 
temperatures  the  metals  readily  combine,  form- 
ing a  series  of  alloys  which  are  whiter  than 
zinc,  and  the  use-  of  which  has  been  proposed 
for  coinage  and  other  purposes.  With  5,  10,  or 
20  p.c.  of  zinc,  silver  forms  white  ductile  alloys, 
which  can  be  rolled  like  standard  silver,  and 
which  are  more  fusible  than  the  correspond- 
ing copper  alloys  (Percy,  Gold  and  Silver, 
169-171). 

When  lead  which  contains  silver  or  gold  ia 
melted  with  zinc  and  allowed  to  cool,  the  zino 
separates,  rises  to  the  top,  and  solidifies  first. 
This  solid  crust  of  zino  contains  the  precious 
metals,  and  this  fact  was  applied  by  Parkes 
in  the  well-known  process  for  desuverisin" 
argentiferous  lead.  The  zinc  scum  is  distilled 
to  remove  the  zinc,  much  of  which  is  recovered 
in  the  metaUic  state.  The  silver  is  melted, 
refined,  and  cast  into  ingots.  The  separation  of 
the  two  metals  is  practically  complete  at  700°  in 
a  vacuum  (Groves  and  Turner). 

With  tin,  zinc  readily  unites  in  all  propor- 
tions, the  resulting  alloys  being  generally  harder 
than  tin  but  softer  than  zino.  The  colour  of  the 
alloys  is  in  all  cases  white,  and  the  fracture  is 
crystalline,  although  its  appearance  varies  with 
the  mode  ofpreparation.  The  alloys  of  tin  and 
zinc  are  not  quite  uniform  in  composition,  as  the 
tin  tends  to  separate  and  collect  at  the  bottom 
on  cooling.  Tm-zino  alloys  are  used  for  cast- 
ings of  patterns  for  ornamental  purposes.  A. 
detailed  description  of  these  alloys,  cased  on  the 
work  of  Guettier  and  Eudberg,  is  given  in 
Hioms'  Mixed  Metals,  249-253. 

German  Silvbb,  Bkass,  &ob 
In  addition  to  the  binary  and  other  zino 
alloys  above  mentioned,  zinc  enters  into  the 
composition  of  a  number  of  alloys  containing 
three  or  more  metals,  of  which  the  following  are 
the  most  important, 

Qerman  silver  (also  known  as  Nickel  Silver, 
Packfong,  White  Copper,  Electrum,  Nevada 
Silver,  &c.)  consists  of  copper,  zine,  and  nickel. 
It  is  an  alloy  of  white,  or  nearly  white  colour, 
of  high  tenacity,  and  capable  of  being  cast, 
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rolled,  epun,  and  otherwise  woiked.  One  of  its 
most  important  properties  is  its  relative  per- 
manence in  the  air,  and  this  has  led  to  the  use 
of  the  alloy  on  a  very  extensive  scale.  It 
usually  contains  about  56-60  p.c.  of  copper,  the 
proportions  of  zinc  and  nickel  varying  according 
to  the  price  and  use  of  the  alloy ;  the  zinc  is 
seldom  less  than  14  or  more  than  30  p.c.  of  the 
whole.  For  castings  a  little  lead  is  frequently 
added.  Generally  an  alloy  of  about  equal 
weights  of  zinc,  and  nickel  is  first  prepared,  and 
to  this  '  temper '  the  necessary  quantities  of 
copper  and  brass  are  added  to  give  the  required 
composition.  A  good  description  of  the  copper- 
nickel-zinc  alloys  will  be  found  in  Hioms'  Mixed 
Metals,  235-248. 

One  of  the  chief  applications  of  German  silver 
is  in  the  eleotro.plate  trade,  for  the  production 
of  articles  of  which  teapots,  forks,  and  spoons 
may  be  taken  as  examples.  The  alloys  are 
melted  in  crucibles,  deoxidised  usually  with 
manganese,  cast  into  strips  in  metal  moulds, 
and  rolled,  with  several  annealings,  to  the 
required  gauge.  For  the  production  of  ductile 
"alloys  pure  metals  must  be  used,  and  the 
temperature  and  character  of  the  annealings 
carefully  regulated.  The  character  of  the  silver 
deposit  in  such  articles  has  been  studied  by 
McWilliam  and  Barclay  (Inst,  of  Metals, 
1911,  1,  212),  who  conclude  that  when  the 
proportion  of  nickel  exceeds  14  p.c.  the  silver 
is  more  liable  to  strip  off  irregularly  in  actual 
use.  With  more  nickel  the  strength  -  and 
hardness  increase  and  the  alloy  more  nearly 
resembles  silver  in  colour.  Alloys  containing 
19-22  p.c.  of  nickel  are  specified  for  best  work, 
and  by  suitable  methods  adherent  coatings  of 
silver,  of  excellent  quality  can  be  obtained 
{ibid.  226). 

Part  of  the  ti^^  in  gun  metal  and  in  hearing 
metal  is  frequently  replaced  by  zinc,  as  it  is 
found  that  the  density  and  wearing  properties 
of  the  alloy  are  thereby  increased  (».  Bronze, 
art.  Tm).  For  the  same  reason  the  bronze 
coinage  of  this  country  contains  1  p.c.  of  zinc. 
Zinc  is  also  present  in  some  varieties  of  alumi- 
nium bronze  and  phosphor  bronze  in  'man- 
ganese bronze,  and  other  similar  alloys.  The 
Biddery  Ware  '  manufactured  in  India  usually 
Contains  about  90  p.c.  of  zinc  together  with 
copper,  lead,  and  tin  in  different  proportions. 

Copper  alloys — Brass.  Hiaory.  _  Although 
the  word  brass  frequently  occurs  in  the  Old 
Testament,  there  is  little  evidence  that  an 
alloy  of  zinc  and  copper  was  known  in  early 
times,  unless,  indeed,  the  suggestion  be  ac- 
cepted that  brass  was  sometimes  accidentally 
produced  in  the  manufacture  of  copper.  The 
word  translated  '  brass  '  might  equally  well  be 
rendered  copper  or  bronze,  both  of  which  were 
in  common  use  for  a  considerable  period  beforo 
the.  introduction  of  copper-zinc  alloys  (v, 
Brome,  art.  Tm). 

There  is  abundant  evidence,  however,  that 
brass  was  known  to  the  Romans  about  the 
beginning  of  the  Christian  era  ;  that  it  was  used 
for  coinage  purposes,  and  that  it  formed  one  of 
the  yellow  alloys  Imown  as  oriclialcum.  The 
analytical  and  historical  evidence  on  these 
points  has  been  summarised  bv  Dr.  Percy 
(Metallurgy,  i.  618-528 ;  cf.  Gowland,  Presidential 
Address,  Inst,  of  Metals,  1912).     In  the  middle 


ages  the  Germans  were  famous  for  the  production 
of  brass,  which  was  imported  into  this  country 
chiefly  in  the  form  of  sheet  or  latten,  which  was 
employed  for  the  '  brasses  '  of  churohes,  particu- 
larly in  the  Eastern  counties.  Over  4000  such 
brasses  are  known  to  exist  in  various  churches 
&o.  in  the  United  Kingdom,  which  is  far  richer 
in  this  respect  than  any  ,pther  coimtry.  The 
first  brass  manufactory  in  England  is  stated 
to  have  been  erected  by  a  German  in  Surrey 
about  the  middle  of  the  seventeenth  century. 
Brass  works  were  started  in  Bristol  in  1702 ; 
whilst  the  first  works  for  making  brass  in  Bir- 
mingham (now  the  centre  of  the  brass  trade) 
were  erected  about  1740  by  Turner.  Up  tiU  the 
middle  of  last  century  the  only  method  used  in 
the  production  of  brass  was  the  calamine,  or 
cementation,  process,  in  which  copper,  in  the 
form  of  bean  shot  or  sheet,  was  heated  in  cru- 
cibles in  contact  with  calamine  and  carbon,  with 
the  result  that  zinc  was  liberated  and  volati- 
lised, being  afterwards  absorbed  by  the  copper. 
The  brass  thus  produced  was  then  melted  down 
and  cast.  This  process  was  slow  and  laborious, 
and  only  yielded  a  brass  tolerably  rich  in  copper. 
In  1781  James  Emerson  patented  the  direct  pro- 
duction of  brass  from  copper  and  zinc,  although 
there  is  evidence  that  the  method  had  been  pre- 
viously used  to  a  limited  extent.  The  calamine 
process  was  gradually  superseded  by  the  direct 
method  of  production,  so  that  the  last  calamine 
brass  worl^  in  this  country  were  closed  about 
1850.  Some  of  the  most  important  factors  in 
the  development  of  the  brass  trade  have  been 
the  introduction  of  rolling  mills  in  the  early  part 
of  last  century,  with  the  subsequent  application 
of  powerful  machinery ;  the  application  of  the 
stamp  and  die  in  1769,  whereby  articles  were 
produced  more  rapidly,  with  better  finish,  and 
with  less  metal  than  by  the  old  process  of  cast- 
ing ;  the  introduction  of  gas  fittings  in  the  early 
part  of  the  nineteenth  century  ;  the  use  of  brass 
and'  copper  tubes  in  locomotives  and  marinS 
engines ;  the  introduction  of  yellow  metal 
sheathing ;  and  the  extended  use  of  engineers' 
brass  work  and  steam  and  water  fittings,  and 
lastly  the  applications  to  electric  fittings.  These 
and  many  other  cironmstances  have  resulted  in 
an  enormous  development  of  the  brass  trade, 
so  that  there  are  employed  in  the  brass  trade 
of  Birmingham  alone  over  35,000  persons  (male 
and  female),  while  the  consumption  of  metal  is 
valued  at  4  millions  sterling  (v.  A  Short  History 
of  the  Brass  Trada  J.  W.  Davis ;  also  Encjc. 
Brit.  art.  Brasses  ;  Thomson,  Hist,  of  Chemistry 
i.  55,  62,  &c. ;  Midland  Hardware  District, 
226-240  ;  Percy,  Metallurgy,  604 ;  Holzapffel's 
Mechanical  Manipulations,  312 ;  Useful  Metals 
and  their  Alloys,  666). 

General  properties  of  zinc-copper  alloys. 
Zinc  and  copper  unite  in  all  proportions,  the 
resulting  alloys  being  of  remarkably  uniform 
composition  throughout  the  mass  (Laurie,  Cbem. 
Soc.  Trans.  53,  106;  66,  677).  The  experi- 
ments of  Tilden  (J.  Soc.  Chem.  Ind.  9,  84)  also 
show  the  great  uniformity  in  composition  of 
commeroial  sheet  brass,  although  on  the  other 
hand  Hioms  (Mixed  Metals,  107)  gives  analyses 
showing  the  copper  to  be  less  at  the  top  than 
at  the  bottom  of  ingots  of  cast  brass.  The 
alloys  containing  upwards  of  80  p.c.  of  copper  are 
red  or  red-yellow  ■»  colour ;   those  containing 
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lesfl  than  48  p.c.  of  copper  are  grey  or  white ; 
the  intermediate  alloys  are  yellow.  The  hardness 
of  the  alloys  is  usually  greater,  while  the  melt- 
ing-point is  higher,  than  that  calculated  from  the 
mean  of  the  constituents.  The  addition  of  zinc 
to  copper  produces  remarkable  alterations  in  the 
working  properties  of  the  product,  varying,  how- 
ever, with  the  proportion  of  zinc  present.  Thus, 
pure  copper  can  be  rolled  hot  or  cold,  although  in 
the  latter  case  frequent  annealing  is  necessary, 
and  rolling  hot  is  much  cheaper  and  more 
expeditious.  The  addition  of  only  a  trace  of  zinc 
renders  copper  '  red  short,'  although  it  does  not 
interfere  with  the  malleability  of  the  metal 
when  cold.  Hence  alloys  which  contain  from 
about  62  to  100  parts  of  copper  p.c,  and  the 
residue  zmc,  cannot  be  rolled  hot,  or  if  so  rolled 
require  special  treatment.  Usually  these  alloys 
are  rolled  cold,  and  are  annealed  and  pickled 
from  time  to  time  as  the  metal  becomes  hard 
and  brittle  from  the  work  put  upon  it.  But 
alloys  with  about  60  p.c.  of  copper  can  be 
rolled  either  hot  or  cold,  and  the  cost  of  pro- 
duction is  thus  reduced.  These  alloys  are, 
however,  less  ductile  and  tough  than  those 
which  contain  more  copper.  Their  tensile 
strength  is  greater,  but  their  ductility  less  than 
witb  alloys  higher  in  the  series.  The  alloy  of  60 
parts  of  copper  and  40  of  zinc  was  patented  by 
Muntz  for  the  production  of  sheathing  for 
wooden  ships,  and  is  now  largely  prepared 
under  the  name  of  'yellow  metal,'  for  the 
production  of  the  cheaper  varieties  of  brass 
sheet,  tubes,  and  wire.  The  standard  size  of 
yellow  metal  sheets  is  14  by  48  ins.,  and  the 
thickness  i.s  returned  according  to  the  Birming- 
ham metal  gauge.  Alloys  containing  about 
60  p.c.  of  copper  are  light  yellow  in  colour ;  but 
cannot  be  rolled  either  hot  or  cold.  The  chief 
application  of  alloys  containing  rather  more 
than  half  their  weight  of  copper  is  for  the  pro- 
"  duction  of  '  brazing  '  solder  for  use  with  copper, 
brass,  &c.  These  alloys  form  what  is  usually 
known  as  '  hard '  solder,  in  contradistinction 
to  lead-tin  alloys  or  '  soft '  solder.  But  in  the 
brass  trade  different  varieties  of  solder  are  used, 
containing  from  about  45  to  56  p.c.  of  copper, 
according  to  the  temperature  to  be  employed. 
The  brazing  solders  containing  more  copper  are 
called  '  hard,'  and  those  with  more  zinc  '  soft.' 
The  solder  most  commonly  employed  contains 
about  61  p.c.  of  copper,  and  is  usually  sold  in 
the  form  of  powder,  which  is  prepared  by  heating 
a  mass  of  the  alloy  to  a  particular  temperature 
below  its  melting-point,  when  it  is  struck  a  sharp 
blow  with  a  mallet.  At  this  temperature  the  alloy 
is  very  friable,  and  readily  crumbles  into  powder 
when  treated  as  above  described.  It  it  is  too 
hot  or  too  cold  it  cannot  be  powdered  in  this  way. 
With  more  than  60  p.c.  of  zinc  the  alloys 
lose  their  yellow  colour  and  become  white, 
brittle,  and  more  fusible.  Though  all  these  white 
alloys  are.  brittle  when  hot  or  when  cold,  they 
can  usually  be  laminated  at  some  intermediate 
temperature,  and  in  this  respect  they  resemble 
zinc.  This  proper  temperature  varies  according 
to  the  proportion  of  copper  present,  being  as  low 
as  150°  in  zinc,  and  at  a  red  heat,  probably  about 
600°,  in  yellow  metal.  As  the  copper  increases 
beyond  60  p.c,  as  before  explained,  brass  can  no 
longer  be  rolled  hot,  but  is  laminated  in  the  cold 
*itn  repeated  annealing. 


According  to  Mallet  (Construction  of  Artil- 
lery, 82),  the  alloy  CuZn2,  containing  about  3S 
p.c  copper  and  67  p.c.  zinc,  is  used  for  watch- 
maker's brass,  and  possesses  the  greatest' tena- 
city of  the  whole  series.  This  statement  has 
been  copied  into  many  well-known  works  on  the 
subject,  but  it  is  evidently  an  error.  Laurie  has 
shown  by  his  investigations  on  the  electro-motive 
force  of  zinc-copper  alloys  {see  above)  that  only 
one  definite  alloy  exists  in  this  series.  This 
compound  is  white,  hard,  and  brittle  and  cor- 
responds very  closely  in  composition  to  Mallet's 
alloy  above  mentioned.  AU  other  zinc-copper 
alloys  may  be  considered  as  solidified  solutions 
of  this  definite  compound  in  excess  of  one  or 
other  of  the  constituent  metals.  Guertler 
(Zeitsch.  anorg.  Chcm.  1906,  51,  397 ;  1907,  64. 
68)  and  Murray  and  Turner  (J.  Inst,  of  Metala, 
1909,  2,  131)  support  the  view  of  only  one 
definite  compound  in  the  copper-zinc  series,  viz. 
CujZnj  with  39-36  p.c  Cu.  This  compound  is  a 
brilliant  white  brittle  substance,  harder  than 
mild  steel.  Of  itself  it  is  of  little  or  no  practical 
value,  but  by  its  union  with  various  proportions 
of  copper,  which  alone  is  too  soft,  a  whole  series 
of  alloys  is  obtained  which  possess  most  valuable 
and  wonderfully  graduated  properties. 

The  equilibrium  of  the  copper-zinc  series 
has  been  studied  by  Roberts-Austen  (4th  Report 
Alloys  Research) ;  Shepherd  (J.  Phys.  Chem. 
1904,  8,  421),  Tafel  (Metallurgie,  6,  13),  Hudson 
(J.  'Soc  Chem.  Ind.  1906,  603),  Murray  and 
Turner  (J.  Inst,  of  Metals,  1909,  2,  103),  and 
Carpenter  and  Edwards  {ibid.  1911,  6,  127). 
The  latest  form  of  the  equilibrium  diagram  of 
this  series  has  been  given  and  discussed  by 
Rpsenhain  in  the  article  on  METALLOOKAPHy,  and 
will,  therefore,  only  receive  brief  reference  here; 
The  alloys,  which  are  of  commercial  importance, 
contain  from  about  45  to  100  p.c.  of  copper. 
Within  this  range  there  are  three  constituents 
which  are  respectively  designated  by  the  Greek 
letters  o,  P,  and  7.  The  a  constituent  is  a  solid 
solution  of  zinc  in  copper,  the  maximum  con- 
tent of  zinc  being  about  36  p.c  at  400°.  The 
y  constituent  was  regarded  by  Shepherd  as  a 
solid  solution,  but  by  Murray  and  Turner  as 
the  compcfund  CujZhs,  containing  about  40  p.c. 
copper.  The  $  constituent  contains  about 
52  p.c.  copper.  It  has  the  properties  of  a  solid 
solution,  but  is  believed  by  Carpenter  (J.  Inst, 
of  Metals,  1912)  to  be  an  intimate  mixture  of 
a  and  7  below  a  critical  temperature  of  470°. 
This  critical  temperature  is  noted  with  alloys 
containing  from  60  p.c.  of  zinc  doivn  to  28  p.c, 
and  probably  less.  The  a  phase  is  relatively 
soft  and  ductile  :  the  P  phase  is  harder  and 
more  brittle,  while  the  7  phase  is  still  harder, 
and  practically  has  no  ductility.  It  can  be 
readily  powdered  in  a  mortar.  The  effect  of 
adding  zinc  to  copper  is,  therefore,  as  shown  by 
Charpy,  to  increase  the  tenacity  and  to  diminish 
the  ductility.  Beyond  40  p.c.  the  tenacity 
very  rapidly  falls  away  again,  whilst  the  duc- 
tiUty  is  diminished  after  30  p.c  Hence  where 
ductility  and  strength  are  required  together, 
as  with  cold-drawn  tubes,  or  cartridge  cases, 
about  70  p.c  copper  is  preferred.  The  chief 
commercial  alloys  may  be  classed  as  follows 
(Hudson)  :— 

1.  100-71  p.c  Cu.  Consist  entirely  of  «  at 
all  temperatures. 
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2.  71-64  T-o.  Cu.  Entirely  a  below  400° ; 
O+0  above. 

3.  64-63  p.c.  Cu.  Consist  of  o+;8  at  all 
temperatures. 

4.  63-53-5  p.c.  Cu.  a+p  at  low  tempera- 
tures ;  0  only  at  some  higher  temperature. 

5.  53-5-51  p.c.  Cu.  Consist  of  0  entirely  at 
all  temperatures. 

6.  51-40  p.c.  Cu.  ^+7  at  low  temperatures  ; 
0  only  at  a  higher  temperature. 

It  will  be  noted  that  the  proportion  of  the 
0  constituent  increases  as  the  temperature  rises, 
and  this  fact  has  important  bearings  on  the 
heat  treatment  of  brass. 

Cast  brass.  All  brass  is  now  made  by  melt- 
ing together  copper  and  zinc,  but  the  term 
J_oast  brass,'  is  applied  when  the  article  to  be 
made  receives  its  form  in  the  mould,  and  does  not 
require  to  be  afterwards  rolled,  drawii,hammered, 
or  spun.  For  this  purpose  the  charge  is  melted 
in  graphite  or  clay  crucibles,  wmoh  usually 
contain  about  90  lbs.  of  metal,  and  which  are 
heated  in  small  wind  furnaces  by  coke.  Generally 
each  furnace  contains  but  one  pot,  but  some- 
times tW9  or  four  pots  are  placed  in  a  single 
furnace,  which  is  made  proportionately  larger 
in  such  cases.  In  Birmingham  clay  crucibles 
were  formerly  used  for  brass,  and  plumbago  for 
bronze  castings.  Larger  crucibles,  holding 
250  lbs.  of  metal,  are  often  used  in  big  foundries. 
Small  cranes  are  then  provided.  In  practice  it 
is  necessary  to  add  a  quantity  of  scrap  brass  to 
the  charge,  and  this  is  generally  introduced  first 
into  the  red-hot  crucible  together  with  a  small 
quantity  of  flux,  which  is  added  to  remove  the 
oxide  and  dirt  adhering  to  the  scrap.  When 
only  new  metal  is  used  the  flux  is  either  much 
reduced  or  altogether  omitted.  The  ilux^s 
most  commonly  employed  aje  ground  fluor  spar, 
together  with  more  or  less  glass,  and  aai  enixum 
or  acid  potassium  sulphate.  When  the  scrap  is 
hot  the  copper  is  charged  into  the  crucible, 
usually  in  the  form  of,  ingots,  though  occasion- 
ally bean  shot  copper  is  used.  After  the  copper 
has  thoroughly  melted,  the  zinc  is  cautiously 
added  in  as  large  pieces  as  possible.  The  use  of 
large  pieces  of  zinc  reduces  the  loss,  and  mode- 
rates the  violence  of  the  combination.  In  any 
case  considerable  heat  is  produced  by  the  union 
of  zinc  and  copper,  and  some  of  the  zinc  bums 
with  a  dazzling  brilliancy.  After  allowing  the 
crucible  to  remain  in  the  furnace  a  short  time 
to  permit  the  metal  to  become  sufficiently  fluid, 
it  is  poured  into  moulds,  which  for  cast  brass  are 
generally  of  '  green  '  sand.  While  the  brass  is 
hot,  zinc  gradually  volatilises  and  bums  at  the 
mouth  of  the  crucible,  forming,  zinc  oxide  ;  this 
produces  the  white  fume  which  fills  the  casting 
house  while  the  metal  is  being  poured,  and  as  a 
protection  against  the  deleterious  effects  of  in- 
haling the  fume  it  is  customary  for  the  workman 
to  keep  his  mouth  and  nostrils  covered  with  a 
cloth.  Regulations  are  now  in  force  to  ensure 
the  proper  ventilation  of  brass  foundries.  When 
the  metal  has  set,  the  castings  are  turned  out 
and  dipped  while  warm  into  water,  which 
detaches  most  of  the  adhering  sand ;  the 
processes  of  dressing,  grinding,  polishing,  dip- 
ping, and  burnishing  are  necessary  to  give  the 
required  surface,  while  the  finished  article  is 
lacquered  to  preserve  it  against  atmospheric  in- 
fluences.    The  proportion  of  copper  in  cast  brass 


varies  considerably  according  to  the  purpose  for 
which  it  is  required  ;  in  some  cases  cheapness  is 
of  prima  importance,  in  others  the  metal  must 
'  dip '  well  when  immersed  in  acid,  while  not 
unfrequently  the  shade  of  colour  of  the  result- 
ing alloy  is  of  the  utmost  moment.  Best  cast 
brass  generally  contains  from  70  to  75  p.c.  of 
copper ;  ordinary  good  English  brass  66-6  p.c. 
(i.e.  2  of  copper  to  1  of  zinc) ;  while  common 
cast  brass  contains  about  62  p.c.  of  copper.  A 
little  lead  is  generally  added  in  preparing  cast 
brass  ;  this  gives  sounder  castings  and  produces 
a  metal  which  turns  much  better  in  the  lathe 
than  ordinary  brass.  Although  not  -unfrequently 
as  much  as  2  p.c.  of  lead  is  added  to  the  charge^ 
most  of  this  is  removed  by  oxidation  and  usually 
only  about  0-3-0-5  p.c.  remains.  The  loss  of 
metal  in  melting  and  casting  is  usually  about 
5  p.c,  but  this  is  greater  when  much  small  scrap 
is  used.  It  may  be  added  that  in  the  prepara- 
tion of  cast  brass  it  is  not  so  necessary  to  ensure 
the  absence  of  very  small  quantities  of  metals 
such  as  antimony,  bismuth,  and  silver  as  is  the 
case  when  the  alloy  has  afterwards  to  be  rolled 
or  drawn.  When  special  ductility  or  malleability 
is  required  in  the  final  product,  it  is  of  the 
utmost  importance  that  the  purest  obtainable 
materials  should  be  employed. 

When  alloys  of  the  copper-zinc  series  are  oast 
in  bars  in  sand^moulds,  and  the  length  of  the 
bars  during  cooling  is  observed  by  means  of 
an  extensometer,  it  is  found  that  in  some  eases 
marked  expansion  occurs,  while  with  other 
compositions  there  is  little  or  no  expansion. 
There  are  three  maxima,  which  in  order  of 
magnitude  occur  with  15,  80,  and  50  p.c.  of 
copper  respectively.  The  series  has  four 
maxima  on  the  hardness  curve,  which  are  with 
40,  80,  6^  and  10  p,c.  respectively.  The  40  p.c. 
alloy  is  exceptionally  hard  (Turner  and  Murray, 
J.  Inst,  of  Metals,  1909,  2,  98). 

Sheet  brass.  One  of  the  most  important 
applications  of  brass  is  for  the  production  of 
sheets,  as  sheet  brass  is  not  only  needed  for  a 
multitude  of  useful  and  ornamental  purposes 
itself,  but  it  forms  the  starting-point  for  the 
manufacture  of  the  greater  part  of  the  brass 
wire  and  tubing  that  is,  dealt  with  in  commerce. 

For  the  production  of  '  yellow  metal '  it  is 
customary  to  prepare  the  alloy  by  melting 
copper  on  the  bed  of  a,  small  reverberatory 
furnace  and  adding  the  requisite  quantity  of 
zinc.  But  in  preparing  other  varieties  of  sheet 
brass  it  is  usual  to  employ  crucibles  heated  in 
coke  fires  as  described  for  cast  brass.  Gas-  or 
oil-fired  furnaces  are  also  employed.  The 
crucibles  generally  hold  about  120  lbs.  of 
metal.  In  either  case  the  alloy  when  melted 
is  cast  in  iron  moulds  into  flat  bars,  varying  in 
size,  but  of  which  one  about  4J  in.  X  i  in.  ^  90 
in.  may  be  taken  as  an  example.  These  are 
known  as  '  strips '  and  the  operation  is  known 
as  '  strip  casting.' 

The  strips  are  then  '  broken  down  '  by  being 
passed  cold  through  a,  pair  of  rolls,  the  operation 
being  repeated  as  often'  as  the  metal  will  allow. 
The  work  done  upon  the  metal  soon  causes  it  to 
become  hard,  and  if  the  rolling  were  continued 
the  strip  would  readily  develop  cracks.  To  ob- 
viate this  the  metal  is  annealed  at  a  red  heat 
and  the  feurface^is  cleaned  from  oxide  by  pickling 
in  dilute  sulphuric  acid.     After  washing  witH 
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Watef,  the  operations  of  rolling,  innealing,  piok- 
^ling,  and  washing  are  repeated,  in  order,  until 
the  desired  shape  and  thickness  are  obtained. 
During  the  process  of  rolling  the  original 
crystalline  structure  of  the  alloy  is  largely 
broken  down  and  an  amorphous  hard  matrix 
is  produced.  This  subject  has  been  fully  dealt 
with  by  Beilby  (Hard  and  Soft  States  in  Metals, 
J.  Inst,  of  Metals,  1911,  6,  5).  On  annealing,  the 
first  effect  is  to  restore  the  crystalline  structure 
of  the  alloys.  At  the  same  time  it  becomes  soft 
and  ductile.  If,  however,  the  temperature  of 
annealing  be  too  high,  or  the  time  unduly  pro- 
longed, the  crystals  increase  in  size,  and  ulti- 
mately become  so  large  that  the  material  is 
quite  weak,  brittle,  and  worthless  for  practical 
purposes.  The  proper  annealing  temperature 
varies  with  the  composition  of  the  alloy,  and 
the  whole  question  has  been  studied  by  Hudson 
and  Bengough  (J.  Inst,  of  Metals,  4,  1910,  92), 
and  by  Bengough  {ibid.  7, 1912).  With  70-30  p.c. 
brass  the  best  annealing  temperature  is  between 
600°  and  700°,  but  brass  may  become  coarsely 
crystallised  or  '  burnt '  at  1 00°  below  the  solidus 
line  if  maintained  for  sufficient  time,  while  it 
may  safely  be  heated  to  within  a  few  degrees 
of  the  solidus  if  the  time  does  not  exceed  half  an 
hour.  Turner  has  shown  (Chem.  News,  63, 
227,  64,  143)  that  the  use  of  impure  .washing 
water  containing  chlorides  leads  to  the  produc- 
tion of  copper-red  stains  and  smears,  on  the 
surface  of  the  finished  brass,  which  is  a  cause 
of  frequent  loss  and  trouble.  As  sheet  brass  is 
used  for  so  many  purposes,  its  composition 
varies  over  a  wide  range,  extending  in  fact  from 
a  mere  trace  to  40  p.c.  of  zinc. 

Since  the  ductility  of  the  alloy  increases  with 
the  proportion  of  copper,  alloys  such  as  best  red 
brass,  gilding  metal,  and  percussion-cap  metal 
contain  from  80  to  96  p.c.  of  copper.  Dutch 
metal  contains  80-85  p.c.  ;  Prince's  metal,  75 
p.c. ;  best  English  sheet  brass,  70-72  p.c. ; 
ordinary,  66-6  p.c. ;  common,  63  p.c. ;  and  yellow 
metal,  60  p.c.  As  already  explained,  this  last 
alloy,  though  somewhat  deficient  in  ductility,  is 
strong  and  possesses  the  great  advantage  that 
it  can  be  rolled  either  hot  or  cold.  White  metal 
alloys  are  used  in  the  form  of  sheet  to  a  limited 
extent,  and  these  contain  less  than  60  p.c.  of 
copper.  The  cheaper  yellow  alloys,  rich  in  zinc, 
do  not '  stand  the  fire  '  so  well  in  soldering,  and  it 
is  not  usual  to  solder  anything  containing  less 
than  60  p.c.  copper.  Even  with  this  composi- 
tion a  special  soft  solder  has  to  be  employed, 
whilst  red  brass  stands  the  fire  best,  and  can  be 
used  with  the  hardest  solder. 

Brass  wire  is  made  from  sheet  brass,  the 
sheet  of  suitable  thickness  being  slit  into 
thin  strips  by  cutters,  and  the  strips'  are  then 
drawn  into  wire  at'the  draw  bench.  The  chief 
varieties  of  wire  arranged  in  order  of  ductility 
are  as  follows : — Red  metal.  Prince's  metal, 
ordinary,  common,  and  yellow  metal.  The  first 
two  of  these  were  formerly  used  in  the  button 
trade,  as  in  soldering  on  the  shanks  with  hard 
solder  they  '  stood  the  fire '  well.  The  other 
varieties  can  all  be  soldered  with  suitable 
solder  of  low  melting-point,  but  the  difficulty 
of  soldering  increases  with  the  proportion  of 
Bino. 

'      Brass    tubes.      There    are    two    principal 
methods  of  producing  brass  tubes.    Sy  the 
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original  prooesS,,'n'hich  is  still  largely  employed, 
sheet  brass  of  the  required  composition  and 
thickness  is  cut  into  strips  of  the  necessary 
length ;  the  strips  are  then  drawn  through  a  die, 
which  imparts  a  circular  shape,  and  the  edges 
are  soldered  together  by  the  use  of  powdered 
solder  and  borax  made  into  a  cream  with 
water.  Small  tubes  are  soldered  by  being  drawn 
through  a  small  furnace  fired  with  small  coal  or 
coke,  l)ut  large  tubes  are  now  generally  united 
by  the  use  of  a  gas  blowpipe,  which  gives  a 
local  and  easily  regulated  heat.  In  the  second 
and  more  modem  method  of  manufacture  brass 
tubes  are  solid-drawn,  and  thus  the  operation  of 
soldering  is  dispensed  with.  This  process  is 
chiefly  employed  for  large  tubes  and  for  tubes  of 
special  quaUty,  as  the  soldered  joint  in  tubes 
made  in  the  ordinary  way  is  always  more  brittle 
than  the  rest  of  the  material.  The  soldered 
joint  is  also  frequently  a  cause  of  corrosion  in 
tubes  exposed  to  steam  or  salt  water.  For  solid- 
drawn  brass  tubes  a  short  hollow  cylinder  of 
metal  is  cast  in  suitable  moulds,  and  by  drawing 
on  a  mandril,  with  frequent  annealings,  this 
hollow  cyhnder  is  gradually  elongated  to  the 
required  dimensions. 

Condenser  tubes  are  generally  made  of 
70  p.c.  copper,  30  p.c.  zinc  ;  or,  according  to  the 
Admiralty  specification,  in  which  1  p.c.  of  the 
zinc  is  replaced  by  tin.  The  corrosion  of  con- 
denser tubes  is  a  source  of  considerable  loss  and 
trouble,  especially  in  the  mercantile  marine. 
The  causes  which  lead  to  such  corrosion  have 
been  studied  by  Bengough  (J.  Inst,  of  Metals, 
1911,  6,  28)  and  Bruhl  (ibid.  6,  279). 

Ornamental  patterns  on  brass  tubes  when 
parallel  with  the  length  of  the  tube  are  produced 
by  passing  the  plain  tubes  through  a  set  of 
suitably  arranged  rolls,  on  the  surface  of  which 
the  desired  pattern  is  cut.  But  when  the  pattern 
is  of  a  spiral  form  it  is  usual  to  draw  the  plain 
tube  through  a  die  of  the  requisite  shape,  arrange- 
ments being  made  for  either  the  tube  or  the 
die  to  rotate  during  the  operation.  Best 
drawn  tubes  for  locomotives  and  similar  purposes 
contain  70-72  p.c.  of  copper ;  the  composition 
of  other  tubes  varies  according  to  the  quality 
of  the  sheet  brass  used  in  the  process  of  manu- 
facture. 

Colouring  of  brass.  A  considerable  propor- 
tion of  the  goods  originally  made  of  brass  are 
so  coloured  before  passing  into  commerce  that 
the  tint  of  the  metal  itself  is  no  longer  to  be 
recognised.  The  most  important  applications 
of  colouring  are  the  following  : — Bronzing  in 
various  shades,  such  as  black,  grey,  red,  green, 
&c.  ;  lacquering  in  many  shades  ;  and  bright 
colouring  with  highly  coloured,  transparent 
lacquers.  These  processes  of  colouring  may  be 
divided  into  two  classes  according  as  to  whether 
they  are  conducted  before  or  during  the  operation 
of  lacquering. 

As  has  been  pointed  out  by  Lowenherz,  a 
variety  of  shades  of  colour  can  be  obtained  by 
carefully  heating  bright  cleau  brass  to  definite 
and  regulated  temperatures.  These  colours  so 
produced  are  formed  in  the  following  order  : 

1.  Orange  yellow.  C.  Rose-red  gold. 

2.  Clear  golden  yellow.  7.  Violet-rose  red. 

3.  Orange  gold.  8.  Clear  rose. 

4.  Dark  gold.  9.  Steel  white, 
6,  Brown  gold. 

So 
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Some  of  tha  colours  are  of  great  Brmness 
and  beauty,  and  the  process  if  .full  of  promise 
for  special  purposes,  but  has  not  hitherto  been 
successfully  adopted  on  any  considerable  scale. 

The  methods  of  bronzing,  applied  before 
lacquering,  include  the  following  : 

Copper  bronzing.  Xo  develop  a  copper- 
coloured  surface  on  brass  the  metal  may  be 
cautiously  rubbed  with  hydrochloric  acid,  or,  still 
better,  it  may  be  immersed  in  a  slightly  acid 
dilute  solution  of  copper  nitrate  until  the  desired 
depth  of  colour  is  obtained.  To  produce  a 
dark  copper-bronze  colour,  treat  as  above,  and 
blacken  the  surface  with  plumbago  before 
lacquering. 

Orey  oronze.  A  cheap  grey  bronze  is  pro- 
duced by  rubbing  with  plumbago  and  using  a 
nearly  colourless  lacquer.  A  more  permanent 
grey  bronze  is  produced  by  the  use  of  a  solution 
of  arsenic  trioxide  in  hydrochloric  atad  ;  the  addi- 
tion of  iron  salts  improves  the  effect.  For  com- 
mon work,  which  is  not  soldered,  an  aqueous 
solution  of  mercuric  chloride  rendered  acid  with 
vinegar  is  frequently  used. 

Black  bronze.  The  very  beautiful  and  per- 
manent black  bronze  used  for  mathematical  and 
scientific  instruments  is  produced  by  the  applica- 
tion of  a  dilute  aqueous  solution  of  platinum 
tetrachloride  which  was  introduced  for  this  pur- 
pose about  the  year  J860. 

Oreen  bronze.  A  cheap  green  bronze  which 
was  formerly  much  in  favour  was  obtained  by 
the  use  of  plumbago  followed  by  a  transparent 
yellow  lacquer. 

Ordinary  lacquer  is  »  solution  of  shellac  in 
proof  spirit,  but  other  gums  and  solvents  are 
also  used.  A  colourless  '  dip  '  lacquer  (i.e.  one 
in  which  the  articles  may  be  dipped,  instead  of 
the  lacquer  being  applied  by  means  of  a  brush 
to  the  warm  sunace  as  usual)  is  made  by  dis- 
solving nitrocellulose  in  amylacetate.  Tor 
ordinary  purposes  many  shades  of  lacquer  from 
colourless,  through  yellow,  to  brown  are  regularly 
employed.  For  the  cheaper  kinds  of  bronzing 
special  bronze  lacquers  of  a  variety  of  colours 
are  used ;  and  in  addition  richly  coloured  trans- 

Sarent  lacquers  of  numerous  shades  are  pro- 
uced  for  the  manufacture  of  brightly  coloured 
thin  sheet  metal  for  ornamental  purposes.  In 
this  branch  of  manufacture  the  use  of  aniline 
derivatives  has  led  to  numerous  improvements. 

T.  T. 

CoMPOiTNiis  or  Zmo. 

Zinc  oxide  ZnO.  This  substance,  the  nix 
offio,  'philosophical  wool,'  or  'flowers  of  zinc' 
of  the  alchemists,  the  tutia  or  pompholyx  of  the 
ancients,  occurs  as  the  mineral  zinoite  or  red 
zinc  ore  which  is  a  mixture  of  zinc  ozide  and 
7-12  p.o.  red  manganese  oxide.  It  is  often 
found  in  red  or  orange-yellow  hexagonal 
crystals  or  in  granular  masses.  Zinc  oxide  is 
occasionally  found  crystalline  in  zinc  and  brass 
melting  furnaces. 

Zinc  oxide  is  known  in  commerce  as  zino 
white,  and  is  generally  prepared  on  the  large 
scale  by  burning  zino  or  its  ores  in  retorts,  or 
in  an  electric  furnace,  the  zinc  fumes  being  led 
into  chambers  where  they  meet  a  current  of  air 
and  the  oxide  thus  formed  is  led  into  a  second 
chamber  and  allowed  to  condense ;  or  the  ore 
may  be  heated  with  anthracite  or  charcoal,;.and 


the  resulting  hot  fumes  treated  with  air  {iH 
£ng.  Fats.  16129,  1891;  11233,  1894;  4310. 
1894;  12274,  ISOl ;  18015,  1903;  4058, 
1904 ;  21787,  19839,  1906 ;  U.S.  Pat^  902260, 
1908;  Fr.  Pat.  403681,  1909;  amongst  others ; 
J.  Soc.  Chem.  Ind.  1894,  401 ;  ibid.  1901,  911 ; 
ibid.  1903,  1138;  ibid.  1906,  1056;  ibid.  1907, 
1150  ;  ibid.  1910, 88 ;  Sohnabel,  Eng.  and  Mining 
J.  1892,  9,  26295). 

Zino  oxide  may  also  be  prepared  by  heating 
zinc  sulphate  with  carbon  for  about  2  hours  at 
about  650°  (Eng.  Pat.  3906  ;  D.  R.  P.  93315). 

A  hot  solution  of  sodium  sulphate  or  other 
alkali  salt  is  electrolysed  with  zino  electrodes; 
zinc  sulphate  is  formed  at  the  anode,  and 
sodium  hydroxide  at  the  cathode.  These  react 
forming  zino  hydroxide,  which  is  then  calcined 
(Fr.  Pats.  328491,  1903 ;  348294,  1904 ;  U.S. 
Pat.  771025,  1903;  Ind.  Elektrochem.  1904, 
8,  20). 

The  zino  oxide  of  pharmacy  is  prepared 
either  by  burning  the  metal  or  by  precipitating 
very  pure  zinc  sulphate  with  a  hot  solution  of 
sodium,  magnesium,  or  other  carbonate,  and 
heating  the  dried  carbonate  to  expel  carbon 
dioxide  ( Jansen,  Mag.  Fharm.  26,  74 ;  Dulk, 
Berl.  Jahrb.  Pharm.  24,  2,  74 ;  29,  i.  59 ;  D.  R.  P. 
21987,  151022 ;  Bigg,  Eng.  Min.  J.  73,  626). 

Crystalline  zino  oxide  of  sp.gr.  5-782  may  be 
obtained  by  igniting  the  nitrate  (Briigelmann, 
Zeitsch.  anal.  Chem.  29,  126) ;  by  heating  zinc 
chloride  in  a  stream  of  water  vapour  (DaubrSe, 
Compt.  rend,  1854, 39, 163) ;  and  by  a  number  of 
other  methods  (Sidot,  ibid.  1869,  69,  202; 
Gomen,  ibid.  1887,  104,  120). 

A  large  number  of  patents  have  been  taken 
out  for  the  preparation  of  the  oxide  by  various 
methods,  of  which  the  following  may  be 
mentioned  (Fr.  Pats.  338977,  1903;  373027, 
373953,  1906;  406150,  1908;  404840,  1909; 
412214,  411672,  1910;  Eng.  Pats.  2532,  1905; 
24526,  1906  ;  U.S.  Pats.  815516,  1906  ;  899322, 
900088,  1908 ;  919375,  919376,  920336,  920337, 
1909;  J.  Soc.  Chem.  Ind.  1897,  812;  1899, 
1033;  1904,  1034;  1906,  325,  374;  1907,  477; 
1910,  223,  425,  1016). 

Zinc  oxide  is  a  white  powder  of  sp.gr.  5-6 
[see  Fuohs  and  Schiff,  ibid.  1896,  363),  which,  on 
heating,  becomes  lemon-yellow,  but  on  cooling 
again  becomes  white. 

According  to  Schiipphaus,  the  yellow  colour 
is  due  to  the  formation  of  a  suboxide  {ibid. 
1899,  987).  Zinc  oxide  volatilises  in  the  electric 
furnace,  the  vapours  condensing  in  long, 
transparent  crystals  (Moissan,  Compt.  rend. 
1892,  115,  1034).  •  In  a  current  of  air  it  com- 
mences to  volatJBse  at  1100°  (Doeltz,  Metallurgie, 
1906,  3,  212).  At  a  bright  red  heat  the  oxide  ia 
probably  polymerised  to  some  extent  (de 
Forcrand,  Compt.  rend.  1902,  134,  1426 ;  ibid. 
135,  36  ;  Ann.  Chim.  Phys.  1902,  [vii.]  27,  26). 
Zinc  oxide  commences  to  be  reduced  by  carbon 
in  an  atmosphere  of  nitrogen  at  800°,  by  carbon 
dioxide  at  600°,  reduction  in  both  cases  increas- 
ing rapidly  with  rise  in  temperature  (Doeltz  and 
Graumann,  Metallurgie,-  1907,  4,  290).  By 
magnesium  it  is  reduced  with  explosive  violence 
(Wmkler,  Ber.  1890,  23,  120). 

When  strongly  heated  in  -the  oxytydrogen 
flame  it  emits  an  intense  white  light,  and  is'  seen 
to  phosphoresce  when  cooled  in  the  dark.  The 
charactes  of  the  light  emitted  by  incandescent 
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fine  oxide  has  been  examined  by  E.  L.  Kichola  and 
B.  W.  Snow  (Phil.  Mag,  [v.]  32, 420  ;  and  [5]  33, 
19 ;  see  also  Schmidt,  Ann.  Physik.  1904,  [iv.] 
13.  622  ;  Tafel,  ibid.  14,  206),  who  have  studied 
the  behaviour  of  ziuo  oxide  under  the  action 
of  canal  rays. 

One  part  of  the  oxide  dissolves  in  236,000 
of  water  (Dupr6  and  Bialas,  Zeitsoh.  angew. 
Chem.  1903,  10,  54).  If  quite  pure  it  dissolves 
completely  in  ammonia.  It  is  readily  soluble 
in  acids,  forming  the  corresponding  zinc  salts 
which  are  colourless  substances  having  a  dis- 
agreeable taste,  are  often  poisonous  to  plants 
and  animals,  act  as  emetics,  and  are  employed 
in  medicine,  chiefly  for  external  application. 

Zinc  white  has  been  recommended  as  a 
useful,  efficient,  and  more  healthy  substitute 
for  white  lead  for  oil  painting,  and  in  the 
preparation  of  varnishes  (Livaohe,  Compt.  rend. 
1901,  132,  1230 ;  Bull.  Soc.  d'Encouragement, 
1908.  110,  516;  1902,  103,  690;  Lenoble,  J. 
Soc.  Chem.  Ind.  1904,  829).  For  this  purpose 
zinc  white,  alone,  or  mixed  with  finely-ground 
silica  and  calcium  carbonate,  is  made  into  an 
emulsion  with  linseed  or  a  similar  oil  (Eng.  Pat. 
4870,  1893  ;  Fr.  Pat.  366465,  1906 ;  D.  R.  PP. 
175402,  178983  ;  J.  Soc.  CSiem.  Ind.  1894,  262 ; 
ibid.  1906,  1056). 

A  mixture  of  zinc  hydroxide  and  hydro- 
carbonate,  used  as  a  white  pigment,  is  prepared 
by  intimately  pulverising  zino  ore  with  quick- 
lime, then  extracting  tlie  mixture  with  liquid 
ammonia.  After  removing  foreign  metals  by 
ordinary  methods  the  ammoniacal  liquid  is 
di.stilled  in  a  vacuum  with  or  without  the  ap- 
pUcation  of  heat  (Er.  Pats.  309079,  2001,  1903). 

A  mixture  of  ground  zino  white  and  hydrated 
oxide  of  zinc  precipitated  in  the  cold  or  at  50°- 
80°,  is  said  to  be  a  useful  enamel  pigment  when 
used  in  the  proportions  represented  by  the 
formula  2ZnO+Zn(OH)j,  whilst  for  matt- 
surface  paints  the  proportion  should  be 
6ZnO-f  Zn(OH),.  As  a  second  coat  for  enamel- 
ling, zino  carbonate  may  be  substituted  for  a 
part  or  the  whole  of  the  zinc  oxide  ( Joannis,  J. 
Soc.  Chem.  Ind.  1906,  486). 

Zinc  aoaps  are  manufactured  by  thoroughly 
mixing  about  0-25  p.c.  oleic  or  other  ahphatic 
acid  vrith  zino  oxide  and  a  little  water.  The 
resulting  zinc  soap  can  now  be  mixed  into  an 
emulsion  with  raw  or  boiled  oil,  a  thick  paste 
thus  being  formed,  the  constituents  of  wMch 
do  not  separate  even  on  prolonged  standing 
(Fr.  Pat.  368755,  1906). 

Zinc  lead  pigment  consists  of  zinc  oxide  and 
sulphate,  lead  oxide  and  sulphate,  some  sulphur 
dioxide  and  water  (Buskett,  Eng.  and  Ming.  J. 
1907,83.760).  ,    .         t 

Zino  oxide  is  used  in  the  manufacture  oi 
cements  (D.  E.  P.  56958;  Fr.  Pats.  332788. 
333671,  1903).  When  mixed  with  aluminium 
phosphate  it  is  used  as  a  dental  cement  (Grenet, 
Chem.  Zeit.  1909,  33,  610). 

It  is  also  employed  in  the  glass  mdustry 
(J.  1894.  151,  354;  Zschimmer,  Chem.  Zentr. 
1907.  it.  1461 ;  Walker,  J.  Amer.  Chem.  Soc. 
1905.  27,  865);  and  in  the  preparation  of 
crystalline  glazes  (Holdoroft, Trans.  Eng.  Ceramic 
Soc.  1909-10,  9,  37).  ' 

Crystalline  zinc,  glazes  are  formed  by  tne 
separation  of  zmc  silicate  on  slow  coolmg  of  the 
glaie.    It  has  a  smaller  coefficient  of  expansion 


than  other  glazes,  and  when  melted  on  to 
pottery  or  stoneware  is  less  liable  to  'craze' 
than  lead  glaze. 

By  admtion  of  different  oxides,  characteristie 
colour  effects  can  be  obtained  with  zino  glazes. 
Zinc  oxide  may  also  be  used  in  place  of  the  more 
costly  tin  oxide  for  producing  opalescent  glazes 
(Petrik,  Chem.  Zeit.  1908.  32,  Rep.  490). 

CrystalUne  zino  glazes  are  prepared  by  mixing 
27-389  parts  by  weight  of  zinc  oxide  with 
7-382  potassium  nitrate.  13-770  borax,  7-200 
whiting,  4-466  flaky  boric  acid,  0-600  cuprio 
oxide,  and  39-693  flint.  The  glaze  should  be 
ground  as  finely  as  possible  and  applied  to  the 
surface  to  be  glazed  with  dextrin  as  an  adhesive 
(Riddle,  Trans.  Amer.  Ceramic  Soc.  1906.  8, 
336 ;  Minton,  ibid.  1907,  9,  782).  It  is  also 
used  for  the  production  of  white  and  colour 
resists  employed  in  printing  processes  (Lauber, 
Zeitsoh.  Farben.  and  Textil  Ind.  1904,  3,  417) ; 
for  the  preparation  of  certain  sizing  materials 
(D.  R.  P.  194726;  J.  Soc.  Chem.  Ind.  1908, 
634) ;  and  to  some  extent  in  analytical  processes 
in  the  laboratory  (Meineke,  Zeitsch.  angew. 
Chem.  1888,  252 ;  Koninok,  Chem.  Zeit.  1905, 
29,  Rep.  5). 

For  the  estimation  of  zinc  oxide  in  zino 
pahits  and  lithopones,  see  J.  Soc.  Chem.  Indi 
1907,  977  ;  Stromeyer.  Arch.  Pharm.  27,  549. 

Zinc  grey  is  obtained  as  a  by-product  in  the 
manufacture  of  zinc  white.  Made  into  a  paste 
with  wood  oil  it  is  used  as  a,  cement  for  steam 
joints  (Livaohe,  Bull.  Soc.  d'Encouragement, 
1905,  107.  668).  It  also  forms  a  good,  silveu 
grey  oil  paint. 

'zinc  hydroxide  Zn(0H)2  is  obtained  as  a 
white  powder  by  adding  caustic  potash  or  soda 
or  ammonia  to  a  solution  of  a  zinc  salt.  It 
may  be  obtained  crystalline  by  allowing  zino 
to  remain  in  contact  with  iron  or  copper  under  a 
layer  of  ammonia  or  by  allowing  its  saturated 
solution  in  caustic  potash  to  stand,  or-  by  the 
action  of  water  on  zino  oxide  (do  Forctahd,  I.e.). 
It  is  stable  in  air  up  to  85°,  loses  nearly  all  its 
water  at  130°-140°.  is  readUy  soluble  in  excess 
of  ammonia  and  alkalis  towards  which  it 
behaves  as  the  weak,  acid,  HjZnO.  (Herz, 
Zeitsoh.  anorg.  Chem.  1901, 26, 90  ;  Rubenbauer, 
ibid.  1902,  30,  331;  Hantzsch,  ibid.  289; 
Bonsdorff,  ibid.  1904, 41,  132 ;  Moir,  Chem.  Soc. 
Proo.  1905.  310 ;  Dawson  and  MoCrae,  Chem. 
Soc.  Trans.  1900,  1239 ;  Euler.  Ber.  1903,  36, 
3400  ;  Kuriloff,  Zeitsch.  Elektrochem.  1906,  12, 
209 ;  Bull.  Acad.  St.  Petersburg,  1901,  1,  95). 
A  mixture  of  zino  ammonium  hydroxide  and 
copper  ammonium  hydroxide  has  been  used  for 
pectinising  cellulose  and  similar  substances  to 
produce  a  kind  of  vegetable  parchment  (J. 
Soc.  Chem.  Ind.  1884,  122). 

Zinc  peroxide  ZnOj,  also  known  under  the 
trade  names  Zinkonal,  Dermogen,  Ehtogcm,  and 
Zinc  perhydrol,  is  formed  by  the  action  of 
hydrogen  peroxide  on  zinc  oxide  or  hydroxide 
(Kuriloff,  J.  Russ.  Phys.  Chem.  Soc.  1890.  22; 
171 ;  de  Forcrand,  Compt.  rend.  1902,  134, 
601 ;  ibid.  135,  103  ;  D.  R.  P.  171372).  It  has 
also  been  formed  by  Bubjeoting  an  aqueoua 
solution  of  barium  peroxide  to  the  action  of  a 
zino  salt,  the  acid  radicle  of  which  forms  a 
soluble  salt  with  barium  (U.S.  Pats.  709086. 
1902 ;  740832,  1903),  or  better,  by  the  elebtro- 
lysis  of  a  zinc  chloride  solution  contained  ia  » 
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v^sel  with  a  porous  diaphtagm,  hydrogen 
peroxide  being  added  to  the  cathode  compart- 
ment and  platinum  or  carbon  being  used  as 
anodes  and  platinum  or  tin  as  cathodes  (D.  R.  P. 
151129 ;  for  another  method  see  3.  Soo.  Chem. 
Ind.  1905,  947;  also  Fr.  Pat.  364825,  1906). 
A  number  of  peroxides  have  been  described, 
but,  according  to  Kurilofl  (Compt.  rend.  1903, 
137,  618  ;  see  also  de  Forcrand,  ibid.  1904,  138, 
i29),  the  only  one  which  is  a  definite  chemical 
compound  has  the  composition  Zn02,Zn(OH)2, 
the  others  all  being  mixtures  of  varying  quan- 
tities of  zinc  peroxide  with  zinc  oxide  or  zinc 
hydroxide'  (Lemaire,  R^p.  Pharm.  1910,  22,  1 ; 
Foregger  and  PhiUpp,  J.  Soo.  Chem.  Ind.  1906, 
298). 

Zinc  peroxide  is  a  yellowish-white,  tasteless, 
odourless,  non-hygroscopic,  antiseptic,  non- 
irritant  powder.  It  is  stable  in  the  autoclave  to 
130°,  and  at  a  dry  heat  to  150°,  is  insoluble  in 
water,  and  gives  all  the  ordinary  reactions  of  a 
peroxide. 

Mixed  with  tartaric  acid  it  is  applied  as  a 
dressing  to  wounds,  chronic  ulcers,  &c.  It  thus 
liberates  hydrogen  peroxide  in  situ,  and  is  there- 
fore more  active  than  the  same  quantity  of  the 
latter  applied  in  the  usual  way.  For  eczema  and 
other  skin  diseases  it  is  applied,  mixed  with  half 
its  weight  of  potassium  iodide  and  some  tartaric 
acid  (Chem.  Zentr.  1906,  ii.  648 ;  D.  R.  PP. 
14821,  157737;  Homeyer,  Apoth.  Zeit.  1902, 
17,  697 ;  J.  Soc.  Chem.  Ind.  1905,  947). 

Zinc  chloride  ZnClj,  the  oleum  lapidis  cola- 
minaris  of  Glauber,  who  first  described  it  in 
1648,  may  B6  prepared  in  the  anhydrous  state 
by  distilling  zinc  oxide  with  sal-ammoniac,  form- 
ing the  '  butter  of  zinc  '  of  Hellot ;  by  distilling 
zino  with  corrosive  sublimate  (Pott) ;  by  the 
action  of  chlorine  on  the  metal  (Westrumb),  or 
by  heating  dehydrated  zino  sulphate  with 
calcium  chloride  (Persoz)  (Eng.  Pat.  982,  1892 ; 
15813,  1895 ;  D.  R.  PP.  154518,  158089). 

On  the  large  scale  it  is  usually  obtained  by 
placing  scrap  zinc  in  a  stone,  cast  iron,  or 
wooden  vessel  containing  hydrochloric  acid. 
The  solution  is  neutralised  with  sodium  carbon- 
ate, warmed  to  40°  or  50°,  and  mixed  with 
bleaching  powder  to  precipitate  iron  and 
manganese.  The  clear  zino  chloride  solution  ia 
siphoned  off  and  boiled  down  in  enamelled  iron 
pots.  The  evaporation  is  continued  until  the 
temperature  of  the  liquor  is  230°  or  240°,  a  little 
potassium  chlorate  is  added  to  oxidise  any  organic 
matter,  and  some  pure  hydrochloric  acid  care- 
fully poured  into  the  hot  solution  to  dissolve 
any  basic  salt.  The  mass  is  then  allowed  to 
Bohdify,  the  agitation  being  kept  up  all  the 
time,  and  while  still  warm  it  is  packed  in  iron 
drums  of  30-50  kilos,  capacity,  which  are  at 
once  closed  air-tight. 

According  to  a  more  recent  patent  (Fr.  Pat. 
386448,  1907),  zinc-bearing  material  is  inti- 
mately mixed  with  sawdust  or  similar  substance 
containing  cellvilose  in  earthenware  or  cast-iron 
twin  tubular  retorts,  which  are  used  alternately. 
The  first  retort  is  heated  to  120°-130°,  and 
chlorine  is  passed  in  at  tfie  base,  hydrochloric 
acid  is  thus  generated  in  situ,  and  the  tempera- 
ture risei  spontaneously  to  230°-250°.  The 
products  of  combustion  pass  from  the  upper  part 
of  the  letort  to  a  receptacle  where  the  tar  ia 
deposited  and  thence  to  the  base  of  the  second 


retort  Where  the  excess  chlorine  Is  fixed  and  th* 
products  then  pass  out  into  a  second  receptacle, 
where  the  tar  is  again  fixed,  and  thence  into^ 
coil  and  receiver  cooled  by  water.  The  mass  ■ 
thus  obtained  is  lixiviated  with  water.  Iron 
and  manganese  are  then  oxidised  with  chlorine 
and  calcium  hypochlorite,  the  iron  is  precipitated 
by  zino  oxide,  the  manganese,  if  necessary,  by 
lead  peroxide  (D.  R.  PP.  154085  ;  136521),  and 
the  other  metals  by  agitation  with  zinc.  The 
remaining  liquor  is  then  finally  evaporated  to 
obtain  pure  zinc  chloride. 

It  may  also  be  obtained  almost  pure  by 
treating  zinc  compounds  with  ferrous  chloride 
(D.  R.  P.  136521);  by  heating  zino  ore  to  560°, 
passing  hydrogen  chloride  over  it,  and  finally 
lixiviating  the  mass  so  obtained  (D.  R.  P. 
158087).  A  large  number  of  patents  exist  for 
the  preparation  and  purification  of  zino  chloride 
by  the  above  and  other  methods  (Eng.  Pats. 
22826,  22827,  1894;  5662,  8449,  7561,  1896; 
24573,  1896,  19878,  1900 ;  D.  R.  PP.  156065, 
172460;  U.S.  Pats.  845868,  1907;  883426, 
1908 ;  Mallet  'and  Guye,  Chem.  Zeit.  1904,  28, 
763  ;  J.  Soc.  Chem.  Ind.  1893,  276  ;  ibid.  1895, 
450,  695  ;  ibid.  1896, 198,  356  ;  ibid.  1897, 1015 ; 
ibid.  1900,  146  ;  ibid.  1905,  497). 

Pure  anhydrous  zinc  chloride  can  be  pre- 
pared by  dissolving  40  grms.  of  the  chloride  in 
20  CO.  of  hydrocmoric  acid  (sp.gr.  1'19),  and 
evaporating  the  solution  in  a  tube  of  refractory 
glass  through  which  a  stream  of  hydrogen 
chloride  is  passed.  The  temperature  is  gradually 
raised,  and  after  some  time  the  mass  soUdifies 
with  evolution  of  hydrogen  chloride.  The 
soUd  chloride  is  fused  again  rapidly  in  a  current 
"of  the  same  gas.  The  dehydration  is  complete 
in  75  mins.  (Griinauer,  Zeitsoh.  anorg.  Chem. 
1904,  39,  389 ;  see  Vogel,  Faraday  Soc.  Trans. 
1906,  May  5;  see  also  D.  R.  P.  120970). 

Zinc  chloride  is  a  white  or  greyish-white 
mass  or  powder,  of  sp.gr.  2-907  at  25°/4°  (Baxter 
and  Lamb,  Amer.  Chem.  J.  1904,  31,  229).  Its 
m.p.  is  variously  given  as  100°  (Davy),  250' 
(Lorenz),  262°  (Braun,  Mylius,  and  Eietz), 
290°-300°  (Schulze).  According  to  Grunauer  the 
completely  anhydrous  chloride  has  m.p.  365°. 
It  is  very  hygroscopic  and  deliquescent,  odour- 
less, poisonous,  with  a  metallic  astringent  taste. 
It  melts  to  a  clear,  mobile,  highly  refractive 
hquid,  b.p.  730°-732°  ;  in  a  current  of  chlorine 
it  sublimes,  forming  acioular  crystals.  It  forms 
hydrates  with  1,  1-5,  2-5,  3,  and  4  molecules  of 
water  (Dietz,  Ber.  1899,  32,  90;  Mylius  and 
Dietz,  ibid.  1905,  38,  921).  Its  aqueous  solution 
dissolves  paper  and  cotton,  and  it  should  therefore 
be  filtered  through  asbestos  or  glass,  not  paper. 
When  evaporated  or  boiled  with  zinc  oxide, 
oxychlorides  are  formed  (Perrot,  BuU.  Soc.  chim. 
1895,  [iii.1 13, 975;  Driot,  Compt.  rend.  1910, 160, 
426),  whilst  if  a  solution  of  sp.gr.  1-7  be  boiled 
with  an  excess  of  zinc  oxide,  the  resulting  liquid 
dissolves  silk,  and  can  be  employed  for  separat- 
ing the  latter  from  wool,  cotton,  or  linen.  Zino 
oxychloride  is  sometiiues  also  used  in  the  pre- 
paration of  some  dental  cements,  and  as  • 
pigment. 

When  zino  chloride  is  electrolysed,  chlorine 
is  evolved  and  crystalline  zino  is  deposited 
(Saposhnikofi,  J.  Buss.  Phys.  Chen^.  Soo. 
1906,  37,  163  ;  see  also  Schultze,  Zeitsch.  anorg. 
Chem.  1899,  20,  323  ;  Griinauer,  I.e.). 
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Zinc  chloride  oomea  into  pharmacy  in  the 
form  of  rods  or  tablets.  It  is  a  powerful  caustic, 
distinguished  by  its  property  of  burning  deeply 
and  not  spreading  sidewise.  It  is  applied  in 
substance,  or  made  into  a  paste  with  starch  or 
gypsum,  to  cancers,  sloughing  or  unhealthy 
sores,  and  nsevi  (Lauder  Brunton). 

In  dilute  solution  it  is  also  used  as  an  astrin- 
gent, an  antiseptic,  a  disinfectant,  and  as  a 
deodorant. 

A  solution  of  zinc  chloride,  in  the  proportioh 
of  1  lb.  of  the  salt  to  6  gallons  of  water,  was 
patented  by  Sir  W.  Burnett  (Eng.  Pat.  7747, 
1838)  for  the  preservation  of  timber,  and  such  a 
solution  is  still  occasionally  used  for  disinfecting 
and  deodorising. 

For  the  preservation  of  wood  it  has  been 
recommendea  to  employ  an  emulsion  of  aqueous 
zinc  chloride,  and  wood-tar  oil  (D.  R.  PP. 
139441,  152179;  Chem.  Zentr.  1903,  i.  749; 
ibid.  1904,  ii.  379) ;  or  a  15  p.o.  solution  of  a 
mixture  of  ammonium  sulphate  and  a  soluble 
zinc  salt  (D.  R.  P.  109324). 

Zinc  chloride  is  employed  for  weighting 
cotton  goods  (Furth,  Farber  Zeit.  1901,  12,  1  ; 
D.  R.  P.  2L4372,  215702 ;  Chem.  Zentr.  1909, 
ii.  1508,  1905),  and  for  crimping  cotton,  wool, 
and  sillt  (Bull.  Soo.  Ind.  Mulhouse,  1898,  68, 
350.  348 ;  see  also  FUntofE,  J.  Soc.  Dyers,  1899, 
15,  151). 

Solutions  of  zinc  chloride  were  also  employed 
by  Mercer  for  treating  cotton  in  the  operation 
of  '  mercerising  '  (u.  Cbllttlosb). 

Zinc  chloride  dissolves  casein  and  these 
solutions  have  been  employed  for  preparing 
artificial  silk  and  hair.  Zinc  chloride  has  also 
been  used  in  the  production  of  hydrochloric  acid 
from  hydrogen  and  chlorine  (Fr.  Pat.  352419  ; 
Chem.  Zeit.  1905, 29, 993) ;  for  the  prevention  of 
the  rusting  of  iron  (Reed,  Trans.  Amer.  Eleotro- 
chem.  Soc.  1903,  3,  149);  in  the  preparation 
of  glass  etching  liquids  (J.  1894,  354),  and 
in  the  laboratory  as  an  analytical,  dehydrating 
and  condensing  agent  and  in  the  synthesis 
of  a  large  number  of  organic  compounds 
(Kondakoff,  J.  Russ.  Phys.  Chem.  Soo.  1892, 24, 
114,  309;  J.  pr.  Chem.  [ii.]  48,  467;  Dott, 
Pharm.  J.  1905,  [iv.]  21,  136  ;  among  others). 

Zinc  chloride  forms  double  chlorides  with 
the  alkali  and  other  metals  (WeUs  and  Campbell, 
Zeitsch.  anorg.  Chem.  1894,  5,  273;  Ephraim, 
ibid.  1908,  69,  756 ;  Ephraim  and  Model,  ibid. 
1910,  67,  376,  379 ;  Baxter  and  Lamb,  I.e. ; 
Gewecke,  Annalen,  1909,  366,  217),  with  copper 
oxide  (Mailhe,  Compt.  rend.  1901,  133,  226),  an 
iodo  chloride  ZnCl22ia3,8H20  (Weinland  and 
Schlegelmilch,  Zeitsch.  anorg.  Chem.  1902,  30, 
134),  a  chlordbromate  (Lowenthal,  ibid.  1894,  6, 
355),  and  a  chloroborate  eZnO.SBjOa.ZnClj 
(Rousseau  and  Allaire,  Compt.  rend.  1894,  118, 
1255).  Zinc  chloride  also  forms  double  com- 
pounds with  ammonia,  such  as  ZnCla'NHa, 
Zna2-2NH3  (Thorns,  Chem.  Zentr.  1889,  ii.  965  ; 
Kwasniok,  Arch.  Pharm.  229,  310  ;  Jaeger,  Ber. 
1902,  35,  3405),  and  with  ammonium  chloride 
(Curtius  and  Sohrader,  J.  pr.  Chem.  1894,  [ii.] 
50,  311  ;  Meerburg,  Zietseb.  anorg.  Chem.  1903, 
37   199). 

'a  solution  of  zinc  ammonium  chloride  is 
nsed  in  soldering  fox  the  purpose  of  removing 
piide  from  the  surface  of  the  metals. 

2;ijnc   brproiiie   ZnBr,   is   readily    made    t>y 


digesting  granulated  zinc  with  bromine  water. 
It  resembles  the  chloride,  and  is  used  to  a 
small  extent  in  medicine  in  the  treatment  of 
epilepsy. 

Zinc  iodide  Znl,  is  also  employed  in  medi- 
cine, as  an  application  to  enlarged  tonsils  and 
in  the  form  of  ointment  to  reduce  swellings.  It 
is  also  administered  internally  in  cases  of 
scrofula,  chorea,  and  hysteria.  It  has  found  a 
limited  application  in  photography. 

For  a  number  of  double  compounds  of  the 
bromide  and  iodide  with  other  metallic  com- 
pounds, see  Ephraim,  I.e. ;  Ephraim  and  Model, 
I.e.  ;  Rousseau  and  Allaire,  Compt.  rend.  1893, 
116,  1445 ;  ibid.  119,  71 ;  TassiUy,  ibid.  1896, 
123,  323  ;  Duboin,  ibid.  1906, 143,  40  ;  Chretien, 
Ann.  Chim.  Phys.  1898,  [vii.]  16,  358  ;  Mosnier, 
ibid.  1897,  [vii.]  374. 

Zinc  fluoride  ZnF^  is  formed  by  the  action 
of  hydrofluoric  acid  on  zinc  or  on  zinc  oxide  at 
a  red  heat,  or  on  zinc  chloride  at  800°-900'' 
(Poulenc,  Compt.  rend.  1893,  116,  581).  It 
forms  slender,  colourless,  transparent  needles, 
sp.gr.  4-84  at  15°,  sparingly  soluble  in  cold 
water,  soluble  in  boiling  mineral  acids.  It  is 
reduced  by  hydrogen  at  a  red  heat ;  when  heated 
in  air  it  forms  zinc  oxide.  When  dissolved  in 
hydrofluoric  acid,  or  when  zinc  is  dissolved  in 
excess  of  hydrofluoric  acid,  it  forms  the  com- 
pound ZnFjjHF,  which  has  been  recommended 
for  use  in  the  preservation  of  wood,  particularly 
of  telegraph  poles  (Nowotny,  Chem.  Zentr.  1908, 
ii.  355).  ,Like  the  other  halides,  zinc  fluoride 
yields  a  number  of  double  salts  (Helmolt, 
Zeitsch.  anorg.  Chem.  1893,  3,  115 ;  Weinland 
and  Koppen,  ibid.  1899,  22,  266;  Giorgis, 
Gazz.  chim.  ital.  22,  i.  55 ;  Higley,  J.  Amer. 
Chem.  Soc.  1904,  26,  613  ;  Rimbach  and  Kilian, 
Annalen,  1909,  368,  101). 

Zinc  sulphate  ZnSOj.  This  salt  has  long 
been  known  under  the  name  which  it  still 
bears,  of  '.white  vitriol.'  It  was  obtained, 
on  a  manufacturing  scale,  as  far  back  as  the 
sixteenth  century,  by -lixiviating  roasted  zinc 
sulphide  by  means  of  water^  and  crystallising 
the  solution — a  method  still  practised,  with 
certain  modifications  (U.S.  Pat.  851639,  1907  ; 
J.  Soo.  Chem.  Ind.  1907,  608). 

In  some  processes  the  zinc  pyrites  is  previously 
treated  with  sulphuric  acid,  after  which  it  is 
roasted  (D.  R.  P.  154518).  It  is  then  sometimes 
further  treated  with  oxidising  agents.  In 
some  cases  again  the  ore  is  treated  with 
a  mixture  of  dilute  sulphuric  acid,  ferrio 
sulphate,  and  a  little  sodium  chloride  (D.  R.  P. 
197044),  or  with  ferrio  sulphate  alone  (D.  R.  P. 
200613).  According  to  D.  R.  P.  135056,  after 
converting  the  sulphidp  ore  into  the  sulphate  in 
the  ordinary  way,  the  product  is  roasted  with 
calcium  hydroxide  and  sodium  nitrate  in  a  muffle 
furnace  in  order  to  drive  off  the  impurities,  or 
to  convert  them  into  insoluble  compounds. 
When  the  process  is  finished,  the  zinc  sulphate 
is  lixiviated  out  (see  also  D.  R.  PP.  120822, 
135182;  Knoklooh,  Pharm.  Zeit.  40,  472; 
Hofmann,  Amer.  Inst.  Mining  Eng.  Trans.  1905, 
117  ;  Fr.  Pat.  384904,  1907). 

Native-zinc  sulphate  OTgoalarile  is  occasionally 
found  in  zinc  mines,  being  probably  formed  by 
the  oxidation  of  zinc  sulphide. 

Zino  sulphate  separates  from  its  solution  at 
ti^e    ordmary    temperature    in    right    rhombia 
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piiamg,  isomorphons  with  magnesium  sulphate, , 
and  of  the  composition  ZnSOjjTHjO ;  sp.gr.' 
1-95;  2-036  (Mohs).  It  has  a  strong  metalliq 
Btyptic  taste,  and  effloiesces  slightly  in  diy  air^ 
According  to  Poggiale,  100  parts  of  water 
dissolve  Qie  folio-wing  amounts  of  zinc  sulphate 
at  difierent  temperatures  {see  also  CaUendar  and 
Barnes,  J.  Phys.  Chem.  1897,  2,  536,  who  give 
slightly  different  figures) : — 

ZnS04,7H20         Anhydrous  salt 
10°        .  .     138-2        .  .     48-3 

20°       .  .     161-5        .  .     53-1 

30°       .         .     191-0       .         .     58-5 
50°       .         .     263-8       .         .     68-7 
100°       .         .     653-6       .         .     95-6 

The  solution  has  an  acid  reaction  and  is 
poisonous.  The  salt  is  insoluble  in  absolute 
alcohol. 

Solutions  of  zinc  sulphate  keep  clearer  in 
the  light  than  in  dark  (Verda,  Chem.  Zentr. 
1907,  i.  1392). 

A  hexahydrated  salt  ZnSOi.BHjO  is  obtained 
by  crystallising  the  solution  at  40°  ;  sp.gr.  2-072 
(Thorpe  and  Watts) ;  a  pentahydrated  salt 
ZnSOj,5HjO  by  boiling  the  salt  with  alcohol  of 
sp.gr.  0-825  (sp.gr.  2-206,  Thorpe  and  Watts),  and 
a  dihydrated  salt  by  pouring  a  cold  saturated 
solution  of  zinc  sulphate  into  strong  sulphuric 
acid,  and  washing  the  precipitate  with  absolute 
alcohol  until  free  from  uncombined  acid  ;  -sp.gr. 
2-958  (Thorpe  and  Watts).  The  monohydrated 
salt  is  formed  by  heating  the  heptahydrated  salt 
to  110°  until  it  ceases  to  lose  weight ;  sp.gr. 
3-284  (Thorpe  and  Watts).  The  anhydrous  salt 
is  obtained  by  heating  the  heptahydrate  to  300°  ; 
sp.gr.  3-4.  At  a.  red  heat  all  the  sulphates  are 
decomposed,  yielding  a  residue  of  zinc  oxide. 

Zinc  sulphate  is  used  in  dyeing  and  calico- 
printing,  in  the  manufacture  of  varnishes  and 
drying  oils  for  painting. 

Coloured  zinc  pigments  are  prepared  by 
intimately  mixing  together  zinc  sulphate  with 
6-30  p.c.  of  the  sulphate  of  other  metals  which 
yield  a  coloured  oxide,  such  as  nickel,  iron, 
cobalt,  or  manganese.  The  mixture  is  dried, 
finely  divided  carbon  is  added,  and  the  whole 
ignited  carefully  at  650°.  To  produce  a  more 
delicately-tinted  pigment,  the  zinc  sulphate 
should  first  be  purified  by  stirring  zinc  oxide 
into  its  solution  and  passing  a  current  of  chlorine 
through  it,  whereby  the  impurities  are  thrown 
down  (Eng.  Pat.  17031,  1896 ;  Fr.  Pat.  366517, 
1908 ;  J.  Soc.  Chem.  Ind.  1908,  1074). 

It  is  also  used  for  the  preparation  of  zinc 
white  and  other  zinc  compounds,  and  in 
pharmacy  as  an  astringent,  and  in  lotions,  washes, 
and  gargles.  It  is  also  occasionally  employed 
as  an  emetic,  and  in  the  treatment  of  convulsive 
diseases.  A  number  of  basic  sulphates,  formed 
by  digesting  the  oxide  or  hydroxide  with  strong 
isolutions  of  zinc  vitriol,  or  precipitating  such 
solutions  with  varying  quantities  of  potash,  can 
be  formed. 

Zinc  sulpliate  combines  with  ammonia  and 
with  other  sulpbtttes  to  form  double  salts 
(Cu'rtius  and  Schrader,  I.e.  ;  Troger  and  Ewera, 
Arch.  Pharm.  235,  644;  Mallet,  Chem.  Soc. 
Trans.  1900,  220 ;  Tutton,  ibid.  1905,  1123  ; 
Koppel,  Zeitsch.  phj'sikal.  Ghem.  1905,  52,  385). 
The  compound  ZnS04,3H2SOi  has  been 
separated  from  the  acid  in  the  first  chambers  in 
the  manufacture  of  sulphuric  acid  from  zinc 


blende  (Hoffmann,  Zeitsch.  angew.  Chem.  1910; 
23,  1672). 

Zinc  hydro-  or  hyposulphite  ZnS^Of  is 
obtained  by  passing  a  current  of  sulphur 
dioxide  into  a  mixture  of  zinc-dust  and 
alcohol  or  water  at  a  temperature  above  40°. 
On  stirring,  a  crystalline  paste  of  the  hydro- 
sulphite  is  formed,  which  is  washed  with 
methylated  spirits  and  dried  in  vacvA  below  70° 
(Eng.  Pat.  3811,  1907;  D.  R.  PP.  184564, 
103403,  137494,  144281  ;  T?r.  Pat.  331095,  1903 ; 
Brunck,  Annalen,  1903,  327,  240  ;  Bazlen,  Ber. 
190.5,  38,  1061). 

Soluble  double  salts  of  zinc  hydrosulphite 
with  ammonium  salts  are  obtained  by  the  action 
of  zinc-dust  on  alkali  disulphite  in  the  presence 
of  acid  and  ah  ammonium  salt  (D.  B.  P.  203846, 
1907). 

Zinc  hydrosulphite  forms  microscopic  rhombic 
crystals,  very  soluble  in  water,  giving,  very 
readily,  supersaturated  solutions.  It  is  em- 
ployed as  a  reducing  agent  in  the  indigo  dyeing 
industry. 

Zinc  sulphite  ZnSOj  is  formed  by  the  action 
of  sodium  sulphite  on  zinc  sulphate  (Denigbs, 
Bull.  Soc.  chim.  1892,  [iii.]  7,  569).  It  forms  a 
number  of  hydrates,  double  salts  and  basic  salts 
(Seubert,  Arch.  Pharm.  1891,  229,  316  ;  Seubert 
and  Elten,  Zeitsch.  anorg.  Chem.  1893,  4,  61 ; 
Bammelsberg,  Pogg.  Ann.  67,  255). 

It  is  used  to  a  very  limited  extent  in  medicine. 

Zinc  sulphide  ZnS,  as  blende,  is  one  of  the 
mcst  important  ores  of  zinc  (Robertson,  Amer. 
J.  Soi.  40,  160).  Its  value  as  an  ore  of  zinc  was 
first  demonstrated  by  Brandt  in  1735,  it  being 
formerly  regarded  as  a  worthless  lead  ore, 
galena  inania.  It  is  found  crystallised  in  forms 
derived  from  the  regular  system,  usually  of  a 
red,  brown,  or  black  colour,  due  to  the  presence 
of  foreign- metals.  Occasionally  it  is  met  with 
of  a  light-yellow  colour ;  sp.gr.  3-5-4-2. 

It  is  obtained  artificially  as  a  white  amor- 
phous precipitate  by  adding  an  alkaline  sulphide 
or  sulphuretted  hydrogen  to  a  solution  of  a 
zinc  salt  (Eng.  Pats.  396541,  25965,  1908). 

It  may  also  be  obtained  by  dissolving  zinc 
in  an  alkali  hydroxide  and  then  adding  just 
sufficient  alkaU  sulphide  to  precipitate  the  zinc 
(Fr.  Pats.  353496,  353480) ;  or  by  passing  zinc 
chloride  vapour  over  barium  or  stannous 
sulphide  (Fr.  Pat.  338322,  1903  ;  Viard,  Compt. 
ren^.  1903,  136,  892). 

A  mixture  of  zinc  sulphate  (230  lbs.),  water 
(90  gallons),  ammonia  of  sp.gr.  0-91  (230  lbs.) 
is  introduced  into  an  enamelled  digester  and 
about  00  lbs.  of  carbon  disulphide  are  added. 
The  vessel  is  closed  and  heated  to  100°  with 
constant  stirring,  until  the  pressure  is  about 
00  lbs.  After  4  hours  the  pressure  begins  to 
fall,  and  in  10  hours  it  will  have  fallen  to  about 
22  lbs.,  when  the  process  is  complete.  The 
zinc  sulphide  is  collected,  washed,  and  dried. 
It  is  very  finely  divided  and  is  suitable  for  use  as 
a  pigment  (Eng.  Pat.  11108,  1900). 

Zino  sulphide  is  sometimes  separated  from 
its  ores  by  immersing  the  crushed  ore  in  a  solu- 
tion of  sodium  sulphate,  disulphate  or  -nitrate, 
and  skimming  o£E  the  sulphide  which  rises  to  the 
Btirface  (Eng.  Pat.  26279,  1902;  27132,  1903; 
20160,  20169,  1904  ;  U.S.  Eat.  780281 ;  Fr.  Pat. 
326866,  326867,  1902).  For  other  methods  of 
preparing  the  sulphide,  »ee  Eng.   Pat.   16272, 
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1902 ;  Fr.  Pats.  397631,  396541,  1908  ;  415605, 
1910;  D.  R.  PP.  132916,  137801,  149557, 
167172,  167498,  171872,  179022). 

Zino  sulphide  is  soluble  in  dilute  mineral 
acids,  but  is  insoluble  in  acetic  acid.  When 
heated  in  a  stream  of  sulphuretted  hydrogen,  or 
in  an  electric  furnace,  it  forms  hexagonal 
crystals  identical  in  form  with  a  naturally 
occurring  variety  known  as  wurtzite  (Mourlot, 
Compt.  rend.  1896, 123,  54 ;  Traube,  Jahrb.  Min. 
9,  147).  This  is  also  formed  when  zinc  oxide  is 
ignited  in  sulphuretted  hydrogen.  For  other 
methods  of  converting  the  amorphous  sulphide 
into  the  crystalline  variety,  see  Villiera,  Compt. 
rend.  1895,  120,  97,  149,  322,  498;  Viard, 
ibid.  I.e. ;  -  Spring,  Zeitsch.  physikal.  Chem. 
1895,  18,  553;  Stanik  Zeitsch.  anorg.  Chem. 
Chem.  1898,  17,  124. 

Pure  zino  sulphide  melts  at  1600°-1700°,  and 
is  distinctly  volatile  at  higher  temperatures 
(Friedrioh,  Metallurgie,  1908,  5,  114).  Accord- 
ing to  Erutwig  (J.  Soc.  Chem.,  Ind.  1906,  267) 
the  precipitated  sulphide  decomposes  much 
more  readily  than  natural  zinc  blende.  When 
treated  with  hot  concentrated  sulphuric  acid, 
zinc  sulphide  evolves  sulphur  dioxide,  whilst 
with  the  cold  dilute  acid,  sulphuretted  hydrogen 
is  formed  (Berthelot,  Ann.  Chim.  Phys.  1898, 
[vii.]  14  176).  Zino  sulphide  may  be  completely 
reduced  by  heating  it  with  spongy  metallic  iron 
at  1300°  (Graumann,  Metallurgie,  1907,  4,  69). 
Freshly  precipitated  zino  sulphide  dissolves  in 
potassium  cyanide  forming  a  double  salt  which 
is  precipitated  on  boiling  (Berthelot,  Compt. 
rend.  1899,  128,  711). 

When  zino  sulphide  is  heated  with  carbon 
in  nitrogen  at  1300°-1400°,  a  volatile  compound 
is  formed,  which,  if  the  containing  vessel  is  of 
quartz,  reacts  with  the  silicon  forming  a  volatile 
compound  ZuSSij  which  may  also  be  obtained 
by  heating,  zinc  sulphide  with  silicon  at  1300°. 
The  compound  ZnSSi  forms  hard  brown  crusts 
of  homogeneous  structure.  It  may  be  polished 
like  a  metal,  has  an  electrical  conductivity  less 
than  silicon,  reacts  with  acids  fotming  sulphur- 
etted hydrogen  and  with  alkalis  with  evolution 
of  hydrogen  (Fraenkel,  Metallurgie,  1909,  6,  682). 

Natural  zino  sulphide  crystals  have  the 
property  of  phosphorescing  after  exposure  to 
light  (Mourelo,  Compt.  rend,  1899,  128,  557; 
Vemeuil,  t5srf.  1888,  106,  1104),  and  the  phos- 
phorescent sulphide  may  be  prepared  artificially 
by  heating  precipitated  zinc  sulphide  to  redness 
in  the  presence  of  alkali  chlorides  or  the  sulphides 
of  other  metals  (Eng.  Pat.  385096, 1907  ;  D.  R.  P. 
163648 ;  Henry,  Compt.  rend.  1892,  116,  605 ; 
Griine,  Ber.  1904, 37, 3076 ;  Hofmann  and  Ducca, 
ibid.  3407;  Jorissen  and  Ringer,  ibid.  3983; 
Chem.  Zentr.  1906,  i.  644 ;  see  also  D.  R.  P. 
200998);  The  pure  sulphide,  however,  shows  no 
phosphorescence.  It  has  been  proposed  to  use 
this  property  of  zino  sulphide  in  the  construction 
of  an  actinometer  and  for  photometric  purposes 
(Henry,  Compt.  rend.  1899,  128,  94).  The 
phosphorescent  sulphide  glows  when  exposed  to 
X-  or  to  Becquerel  rays ;  to  the  o'  radiation 
from  radium  (Chem.  News,  1903, 167 ;  Becquerel, 
Compt.  rend.  1904,  137,  629 ;  Bumstead,  PhU. 
Mag.  1908,  rvi.l  15,  432),  and  under  the  mfluenoe 
of  ozonisea  oxygen  (Schenok  and  Mihr,  Ber. 
1904,  37,  3464).  When  zinc  sulphide  is  heated 
tritll  manganese  nitrate  an4  a  n^mbeT  of  other 


substances  at  1200°,  the  product  exhibits 
triboluminesoence  (Karl,  Compt.  rend.  1907, 
144,  841).  _     - 

Zino  sulphide  may  be  obtained  in  a  colloidal 
form  by  allowing  it  to  remain  in  contact  with 
water  (Donnini,  Gazz.  chim.  ital.  1894,  ^4,  i. 
219 ;  Hausmann,  Zeitsch.  anorg.  Chem.  1904, 
40,  110);  or  by  allowing  a  mixture  of  zino 
sulphate,  glycerol,  and  ammonium  sulphide  to 
stand  for  3  days  (Miiller,  Chem.  Zeit.  1904,  28, 
357),  and  in  other  ways. 

Zinc  sulphide,  or  a  mixture  of  zinc  sulphide 
and  oxide,  is  used  as  a  pigment.  Griffiths' 
'  patent  zinc  white  '  is  obtained  by  the  addition 
of  a  soluble  sulphide  to  zinc  chloride  or  sulphate 
solution,  drying  the  precipitate,  and  calcining  it. 
It  is  raked  out  whilst  hot  into  cold  water,  and 
levigated  (J.  Soc.  Chem.  Ind.  1885,  563).  _ 

A  light-proof  and  weather-proof  pigment 
may  be  obtained  by  precipitating  zinc  as  a 
hydrated  sulphide  from  an  alkaline  solution. 
The  precipitate  is  then  dehydrated  at  300°  unt;il 
ZnS  :  H,0=5  :  1  (U.S.  Pat.  884874,  1908  ;  see 
also  Griffiths'  Eng.  Pat.  760,  1883;  Knight, 
Eng.  Pat.  16220,  1884;  J.  B.  Spence,  Eng. 
Pats.  13462,  1886 ;  14128,  1885 ;  27426,  1907  ; 
Fr.  Pat.  373027,  1906;  Cowley,  Chem.  News, 
1891,  63,  88;  J.  Soc.  Chem.  Ind.  1910,  99, 
166). 

A  mixture  of  zinc  sulphide  and  barium 
sulphate  with  some  zinc  oxide  is  known  as 
liihopone  or  zincolith.  It  is  obtained  by  pre- 
cipitating hot  concentrated  zino  sulphate 
solution  with  barium  sulphide.  Rather  less 
than  1  p.o.  freshly-precipitated  magnesium 
hydroxide  and  common  salt  are  added  and  the 
precipitate  is  then  washed,  dried,  crushed, 
mixed  with  3  p.c.  ammonium  chloride,  and 
heated.  The  mass,  while  still  hot,  is  thrown 
into  cold  water,  after  which  it  is  again-  dried 
and  ground  (Leyfert,  Zeitsch.  angew.  Che;n. 
1902,  15,  802).  It  comes  into  commerce  in 
different  grades:  yellow  seal  contains  11-18  p.c. 
ZnS,  blue  seal  22-30  p.c.  ZnS,  and  green  seal, 
32-42  p.c.  ZnS  (Fr.  Pats.  335116, 1903  ;  336358  ; 
U.S.  Pat.  740072,  1903  ;  Eng.  Pats,  1836,  1837, 
3768,  3769,  6521,  1903;  D.  R.  PP.  199493, 
202420,  163455,  167772,  202253.  202709; 
Riederer,  J.  Soc.  Chem.  Ind.  1909,  403). 

Zinc  carbonate  ZnCO,  occurs  native  as 
smithsonite,  calamine  or  zinc  spar.  It  can  be 
formed  artificially  by  adding  zinc  sulphate  solu- 
tion to  a  solution  of  sodium  hydrogen  carbonate 
(Kraut,  Zeitsch.  anorg.  Chem.  1896,  13,  1 ; 
Eng.  Pat.  6752,  1902  ;  Fr.  Pats,  325587,  1902  ; 
329079,-  1903 ;  315888,  1901  ;  J.  Soc.  Chem. 
Ind.  1902,  1457;  ibid.  1903,  214,  752,  1007; 
Feist,  Arch.  Pharm.  1909,  247,  439).  When 
the  normal  carbonate  is  employed,  basic  zino 
carbonates  are  forihed,  the  proportion  of  zino 
oxide  varying  With  the  temperature  and  dilution 
of  the  solutions.  The  zinci  carbonas  of  tha 
British  Pharmacopoeia  has  the  approximate 
composition  ZnC03(ZnO)2,3Hj'0.  At  a  red  heat 
it  loses  carbon  dioxide  and  forms  zinc  oxide. 

According  to  Barbier  basic  zino  carbonate 
can  be  effectively  employed  as  a  pigment 
instead  of  white  lead  (Fr.  Pat.  339161,  1903). 
It  is  prepared  for  this  purpose  by  the  electrolysis 
of  a  calcium  carbonate  solution  with  zinc  as 
anode  and  carbon  as  cathode. 

^ino  carbonate  is  a  mild  astringent  to  tho 
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eldn,  and  is  employed  in  dusting  powders  and 
lotion  with,  or  instead  of,  zinc  oxide. 

According  to  Mikusch  (Zeitsoh.  anorg.  Chem. 
1908,  66,  365)  the  only  basic  carbonate  of  zinc 
which  exists  is  6ZnO,2COj,4HaO.  All  the 
others  that  have  been  described  are  soUd  solu- 
tions of  zinc  oxide  and  carbonate. 

Zinc  trithlocarbonate  ammonia  CS3Zn(NH3)2 
(Hofmann,    Zeitsch.    anorg.    Cihem.    1897,    14, 

263) ;  and  dihydioxylamlne  carbonate 

Zn(NH50)jCOs 
(Goldschmidt  and  Syngros,  ibid.  1894,  5,  129) 
have  been  described. 

Zinc  cyanide  Zn(CN)2  is  prepared  by  pre- 
cipitating zinc  acetate  with  aqueous  hydro- 
cyanic acid  or  by  heating  zinc-dust  with  an 
organic  subst-ance  containing  nitrogen  (Aufsch- 
lager,  Monatsh.,  1892,  13,  268).  It  is  a  white 
powder  insoluble  in  alcohol  and  water,  and 
has  been  used  in  the  manufacture  of  alkali 
cyanides  (D.  R.  P.  132294 ;  Chem.  Zeiitr.  1902, 
ii.  80).  It  forms  double  salts  such  as 
M2Zn(CN)i  and  MZn(CN)3  (Berthelot,  Ann. 
Chim.  Phys.  1899,  17,  [vii.l  458;  Sharwood,  J. 
Amer.  Chem.  Soc.  1903,  25,  570  ;  see  also  Miller 
and  Danziger,  ibid.  1902,  24,  823 ;  Fischer  and 
Cuntze,  Chem.  Zeit.  1902,  26,  872).  It  also 
combines  with  ammonia  (Varet,  Compt.  rend. 
1887,  105,  1070;  ibid.  1888,  106,  1080;  Ann. 
Chim.  Phys.  1897,  [vii.]  10,  5). 

Zinc  nitrate  is  formed  by  dissolving  zinc  in 
nitric  acid.  It  is  said  to  crystallise  with  2,  3, 
4,  6,  and  9  molecules  of  water  (Funk,  Zeitsch. 
anorg.  Chem.  1899,  20,  400 ;  Vasilieff,  J.  Russ. 
Phys.  Chem.  Soc.  1909,  41,  744,  748).  When 
heated  for  some  time  at  100°  it  forms  basic 
salts  (Athanasesou,  Bull.  Soc.  chim.  1896,  [iii.] 
15,  1078  ;  Terreil,  ibid.  7,  553  ;  Riban,  Compt. 
rend.  1892,  114,  1357).  It  also  forms  double 
salts  (Urbain  and  Lacomber  ibid.  1903,  137, 
668). 

Zinc  nitrite  forms  fine  unstable  needles 
(Matusohek,  J.  Soc.  Chem.  Ind.  1902,  705),  and 
also  gives  double  salts  (Rosenheim  and  Oppen- 
heim,  Zeitsch.  anorg.  Chem.  1901,  28,  171). 

Zinc  nitride  Zn^Nj  is  formed  by  heating 
zincamide  to  dull  redness,  or  zinc  in  a  current  of 
ammonia  at  600°  (White  and  Kirschbraun,  J. 
Amer.  Chem.  Soc.  1906,  28,  1343).  It  is  a  green 
powder  which  becomes  incandescent  when 
moistened  with  water. 

Zincamide  or  zinc  diamine  ZntNHs)^  is  a 
white  amorphous  powder  readily  decomposed  by 
water,  thus : 

Zn(NH,),-f2H,0=Zn(OH),-l-2NH,. 
It  is  formed  by  the  action  of  dry  ammonia  on 
zinc  ethyl  (Frankland,  Phil.  Mag.'pv.]  15,  149). 

Zinc  hydroxylamine  Zn(0-NH2)2,3NH20H  is 
prepared  by  the  action  of  anhydrous  hydroxyl- 
amine on  finely-divided  pure  zinc  and  treating 
the  product  with  absolute  alcohol.  It  forms 
glistening  crystals  wliich  detonate  and  evolve 
ammonia  when  heated  rapidly  (Ebler  and  Schott, 
J.  pr.  Chem.  1908,  [ii.l  78,  289). 

Basic  Zinc  azoimide  NaZnOH  (?),  see  Curtius 
and  Rissom,  J.  pr.  Chem.  1898,  [ii.]  58,  261. 

Zinc  borateorhydroxyborateZn3(B40,)j(OH), 
is  prepared  by  precipitating  an  aqueous  solution 
of  zinc  sulphate  (500  grms.  salt  to  5-10  litres 
water)  by  the  gradual  addition,  with  constant 
Stirring,  of  443- ti  grms,  of  bpra;^  solution,  apd 


309  grms.  15  p.c.  sodium  hydroxide  solution. 
The  precipitate  is  then  washed  andTdried  (Holder- 
mami,  Arch.  Pharm,  1904,  242,  567 ;  see  also 
Ouvrard,  Compt.  tend.  1900,  130,  335 ;  Chate- 
lier,  ibid.  1891,  113,  1034;  Borohers,  Zeitsoh. 
anorg.  Chem.  1910,  68,  269).  It  is  employed  in 
the  preparation  of  zinc  powder  for  wounds. 

Zine  perborate  is  obtained  by  the  action  of 
sodium  peroxide  or  its  hydrate  and  boric  acid, 
or  sodium  perborate  on  a  zinc  salt  or  from  basio 
acid  and  zinc  pero^de  hydrate.  It  is  a  white, 
amorphous  powder  applicable  to  dermatology 
(D.  R.  PP.  165278,  165279). 

Zine  boraeite  6ZnO,8B20,Znl2  is  formed  by 
passing  a  stream  of  carbon  dioxide  laden  with 
iodine  over  a  heated  mixture  of  zinc  and  zinc 
borate  (AUaire,. Compt.  rend.  1898,  127,  555). 

Zinc  phosphide  ZngP,  is  obtained  as  a  crystal- 
line friable  mass  with  metallic  lustre,  by  heating 
zino  in  phosphorus  vapour  in  an  atmosphere  of 
dry  hydrogen;  or.  by  passing  a  mixture  oE 
hydrogen  phosphide  and  nitrogen  over  zino 
heated  to  redness.  It  is  insoluble  in  water  and 
in  alcohol,  soluble  in  acids  with  evolution  of 
hydrogen  phosphide.  Zino  phosphide  possesses 
all  the  properties  of  free  phosphorus,  but  is  very 
stable  and  is  used  in  medicine  in  place  of  the 
latter. 

JoUbois  (Compt.  rend.  1908,  147,  801)  has 
also  prepared  the  phosphide  ZnP,  (see  also 
Renault,  ibid.  1873,  76,  283).  For  zinc  phos- 
phates and  Other  compounds  of  zinc  and 
phosphorus,  see  Bansa,  Zeitsch.  anorg.  Chem. 
1894,  6,  128,  143;  Schwarz,  ibid.  9,  249; 
Schulten,  Bull.  Soc.  chim.  [iii.]  2,  300  ;  Ferrand, 
ibid.  1895,  [iii.]  13,  115  ;  Compt.  rend.  1896,  122, 
621,  886 ;   Friedel,  ibid.  1894,  119,  260). 

Some  natural  zino  phosphates,  viz.  hopeite 
Zn3P20j,4H2CK;  parahopeite,  same  formula ; 
and  tarbuttiie  Zn3P20sZn(0B[)4  are  described 
by  Spencer  (Min.  Mag.  1908,  15,  1).  ' 

Zinc  permanganate  Zn(Mn04)2,6H20  may  be 
prepared  by  adding  a  concentrated  solution  of 
zino  sulphate  to  a  similar  solution  of  barium 
permanganate  so  long  as  barium  sulphate  is 
precipitated.  The  solution  is  filtered,  and  the 
filtrate  evaporated  to  crystallisation  at  a  low 
temperature,  or  in  vacud  ovep  sulphuric  acid, 
and  the  crystals  finally  dried  at  about  40°. 

Zinc  permanganate  forms  crystalline  granules 
of  a  violet-brown  colour,  and  is  very  soluble  in 
water.  In  very_  dilute  solutions  it  has  been 
used  successfully'in  the  treatment  of  urethritis. 
It  has  no  irritating  action,  but,  like  the  potassium 
salt,  it  should  never  Ije  compounded  with 
alcohol,  glycerol,  sugar,  or  dry  or  fluid  vegetable 
extracts  as  there  may  be  danger  of  explosion 
owing  to  the  readiness  with  which  it  is  reduced 
and  evolves  oxygen  (Merck,  J.  Soc.  Chem.  Ind. 
1890,  409  ;  Klobb,  Bull.  Soc.  chim.  [iii.]  9,  105). 

Zinc  orthosilicate  ZnjSiOi  occurs  native  as 
WiUemite.  Silicioua  calamine,  used  to  some 
extent  as  an  ore  of  zinc,  is  a  hydrated  ortho- 
silicate  ZnjSiOj.HjO.  It  is  found  in  unsym- 
metricaUy-terminated  rhombic  prisms,  and,  like 
tourmalin,  boraeite,  sugar,  and  other  unsym- 
metrical  crystals,  it  is  pyro-electric — ^that  is,  on 
warming,  one  end  becomes  positively,  the  other 
negativel}',  electrified. 

Amorphous  zinc  silicate  is  prepared  by  pre- 
cipitating a  solution  of  zinc  sulphate  with  sodium 
qilicate.     When  heated  with  boric  apid  for  JO 
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days  at  a  high  temperature  it  forms  a  white 
crystalline  powder  of  ZnSiO,  insoluble  in  aoids 
and  iaomorphous  with  the  mineral  enstatite 
(Traube,  Ber.  1893,  26.  2735). 

For  some  double  zinc  silicates,  see  Wyrouhoff, 
Bull.  Soo.  Franc.  Min.  1896,  19,  219 ;  Wolfi, 
Zeitsch.  Kryst.  Min.  1900,  33,  147;  Duboin, 
Compt.  rend.  1905,  141,  254. 

Zinc  sulphide  v.  supra. 

Zine  chromate  v.  Chromium. 

Zinc  also  forms  arsenates,  (hioarsenales,  and 
arsenites  (Reichard,  Ber.  1894,  21,  1019 ;  ibid. 
1898,  31,  2163 ;  Leffevre,  Compt.  rend.  1890, 
110,  405;  Preis,  Annalen,  1890,  257,  178; 
Avery,  J.  Amer.  Chem.  Soc.  1906,  28,  1165); 
antimonates  and  thioantimonates  (Senderens, 
Bull.  Soc.  chim.  1899,  [in.]  21,  47;  Pouget, 
Ann.  Chim.  Phys.  1899,  [vii.]  18,  508) ;  tellurates 
(Gutbier,  Zeitsch.  anorg.  Chem.  1902,  31,  340) ; 
selenides  (Fonzes-Diacon,  Compt.  rend.  1900, 
130,  832) ;  plumlates  (Hoehnel,  Arch.  Pharm. 
1896,  234,  397) ;  ferrocyanides  (Stone  and  Ingen, 
J.  Amer.  Chem.  Soc.  1897,  19,  642 ;  Miller  and 
Matthews,  ibid.  647) ;  and  other  compounds. 

Obgaitic  GoMPotmDS  of  Znro. 

Zinc  acetate  Zn(C2H,02)2,2H20  is  prepared 
by  neutralising  acetic  acid  with  zinc  carbonate 
or  oxide.  It  forms  thin,  soft,  white,  glistening, 
translucent  plates,  or  monoclinic  crystals  of  a 
pearly  lustre  soluble  in  water  and  in  alcohol 
(I^y,  Zeitsch.  physikal.  Chem.  1899,  30,  243). 
It  closely  resembles  the  sulphate  in  its  action 
and  uses. 

Zinc  oleate  {shoetnaher's  zinc  oleate)  is  pre- 
pared by  dissolving  32  grms.  of  hard  soap 
shavings  in  .480  c.c.  of  distilled  water,  heating, 
if  necessary;  64  grms.  of  zinc  sulphate  are 
dissolved  in  64  c.c.  of  boiling  water  and  added 
to  the  former  solution  ;  after  stirring,  the  oleate 
is  separated,  washed  with  hot  water  until  free 
from  sulphate,  cooled,  dried,  and  powdered 
(Naylor,  Pharm.  J.  1901,  66,  392).  It  is  used  in 
medicine  as  a  mild  astringent  ointment  and  as 
an  absorbent  dusting  powder  to  retain  pers- 
piration. 

Zinc  stearate  is  formed  by  the  interaction 
of  zinc  acetate  and  sodium  stearate.  It  is  a 
fine  white,  tasteless  powder,  used  for  similar 
purposes  as  the  oleate. 

Zinc  valerate  Zn(C5H50,)2  is  prepared  by 
mixing  zinc  sulphate  with  sodium  valerate. 
It  forms  white,  lustrous,  pearly  scales,  or  a  white 
powder  having  the  odour  of  valeric  acid  and 
a  sweet,  astringent  metallic  taste.  It  is  also 
employed  in  medicine. 

Zinc  oxalate,  piopianate,  tartrate,  salicylate, 
and  lactate  have  also  been  prepared.  The  last 
<}(  these  has  been  recommended  for  use  in 
mordanting  cotton  and  other  vegetable  fibres 
(Eng.  Pat.  372,  1896 ;  J.  Soc.  Chem.  Ind.  1896, 
804). 

For  the  preparation  of  ztTtc  tannaie,  see 
ViUon,  BuU,  Soc.  chim.  1890,  [iii.]  3,  784. 

Zinc  antipyrine  salicylate  is  formed  when  a 
dilute  solution  of  sodium  salicylate  and  anti-. 
pyrine  is  mixed  with  a  solution  of  zinc  chloride 
or  sulphate.  It  forms  colourless  needles,  m.p. 
76°-76''  (decomp.),  sparingly  soluble  in  cold, 
and  more  so  in  warm,  water,  alcohol,  and  ether 
(Sohuyten,  Chem.  Zentr.  1898,  ii.  704). 

gjn?  ^gropicrate  {Chrysyl)  js  obt4ine4  by  tJja 


saturation  of  boropiorio  acid  (prepared  by 
boiling  together  349  grms.  picric  acid,  62  grms. 
boric  acid,  and  about  4  grms.  of  water)  with  82 
grms.  of  zinc  oxide.  It  is  a  yellow  powder 
used  as  a  medicinal  antiseptic  (Monteil,  J.  Soc. 
Chem.  Ind.  1908,  354). 

Zinc  boro-dlortbohydroxybenzoate 

V    " -"^OC.HjCOOHJ,     •*""»"• 

m.p.  100°  (decomp.),  is  obtained  by  mixing 
1  part  boric  acid  with  1  of  zinc  carbonate,  and  3 
of  salicylic  acid,  and  adding  the  mixture  in  small 
portions  to  10  times  the  weight  of  water  at 
65°.  The  mixture  is  agitated  until  no  more 
carbon  dioxide  is  evolved,  when  it  is  filtered 
and  allowed  to  crystallise  (Fr.  Pat.  411614, 
1910 ;  J.  Soc.  Chem.  Ind.  1910,  976). 

Zinc  compounds  of  2-hydroxynaphthalene- 
sulphonic  acid-l-azo-/3-naphthols  have  been 
prepared  by  treating  l-amino-2-naphthalsul- 
phonio  acids  in  concentrated  aqueous  solution, 
or  in  suspension,  with  alkali  nitrite  and  an 
equivalent  amount  of  zinc  sulphate.  The 
product  so  obtained  is  then  made  to  react  with  a 
concentrated  alkali  solution  of  i8-naphthol.  The 
products  dye  wool  in  acid  solution,  bluish-red 
to  violet  shades,  which  turn  bluish-black  on 
subsequent  treatment  with  a  dichromato 
(U.  S.  Pat.  807422,  1905). 

Basic  zinc  formaldehyde  hydrosulphite  is 
formed  by  adding  1  molecule  of  zinc  to  a  mixture 
of  2  molecules  of  sulphurous  acid  and  2  of  formal- 
dehyde and  then  reducing  the  mixture  by  another 
molecule  of  zinc  (U.S.  Pats.  814032,  812124, 
1906  ;  J.  Soc.  Chem.  Ind.  1906,  311,  217). 

By  the  interaction  of  zinc-dust,  sulphur  di- 
oxide, and  aqueous  formaldehyde,  a  difficultly 
soluble  zincformaldehydesvZphoxylate,  or  a  readily- 
soluble  zinc  formaldehyde  hydrosulphite  is  formed,- 
according  to  the  conditions  of  the  experiment 
(Eng.  Pat.  81,  1906 ;  .T.  Soc.  Chem.  Ind.  1906, 
260 ;  see  also  ibid.  1908,  1058 ;  Becker,  Ber. 
1910,  43,  856 ;  Fromm  and  Palma,  ibid.  1906, 
39,  3317 ;  D.  R.  PP.  214041,  172217). 

Zinc  indigo  white  CigHioO^NzZn  (?)  is  pro- 
duced by  the  action  of  zinc  chloride  on  calcium 
indigo  white ;  of  zinc  oxide  on  indigo  white  in 
boilSig  naphthalene,  and  of  zinc  dust  on  indi- 
gotin  in  boiling  naphthalene.  It  crystallises  in 
lustrous  leaflets  (Binz,  J.  pr.  Chem.  1901,  [ii.1 
63,  497). 

Zinc  gelatosfl  is  obtained  by  dissolving 
gelatose  (formed  by  the  action  of  superheated 
steam  on  gelatin)  in  dilute  alcohol,  adding  a 
solution  of  a  zinc  salt  and  precipitating  with 
alcohol.  It  is  an  amorphous  powder,  soluble  in 
water,  but  insoluble  in  ether,  benzene,  and 
chloroform.  It  is  said  to  be  a  valuable  astringent 
without  any  irritating  action  on  the  mucous 
membrane  (U.S.  Pat.  698694,  1902). 

Zinc  chlorophyll  is  obtained  by  the  action 
of  zinc  hydroxide  and  carbon  dioxide  on  an 
alcoholic  solution  of  chlorophyll.  It  closely 
resembles  chlorophyll  in  properties.  When 
treated  with  alkalis  it  yields  a  substance- closely 
analogous  with  alkachlorophyl,  but  containing 
zinc  instead  of  magnesium  (Marchlewski,  Bio- 
chem.  Zeitsch.  1909,  16,  3). 

Zinc  j}-haemoglobin  C,68Hii3,Zni.S,FeOa„ 
formed  by  shaking  blood  with  zinc-dust  or  by 
the  astif«)  of  sine  gaits  Q!4  crystalline  blood 
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pigment,  is  a  non-toxic  compound,  which  has 
been  lecommended  for  use  in  the  treatment  of 
chlorosis  (iSrahe,  Chem.  Zentr.  1894,  i.  636). 

Zinc  chloride  forma  stable  double  salts  with 
diazo  or  tetrazo  compounds  of  amino-azo  or 
diamino-azo  bodies  which,  can  be  employed  in 
dyeing  (Eng;  Pat.  1645 ;  J.  Soc.  C!hem.  Ind. 
1897,  40). 

The  diazo  solution  is  prepared  in  aluminium 
or  enamelled  iron  vessels,  the  requisite  amount  of 
zinc  chloride  is  then  added  gradually  with 
continual  stirring.  The  double  salt  is  formed  as 
a  Voluminous  precipitate,  which,  after  settling, 
is  filtered.  When  mixed  with  cold  tragacanth 
thickening  these  double  salts  may  be  preserved 
unchanged  for  several  days. 

The  goods  prepared  with  sodium  ^-naphthol, 
to  which  sodium  acetate  is  added,  are  printed 
with-  this  paste,  and  then  passed  through  a  weak 
hydrochloric  acid  bath,  washed,  and  soaped. 
The  most  satisfactory  results  have  been  obtained 
with  o-naphthylamine  hydrochloride,  which  yields 
a  bright  cardinal  of  a  yellowish  tone  (Smirnoff 
and  Rosenthal,  Farber-Zeit.  7,  442). 

Zinc  chloride  also  forms  double  compounds, 
with  fatty  acids,  with  aliphatic  compounds 
having  a' -"basic  character,  with  aromatic  bases 
containing  one  benzene  nucleus,  and  with  such 
compounds  as  .-piperidine,  pyridine,  and  picoline 
(Lachowicz  and  BandrowsM,  Monatsh.  1888,  9, 
510;  Bose,  Amer.  Chem.  J.  1898,  20,  246; 
Bomer,  Zeitsch.  Nahr.  Genussm.  .  1898,  [viii.] 
541). 

The  zinc  allcyl  compounds  are  formed,  for 
the  most  part,  by  the  action  of  the  required 
alkyl  iodide  on  zinc  (Frankland  and  Duppa, 
Annalen,  1864,  130,  118;  Gladstone  and  Tribe, 
Chem.  Soo.  Trans.  1879,  569  ;  Fileti  and  Canta- 
lupo,  Gazz.  chim.  ital.  22,  ii.  387 ;  Ip^tieff, 
J.  pr.  Chem.  1896,  [ii,]  63,  257  ;  Simonowitsch, 
Chem.  Zentr.  1899,  i.  1066;  Worob^eff,  ibid. 
1067  ;  Bohm,  ibid.  1067  ;  ■  Eagosin,  J.  Russ. 
Phys.  Chem."  Soc.  1892,  24,  549 ;  Laohman, 
Amer.  Chem.  J.  1900,  24,  31 ;  J.  Amer.  Chem. 
Soo.  1901,  23,  897  ;  Granichstadten  and  Werner, 
Monatsh.  1901,  32,  315 ;  Haase,  Ber.  1893,  26, 
1052). 

Zinc  methyl  is  a  colourless  liquid,  b.p.  46°, 
m.p.  —40°,  sp.gr.  1-386  at  10*5°,  inflammable  in 
air  and  decomposed  by  water. 

Zinc  ethyl  is  a  colourless  liquid,  b.p.  118°, 
m.p.  —28°,  sp.gr.  1-182  at  18° ;  it  has  similar 
properties  to  the  methyl  compound. 

The  zinc  alkyl  compounds  are  employed  in 
the  synthesis  of  many  organic  compounds 
(Grigorovitch  and  Pawloff,  J.  Russ.  Phys.  Chem. 
Soo.  1891,  23,  159 ;  Bewad,  ibid.  1900,  32,  420  ; 
Tichwinsky,  ibid.  1903,  35,  155;  Gwosdoff, 
ibid.  339;  Saytzeff,  ibid.  1907,  39,  1232; 
Laehman,  Amer.  Chem.  J.  1896,  18,  372;, 
Bamberger  and  Tichwinsky,  Ber.  1902,  35, 4179  ; 
Menschikoff,  J.  pr.  Chem.  [ii.]  36,  347 ;  Bewad, 
ibid.  1907,  [ii.]  76,  62;  Saytzeff,  ibid.  98; 
Blaise  and  Maire,  Ann.  Chim,  Phys.  1908,  [viii.] 
15,  556;.  Compt.  rend.  1907,  145,  73;  ibid. 
1909,  148,  489;  Blaise,  ibid.  1907,  145,  1285; 
Blaise  and  Herman,  ibid.  1908,  146,  479; 
Delacre,  Bull.  Soo.  chim.  [ii.]  48,  784 ;  Wagner, 
ibid,  [ii.]  42,  330). 

Zinc  etboxide  Zn(OEt).j  is  formed  by  the 
action  of  zinc  methyl  on  ethyl  alcohol  in  an 
atmosphere    of    carbon    dioxide,    or,    better, 


nitrogen  or  hydrogen.  It  is  a  white  powdec 
which  cannot  be  distilled,  is  insoluble  in  ordinary 
solvents  and  readily  absorbs  moisture  from  the 
air.  Zinc  tsobutyl  oxide  is  similarly  prepared 
by  employing  the  corresponding  alcohol  (Tol- 
katschefi,  J.  Russ.  Phys.  C3iem.  Soo.  1901,  33, 
469). 

Other  zinc  organic  compounds  have  been 
described  by  Moitessier  (Bull.  Soo.  chim.  1899,  iii. 
21,  336) ;  Werner  (Zeitsch.  anorg.  Chem.  1899, 
21,  201) ;  Rosenheim  and  Meyer  (ibid.  1906,  49, 
13)-;  Grossmann  and  Schiick  {ibid.  50,  1,  21); 
Ebler  and  Schott  (J.  pr.  Chem.  1909,  [ii.]  79, 
72) ;  also  in  D.  R.  P.  86148. 

xor  methods  of  detecting  and  estimating 
zinc  V.  ANALYSIS. 

ZINC  BLENDE  v.  Blende. 

ZINC-DUST  (VALUATION  OF).  Klemp  has 
devised  a  process  for  the  above  purpose  which 
depends  on  the  power  of  zinc  to  reduce  potassium 
iodate  to  potassium  iodide. in  an  alkaline  solu- 
tion. When  the  solution  is  afterwards  acidified, 
iodine  is  liberated  by  the  interaction  of  the 
iodic  and  hydriodjc  acids,  and  is  distilled  ofi 
from  the  mixture  into  potassium  iodide  solution, 
and  titrated  with  thiosul|)hate.  The  details  of 
the  method  are  as  follows  : — 

0-5-1  grm.  of  the  well-mixed  zinc-dust  ia 
weighed  in  a  tube,  and  poured  into  a  200  c.c. 
stoppered  flask,  the  tube  being  again  weighed. 
For  every  0-1  grm.  of  zinc  present,  10  c.c.  of  a 
solution  of  alkali  (containing  370  grms.  of  potas- 
sium hydroxide,  or  300  grms.  of  sodium  hy- 
droxide per  litre),  and  3  c.c.  of  a  solution  of 
potassium  iodate  (containing'  16-25  grms.  of 
potassium  iodate  per  300  c.c.)  are  measured  into 
a  beaker,  and  then  poured  into  the  flask.  Some 
glass  beads  are  added,  and  the  flask  stoppered 
and  shaken  for  6  mins.  in  the  cold,  no  advantage 
b^ing  gained  by  heating  it.  Its  contents  are 
then  washed  into  a  250  or  500  c.c.  flask,  and 
made  up  to  the  mark  with  water.  100  c.c. 
are  now  pipetted  into  the  retort  of  a  Topf's 
apparatus  (Zeitsch.  anal.  Chem,  26,  293),  dimto 
sulphuric  acid  is  added,  and  the  apparatus  filled 
with  carbon  dioxide.  A  solution  of  potassium 
iodide  is  placed  in  the  receiver,  and  the  retort 
heated,  at  first  gently,  and  then  more  strongly 
till  the  contents  are  perfectly  colourlesSt  The 
stream  of  carbon  dioxide  is  continued  through- 
out the  distillation,  which  generally  occupies 
about  20  mins.  The  solution  of  iodine  in 
potassium  iodide  is  then  transferred  from  the 
receiver  into  a  flask,  a  standard  solution  of 
sodium  thiosulphate  added  in  slight  excess, 
and  the  excess  titrated  back  with  weak  standard 
iodine  solution,  starch  being  used  as  an  indi- 
cator. After  correcting  for  the  excess,  the 
quantity  of  zinc  is  calculated  from  the  amoimt 
of  thiosulphate  used. 

Klemp  finds  that  the  addition  of  powdered 
lead  and  iron  to  the  zino  makes  very  little 
difference  in  the  quantity  of  zino  found  by  this 
process,  the  results  being  a  little  lower  in  the 
presence  of  these  metals. 

The  results  by  this  method  agree  well  with 
those  obtained  by  Fresenius's  method,  but  are 
generally  higher  than  those  obtained  by  Drew- 
son's  and  lower  than  those  obtained  by  Topf's 
method  (G.  Klemp,  Zeitsch.  anal.  Chem.  29, 
263-266;  J.  Soc.  Chem.  Ind.  9,  968).  For  a. 
ToluiDstric  method,  depending  on  the  ainoqnt  of 
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hydrogen  evolved  by  the  action  of  an  acid  on 
zinc-dust,  v.  ihid.  5,  145,  1886. 

ZINC  FLOWERS.  Zinc  ojride  produced  by 
combustion  ;  v.  ZiNO. 

ZINC  GREEN,  Cobalt  green,  or  Binmann's 
green;  v.  Cobalt;  also  Pigments.  Thia  term 
is  also  applied  to  a  mijcture  of  zinc  yellow  and 
Prussian  blue. 

ZINCITE.  Native  zinc  oxide  ZnO,  crystal- 
lising in  the  hexagonal  system.  The  crystals; 
which  are  of  rare  occurrence,  possess  the  same 
degree  of  symmetry  (hemimorphic-hemihedral) 
and  very  nearly  the  same  angles  as  those  of 
^™rtzite  (ZnS)  (q.v.).  The  muieral  is  usually 
found  as  lamellar  cleavage  masses  (there  being 
a  perfect  basal  cleavage),  which  are  opaque  to 
translucent  and  deep-red,  rarely  orange-yellow, 
in  colour.  The  stieak  is  orange-yellow;  sp.gr. 
5-6.  Manganous  oxide  (3-6  p.o.)  replaces  part 
of  the  zinc,  and  there  is  often  a  little  ferric  oxide 
present.  Zinoite  is  known  only  from  the  zinc 
mines  at  Franklin  Furnace  and  Sterling  Hill  in 
Sussex  Co.,  New  Jersey,  but  it  occurs  there 
in  considerable  abundance,  and  is  mined, 
together  with  franklinite  and  willemite,  as  an 
ore  of  zinc.  Fragments  of  the  mineral  have  also 
been  used  in  the  wave  detectors  of  wireless 
telegraphy  installations.  White  or  yellowish 
crystals  of  hexagonal  zinc  oxide  have  often  been 
observed  in  zinc  furnaces,  and  sometimes  in  iron 
furnaces.  L.  J.  S. 

ZINCOPYRIN.  Trade  name  for  phenyl- 
dimethyl-pyrazolone  zinc  chloride 
(CnHijN^Oa-Znaa 
first  obtained  by  Schuyten.  Shining  scales, 
m.p.  156°.  Readily  soluble  in  water,  alcohol, 
and  chloroform.  Used  in  the  treatment  of 
inoperable  carcinoma  of  the  uterus, 

ZINC  SPAR.    Syn.  with  calamine  ;  v.  Zinc. 
ZINC  VITRIOL.    Zinc  suVphate  v.  ZlNO. 
ZINC  WHITE  V.  Zmc. 

ZINC  YELLOW,  or  Buttercup  yellow  and 
Zinc  chromate,  v.  Cheomium. 

ZINKENITE  or  ZINCKENITE.  Lead  sul- 
phaniimonite  v.  Antimony. 
ZINNWALDITE  v.  MioA. 
ZINOL  V.  Synthetic  dbugs. 
ZIRCON.  Native  zirconium  silicate  ZrSiO,, 
crystalUsing  in  the  tetragonal  system  a,nd 
homoBomorphous  with  cassiterite  and  rutile. 
A  little  ferric  oxide  (0-3  p.c.)  and  sometimes 
thoria  are  present.  The  mineral  varies  con- 
siderably in  its  characters  and  appearance;  and 
further,  several  altered  and  hydrated  forms  are 
distinguished  by  special  names  (malaeon, 
eyrlolite,  oerstedite,  &c.).  The  transparent 
gem-varieties  show  a  wide  range  in  colour ; 
brownish-yellow  and  red  specimens  are  known 
as  hyacinOi  (or  jacinth),  and  j'ellowish  and  green 
as  jargon  (or  jargoon).  The  colour  can  usually 
be  changed  by  heat,  and  some  brownish-yellow 
stones  are  completely  decolorised.  With  their 
brilliant  adamantine  lustre,  these  artificially  de- 
colorised stones  ('Matura  diamonds,'  from  Ma- 
tura  in  Ceylon)  may  be  mistaken  for  diamond. 
The  hardness  is  7J.  The  mineral  is  remarkable 
in  showing  a  wide  range  in  sp.gr.  (4-0-4-7)i  and  in 
optical  characters,  and  these  sometimes  undergo 
a.  marked' change  when  the  crystals  are  heated 
to  redness.  These  differences  and  .changes 
suggest  the  esistepoe  of  three  modifioatioiis  of 


zircon,  which  may  occur  as  intergrowths  in  the 
zoned  crystals  (L.  J.  Spencer,  Min.  Mag.  1904, 
14,48). 

Zircon  occurs  as  a  primary  constituent  of 
many  igneous  rooks,'  but,  as  a  rule,  only  as 
minute  crystals.  Being  heavy,  hard,  and 
resistant  to  weathering  agencies,  it  collects  in 
the  beds  of  streams.  Most  of  the  gem  material 
is  obtained  from  gem-gravels  in  Ceylon  and 
Australia.  Rough  and  opaque  zircon  has  been 
mined  in  considerable  quantity  in  Henderson 
and  Buncombe  counties.  North  Carolina,  and 
in  Brazil.  It  is  employed  as  a  source  of  zirconia, 
used  in  incandescent  gag-lighting  and  in  electric 
arc -lamps.  L.  J.  S. 

ZIRCONIUM.  Sym.  Zr.  At.wt.  90-6.  Zir- 
conia, the  oxide  of  this  metal,  was  identified 
in  1879  by  Klaproth,  who  obtained  it  from  the 
zircon  of  Ceylon,  and  this  observation  was 
confirmed  by  Guyton  and  Vauquelin.  Zirconium 
is  sometimes  included  in  the  group  of  rare 
earth  metals,  although  in  its  quadri valency, 
and  in  the  amphoteric  nature  of  its  oxide,  it 
is  distinctly  unlike  the  typical  members  of  this 
series. 

Occurrence. — As  the  main  constituent  in 
zircon  and  malaeon,  which  are  found  as 
accessory  minerals  in  many  metamorphio  and 
igneous  rocks  (granites,  syenites,  elseolite- 
syenites,  basalts,  amphibolites),  and  in  badde- 
leyite  (braziUte).  Large  deposits  of  zirconia 
earth  have  been  found  in  Sao  Paulo,  Brazil  (c/. 
Fletcher,  Min.  Mag.  and  J.  Min.  Soc.  1893,  10, 
148 ;  Hussak  and  Reitinger,  Zeitsch.  Krist. 
1903,  37,  567;  Wedekmd,  Zeitsch.  angew. 
Ghem.  1908,  21,  2270 ;  Ber.  1910,  43,  290). 
BraziUan  zirconia  deposits  are  feebly  radioactive, 
and  on  ignition  evolve  a  gas  containing  argon 
and  helium  (Zeitsch.  Elektrochem.  190^  14, 
685;  Ann.  Chim.  Phys..l898>  [vii.]  13,  433; 
Chem.  Soc.  Trans.  1906,  89,  1568;  1908,  93, 
350).  The  following  minerals  contain  a  high 
percentage  of  zirconium ;  zirkelite  i(zirconium 
titanate  with  thoria  and  rare  earths),  eudialite 
{cMkolite),  elpidite,  katapleite  (zirconium  double 
slUcates  of  sodium  and  calcium),  polymignite 
(Norway,  a  complex  ziroono -silicate,  with  tita- 
nium and  tantalum  oxides,  columbium  oxide, 
thoria,  and  the  rare  earths).  Zirconium  is  a 
minor  constituent  of  all  rare-earth  mincrals- 
{v.  Cbeite  eabths),  and  is  found  also  in  pitch- 
ilende,  colunibite,  and  tantalite. 

Separation  and  purification  of  zirconia. 

1.  Fusion  ivith  sodium  carbonate  or  hydroxide. 
The  native  silicate  (zircon)  disintegrated  by 
heating  and  dropping  into  water,  is  extracted 
with  hydrochloric  acid  to  remove  metallic 
impurities  (iron,  &c.)  and  fused  with  sodium 
carbonate  or  tydroxide  (4  parts)  containing 
10  p.c.  of  sodium  fluoride.  When  extracted  with 
water  the  fused  mass  leaves  an  insoluble  crystal- 
hne  precipitate  of  sodium  zirconate,  which  is 
dissolved  in  hydrochloric  or  sulphuric  acid,  and 
tlie  zirconium  hydroxide  precipitated  by  am- 
monia (Monatsh.  1885,  6,  531  ;  Chem.  Soo. 
Trans.  1889;  58,  705;  Amcr.  Chem.  J.  1892,  5, 
561). 

2.  Decomposition  with  hydrofliioric  or  sul- 
phuric acid,  or  their^  acid  salts.  Zircon  is 
exposed  to  the  vapour  of  hydrogen  fluoride  or 
heated  with  potassium  hydrogen  fluorid6,  mh, 
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in  the  latter  case,  the  product,  when  boiled  with 
hydrofluoric  acid,  leaves  a  deposit  of  potassium 
silicofluoride,  whilst  the  more  soluble  potassium 
zirconofluoride  crystallises  out  on  concentrating 
the  solution  (J.  1859,  677 ;  Ann.  Chim.  Phys. 
1860,  [iii.]  60,  257).  Zircon  can  also  be  decom- 
posed with  hot  concentrated  sulphuric  acid,  or 
with  fused  potassium  hydrogen  sulphate  (Ber. 
1870,  3,  68  ;  Annalen,  1876,  181,  232). 

3.  Eedwction  with  carbon  or  calcium  carbide. 
Crude  zirconium  carbide  obtained  by  heating 
an  intimate  mixture  of  zircon  and  carbon  in  the 
electric  furnace  is  heated  in  chlorine,  -and  the 
resulting  chloride  dissolved  in  concentrated 
hydrochloric  acid  ;  the  crystalline  oxyohloride, 
which  separates  from  this  solution,  is  decom- 
posed by  ammonia.  A  mixture  of  zircon, 
calcium  oxide,  and  carbon  is  heated  in  the  electric 
furnace  (1030  ampferes,  50  volts  for  7  mins.) ; 
the  product,  when  extracted  with  water  and 
dilute  hydrochloric  acid,  is  decomposed  by 
chlorine  at  300°,  yielding  zirconium  chloride 
(Compt.  rend.  1893,  116,  1428;  1896,  122,  651  ; 
Zeitsch.  anorg.  Chem.  1902,  33,  81  ;  Ber.  1902, 
35,  3929  ;  Chem:  Zeit.  1907,  31,  654). 

4.  Otiier  methods  of  purification.  Zirconia  is 
freed  from  silica  by  heating  with  potassium 
hydrogen  fluoride  when  the  latter  oxide  is 
chminated  as  volatile  silicon  fluoride.  Crude 
zirconia  is  rendered  soluble  by  heating  with 
strong  sulphuric  acid  or  by  fusion  with  sodium 
hydrogen  sulphate.  Treatment  of  the  product 
with  warm  water  leads  to  the  separation  of 
crystalline  basic  sulphate  (Ber.  1904,  37,  2024 ; 
cf.  Zeitsch.  anorg.  Chem.  1905,  45,  155).  Zir- 
conia is  freed  from  iron  by  crystallising  the 
oxychloride  from  strong  hydrochloric  acid 
(Chem.  Soo.  Trans.  1889,  58,  705 ;  Amer.  Chem. 
J.  1891,  5,  551 ;  J.  Amer.  Chem.  Soo.  1894,  16, 
469).  Ferruginous  zirconium  hydroxide,  when 
dissolved  in  hydrochloric  acid  and  boiled  with 
sodium  thiosulphate,  gives  the  pure  hydroxide 
mixed  with  sulphur.  The  addition  of  ammonia 
and  ammonium  sulphide  to  an  iron  and  zirconium 
solution  precipitates  zirconium  hydroxide,  and 
ferrous  sulphide,  the  latter  being  dissolved 
out  with  sulphurous  acid.  In  the  presence  of 
tartaric  acid  the  foregoing  solution  yields 
ferrous  sulphide  alone  on  adding  ammonium 
sulphide ;  the  concentrated  filtrate,  when 
mixed  with  excess  of  hydrogen  peroxide, 
furnishes  pure  hydrated  zirconium  peroxide 
(Zeitsch.  anorg.  Chem.  1902,  33,  81).  Brazilian 
zirconia  earth  (74-94  p.o.  ZrOj)  is  dissolved  in 
mineral  acid,  and  the  iron  and  titanium  removed 
from  the  dilute  solution  with  ammonia  and 
ammonium  carbonate,  the  liquid  being  warmed 
until  it  gives  no  coloration  with  sulphuric  acid 
and  hydrogen  peroxide.  The  acidified  filtrate 
is  boiled  to  expel  carbon  dio^de  and  the 
zirconium  hydroxide  precipitated  with  am- 
monia. The  mineral  may  also  be  heated  With 
magnesium  in  an  atmosphere  of  hydrogen  ;  the 
product  extracted  successively  with  ammonium 
chloride,  hydrochloric  acid,  and  potassium 
hydroxide  to  remove  magnesium,  iron,  and 
silicon ;  the  residue  is  heated  in  hydrogen,  and 
then  in  chlorine  or  bromine,  when  zirconium 
chloride  or  bromide  sublimes  (Wedekind,  Ber. 
1910,  43,  290). 

Zirconium  is  isolated  only  vrith  difBculty 
C'W'ng  to  ttl^  readiness  with  whiph  U  cpmb^ne? 


with  oxygen,  nitrogen,  carbon,  silicon,  &c. 
When  reduced  with  carbon  in  the  electric  furnace 
zirconia  yields  zirconium  containing  either  oxide 
or  carbide,  depending  on  the  proportion  of  the 
reagents  (Troost,  Compt.  rend.  1893,  116,  1227  ; 
Moissan,  ibid.  1222 ;  Greenwood,  Chem.  8oc. 
Trans.  1908,  93,  1483).  Boron  or  silicon  reacts 
with  zirconia  in  the  electric  fumacS,  but  the 
product  is  contaminated  with  boride  Zr^Bj  or 
silicide.  Amorphous  zirconium  (95-96  p.c.  Zr) 
is  obtained  by  heating  potassiumzirconofluoride 
with  sodium  under  fused  potassium  chloride  in 
closed  iron  vessels,  the  product  being  extracted 
with  alcohol  and  then  with  hydrochloric  acid. 
By  reducing  the  double  fluoride  with  aluminium 
at  the  temperature  of  melting  iron  impure 
metallio  zirconium  (98  p.c.)  is  produced,  but  in 
the  electric  furnace  an  alloy  of  this  element  and 
aluminium  is  formed.  Reduction  of  the  double 
fluoride  with  magnesium  in  the  electric  furnace 
gives  crystalline  zirconium  (94  p.c),  but  some- 
times contaminated  with  nitride.  The  product, 
containing  97-98  p.c.  of  zirconium,  is  pressed 
into  rods,  and  then  used  as  the  terminals  of 
an  electric  arc  operating  in  hydrogen  under 
diminished  pressure;  fusion  takes  place,  and 
99-8  p.c.  zirconium  is  obtained.  This 
resembles  white  cast  iron,  and  has  a  hardness 
7-8,  Ep.gr.  6-40  at  18°,  sp.ht.  0-0804,  and  heat 
of  combustion  (1  grm.)=1958-7  oals.  The 
amorphous  variety,  which  is  a  black  powder,  and 
a  bad  conductor  of  electricity,  is  readily  oxidis- 
able,  whereas  the  crystalline  modification  yields 
zirconia-  only  at  white  heat.  An  intermediate 
oxide  Zr^Oj  has  been  recognised,  which  is 
slowly  oxidised  to  the  dioxide.  Zirconium  is 
attacked  by  hydrogen  fluoride  or  by  aqua-regia, 
and  at  red  heat  by  hydrogen  chloridB  or  chlorine, 
but  is  not  appreciably  affected  by  sulphuric, 
hydrochloric,  or  nitric  acid ;  it  is  oxidised 
by  fused  potassium  hydroxide  or  nitrate 
(Zeitsch.  anorg.  Chem.  1905,  45,  385 ;  1910,  65, 
248 ;  Zeitsch.  Elektroohem.  1904,  10,  331 ; 
Annalen,  1910,  371,  367).  Zirconiup  has  also 
been  prepared  by  reducing  zirconia  with  metalUa 
calcium  (Eng.  Pat.  23215,  1909). 

Zirconia  (Zirconium  dioxide)  ZrOj  occurs 
native  as  baddeleyite  in  monoclinic  forms,  not 
isomorphous  with  oassiterite  or  rutile.  When 
crystalUsed  from  borax  a  quadratic  form  of 
zirconia  is  produced  isomorphous  with  rutile. 
Ignition  of  zirconium  hydroxide,  sulphate, 
oxalate,  or  nitrate  yields  the  dioxide  as  a  hard 
white  powder.  The  density  varies  with  the 
mode  of  preparation,  unfused  specimens  having 
sp.gr.  5-4824  at  18-5°,  whilst  fused  rods  vary 
from  6-48-5-75.  Zirconia  is  extremely  in- 
fusible and  non-volatile,  although  it  has  been 
melt«d  and  vaporised  in  the  electric  furnace 
(360  amperes,  70  vote).  The  vapour  condenses 
to  a  fine  powder  which  scratches  glass.  The 
sp.ht.  of  zirconia  is  0-1076;  it  is  a  bad  con- 
ductor of  heat,  and  has  a  linear  coefiicient  of 
expa,nsion  =0-00000084,  near  to  that  of  fused 
quartz  (Nilson  and  Petterson,  Compt.  rend.  1880, 
91,  232;  Moissan,  ibid.  1893,  116,  1222;  Leh- 
man, Dissert.  Techn.  Hoohsch.  MUnchen.  1908 ; 
Zeitsch.  anor^.  Chem.  1909,  65,  178). 

The  solubility  of  zirconia  in  mineral  acids 
depends  on  the  temperature  of  ignition ;  after 
slight  ignition  it  dissolves  readily,  but  after 
strong  ignition  it  becpmes  practjcaUy  insoluble, 
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although  it  is  att&cked  by  hydrofluoric  and 
concentrated  sulphuric  aoida. 

When  heated  in  the  oxy-  coal  gas  flame 
zirconia  becomes  brilliantly  incandescent,  so 
that  it  may  replace  for  certain  special  purposes 
the  lime  of  the  Drummond  light,  and  it  has  been 
thus  employed  by  Linnemann  and  others  in 
spectroscopy  and  microphotography.  It  has 
received  an  important  technical  application  in 
the  Nemst  lamp  in  which  the  incandescent  body 
is  composed  ciiiefly  of  zirconia  (85  p.c),  together 
with  oxides  (15  p.c.)  of  the  yttrium  series. 
This  material  conducts  only  at  high  tempera- 
tures, Bo  that  it  requires  to  be  first  heated 
before  the  electric  current  can  be  trans- 
mitted. 

Strongly  ignited  zirconia  is  very  stable 
towards  acids  and  alkalis,  and  as  it  ia  not 
fractured  by  sudden  changes  of  temperature,  it 
may  be  employed  for  crucibles  in  which  platinum 
and  quartz  can  be  melted.  Refractory  vessels 
have  also  been  made  from  zirconia  mixed  with 
10  p.c.  of  magnesia  or^  clay,  phosphoric  acid 
being  employed  as  a  binding  material  (Zeitsch. 
anorg.  Chem.  1909,  66,  178). 

Zirconia  crucibles  are  moulded  from  the 
plastic  mass  made  by  kneading  together  gela- 
tinous zirconium  hydroxide  and  artificial  or 
purified  native  zirconia,  a  little  starch  being 
added  to  keep  the  mass  firm  while  drying. 
After  2  days  the  crucibles  are  gently  heated  at 
60°— 100°,  and  the  temperature  then  raised 
gradually  to  2000°-2300°.  These  crucibles  are 
not  affected  by  fused  alkalis  or  alkaUne  bisul- 
phates  (Bayer,  Zeitsch.  angew.  Chem.  1910,  23, 
488). 

Ziiconium  hydroxide  behaves  as  an  ampho- 
teric hydroxide,  its  compounds  with  the  alkalis- 
undergoing  considerable  hydrolysis  in  aqueous 
solution.  The  zirconates  are  produced  either 
by  adding  zirconium  salts  (e.g.  nitrate)  to 
concentrated  alkali  solution,  or  by  fusing 
zirconia  with  the  alkaline  hydroxides  or  oxides. 
The  substances  obtained  by  the  wet  process  are 
probably  adsorption  products  rather  .  than 
definite  chemical  compounds,  for  prolonged 
washing  gradually  removes  the  alkali  from  the 
colloidal  mass.  The  fusion  process  leads  to 
nteJazirconates  CaZrO,,  Na^ZrO,,  and  LioZrO,, 
but  even  these  products  vary  somewhat  in 
composition.  Other  types,  such  as  LijZr^Oj 
have  been  described.  When  zircon  (zirconium 
silicate)  is  fused  with  alkalis  the  crystalline 
sUicozirconates  are  obtained,  e.g.  K20(Si02,Zr02) 
and  CaO(Si02,ZrO,),  the  latter  being  isomor- 
phous  viith  titanite  (Ouvrard,  Compt.  rend.  1891, 
112,  1444  ;   113,  80). 

Colloidal  insoluble  zirconium  hydroxide 
(hydrogel)  is  produced  by  boiling  solutions  of 
zirconium  oxychloride  (Euer,  Zeitsch.  anorg. 
Chem.  1905,  43,  282 ;  van  Bemmelen,  ibid. 
1906,  49,  125).  The  hydrosol  modification  is 
prepared  by  adding  ammonia  to  aqueous 
zirconium  nitrate  or  by  dissolving  freshly-pre- 
cipitated zirconium  hydroxide  in  this  solution 
(MiiUer,  ibid.  1907,  52,  316). 

Zirconium  peroxide  is  produced  as  a 
gelatinous  precipitate  by  adding  ammonia  to 
aqueous  zirconium  sulphate  containing  hydrogen 
peroxide;  or  by  the  electrolysis  of  an  alkaflne 
Eodlum  chloride  solution  in  which  zirconium 
hydroxide     ia     Buspended.    The     product     is 


probably  Zr(OH)30jH,  a  hydrated  form  of 
ZrOj  (Pissarjewski,  Zeitsch.  anorg.  Chem.  1899, 
25,  378 ;  1900,  31,  359  ;  v.  BaUey,  Chem.  Soo. 
Trans.  1886,  49,  149,  481 ;   1889,  58,  705). 

The  alkali  perzirconate.s  NajZrjOii,9H20  and 
KjZr20ii,9H20  are  precipitated  by  alcohol, 
from  cold  aqueous  alkaline  solutions  of  the 
hydrated  peroxide  and  hydrogen  peroxide. 

Zirconium  hydride  ZrH„  '  black  powder, 
produced  from  metallic  zirconium  and  hydrogen 
at  red  heat,  bums  in  oxygen  under  ordinary 
pressure  to  the  sesquioxide  Zr,0(,  and  in  the 
compressed  gas  to  zirconia. 

Zirconium  fluoride  ZrF,,  anhydrous,  sp.gr. 
4-4333  at  16°,  sparingly  soluble  in  cold  water, 
hydrolysed  on  warming,  prepared  by  heating 
zirconia  with  ammonium  hydrogen  fluoride. 
The  hydrate  ZrF4,3Hj0,  triclinic  crystals, 
obtained  by  dissolving  zirconia  in  hydrofluoric 
acid. 

Zirconofluorides.  These  double  fluorides  are 
of  especial  interest  because  of  their  use  in  the 
purification  of  zirconium  compounds  and  in  the 
isolation  of  the  element  itself,  and  also  because 
they  illustrate  the  family  relationship  subsistiog 
between  zirconium  and  the  other  elements 
(silicon,  titanium,  and  tin)  of  the  fourth  periodic 
group.  Moreover,  the  existence  of  these  well- 
defined  crystallisable  double  salts  distinguishes 
zirconium  from  the  rare  earth  metals.  They 
are  produced  by  dissolving  zirconium  fluoride  or 
oxide  together  with  a  metalUo  oxide  or  carbonate 
in  aqueous  hydrogen  fluoride.  The  zircono- 
fluorides corresponding  with  the  general  formula 
R'ZrF,  are  the  most  stable,  although  other 
forms  exist  (Marignao,  Compt.  rend.  1860,  50, 
952 ;  Wells  and  Foote,  Zeitsch.  anorg.  Chem. 
1896,  10,  434 ;  Amer.  J.  Soi.  1897,  [iv.]  3,  466). 

Potassium  zirconofluoride  K^ZrF,,  rhombic 
prisms,  is  the  most  important  compound  of  this 
series  ;  100  parts  of  water  dissolve  0-78  part  of 
the  salt  at  2°,  and  25-0  parts  at  100°. 

Zirconium  chloride  ZrClj  can  only  be  ob- 
tained pure  by  dry  processes  owing  to  its  great 
tendency  to. undergo  partial  hydrolysis.  The 
following  methods  have  been  employed. 

(i.)  The  action  of  chlorine  and  sulphur 
chlorideon  heated  zircon  (Matignon  and  Bourrion, 
Compt.  rend.  1904,  138,  631).  Formerly  carbon 
was  used  as  the  reducing  agent  instead  of 
sulphur  chloride.  The  chlorides  of  sUicon  and 
titanium  are  also  produced  in  this  process,  but 
are  readily  separated  owing  to  their  greater 
volatility. 

(ii.)  The  interaction  at  300°  of  zirconium 
carbide,  and  chlorine  (Wedekiud,  Zeitsch. 
anorg.  Chem.  1902,  33,  81). 

(iii.)  Sublimation  in  chlorine  of  the  product 
obtained  by  heating  zirconia  and  phosphorus 
pentachloride  in  sealed  tubes  at  190°  (Smith 
and  Harris,  J.  Amer.  Chem.  Soc.  1895,  17,  448  ; 
V.  Venable,  ibid.  1894,  16,  469 ;  Annalen,  1887, 
239,  253 ;  Compt.  rend.  1865,  61,  109 ;  1872, 
75,  1819;   1887,  104,  113;   Ber.  1887,  20,  683). 

The  anhydrous  chloride  is  a  white  crystalline 
EubUmate  fuming  in  moist  air,  reacting  ener- 
getically with  water,  and  combining  with  1-8 
molecules  of  dry  ammonia  (J.  Amer.  Chem.  Soc. 
1898.  20,  815,  839,  843 ;  Ber.  1905,  38,  2611). 
It  forms  additive  compounds  with  phosphorus 
pentachloride  and  sulphur  tetrachloride,  and 
forms  double  chlorides  B,E<,ZrCl|  with  alcohoUo 
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pyridine    and    quinoline    hydrochlorides    (Ber. 

1905,  38,  812).  -^ 

Zirconium  oxychloride  ZrOClj.SHjO,  colour- 
less tetragonal  prisms,  the  most  characteristic 
product  of  hydrolysis  of  the  preceding  compound, 
is  somewhat  sparingly  soluble  in  concentrated 
hydrochloric  acid,  and  is  on  this  account  utilised 
in  the  separation  of  zirconium.  The  addition 
of  ether  to  an  alcoholic  solution  of  this  oxy-aalt 
produces  a  precipitation  of  mtiazirconium 
chhride  ZrjOaClj,  corresponding  with  meta- 
stannio  chloride.  This  product,  which  is 
practically  insoluble  in  strong  hydrochloric  or 
nitric  acid,  dissolves  in  water  to  an  opalescent 
colloidal  solution,  and  this  liquid  on  dialysis 
furnishes  metazirconic  acid  (J.  pr.  Chem.  1875, 
[ii.]  2,  219  ;  Ber.  1907,  40,  803  ;  Zeitsch.  anorg. 
Chem.  1904,  42,  8,  ;   1905,  43,  282  ;  46,  456). 

Ziiconium  bromide  ZrBr4,  crystalline  white 
powder,  and  zirconium  iodide  Zrl,,  yellowish- 
brown  powder,  are  prepared  by  passing  over 
heated  zirconium  or  its  carbide  a  stream  of 
bromine  vapour  or  hydrogen  iodide  respectively 
(Ber.  1904,  37,  1135;  1905,  38,  2611).  The 
corresponding  oxy-salts  ZrOBr2,8H20  and 
ZrOl2,8H20  are  produced  by  hydrolyaing  the 
foregoing  bromides. 

Zirconium  carbide  ZrO,  hard  metallic  mass, 
scratching  quartz  but  not  ruby,  is  obtained  by 
heating  an  intimate  mixture  of  zirconia  and 
carbon  in  the  electric  furnace  (Moissan  and 
Lengfeld,  Compt.  rend.  1896,  122,  651).  A 
mixture  of  calcium  carbonate,  carbon,  and 
zircon  gives  a  similar  result  after  extracting  the 
fused  mass  with  water  and  dilute  hydrochloric 
acid.  The  carljide  is  also  produced  by  heating 
native  zirconia  with  carbon,  using  a  current  of 
600  ampferes  (Wedelcind,  Ber.  1902,  35,  3929 ; 
Chem.  Zeit.  1907,  31,  634).  The  carbide  is  an 
excellent  conductor  of  electricity,  and  a  mixture 
of  90  parts  with  10  parts  of  ruthenium  made 
into  filaments  has  been  suggested  for  use  in 
incandescent  lamps.  When  heated  in  nitrogen 
the  carbide  furnishes  zirconium  nitride  Zr  jNj  (». 
Zeitsch.  anorg.  Chem.  1905,  46,  385). 

Zirconium  silicide  ZrSi2,  iron-grey  rhombic 
crystals,  sp.gr.  4-88  at  22°,  is  prepared  by  the 
aluminothermic  process  (200  parts  aluminium, 
250  parts  sulphur,  180  parts  sand,  and  40 
parts  potassium  zirconofluoride  covered  with  a 
thin  layer  of  magnesium  as  priming).  It  is 
not  attacked  by  acids  except  hydrofluoric  acid, 
and  is  only  decomposed  by  caustic  potash  at 
moderately   high  temperatures   (Compt.  rend. 

1906,  143,  224;  v,  Ber.  1902,  35,  3929).  A 
colloidal  variety  of  zirconium  silicide  has  been 
observed  (Zeitsch.  Chem.  Ind.  KoUoide,  1910, 
7,  249). 

Zirconium  sulphates  (1)  'neutral'  sulphate 
Zr(S0j)2.4H20  or  zirconylsulphuric  acid 

ZrO(S04)2H2,3HsO, 
rhombic  crystals  from  sulphuric  acid  solution, 
differs  considerably  in  its  properties  from  the 
oxychloride.  The  zirconium  present  is  not 
precipitated  as  oxalate  by  oxalic  acid  or  its 
soluble  salts,  &nd  the  precipitation  which  occurs 


with  the  aqueous  chloride  is  prevented  by  the 
addition  to  this  solution  of  sulphuric  acid  os  an 
alkaU  sulphate.  In  hydrochloric  acid  solutions 
of  the  chloride  the  zirconium  ion  passes  to  the 
cathode  on  electrolysis,  but  in  solutions  of  the 
sulphate  the  zirconium  passes  to  the  anode  in 
the  complex  anion  (ZrOSOd.SOjjn  (p.  Hauser, 
Zeitsch.  anorg.  Chem.  1905,  45,  18S ;  1907, 
53,  74  ;  54, 196  ;  J.  pr.  Chem.  1907,  [ii.]  76, 363  ; 
Ruer,  Zeitsch.  anorg.  Chem.  1904,  42,  87  ;  1905, 
46,  449). 

(2)  Basic  sulphates  (i.)  i:3-Basic  sulphate 
4Zr02,3S02,14H20,  microscopic  birefringent 
needles,  separates  at  39-5°  from  a  solution  of 
10-2  molecules  of  Zr(S0j)2  in  1000  molecules  of 
water.  When  dried  at  300°  the  anhydrous 
compound  4Zr02,3S02  is  obtained  (Ber.  1904, 
37,  2024  ;  Zeitsch.  anorg.  Chem.  1910,  67,  369). 

(ii.)  2  :  3-Basic  sulphate  2Zr02,3S03,5HjO 
is  obtained  in  a  crystalline  form  by  boiling  con- 
centrated solutions  of  zirconium  sulphate ;  in 
cold  water  it  gradually  changes  into  the  pre- 
ceding basic  salt. 

(3)  Acid  sulphate  Zr(S04)2,H2S04,3H20, 
monoclinic  prisms  or  needles,  is  a  very  hygro- 
scopic salt  produced  by  adding  strong  sulphuric 
acid  to  an  aqueous  solution  of  zirconylsulphuric 
acid  (Zeitsch.  anorg.  Chem.  1907,  64,  196). 

(4)  Complex  sulphates.  These  are  of  two 
types  Zr  303(80  iR')2,a;H20  andZr(S04R')4,KH20, 
where  R  is  an  alkali  metal ;  the  former  are  pro- 
duced by  adding  an  alkali  sulphate  to  a  solution 
of  zirconium  oxide  in  aqueous  alkali  disulphate 
and  the  latter  by  dissolving  zirconium  hydroxide 
in  a  boiling  saturated  solution  of  alkali  d&ulphate 
(Ber.  1907,  40,  803,  810). 

Zirconium  nitrate  Zr(N03)4,5H20,  colourless 
hygroscopic  crystals,  which  may  also  be  regarded 
as  zirconylnitrio  acid  ZrO(N03)4H2,4H20. 
Aqueous  solutions  of  this  compound  yield  on 
evaporation  basic  nitrates  Zr0(N05)j,2Hj0  and 
Zr20s(N03)2.5H20. 

Zirconium  oxalate  is  a  basic  salt, 
zirconyl  oxalate  ZrO(C20j),H20  or  4H2O,  white 
powder,  hydrolysed  by  water.  By  saturating 
aqueous  oxalic  acid  with  zirconium  hydroxide 
an  acid  ca;aZoteZr(0H)(C20iH)5, 711,0 is  obtained 
in  large  prisms.  Double  oxalates  are  produced 
by  dissolving  zirconium  hydroxide  in  solutions 
of  the  alkali  hydrogen  oxalates  (Mandl,  Zeitsch. 
anorg.  Chem.  1903,  37,  252;  v.  Venable  and 
Baskerville,  J.  Amer.  Chem.  Soc.  1897,  19,  12). 

Zirconium  acetylacetonate 

Zr[CH(C0-CH3)2]  o  lOHjO 
crystallises  from  an  aqueous  solution  of  zirconium 
nitrate  and  acetylacetone  to  which  sodium 
carbonate  is  cautiously  added  ;  it  is  dehydrated 
by  repeated  crystallisation  from  absolute  alcohol 
when  it  separates  in  needles.  6.  T.  M. 

ZYMASE  V.  Fermentation. 

ZYMIN  V.  Synthetic  DEtros. 

ZYMURGY.  A  term  used  to  denote  that 
section  of  applied  chemistry  wWch  treats  of 
the  scientific  principles  of  those  arts  in  which 
fermentation  is  employed— e.j.  preparation  of 
yeast,  vinegar,  wine,  beer,  alcohol. 


THE   END 
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